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INSTRUCTIONS  TO  ABSTRACTORS 


CITING  THE 

NOMENCLATURE  AND  SYSTEM  OF  NOTATION 

ADOPTED  IN  THE  ABSTRACTS. 


1.  Before  beginning  to  write  an  abstract,  it  is  desirable  to  read 
tbrougb  the  whole  of  the  original  paper,  in  order  to  form  a  judgment 
as  to  its  importance,  and  as  to  the  scale  on  which  the  abstract  should 
accordingly  be  made. 

2.  The  abstract  should  mainly  consist  of  the  expression,  in  the 
abstractor’s  own  words,  of  the  substance  of  the  paper. 

3.  The  abstract  should  be  made  as  concise  as  possible,  consistently 
with  a  clear  and  accurate  statement  of  the  author’s  results  or  theories, 
due  regard  being  paid  to  their  import. 

4.  If  an  abstract  of  a  paper  on  the  same  subject,  either  by  the 
author  of  the  paper  abstracted,  or  by  some  other  author,  has  already 
appeared,  note  should  as  a  rule  be  made  of  this  fact.  Important 
references  to  the  researches  of  others  quoted  by  an  author  should  be 
reproduced  in  the  abstract.  Always  employ  figures  instead  of 
Roman  numerals  for  references,  thus: — Annalen,  221,  92,  instead  of 
ccxxi,  92. 

5.  If  an  abstractor  is  acquainted  with  papers  previously  published 
by  other  authors  containing  statements  either  practically  identical 
with,  or  opposed  to,  those  iu  the  paper  abstracted,  and  to  which  no 
reference  is  made,  he  should  notice  their  agreement  or  contradiction 
in  a  foot-note. 

G.  As  a  rule,  details  of  methods  of  preparation  or  analysis,  or 
generally  speaking  of  work,  may  be  omitted,  unless  such  details  are 
essential  to  the  understanding  of  the  results,  or  have  some  inde¬ 
pendent  value. 

Nomenclature. 

7.  Employ  names  such  as  sodium  chloride ,  potassium  sulphate, 
ethyl  acetate,  and  use  the  terminals  mis  and  ic  only  in  distinguishing 
compounds  of  different  orders  derived  from  the  same  elemeutary 
radicle;  such,  for  instance,  as  mercurous  and  mercuric  chloride,  sul¬ 
phurous  and  sulphuric  acid. 
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8.  Terra  compounds  of  metallic  and  alcoholic  radicles  with  the  group 
OH,  hydroxides  and  not  hydrates;  for  example,  potassium  hydroxide, 
phenyl  hydroxide,  the  name  hydrate  being  reserved  for  compounds 
supposed  to  contain  water  of  combination  or  crystallization.  Com¬ 
pounds  such  as  CH3OiNa,  C2H5ONa,  C7H15ONa,  Ac.,  should  be  termed 
sodium  methoxide,  ethoxide,  beptyloxide,  &c. 

9.  Apply  the  term  acid  only  to  compounds  of  hydrogen  with 
negative  radicles,  such  as  HN03,  H2S04,  H3P04,  and  denote  the  oxides 
wdiich  form  acids  by  names  such  as  sulphuric  anhydride,  carbonic 
anhydride.  Term  salts  containing  an  amount  of  metal  equivalent 
to  the  displaceable  hydrogen  of  the  acid,  normal  and  not  neutral 
salts,  and  assign  names  such  as  hydrogen  sodium  sulphate,  hydrogen 
disodium  phosphate,  Ac.,  to  the  acid  salts.  Basic  salts  are  as  a  rule 
best  designated  merely  by  their  formulce. 

10.  Use  names  such  as  methane,  ethane,  Ac.,  for  the  normal 
paraffins  or  hydrocarbons  of  the  C»H2„+2  scries  of  the  form 
CH3’[CH2]5*CH3,  Ac.  The  isomeric  hydrocarbons  are  usually  most  con¬ 
veniently  represented  by  names  indicating  their  relation  to  methane ; 
for  example,  CH3,CH2-CH2,CH3  =  propylmethane ;  CH3-CH(CH3)2  = 
isopropylmethaue  or  trimethylmethane ;  or,  although  less  frequently, 
by  names  such  as  diisopropyl. 

11.  Term  the  hydrocarbons  C2H4  and  C2H2  ethylene  and  acetylene 
respectively  (not  ethene  and  etbine).  Distinguish  the  homologues  of 
ethylene,  whenever  possible,  by  names  indicating  their  relation  to  it, 
such  as  methyletliylene,  dimethylethyleue,  Ac.,  denoting  the  di-deriva¬ 
tives  of  the  form  C«H2a+i,CH*.CH'C„H2n+2  as  and  those  of  the 
form  CH2!C(C„H2«+i)2  as  /3-compounds,  thus:  CH3-CH!CH‘CH3  = 
a-dimethylethylene ;  CH2’.C(CH3)2  =  /3-dimethylethylene.  Similarly, 
use  names  such  as  methylacetylene  and  dimethylacetylene  for 
the  homologues  of  acetylene  of  the  form  CH:C-C„H2>!+1  and 
CJ1H2„+1'C:C,C,1H2«+i.  Adopt  the  same  allene  for  the  hydrocarbon 
CH2'.C!CH2,  and  indicate  the  relation  which  its  homologues  bear  to 
ifc  in  the  same  manner  as  pointed  out  for  acetylene. 

12.  Distinguish  all  alcohols,  that  is,  hydroxyl-derivatives  of  hydro¬ 
carbons,  by  names  ending  in  ol\  such  as  quinol,  catechol,  resorcinol, 
saligenol,  glycerol,  erythrol,  mannitol,  instead  of  hydroquinone,  pyro- 
catechin,  resorcin,  saligenin,  glycerin,  erythrite,  mannite.  Compounds 
which  are  not  alcohols,  but  which  are  at  present  distinguished  by 
names  ending  in  ol,  may  be  represented  by  names  ending  in  ole ,  if  a 
systematic  name  cannot  be  given.  For  example,  write  indole  instead 
of  indol :  furfuraldehyde  instead  of  furfurol ;  fucusaldehyde  instead 
of  fucusol.  Ethers  derived  from  phenols,  such  as  Cf,H5‘OCH3,  Ac., 
hitherto  called  anisol,  anethol,  Ac.,  may  be  distinguished  by  names 
ending-  in  oil,  as  anisoil  and  anetho'il. 

Alcohols  should  be  spoken  of  as  mono-,  di-,  tri-,  or  n -hydric, 
according  to  the  number  of  OH  groups. 

13.  Compounds  analogous  to  the  acids  of  the  lactic  series  containing 
the  group  OHshould  be  termed  /(?/drar?/-derivatives,and  not  oxy -deriva¬ 
tives;  for  example,  hydroxyacetic  and  not  oxyacetie  acid.  Compounds 
containing  the  analogous  groups  C2H50,  C6H50,  CH3-COO,  Ac.,  should 
in  like  manner  be  termed  ethoxy-,  phenoxy-,  acetoxy-  derivatives.  Thus 


etkoxypropionic  acid  instead  of  ethyl-lactic  acid;  3  :  4  dietkoxybenzoic 
acid  instead  of  diethyl  pro  tocatechuic  acid ;  and  acetoxypropionic 
acid  instead  of  acetyl-lactic  acid.  Terms  such  as  dietliylprotocatechuic 
acid  should  be  understood  to  mean  a  compound  formed  by  the  dis¬ 
placement  of  liydrogcn-atoms  in  the  hydrocarbon  radicle  of  pioto- 
catechuic  acid  by  ethyl,  viz.,  C6H(C2H5)2(OH)2'COOH,  and  not 
C6H3(OC2H5)2'COOH,  just  as  dibromoprotocatecliuic  acid  is  understood 
to  be  the  name  of  a  compound  of  the  formula  C6HBr2(OH)2’COOH. 

14.  The  term  ether  should  be  restricted  to  the  oxides  of  hydro¬ 
carbon  radicles,  and  the  so-called  compound  ethers  should  be  repre¬ 
sented  by  names  similar  to  those  given  to  the  analogously  constituted 
metallic  salts  (comp.  12). 

15.  Compounds  of  the  radicle  SO3H  should,  whenever  possible,  be 
termed  sulphonic  acids,  or  failing  this,  sulpho- compounds  :  as  benzene- 
sulphonic  acid,  sulpkobenzoic  acid,  and  not  sulfi-compounds.  Com¬ 
pounds  of  the  radicle  S02*NH2  should  be  termed  sulphonamides. 

16.  Basic  substances  should  invariably  be  indicated  by  names 
ending  in  ine,  as  aniline,  instead  of  anilin,  the  termination  in  being 
restricted  to  certain  neutral  compounds,  viz,,  glycerides,  glucosides, 
bitter  principles,  and  proteids,  such  as  palmitin,  amygdalin,  albumin. 
The  compounds  of  basic  substances  with  hydrogen  chloride,  bromide, 
or  iodide  should  always  receive  names  ending  in  iile  and  not  ate ,  as 
morphine  hydrochloride  and  not  morphine  liydrochlorate. 

Notation. 

17.  Equations  should  he  omitted  unless  essential  to  the  under¬ 
standing  of  the  results ;  they,  as  a  rule,  should  not  be  written  on  a 
separate  line,  but  should  “  run  on  ”  with  the  text. 

18.  To  economise  space,  it  is  desirable  :  1,  that  dots  should  be  used 
instead  of  dashes  in  connecting  contiguous  symbols  or  radicles,  when¬ 
ever  this  does  not  interfere  with  the  clearness  of  the  formula;  2,  that 
formulas  should  be  shortened  by  the  judicious  employment  of  the 
symbols  Me  for  CH3,  Et  for  CoH5,  Pr“  for  CH,-CHvCH3,  Pre  for 
CH(CH3)2,  Ph  for  C6H5,  Ac  for  CO-CH3,  and  Bz  for  CO-C.H,;  and 
3,  that  formulas  should  be  written  in  one  line  whenever  this  can  be 
done  without  obscuring  their  meaning.  For  example  : 

CCl3-CH(OEt)2  instead  of  CC13— CH<°^ 

[CC13-CH(0H)]2S  instead  of  cci3— CHOH>S 

CH2 !  CH2  instead  of  CH2~CH2 

CH  !  CH  instead  of  CH=CH 

QJJ  _ Q=£JH 

CH  :  C-CH2-CH2*C  :  CH  instead  of  |  _ 

CH,— C=CI1 

CHMe  :  CllPi-  instead  of  CH,*CH—  CH-CH/CJB-CH,, 
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COOH-CH  :  CMe-COOH  instead  of 


ch3ch3 

\/ 

CH2Br*CBrMe  instead  of  CBr 


CH2Br 

CH3 

I 

CO 

1  -c2H5 


CH3— C=CH 

I  I 

COOH  COOH 


CEt2Ac'COOEt  instead  of 


CH2-CHMe  ^  . 
CII2-CHMo>0  mstcad  of 


°<L 
| 

COOC2H5 

ch2— ch*ck3 


\ 

/ 


0, 


ch2— ch-ch3 

CHPh(OBz)*CH(OBz)-COOEt  instead  of 

C6K5-CH(0-CO-CoH5>CH(0-CQC6H5)-COOC2U5. 


19.  Tn  representing  the  constitution  of  benzene-derivatives,  as  a 
rule,  merely  indicate  the  relative  positions  of  the  radicles  in  the 
symbol  of  benzene  by  figures,  instead  of  by  means  of  the  hexagon 
symbol,  for  example: — 

Paradibromobenzenesulphonic  acid,  C6H3BiyS03H[Br  :  SOjII:Br  = 


1:2:4]  instead  of 


Er 

/\  so3h 

1  | 

the  figures  always  being  used  in 

\/ 

Er 

1 

6m 

o 

the  order 

5  \/ 
4 

3 

Relatively  to  the  position  1,  the  positions  2  and  6  should  always  be 
spoken  of  as  or^/io-positions,  3  and  5  as  «ie/a-positions,  and  4  as  the 
para-position.  It  is  better,  however,  in  speaking  of  the  derivatives  of 
benzene,  to  express  their  constitution  by  giving  them  names  such  as 
1  :  2  dibromobenzene,  1  :  3  dibromobenzene,  &c.,  rather  than  by  terming 
them  ortho-  or  meta-dibromobenzene,  etc. 

20.  Moreover,  in  representing  the  constitution  of  derivatives  of  other 
“closed-chain”  hydrocarbons  do  not,  as  a  rule,  employ  graphic  formulae, 
but  merely  indicate  the  position  of  the  radicles  introduced  in  the  fol¬ 
lowing  manner : — 


In  the  case  of  naphthalene ,  express  the  position  of  the  radicles 
introduced  in  place  of  hydrogen  relatively  to  the  carbon-atoms 
common  to  the  two  “  i-ings,”  and  number  the  positions  in  the  one  ring 
1,  2,  3,  4,  and  those  in  the  other  1',  2',  3',  4f  in  the  order  shown 
by  the  annexed  symbol : — 

1'  1 

2'  /y  \  2 

3'  \/\/ 3 
4'  4 


The  dichloronaphthalenes,  for  example,  are  spoken  of  simply  as 
1  :  2  dichloronaphthalene,  or  dichloronaphthalene[Cl :  Cl  =  1  :  2],  <fcc., 
thus :  — 


Cl 

Cl  Cl 

1  :  2  dichloro-  /\/\  C1 

1  :  1'  dichloro-  /\/\ 

naphthalene  =  |  I  1 

naphthalene  =  j  j  j 

\/ss 

\/\/ 

Cl 

Cl 

1  :  3  dichloro-  /\/\ 

1  :  3'  dichloro-  /\/\ 

naphthalene  =  j 

naphthalene  =  1 

\/\/  C1 

C1  \/\y 

I»  the  case  of  diphenyl ,  indicate  the  position  of  the  radicles  rela¬ 
tively  to  the  carbon-atom  of  one  C6  group  which  is  associated  with  the 
other  C6  group,  and  number  the  positions  in  the  one  group  by  the 
figures,  2,  3,  4,  5,  6,  and  the  corresponding  positions  in  the  other  group 
by  the  figures  2',  3',  4',  5',  6'.  as  shown  by  the  following  symbol : 


2'  //N^.  6' 

6 

3'  \/  5' 

4' 

5  u 

4 

Thus  the  mono-derivatives,  the  bromodiphenyls,  for  example,  are 
represented  as 


Bromodiplienyl 

[Br 

=  2] 

[Br 

- 

—  V 

[Br 

=  K 

/\ 

Er 

and  the  two  dibromodiphenyls  1  ! 

I 

and 

\/ 

\/ 

J  Er 

Er 

arc  respectively  dibromodi phenyl  [Br :  Br  =  2  :  3] 
and  dibromodi  phenyl  [Br  :  Br  =  2  :  G']. 
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In  the  case  of  anthracene ,  employ  the  following1  symbol,  and  indicate 
the  position  of  the  radicles  relatively  to  the  central  C2-group: 


2' 


3' 


2 

3 


Examples : 

Alizarin,  C6H4 !  C202  i  C6H2(OH)2  [OH  :OH  =  l:  2]. 

Quinizarin,  C6H4 1  C202  1  C6H2(OH)2  [OH  :  OH  =  1:4]. 
Anthraflavic  acid,  G6H3(OH)  I  C202 1  C6H3(OH)  [OH  :  OH  =  2 : 3']. 


Purpurin,  CgH4 1  C202,C6H(0H)3  [OH  :  OH  :  OH  =  1:2:  4]. 

In  speaking  of  compounds  such  as  these,  their  constitution  may  be 
represented  by  the  names 


1  :  2  Dihydroxyanthraquinone  =  Alizarin. 

1:4  „  =  Quinizarin. 

2:3'  ,,  =  Anthraflavic  acid. 

1:2:4  Trihydroxyanthraquinone  =  Purpurin. 


Always  include  the  letters  and  figures  indicating  the  constitution  of 
derivatives  of  closed-cliain  hydrocarbons  in  square  brackets. 

21.  In  the  case  of  thiophen ,  express  the  position  of  the  radicles 
introduced  relatively  to  the  sulphur-atom  by  numbers,  as  shown  by 
the  following  symbol: 

S 


2 

3 


In  the  cases  of  pyrroline  and  pyridine,  indicate  the  position  rela¬ 
tively  to  the  nitrogen-atoms  as  shown  by  the  following  symbols: 


1 

N 


Pyrroline. 


1 

N 


4 

Pyridine. 


In  the  case  of  indole,  positions  should  be  numbered  as  shown  in  the 
following  symbol : — 


2 

3 


4  3' 


lix 


In  the  case  of  quinoline,  express  the  positions  relatively  to  the 
carbon-atoms  common  to  the  two  rings,  and  number  the  positions  in 
the  carbon  ring  1,  2,  3,  4,  and  those  in  the  nitrogen  ring  I',  2',  3',  4' 
in  the  order  shown  by  the  annexed  symbol  : — 

1' 

1  N 

2  2' 

3  \/\  / 3' 

4  4' 


The  Editor  s  decision ,  in  all  mailers  connected  with  the  Abstracts,  must 
he  considered  final. 
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Molecular  Refraction.  By  H.  Landolt  (Zeit.  physical.  CJiem.,  4,  , 
413). — The  author  points  out  that  Conrady’s  statements  as  to  bis 
method  of  determining  the  molecular  refraction  of  the  CH>  group 
(ibid.,  3,  212)  are  erroneous  (compare  Abstr.,  1889,  661).  H.  C. 

Heat  of  Neutralisation  of  Fluorides.  By  E.  Petersen  (Zeit. 
physikal.  Chem.,  4,  384 — 412). — The  heats  of  neutralisation  of  the 
bases  of  the  magnesium  group,  the  alkali  metals,  and  metals  of  the 
alkaline  earths  by  hydrofluoric  acid  in  solution  arc  all  equal,  and  for 
each  molecule  of  hydrofluoric  acid  about  16300  cal.  The  above  were 
determined  by  the  interaction  of  the  chlorides  of  the  different  metals 
with  silver  fluoride,  and  from  the  results  the  following  heats  of  pre¬ 
cipitation  were  also  obtained  r  CaF2,  2700  eal. ;  SrF2,  2100  cal. ;  BaLA, 
1900  cal.;  MgF3  —2780  cal. ;  and  AgCl  13900  cal. 

The  heats  of  neutralisation  of  the  sesquiflnorides  of  iron,  chromium, 
vanadium,  and  manganese  are — 

Fe,(OH)6,6HFAq.  3  x  15830  cal.  :  V,(OiI)e,6HFAq.  3  x  17410  cal. 
Cr2(OH)6,  „  3  x  16780  „  |  Mm(OH)c,  „  3  x  17210  „ 

With  varying  amounts  of  hydrofluoric  acid  up  to  6  mols.,  the  heat  of 
neutralisation  for  the  hydroxide  of  iron  is  proportional  to  the  amount 
of  the  aeid ;  for  chromium  and  vanadium,  it  decreases  slightly  as  the 
amount  of  acid  increases.  A  further  increase  in  the  amount  of  acid 
produces  a  slight  development  of  heat  in  the  case  of  iron,  vanadium, 
and  chromium,  but  no  effect  whatever  with  manganese  fluoride.  The 
avidity  of  hydrofluoric  aeid  towards  ferric  hydrate  is  three  times  as 
great  as  that  of  hydrochloric  acid.  H.  C. 

Exact  Determination  of  the  Melting  Point  of  Organic 
Substances.  B}t  H.  Landolt  (Zeit.  phyrnkul.  Chou.,  4,  349 — 371). — 
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The  author  has  made  a  comparison  of  the  following  methods  for 
determining  the  melting  point  of  organic  substances : — 

1.  Melting  and  solidifying  of  large  quantities  of  substance  in  which 
the  thermometer  is  directly  placed. 

2.  Heating  the  substance  in  a  capillary  tube. 

Heating  a  platinum  wire  which  has  been  covered  with  the  sub¬ 
stance  in  a  mercury  bath  until,  on  melting,  contact  between  the  two 
metals  is  established,  and  an  electric  circuit  thus  closed. 

The  actual  determinations  made  by  the  thi’ee  methods  were  as 
follows : — 


Method. 

Naphthalene. 

Mannitol. 

Anthracene. 

1.  (Melting  point) . 

80  01°,  SO' 10° 

105-73° 

200-Gl° 

(Solidifying  point). .  . . 

79-99°,  8003°,  S0'03°, 
80  00° 

1G5'64°,  1G5G9° 

— 

2,  (Wide  tube) . 

79'S3°,  79-S40,  SO’ 10° 

167-54° 

202-38° 

(Narrow  tube) . 

n.  . 

SO  49°,  S0'50°,  S0'62°  | 

— 

— 

80  01°,  SO-37°,  80-39°  , 

105-77°,  1GG‘92° 

205-22°-207  G2° 

80  92°,  82  05° 

107-04° 

— 

From  the  above  results,  more  particularly  those  with  naphthalene, 
the  author  concludes  that  the  first  method  is  the  only  one  which  will 
in  all  cases  lead  to  accurate  results.  If  this  method  is  used,  the  solidify¬ 
ing  point  is  most  easily  observed.  The  capillary  tube  method  generally 
gives  results  that  are  too  high,  more  especially  when  narrow  tubes  arc 
used,  and  the  electrical  method  is  open  to  the  same  objection. 

H.  C. 

Physical  Constants  of  Halogen  Substitution-products  of 
B  enzene  and  Toluene.  By  K.  Sel’tsebt  ( Ber .,  22,  2519 — 2524). — 
The  author  has  determined  the  specific  gravity  of  various  halogen 
substitution-products  of  benzene  and  toluene,  and  the  results  are 
given  in  the  following  table  as  compared  with  water  at  0°,  4°,  and  20°, 
and  in  the  last  column  as  reduced  by  ’Winkelmann’s  formula  for  a 
temperature  of  4°  and  a  vacuum. 


1°. 

0°. 

4°. 

20°. 

4°. 

Reduced  to  a 

vacuum. 

Chlorobenzene  . 

20° 

1  -1072G 

1  -10701 

1  -10855 

1  '10G  44 

Bromobenzene . 

20° 

1  -49124 

1  '49095 

1  -49297 

1 -4S972 

lodobenzene  . 

20° 

1  -S3  247 

1  '8320G 

1  -834G0 

1  S2937 

Orthoehlorotoluene  . 

20° 

1  08198 

1  0S173 

1 -08323 

1  -08120 

Metachlorotohiene . 

20° 

1  -07242 

1  -07218 

1  073G7 

1  071G6 

Paraehlorotoluene  . 

20° 

1  -06998 

1  -0G974 

1  -07123 

1 -0G923 

Orthobromotoluene  ...... 

20° 

1  -42252 

1  -42220 

]  -42417 

1  -42112 

Metabromotoluene . 

20° 

1 -41019 

1  -40988 

1  -41183 

1  -40882 

Parabromotoluene . . 

32° 

1  -39008 

1-38977 

1  -391G9 

1 -3SS32 

The  specific  and  molecular  refractive  power  of  these  compounds  was 
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also  determined  with  an  Abbe's  ref  racto  meter.  The  values  obtained 
are  given  in  a  table,  and  agree  very  closely  on  the  whole  with  those 
calculated  from  the  values  for  the  atomic  refractive  powers  given  by 
Conrady  (Abstr.,  1SS9,  GG1),  but  they  are  in  all  cases  a  little  too  low. 
The  experimental  results  were  in  accordance  with  B  rubl's  value  of  the 
refractive  power  of  the  double  linking,  and  also  showed  that  place- 
isomerism  lias  very  little  or  no  influence  on  the  molecular  refractive 
power.  The  ortho-compounds  seem  to  have  the  smallest  molecular 
refractive  power,  that  of  the  meta-  and  para-series  being  somewhat 
larger,  and  probably  the  same  for  both. 

Parachlorotoluenc  melts  at  7-4°,  parabromotoluene  at  2G"2°.  Cliloro-, 
bromo-,  and  iodo-benzene,  ortliochloro-,  ortliobromo-,  and  metabromo- 
tolnene  solidify  when  cooled  with  solid  carbonic  anhydride;  meta- 
elilorotoluene  does  not  solidify  until  cooled  with  solid  carbonic 
anhydride  and  ether,  but  it  remains  solid  in  carbonic  anlivdride  alone. 

F.  S.  K. 

Reciprocal  Influence  on  the  Solubility  of  Salts.  By  W. 

Nernst  (Zeit.  physikal.  Ghent.,  4,872 — 080). — The  author  regards 
the  process  of  dissolution  as  being  perfectly  similar  to  that  of  vaporisa¬ 
tion,  the  molecules  assuming  in  both  cases  the  gaseous  state,  in  the, 
one  under  the  action  of  the  osmotic  pressure,  in  the  other  under  that 
of  the  vapour-tension.  On  the  Van’t  Hoff  hypothesis  it  may,  in  fact, 
be  shown  that  the  work  necessary  to  convert  the  gram -molecule  of  a 
salt  into  gas  is  equal  to  that  required  to  bring  the  same  amount  of 
salt  into  solution.  This  work  is  the  same  for  all  substances,  and 
hence  it  appears  that  the  specific  attraction  between  salt  and  solvent 
which  has  hitherto  been  assumed,  does  not  exist,  but  that  the  process 
of  dissolution  is  independent  of  such  influences  and  similar  in  all  cases. 

The  distribution  of  any  vapour  takes  place  in  the  atmosphere  of  an 
indifferent  gas  as  in  a  vacuum,  and  in  the  same  manner  the  solubility  of 
a  salt  is  not  affected  by  the  presence  of  a  second  salt  in  the  solvent 
provided  t lie  two  are  without  chemical  action  the  one  on  the  other.  In 
the  case  of  a  dissociated  vapour,  however,  Horstmann  has  shown  that 
the  addition  of  either  of  the  products  of  dissociation  will  bring  abouG 
an  increase  in  the  dissociation  tension  of  that  product,  which  causes 
a  recombination  and  separation  of  a  portion  of  the  original  substance, 
an  effect  which  an  indifferent  gas  is  incapable  of  producing.  In 
the  same  way  the  addition  of  either  of  the  ions  to  an  electrolyte  in 
solution  should  bring  about  an  increase  in  the  osmotic  pressure  of  that 
ion,  and  cause  a  separation  of  a  portion  of  the  salt  from  the  solution, 
since  an  electrolyte  in  solution  may  be  compared  to  a  dissociated 
vapour.  That  this  is  the  case  is  readily  proved,  for  the  addition  of  a 
concentrated  solution  of  potassium  chloride  or  hydroxide  or  of  sodium 
chlorate  to  one  of  potassium  chlorate  immediately  causes  a  separation 
of  some  of  the  latter  salt,  this  being  due  in  the  one  case  to  the  presence 
of  an  excess  of  the  positive,  in  the  other  to  an  excess  of  the  negative 
ions.  The  amount  of  solid  salt  thus  separated  by  the  addition  of  a 
definite  quantity  of  a  second  salt  containing  one  of  its  ions,  can  be  cal¬ 
culated  from  the  dissociation  theory,  and  the  author  shows  the  agree¬ 
ment  between  the  calculated  and  observed  quantities  in  the  case  of 
silver  acetate.  11.  (\ 
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Sudden  Changes  in  the  Solubility  of  Salts  caused  by  the 
'Formation  of  two  Layers  in  the  Liquid.  By  H.  W.  B.  Rooze- 
i:oom  (Bee.  Trav.  Chim.,  8,  257 — 272). — In  studying  the  conditions  of 
equilibrium  between  a  dissolved  salt  and  water,  a  disturbing  influence 
may  be  introduced,  owing  to  the  separation  of  the  liquid  into  two 
layers  of  different  concentrations.  Cases  of  this  sort  are  of  frequent 
occurrence  with  organic  compounds,  and  have  been  noticed  by 
Alexeeff  (Abstr.,  1880,  847).  The  formation  of  two  layers  in  a  liquid 
is  a  change  that  is  conditioned  by  temperature,  and  at  certain  tem¬ 
peratures  it  might  be  possible  for  the  solid  salt  and  the  two  liquid 
layers  to  exist  side  by  side  in  equilibrium  with  one  another  and  with 
the  vapour  of  the  liquid.  Such  temperatures,  at  which  the  simulta¬ 
neous  existence  of  the  four  phases  is  possible,  would  be  indicated  on 
tl  e  pressure  curves  as  quadruple  points  (Abstr.,  1SS8,  1511).  The 
author  has  endeavoured  to  obtain  experimental  evidence  in  this 
dilection,  but  could  And  no  salt  suitable  for  the  purpose.  H.  C. 

Determination  of  Affinity  Coefficients.  By  W.  Hecht,  M. 
Conrad,  and  C.  Bruckner  (Zeit.  physical.  Chew.,  4,  272 — 318). — 
Continuing  their  determination  of  affinity  coefhcients  (Abstr.  1889, 
931),  the  authors  have  examined  the  actions  of  sodium  metlioxidc, 
ethoxide,  and  propoxide  on  the  iodides  of  methyl,  ethyl,  propyl,  and 
lieptyl.  The  coefficients  for  methyl  iodide  are  found  to  be  in  each 
case  much  greater  than  those  of  the  other  alkyl  iodides,  although  the 
latter  are  also  found  to  decrease  somewhat  with  rising  molecular 
weight.  Tlie  relation  between  the  coefficients  of  the  iodides  depends 
at  the  same  time  on  the  nature  of  the  metallic  salt,  as  may  be  seen  by 
the  following  tables  of  these  relations,  in  each  of  which  the  coefficient, 
of  heptyl  iodide  has  been  taken  as  unity. 


Cffl-ORa. 

:  CjIVOAa. 

CU3-ORa. 

1  -0 

1  -o 

1  0 

1  03 

1  52 

1  -33 

c,h5i  . 

4  '65 

4-97 

3  -32 

ciiHi . 

5S-S0 

71  -14 

21  ■  63 

On  the  ctlier  hand,  the  influence  of  the  metallic  salt  is  greatest  for 
the  ethoxide  and  least  for  the  metlioxide.  This  is  illustrated  by  the 
following  table,  in  which  the  time  in  minutes  which  elapses  before 
one  half  the  active  substance  lias  been  decomposed  is  given  in  each 
case. 


CffC-OXa. 

Cffl-ORa. 

CIPj-ORa. 

i 

Cliff  . 

16 

17 

65 

Cfflff . 

194 

235 

410 

t';,II7I . 

556 

752 

1053 
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Tn  the  case  of  the  ethoxide,  isopropyl  iodide  was  also  examined,  and 
the  coefficient  found  to  he  much  lower  than  that  of  the  normal  com¬ 
pound. 

In  the  latter  part  of  the  paper,  methods  of  determining  the  relation 
between  two  affinity  coefficients  and  the  values  of  the  coefficients 
from  this  relation  are  discussed.  H.  C.. 

Determination  of  the  Affinity  of  Organic  Bases.  By  J. 

Walker  ( Zeit .  physikal.  Ghent .,  4,  31  y — 343). — The  author  attempted 
to  measure  the  affinities  of  the  organic  bases  by  studying  the  influence 
of  their  hydrochlorides  in  accelerating  the  decomposition  of  methyl 
acetate  by  water.  Since  the  acceleration  depends  on  the  amount  of 
free  acid  in  solution,  the  amount  of  dissociation  of  the  hydrochloride, 
and  from  this  the  relative  affinity  of  the  base  for  the  acid,  might  be 
thus  calculated.  The  results  obtained  were  not,  however,  satisfactory 
except  in  the  case  of  very  feeble  bases.  The  electrical  conductivity 
was  therefore  resorted  to,  and  from  the  conductivities  of  solutions  of 
equal  quantities  of  acid  treated  with  equal  quantities  of  different 
bases,  the  amount  of  salt  formed  in  each,  and  from  this  the  affinity  of 
the  different  bases  for  the  acid  was  deduced.  Both  sulphuric  and 
hydrochloric  acids  were  found  to  give  good  results  by  this  method  ; 
and  the  results  thus  obtained  for  feeble  bases  agree  with  those  ob¬ 
tained  by  the  method  first  employed. 

The  dependence  of  the  affinity  of  organic  bases  on  constitution  is 
to  some  extent  rendered  evident  by  the  results.  If  methyl  or  ethyl 
is  substituted  for  the  hydrogen  of  an  amido-group,  the  compound  gains 
in  basic  properties.  The  same  thing  is  also  true  in  the  case  of  the 
substitution  of  methyl  for  hydrogen  in  the  carbon -ring  of  an  aromatic 
base.  On  the  contrary,  the  substitution  of  chlorine  or  a  nitro-gronp  for 
hydrogen  in  the  carbon-ring  considerably  decreases  the  basic  character 
of  aniline,  this  effect  being  greatest  in  the  ortho-  and  least  in  the  para- 
position.  H.  (J. 

Apparatus  for  Evaporating  by  the  Aid  of  Heat  applied  from 
above.  By  W.  Hemfel  (/Ter.,  22,  2479 — 2481). — The  author  de¬ 
scribes,  with  the  aid  of  a  diagram,  an  apparatus  in  which  small 
quantities  of  a  liquid  can  be  evaporated  by  the  aid  of  heat  applied 
from  above. 

The  source  of  heat  is  a  large,  inverted  Argaud  burner,  made  either 
entirely  of  porcelain,  or  of  steatite  and  metal  cemented  together  with 
a  mixture  of  soluble  glass  and  finely-divided  manganese  dioxide. 
Through  the  centre  of  the  burner  passes  a  porcelain  tube,  the  lower 
extremity  of  which  projects  a  short  distance  through  the  flame,  the 
upper  extremity  being  connected  with  a  glass  chimney.  The  crucible 
or  other  vessel  which  contains  the  substance  to  be  evaporated  is  placed 
on  a  piece  of  asbestos  supported  on  a  moveable  iron  plate.  An  in¬ 
verted  beaker,  perforated  with  an  aperture  just  large  enough  to  admit 
the  Argaud  bunier,  surrounds  the  vessel  and  serves  to  regulate  the 
supply  of  heat ;  if  the  liquid  is  evaporated  in  a  basin  the  employment 
of  the  beaker  cover  is  unnecessary. 

Clays  or  fluorides  are  readily  dissolved  by  the  aid  of  this  apparatus. 

F.  S.  K. 
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Preparation  of  Chlorine  in  a  Kipp's  Apparatus.  By  J.  Thiele 
(An?ialev, 253,  269 — ‘242). — Chlorine  may  he  conveniently  prepared 
in  a  Kipp  s  apparatus  by  t lie  action  of  hydrochloric  acid  on  bleaching 
powder.  By  means  of  a  handpress,  the  bleaching-  powder  is  compressed 
m to  a  hard  cake;  this  is  broken  into  small  lumps  and  used  in  this 
t°nin.  \V.  C.  W. 

Automatic  Apparatus  for  Evolving  Gases  from  Liquids.  By 

J.  Thiele  (Annalen,  253,  242 — 246). — A  convenient  apparatus  for 
preparing-  hydrogen  chloride  from  commercial  hydrochloric  acid  or 
sulphurous  anhydride  from  a  concentrated  solution  of  sodium  hydrogen 
sulphite  may  be  made  from  a  three-necked  Wolff’s  bottle.  This  is 
provided  with—  (1)  a  delivery  tube  fitted  with  a  stop-cock;  (2)  a 
small  stoppered  separating  funnel  with  the  stem  drawn  out  to 
a  tine  point ;  and  (3)  a  safety  funnel  with  some  mercury  in  the 
bend  and  a  loose  plug  of  cotton  wool  in  the  funnel.  The  Wolff’s 
bottle  is  half  filled  with  the  solution  of  sodium  hydrogen  sulphite,  for 
example,  and  the  sulphuric  acid  is  slowly  introduced  through  the 
separating  funnel.  \\r.  Q.  \y. 

Reciprocal  Displacement  of  Oxygen  and  the  Halogens.  By 

Bert h slot  ( Gowpt .  rnul.,  109,  546—548  and  590— 597).— The  author 
summarises  his  previous  work  on  the  reciprocal  displacement  of 
oxygen  and  chlorine  and  describes  some  later  results. 

Pure  concentrated  fuming  hydrochloric  acid  is  not  decomposed  by 
oxygen  in  presence  of  sunlight,  but  if  some  manganous  chloride  is 
present  the  liquid  acquires  a  deep-brown  colour,  the  atmosphere  in 
the  flask  becomes  charged  with  chlorine,  and  t lie  liquid  has  bleaching 
properties.  Oxygen  is  absorbed  and  hydrochlorides  of  manganese 
perchloride  are  formed.  If  the  liberated  chlorine  is  removed  and 
hydrogen  chloride  and  oxygen  are  introduced  into  the  flask,  a  further 
quantity  of  chlorine  is  set  free,  and  this  process  may  be  repeated 
several  times.  The  decomposition  ceases  when  the  hydrates  of  the 
hydrochloric  acid  contain  the  maximum  amount  of  water;  dilute 
non-fuming  hydrochloric  acid  is  not  decomposed  even  after  long  ex¬ 
posure  in  presence  of  manganese  chloride.  Ferric  chloride  behaves 
/n  the  same  manner  as  manganous  chloride,  but  the  phenomena  are 
very  much  less  distinct. 

The  heat  of  formation  of  dissolved  hydrobromie  acid  is  almost  iden¬ 
tical  with  that  of  water,  and  hence  in  presence  of  water,  but  under 
these  conditions  only,  reciprocal  decomposition  may  take  place.  In  pre¬ 
sence  of  excess  of  water,  oxygen  readily  decomposes  hydrogen  bromide 
under  the  influence  of  light.  Similar  decomposition  takes  place  at  the 
ordinary  temperature  in  the  case  of  a  fuming  solution  of  hydrobromie 
acid,  that  is,  hydrates  of  the  free  acid  not  saturated  with  water,  but  is 
arrested  almost  immediately  by  the  formation  of  hydrogen  perbrom- 
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ide,  HBr3;  HBr  cone.  soln.  +  Br2  gas  =  HBr3  diss.  develops 
+  9‘2  Cals.,  the  total  heat  of  formation,  +  4o*5  Cals.,  being  greater 
than  the  heat  of  formation  of  water.  Oxygen  does  not  decompose 
dilute  hydrobromic  acid,  that  is,  the  saturated  hydrates  of  the  acid, 
nor  a  solution  of  potassium  bromide  acidified  with  hydrochloric 
acid. 

The  formation  of  hydrogen  perbromide  explains  the  decomposition 
of  water  by  bromine,  but  this  change  is  limited  by  the  dissociation  of 
the  perbromide  in  presence  of  water. 

Dilute  solutions  of  hydriodic  acid  are  readily  decomposed  by 
oxygen  under  the  influence  of  light  at  the  ordinary  temperature,  the 
change  corresponding  with  the  liberation  of  15'9  Cals,  for  each  atom 
of  gaseous  iodine. 

The  heats  of  formation  of  dissolved  potassium  iodide  and  hydroxide 
are  practically  the  same,  and  slight  variations  in  the  conditions  serve 
to  turn  the  reaction  in  one  direction  or  the  other.  The  combination 
of  iodine  with  potassium  iodide  in  concentrated  solution  to  form 
potassium  triiodide  liberates  H-5’0  Cals,  for  each  atom  of  gaseous 
iodine ;  the  action  of  iodine  on  dissolved  potassium  hydroxide  with 
formation  of  liypoiodite  or  iodate  liberates  +  4-l  Cals,  and  +5‘4 
Cals,  respectively  for  each  atom  of  gaseous  iodine.  It  follows  that 
oxygen  will  not  displace  iodine  from  potassium  iodide  except  under 
conditions  in  which  potassium  triiodide  is  stable,  that  is,  in  very  con¬ 
centrated  solutions.  Experiment  showed  that  dilute  solutions  of 
potassium  iodide  remain  quite  colourless  when  exposed  to  light  for 
a  long  time  in  presence  of  pure  air;  very  concentrated  solutions  soon 
become  orange  and  the  colour  deepens  with  prolonged  exposure.  The 
liquid  then  gives  a  blue  coloration  with  starch  and  has  an  alkaline 
reaction;  if,  however,  it  is  diluted,  it  rapidly  becomes  colourless, 
owing  to  dissociation  of  the  potassium  triiodide  and  the  action  of 
the  liberated  iodine  on  the  potassium  hydroxide  which  has  been 
formed. 

Tt  is  well  known  that  even  dilute  potassium  iodide  solutions  become 
yellow  when  exposed  to  ordinary  air.  This  is  due  to  the  fact  that  the 
carbonic  anhydride  of  the  air  takes  part  in  the  reaction.  Carbonic- 
acid  does  not  displace  hydriodic  acid,  but  the  simultaneous  action  of 
oxygen  and  carbonic  anhydride  on  a  dilute  solution  of  potassium 
iodide  prodnees  potassium  hydrogen  carbonate  and  free  iodine,  the 
change  being  accompanied  by  the  liberation  of  -bl3‘5  Cals,  for  each 
atom  of  gaseous  iodine.  The  colour  of  the  liquid  becomes  deeper  if 
the  quantity  of  carbonic  anhydride  in  the  atmosphere  above  it  is 
increased.  The  action  of  the  oxygen  is  still  greater  in  presence  of 
acetic  or  hydrochloric  acid,  but  in  these  cases  the  result  is  in  part  due 
to  the  displacement  of  some  hydriodic  acid.  Acetic  acid  liberates 
very  little  hydriodic  acid,  but  the  action  of  the  oxygen  depends  on  the 
successive  liberation  of  small  quantities.  Hydrochloric  acid  liberates 
more  hydriodic  acid  and  in  this  case  the  action  of  the  oxygen  is  more 
marked.  In  presence  of  a  largo  excess  of  air,  a  solution  of  potassium 
iodide  acidified  with  hydrochloric  acid  is  completely  decomposed  b}T 
the  action  of  light  in  a  few  days. 

If  manganous  chloride  is  added  to  a  highly  concentrated  solution  of 
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potassium  iodide  and  the  mixture  exposed  to  light,  a  higher  oxide  of 
manganese  is  precipitated  and  iodine  is  liberated  ;  dilute  solutions 
show  the  same  phenomena  in  a  lower  degree. 

All  the  reciprocal  displacements  of  oxygen  and  the  halogens  under 
the  influence  of  light  are  in  agreement  with  the  thermochemical 
determinations.  C.  H.  B. 

Simultaneous  Synthesis  of  Water  and  Hydrogen  Chloride. 

By  P.  Hautefeuille  and  J.  Margottet  ( Gompt .  rend.,  109,  641 — 644). 

- — Mixtures  which  contained  oxygen  and  hydrogen  in  the  proportion 
required  to  form  water,  with  varying  proportions  of  chlorine;  and 
mixtures  of  hydrogen  aud  chlorine  in  the  proportions  to  form  hydrogen 
chloride,  with  varying  quantities  of  oxygen,  were  exploded  by  means 
of  a  spark,  and  the  residual  chlorine  was  determined  by  means  of 
standard  sodium  arsenite.  If  p  represents  the  total  hydrogen  which 
enters  into  combination,  and  p'  the  quantity  which  combines  with 

oxygen,  — — gives  the  ratio  of  the  hydrogen  converted  into 

water  to  the  hydrogen  which  forms  hydrogen  chloride.  This  ratio  is 
independent  of  the  initial  pressure,  and  of  the  nature  of  the  spark. 
If  is  alwa3rs  less  than  unity  if  the  proportion  of  chlorine  is  more  than 
half  the  volume  of  the  hydrogen,  and  it  varies  with  every  alteration 
in  the  proportion  of  chlorine.  When  the  volume  of  chlorine  present 
is  double  the  volume  of  the  hydrogen,  the  quantity  of  water  formed 
becomes  inappreciable.  It  is  evident  that  the  results  do  not  agree 
with  Bunsen’s  law. 

With  equal  volumes  of  hydrogen  and  chlorine  and  varying  propor¬ 
tions  of  oxygen,  the  ratio  — — - — —  is  always  less  than  unity  and  does 

not  vary  greatly  when  the  ratio  of  oxygen  to  hydrogen  varies  from 
U'25  to  8.  With  equal  volumes  of  the  three  gases  the  change  is  re¬ 
presented  by  the  equation  5C12  4-  5H2  +  502  =  SHC1  -f  PLO  -f  Cl2 
+  402.  C.  H.  B. 

Equilibrium  between  Hydrogen,  Chlorine,  and  Oxygen.  By 

H.  Le  Chatelier  ( Compt .  rend.,  109,  664 — 667). — The  author  dis¬ 
cusses  the  results  of  Hautefeuille  and  Margottet  (preceding  Abstract) 
from  the  point  of  view  of  his  own  laws  of  chemical  equilibrium.  The 
agreement  between  the  observed  and  calculated  numbers  is  very  close. 
He  points  out  that  the  degree  of  moisture  of  the  gases,  which  is  very 
important,  is  not  specified.  The  formula  shows  that  a  reduction  of 
initial  pressure  should  be  accompanied  by  a  reduction  in  the  propor¬ 
tion  of  wafer  formed,  and  the  fact  that  this  is  not  observed  indicates 
that  the  chlorine  is  partially  dissociated.  The  varying  effects  of 
chlorine  and  oxygen  depend  solely  on  their  relative  volumes  and  not 
on  their  chemical  properties.  C.  H.  B. 

Preparation  of  Oxygen  in  a  Kipp’s  Apparatus.  By -J.  Yolhard 
(Annalen,  253,  246 — 248). — Small  quantities  of  oxygen  can  be  con¬ 
veniently  prepared  in  a  Kipp’s  apparatus  by  the  action  of  hydrogen 
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peroxide  on  bleaching  powder.  Nitric  acid  is  added  in  sufficient 
quantity  to  neutralise  the  lime  in  the  bleaching  powder.  The  oxygen 
contains  a  small  quantity  of  chlorine.  W.  C.  W. 

Action  of  Sulphur  on  Solutions  of  Metallic  Salts.  By  Cr. 

Vortmann  and  C.  Padbkbg  ( Ber 22,2042 — 2G44). — The  authors  find 
that  with  many  proto-salts  when  their  aqueous  solutions  are  boiled  with 
flowers  of  sulphur,  about  half  the  metal  present  is  precipitated  as  sul¬ 
phide,  the  remainder  being  oxidised  to  the  per-salt.  When  a  strongly 
acid  solution  of  stannous  chloride  was  employed,  no  stannous  sulphide 
was  precipitated,  but  hydrogen  sulphide  was  evolved,  and  the  whole 
of  the  tin  oxidised  to  stannic  chloride.  With  an  aqueous  solution  of 
stannous  chloride,  and  with  an  acid  solution  of  cuprous  chloride, 
rather  less  than  half  the  tin  was  precipitated  as  sulphide,  a  little 
being  oxidised  in  the  same  manner  as  with  the  strongdy  acid  solution 
of  tin.  With  mercurous  nitrate,  almost  exactly  half  of  the  mercury 
was  precipitated  as  sulphide. 

Solutions  of  manganese,  iron,  nickel,  zinc,  and  cadmium  sulphates, 
and  acid  solutions  of  bismuth  and  antimonious  chlorides,  and  of 
arsenious  and  arsenic  acids,  are  not  altered  when  boiled  with  sulphur. 

L.  T.  T. 

Preparation  of  Nitric  Oxide.  By  J.  Thiele  ( Annalen ,  253, 
240). — Nitric  oxide  is  prepared  in  the  apparatus  previously  described 
(this  vol.,  p.  0)  by  adding  a  strong  solutiou  of  sodium  nitrite  to  a 
solution  of  ferrous  chloride  or  sulphate  in  hydrochloric  acid.  If  the 
sodium  nitrite  contains  carbonate,  it  may  be  removed  by  precipitation 
with  calcium  chloride.  W.  C.  W. 

Phosphonium  Sulphate.  By  A.  Besson  ( Compt .  rend.,  109, 
644 — 045). — When  hydrogen  phosphide  is  passed  into  sulphuric  acid 
at  the  ordinary  temperature,  there  is  considerable  development  of 
heat,  sulphur  separates,  aud  sulphurous  acid  is  formed.  If  the  acid  is 
previously  cooled  by  means  of  ice  and  salt,  the  gas  is  somewhat 
largely  absorbed,  and  the  liquid  remains  limpid.  After  a  time,  how¬ 
ever,  it  begins  to  decompose  in  the  manner  indicated,  the  temperature 
rises,  and  decomposition  becomes  very  rapid.  If  the  acid  is  cooled  to 
—  2f)°  or  —25°  by  the  rapid  evaporation  of  methyl  chloride,  a  syrupy 
liquid  is  obtained,  from  which  a  white,  crystalline,  highly  deliquescent, 
solid  separates ;  this  seems  to  be  phosphonium  sulphate.  Wheu 
thrown  into  water  at  the  ordinary  temperature,  it  dissolves  with  a 
strident  noise,  and  hydrogen  phosphide  is  evolved,  but  the  sulphuric 
acid  is  not  reduced.  When  exposed  to  air  at  the  ordinary  tempera¬ 
ture,  the  phosphorus  is  oxidised  to  phosphoric,  phosphorous,  aud  hypo- 
phosphorous  acids,  whilst  the  sulphuric  acid  is  reduced  to  sulphurous 
acid  and  sulphur,  with  a  small  quantity  of  hydrogen  sulphide.  The 
crystals  may  be  dissolved  in  dilute  sulphuric  acid,  and  if  the  solution 
is  electrolysed  at  — 25°  or  —40°  with  a  mercury  cathode,  there  is 
only  a  very  slight  intumescence  of  the  mercury,  and  hence,  if  phos¬ 
phonium  amalgam  exists,  it  is  very  unstable  even  at  the  freezing 
point  of  mercury.  The  solution  has  a  high  resistance,  and  if  the 
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current  is  too  strong  the  compound  is  decomposed  with  great  rapidity 
in  the  manner  already  described. 

Hydrogen  phosphide  has  no  action  on  nitric  acid  at  —25°. 

C.  H.  B. 

Behaviour  of  Sodium  Thiosulphate  towards  Acids  and 
Metallic  Salts.  By  W.  Vaubel  (Tier.,  22,  2703 — 2704). — A  reply 
to  Vortman  (Abstr.,  1SS9,  1107)  upholding  the  author’s  previous  views 
(ibid.,  p.  94:5). 

Direct  Production  of  Crystalline  Sodium  Carbonate  and 
Chlorine  from  Sodium  Chloride.  By  W.  Hempel  (Tier.,  22, 
2475 — 2478). — In  the  electrolysis  of  metallic  chlorides,  which  give 
readily  soluble  decomposition-products,  the  latter  are  further  decom¬ 
posed  as  soon  as  the  quantity  produced  reaches  a  certain  limit.  When, 
however,  the  compound  produced  is  only  sparingly  soluble,  this 
secondary  decomposition  does  not  take  place,  and  the  whole  strength 
of  the  current  is  utilised.  Potassium  chloride  and  sodinm  chloride, 
for  example,  can  be  converted  into  the  corresponding  chlorate  ;  calcium 
chloride  and  magnesium  chloride  can  be  decomposed  into  chlorine 
and  a  solid  hydroxide,  by  employing  a  diaphragm. 

Marx  (D.  It.-P.,  No.  4G318)  has  shown  that  alkaline  chlorides  can 
be  directly  converted  into  chlorine  and  an  alkaline  hydrogen  car¬ 
bonate,  by  passing  carbonic  anhydride  through  the  solution  during 
electrolysis,  metal  and  liqnid  diaphragms  being  employed. 

The  author,  who  has  been  engaged  independently  in  making  similar 
experiments,  describes,  with  the  aid  of  diagrams,  an  apparatus  in 
which  sodium  chloride  can  be  directly  converted  into  chlorine  and 
crystalline  carbonate.  The  cathode  is  a  perforated  iron  disc,  the 
anode  a  perforated  carbon  disc,  the  perforations  being  about  4  mm.  in 
diameter,  and  bored  in  an  upward  direction  to  allow  the  gas  to  escape 
freely.  A  disc  of  ordinary  asbestos-paper,  placed  immediately  between 
the  carbon  and  iron  discs,  serves  as  a  diaphragm.  The  three  discs 
are  placed  in  the  centre  of  a  vessel  made  of  porcelain  and  glass,  which 
is  thus  divided  into  two  chambers,  each  of  which  is  provided  with  a 
conducting  tube,  in  one  case  for  carbonic  anhydride,  in  the  other  for 
chlorine.  If  sodium  chloride  is  added  from  time  to  time  through  a 
suitable  aperture,  and  the  water  which  is  removed  with  the  crystalline 
carbonate  is  replaced,  the  apparatus  can  be  worked  continuously, 
sodinm  carbonate  and  almost  chemically  pure  chlorine  being  obtained. 

A  tension  of  3'2  volts  is  required  for  decomposing  the  sodium 
chloride,  and  a  tension  of  2‘5  volts  to  overcome  the  polarisation 
current ;  but  the  latter  has  only  a  slight  tension  when  both  electrodes 
are  made  of  carbon.  With  a  current  of  1 ' 73  amperes  0'93  gram  of 
chlorine  per  hour  was  produced,  so  that  if  a  dynamo  were  employed 
it  should  give  64'5  grams  of  chlorine  and  259’S  grams  of  Na2C03  + 
10H2O  per  horse-power-honr.  F.  S.  K. 

Preparation  of  Crystalline  Normal  Lithium  Phosphate  and 
Arsenate.  By  A.  de  Schulten  (Bull.  Soc.  Chim.  [3],  1,  479 — 480). 
— Fnsed  lithium  chloride  dissolves  the  amorphous,  normal  phosphate, 
and  on  cooling  and  washing  the  melt,  rhomboidal,  tabular  crystals  of 
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normal  lithium  phosphate,  which  have  a  sp.  gr.  2*41  at  15°,  and  are 
infusible  at  a  white  heat,  arc  obtained. 

The  normal  arsenate  is  similarly  prepared  ;  it  corresponds  with  the 
phosphate  physically,  and  is  of  sp.  gr.  3'07  at  15°.  T.  G.  N. 

Cadmium  Phosphates  and  Arsenates.  By  A.  db  Schultkx 
(Bull.  Soc.  Chim.  [3],  1,  473 — 479). —  The  normal  orthophosphate, 
Cd3(P04)>,  falls  as  a  voluminous,  amorphous  precipitate  when  normal 
sodium  phosphate  is  added  to  the  solution  of  a  cadmium  salt. 

Hydrogen  disodium  phosphate  throws  down  from  a  hot  solution  of 
cadmium  chloride  or  sulphate  an  amorphous  precipitate  which  quickly 
becomes  crystalline.  After  purification  by  dissolution  in  phosphoric 
acid  and  cautious  reprecipitation  by  alkaline  hydroxides,  it  forms  small, 
prismatic  hexagons  of  sp.  gr.  3'93  at  15°,  having  the  composition 
H2Cd5(P04)4  +  4H.0  ;  these,  when  dissolved  in  cold  phosphoric  acid 
(sp.  gr.  1*1),  are  reprecipitated  unaltered  on  warming  or  on  heating 
in  sealed  tubes  to  250°,  but  rcdissolve  on  cooling;  as  thus  produced, 
their  sp.  gr.  is  4‘12at  15°.  This  phosphate  loses  its  water  at  a  red  heat, 
and  fuses  at  a  white  heat  ;  it  is  probably  the  compound  described  by 
iStromeyer  as  the  normal  phosphate. 

Monocadmium  phosphate,  H4Cd(P04)2  +  2H20,  crystallises  out 
after  slow  evaporation  of  a  saturated  solution  of  the  previous  salt  in 
cold  dilute  phosphoric  acid  at  the  normal  temperature,  it  exists  as 
large  clino-rhombic  prisms  of  sp.  gr.  2‘742  at  15°,  which  lose  their 
water  of  crystallisation  at  100°,  and  are  decomposed  by  water  to 
form  a  flocculent  phosphate,  H2Cd5(P04)4  +  4H20. 

Cadmium  chlorapatite. — Normal  cadmium  orthophosphate  and  the 
second  phosphate  described  above  dissolve  in  fused  cadmium  chloride, 
and  on  slowly  cooling  the  melt,  long,  hexagonal  prisms  of  the  salt, 
3Cd,(P04),,CdCl„  of  sp.  gr.  5-46  at  15°,  separate. 

A  cadmium  bromapatite,  3Cd3(P04)2,CdBr2,  may  be  similarly  pre¬ 
pared,  but  is  always  contaminated  with  cadmium  pyrophosphate,  from 
which  it  may  be  separated  by  cold,  dilute  nitric  acid,  which  dissolves 
only  the  bromapatite  ;  the  cadmium  pyrophosphate,  Cd2P207,  exists  as 
flattened  oblique  lamellae  of  sp,  gr.  4  9(55  at  15°. 

Cadmium  arsenates. — When  the  amorphous  powder,  H2Cd3(As04)4 
+  4H20,  which  is  precipitated  on  the  addition  of  hydrogen  disodium 
arsenate  to  the  solution  of  a  cadmium  salt,  is  dissolved  to  saturation 
in  a  cold  solution  of  arsenic  acid  of  sp.  gr.  P3,  and,  subjected  to 
heat,  crystals  of  the  salt  HCdAs04  -1-  H20,  having  a  sp.  gr.  of  4' Kit 
at  15°  are  deposited. 

Monocadmium  arsenate,  H4Cd(As04)2  4-  2H20,  crystallises  out 
when  a  saturated  solution  of  the  compound  H2Cd5(P04)4  +  4H20,  in 
arsenic  acid  solution  (sp.  gr.  1*3) ,  is  allowed  to  evaporate  at  the 
ordinary  temperature.  It  forms  large,  clino-rhombic  prisms  of  sp.  gr. 
3'241  at  15°,  which  arc  isomorphous  with  those  of  the  corresponding 
phosphate.  At  70 — 80°,  they  lose  their  water  of  hydration,  and  are 
partly  decomposed;  with  excess  of  water,  they  form  a  flocculent 
substance,  H2Cd5(As04)4  +  4H.O. 

Cadmium  chlorarsenioapatite,  3Cd.,(As04)2,CdCh,  is  produced  In¬ 
fusing  either  normal  ammonium  arsenate  or  the  salt  H4Cd4(AsOi)i  + 
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4H20,  with  excess  of  cadmium  chloride.  Its  sp.  gr.  is  5‘86o  at  15°, 
and  its  physical  properties  correspond  with  those  of  the  chlor- 
apatite. 

Cadmium  bromarsenioapatite,  3Cd3(As04)2,CdBr2.  is  similarly  pre¬ 
pared,  and  exists  as  long  yellow  prisms  of  sp.  gr.  0'017. 

Cadmium  pyroarsenate,  Cd2As207,  is  prepared  by  fusing  a  mixture 
of  cadmium  bromide  (22  parts)  with  potassium  bromide  (5  parts), 
and  adding  to  the  fused  mass  normal  ammonium  arsenate  (9  parts)  ; 
after  washing  the  melt,  the  colourless  crystals  of  the  pyroarsenate 
are  separated  from  the  yellow  bromarsenioapatite  by  treatment  with 
dilute  nitric  acid,  which  dissolves  the  latter  compound  only.  This 
pyroarsenate  forms  crystals  of  sp.  gr.  5‘474  at  15°,  corresponding  in 
physical  properties  with  the  pyrophosphate.  T.  G.  X. 

Action  of  Sodium  Thiosulphate  on  Metallic  Salts.  By  G. 

V ortmann  and  C.  Padberg  (_7>V?\,  22,  2G37 — 2G41). — The  authors 
have  extended  Vortmann’s  work  on  copper  salts  (Abstr.,  1888,  787) 
to  other  metallic  salts. 

Wh  en  a  concentrated  solution  of  sodium  thiosulphate  is  added  to  a 
strong  solution  of  lead  acetate  until  the  lead  thiosulphate  first  precipi¬ 
tated  has  been  just  redissolved,  and  alcohol  is  then  added,  an  oily 
liquid  separates,  which  when  rubbed  with  absolute  alcohol  solidifies 
to  a  crystalline  mass  of  the  formula  PbS20a,3Na2S203  +  12H20. 

Thallions  sulphate  under  similar  treatment  yields  small  needles  of 
the  formula  Tl2S203,2Na2S203  +  SII20. 

When  molecular  proportions  of  cadmium  sulphate  and  barium 
thiosulphate  are  rubbed  together  with  a  little  water,  the  insoluble 
barium  sulphate  formed  filtered  off,  and  alcohol  added  to  the  filtrate, 
cadmium  thiosulphate,  CdS203  +  2H20,  separates  as  an  oil,  which 
gradually  solidifies  to  a  yellowish-white,  crystalline  mass.  When 
equal  molecular  proportions  of  sodium  thiosulphate  and  cadmium 
nitrate  in  aqueous  solution  are  mixed  together  and  alcohol  added, 
yellowish-white  needles  of  the  formula  2CdS203,Na2S203  +  7H20  are 
formed.  If  a  large  excess  of  the  thiosulphate  is  used,  the  compound 
0dS203,3Xa2S203  +  9H20  separates  as  an  oil.  This  gradually 
solidifies  to  small,  yellow  scales,  which  lose  4  mols.  H20  over  sul¬ 
phuric  acid. 

On  mixing  strong  solutions  of  zinc  iodide  and  sodium  thiosulphate 
and  adding  alcohol,  an  oil  separates,  which  after  long  exposure  over 
sulphuric  acid  solidities  to  a  gum-like  mass  of  the  formula 
2ZnS203,3Xa2S203  -1-  10H2O.  It  is  deliquescent,  and  decomposes 
gradually  with  formation  of  zinc  sulphide. 

Ferrous  thiosulphate,  FeS203  +  5H20,  forms  green  crystals  easily 
soluble  in  water.  A  double  salt,  FeS203.oXa2S203  +  8I120,  was  ob¬ 
tained  by  precipitating  a  mixed  solution  of  ferrous  iodide  and  sodium 
thiosulphate  with  alcohol.  It  forms  bright-green  crystals,  soluble  in 
water. 

Manganese  thiosulphate,  MnS203  +  5H20,  is  crystalline  but  un¬ 
stable.  A  pale,  rose-coloured  double  salt,  MnS203,2Xa2S203  +  16H20, 
was  obtained. 

The  cobalt  double  salt,  CoS203,3Xa2S203  +  loH.O,  forms  a  blue, 
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gum-like  mass,  soluble  in  water.  No  corresponding  nickel  salt  could 
be  prepared,  though  a  crystalline  salt,  NiS203,6NH3,3H20,  was 
obtained.  L.  T.  T. 

New  Method  of  Preparing  Anhydrous  Aluminium  Chloride. 
By  C.  E.  iliBERV  (Her.,  22.  2G58). — The  author  finds  that  dry 
hydrogen  chloride  extracts  the  whole  of  the  aluminium  from 
an  alloy  of  copper  and  aluminium  without  attacking  the  copper. 
The  reaction  is  most  energetic  a  little  below  a  red  heat.  The  alloys 
containing  15  to  40  per  cent,  of  aluminium  are  best  powdered,  mixed 
with  powdered  charcoal  (to  prevent  the  fusion  of  the  remaining 
copper),  put  into  a  graphite  retort,  and  when  heated  just  below  a 
red  beat  a  current  of  hydrogen  chloride  is  passed  through.  The 
aluminium  chloride  distils  over,  and  may  be  condensed  in  suitable 
vessels,  the  liberated  hydrogen  passing  on.  L.  T.  T. 

Alkali  Aluminium  Silicates.  By  A.  Gorgeu  Zeit.  Knjst.  Min., 
15,  64G,  from  Bull.  sue.  fran.  nan.,  10,  278). — On  melting  kaolin  with 
alkali  haloid  salts  in  the  presence  of  moist  air,  silicates  are  formed, 
having  the  composition  AlR'SiOj.  By  melting  kaolin  with  potassium 
carbonate  or  caustic  potash  at  a  dull-red  heat,  an  amorphous  salt, 
AlKSi04,  is  obtained,  whilst  at  a  more  intense  heat  octahedra  are 
obtained,  having  the  composition  Al2K2Si06,  or  else  a  more  basic 
silicate  also  crystallising  in  the  regular  system.  The  sodium-com¬ 
pounds  prepared  in  a  similar  way  are  always  basic,  and  form  doubly 
refracting  crystals.  B.  H.  B. 

Mercuricobaltammonium  Salts.  By  G.  Yoktmann  and  E. 
MorGOLIS  ( Ber .,  22,  2G44 — 2G48). —  \\  lien  solutions  of  the  mercuric 
double  salts  of  eobaltammonium  chlorides  are  treated  with  potash 
or  soda,  red  precipitates  are  formed,  which  appear  to  be  cobalt-ammo¬ 
nium  chlorides,  in  which  part  of  the  hydrogen  is  replaced  by  varying 
proportions  of  the  univalent  radicles  (HgCl)  or  (HgOH). 

Luteocobalt  salts.  A  solution  of  the  salt  Co2(XH3)]2Cl6,6HgCl2,  or 
a  mixture  of  one  part  by  weight  of  luteocobalt  chloride  and  three 
parts  of  mercuric  chloride,  when  treated  with  G  mols.  of  soda  yields 
the  salt  Co>N,2H2B(HgCl)6(HgOII  )2CI6;  or  with  excess  of  soda,  the 
salt  Co2Xi2H2B(ligOH)8Cl6.  Both  compounds  are  bright-red,  and 
decompose  quickly  when  moist,  slowly  when  dry.  Equal  weights  of 
luteocobalt  chloride  and  mercuric  chloride  with  excess  of  soda  yield 
a  slightly  more  stable,  red  salt,  Co2N|2H3>(HgOH)4Cl6. 

Furpureocohaltilecamine  suits. — 1  mol.  of  purpnreocobalt  chloride, 
G  mols.  of  mercuric  chloride,  and  6  mols.  of  soda  yield  a  dark-red, 
fiocculent  salt,  Co>N,0H;;2(HgCl)t;(HgOH)2Cl6 ;  with  excess  of  soda, 
the  salt  CojN 1 0H 22 ( Hg 0 H ) hC  1 6  is  formed. 

It  oseucoba.lt  decarnine  salts. — 1  mol.  of  roseocobalt  chloride,  G  mols. 
of  mercuric  chloride,  and  G  mols.  of  soda  yield  a  violet-red  precipitate, 
CooNioHnitHgOtOaCh ;  with  excess  of  soda,  a  salt, 

Co2N10HM(HgOHXCl4(OH)2, 
is  formed.  Both  salts  are  very  unstable. 


14 


ABSTRACTS  OF  CHEMICAL  PAPERS. 


Furpureocohaltoctamine  salts. —  1  mol.  of  purpureocobaltoctamine 
chloride,  (>  mols.  of  mercuric  chloride,  and  6  mols.  of  soda  yield  the 
salt,  Co2N8H]6(HgCl)4(HgOH)4Clfi ;  with  excess  of  soda,  the  salt 
Co2N8H|6(HgOH)6CIfi  is  formed. 

Equal  weights  of  the  cobalt  and  mercuric  salts  with  excess  of  soda 
yield  the  salt  Co2NaH16(HgOH)8Cl4(0  II)2. 

Roseocobaltoctamine  salts. —  Under  like  conditions  as  with  the  pur- 
pureo-salts,  the  three  salts,  Co2A%H16(HgCl)«(HgOH)2Cl6, 

Co2N8Hlc(HgOH)8Cl6, 

and  Oo2NBHlfi(HgOH)8Cl4(OH)2,  are  formed.  All  three  are  violet-red, 
and  decompose  at  ordinary  atmospheric  temperature,  as  do  also  the 
corresponding  purpurco-compounds.  L.  T.  T. 

Cobaltoctamine  Salts.  By  G.  Vortmann  and  0.  Blasberg  (Ber., 
22,  2648 — 2655). — When  cobalt  nitrate,  sulphate,  or  chloride  is  dis¬ 
solved  in  a  small  quantity  of  water  and  added  to  a  mixture  of  ammonia 
and  ammonium  carbonate,  violet-red  solutions  are  formed.  If  these 
are  oxidised  by  a  current  of  air,  decam ine  salts  are  formed,  but  on 
evaporation  these  are  decomposed,  octamine  salts  crystallising  out. 
The  following  salts  arc  described  : — 

Co3(NH,)10(NO,)s(CO3)a,2HsO  . 

Go2(NH3)10(SO4)2CO3,4H2O  .... 

Co2(NH3)s(N03)2(C03)2,H20... 

Co2(NH3)8(S04)5C03,4H20 . 

Co2(NH3)8S04(C03)2,3H,0 . 

Co,(XH3)8Cl4003, 211,0 . 

(W(NHa)sCb(C03)2,H20 . 

Co2(NH3)8(N03)3(S04);,2H20  .  . 

Oo>(NH3)H(N03)fi,2H20 . 

Co2(NH3)8(N03)2CU,4H,.0 . 

Co2(NH3)8(N03)J4,2H20 . 

Co,(NH3)8Br2(  S04)5 . 

Co*(NH,)J*CS04)2 . . 

Co2(NH3)J2Cl4,2H20  . . 

Co,(NH3)8(OH)2Cl4,2H,0  .... 

Co,(NH3)s(OH),Cl4.2Hg01,.  . .  . 

Co,(X  H3)s(OH),Cl4,PtCl4, 11.0 

L.  T.  T. 


Crystalline. 

Crystalline. 

Cherry  red  crystals. 
Long,  thin  needles. 
Dark  red,  prismatic 
crystals. 
Crystalline. 


Brown  scales. 

Dark  green  powder. 


Action  of  Sulphurous  Acid  on  Cobaltammonium  Salts.  By 

G.  Vo rt mann  and  G.  Magdeburg  {Be?.,  22,  2630 — 2637). — The 
authors  have  obtained  the  following  compounds : — 


Co,(NH3)8(S03Am)6,10H20  . 
Co2(NU3)s(S03)6Ba3,7H20.  ... 
Co,(NH3)8(S03)6Ba,  Ana, ,711,0 
Co,(  X H3)8(S 03)fiCo2vi. 36  H,0  . 
Co2(NH3)8(SO3)0Co,vi,24H,O  . 


Yellowish-brown  needles. 
Golden-yellow  scales. 
Golden-yellow  scales. 
Orange  crystals. 

Orange  crystals. 
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!  Co.,(NH3)b(S03)B(NH3)12Co-.Y8H,0  ..  Orange  powder, 

j  Co2(NH3)t>(S03),(.S03Ani)s,4H...0 .  Yellowish-brown  needles. 

Coa(N H3) 8SOj(S Oa)4 Co3v| fidlOO .  Yellow  crystalline  powder. 

Co2(NH3)(NH3)«(S03)2Cl2,4H.O .  Dark  brown  crystals. 

I  Co2(NH3)10(S03Na)6,2H20 .  Light  brown  crystals. 

j  *Co2(NH3)i0(S03)6Co2vi,8H20 .  Brownish-yellow  powder. 

j  Co2(NH3)10(S03)?,3HoO . 

!  Co2(NH3)io(S03)2C12 .  Brown  crystalline  powder. 

|  Co2(KH3)i2(S03)2CI2,6H20 .  Yellow  needles. 

The  authors  consider  that  these  salts  show  the  existence  of  four 
series  of  salts. 

1.  Co,(NH3)s_I2(S03)3.  2.  C'o2fXH,)6_12(S0?k2(S02R)2. 

3.  Co,(NH3)^I2(S03)(S03R)4.  4.  Co2(XH3)6_12(S03R)«. 

L.  T.  T. 

New  case  of  Isomorphism  of  Uranium  and  Thorium.  By 

0.  Rammelsberg  ( Zeit .  Kryst.  ilf in.,  15,  640 — 641  ;  from  Sibber, 
preuss.  Akad.  TIYfs.s. ,  1886,  603). — The  author  shows  that  the  thorium 
sulphate  described  by  Nordenskiold  and  others,  and  the  uranium  sul¬ 
phate  hitherto  regarded  as  rhombic,  have  a  similar  composition, 
namely  : — 

(SOO-Th  +  9H..O, 

(S04)*Cr  +  9H20. 

The  crystals  of  the  latter  arc  onl}'  seemingly  rhombic  in  conse¬ 
quence  of  twin-formation  ;  in  reality  they  are  monosymmetric,  like 
j  the  thorium  sulphate.  The  axial  ratios  of  the  two  minerals  are: 

uranium  sulphate,  a  :  b  :  c  —  0'597  :  1  :  0’6555,  ft  —  82°  11' ;  thorium 
j  sulphate,  a  :  b  :  c  =  0'598  :  1  :  0*658,  ft  -  81°  50'.  B.  H.  B. 

!  Fluorine-compounds  of  Vanadium  and  its  Analogues.  By 

16 .  Petersen  (J.  j>r.  Chem.  [2],  40,  271 — 296;  compare  Abstr.,  1889, 
107). — The  following  double  salts  of  vanadium  oxyfluorides  and 
potassium  fluoride  have  been  obtained: — 

2IvF,VOF3,  a  white,  crystalline  precipitate,  is  obtained  by  adding  it 
solution  of  potassium  fluoride  to  one  of  vanadie  acid  in  hydrofluoric 
j  acid;  when  dried  over  sulphuric  acid,  it  becomes  reddish-brown,  and 
1  has  the  above  formula. 

!  41vF.VF5,VOF3  separates  as  a  white  precipitate  from  the  mother- 
|  liquor  of  the  above  salt. 

.  HF,3KF,2VOF3  crystallises  from  a  hot  solution  of  either  of  the 
preceding  salts  in  hydrofluoric  acid  in  beautiful,  colourless  prisms, 
which  lose  very  little  "weight  at  100°. 

3KF,V0F3,Y02F  is  the  "white,  crystalline  residue  left  when  the 
precipitate  obtained  by  adding  a  solution  of  vanadium  pentoxide  in 
hydrofluoric  acid  to  a  solution  of  potassium  fluoride  is  treated  with 
water  at  the  ordinary  temperature;  if  hot  water  is  used  and  the 
solution  is  poured  into  a  hot  solution  of  potassium  fluoride,  a  crystal¬ 
line  precipitate  is  obtained,  cf  uncertain  composition, but  approaching 

*  Probably  Kihizcl’s  pcntiiiuiuedicobaltu:  sulphite. 
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the  formula  4KF,YOF3,VOjF  ;  or  if  the  first-mentioned  precipitate  is 
heated  with  water  for  some  minutes,  a  salt  having  nearly  the  com¬ 
position  VOF3,VO»F  is  obtained. 

2KF,VO>F  separates  from  a  warm  solution  of  vanadium  pentoxide 
in  hydrofluoric  acid  when  it  is  nearly  neutralised  with  potassium 
hydroxide.  It  crystallises  in  yellow,  six-sided,  truncated  prisms. 
When  recrystallised  from  water,  it  yields  the  salt  3i\F,2VO-,F. 

3HF,9NM4F,oVOF3,  obtained  by  adding  ammonium  fluoride  in 
slight  excess  to  the  solution  of  vanadium  pentoxide  in  hydrofluoric 
acid,  crystallises  in  large,  colourless,  four-sided  prisms. 

3XH4F,Y02F  crystallises  from  a  solntion  of  vanadium  pentoxide  in 
hydrofluoric  acid  when  it  is  nearly  neutralised  with  ammonia.  The 
crystallography  of  the  salt  is  given. 

HF,72nH4F,4VO»F  separates  in  white  crystals  from  the  solntion 
of  the  last-named  salt  in  warm  water. 

2Nb206,3KF,5H..O  is  obtained  by  melting  niobium  pentoxide  (1  part) 
with  potassium  fluoride  (3  25  parts)  and  treating  the  melt  with  water, 
when  the  salt  remains  undissolved  as  a  crystalline  powder. 

Rb205,IxF,3H20  is  a  prismatic,  crystalline  powder,  obtained  by 
fusing  niobium  pentoxide  (1  part)  with  potassium  fluoride  (1’3 — T5 
parts). 

The  author  reviews  the  work  already  done  on  the  vanadium  double 
fluorides,  and  concludes  his  paper  with  the  following  directions 
for  extracting  vanadie  acid  from  the  finery  slag  of  Taberg: — 300 
grams  of  the  finely-powdered  slag  is  mixed  with  400  e.e.  of  hydro¬ 
chloric  acid  (sp.  gr.  ITS)  and  shaken.  After  24  hours,  water  is  added 
to  make  the  bulk  up  to  1^  litres,  and  the  whole  filtered  through  linen. 
Iron  is  then  added,  and,  after  the  evolution  of  hydrogen  has  ceased, 
sodium  acetate  until  the  liquid  is  reddish-brown  ;  finally,  acetic  aeid  and 
sodium  phosphate  are  added  until  all  iron,  chromium,  aluminium,  and 
vanadium  are  precipitated  as  phosphates.  The  precipitate  is  mixed 
with  sodium  carbonate  (0‘5  part)  and  heated  on  an  iron  plate  for 
i |  hour;  the  mass  is  treated  with  water,  hydrochloric  acid  added 
to  nearly  neutralise  the  solution,  which  is  then  heated,  filtered,  and 
made  acid  with  acetic  acid;  solid  ammonium  chloride  is  now  added, 
when  a  red,  crystalline  ammonium  vanadate,  (NH4)20.2V205,4H20, 
separates  ;  this  is  heated  and  the  residual  vanadium  oxide  treated  with 
hot  nitric  acid  at  110 — 120°,  and  converted  into  ammonium  meta¬ 
vanadate  by  evaporating  off  the  nitric  acid,  dissolving  in  ammonia,  and 
crystallising;  pure  vanadie  acid  is  obtained  from  this  salt  by  igniting 
and  repeating  the  nitric  acid  treatment.  A.  Gr.  B. 

Vapour-density  of  Antimony  Pentachloride.  By  R.  Axsciiurz 
and  IN’.  P.  Eyax’S  (Annalen,  253,  05 — 105). — By  means  of  a  modification 
of  La  Coste’s  apparatus,  the  authors  have  attempted  to  determine  the 
density  of  the  vapour  of  antimony  pentachloride  under  reduced 
pressure.  As  antimony  trichloride  boils  at  143 — 144°  under  70  mm. 
pressure  and  antimony  pentachloride  boils  at  102 — 103°  under  GS  mm. 
pressure,  the  determinations  were  made  under  58  mm.  pressure  at  a 
temperature  of  21S°.  The  mean  of  four  determinations  gave  the 
value  10,  the  theoretical  density  being  10'o3.  It  was  impossible  to 
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exclude  all  traces  of  moisture  from  the  apparatus  and  avoid  the 
formation  of  minute  quantities  of  the  monohydrate  of  antimony  penta- 
chloride.  W.  C.  \Vr. 

Atomic  Weight  of  Palladium.  By  E.  H.  Keiser  (Amer.  Ghcm. 
J.,  11,  398 — 403). — Attempts  Avere  at  first  made  to  use  the  double 
chlorides  of  palladium  Avith  ammonium  and  Avith  sodium,  but  they 
had  to  be  abandoned,  as  these  compounds  contain  AA^ater,  from  which 
it  is  almost  impossible  to  completely  free  them  ;  moreover,  the 
dried  salts  are  very  hygroscopic,  and  absorb  Avater  rapidly  Avliile 
being  weighed. 

Finally,  the  yelloAV,  crystalline  palladiodiammonium  chloride, 
PdN-2H6Cl2,  Avas  used  ;  this  is  formed  Avhenever  hydrochloric  acid  is 
added  to  a  solution  of  palladium  chloride  in  excess  of  ammonia;  it  is 
a  stable  compound,  and  can  be  obtained  very  pure.  It  contains  no 
Avater  of  crystallisation,  can  be  dried  completely,  and  is  not  hygro¬ 
scopic.  When  heated  in  a  current  of  pure  hydrogen,  the  colour 
changes  from  yellow  to  black,  hydrogen  being  absorbed,  and  metallic 
palladium  and  ammonium  chloride  formed.  On  raising  the  tempera¬ 
ture,  the  ammonium  chloride  volatilises,  and  spongy  palladium  is  loft 
behind  ;  this  is  cooled  beloAv  a  red  heat  in  a  current  of  hydrogen,  and 
then  the  hydrogen  is  displaced  by  air;  in  this  Avay  the  occlusion  of 
hydrogen  is  prevented.  The  Aveight  of  palladium  obtained  from  a 
knoA\n  Aveight  of  the  chloride  is  thus  ascertained,  and  from  this  the 
atomic  Aveight  of  palladium  is  calculated,  assuming  N  —  14'01, 
H  =  1,  Cl  —  35  .37.  Two  series  of  experiments  were  made;  the 
palladammonium  chloride  used  in  the  second  scries  Avas  prepared 
from  the  metallic  palladium  obtained  in  the  first.  The  results  give 
as  mean  value  Pd  =  100  35 : — 

Atomic  weight. 

Mean.  Maximum.  Minimum. 

106-352  106-459  106-292 

106-350  106-455  106-286 

C.  F.  B. 

Ruthenium  Potassium  Nitrites.  By  A.  Jolt  and  M.  Vezes 
( Gompt .  rend 109,  667 — 670;  compare  Abstr.,  1889,  p.  352). — If 
ruthenium  chloride  is  added  to  a  boiling  solution  of  potassium 
nitrite  until  the  precipitate  Avliich  forms  at  first  is  redissolved,  and 
the  liquid  is  concentrated  and  alloAved  to  cool,  it  deposits  dichroie, 
orange-red,  monoclime  prisms  of  90°  10'.  They  are  very  soluble  in 
Avater,  can  be  purified  by  repealed  recrystallisation  Avithout  under¬ 
going  alteration,  and  have  the  composition  llu20.(N^03)4,4KN0>  or 

Ru203(N0)2,(N203)2,4KN02. 

When  the  potassium  nitrite  is  in  excess,  and  prolonged  ebullition  is 
avoided,  a  pale-yelloAv,  crystalline  precipitate  is  obtained  of  the 
composition  Ru202,(N203)2,8KN02  or  Ru203(N0)_.,N203,SKN02.  Sepa¬ 
ration  of  the  ruthenium  is  never  complete,  and  the  mother-liquor,  on 
concentration,  yields  crystals  of  the  first  compound.  The  second  salt 
is  converted  into  the  first  by  prolonged  ebullition  Avith  Avater,  and  the 
reverse  change  is  effected  by  the  addition  of  potassium  nitrite.  At  a 

TOL.  LVI1I.  c 


Scries.  Experiments. 
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II.  8 
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low  temperature,  the  second,  salt  crystallises  with  2  mols.  H20.  Other 
double  nitrites  seem  to  be  formed,  but  are  relatively  very  unstable. 

If  the  double  nitrites  are  heated  with  ammonium  chloride  and 
hydrochloric  acid,  only  part  of  the  nitrogen  is  evolved  and  one  atom 
of  the  nitrogen  remains  in  combination  with  each  atom  of  ruthenium. 
The  solution  wlmn  concentrated  yields  the  potassium  ruthenium 
nitrosochloride  previously  described  (loc.  cit.). 

No  compound  was  obtained  corresponding  with  that  to  which 
Claus  attributes  the  formula  Ru(N02)3,3KN02.  C.  H.  B. 


Min eralogical  Chemistry. 


Glaserite  from  Douglashall.  By  H.  Bucking  (Zeii.  Knjst.  Min., 
15,  5G1 — 575). — In  the  astrakanite  (bloedite)  of  Douglashall,  crystals 
of  potassium  sodium  sulphate  have  recently  been  found.  The 
crystals  vary  from  5  to  20  mm.  in  length.  They  have  a  hardness  of 
2^  to  3,  and  a  sp.  gr.  of  2'GoO  to  2'65G,  the  differences  being  due  to 
small  inclusions  of  rock-salt.  The  crystals  belong  to  the  hexagonal 
system,  the  axial  ratio  being  a  :  c  —  1  :  T2879.  These  samples  of 
crystals,  easily  soluble  in  water,  gave  on  analysis  the  following 
results  : — 


KjSOj. 

Na2S04. 

MgSO.,. 

Nad. 

Insol. 

1I20  and  loss.  Total. 

I.  66‘5 

22-0 

— 

10-1 

0-4 

1-0 

1000 

II.  G7-3 

18-2 

— 

1L-6 

— 

2-9 

100-0 

III.  58-7 

19-5 

3-4 

14-4 

o-i 

3-9 

100-0 

The  author  also  gives  crystallograpliical  descriptions  of  bloedite, 
kainite,  and  boracite  from  the  same  locality.  B.  H.  B. 

Atelestite  from  Schneeberg,  in  Saxony.  By  K.  Busz  (Zeit. 
Knjst. Min.,  15,  625 — 627). — A  specimen  of  this  rare  mineral  from 
the  Neuhilfe  mine,  at  Schneeberg,  gave  on  analysis  results  corre¬ 
sponding  with  the  formula  As205,3Bi203,2H20.  The  axial  ratio  was 
calculated  by  Gr.  v.  Rath  to  be  a  :  b  :  c  —  0'869  :  1  :  1’822,  (1  = 
110°  30' ;  whilst  the  author  finds  that  it  is 

a-.b-.c  =  0-92974  :  1  :  1  51227.  (i  ~  110°  25'. 

The  hardness  is  3|,  and  the  sp.  gr.  6‘4.  B.  H.  B. 

Artificial  Preparation  of  Wollastonite.  By  A.  Gorget;  {Zeit. 
Knjst.  Min.,  15,  646;  from  Bull.  Soc.  fran.  min.,  10,  271). — One 
equivalent  of  CaCl2  melted  with  one  equivalent  of  precipitated 
silica,  in  the  presence  of  steam,  gives  CaSi03,  whilst  two  equivalents 
of  the  former  give  Ca2Si04,  which,  however,  cannot  be  isolated  in 
distinct  crystals.  With  a  larger  excess  of  calcium  chloride,  the 
compound  Ca2Ci2Si03  is  obtained  in  rhombic  crystals  and  pseudo- 
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hexagonal  tablets,  whose  composition  is  probably  Ca2Cl2SiOj.  If 
1  gram  of  Si02,  15  grams  of  CaCl2,  and  3  grains  of  NaCl  are  melted 
for  half  an  hour  in  a  current  of  moist  air  there  is  obtained,  besides 
small  quantities  of  the  chlorides  mentioned  above  and  of  tridymite, 
long  prisms  of  wollastonite  exhibiting  the  optical  properties  of  the 
natural  mineral.  B.  H.  B. 

Anorthite  and  Enstatite.  By  K.  v.  Chroustschoff  ( Zeit .  Kryst. 
Min.,  15,  649;  from  Bail.  Soc.  /ran.  min.,  10,  .429). — The  olivine 
inclusions  in  the  basalt  of  Wingendoi-f,  in  Silesia,  contain  anorthite 
(1)  and  almost  colourless  enstatite  (II).  Both  minerals  were  isolated 
and  analysed  with  the  following  results  : — 

SiO,.  Al..03.  Fe,03.  FeO.  MgO.  CaO.  JTa20.  K,0.  Ignition.  Total. 

1.  44-6S  35-32  0:41  —  M3  17-45  133  0  45  0  33  10M0 

v _ v _ > 

II.  56-96  0-79  —  3-11  33-65  4-32  traces  0'26  99’09 

B.  H.  B. 

Minerals  from.  Fiskernas,  in  Greenland.  By  N.  V.  Ussixo 
{Zeit.  Kryst.  Min.,  15,  596 — 615). — 1.  Sapphirine. — The  sapphmnc- 
bearing  rock  belongs  to  the  crystalline  schist  series.  The  sapphirine 
occurs  in  blue,  tabular  crystals,  with  distinct  pleochi-oism.  The  axial 
ratio  is  calculated  to  be  a  :  b  :  c  =  0’65  :  1  :  0'93  .  (3  =  79°  30'.  The 
hardness  of  sapphirine  is  7J,  and  its  sp.  gr.  is  3’486.  Analysis  gave 
the  following  results: — 

SiO,.  Ab03.  Fe,03.  FeO.  MgO.  Ignition.  Total. 

12-83  65-29  0*93  0‘65  1978  0-31  99’79 

Formula :  Mg5Ali2Si2027. 

2.  Kornerupine. — This  was  described  as  a  new  mineral  by  Lorenzen. 
No  crystallographical  and  optical  examination  has  hitherto  been 
made.  The  mineral  belongs  to  the  rhombic  system,  the  axial  i-atio 
being  a  :  b  =  0"854  :  1.  Its  foimiula  is  MgAhSiOs-  It  is  perhaps 
identical  with  the  prismatine  of  Sauer. 

3.  tredr^e.—This  minei’al  is  found  at  Fiskernas  in  coloui-less 
grains  or  short  prisms,  having  a  hardness  of  5‘5  and  a  sp.  gr.  of  3"  100. 
Aualysis  gave  the  following  results  : — 

Si0.2.  A1203.  Fe,03-  FeO.  MgO.  jSTa,0.  11,0.  Total. 

46i8  21-78  0-44  2-77  25-05  2*30  1  37  99  89 

Formula :  (NaH)2Si03,6MgSi03,2Ah03.  This  variety  of  gedrite 

differs  from  all  other  idiombic  amphiboles  by  it?  high  pei’centagc  of 
alumina. 

4.  Pargasite. — This  monosymmetric  hornblende  occnrs  in  small, 

transparent  grains,  having  a  sp.  gr.  of  3064,  and  giving  on 

analysis — 

FeO.  CaO.  MgO.  Ignition.  Total. 

2-38  13-11  20-17  2-13  100-63 

B.  H.  B. 

c  2 


SiO,.  A1,03.  Cr,03. 

46-79  15-36  0-69 


20 


ABSTRACTS  OF  CHEMICAL  PAPERS. 


Artificial  Fayalite.  By  A.  Firkkt  ( Zeit .  Knjst.  Min.,  15, 
652 — 653;  from  Ann.  Soc.  geol.  Belg.,  14,  196). — A  slag  from  the 
Ongree  ironworks  analysed  by  the  author  gave  the  following 
results  : — 

Si02.  FeO.  Fe203.  MnO.  S.  P.  Total. 

28-00  62  00  9-30  0-97  0‘14  0‘50  100-91 

The  hardness  is  6,  and  the  sp.  gr.  4’212.  B.  H.  B. 


Organic  Chemistry. 


Tetrabromides  of  Diallyl.  By  G-.  Ciamiciax  and  F.  Anderlini 
( Ber .,  22,  2497 — 2500). — A  small  quantity  of  an  oily  bromide, 
C€H10Br4,  is  formed  in  preparing  diallyl  tetrabromide  (m.  p.  63d)  by 
treating  the  hydrocarbon  with  bromine ;  when  the  crude  product  is 
crystallised  from  alcohol,  the  liquid  bromide  remains  in  solution.  It 
boils  at  135  — 140°  (about  8  mm.)  with  slight  decomposition,  and  its 
molecular  weight,  determined  by  Raoult’s  method  in  benzene  solu¬ 
tion,  was  found  to  be  325  as  the  average  of  two  experiments. 

F.  S.  K. 

7-Pentyleneglycol  and  its  Anhydride  (Tetrahydromethyl- 
furfuran).  By  A.  Lipp  (Ber.,  22,  2567 — 2573). — 7-Pentyleneglyool 
(Freer  and  Perkin,  Trans.,  1887,  836)  mixes  in  all  proportions  with 
water,  alcohol,  and  chloroform,  is  rather  sparingly  soluble  in  ether  in 
presence  of  moisture,  and  is  insoluble  in  light  petroleum.  At  —18°,  it 
is  quite  viscid.  It  boils  at219 — 220°  (under  713mm.  pressure),  and 
does  not  decompose  at  236°.  Sp.  gr.  =  1*0003  at0°  (water  at  0°  =  1). 
When  heated  with  35 — 40  per  oent.  hydrobromic  acid  for  one  hour  at 
100°,  the  anhydride  is  formed  ;  this  boils  at  77 — 79°  ;  sp.  gr.  =  0'8748 
at  0°  (water  at  0°  =  1).  It  is  not  changed  when  heated  with  water 
at  200 — 210°.  Ammonia  is  also  without  action  on  it  at  200°. 

y-Pentylene  dibromide ,  CHBrMe,CH2*CH2,CH2Br,  is  obtained  by 
heating  the  glycol  or  the  anhydride  with  3  to  4  parts  of  fuming  hydro¬ 
bromic  acid  for  three  hours  at  100°.  It  boils  at  200 — 202°  with  partial 
decomposition,  is  insoluble  in  water,  readily  soluble  in  alcohol,  ether, 
chloroform,  and  carbon  bisulphide.  N.  H.  M. 

Action  of  Lead  Peroxide  on  Organic  Substances  in  Alkaline 
Solution.  By  M.  Glaser  and  T.  Morawsri  (Monatsh.,  10,  57S — 
584). — When  a  mixture  of  glycerol  (2  grams),  sodium  or  potassium 
hydroxide  (5 — 10  grams),  and  lead  peroxide  (25  grams)  contained  in 
water  (100  e.e.)  is  gently  heated,  a  vigorous  evolution  of  hydrogen 
occurs,  sodium  or  potassium  formate  being  simultaneously  formed, 
according  to  the  equation  C3H4O3  +  30  =  H2  +  3H-COOH. 
About  97  per  cent,  of  the  theoret  cal  quantity  of  formic  acid  is 
produced. 

Under  somewhat  similar  circumstances  ethylene  glycol  also  yields 
hydrogen  and  formic  acid  (yield  about  60  per  cent.),  C2HcOj  +  20  =  I 
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;  ]T,  +  2CHo02.  Tlie  authors  intend  to  study  the  behaviour  of  lead 

!  peroxide  with  polyhydric  alcohols  in  alkaline  solution. 

G.  T.  M. 

Action  of  Ammo niacal  Cupric  Oxide  on  Carbon  Compounds. 

:  By  C.  Vincent  and  Delachanaa  ( Compt .  rend.,  109,  615—610). — 

I  Pure  sorbite  is  completely  precipitated  by  armnoniacal  cupric  oxide, 
i  and  hence  cannot  be  separated  from  mannitol  by  means  of  this  reagent 
(compare  Gnignet,  Abstr.,  1889,  1136).  C.  H.  B. 

Action  of  Cuprammonium  Sulphate  on  Sorbite.  By 

C.  E.  GuiGnkt  {Compt.  rend.,  109,  645). — Cuprammonium  sulphate  nn- 
I  doubtedly  precipitates  sorbite  (preceding  abstract),  but  it  precipi¬ 
tates  mannitol  more  rapidly,  and  by  fractional  precipitation  the  author 
has  been  able  repeatedly  to  separate  pure  mannitol  from  liquids  which 
j  also  contained  sorbite.  C.  H.  15. 

Sorbite.  By  C.  Vincent  and  Delachanal  {Compt.  rend.,  109, 
i  676 — 679). — Sorbite  exists  in  the  fruit  of  all  the  rosacea),  and  espe- 
!  cially  in  pears,  cherries,  and  plums,  which  contain  0‘7  to  0  S  per  cent. 

When  heated  with  concentrated  hydriodic  acid,  it  yields  /3-hexyl 
;  iodide,  which  boils  at  167°  under  a  pressure  of  753  mm.  ;  when  heated 
|  with  alcoholic  potash,  it  yields  /3-hexylene,  boiling  at  68'5  under  a 
;  pressure  of  735  mm.,  and  acetic  and  butyric  acids  when  oxidised. 

90  c.c.  of  water  and  35  grams  of  red  phosphorus  were  gradually 
\  mixed  with  150  grams  of  iodine  in  a  capacious  retort,  60  grams  of 
j  crystallised  sorbite  was  added,  and  the  mixture  gently  heated.  An 
l  energetic  reaction  took  place,  and  /3-liexyl  iodide  was  obtained  in 
!.  almost  theoretical  quantity,  no  resinous  products  being  formed. 

1  Mannitol  yields  the  same  /J-hexyl  iodide  when  treated  with  hydriodic 
j  acid. 

When  heated  with  acetic  anhydride  and  a  small  quantity  of  zinc 
j  chloride,  sorbite  yields  a  liexacetate,  C6Hs(OAc)6,  which  is  obtained 
as  a  very  thick,  colourless  syrup,  on  washing  the  crude  product  with 
.  water,  dissolving  in  ether,  and  evaporating  the  filtered  ethereal  solu- 
i  tions. 

It  follows  from  these  results  that  the  constitution  of  anhydrous 
j  sorbite  is  C6Hb(OH)6.  C.  H.  B 

Transformation  of  Cane  Sugar  into  Dextrose.  By  J.  Bock 
{Chera.  Centr.,  1SS9,  ii,  30,  from  Oster-unrjar.  Zeit.  Z ucker.  Ind. 
Luudw.,  18,  194). — Cherries  which  had  been  preserved  by  heating 
with  a  hot  concentiated  solution  of  cane-sugar,  and  which  had 
kept  perfectly  sound  during  the  winter,  were  allowed  to  remain  for 
four  or  five  days  in  a  loosely  covered  dish,  when  it  was  found  that 
they  were  coated  with  a  white,  crystalline  mass,  which,  after  separation 
and  recrystallisation,  proved  to  be  dextrose.  Levulose  was  not 
found,  'flic  exact  circumstances  under  which  this  change  took  place 
could  not  be  determined.  J.  W.  L. 

Raffinose,  By  Berthelot  {Compt.  rend.,  109,  548 — 550). — The 
ordinary  crystals  of  rattinose  are  generally  regarded  as  having  the 
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composition  ClsH320ifi  +  5H20,  but  raffinose  from  cotton  seed  sepa¬ 
rates  from  dilute  alcohol  in  the  form  of  a  syrup,  which  gradually 
solidities  to  lamellar  crystals  which  contain  6  mols.  H20  and  are 
different  from  the  ordinary  crystals.  The  rotatory  power  of  their 
solution  is,  however,  the  same  as  that  of  a  solution  of  the  ordinary 
crystals. 

The  author  confirms  Tollens’  observation,  that  good  beer  yeast  fer¬ 
ments  raffinose  completely,  but  that  weak  yeast  ferments  only  about 
one-third  even  after  4S  hours,  although  during  the  same  time  it  will 
completely  ferment  saccharose  and  glucose.  It  seems  most  probable 
that  under  these  conditions  raffinose  splits  up  into  glucose,  which 
ferments,  and  either  a  saccharose  which  has  a  small  reducing  power 
like  lactose,  or  a  mixture  of  two  glucoses  only  one  of  which  has 
reducing  power.  C.  H.  B. 

Fermentation  of  Raffinose  by  Beer  Yeast.  By  D.  Loiseau 
( (Jonipt .  rend.,  109,  014 — 015). — In  a  sealed  paper,  dated  March  5th, 
1888,  the  author  described  the  following  results.  Raffinose  is  com¬ 
pletely  fermented  by  low  beer  yeast,  but  with  high  beer  yeast  only 
about  one-third  of  the  total  possible  alcohol  is  formed,  whilst  the 
solution  has  a  reducing  power  equivalent  to  that  of  a  quantity  of 
glucose,  equivalent  to  the  amount  of  raffinose  which  has  been  fer¬ 
mented.  It  is  probable  that  2  mols.  of  raffinose  are  converted  into 
1  mol.  of  lcevogyrate  glucose,  which  always  ferments,  and  twice  the 
quantity  of  a  dextrogyrate  compound  which  is  not  fermented  by  high 
yeast.  Prolonged  contact  with  acids  converts  this  compound  into 
glucose,  which  is  completely  fermented  by  both  forms  of  yeast. 

Tliis  difference  in  behaviour  with  raffinose  may  be  used  as  a  means 
of  distinguishing  between  high  aud  low  yeast  (compare  Berthelot, 
preceding  abstract").  C.  H.  B. 

Lactose.  By  E.  W.  T.  Jones  ( Analyst ,  14,  81 — S3). — Having 
obtained  some  very  pure  crystallised  lactose,  the  author  has  redeter¬ 
mined  the  specific  rotatory  power  and  cupric  reduction.  For  a  solu¬ 
tion  of  5  grams  of  the  crystals,  C^H^On  +  H20,  in  100  c.c.,  pre¬ 
pared  hot,  and  of  sp.  gr.  1018'b  at  15’5°,  the  values  obtained  are : — 

For  CjjH-joO,,  +  IIoO.  For  Cj-H-jOjj. 

[a];  =  57-5°  60-5° 

[ajo  =  51-9  546 

.  CuO  x  0-5723  =  CI2H32Ou. 

CuO  x  0-6024  =  C,2H2aO„  +  H20. 

The  determinations  were  made  by  O’Sullivan’s  method,  the  cuprous 
oxide  being  converted  into  cupric  oxide  by  careful  ignition  and 
weighed. 

Lactose  is  not  affected  optically,  or  in  reducing  power,  by  beating 
with  citric  acid,  whilst  cane  sugar  is  completely  inverted.  The 
crystals  do  not  lose  their  water  by  24  hours’  heating  in  a  water-oven, 
but  if  dissolved  iu  water  and  re-dried,  the  anhydrous  sugar  is  obtained 
in  a  few  hours.  M.  J.  S. 
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Methyl  hydrazine.  By  G.  v.  Brunixg  (Annalen,  253,  5 — 14). — 
In  order  to  prepare  methylhydrazine,  nitrosomethylcarbamide, 
XOXi\le-COXH.>,  is  first  obtained  by  adding  the  theoretical  quantity  of 
solid  sodium  nitrite  to  a  solution  of  methylcarbamide  nitrate  mixed  with 
!  powdered  ice.  Xot  more  than  50  "rams  of  methylcarbamide  nitrate 
!  should  be  used  in  each  operation.  The  uitroso-compound  forms  small, 
I  yellow,  crystalline  plates,  and  melts  at  123 — 124°  with  decomposition. 
It  is  soluble  in  hot  water,  alcohol,  and  ether.  The  aqueous  solution 
is  decomposed  by  prolonged  boiling.  Methylhydrazine  is  prepared  by 
adding  zinc-dust  (4  parts)  in  small  quantities  to  the  nitroso-compound 
suspended  in  water  (0  parts)  and  acetic  acid  (2^  parts)  ;  the  tempe¬ 
rature  of  the  mixture  must  be  kept  between  5°  and  15°,  and  the 
operation  lasts  two  to  three  hours.  The  product  is  filtered;  the 
filtrate  acidified  with  hydrochloric  acid,  concentrated,  and  the  thick 
|  liquid  boiled  with  3  parts  of  strong  hydrochloric  acid  for  12  hours 
in  a  flask  provided  with  a  reflux  condenser,  in  order  to  decompose  the 
'  carbamide;  the  well-cooled  liquid  is  then  mixed  with  an  excess  of 
i  sodium  hydroxide,  and  distilled  in  a  current  of  steam,  the  distilla- 
i  tion  being  stopped  as  soon  as  the  distillate  ceases  to  reduce  Fehling’s 
solution.  The  distillate  consists  of  an  aqueous  solution  of  methyl- 
i  hydrazine,  ammonia,  and  methylamine.  The  latter  compounds  are 
removed  by  boiling  the  solution  briskly  for  eight  hours  in  a  flask  with 
a  reflux  condenser.  The  methylhydrazine  is  converted  into  the  acid 
sulphate,  which  is  deposited  on  the  addition  of  absolute  alcohol  to  the 
concentrated  solution.  The  free  base  is  obtained  by  decomposing  a 
concentrated  solution  of  the  sulphate  with  sodium  hy'droxide.  The 
last  traces  of  water  are  removed  by  treating  the  base  with  barium 
oxide  in  sealed  tubes  at  100°.  Methylhydrazine,  XHMe'XH;.,  is  a 
colourless,  mobile  liquid,  fuming  in  damp  air.  It  boils  at  87°  (745  mm.), 
and  is  miscible  in  all  proportions  with  water,  alcohol,  and  ether.  It 
strongly  reduces  Feliling's  solution  at  the  ordinary  temperature,  and 
attacks  cork,  caoutchouc,  and  the  skin.  The  acid  sulphate, 
NjHXIe.HsSCh,  forms  long  white  needles.  It  melts  at  139' 5°.  and 
decomposes  at  182°.  Unlike  the  normal  sulphate,  it  is  insoluble  in 
alcohol.  The  hydrochloride  is  precipitated  from  its  alcoholic  solution 
by  ether.  The  oxalate  is  soluble  in  warm  alcohol.  The  picrate  is 
deposited  from  alcohol  in  yellow,  needle-shaped  crystals,  and  melts  at 
162°  with  decomposition.  Methylsemicarhazide ,  NHj’CCbXdl  Me, 

prepared  by  the  action  of  potassium  cyanate  on  methylhydrazine 
sulphate,  crystallises  in  prismatic  plates,  and  melts  at  113°.  It  is 
freely  soluble  in  water  and  alcohol.  Methylph&nylthiosemicarbazide, 
KHPtrCS-N2H2i\Ie,  is  formed  by  the  action  of  phenylthiocarbimide  on 
I  an  aqueous  solution  of  methylhydrazine.  This  compound  is  soluble 
in  water  and  alcohol,  and  melts  at  143° ;  the  aqueous  solution  is 
decomposed  by  mineral  acids.  Dihenzoylmethylhydrazive,  X2HiMeBz2, 
is  freely  soluble  in  alcohol  and  in  dilute  alkalis;  it  melts  at  143°,  and 
crystallises  in  colourless  needles.  Methylpicrazide,  X2H2Me-C6H2(X02)3, 
is  formed  when  an  alcoholic  solution  of  picryl  chloride  is  added  to  a 
solution  of  the  base.  It  crystallises  in  yellow  plates,  melts  at  171° 
with  decomposition,  and  is  freelv  soluble  in  alcohol  and  ether. 

Oxalyldimethylh ydrazin c ,  X2UMe-CiO/N2tLi\[e,  melts  at  221®,  but 


2  I 


ABSTRACTS  OF  CHEMICAL  PAPERS. 


it  begins  to  sublime  about  160°.  It  is  soluble  iu  alcohol,  and  reduces 
Fehling’s  solution  when  gently  warmed.  The  nitroso-derivative 
crystallises  in  plates,  and  melts  at  147°  with  decomposition. 

W.  C.  W. 

Action  of  Metbylhydrazine  on  Dialdehydes  and  Diketones. 
By  K.  KonLBAUSCH  ( Annal&n ,  253,  15 — 24). — ALethylphenylhydr- 
azinc  reacts  with  benzile  at  100°,  yielding  benzileniethylphenijlhydrazune , 
COPh-CPInN'NMePh,  a  crystalline  substance  freely  soluble  in  alcohol, 
ether,  and  light  petroleum.  It  melts  at  55 — 56°,  and  is  completely 
decomposed  at  200°  ;  it  is  also  decomposed  by  strong  hydrochloric 
acid  at  the  ordinary  temperature.  Benzilemethylphenylusazone , 
C2Pb,(N’NMePh)2,  is  formed  when  a  mixture  of  benzile  (1  mol.)  and 
methylphenylhydrazine  (2|  mols.)  is  heated  at  120°;  the  crude 
product  is  treated  with  hot  dilute  sulphuric  acid  to  remove  the  excess 
of  base,  and  the  red,  crystalline  mass  which  is  deposited  when  the 
mixture  cools  is  purified  by  recrystallisation  from  alcohol.  The  pure 
substance  forms  yellow  needles  soluble  iu  ether  and  acetone,  melts  at 
I/y — 18(1°,  and  is  decomposed  at  220°;  it  is  not  readily  attacked  by 
strong  hydrochloric  acid. 

Glyoxaliutthylphemyloatizone ,  C2H2(N*iSAIePh)>,  is  deposited  as  a 
yellow  precipitate,  wtieu  an  aqueous  solution  of  glyoxal  is  added  to 
an  acetic  acid  solution  of  methylphenylhydrazine.  It  melts  at 
217 — 218°,  and  is  completely  decomposed  at  250°.  This  osazone  does 
not  give  a  characteristic  coloration  with  ferric  chloride. 

Benzoi/lacetonemAlnylphenylliydrazoue,  C f  L  Ac •  CP  h !  N  •  N -Me P h ,  is 
freely  soluble  in  ether.  It  melts  at  103 — 104°,  and  begins  to  decom¬ 
pose  at  210°.  l'.'2'.3'-Methylphenylacetyliudole  is  formed  when 
methylpheuylhydrazone  is  fused  with  zinc  chloride.  The  indole 
melts  at  13(5°,  and  dissolves  freely  iu  glacial  acetic  acid.  It  is  decom¬ 
posed  by  strong  hydrochloric  acid  at  100°,  yielding  Degen’s 
l'.2-methylphenylindole  (Abstr.,  1887,  149). 

Acetylar.etonemtsthylphenylhydrazine,  CfLjAc'CAIelN'MePh,  is  a 
yellow  oil  which  can  be  distilled  in  a  vacuum  without  decomposition. 
The  compound  formed  by  the  action  of  methylphenylhydrazine  on 
an  excess  of  acetonylaeetone  could  not  be  isolated,  as  it  undergoes 
spontaneous  decomposition,  losing  a  molecule  of  water,  and  changing 
into  the  methylphenylamidodimethylpyrroline  described  by  Knorr 
(Abstr.,  1887,  27b). 

Acetonylacetonemctliylphenyldihydrazone,  C2H1(CiMe!N]\IePh)2,  is 
deposited  in  the  form  of  an  oil,  which  slowly  crystallises  when  an 
aqueous  solution  of  acetonylaeetone  is  added  to  excess  of  methyl¬ 
phenylhydrazine  dissolved  in  acetic  acid.  The  crystals  melt  at 
143 — 144°,  and  dissolve  in  alcohol,  ether,  benzene,  and  light  petroleum. 
The  dihydrazoue  dissolves  also  in  hydrochloric  acid  ;  when  this  solu¬ 
tion  is  heated,  the  preceding  pyrroliue-com pound  appears  to  be 
formed.  W.  C.  W. 

Derivatives  of  Dichloromaleimide.  By  G.  Ciamician  and  P. 
Sibber  ( Ber .,  22,  2490 — 2497). — Chloranilidomaleimide  (m.  p. 

195 — 196°)  is  decomposed  wheu  heated  above  its  melting  point;  it  is 
soluble  in  ether  and  hot  alcohol,  but  only  sparingly  in  boiling  ■water. 
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It  dissolves  in  hot  dilate  sulphuric  acid,  yielding  a  colourless  solution, 
and  in  alcoholic  solutions  dimethylaniline  produces  a  reddish-brown 
coloration. 

Chloramidomaleimide ,  C4C10.>(XH2).XII,  is  obtained  in  small 
quantity  when  dichloromaleimide  is  heated  under  pressure  with 
excess  of  alcoholic  ammonia.  It  crystallises  from  water  in  golden 
needles,  melts  at  220°,  and  is  soluble  in  alcohol  and  ether,  but  insoluble 
in  benzene.  It  dissolves  in  alkalis  with  a  yellow  coloration,  but  the 
solution  becomes  colourless  on  heating. 

Dichloromaleumic  acid,  COOH'CvCh'CO’XHo  +  H20,  prepared  by 
heating  dichloromaleimide  (8  grams)  with  ammonia  (80  c.c.)  in  sealed 
tubes,  separates  from  water  in  crystalline  aggregates,  melts  at  175° 
with  decomposition,  and  is  soluble  in  ether,  alcohol,  and  warm  water, 
but  insoluble  in  benzene.  The  silver  salt,  CjHChXOjAgo,  crystallises 
in  colourless  needles,  and  explodes  when  heated. 

An  orange-red  compound,  ClsH13Xo02  or  CheH^XsCK,  separates  in 
crystals  when  dichloromaleimide  is  heated  with  phenylhydrazine  in 
alcoholic  solution.  This  substance  crystallises  from  boiling  acetone 
or  glacial  acetic  acid  in  orange-red  needles,  melts  at  269 — 271°  with 
decomposition,  and  is  only  sparingly  soluble  in  most  ordinary  solvents. 
It  dissolves  in  concentrated  sulphuric  acid  with  an  intense  red 
coloration,  and  on  adding  water  an  orange-red,  flocculent  substance  is 
precipitated.  F.  8.  Iv. 

TMoaldehydes.  By  E.  Baumaxn  and  E.  Faoini  (Ber.,  22,  2600 — 
2609). — /1-Tri t h ioal dehy de  (Klinger,  Abstr.,  1879,  720)  is  formed 
when  hydrogen  sulphide  is  passed  through  a  mixture  of  aldehyde 
(1  part)  with  alcohol  previously  saturated  with  hydrogeu  chloride 
(3  parts)  ;  crystals  soon  separate,  and  the  whole  becomes  solid.  The 
product  is  washed  with  water  and  crystallised  from  alcohol,  from 
which  it  separates  in  long  needles  melting  at  125 — 126°.  A  small 
amount  of  a-trithioaldehyde,  melting  at  101 — 102°,  is  also  formed,  as 
well  as  a  few  crystals  of  a  substance  melting  at  76°,  possibly  ilarck- 
wald’s  -/-derivative  (Abstr.,  1886,  865). 

a-Tritkioaklehyde  is  obtained  as  the  chief  product  when  equal  parts 
of  aldehyde,  water,  and  strong  hydrochloric  acid  are  used.  It  crystal¬ 
lises  from  acetone  in  splendid  prisms  an  inch  long.  The  /1-compound 
is  also  formed. 

/3-Thiobenzaldehyde  and  7-thiobenzaldehyde  are  formed  when  hydro¬ 
gen  sulphide  is  passed  through  a  mixture  of  benzaldehyde  and  alcoholic 
hydrogen  chloride.  The  product  is  boiled  with  benzene  until  almost 
all  is  dissolved;  on  cooling,  the  /1-compound  separates  in  crystals 
having  the  composit  ion  3C7H6S  -f-  C6H6  (not  C-H6S  +  CtH6.  Klinger)  ; 
this  gives  up  all  the  benzene  at  160°,  and  a  portion  when  kept  at  the 
ordinary  temperature  for  a  long  time. 

7- Thiobenzaldehijde ,  C?H6S,  crystallises  from  benzene  in  small, 
pointed  needles  melting  at  166 — 167°.  The  crystals  contain  no 
benzene  of  crystallisation.  When  the  solution  in  benzene  is  treated 
with  iodine,  the  whole  solidifies  after  some  time,  being  converted  into 
the  /3- derivative. 

When  or  /3- Lrithioaldehyde  is  oxidised  with  potassium  perman- 
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ganate,  they  both  give  as  end-product  a  trisnlphone ,  C6Hi2Sa06, 
together  with  products  containing  less  oxygen  (compare  Guareschi, 
Abstr.,  1884,  294).  This  forms  slender  needles,  softens  at  340°, 
becoming  yellow,  and  sublimes  at  a  higher  temperature  without  melt¬ 
ing.  It  is  almost  insoluble  in  water,  very  sparingly  soluble  in  alcohol, 
ether,  chloroform,  and  benzene,  more  soluble  in  hot  acetic  acid;  it 
also  dissolves  readily  in  strong  nitric  or  sulphuric  acid,  but  is  pre¬ 
cipitated  by  water.  Alkalis  dissolve  it  readily,  aud  it  can  be  crystal¬ 
lised  from  ammonia  and  alkaline  carbonates.  The  constitution  of 

trithioaldehyde  sulphone  is  S02<Q^^j^.gQ2)>CHMe.  When  an 

alcoholic  alkaline  solution  of  the  substance  is  treated  with  methyl 
iodide,  the  compound  C9HlsS306,  melting  at  302°,  is  formed.  In  a 
similar  manner,  ethyl-,  ally]-,  and  benzyl-groups  may  be  added. 

X.  11.  M. 

Thio-derivatives  of  Ketones.  By  E.  Baumann  and  E.  Fromm 
(Her.,  22,  2592 — 2599;  compare  Abstr.,  1889,  852). — Thioacetone 
CSile-j,  is  formed  as  a  readily  volatile  oil  in  the  preparation  of  tri- 
thioacetone  and  tetrathioacetone  (loc.  cit.),  but  was  not  isolated  owing 
to  its  instability  and  the  difficulty  of  separating  it  from  trithioacetone. 
It  is  also  produced,  together  with  ethyl  sulphide  and  other  sulphur- 
derivatives,  when  acetone-cthylmercaptole,  CMe2(SEt)2,  is  heated 
above  1G0°.  Owing  to  the  very  unpleasant  odour  of  the  compound, 
which  is  stronger  than  that  of  any  other  known  substance,  the 
smallest  traces  of  it  being  sufficient  to  infect  whole  districts,  the  study 
of  the  compound  was  not  continued. 

Trithioacetone  is  decomposed  by  strong  nitric  acid  with  explosive 
violence. 

A  further  examination  of  the  sulphone  obtained  by  oxidising  tri¬ 
thioacetone  with  potassium  permanganate  (loc.  cit.),  showed  that  this 
could  be  separated  by  crystallisation  from  alcohol  into  two  substances. 
The  more  sparingly  soluble  compound,  triacetonetrisulphone,  C9H18S306, 
crystallises  from  glacial  acetic  acid  in  slender  needles  which  melt  at 
302°  (uncorr.),  and  sublime  readily.  The  more  readily  soluble  com¬ 
pound,  C9H18S304,  is  probably  tritliioacetonedisulphone ;  it  melts  at 
208°. 

Ac etonetrisul phone  is  not  changed  by  acids  and  alkalis  ;  it  dis¬ 
solves  in  strong  acids,  and  is  precipitated  by  water  unchanged. 
Boiling  fuming  nitric  acid  has  no  action  on  it.  Its  constitution  is 

O  O 

probably  CMe2<gQ2^^2>S02. 

The  compound  C9H18S30i  dissolves  in  bromine,  yielding  an  unstable 
bromine-derivative,  which  readily  decomposes  with  evolution  of  hy¬ 
drogen  bromide.  When  gently  heated  with  fuming  nitric  acid, 
the  compound  is  oxidised  with  formation  of  much  sulphuric  acid. 

Probably  the  substance  has  the  constitution  S<CQ^^2.gQ2)>CMe2. 

X.  H.  M. 

The  Introduction  of  Acid  Radicles  into  Ketone  Molecules. 

By  L.  Claisen  (Bull.  Soc.  Chint.  [3],  1,  496 — 510;  compare  Abstr., 
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18SS,  CCG,  on,  G76,  and  1889,  584,  G19,  850).— A  resume  of  the 
author’s  already  published  work  on  this  subject,  concluding1  with  a 
discussion  as  to  the  theory  of  the  reactions.  T.  G.  N. 

Substituted  Acrylic  and  Propiolic  Acids.  By  C.  F.  Mabery 
and  A.  W.  Smith  (Her.,  22,  2659 — 2GG0). — When  «/j-dichloracrylic 
acid  is  dissolved  iu  carbon  bisulphide,  and  chlorine  passed  through 
the  solution  whilst  it  is  exposed  to  sunlight,  tetrachloropropiouie  acid, 
CaHCh'COOH,  gradually  crystallises  out.  It  forms  large,  rhombic 
prisms,  is  soluble  in  carbon  bisulphide,  chloroform,  and  water,  and 
melts  at  7G°.  Its  barium  salt  crystallises  iu  prisms  ;  its  calcium  salt 
in  needles;  its  potassium  salt  in  plates.  Its  silver  salt  is  very  un¬ 
stable. 

When  a;/3-dichloracrylic  acid  is  heated  with  hydrobromic  acid  in 
closed  tubes  at  110 — 120°,  brontodichloropropionic  acid  is  formed.  It  is 
soluble  in  water  and  boiling  carbon  bisulphide,  crystallises  in  prisms, 
and  melts  at  75—70°. 

When  an  aqueous  solution  of  bromopropiolic  acid  is  mixed  with 
hypochlorous  acid  and  left  in  the  dark,  cldorobrovihydraxy acrylic  acid, 
C2(OH)ClBr-COOH.  is  formed.  It  is  easily  soluble  in  boiling  water, 
is  crystalline,  and  melts  at  104 — 105°.  Its  silver  salt  is  soluble  in 
nitric  acid,  and  is  very  unstable  in  aqueous  solution.  L.  T.  T. 


Action  of  Phosphorus  Pentachloride  on  Chloralide.  Tetra- 
chlorethylidene  Trichlorolactate.  By  R.  Anschutz  and  A.  R. 
Haslam  (Annalen,  253,  121 — 131). — The  compound  of  the  composi¬ 
tion  C5HCh03,  which  the  authors  obtained  by  the  action  of  phos¬ 
phorus  pentachloride  on  chloralide  (Abstr.,  1S87,  915),  proves  to  be 
the  tetraehlorethylidene  trichlorolactate.  It  boils  at  276°  without 
decomposition.  Methyl  and  ethyl  alcohol  act  on  this  compound  at 
the  ordinary  temperature,  yielding  hydrogen  chloride  and  the  ethyl 
or  methyl  salts  of  trichloracetic  and  tricblorolactic  acids.  Normal 
propyl  and  isobutyl  alcohols  act  less  energetically  than  ethyl  alcohol. 
Normal  propyl  trichlorolactate  boils  at  115 — 117°  under  12  mm.  pressure, 
and  at  248 — 250°  under  the  ordinary  atmospheric  pressure.  Its 
sp.  gr.  at  20°,  compared  with  water  at  4°,  is  1’51G28.  Isobutyl  tri¬ 
chlorolactate  boils  at  111 — 112°  under  12  mm.  pressure,  and  at 
236—238°  under  the  normal  atmospheric  pressure.  Its  sp.  gr.  at  20° 
is  1’5321G.  The  chloride  is  slowly  decomposed  by  water,  yielding 
trichloracetic  and  tricblorolactic  acids.  These  results  indicate  that 


the  constitution  of  the  chloride  is  represented  by  the  formula 

CC13-C(01I) 

600_>cci-cci3.  w.  c.  w. 


Derivatives  of  Ethyl  Acetoacetate.  By  R.  Schoxbrodt 
{Annalen,  253,  168 — 205). — Ethyl  monoehloracetoacetate  is  formed 
by  passing  chlorine  into  ethyl  cupracctoacetate  suspended  in  chloro¬ 
form  until  the  green  colour  of  the  compound  changes  to  grey.  By 
the  prolonged  action  of  chloi'inc,  a  dichloro-substitutiou-product  is 
obtained.  Analogous  results  are  produced  when  bromine  is  used 
instead  of  chlorine ;  the  ethylic  salts  of  mono-  and  di-bromacetoaeotic 
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acid  have  been  described  bj  Duisberg  ( Annalen ,  213,  152  and  143). 
Ethyl  iodacetoacetate,  prepared  bj  the  action  of  iodine  on  ethyl  cupr- 
acetoacetate,  is  a  yellow  oil,  miscible  with  ether  and  alcohol.  The 
alcoholic  solution  gives  a  blood-red  coloration  with  ferric  chloride. 
The  compound  is  unstable.  It  decomposes  at  25°  in  a  vacuum,  and  its 
sp.  gr.  at  14°  is  1  *7053,  compared  with  water  at  the  same  temperature. 
It  is  converted  into  ethyl  monochloracetoacetate  by  the  action  of 
silver  chloride,  but  with  silver  cyanide  it  yields  hydrogen  cyanide  and 
ethyl  succinosuccinate.  The  product  of  the  action  of  silver  nitrite  on 
ethyl  iodacetoacetate  is  a  yellow  oil,  probably  ethyl  nitroacetoacetate. 
This  substance  gives  an  intense  blood-red  coloration  with  ferric 
chloride  aud  strong  sulphuric  acid.  It  does  not  yield  an  amido-com- 
pound  on  reduction  with  tin  and  hydrochloric  acid,  nor  does  it  form  a 
solid  compound  with  hydroxylamine.  It  combines  with  phenylhydr- 
azine,  yielding  phenvlmetiiy  lisoni  trosopyrazolone  [1  :  3  :  4  :  5],  described 
by  Knorr  (Abstr.,  1887,  6U2).  The  same  compound  is  formed  by  the 
action  of  plienylhydrazine  on  the  ethylic  salt  of  monochlor-,  brom-, 
or  iod-acetate.  The  reaction  may  be  represented  as  follows  :  CeHgClOj 
+  3XHPh-NH2  =  C10H9N3o/+  2NH2P1i  +  NH4C1  +  C2H5-OH. 
Bender  (Abstr.,  18S8,  53)  has  shown  that  in  the  ethereal  solution, 
plienylhydrazine  and  ethyl  monochloracetoacetate  yield  the  ethylic 
salt  of  /3-phenyl  azocrotonate.  The  author  confirms  the  accuracy  of  this 
observation. 

Ethyl  sodacetoacetate  reacts  with  ethyl  iodacetoacetate,  yielding 
ethyl  diaeetosuecinate.  Metallic  silver  eliminates  the  iodine  from 
ethyl  iodacetoacetate,  and  forms  the  ethyl  diacetofumarate  described 
by  Just  (Abstr.,  1880,  141).  Ethyl  thiacetoacetate,  first  prepared  by 
Buchka  (Abstr.,  ISSo,  1200),  is  formed  by  boiling  sulphur  in  a  solu¬ 
tion  of  ethyl  cupracetoacetate  in  benzene.  In  the  presence  of  alcohol, 
phosphorus  acts  on  ethyl  cupracetoacetate,  forming  ethyl  acetoacetate 
and  triethyl  phosphite.  Arsenic  trichloride  is  reduced  by  the  copper 
compound,  arsenic  being  liberated,  and  ethyl  monochloracetoacetate 
formed.  Ethyl  cupracetoacetate  is  not  attacked  by  cyanogen,  but  nitro¬ 
gen  peroxide  acts  on  it  with  formation  of  the  nitro-com pound  which 
is  produced  by  the  action  of  silver  nitrite  on  ethyl  iodoacetoacetate. 

Attempts  to  displace  a  hydrogen-atom  by  copper  in  ethyl  rnetli- 
acetoacetate  were  unsuccessful.  W.  C.  W. 

Ethyl  Thiacetoacetate.  By  K.  Buchka  and  C.  Sprague  (Per., 
22,  2541 — 2550;  compare  Buchka,  Abstr.,  1885.  1200;  Delisle, 
Abstr.,  1887,  915;  and  Schonbrodt,  preceding  abstract). — Ethyl  thi¬ 
acetoacetate  is  best  prepared  by  Delisle’s  method;  100  grams  of 
ethyl  acetoacetate  yield  60 — 70  grams  of  pure  ethyl  thiacetoacetate. 
Molecular  weight  determinations  by  Raoult’s  method  in  glacial  acetic 
acid  solution  showed  that  the  molecular  formula  was  C12H1606S. 
It  melts  at  about  76°,  but  the  melting  point  observed  depends  to  a 
considerable  extent  on  the  rapidity  of  heating  and  on  other  conditions. 
The  soch'um-derivative,  Ci2H)606SXa2,  is  formed  when  ethyl  thiaceto¬ 
acetate  is  treated  with  sodium  in  ethereal  solution. 

When  ethyl  thiacetoacetate  is  treated  with  plienylhydrazine, 
hydrogen  sulphide  is  evolved,  and  phenylmetliylpyrazoloneketo- 


ORGANIC  CHEMISTRY”. 


29 


pkcnylhydrnzone  (pkenylmethylpyrazoloncazobenzene),  melting  at 
150°,  identical  with  the  compound  obtained  by  Knorr  (Abstr.,  1887, 
601)  is  formed,  together  with  a  yellow  substance  which  is  insoluble  in 
all  ordinary  neutral  solvents.  The  compound  obtained  by  Sckon- 
brodt  ( loo .  cit.)  by  treating  ethyl  chloro-,  bronio-,  or  iodo-acetoacetate 
with  pkenylkydrazine,  is  not  pkenylmetkylisonitrosopyrazolone,  as 
stated  by  him,  but  is  identical  with  the  phcnylmethylpyrazolone- 
ketophenylhydrazone  referred  to  above. 

The  yellow  compound  which  is  obtained  together  with  phenyl- 
niethylpyrazolonnketophenylhydrazone  (see  above)  when  ethyl  thi- 
acetoacetate  is  treated  with  phenylhydrazine  is  decomposed  when 
heated,  but  without  melting  ;  it  dissolves  in  alkalis,  and  is  rcprecipi- 
tated  on  adding  acids.  It  seems  to  have  the  composition  C,0HBX2SO  ; 
when  heated  with  phenylhydrazine,  it  is  converted  into  pkenyl- 
methylpyrazoloneketopkenylhydrazone  with  evolution  of  hydrogen 
sulphide,  small  quantities  of  di-phenylmetkyl pyrazolone  being  also 
formed. 

ParatolyhnetlnylpyrazoloneketoparatolyT.hydrazone, 


c7h,-n2h:c< 


CO-N(C7H7). 
CMe  =—  X^ 


is  formed  when  ethyl  thiacetoacetate  is  treated  with  paratolvlkydr- 
azine  ;  it  crystallises  from  chlorofrom  in  orange  needles,  melting  at 
216 — 217°.  When  excess  of  the  hydrazine  is  employed  in  the  above 
reaction,  a  compound,  free  from  sulphur,  and  probably  corresponding 
with  di-pkenylmethylpyrazolone  is  also  obtained.  If  only  a  small  quan¬ 
tity  of  the  hydrazine  is  used,  a  sulphur  compound,  which  is  only 
soluble  in  alkalis,  is  formed  ;  this  substance  is  converted  into  tolyl- 
methylpyrazoloneketotolylkydrazone  (m.p.  216 — 217°)  when  heated 
with  paratolylkydrazine,  and  when  heated  with  phenylhydrazine  it 
yields  a  compound,  probably  tolylmetkylpyrazoloneketopkenylhydr- 
azone,  which  crystallises  in  red  needles,  melting  at  186°. 

Ethyl  thiacetoacetate  combines  with  a-napkthylkydrazine,  yielding 
similar  compounds.  F.  S.  K. 


Dithioxamide  (Cyanogen  Disulphydrate).  By  J.  Foimjaxek 
( Ber .,  22,  26-55 — 2656).  When  a  saturated  solution  of  cupric  sul¬ 
phate  is  treated  with  ammonia  until  the  precipitate  first  formed  is  just 
redissolved,  potassium  cyanide  added  in  quantity  just  sufficient  to 
discharge  the  blue  colour,  and  tiien  a  rapid  stream  of  hydrogen  chloride 
passed  through  the  solution,  the  latter  becomes  first  yellow,  and  then 
red ;  and  if  it  is  kept  well  cooled,  small  red  crystals  of  the  formula 
XH,-CS*CS*XH2  gradually  separate  out.  L.  T.  T. 


Hydroxycitraconic  Acid  and  its  Derivatives.  By  P.  JIeltkoff 
and  M.Feldmaxn  ( Annalen ,  253,  87 — 95). — In  dilute  solutions,  hypo- 
chlorous  acid  unites  with  citraconic  acid  to  form  chloroeitramalic 
acid,  which  has  been  described  by  Morawski  (this  Journ.,  1875,  142), 
and  by  Gottlieb  ( Annalen ,  160,  101).  The  acid  prepared  by  Gottlieb’s 
process  melts  at  139°.  It  is  converted  into  Morawski’s  hydroxycitra¬ 
conic  acid  by  the  addition  of  potassium  hydroxide  in  alcoholic  solution. 
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The  precipitate  of  potassium  chloride  and  hydroxycitraconate  is 
washed  with  alcohol  and  ether.  It  is  then  dissolved  in  water,  the 
hydroxy-acid  liberated  by  sulphuric  acid,  and  extracted  with  ether. 
The  acid  melts  at  162°,  as  stated  by  Scherks  (Abstr.,  1885,  513).  The 
ethyl  salt,  C3H40(C00Et)2,  has  the  sp.  gr.  of  1T376  at  0°  and  1T1G7 
at  22°,  compared  with  water  at  the  same  temperatures. 

Hydroxycitraconic  acid  dissolves  in  strong  hydrochloric  acid  at  0°  ; 
and  ether  extracts  from  this  solution  a  monochlorinated  hydroxy-acid, 
CUOH-CH(OH)-CClMe*COOH,  crystallising  in  rhombic  plates,  which 
is  an  isomeride  of  the  acid  formed  by  the  union  of  hypocklorous  acid 
and  citraconic  acid,  COOH,CMe(OH),CHCbCOOH.  This  acid 
melts  at  1G2°,  and  forms  unstable  salts.  The  compound  which  is 
formed  by  the  addition  of  hydrobromic  acid  to  hydroxycitraconic  acid 
has  already  been  described  by  Scherks  ( loc .  cit.).  Hydroxycitraconic 
acid  is  a  glycidic  acid,  as  it  is  converted  into  amidocitramalic  acid 
by  the  action  of  alcoholic  ammonia  at  100°.  The  amido-acid  foi’ms 
short  prisms,  which  seem  to  belong  to  the  monoclinic  system;  it 
reddens  litmus  and  decomposes  carbonates.  100  c.c.  of  water  at  18° 
dissolve  31  grams  of  the  acid.  It  is  almost  insoluble  in  hot  alcohol. 
The  calcium  and  barium  salts  are  amorphous.  The  hydrochloride, 
0H,C3H4(NHo)(C0011)2,HC1,  forms  transparent  prisms,  soluble  in 
water  and  alcohol.  It  melts  at  100°  with  decomposition. 

w.  c.  w. 

Aeetonediacetic  or  Hydrochelidonic  Acid.  By  J.  Volhako 
(Annalen,  253,  206 — 23G). — The  dilactone  of  diacetic  acid  is  prepared 
by  maintaining  succinic  acid  in  a  state  of  slow  ebullition  for  six  hours. 
When  a  small  quantity  of  the  contents  of  the  retort  no  longer 
solidifies  on  cooling,  but  remains  as  a  greasy  mass,  the  operation  is 
complete.  The  crude  product  is  repeatedly  extracted  with  boiling 
chloroform  ;  on  cooling,  succinic  anhydride  is  deposited  in  crystals,  and 
the  lactone  remains  in  solution.  The  chloroform  is  removed  by 
distillation,  the  residue  dissolved  in  water,  and  the  lactone  is  again 
extracted  from  this  aqueous  solution  by  chloroform.  The  lactone 
forms  transparent  rhombic  prisms,  a  :  b  :  c  =  0'3649  :  1  :  0-9816,  freely 
soluble  in  chloroform,  acetone,  ether,  alcohol,  benzene,  and  ethyl 
acetate.  It  melts  at  75°  and  boils  between  200  and  205°  under  15  mm. 
pressure.  The  lactone  dissolves  in  alkalis  and  in  strong  hydrochloric  or 
hydrobromic  acid  yielding  aeetonediacetic  acid,  C0(C1I2'CH2-C00H)2, 
which  is  identical  with  the  hydrochelidonic  acid  of  Lieben  and  Haitinger 
( Monatsh .,  5,  353),  and  with  Marckwald’s  propiondicarboxylic  acid 
(Abstr.,  1888,  678) 

The  acid  forms  rhombic  plates  soluble  in  hot  water  and  in  alcohol. 
It  melts  at  143°  and  decomposes  at  a  higher  temperature.  The 
normal  salts  of  the  alkali  metals  are  very  soluble  in  water  and  do  not 
crystallise  well.  The  acid  potassium,  sodium,  and  ammonium  salts 
are  anhydrous.  The  barium  salt  crystallises  with  2  and  with  2|  mols. 
H-.O.  The  manganese  salt  C7IIhMn05  -f-  2H20  forms  pale  pink  needles. 
The  zinc  and  cadmium  salts  crystallise  in  six-sided  plates  containing 
2  mols.  H20.  The  silver  salt  C7H8Ag205  is  crystalline  and  insoluble  in 
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water.  The  dimethyl  salt  melts  at  50°  and  boils  with  decomposition 
at  276 — 277°  (uncorr.).  Thesp.gr.  of  the  diethyl  salt  is  1‘0S62  at  13°. 
Acetic  chloride,  acetic  anhydride,  and  phosphoric  anhydride  convert 
the  acid  into  the  lactone.  The  phenylhy  drazide  of  acetouediacetic  acid 
melts  at  107  — lOS0.  The  plienylliydrazide  of  the  dimethyl  salt  melts 
at  8S — 90°  and  dissolves  in  ether,  benzene,  and  hot  alcohol.  The 
corresponding  diethyl  compound  melts  at  67°.  The  oxime  of  the  acid 
crystallises  in  prisms  and  melts  with  decomposition  at  129°.  The 
oximes  of  the  dimethyl  and  diethyl  salts  form  needles  and  melt  at  52° 
and  38°  respectively.  W.  C.  W. 

Alkyl-derivatives  of  Methyluracil  and  Nitrouracil.  By  R. 

Behrend  ( Annalen ,  253,  65 — 68). — Ethyl  bromide  does  not  react  with 
free  methyluracil,  but  it  acts  on  potassium  methyluracil  forming  mono- 
metliyluracil  and  dimethyl  uracil.  It  is  probable  that  monetliylm  ethyl  - 
uracil  is  first  formed.  A  portion  of  the  monethylmethylnracil  reacts 
withpotassium  methyluracil  formingpotassium  monethylmetliyluracil. 
This  is  attacked  by  ethyl  bromides  yielding  diethylmetliyluracil. 
In  a  previous  communication,  the  author  stated  that  methyl  iodide 
acts  on  potassium  methyluracil,  yielding  trimethyl uracil,  and  the 
dihydride  of  methyluracil  ;  lie  now  finds  that  the  supposed  dihydride 
is  identical  with  the  dimethyluracil  described  by  Hoffmann  (next 
Abstract).  W.  C.  W. 

Alkyl-derivatives  of  Methyluracil.  By  J.  Hoffmann  ( Annalen , 
253,  68 — 77). — Ethyl  methyluracil  and  diethylmetliyluracil  are 
formed  by  the  action  of  ethyl  bromide  or  iodide  (3  mols.)  on  potassium 
methyluracil  (1  mol.)  in  sealed  tubes  at  150;  the  excess  of  ethyl 
bromide  or  iodide  is  removed  from  the  crude  product  by  distillation, 
the  residue  is  dissolved  in  water,  and  the  aqueous  solution  treated 
with  chloroform.  The  chloroform  extract  is  then  dried  and  distilled,  and 
the  residue  dissolved  in  boiling  alcohol  :  on  cooling,  crystals  of  ethyl- 
methyluracil  are  deposited.  The  mother-liquor  contains  monetliyl-  and 
dietliyl-metliyluracil.  The  former  is  deposited  as  a  crystalline  ernst, 
but  the  diethyl-derivative  can  only  be  isolated  by  dropping  a  crystal 
of  diethylmetliyluracil  into  the  mother-liquor,  when  crystallisation 
takes  place.  Ethylmethyluracil  is  deposited  from  ethyl  bromide  in 
prisms  and  from  alcohol  in  needles.  It  is  freely  soluble  in  cLiloroform 
and  in  ethyl  bromide,  and  is  much  more  soluble  in  hot  than  in  cold 
alcohol.  A  crystalline  silver  salt,  C6H4EtAgX20..,  is  obtained  when 
silver  nitrate  is  added,  in  sufficient  quantity  to  produce  a  permanent 
turbidity,  to  a  solution  of  ethylmethyluracil  in  a  10  per  cent,  solution 
of  potassium  hydroxide.  Diethi/lmethyluracil  crystallises  in  rhombic 
plates  and  melts  at  52 — 53°,  dissolves  freely  in  chloroform,  alcohol, 
ether  and  water,  and  is  decomposed  by  potassium  hydroxide  at  the 
ordinary  temperature  with  liberation  of  ethylamine.  Methyl  bromide 
acts  on  potassium  methyluracil  at  140°,  forming  dimethyluracil  and  tri- 
mcthyluracil.  Trimethyluracil  melts  at  10y°,  crystallises  in  rhombic 
plates,  aud  is  freely  soluble  in  chloroform,  alcohol,  and  water,  and 
Sparingly  soluble  in  ether.  Dimethyluracil  is  insoluble  in  ether,  but  can 
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be  recrystallised  from  hot  alcohol.  Methyluracil  di-iodide ,  C5H6N202I2,  is 
formed  by  the  action  of  iodine  dissolved  in  strong  hydriodic  acid  on 
methyluracil.  It  is  an  unstable  compound,  dissolving  with  decompo¬ 
sition  in  water,  alcohol,  and  chloroform.  The  di-ioclide  forms  deep 
violet  crystals.  W.  C.  W. 

Nitrouracil-derivatives.  By  M.  Lehmann  (. Annalen ,  253, 
77 — 87). — Methylnitrourac.il ,  C5H5iSr30i  -f-  H20,  is  formed  by  the 
action  of  methyl  iodide  on  potassium  nitrouracil  in  sealed  tubes  at 
140°.  It  crystallises  in  long  needles  and  is  solnble  in  hot  water. 
100  c.c.  of  water  at  20°  dissolve  0*714  gram,  and  100  c.c.  of  alcohol 
at  17°  dissolve  0T15  gram  of  the  substance.  It  is  less  soluble  in 
ether,  chloroform,  benzene,  and  methyl  iodide  than  in  water.  The 
potassium,  silver  and  barium  salts  are  crystalline  ;  the  silver  and 
barium  salts  are  almost  insoluble  in  cold  water.  Methylisobarbituric 
acid,  C5HeN203,  is  deposited  in  crystals  when  methylnitrouracil  is 
reduced  by  tin  and  hydrochloric  acid  ;  the  mother-liquor  contains 
methylamidouracil  in  small  quantity.  A  neutral  solution  of  methyl- 
amidonracil  hydrochloride  turns  red  on  the  addition  of  potassium 
cyanate  ;  the  colour  is  destroyed  by  hydrochloric  acid,  and  methylhy- 
droxy xanthine,  CfiH8N403.  is  deposited  as  a  yellow,  crystalline  powder. 
100  c.c.  of  water  at  16°  dissolve  0TG  gram  of  methylhydroxyxan- 
thine.  Methylnitrouracil  is  decomposed  by  baryta-water  at  1G0 — 170°, 
with  liberation  of  methylamine;  dimethylnitrouracil  under  similar 
treatment  yields  dimethylamine.  Dimethylnitrouracil  melts  at  154’5° 
and  is  deposited  from  hot  water  in  needles  containing  1  mol.  H20. 
It  does  not  unite  with  bases  to  form  salts.  The  constitution  of 
methyl-  and  dimethyl -nitrouracil  can  be  represented  by  the  formula?, 

CO<NMe<CO>C'N°2  and  CO<KMeCCO>C‘N°2-  Methylnitro- 
mothyluracil,  prepared  by  the  action  of  methyl  iodide  on  potassium 
nitromethyluracil,  crystallises  in  needles  and  melts  at  149°.  It 
unites  with  bases,  forming  crystalline  salts.  Ethylnitrouracil, 
C6H,N304  -f-  H20,  forms  silky  needles  and  melts  at  194*5  ;  it  is  de¬ 
posited  from  alcohol  in  anhydrous  crystals,  and  is  soluble  in  hot 
water,  ether,  chloroform,  benzene,  and  ethyl  bromide.  The  potassium 
and  silver  salts  crystallise  in  needles. 

Ethylisobarbituric  acid,  C6H8N203,  melts  at  250°,  but  begins  to 
decompose  at  230°.  It  is  soluble  in  hot,  but  almost  insoluble  in  cold 
water.  Etlnylhdmxy xanthine  crystallises  in  prisms  which  turn  pink 

on  exposure  to  the  air.  Ethylmethylnitrouracil,  CO<^^^e^|^^>C,X02, 

crystallises  from  hot  water  in  needles,  containing  1  mol.  H20.  The 
crystals  effloresce  ;  it  melts  at  109°.  Methyl  ethylnitrouracil, 

CO CO  ^C*^02,  melts  at  73°  and  crystallises  in  rhombohedra, 

containing  1  mol.  H20.  The  substance  becomes  anhydrous  at  90*, 
and  remains  liquid  at  the  ordinary  temperature,  but  solidities  on  the 
addition  of  water.  It  is  freely  soluble  in  alcohol  and  ether. 

W.  C.  W. 
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Fucusol.  By  Maquexxg  ( Compt .  rend.,  109,  571 — 573). — Dried 
Fucus  resiculosns  was  heated  in  an  oil-bath  at  100°  with  4‘5  parts  of 
sulphuric  acid  of  20°  B  and  the  product,  after  neutralisation,  was 
distilled  and  fractionated.  Small  quantities  of  water  and  acetone 
were  obtained,  together  with  two  fractions  boiling  at  1(32 — 163°  and 
185 — 187°  respectively.  The  fraction  1(12 — 163°  consists  of  pure  fur- 
furaldehyde  :  the  fraction  185  — 187°  is  methylfurfuraldehyde ,  a 
liquid  of  sp.  gr.  1  •  1  05  at  15°.  With  ammonia,  it  yields  a  crystalline 
product  closely  resembling  furfuramide ;  its  liydrazone  is  an  oily 
liquid  ;  with  silver  oxide,  it  yields  methylpyromueic  acid,  melting  at 
108 — 109°.  When  treated  with  hydriodic  acid,  it  resinifies  but  does 
not  carbonise,  and  does  not  become  green;  the  product  yields  iodo¬ 
form  when  mixed  with  potassium  hydroxide.  With  acetic  anhydride 
in  presence  of  fused  sodium  acetate,  it  yields  methylfurfurncrylic 
acid  melting  at  157°  and  crystallising  from  boiling  water  or  alcohol 
in  small,  white  needles  which  retain  about  ^  mol.  H20.  If  methyl  fur- 
furaldebyde  is  heated  with  strong  hydrochloric  acid,  it  becomes  green, 
a  reaction  which  Stenhouse  observed  with  fucusol.  The  following 
reaction  serves  to  detect  methylfurfuraldohydo  in  presence  of  a  large 
proportion  of  furfuraldehyde.  One  drop  of  the  liquid  is  dissolved  in 
5 — 6  c.c.  of  alcohol  of  90°  and  1  c.c.  of  sulphuric  acid  of  00°  is  added 
slowly  without  agitation;  a  green  coloration  appears  at  (he  junction 
of  the  two  liquids.  The  coloration  persists  even  after  agitation  if 
the  methylfurfuraldehyde  is  abundant,  but  changes  to  grey  if  furfur¬ 
aldehyde  is  in  excess.  The  reaction  is  similar  to  that  given  by  heptine 
(or  its  oxidation-products)  from  perseitol. 

This  methylfurfuraldehyde  is  identical  with  that  obtained  by  Hill 
from  wood  tar. 

Fucusol  is  not  a  distinct  compound,  as  Stenhouse  supposed,  but  is 
a  mixture  of  furfuraldehyde  with  about  10  percent,  of  methylfurfur¬ 
aldehyde.  C.  H.  B. 

Relation  between  Sugars  and  Fnrfuran-derivatives.  By 

Maquenxe  (Compt,  rend.,  109,  603 — 606). —  Methylfurfuraldehyde 
from  Fucus  (preceding  Abstr.)  yields  acetic  acid  on  oxidation,  and 
hence  contains  a  terminal  methyl-group,  and  is  one  of  the  three 
isomorides  which  contain  the  methyl-group  in  the  position  2,  3,  or  4 
with  respect  to  the  aldehyde  group.  It  lias  the  same  relation  to  isodul- 
citol  or  rhamnose,  CeHuOs,  as  furfuraldehyde  has  to  arabinose,  CsH10O5. 

Crystallised  isodulcitol  distilled  with  four  times  its  weight  of  sul¬ 
phuric  acid  of  15  to  20°  B  yields  a  small  quantity  of  acetone,  together 
with  pure  methylfurfuraldehyde  identical  with  that  from  Fucus  vesi- 
culosus  or  wood  tar,  but  no  furfuraldehyde  is  obtained.  Fischer 
and  Tafel  have  shown  that  isodulcitol  is  an  aldehyde  derived  from 
normal  hexane,  and  according  to  Herzig  it  yields  acetic  acid  on  oxida¬ 
tion,  aud  hence  contains  a  terminal  methyl-group.  Its  conversion 
into  methylfurfuraldehyde  would  involve  the  nnion  of  the  chains 
2  and  5  by  means  of  an  atom  of  oxygen,  the  methyl-group  occupving 
the  positiou  4,  thus  : — 

Me.CH-^pTj 

U<C(CHO^U±1- 


VOL.  LYIII, 


d 


34 


ABSTRACTS  OF  CHEMICAL  PAPERS. 


Since  fnrfuralcleliydo  is  obtaiued  from  arabinose  by  dehydration, 
it  follows  that  isodulcitol  is  a.'-methylarabinose,  a  relation  which  has 
often  been  suggested,  but  has  never  previously  been  established. 

The  yield  of  methylfurfuraldehyde  from  isodulcitol  is  small,  but  it 
suffices  to  detect  the  isodulcitol  in  substances  in  which  its  presence  is 
not  recognised  by  the  usual  methods,  and  it  has  been  detected  in 
several  plants  in  which  it  was  not  known  to  exist.  Since  Fuchs  vesicu- 
lusus  yields  methylfurfuraldehyde  ( loc .  cit .),  it  would  seem  that  isodul¬ 
citol  exists  in  marine  plants.  C.  H.  B. 

Selenium  and  Oxygen-derivatives  in  the  Benzene  Series. 

By  C.  Chabeie  ( Gompt .  rend.,  109,  -568 — 570).' — The  action  of  nitric 
acid  on  phenyl  selenide  (Abstr.,  18S9,  1167),  yields  nitro- derivatives  ; 
potassium  permanganate  or  chromic  acid  yields  indefinite  oxidation- 
products  ;  hydrogen  peroxide  and  hydrochloric  acid  yield  compounds 
in  which  oxygen  has  been  introduced  into  the  phenyl-group. 

The  action  of  selenious  chloride,  SeOCh,  on  benzene  in  presence  of 
aluminium  chloride  yields  two  compounds  according  to  the  proportions 
of  the  reacting  bodies.  Diphenylselenone,  SeOPh2,  is  an  amber-yellow 
liquid  which  boils  at  230°  under  a  pressure  of  65  mm.  ;  sp.  gr.  at 
19  6  =  1*48.  The  other  product,  PhSeO*C6H4Cl,  crystallises  in  white, 
hexagonal,  prismatic  lamellae  with  a  fatty  lustre  ;  it  melts  at  94°,  boils 
at  230°  under  a  pressure  of  a  few  millimetres,  is  insoluble  in  water, 
but  dissolves  in  alcohol,  and  is  attacked  by  cold  nitric  acid. 

Dipheuylselenine  when  treated  with  bromine  water  yields  the  com¬ 
pound,  SeO(C6H4Br)2,  which  crystallises  from  alcohol  in  modified 
rhombic  prisms  melting  at  120°.  When  mixed  with  hydrogen 
peroxide  and  hydrochloric  acid  and  treated  with  a  current  of 
air,  dipheuylselenine  yields  the  compound,  SeO(CeH4Cl)2  or 
PhSeO'CsHaCb,  which  crystallises  from  boiling  alcohol  in  small, 
white  prisms,  melts  at  159 3,  and  is  not  attacked  by  cold  nitric 
acid. 

The  action  of  the  compound  Se(0H)oCl2  on  benzene  in  presence  of 
aluminium  chloride  yields  diphenylselenine  and  selenophenol. 

C.  H.  B. 

Action  of  Phosphorus  Trichloride  on  Phenol.  By  R. 

Anschutz  and  W.  O.  Emery  ( Amer .  Qhem,  11.  379 — 387). — By  the 
action  of  phosphorus  trichloride  on  phenol,  the  following  three  com¬ 
pounds  were  formed  (compare  Xoack,  Abstr.,  1883,  735),  and  were 
separated  by  distillation  under  greatly  diminished  pressure  : — 

Phenylphosphoryl  dichloride ,  PCl2*OPh  ;  sp.  gr.  1*3542  at  20°  (water 
at  4°  =  1)  ;  boiling  at  90°  under  11  mm.  pressure  ;  dip henylphosp horij l 
chloride ,  PCl(OPh)2;  sp.  gr.  1*24378  at  2d°  (water  at  4°  =  1)  ;  boil¬ 
ing  at  172°  under  11  mm.  pressure;  triphenyl  phosphite,  P(OPh)3; 
sp.  gr.  1*18428  at  20°  (water  at  4°  =  1)  ;  boiling  at  220°  under  11  mm. 
pressure. 

The  action  of  phosphorus  pentachloride  on  the  preceding  com¬ 
pounds  was  iuvestigated.  In  the  cold,  no  action  takes  place  ;  at 
100°  crystalline  compounds  are  formed,  soluble  in  chloroform  and 
carbon  tetrachloride.  Chlorine  additive-products  were  almost  cer¬ 
tainly  formed,  but  they  could  not  be  isolated  ;  they  were,  however, 
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obtained  by  passing  dry  chlorine  over  solutions  of  the  phosphorous 
compounds  in  dry  ether.  Phenylphosphoryl  tetrachloride ,  PGlyOPh, 
prepared  from  chlorine  and  phenylphosphoryl  dichloride,  forms  small 
plates,  soluble  in  chloroform  and  carbon  tetrachloride,  insoluble  in 
ether;  it  is  deliquescent,  and  is  decomposed  by  water,  normal  phenyl 
phosphate  being  formed.  With  sulphurous  anhydride,  it  behaves  like 
the  corresponding  phosplienyl  compound,  giving  thionyl  chloride  and 
the  oxychloride,  POCVOPh,  boiling  at  121 — 122°  under  11  mm. 
pressure.  Diphenylphosphoryl  trichloride,  PCl3(OPh)2,  formed  from 
chlorine  and  diphenylphosphoryl  chloride,  is  a  yellow  oil,  solidifying 
to  minute  crystals,  soluble  in  chloroform,  insoluble  in  ether;  it  easily 
decomposes  when  heated,  and  also  when  treated  with  water,  in  which 
case  phenyl  phosphate  is  formed.  Tnphenylphosphori/l  dichloride , 
PCl2(OPh);t,  prepared  from  chlorine  and  phenyl  phosphite,  solidifh  s 
at  a  very  low  temperature  ;  when  treated  with  water,  it  decomposes 
into  phenyl  phosphate  and  hydrochloric  acid. 

By  the  addition  of  dry  bromine  to  ethereal  solutions  of  the  monn- 
and  di-chlorides,  the  compounds  PChBiyOPli  and  PClBr*(OPh)3 
were  obtained  ;  these  are  very  unstable  substances. 

Phenylphosphon/l  thiochloride,  PSClyOPli,  was  obtained  by  heating 
phenylphosphoryl  dichloride  with  sulphur  at  190°  ;  it  has  a  sp.  gr.  of 
1 '40593  at  2u°  (water  at  4°  =  1),  boils  at  119 — 120°  under  11  mm. 
pressure,  and  is  a  highly  refractive  liquid,  soluble  in  ether  and  chloro¬ 
form.  Diphenylphosphoryl  thiochloride,  PSCl(OPh)2,  prepared  from 
diphenylphosphoryl  chloride  and  sulphur  heated  at  190°;  melts  at 
G3 — 64°,  and  boils  at  194°  under  11  mm.  pressure.  Attempts  to 
obtain  the  preceding  two  compounds  by  heating  together  phenol  and 
phosphorus  thiochloride  were  unsuccessful,  hydrogen  chloride  and 
normal  phenyl  phosphate  being  formed.  Triphemyl  thiophosphate, 
PS(OPh)3,  was  obtained  by  heating  phenyl  phosphite  with  sulphur  at 
190°  ;  it  forms  crystalline  needles  melting  at  49 — 50°,  and  boiling  at 
245°  under  1 1  mm.  pressure ;  sp.  gr.  =  P24411  at  20°  (water  at  4°  =  1). 
It  is  found  that  these  tliio-compounds  have  very  nearly  the  same 
melting  points  and  boiling  points  as  the  corresponding  oxy-com- 
pounds. 

The  existence  of  the  compound  PCIyOPh  leads  to  the  following 
view  of  the  action  of  phosphorus  pentachloride  on  hydroxy-com¬ 
pounds  : — 

ROlI  +  PC15  =  HC1  +  RO’PClj  and  RO-PClj  =  POCl3  +  RC1. 

C.  F.  B. 

Apiole.  By  G.  Ciamician  and  P.  Silber  (Per.,  22,  2481—  2490 ; 
compare  Abstr.,  1888,  IlOO). — The  authors  give  the  name  ajiionole  to 
the  tetraliydroxybenzene  which  forms  the  basis  of  apiole  ;  the  dimethyl 
ether  of  tetraliydroxybenzene  is,  therefore,  dimetliylapionole,  and 
“  apione  ”  is  dimethylmetliyleneapionole, 

Dimetliylapionole,  C6H2(01Ib(OMe)2,  is  obtained  when  apiolic  acid 
(2-5  grams)  is  heated  at  180°  for  4  to  6  hours  with  potash  (S  grams) 
and  alcohol  (10  c.c.).  It  melts  at  105 — 106°  and  boils  at  298°.  In 
aqueous  solutions,  ferrous  sulphate  produces,  after  some  time,  a  blue 
coloration,  lead  acetate  a  gelatinous  precipitate,  ar.d  silver  nitrate  a 
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crystalline  precipitate,  which  immediately  turns  black.  It  dissolves 
in  concentrated  sulphuric  acid,  yielding  a  yellow  solution,  which 
quickly  turns  red.  and  on  warming  becomes  violet.  The  diacetyl- 
derivative,  CBH2(OMc)2(OAc)2,  crystallises  from  alcohol,  melts  at 
144°,  and  is  soluble  in  ether,  warm  alcohol,  and  glacial  acetic  acid, 
but  only  sparingly  in  hot,  and  insoluble  in  cold  water.  It  dissolves 
in  warm,  concentrated  sulphuric  acid,  yielding  a  colourless  solution, 
which  turns  yellow  and  then  brown  on  heating  more  strongly. 

Tetramethylapionole ,  C6H2(OMe)4,  prepared  by  treating  the  di¬ 
methyl-derivative  with  methyl  iodide  in  methyl  alcoholic  potash 
solution,  crystallises  from  hot  water  in  colourless  needles,  melts  at  81°, 
and  is  readily  soluble  in  alcohol,  ether,  benzene,  acetone,  and  acetic 
acid,  but  only  sparingly  in  water.  It  dissolves  in  concentrated  sul¬ 
phuric  acid,  yielding  a  colourless  solution,  which  turns  brownish-red 
on  warming,  and  in  concentrated  nitric  acid  with  a  yellow  coloration. 
It  is  not  acted  on  by  hydrochloric  acid  at  100°,  but  at  higher  tem¬ 
peratures  it  is  decomposed  with  evolution  of  methyl  chloride. 

Apioneacrylic  acid,  CH^OoiCeH^Meb'CHiCH'COOH,  prepared  by 
boiling  apiolaldehyde  with  acetic  anhydride  and  sodium  acetate, crystal¬ 
lises  from  hot  alcohol  in  small,  yellow  needles,  melts  at  190°,  and  is 
readily  soluble  in  hot  glacial  acetic  acid,  benzene,  and  alcohol,  but  only 
sparingly  in  ether  and  hot  water,  and  almost  insoluble  in  cold  water.  It 
dissolves  in  concentrated  sulphuric  acid  with  a  yellow  coloration,  the 
solution  turning  brown  on  warming.  The  sodium  salt  crystallises  in 
microscopic  needles,  and  is  readily  soluble  in  water;  in  an  aqueous 
solution  of  the  sodium  salt,  lead  acetate,  barium  chloride,  calcium 
chloride,  or  zinc  sulphate  produces  a  colourless,  nickel  nitrate  or  copper 
sulphate  a  green,  cobalt  nitrate  a  red,  silver  nitrate  a  light  yellow, 
and  ferric  chloride  a  reddish-brown  precipitate. 

Apionecrotonic  acid ,  CH>02iCfiH(0Me)2‘CH!CMe’C00H,  prepared 
from  apiolaldehyde  in  like  manner,  crystallises  from  alcohol  in  light 
yellow  needles,  melts  at  209°,  and  is  almost  insoluble  in  water,  but 
soluble  in  ether,  hot  alcohol,  and  hot  acetic  acid.  It  dissolves  in  con¬ 
centrated  sulphuric  acid  with  a  yellow  coloration,  the  solution  turning 
bluish-green  on  warming.  The  sodium  salt  is  readily  soluble  in 
water.  The  calcium  salt,  (CmHiaOs^Ca  -f-  5HsO,  crystallises  from  hot 
water  in  broad,  colonrless  needles,  and  loses  its  water  at  100°.  The 
silver  salt,  Ci3H1306Ag,  is  colourless,  and  very  sparingly  soluble  in 
water.  In  aqueous  solutions  of  the  sodium  salt,  barium  chloride, 
magnesium  sulphate,  or  7,inc  sulphate  produces  a  white,  crystalline 
precipitate,  and  solutions  of  copper,  nickel,  cobalt,  and  ferric  salts  also 
give  a  precipitation.  When  the  calcium  salt  is  distilled  with  lime,  a 
small  quantity  <4  a  crystalline  compound,  melting  at  83°,  is  obtained. 

When  calcium  apiolate  is  distilled  with  lime,  it  yields  a  mixture  of 
substances,  some  of  which  are  volatile  with  steam  ;  the  non-volatile 
residue  crystallises  from  alcohol  in  needles,  melts  at  71 — 72°,  and 
seems  to  have  the  composition  C0HsO5. 

The  nitro-compound  (m.  p.  117 — 118°)  previously  described  (loc. 
cit.),  and  obtained  by  treating  apiolic  acid  with  nitric  acid  of  sp.  gr. 
1*4  in  glacial  acetic  acid  solution,  has  the  composition  C9HbjST20s,  not 
C9H6X207,  as  previously  given,  and  is  probably  dinitrapione. 
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The  nitro-compound  (m.  p.  110°),  prepared  from  isapiole  by 
Ginsberg  (Abstr.,  1888,  722),  is  probably  identical  with  dinitrapione, 
and  the  compound  (m.  p.  137 — 138°)  obtained  by  the  authors  from 
sipiolaldehyde  is  probably  a  intro-derivative  of  apiolaldehyde. 

F.  S.  K. 

Chlorination  and  Bromination  of  Aniline,  Orthotoluidine, 
and  Paratoluidine  in  presence  of  Excess  of  a  Mineral  Acid. 
By  R.  Hafner  (Ber.,  22,  2524 — -2541). — A V lien  chlorine  is  passed 
into  an  ice-cold  solution  of  aniline  in  excess  of  07  per  cent,  sul- 
phurie  acid  for  about  IS  hours,  almost  the  whole  of  the  aniline 
remains  unchanged,  only  small  quantities  of  paraehlorauilinc  being 
formed.  Under  the  same  conditions,  but  employing  65  per  cent,  sul¬ 
phuric  acid,  symmetrical  trichloraniline  (m.  p.  77°),  traces  of  a  com¬ 
pound  melting  at  63 — 64°,  probably  trichloi  ophenol  (m.  p.  67 — 68°), 
and  considerable  quantities  of  resinous  products  are  formed,  but  a 
large  quantity  of  aniline  remains  unchanged.  Chlorine  acts  energetic¬ 
ally  on  aniline  in  40  percent,  ice-cold  sulphuric  acid  solution;  the 
principal  product  is  trichloraniline,  but  trichlorophenol,  resinous 
products,  and  traces  of  other  compounds,  probably  chloraniline  and 
dichloraniline,  are  also  formed. 

When  chlorine  is  passed  into  an  ice-cold  solution  of  aniline  in 
excess  of  very  concentrated  (40  per  cent.)  hydrochloric  acid  for  about 
IS  hours,  most  of  the  1  ase  is  converted  into  parachloraniline  and  tri¬ 
chloraniline,  but  considerable  quantities  remain  unchanged.  Tri¬ 
chloraniline  is  also  formed  when  chlorine  (4  mol.)  is  passed  into  a 
solution  of  aniline  (1  mol.)  in  ice-cold,  concentrated  hydrochloric 
acid.  In  30  per  cent,  ice-cold  hydrochloric  acid  solution,  chlorine 
acts  on  aniline  much  more  readily;  parachloraniline,  dichloraniline, 
symmetrical  trichloraniline,  and  other  compounds,  probably  chloro- 
derivatives  of  phenol,  are  fotmed,  and  none  of  the  base  remains 
unchanged.  In  20  per  cent,  hydrochloric  acid  solution  under  the 
same  conditions,  trichloraniline,  ehlorophenols,  and  large  quantities  of 
resinous  products  are  formed. 

Bromine,  even  when  added  in  large  excess,  has  no  appreciable 
action  on  aniline  in  97  per  cent,  sulphuric  acid  solution;  after  four 
months’  time,  only  small  quantities  of  symmetrical  tribromaniline  are 
formed.  If  a  small  quantity  of  iodine  is  mixed  with  the  bromine, 
the  formation  of  tribromaniline  takes  place  rather  more  readily.  In 
65  per  cent,  and  in  40  per  cent,  iee-eold  sulphuric  acid  solution, 
aniline  is  acted  on  by  excess  of  bromine,  considerable  quantities  of  tri¬ 
bromaniline  being  formed  ;  in  the  latter  case  small  quantities  of  a 
compound,  probably  tribi omophenol,  are  also  formed.  When  aniline 
is  treated  with  excess  of  bromine  in  40  per  cent,  hydrochloric  acid 
solution,  a  reaction  immediately  takes  place,  and  the  whole  of  the 
base  is  converted  into  tribromaniline;  in  20  per  cent,  hydrochloric 
acid  solution,  small  quantities  of  tribromophenol  are  also  formed. 

Aniline  hydrobromide  is  completely  converted  into  tribromaniline 
when  treated  with  excess  of  bromine  in  a  concentrated  icc-eold  solu¬ 
tion  of  potassium  bromide;  the  yield  of  the  pure  product  is  90  per 
cent,  of  the  theoretical  quantity. 
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solution  of  paratoluidine  for  about  24  hours,  metachloroparatoluidine 
[Me  :  Cl :  NH2  =1:3:4]  and  larger  quantities  of  orthochloropara- 
toluidine  [Me  :  Cl  :  NH3  =  1:2:4]  are  obtained,  but  a  consider¬ 
able  quantity  of  the  base  remains  unchanged.  In  40  per  cent,  hydro¬ 
chloric  acid  solution,  the  whole  of  the  paratoluidine  enters  into 
reaction,  yielding  metachloroparatoluidine,  metadichloroparatoluidine 
[Me  :  Cl3  :  NH2  =1:3:5:  4],  a  crystalline  compound,  probably 
orthochloroparntoluidine,  and  oily  products,  probably  chlorinated  de¬ 
rivatives  of  eresol. 

When  paratoluidine  is  treated  with  excess  of  bromine  in  39  per 
cent,  ice-cold  hydrochloric  acid  solution,  it  is  almost  completely  con¬ 
verted  into  metadibronioparatoluidine,  melting  at  73 — 74°,  very  small 
quantities  of  a  bromoeresol  being  also  produced.  In  Go  per  cent, 
sulphuric  acid  solution  under  the  same  conditions,  large  quantities  of 
metadibronioparatoluidine  are  formed. 

When  orthotoluidine  is  treated  with  excess  of  chlorine  in  9S  per 
cent,  ice-cold  sulphuric  acid  solution,  it  is  partially  converted  into  a 
chlorotoluidine ;  bromine  under  the  same  conditions  has  no  appre¬ 
ciable  action,  even  after  eight  days’  time.  F.  S.  K. 

Action  of  Nascent  Nitrous  Acid  on  various  Amines  and 
Phenols.  By  A.  Deninger  ( J.pr .  Cliem .  [2],  40.  290 — 302). — When 
sodium  nitrite  (3  mols.)  acts  on  an  aqueous  aeid  solution  of  aniline, 
ortho-  and  para-nitrophenol  and  some  resinous  substances  are  pro¬ 
duced,  in  quantities  dependent  on  the  concentration,  acidity,  and 
temperature.  The  quantity  of  orthonitrophenol  produced  is  greater, 
the  more  rapid  the  reaction,  and  the  higher  the  tempcratnre  above 
G5°  ;  it  varies  from  0  to  50  grams,  whilst  that  of  paranitrophenol  varies 
from  0  to  33  grams  per  100  grams  of  aniline.  Air  blown  through  the 
liquid  diminishes  the  quantity  of  phenols  produced,  as  also  does  the 
presence  of  oxidising  or  reducing  substances.  The  nature  of  the  acid 
has  no  apparent  effect.  To  obtain  the  best  yield,  10  grams  of  aniline, 
20  c.e.  of  sulphuric  acid,  and  80  c.c.  of  water  are  mixed  and  cooled  to 
15°;  300  grains  of  sodium  nitrite  in  100  c.c.  of  water  are  then  added, 
the  solution  heated  in  a  water-bath  and  a  large  quantity  of  hot  dilute 
sulphuric  acid  (1  :  1)  immediately  added.  Alter  the  reaction,  the 
ortho-compound  is  distilled  over  with  steam,  and  the  para-compound 
crystallised  from  the  residue.  Nitric  oxide  alone  appears  to  be  evolved 
during  the  reaction. 

If  orthotoluidine  (10  grams)  be  substitned  for  aniline  in  the  above 
process,  orthonitrocresol  [Me  :  OH  :  N03  =  1  :  2  :  3]  (5  to  6  grams), 
melting  at  6S  —  69°,  is  obtained.  By  using  a  more  dilute  solution 
and  allowing  it  to  stand  for  14  days  at  15 — 20°  paranitrocresol 
[Me  :  OH  ;  NO.  =  1:2:  5],  melting  at  96°  is  obtained.  With 
paratoluidine  (100  grams)  only  one  nitrocresol  (138  grams),  melting 
at  33  —  34°,  is  obtainable. 

By  acting  on  diamidoparadiphenyl  and  diamidoparaditolyl  respec¬ 
tively  with  sodium  nitrite  (6  mots.)  in  the  way  described  above, 
dinitrodiphenol  (m.  p.  200°)  and  din  it  rod  i  eresol  (m.  p.  270°)  are  pro¬ 
duced  respectively. 

The  sulphate  of  diamidodicresol  (Abstr.,  1SS8,  S3S),  obtained  by 
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reducing  the  dinitroeresol,  is  sparingly  soluble  in  water;  by  diazo- 
tising  it  and  decomposing  with  hot  sulphuric  acid,  tetrahydroxyditolyl 
is  obtained  as  a  pleasant-smelling  oil,  which  is  volatile  with  steam  ; 
its  aqueous  solution  gives  a  yellowish-white  precipitate  with  ferric 
chloride. 

With  naphthylaminc,  the  above  treatment  yields  dinitronaphthol 
and  a  little  nitronaphthol  ;  when  a-naphthylamine  is  treated  with 
2  mols.  more  sodium  nitrite  than  is  necessary  for  diazotising,  and 
distilled  at  onee  with  steam,  y3-nitro-a-naphthol  (m.p.  128°)  is  ob¬ 
tained  ;  but  if  allowed  to  stand  for  14  days  at  10 — 15°  «-nitro-«- 
naphthol  is  formed.  /3-naphthylamine  yields  a-nitro-(3-naphthol 
(m.  p.  103°). 

Sulphanilic  and  orthotoluidinesulphonic  acids  yield  by  this  treat¬ 
ment  garnet-red  crystals,  which  lose  the  sulphonic  acid  group  when 
treated  with  super-heated  steam  and  yield  nitrophenol  and  nitro- 
cresol  respectively.  Naphthionic  acid  yields  nitronaphtholsulphonic 
acid. 

Salicylic  acid  and  its  ethereal  salts  yield  nitrosalieylie  acid  and  its 
ethereal  salts. 

A  new  substance  is  obtained  when  paraphenolsulphonic  acid  is 
treated  with  sodium  nitrite  and  sulphuric  acid;  it  is  still  under  in¬ 
vestigation.  A.  Gf.  B. 

Some  Nitrated  Diazoamido-compounds.  By  S.  Niemen- 
towski  ( Ber .,  22,  2562—2567). — When  metanitraniline  is  diazotised 
in  the  manner  described  by  Sandmeyer  for  paranitraniline  (Abstr., 
1885,  981)  a  resinous  precipitate  is  formed  the  moment  the  sodium 
nitrite  solution  is  added.  This  can  be  afterwards  separated  from  the 
metanitrobenzonitrile  by  steam  distillation.  It  crystallises  from  amyl 
alcohol  in  lustrous,  golden  needles,  which  melt  at  191 — 192° 
with  decomposition.  It  has  the  formula  C12II9N5O4,  and  is  identical 
with  Griess’  metadiazunmidonitrobenzene  (m.  p.  195'5,  Annalev, 
121,  272)  and  with  Ilallmann’s  dinitroamidoazobenzene  (m.  p. 
175 — 170°,  Ber.,  9,  389).  In  order  to  determine  the  constitution  of 
the  compound,  a  quantity  of  it  was  prepared  by  Ilallmann’s  method  ; 
the  substance  prepared  by  this  method  when  crystallised  from  amyl 
alcohol  also  gave  the  m.  p.  195°.  When  the  compound  is  heated 
with  hydrochloric  acid  (sp.  gr.  =  1*17)  for  10  hours  at  185°,  meta- 
chloronitrobenzcne  is  formed.  Amyl  alcohol  decomposes  it  at  185'J 
with  formation  of  metanitraniline  and  nitrobenzene.  These  reactions 
and  the  behaviour  of  the  substance  towards  aromatic  amines  and 
phenols,  with  which  it  yields  dyes,  show  that  the  compound  is  diazo- 
nmidonitrobenzene.  Ilallmaiin’s  method  ( loc .  cit.)  is  a  very  con¬ 
venient  one  for  the  preparation  of  nitrated  diazoamido-com- 
pounds. 

Diasoamidonitrotohiene ,  CuH13N304  (from  metanitroparatoluidine),  is 
prepared  by  treating  metanitroparatoluidine  (m.  p.  114°,  304  grams), 
suspended  in  alcohol  (250  grams)  with  nitric  acid  (sp.  gr.  1*52, 
7‘5  grams),  and  with  a  saturated  solution  of  potassium  nitrite 
(8*5  grams).  It  crystallises  from  amvl  alcohol  in  dark  reddish-brown 
branched  needles,  melts  at  163°,  dissolves  very  sparingly  in  alcohol, 
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more  readily  in  ether  and  carbon  bisulphide,  and  very  easily  in 
cold  benzene,  acetone,  and  chloroform.  When  heated  with  alcohol 
at  170°,  it  is  decomposed  into  metanitroparatoluidine  and  metanitro- 
toluene. 

Diazoamidonitrufoluene  (from  paranitro-ortliotoluidine,  m.  p.  107°) 
crystallises  from  alcohol  in  long,  bright  yellow  needles,  melts  at  21*2° 
with  decomposition,  and  is  readily  soluble  in  acetone,  benzene,  and 
chloroform.  X.  II.  M. 

Trinitrohydrazobenzene.  By  E.  Fischer  ( Annalen ,  253. 1—5). 
— The  author’s  process  for  preparing  trinitrohydrazobenzene  from 
picryl  chloride  and  phenylliydrazine  has  been  criticised  by  Willgerodt 
and  Ferko  (Abstr.,  18SS,  S30).  In  reply,  the  author  maintains  that 
the  process  yields  good  results,  if  the  necessary  conditions  are  observed. 

W.  G.  W. 

Symmetrical  Nitrophenylhydrazines  of  the  Aromatic  Series. 

By  C.  Willgerodt  (J.  pr.  Chem.  [2],  40,  264 — 270j. — Symmetrical 
picrylhydrazines  are  obtained  by  cohabating  picryl  chloride  and  the 
hydrochloride  of  the  aromatic  hydrazine  (in  molecular  proportion) 
in  alcohol  at  the  ordinary  temperature.  Picryl  phenylliydrazine, 
picri/lorthotolylhydrasive,  picrylparatoly  hydrazine ,  and  picryl-oc-naph - 
thylhydrazine  have  been  thus  obtained. 

All  these  decompose  before  the}'  melt,  at  temperatures  dependent 
on  their  state  of  division  ;  thus  picrylphenylliydrazine  in  powder 
decomposes  at  177°,  whereas  its  crystals  decompose  at  1S1°  (compare 
Abstr.,  1888,  829). 

The  author  has  studied  the  action  of  heat  on  the  nitrophenyl¬ 
hydrazines  in  presence  of  various  liquids  and  finds  that  the  decom¬ 
positions  which  occur  may  be  classified  as  follows  : — (1.)  The  liquid 
does  not  decompose  the  nitrokydrazineperse;  in  this  case  the  hydrazine 
hydrogen  reduces  the  nitro-group  to  a  nitroso-group  ;  such  liquids 
are  water,  dilute  hydrochloric  acid,  benzene,  and  glacial  acetic  acid. 
(2.)  The  liquid  is  an  oxidising  agent;  the  nitroliydrazinc  is  oxidised 
to  a  nitroazo-compound.  (3.)  The  liquid  decomposes  the  nitro- 
hydrazine  altogether.  (4.)  The  liquid  acts  as  a  reducing  agent,  such 
liquids  being  ethyl  and  methyl  alcohols,  formic  acid,  and  acetone  ;  the 
first  two  and  acetone  convert  picrylhydrazine  into  dinitrosonitroazo- 
benzene,  melting  at  219 — 220°  ;  formic  acid  converts  it  into  a  mixtnre 
of  two  substances,  melting  at  225°  and  233°.  (5.)  The  liquid  is  an 

organic  base;  in  this  case  the  nitroliydrazine  is  first  converted  into 
niiro-niti oso-azo-compounds,  and  these  into  polyazo-com pounds. 

The  paper  concludes  with  a  reply  to  Freund  (Abstr.,  1889,  977)  who 
criticises  the  author’s  and  Ferko’s  former  w'ork  (Abstr.,  1888,  829). 

A.  G.  B. 

Phenylhydrazone.  By  E.  Fischer  and  F.  Acn  (Annalen,  253, 
57 — 65). — Acetonedinitrophenylhydrazone,  CgHioXiCh,  is  prepared  by 
slowly  adding  acetonephenylhvdrazone  (12  grams)  to  strong,  colour¬ 
less  nitric  acid  (25  grams)  surrounded  by  a  freezing  mixture  ;  this 
solution  is  allowed  to  drop  into  100  grams  of  well-cooled  fuming 
nitric  acid  and  the  mixture  is  poured  into  ice  water ;  the  product  is 


ORGANIC  CHEMISTRY. 


41 


extracted  with  small  quantities  of  ether  and  the  residue  purified  by 
recrystallisation  from  alcohol.  it  melts  at  127°  (uncorr.),  is  soluble 
in  benzene,  chloroform,  ether,  and  in  hot  alcohol,  and  is  quickly 
decomposed  by  hot  alkaline  solutions,  but  less  readily  by  acids. 
Phenylliydrazonelevulinic  anhydride  is  converted  into  the  paranitro- 

derivative,  N02-C6H4,N<^Q.Q^t  >CII2.  by  fuming  nitric  acid.  This 

substance  crystallises  in  flat  needles  of  a  yellow  colour,  is  soluble  in 
hot  alcohol,  benzene,  and  glacial  acetic  acid,  and  melts  at  118 — 119°. 
The  alcoholic  solution  is  converted  into  paraphenylenediamine 
by  reduction  with  zinc-dust  and  acetic  acid.  Warm  alcoholic  potas¬ 
sium  hydroxide  or  warm  concentrated  hydrochloric  acid  converts 
the  anhydride  into  paranitrophenylhydi  azonelevulinic  acid, 
NOa'CsHpNH-NiCMe’CsHj-COOH.  This  acid  forms  orange-coloured 
needles  soluble  in  acetone  and  hot  alcohol ;  it  also  dissolves  in 
alkalis,  forming  intense  deep-red  solutions.  It  darkens  at  1  90°  and 
melts  with  decomposition  at  200°.  The  ethyl  salt  melts  at  15G — 157° 
with  slight  decomposition.  It  crystallises  in  needles  and  dissolves 
freely  in  hot  alcohol,  benzene,  and  glacial  acetic  acid. 

The  hydrazones  of  acetone  and  of  acetaldehyde,  propaldehyde,  and 
cenanthaldehyde  are  decomposed  by  gently  warming  with  pyruvic 
acid  ;  acetone  or  aldehyde  is  liberated  and  phcnylhydrazonepyruvic 
acid  is  produced.  The  ketones  and  7-ketonic  aeids  behave  in  the 
same  way. 

Panmitrophenylhydrazonepyruvic  acid ,  NCVCeHj'NH'NiGAIe'COOH, 
is  precipitated  when  pyruvic  acid  is  added  to  a  hot  dilute  solution  of 
nitrophenylhydrazonelevulinic  acid  in  hydrochloric  acid.  The  acid 
is  soluble  in  acetone  and  in  warm  alcohol,  and  is  decomposed  by  heat. 

w.  c.  w. 

Amidoximes  and  Azoximes.  By  F.  Tiemaxn  ( Ber .,  22,  2391 — 
2395;  compare  Abst.,  1SSG,  875). — The  conversion  of  nitriles  into 
amidoximes  by  the  action  of  hydroxylamine  may  be  considered  to  be 
a  general  reaction,  as  hitherto  it  has  been  found  to  apply  to  all  cases, 
except  that  of  nitriles  such  as  pentamethylbenzonitrile,  which  cannot 
be,  or  are  only  with  difficulty,  converted  into  the  corresponding 
acid  by  the  usual  reagents.  As  a  rule,  the  formation  of  the  amid- 
oxime  takes  place  much  more  slowly  with  nitriles  of  high  molecular 
weight  and  rich  in  carbon,  and  the  acid  character  of  the  product  is 
less  marked. 

The  amidoximes  combine  readily  with  hydrogen  cyanate,  phenyl- 
carbimide,  and  phenylthiocarbimide,  yielding  uramidoximes,  phonyl- 
uramidoximes,  and  phenylthinramidoximes.  The  ethyl-derivatives 
of  the  amidoximes  also  combine  with  phenylthiocarbimide  and  with 
phenylcarbimide.  F.  S.  1C. 

Phenylallenylamidoxime-derivatives.  By  H.  Wolff  (Ber., 
22,  2395—2401  ;  compare  Abstr.,  1880,  798). — PhenylaUenyletho.eime 
nitrite,  CHPh;CH,C(N,OEt)-0-NO,  separates  in  colourless  needles 
when  a  solution  of  phenylallenylamidothoxime  (1  mol.)  in  dilute 
sulphuric  acid  is  treated  with  sodium  nitrite  (2  mols.)  in  the  cold. 
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]t  turns  yellow  after  a  short  time  and  is  very  unstable,  exploding 
slightly  when  treated  with  concentrated  sulphuric  acid,  or  when 
heated  quickly.  It  melts  at  Gl°,  is  readily  soluble  iu  alcohol,  chloro¬ 
form,  benzene,  and  ether,  but  only  sparingly  in  light  petroleum,  and 
almost  insoluble  in  water.  It  can  be  crystallised  from  alcohol  at 
temperatures  below  55°,  but  slight  decomposition  occurs.  It  is 
decomposed  by  acids  or  alkalis,  yielding  cinnamic  acid.  The  chloride , 
CHPlnCH-CClIN-OEt,  separates  as  a  yellowish  oil  when  the  amid- 
ethoxime  is  dissolved  in  excess  of  hydrochloric  acid,  and  the  solution 
treated  with  sodium  nitrite.  It  is  soluble  in  ether,  alcohol,  benzene, 
and  chloroform,  hut  only  sparingly  soluble  in  light  petroleum  and 
carbon  bisulphide,  and  almost  insoluble  in  water ;  it  is  not  decom¬ 
posed  when  warmed  for  a  short  time  with  acids  or  bases. 

Phevyldibromopropenylethoxime  chloride ,  CHTirPlrCHBrCCKN'OEt, 
prepared  by  warming  the  chloride  with  a  slight  excess  of  bromine,  is 
a  solid  compound  readily  soluble  in  ether,  benzene,  and  chloroform, 
but  only  sparingly  in  light  petroleum,  and  insoluble  in  water. 

Phenylallenylphenyluramidethoxime , 

CHPh:CH*C(NOEt)'NH-CO-NHPh, 

obtained  by  treating  phenylallenylamidethoxime  with  phcnylcarb- 
imide,  crystallises  from  dilute  alcohol  in  colourless  needles,  melts  at 
155 — 150°,  and  is  readily  soluble  in  alcohol,  ether,  benzene,  and 
chloroform,  but  only  sparingly  in  light  petroleum,  hot  water,  and 
hydrochloric  acid,  and  insoluble  in  potash  and  cold  water. 

Phenyl  allenylpltenyluramidoxime, 

CHPh:CH-C(NOII)-NH-CO'NHPh, 

prepared  in  like  manner  from  phenylallenylamidoxime,  crystallises 
from  dilute  alcohol  in  colourless  needles,  melts  at  158 — 159°,  and  is 
readily  soluble  in  ether,  but  only  moderately  so  in  benzene  and 
chloroform,  sparingly  in  light  petroleum,  and  insoluble  in  cold 
water ;  it  is  only  very  sparingly  soluble  in  acids  and  alkalis. 

Phenylallenyluramidoxime ,  CHPlrCH-C(N OEQ-NH'CO’NhL,  sepa¬ 
rates  in  colourless  needles  when  an  aqueous  solution  of  phenylallenyl¬ 
amidoxime  hydrochloride  is  treated  with  potassium  cyanate ;  it  melts 
at  158—159°,  and  is  readily  soluble  in  alcohol  and  ether,  but  only 
moderately  in  benzene  and  chloroform,  and  sparingly  iu  light  petro¬ 
leum  and  cold  water.  It  forms  salts  with  acids,  and  dissolves 
unchanged  in  alkalis,  but  when  treated  with  concentrated  acids  or 
alkalis  at  the  ordinary  temperature,  it  is  reconverted  into  the  amid- 
oxime.  The  plat inochloride,  (Ci0Uu]STsO2)2,II2PtCl6,  is  crystalline. 

Ethyl  phemjlallenylamidoximecarboxylate, 

CHPh:CH-C(NH2):N-0'COOEt, 

is  obtained,  together  with  the  hyrdrochloride  of  the  amidoxime,  when 
phenylallenylamidoxime  (2  mols.)  is  treated  with  ethyl  chlorocarb- 
onate  (1  mol.)  in  benzene  solution.  It  is  a  crystalline,  unstable 
compound,  melts  at  101°,  and  is  readily  soluble  in  ether,  alcohol, 
chloroform,  and  benzene,  but  only  sparingly  in  light  petroleum,  and 
insoluble  in  water. 
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Bhenylallenylcarbouylimidoxime ,  is  formed 

when  the  preceding  compound  is  warmed  with  alkalis,  or  heated 
above  its  melting  point.  It  crystallises  from  dilute  alcohol  in  slender 
needles,  melts  at  199 — 200°,  and  is  readily  soluble  in  alcohol,  ether, 
benzene,  and  chloroform,  but  only  sparingly  in  light  petroleum,  and  is 
insoluble  in  cold  water.  It  has  an  acid  reaction,  and  in  neutral  solu¬ 
tions  of  the  ammonium-derivative,  silver  nitrate  produces  a  white, 
and  copper  sulphate  a  green  precipitate.  F.  S.  Iv. 


Substituted  Amidoximes.  By  H.  ifuu.KR  (. Ber .,  22,  2401 — 
2412  ;  compare  Abstr.,  1886,  875). — Bcnzcnylpbcn ylcarbonylimid- 
oxime,  melting  at  1GG — 1G7°,  is  formed,  together  with  benzylanil- 
idoxime  hydrochloride,  when  benzenylanilidoximc  is  treated  with 
carbonyl  chloride  in  benzene  solution. 

Benzenylanilidoximc  combines  with  chloral  in  the  cold,  forming  a 
colourless,  flocculcnt  compound,  NHPh*CPh.*NOH,CzCl3OH,  which 
melts  at  128 — 130°,  is  readily  soluble  in  alcohol,  ether,  chloroform, 
and  benzene,  and  is  decomposed  by  concentrated  acids  and  boiling 
water. 

Ethylbenzamide ,  COPlrNHEt,  prepared  by  gradually  adding 
benzoic  chloride  to  an  ethereal  solution  of  ethylamine  in  the  cold, 
separates  from  ether  in  large  crystals,  melts  at  6‘J — 70°,  and  is  soluble 
in  water,  benzene,  chloroform,  and  alcohol,  but  only  spa  ringly  in 
light  petroleum  ;  it  is  moderately  easily  soluble  in  hydrochloric  acid, 
but  insoluble  in  soda, 

Benzoparatoluidide,  COPlrNH-CglJjMe,  prepared  from  benzoic 
chloride  and  toluidine  in  like  manner,  crystallises  in  plates,  and 
melts  at  157 — 158°. 

Thiobenzoparatoluidide,  CSPlrNH-C6H4Me,  is  best  prepared  by 
warming  the  preceding  compound  with  phosphorus  pentasulphide  ; 
it  crystallises  from  dilute  alcohol  in  long  yellow  needles,  melts  at 
128 — 129°,  and  is  readily  soluble  in  alcohol,  ether,  chloroform, 
benzene,  light  petroleum,  and  soda,  but  insoluble  in  water. 

Benzenylparatoluidoxime ,  NOH!CPlrNH*C6Hj]\fe,  prepared  by 
heating  thiobenzotoluidine  with  hydroxylamine  hydrochloride  and 
sodium  carbonate  in  dilute  alcoholic  solution,  cr3’stallises  from  dilute 
alcohol  in  long,  colourless  needles,  melts  at  176°,  and  is  readily 
soluble  in  ether,  chloroform,  benzene,  acids,  and  alkalis,  but  only 
moderately  so  in  hot  water.  The  hydrochloride ,  CuHhN20,HCJ, 
crystallises  in  colourless  needles,  and  is  sparingly  soluble  in  water. 

CPh 

Benzenylparatohnylcarbonylimidoxime ,  C6HjMe<  qq  ^"N’O,  pre¬ 
pared  by  treating  benzenyltolnidoxime  with  ethyl  chloroearbonate  in 
chloroform  solution,  crystallises  from  dilute  alcohol  in  yellowish 
needles,  melts  at  163°,  and  is  readily  soluble  in  ether,  chloroform, 
benzene,  and  light  petroleum,  but  insoluble  in  water,  acids,  and 
alkalis. 

Etbenylanilidoxime,  NOH.'CiMe'NHPh  (m.p.  120 — 121°),  is  obtained 
when  thiacctanilide  is  boiled  with  an  alcoholic  solution  of  hydroxyl- 
mine  hydrochloride  and  sodium  carbonate.  The  hydrochloride , 
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CftHi0N2O,  HC1,  crystallises  in  colourless  needles.  The  platinochloride, 
(CeHjoN.O^ELPtClc,  crystallises  in  slender,  yellow  needles.  The 
fteuroi/Z-derivative,  NOBz!CMe*NHPh,  crystallises  from  dilute  alcohol 
in  colourless  needles,  melts  at  110°,  and  is  soluble  in  benzene,  chloro¬ 
form,  and  ether,  but  insoluble  in  water  and  light  petroleum. 

Methenylaniluloxime ,  NOHlCH-NHPh,  prepared  in  like  manner, 
crystallises  from  a  mixture  of  benzene  and  light  petroleum  in  colour¬ 
less  needles,  melts  at  11G°,  and  is  moderately  easily  soluble  in  water, 
alcohol,  ether,  chloroform,  and  benzene,  but  almost  insoluble  in  light 
petroleum.  The  hydrochloride,  C7HBN20,HC1,  crystallises  in  needles. 
The  plat inochlu ride ,  (C7HBN,;0)2,H2PtCU.  crystallises  in  yellowish 
needles.  The  benzoyl- derivative,  NO  PzlCH-NHPh,  crystallises  in 
colourless  needles,  melts  at  144 — 14o°,  and  is  moderately  easily 
soluble  in  alcohol,  ether,  chloroform,  and  benzene,  but  almost  in¬ 
soluble  in  water  and  light  petroleum.  P.  S.  K. 

Action  of  Acetaldehyde  and  of  Ethyl  Acetoacetate  on 
Benzenylamidoxime.  By  P.  Tiemanw  ( Ber .,  22,  2412— 2417). — 

NO 

Ethylidenebenzenylamidoxime ,  CPh<^j^)>CH]Me,  separates  in  rhom- 

prisms,  when  an  aqueous  solution  of  acetaldehyde  (1  mol.)  and  benz¬ 
enylamidoxime  (1  mol.)  is  kept  for  some  time  in  a  warm  place.  It 
melts  at  82°,  and  is  readily  soluble  in  alcohol,  ether,  acetone,  and 
benzene,  but  only  sparingly  in  hot,  and  insoluble  in  cold  water  ;  it  is 
decomposed  when  heated  with  acids.  The  hydrochloride,  CgHioN-^HCl, 
prepared  by  passing  hydrogen  chloride  into  an  ethereal  solution  of 
the  base,  is  crystalline.  The  platinochloride,  (CaHioNd)^, H,PtCl6,  is 
an  orange-yellow  compound,  soluble  in  alcohol  and  decomposed  by 
water.  The  base  is  converted  into  benzenylethenyhizoxime  by  potas¬ 
sium  permanganate  in  cold,  dilute  sulphuric  acid  solution. 

NO 

JJenzenylacetoethenylazoxime ,  CPh<^_  ^-^’CbCEb.Ac,  prepared  by 

heating  benzenylamidoxime  with  ethyl  acetoacetate,  crystallises  from 
boiling  water  in  short,  yellowish  prisms,  melts  at  8G°,  and  is  readily 
soluble  in  alcohol,  ether,  benzene,  and  acetone,  but  only  sparingly  in 
light  petroleum  and  boiling  water*;  it  dissolves  freely  in  alkalis,  but 
is  insoluble  in  acids.  When  boiled  with  alkalis,  it  is  decomposed  into  1 
benzenylethenylazoxime  and  acetic  acid.  The  oxime,  CnHnN3Os, 
crystallises  from  alcohol  in  colourless  needles,  melts  at  8U°,  and  is  < 
soluble  in  ether,  benzene,  and  hot  water,  but  almost  insoluble  in  light 
petroleum  and  cold  water.  It  is  a  feeble  acid,  and  reduces  Pehling’s 
solution  on  warming.  The  hydrazone.  Cr;Hi6N40,  prepared  by  heating 
the  ketoue  with  phenylhydrazine,  crystallises  from  dilute  alcohol  in 
yellowish  ueedles,  melts  at  126°,  and  is  insoluble  in  water  and  light 
petroleum,  but  readily  soluble  in  alcohol,  ether,  benzene,  and  acetone. 

P.  S.  K. 

Paranitrobenzenylamidoxime  and  Paramethylorthonitro- 
benzenylamidoxime.  By  J.  Weise  (Ber.,  22,  2418 — 2432).— 
Paranitrobenzenylamidoxime,  N02*C6H4'C(NHn);N0H,  is  obtained, 
together  with  paranitrobenzamide  (m.p.  197°),  when  paranitrobenzo- 
uitrile,  prepared  from  paranitraniline  by  Sandmeyer’s  method,  is 
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(Hires ted  with  h  yd roxylamine  hydrochloride  and  sodium  carbonate  in 
aqueous  solution.  Tt  crystallises  in  yellow  needles,  melts  at  1G9°, 
distils  without  decomposition,  and  paves  all  the  reactions  of  amid- 
oximes  ;  it  is  moderately  easily  soluble  in  alcohol  and  hot  water,  but 
rather  sparingly  in  benzene,  ether,  and  chloroform,  and  insoluble  in 
ight  petroleum.  The  hydrochloride ,  C;H7X30j,1ICI,  crystallises  from 
water  in  colourless,  hygroscopic  needles,  melts  at  185°  with  decompo¬ 
sition,  and  is  soluble  in  alcohol,  but  is  reprecipitated  on  adding  ether. 
The  ct  Zr// ?- derivative,  NOyCsHyCXNH^'KX-OEt,  is  obtained  by 

treating  the  amidoxime  with  sodium  ethoxide  and  digesting  the 
resulting  deep-red  solution  with  ethyl  iodide;  it  is  best  obtained  in  a 
lire  state  by  decomposing  the  hydrochloride  with  dilute  soda.  ]t 
forms  large,  yellow,  prismatic  crystals,  melts  at  59 — GO0,  and  is 
readily  soluble  in  alcohol  and  ether,  but  only  moderately  so  in  benzene, 
and  sparingly  in  light  petroleum  and  hot  water.  The  hydrochloride 
separates  from  alcoholic  ether  in  colourless  crystals. 

NO 

Paranitrobenzenylethevylazoxime,  NOyC(;IIrC<^_  j-^>CMe,  prepared 

by  dissolving  the  amidoxime  in  acetic  anhydride,  crystallises  in 
colourless  plates,  melts  at  144°,  and  is  readily  soluble  in  alcohol, 
ether,  and  benzene,  but  onlv  very  sparingly  in  hot  water.  The  corre- 

XO 

sponding  benzemyl-com pound,  NCVC6HyO<^  ^^>CPh,  prepared  by 

warming  the  amidoxime  with  benzoic  chloride,  crystallises  from 
alcohol  in  small,  colourless  needles,  melts  at  19S°,  and  sublimes  with¬ 
out  decomposition  when  heated  slowly,  but  explodes  when  heated 
quickly.  It  is  insoluble  in  light  petroleum,  and  only  moderately 
soluble  in  alcohol,  but  readily  in  ether,  benzene,  and  glacial  acetic 
acid. 

Ethyl  paranitrobenzenylamidoximecarboxylate , 

N02-C6HyC(NH2):N0-C00Et, 

is  formed  when  the  amidoxime  is  treated  with  ethyl  ehlorocarbonate 
in  cold  chloroform  solution.  It  crystallises  from  cold,  dilute  alcohol 
in  small  needles,  melts  at  1G9°,  and  is  moderately  easily  soluble  in 
alcohol,  ether,  benzene,  and  chloroform,  but  only  very  sparingly  in 
water,  and  insoluble  in  light  petroleum. 

Paranitrobmzenylcarbonylimidcxime,  N0yC6N4-C<^^  ^>CO,  is  ob¬ 
tained  when  the  preceding  compound  is  boiled  with  alkalis  or  heated 
alone  ;  it  separates  from  alcohol  in  small,  yellow  needles,  melts  at 
28G°,  and  is  insoluble  in  light  petroleum,  and  only  very  sparingly 
soluble  in  hot  water,  but  more  readily  in  alcohol,  ether,  and  benzeue 
It  is  a  very  stable  compound,  and  dissolves  freely  in  alkalis;  in  a 
neutral  solution,  copper  sulphate  produces  a  green  precipitate. 

Carbo?iyldi-paranitrobenzeoylamidoxinie, 

co[no:c(nh2)-c6h4-nojs, 

prepared  by  treating  the  amidoxime  with  carbonyl  chloride  in 
he  nzene  solution  at  the  ordinary  temperature,  crystallises  in  small, 
yellowish  needles,  melts  at  232°,  and  is  very  readily  soluble  in  alcohol, 
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and  moderately  so  in  hot  water,  but  more  sparingly  in  benzene  and 
ether,  and  insoluble  in  light  petroleum  ;  it  is  converted  into  paranitro- 
benzsnylcarbonylamidoxime  when  warmed  with  alkalis. 

Ethylideneparanitrobenzenylamidoxime. ,  NOvC6H4<^^>-  CHMe, 


separates  in  dark  yellow  crystals  when  an  aqueous  solution  of  the 
amidoxime  is  treated  with  a  slight  excess  of  acetaldehyde  and  kept 
for  some  days;  it  crystallises  in  needles,  melts  at  15o°,  and  is  readily 
soluble  in  alcohol,  ether,  benzene,  and  chloroform,  but  only  sparingly 
in  hot  water,  and  insoluble  in  light  petroleum.  It  is  not  acted  on  by 
dilute  acids  or  alkalis  in  the  cold,  but  oxidising  agents  convert  it 
quantitatively  into  the  azoxime.  It  is  decomposed  into  its  con¬ 
stituents  when  warmed  with  dilute  hydrochloric  acid.  A  yellow, 
floccnlent  compound  separates  from  the  solution  when  ethylidene- 
paranitrobenzenylamidoxime  is  treated  with  warm  dilute  soda.  This 
substance  melts  at  2o‘-°,  is  very  stable,  and  is  insoluble,  or  only  very 
sparingly  soluble  in  most  ordinary  solvents.  It  dissolves  unchanged 
in  concentrated  sulphuric  acid,  and  is  not  acted  on  by  reducing  or 
oxidising  agents,  or  when  heated  at  150°  with  concentrated  hydro¬ 
chloric  acid;  it  is  decomposed  by  fuming  nitric  acid,  yielding  a 
neutral  compound  which  melts  at  about  180°,  and  seems  to  be  a 
dinitroethenylazoxime. 

Chlorethylidenepamnitrobenzenylainidoxime, 

NOrC,HpC<^>CH*CH2Cl, 


is  formed  when  the  amidoxime  is  boiled  with  dichlorethyl  ether  in 
aqueous  solutions.  It  crystallises  from  dilute  alcohol  in  yellow  plates, 
melts  at  176°,  and  is  very  readily  soluble  in  alcohol,  but  only  mode¬ 
rately  easily  in  benzene,  ether,  and  water,  and  insoluble  in  light 
petroleum.  It  resembles  the  preceding  compound  in  its  chemical 
behaviour,  and  yields  a  complex  condensation-product  when  warmed 
with  alkalis. 

Ethylparanitrobenzenyl oxime  nitrite.  N0yC6II«‘C(N0Et)-0-N0,  pre¬ 
pared  by  treating  the  amidoxime  with  sodium  nitrite  in  cold,  dilute 
sulphuric  acid  solution,  is  a  yellow,  very  unstable,  flocculent  com¬ 
pound  melting  at  55°  with  explosive  violence  ;  it  is  soluble  in  alcohol 
and  ether,  but  insoluble  in  water.  It  decomposes  slowly  at  the 
ordinary  temperature  with  evolution  of  oxides  of  nitrogen,  and 
explodes  when  heated  with  water  or  when  treated  with  concentrated 
sulphuric  acid. 

Paranitrobenzenylaceloethenylazoxime ,  NQ2*CsH1*C<^'^^^>C,CH.)Ac, 

is  formed  when  the  amidoxime  is  digested  with  ethyl  acetoacetate. 
It  crystallises  from  dilute  alcohol  in  golden  plates,  melts  at  140°,  and 
is  readily  soluble  in  alcohol  and  ether,  but  only  moderately  so  in 
benzene,  very  sparingly  in  water,  and  insolnble  in  light  petroleum. 
When  heated  with  alkalis,  it  is  quickly  decomposed  into  acetic  acid 
and  nitrobenzenylethenylazoxime. 

Paramidobenzenylamidoxime,  NHrCGHpC(NH2)lNOH,  prepared  by 
reducing  the  nitro-compound  with  stannous  chloride  and  hydrochloric 
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acid  and  decomposing  the  resulting  salt  with  sodium  carbonate,  crys¬ 
tallises  in  yellow  plates,  turns  brown  at  100°,  and  melts  at  174°  with 
decomposition.  It  is  very  readily  soluble  in  alcohol,  but  only  mode¬ 
rately  easily  in  benzene  and  ether,  sparingly  in  hot  water  and  in¬ 
soluble  in  light  petroleum;  it  gives  the  reactions  of  ainidoximes,  and 
dissolves  freely  in  alkalis. 

Parametlnjlortlio'nitrobenzonitrile ,  [CN  :  N02  :  Me  =1:2:  4],  pre¬ 
pared  from  metanitroparatoluidine  by  Sandmeyer’s  method,  crystal¬ 
lises  from  water  in  long  yellowish  needles,  melts  at  99°,  distils  without 
decomposition,  and  is  readily  soluble  in  alcohol,  ether,  benzene,  and 
chloroform,  but  only  sparingly  in  hot  water,  and  almost  insoluble  in 
light  petroleum. 

Paramethylorthonitrobenzenylamidoxime ,  N  02'CcH3Me*C(  N 1I3)  .‘N  OH, 
is  obtained  by  digesting  methylnitrobenzonitrile  with  hydroxylamine 
in  alcoholic  solution,  and  is  best  prepared  in  a  pure  state  by  decom¬ 
posing  the  copper-derivative  with  hydrogen  sulphide.  It  crystallises 
in  long,  yellow  needles,  melts  at  161°,  and  shows  the  properties  of  an 
amidoxime;  it  is  moderately  easily  soluble  in  alcohol  and  hot  water, 
but  only  sparingly  in  benzene,  ether,  and  chloroform,  and  is  insoluble 
in  light  petroleum.  The  hydrochloride ,  C8H9N:j03,HC1,  is  a  colourless, 
crystalline  compound,  soluble  in  alcohol,  but  reprecipitated  on  adding 
ether. 

Paramethylorthonitrobenzamide,  [CONH2  :  X02  :  Me  =  1  :  2  :  4],  is 
formed  in  the  preparation  of  the  preceding  compound.  It  crystallises 
from  water  in  long,  yellow  needles,  melts  at  152°,  and  is  readily 
soluble  in  alcohol,  ether,  and  benzene,  but  almost  insoluble  in  light 
petroleum;  it  is  converted  into  the  corresponding  acid  when  boiled 
with  alkalis. 

Paramethylortha'inidobenzenylamidoxime , 

nh2-c6h3Mc-c(nh2):noh, 

is  produced  in  small  quantities  when  methylnitrobenzenylamidoxime 
is  reduced  with  stannous  chloride  and  hydrochloric  acid.  It  is  a 
brown,  floccnlent  compound,  melts  at  about  166°,  and  gives  the  reac¬ 
tions  of  amidoximes.  The  hydrochloride  is  a  colourless,  crystalline, 
hygroscopic  compound  soluble  in  alcohol,  but  reprecipitated  on  adding- 
ether.  F.  S.  K. 

Para-  and  Ortho  homobenzenylamidoxime  and  their  De¬ 
rivatives.  By  L.  H.  Sc hu bart  (Per.,  22,  2433—2440;  compare 
Abstr.,  1886,  797). — Parahomobenzenylethenylazoxime , 

C,H4Me-C<^°>CMe, 

prepared  by  boiling  the  amidoxime  with  acetic  anhydride,  crystallises 
in  colourless  prisms,  melts  at  80°,  and  is  readily  soluble  in  alcohol, 
ether,  chloroform,  and  benzene,  but  insoluble  in  acids  and  alkalis. 

Farahoviobenzenylethoxime  chloride ,  CsHjMe’CCKNOFt,  obtained  by 
treating  the  amidethoxime  with  hydrochloric  acid  and  sodium  nitrite, 
is  a],yellow  oil,  boils  at  about  200°,  and  is  soluble  in  alcohol  and 
other.  The  corresponding  bromide,  prepared  in  like  manner,  is  a 
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heavy,  brown  oil;  it  decomposes  at  155°,  and  is  readily  soluble  in 
ether,  chloroform,  and  benzene. 

Parahomobenzenylpropenylazoxime-w-carboxylic  acid, 

C6H4Me-C<X^>C-C2H4-COOII, 

is  formed  when  the  benzenylamidoxime  is  melted  with  succinic  an¬ 
hydride.  It  crystallises  from  boiling  water  in  colourless  needles, 
melts  at  138'5°,  and  is  soluble  in  alcohol,  ether,  chloroform,  and 
benzene. 

Parahomobenzenyluramidoxime,  C6H4Me-C(NOH),NH,CO-hiH2,  pre¬ 
pared  by  treating  the  hydrochloride  of  the  amidoxime  with  potassium 
cyanate  in  aqueous  solution,  crystallises  in  colourless  needles,  melts 
at  170°,  and  is  readily  soluble  in  alcohol,  ether,  and  benzene,  but  only 
sparingly  in  water.  The  thiour  amidoxime, 

C6H4Me-C(NOH)  •NH-CS-NHPh, 

prepared  by  treating  the  amidoxime  with  phenylthiocarbimide,  crys¬ 
tallises  from  hot  water  in  colourless  needles,  melts  at  100°,  and  is 
readily  soluble  in  alcohol  and  ether,  but  more  sparingly  in  chloroform 
and  benzene. 

Paraliomdbenzemjlphenyluramidoxime, 

C6H4Me-C(NOH)-NH*CO-NHPh, 

prepared  from  pheuylearbimide  in  like  manner,  separates  from  dilute 
alcohol  in  colourless  crystals,  melts  at  155°,  and  is  readily  soluble  iu 
alcohol,  ether,  and  hot  water. 

Ethyl  pamhomobenzrvylamidfKrimecarhorrylate, 

C6H4Me-C(XH2):NO-COOEt, 

is  obtained  by  treating  the  amidoxime  with  ethyl  chlorocarbnnate  in 
chloroform  solution  ;  it  crystallises  from  dilute  alcohol  in  colourless 
needles,  melts  at  130°.  and  is  readily  soluble  in  alcohol,  ether,  chloro¬ 
form,  and  benzene,  but  only  sparingly  in  light  petroleum  and  water. 

NO 

Parahomobenzenylcarbonylimidoxime,  C6H4Me*C<^jj^>CO,  crystal¬ 
lises  from  hot  water  in  colourless  needles,  melts  at  220°,  and  is  soluble 
in  ether,  alcohol,  and  alkalis. 

Diparahcnnobenzenylazoxime,  CgHiMe'C^^^^C'CeHAIe,  is  formed 

when  the  amidoxime  is  heated  with  glacial  acetic  acid.  It  crystallises 
from  dilute  alcohol  in  long,  colourless  needles,  melts  at  135°,  and  is 
insoluble  in  water,  but  readily  soluble  in  ethei',  benzene,  chloroform, 
and  light  petroleum. 

NO 

Ethylideneparahomobenzenylamidoxime,  C6H4Me'C<^^r  y^>CHMe, 

melts  at  127’5°.  and  is  readily  soluble  in  alcohol,  ether,  and  benzene, 
but  only  sparingly  in  hot  water. 

Parahomobenzenylacetoethenylnzoxime,  C6H4Me-C<^^>C-CH2Ac, 
pared  by  treating  the  amidoxime  with  ethyl  acetoacetate,  crystallises 
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from  boiling  water  in  colourless  needles,  melts  at  97°,  and  is  readily 
soluble  in  alcohol,  ether,  and  benzene. 

Orthohomobenzenylamidoximc ,  C6II4Me,C(XH2)!XOH,  obtained 
from  homobenzonitrile  (b.  p.  195°),  crystallises  from  hot  water  in 
yellowish  needles,  melts  at  149‘5°,  is  readily  soluble  in  alcohol,  ether, 
and  benzene,  and  shows  the  characteristic  reactions  of  amidoximes. 

The  <?f /^/-derivative,  Ci0HuX2O,  forms  colourless  prismatic  crystals, 
melts  at  140°,  and  is  readily  soluble  in  ether,  alcohol,  and  benzene. 
The  /)encoT/Z- derivative,  C15HuX202,  crystallises  from  dilute  alcohol  in 
needles  melting  at  145°. 

Orthohomobenzenylbenzenylazoxime ,  C6H4Me*C<^^^>Crh,  prepared 

by  dissolving  the  benzoyl-derivative  (see  above)  in  cold,  concentrated 
sulphuric  acid,  crystallises  in  long,  colourless  needles,  melts  at  80°, 
and  is  insoluble  in  acids,  alkalis,  and  cold  water,  but  readily  soluble 
in  alcohol,  ether,  benzene,  and  chloroform.  F.  S.  K. 

Action  of  Carbon  Bisulphide  on  the  Potassium  Compound 
of  Parahomobenzenylamidoxime.  By  L.  H.  Schebakt  (J5er.,  22, 
11441 — 2442). — A  compound  C9HbX2S2  is  formed  when  parahomo¬ 
benzenylamidoxime  (1  mol.)  is  dissolved  in  alcoholic  potash  and  the 
solution  boiled  for  about  three  hours  with  carbon  bisulphide  (1  mol.). 
It  crystallises  from  alcohol  in  yellow  needles,  melts  at  165°,  and  is 
soluble  in  ether,  chloroform,  benzene,  and  alkalis. 

The  compound  CKH6X2S2  can  be  obtained  from  benzenylamidoxime 
in  like  manner.  It  crystallises  from  alcohol  in  yellow  prisms,  and 
melts  at  160°.  F.  S.  K. 

Xylenylamidoxime  and  its  Derivatives.  By  E.  Oppenheijiee 
(Her.,  22,  2442 — 2449). — Xylylonitrile  [CX  :  Me2  =1:2:  4],  pre¬ 
pared  from  metaxylidine  by  Sandmeyer’s  method,  separates  from 
cold  dilute  alcohol  in  long,  colourless  crystals,  melts  at  23 — 24°,  is 
volatile  with  steam,  and  is  readily  soluble  in  alcohol  and  ether 
(eompare  Gasiorowski  and  Merz,  Abstr.,  1SS5,  772). 

Xylenylamidoxime,  C6H3MtvC(XH2)!XOH,  is  obtained  when  the 
preceding  compound  is  heated  with  hydroxylamine  for  5  to  6  hours 
at  80 — 85J.  It  crystallises  in  colourless  needles,  melts  at  178°,  and  is 
readily  soluble  in  alcohol,  ether,  chloroform,  and  hot  water,  but  only 
sparingly  in  cold  water;  it  gives  all  the  characteristic  reactions  of 
amidoximes.  The  e//jyZ-derivative,  CuH16X20,  crystallises  in  colourless 
needles,  melts  at  172°,  and  is  readily  soluble  in  alcohol,  ether, 
chloroform,  benzene,  and  hot  water,  but  only  sparingly  in  cold  water. 
The  benzoy /-derivative,  Ci6Hl6X202,  separates  from  dilute  alcohol  in 
colourless  crystals,  melts  at  158°,  and  is  only  sparingly  soluble  in 
water  and  light  petroleum,  but  readily  in  alcohol,  ether,  and  chloro¬ 
form. 

NO 

Xylenylbenzenylazoxhne,  C6H3Me2,C<^_  ^r^-CPh,  prepared  by  heat¬ 
ing  the  benzoyl-derivative  described  above,  crystallises  in  yellowish 
scales,  melts  at  98°,  sublimes  readily,  and  is  volatile  with  steam  ;  it  is 
readily  soluble  in  alcohol,  ether,  chloroform,  and  benzene. 

Vot,.  LV1II. 
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Acetylxylenylaviidoxime,  C6H3Me2'C(NH2)!NOAc,  obtained  by 
treating  the  amidoxime  with  acetic  chloride  in  ethereal  solution, 
crystallises  from  cold  alcohol  in  colourless  needles,  melts  at  189°, 
and  is  readily  soluble  in  alcohol  and  chloroform,  but  only  sparingly 
in  ether.  The  corresponding  ethcnylazoxime,  CuH12X20,  is  prepared 
by  heating  the  aniidoxime  with  acetic  anhydride  and  distilling  the 
product  with  steam  ;  it  separates  from  alcohol  or  ether  in  crystals 
and  melts  at  S9°. 

Xylenylazoximepropeiiyl-u-carboxylic  acid, 

C6H3Me2-C<^°>C'C2HyCOOII, 


prepared  by  fusing  the  amidoxime  with  succinic  anhydride,  crys¬ 
tallises  in  long,  colourless  needles,  melts  at  112°,  and  is  readily 
soluble  in  alcohol,  ether,  benzene,  and  chloroform  ;  it  forms  crystal¬ 
line  salts  with  bases. 

Ethyl  xylenylamidoximecarborylate ,  CfiH3l\re*C(XH2)!NCbCOOEt,  is 
obtained  by  treating  the  aniidoxime  with  ethyl  chlorocarbonate  in 
chloroform  solution.  It  crystallises  from  dilute  alcohol  in  colourless 
needles,  melts  at  142°,  and  is  readily  soluble  in  alcohol,  ether,  and 
chloroform,  but  only  sparingly  in  light  petroleum ;  it  has  feeble 
basic  properties. 

Xylenylcarbonylamidoxime,  C6H3M  cy  C  )>  CO ,  prepared  by 


heating  the  preceding  compound,  crystallises  from  hot  water  in 
needles,  melts  at  182°,  and  is  readily  soluble  in  alcohol  and  ether;  it 
has  acid  properties. 

The  compound  C9H12X20,CCl3‘C0H  is  formed  by  the  direct  combin¬ 
ation  of  its  constituents  ;  it  separates  from  a  mixture  of  benzene  and 
light  petroleum  in  crystals,  melts  at  112°,  and  dissolves  unchanged  in 
alcohol  and  ether,  but  is  decomposed  by  water  and  by  dilute  acids. 

Xylenyluramidoxime,  C6H3Me2’C(XOH)-NH-CChiSiH2,  separates  in 
colourless  crystals  when  the  hydrochloride  of  the  amidoxime  is 
treated  with  potassium  eyanate  in  ethereal  solutiou.  It  melts  at 
155°,  is  readily  soluble  in  ether,  alcohol,  benzene,  and  light  petroleum, 
but  only  sparingly  in  water  ;  it  combines  with  acids  and  also,  but 
less  readily,  with  bases.  The  jjAeayZ-derivative, 


C6H3Me2.C(XOH)-NH-CO-XHPh, 


crystallises  from  alcohol  in  light  yellow  scales,  melts  at  13S°,  and  is 
soluble  in  alcohol,  ether,  benzene,  chloroform,  hot  water,  and  acids. 

Xyleii  ylphenylthinramidoxime,  CfiH3Me2’C(XOH)-XH'CS’NHPh, 
separates  from  dilute  alcohol  in  light  3-ellow  crystals,  melts  at  150°, 
and  is  soluble  in  alcohol,  ether,  benzene,  acids,  and  boiling  water, 
but  almost  insoluble  in  alkalis.  F.  S.  K. 


Action  of  Sulphuric  Acid  and  Selenic  Acid  on  Aromatic 
Compounds.  By  Istrati  (Bull.  Soc.  Ghim.  [3],  1,  480 — 481). — 
Finding  that  the  prolonged  action  of  sulphuric  acid  on  benzene  pro¬ 
duced  a  sulphonic  acid,  sulphobenzide,  and  a  francem,  the  author 
heated  selenic  acid,  sp.  gr.  P4  (100  grams),  with  pure  benzene  (50  c.c.) 
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for  32  hours  at  SO0  ;  neither  sclenobenzide  nor  a  francei'n  was  produced, 
but  after  neutralisation  of  t lie  acid  by  barium  carbonate,  a  small 
quantity  of  a  crystalline  organic  compound,  which  the  author  believes 
to  be  phenyl  selenide  (comp.  Abstr.,  1880,  41),  was  extracted  from  the 
barium  salt  by  hot  water.  Pentachlorobenzene  similarly  treated  gave 
a  corresponding  result.  T.  G.  X. 

New  Data  relating  to  Franceins.  By  Istrati  (Bull.  Soc.  Chbn. 
[3],  1,  4S1 — 487;  compare  Abstr.,  1888,501). — When  sulphuric  acid 
is  heated  with  halogen-derivatives  of  benzene,  it  causes  the  migration  of 
halogen-atoms,  and  this  determines  the  formation  from  the  initial  com¬ 
pound  of  francei'ns  whose  chlorine  values  differ.  Thus  from  1:2:4- 
trichlorobenzeue,  three  francei'ns  resulting  from  the  oxidation  of  di-, 
tri-,  and  tctra-chlorobenzenesnlphonic  acids  are  produced,  and  these 
are  accompanied  by  a  small  quantity  of  1:2:4:  5-tetrachloro- 
beuzene.  From  1:2:4:  5-tetrachlorobenzene,  a  francem  is  ob¬ 
tained  which  is  separable  into  five  franceins  of  varying  solubilities 
and  compositions.  Numerous  analyses  are  given.  T.  G.  X. 

Francein  from  1:2:4:  Trichlorobenzene.  By  Istrati  (Bull. 
Soc.  Ghim.  [3],  1,  488 — 492). —  From  comparative  experiments  which 
he  has  made  as  to  the  formation  of  franceins  from  1:2:  4-tri¬ 
chlorobenzene,  the  author  finds  that  the  yield  of  franceiu  is  de¬ 
pendent  on  the  temperature,  and  varies  inversely  as  the  amount  of 
sulphonic  acid  remaining  in  the  mixture  at  the  close  of  the  operation. 

T.  G.  X. 

Action  of  Heat  on  a  Mixture  of  Sulphuric  Acid  and  Sul¬ 
phonic  Derivatives.  By  Istrati  (Bull.  Soc.  Chim.  [3],  1,  492 — 
496). — From  experimental  observations,  the  author  concludes  that 
when  a  mixture  of  excess  of  sulphuric  acid  and  a  sulphonic  acid  or 
I  a  sulphonate  is  heated,  regeneration  of  hydrocarbons  with  formation 
I  of  water  and  of  pyrosulphurie  acid  respectively  occur,  while  sulpho- 
J  benzide  is  formed  ns  a  condensation-product,  and  a  decomposition 
,  of  the  sulphonic  acid  into  sulphurous  anhydride,  hydrocarbon,  and 
j  oxygen  determines  the  formation  of  a  franceiu  by  the  oxidation  of 
|i  unaltered  sulphonic  acid.  T.  G.  X. 

j  *-Ketoaldehydes.  By  H.  Muller  and  H.  v.  Peciiaiaxx  (Bur.,  22, 

5  2556 — 2501). — Benzoylformaldehyde  (phenylglyoxal),  COPlrCOH 
(Abstr.,  1888,  146),  is  prepared  by  dissolving  nitrosoacctophenone 
(30  grams)  in  a  35  per  cent,  solution  of  sodium  hydrogen  sulphite 
(120  grams)  contained  in  ?*  litre  fla^k.  When  cold,  the  whole  solidifies 
to  a  yellowish  crystalline  mass,  and  is  then  stirred  with  alcohol  and 
glacial  acetic  acid  (1  c.c.),  and  after  some  time  filtered  by  suction.  The 
product  (30  or  40  grams  at  a  time)  is  boiled  xvith  11  parts  of  1  7  per 
cent,  sulphuric  acid  in  a  flask  fitted  with  an  upright  condenser  until  one 
quarter  of  the  liquid  is  boiled  off.  Ou  cooling,  crystals  of  phenylglyoxal 
hydrate  separate  and  are  purified  by  crystallisation  from  boiling  water. 
It  dissolves  in  about  35  parts  of  water  at  20°.  When  heated  with 
nitric  acid  (sp.  gr.  1'4),  benzoyl  formic  acid  is  formed.  When  an 
aqueous  solution  is  treated  with  phenylhydrazinc  dissolved  in  dilute 
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acid  tli e*-hydrazone,  NHPlrNiCPli-COH,  separates  as  a  brown,  crystal¬ 
line  precipitate  which  may  be  obtained  from  alcohol  m  yellow  plates, 
melts  at  142— 143°, and  is  readily  soluble  in  most  solvents.  The  osazone, 
C20H18N4,  is  obtained  by  heating  phenylglyoxal  with  phenylhydrazine 
acetate  (2  mols.)  or,  more  conveniently,  from  nit  ro  so  acetophenone 
and  an  excess  of  phenylhydrazine;  it  is  identical  with  Laubmann  s 
compound  from  benzoyl  carbinol  and  phenylhydrazine  (Abstr  Ibbb, 
360).  When  the  aldehyde  is  dissolved  in  aqueous  soda  and  boiled  tor 
a  few  minutes,  sodium  mandelate  is  formed.  It  is  probable  that  in 
the  formation  of  mandelic  acid  from  benzoylcarbmol  (Brener  and 
Ziucke,  Abstr.,  1880,  645)  and  from  acetophenone  dibromide  (Bugler 
and  Wohrle,  Abstr.,  1887,  948)  benzoyl  formaldehyde^  is s  formed  as 
intermediate  product  (compare  Zincke,  Annalen,  216,  ol5). 

When  phenylglyoxal  is  treated  with  ammonia,  a  compound  ot  the 
formula  C22H]9X30  or  C«H„NsO  is  obtained.  This  crystallises  from 
dilute  alcohol  in  yellowish-white,  lustrous  plates,  melting  at 
192—193°,  and  can  be  distilled  ;  it  is  soluble  m  alkalis,  and  is  not 

changed  bv  sulphuric  acid.  .  ,  , 

Phenylglyoxal  reacts  with  hydroxylamine,  yielding  the  compound 
CiCHnN,03.  The  latter  melts  at  219°,  dissolves  in  alkalis,  and  is  pre¬ 
cipitated  by  acids  as  a  white  powder  which  becomes  yellow  when 

exposed  to  light.  _  r  ,  , 

Nitrosomethyl  paratohfl  ketone,  CsHjMe’CO'CH.NOH,  prepared  by 
Claisen’s  method,  crystallises  from  benzene  in  colourless  needles 

Paratolylylyozal  hydrate ,  C6H4Me_,CO-CH(OH)3,  is  prepared  from 
the  above  compound  in  a  manner  similar  to  phenylglyoxal.  It  crys¬ 
tallises  from  water  in  white,  matted  needles,  softens  at  95  ,  melts  at 

|(jQ _ 102°,  and  is  readily  soluble  in  alcohol,  ether,  and  benzene,  but 

less  soluble  in  water  and  light  petroleum.  When  shaken  with  benzene 
containing  thiophen,  and  sulphuric  acid,  the  latter  becomes  green. 
The  aldehyde  behaves  towards  alkalis  like  the  phenyl-compound,  is 
oxidised  by  nitric  acid  (sp.  gr.  P4)  to  toluylfonnic  acid  and  by  per¬ 
manganate  to  paratoluylic  acid  (m.  p.  180°).  The  osazone,  ChHjoW*, 
obtained  by  heating  a  solution  of  the  aldehyde  with  an  excess  of 
phenylhydrazine  acetate  for  30  minutes  on  a  water-bath,  crystallises 
in  yellow  needles  melting  at  145°.  , 

Naphthyl  methyl  ketone ,  C)2H100,  melts  at  51  -5-  ,  bods  at 

300—301°,  and  when  oxidised  yields  /3-naphtlioic  acid.  It  is  not 
identical  with  the  compound  obtained  by  Claus  and  Feiss  (Abstr., 
1887  271),  but  possibly  is  with  Pampel  and  Schmidts  (Abstr.,  188/, 
252) ’compound.  N-  H- 

Isomeric  Dinitroparatoluic  Acids.  By  B.  Rozanski  ( Per ., 
22  2675—2682). — By  nitrating  orthonitroparatoluic  acid  (Abstr., 

1888,  1088),  two  dinitro-derivatives  were  obtained,  and  their  consti¬ 
tution  established  from  the  corresponding  dinitrotoluenes. 

2  :  5 -Dinitroparatoluic  acid  (COOH  :  A02  :  Me  :  N02  —  1:2:4:  5) 
is  very  sparingly  soluble  in  cold  water,  easily  in  alcohol  and 
acetone,  crvstallises  in  needles,  and  melts  at  188°.  The  sodium  salt 
(with  3H/J)  forms  glistening,  yellow  scales;  the  barium  salt 
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(with  2^H,0),  small,  yellowish- white  needles;  the  calcium  salt  (with 
2H,0),  reddish-brown  scales;  the  ammonium  salt ,  lemon-yellow  scales  ; 
the  silver  salt,  a  white,  amorphous  powder;  the  copper  salt,  a  light- 
green  powder;  the  mercuric,  lead,  and  iron  salts,  white  precipitates. 

2  :  o-Dinitroparatoluic  acid  [COOH  :  N02  :  N02 :  Me  =  1:2  :  3 :  4] 
forms  yellowish  prisms  soluble  in  alcohol,  and  melts  at  249°.  It  and 
its  salts  are  less  soluble  in  most  solvents  than  the  1  :  2  :  4  :  5  acid. 
The  barium  salt  (with  4H20)  forms  pale-yellow  needles;  the  calcium 
salt  (with  H20),  pale-yellow  scales.  The  other  salts  are  similar  to 
those  of  the  isomeric  acid.  L.  T.  T. 

Acetometanitrobenzoic  Anhydride.  By  W.  H.  Greene  ( Aiuer ., 
Ghem.  J.,  11,  414 — 415). — When  dry  silver  metanit robenzoate  is 
treated  with  excess  of  cold  acetic  chloride  and  the  product  poured 
into  water,  metanitrobenzoic  acid  is  regenerated ;  Liebermann’s 
statement  (this  Journal,  1877,  ii,  G17)  that  metanitrobenzoylacetie 
acid  (acetometanitrobenzoic  anhydride)  is  formed  is  incorrect. 

Acetometanitrobenzoic  anhydride  is,  however,  obtained  by  treating 
sodium  or  silver  metanit  robenzoate  with  acetic  chloride,  and  extract¬ 
ing  the  product  with  ether.  It  forms  colourless  needles,  which  melt  at 
45°.  It  is  insoluble  in  water,  but  the  presence  of  either  water  or 
alcohol  in  the  ether  used  for  extraction  causes  complete  decomposi¬ 
tion  of  the  anhydride.  C.  F.  B. 

Action  of  Phosphorus  Trichloride  on  Salicylic  Acid.  By  R. 

Anschutz  and  W.  0.  Fjiery  {Amer.  Chem.  J.,  11,  3S7 — 392). — When 
salicylic  acid  is  heated  with  excess  of  phosphorus  trichloride  at 
70 — 85°,  and  the  product  distilled,  first  at  the  ordinary  pressure,  to  get 
rid  of  the  excess  of  phosphorus  trichloride,  and  then  under  reduced 
pressure,  sal icylophosph orus  chloride,  CiIROaPCh  solidifies  in  the  re¬ 
ceiver.  This  melts  at  36 — 37°,  boils  at  127°  under  11  mm.  pressure, 
decomposes  under  ordinary  pressure  at  about  245°,  and  is  soluble  in 
ether,  chloroform,  and  benzene.  With  phosphorus  pentachloride,  or 
with  chlorine,  it  gives  an  additive-compound,  C7H4O3PCI3,  of  sp.  gr. 
—  F55S7  at  20°  (water  at  4°  —  1),  boiling  at  168°  under  11  mm. 
pressure;  this  compound  can  also  be  obtained  by  the  action  of  phos¬ 
phorus  pentachloride  on  salicylic  acid.  With  bromine,  a  similar  com¬ 
pound,  C-jHiCbPClBru,  is  obtained,  of  sp.  gr.  T8S52  at  20°  (water  at 
4°  =  1),  and  boiling  at  185 — 1S8°  under  11  mm.  pressure.  The 
following  are  given  as  the  most  probable  formulas  for  salioylophos- 
phorus  monochloride  and  its  chlorine  additive-product  respectively: — 

r,  n  ,COCA  i  p  it  /COC1 

C6H4<_q  _>PC1  and  ■ 

C.  F.  B. 

Constitution  of  Isoeuxanthone.  By  C.  Arbenz  {Chem.  Contr., 
1889,  ii,  73;  from  Archiv.  Set.  phys.  nat.  Geneve  [3],  21,  375). — 
Phenylsalicylic  acid  is  converted  by  nitric  acid  into  the  dinitro- 
derivative,  N02,C6Hj(0*CoH4-N02)'C001  1,  which  may  be  split  np 
into  paranitrophenol  and  paranitrosalicylic  acid,  proving  that  both 
nitro-groups  are  in  the  para-position.  Sulphuric  acid  couvcrts  the 
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dinitro-derivative  into  dinitrodiphenyleneketone  oxide,  which  may 
be  reduced  to  tlie  diamido-derivative,  isoeuxantlione.  J.  W.  L. 

Oxidation  of  Orthocarboxycinnamic  Acid.  By  E.  Ehrlich 
( Monatsh .,  10,  574 — 577  ;  compare  Abstr.,  1888,  842). — The  author 
has  previously  shown  (Abstr.,  188S,  1:106)  that  in  alkaline  solution, 
/3-naphthol,  when  oxidised  with  a  limited  quantity  of  permanganate, 
gives  rise  to  orthocarboxycinnamic  acid,  COOH'CH.CHfCeHpCOOH ; 
whilst  the  employment  of  an  excess  of  the  oxidising  agent  leads  to 
the  formation  of  orthocarboxyphenylglyoxylic  acid, 

COOH-CO'C6Hj-COOH. 

The  former  acid,  liowrever,  is  not  to  be  regarded  as  an  intermediate 
pmduct,  for  when  a  2  per  cent,  solution  of  permanganate  is  slowdy  run 
into  a  solution  of  orthocarboxycinnamic  acid  (10  grams)  and  potash 
(10  grams)  in  water  (1  litre),  decolorisation  ceases  when  about  80  per 
cent,  of  the  permanganate  theoretically  required  to  convert  it  into 
orthocarboxyphenylglyoxylic  acid  has  been  added,  and  the  solution 
contains  only  orthobenzaldohydecarboxylic  acid,  COH*C6H4-COOH 
(yield  50  per  cent.),  which  rnelts  at  98 — 99°,  reduces  an  ammoniacal 
solution  of  silver,  and  furnishes  a  compound  with  phenylhydrazine, 
melting  at  107 — IDS'*.  The  author  has  not  succeeded  in  his  endeavour 
to  obtain  ortkobenzaldeliydecarboxylic  acid  by  the  direct  oxidation  of 
/1-naphthol.  G.  T.  M. 

Isomeric  Derivatives  of  Ethylbenzene.  By  L.  Sempotowski 
(Z?er.,  22,  2662 — 2674). — When  ethylbenzene  is  heated  to  boiling,  an 
equal  volume  of  sulphuric  acid  added,  and  then,  after  cooling,  the  mass 
is  treated  with  a  small  quantity  of  ice-cold  water,  only  para-ethyl- 
beuzenesulphonic  acid  is  formed  ;  this  crystallises  in  long,  colourless, 
deliquescent  needles,  is  slightly  soluble  in  water,  and  has  a  rough, 
bitter  taste.  The  barium  salt  (with  H>0)  forms  colourless,  silky  needles ; 
the  calcium  salt ,  silvery  scales  ;  the  capper  sail  (with  4AH/0),  light-blue, 
glistening  scales,  decomposing  at  170°;  the  cadmium-  salt  (with  7H20), 
large,  transparent,  quadratic  plates  ;  the  potassium  salt  (with  TH,0), 
micaceous  scales,  decomposing  at  150°.  All  these  salts  are  soluble  in 
water.  The  sulphamide,  C6HjEt*S02HHo[Et  :  S02AH2  =  1:4], 
crystallises  from  alcohol  in  flat,  micaceous  prisms,  easily  soluble  in 
ether,  sparingly  so  in  water,  and  melting  at  109°.  The  constitution 
was  proved  by  the  fusion  of  the  potassium  salt  with  potash,  when 
parahydroxybenzoic  acid  was  formed.  With  a  shorter  fusion,  para- 
etla/lphenol,  C6H4Et-OH  was  obtained;  this  forms  long  needles,  wdiich 
melt  at  45 — 46°,  boil  at  216 — 214°,  and  are  sparingly  soluble  in  water.* 
It  is  very  soluble  in  alcohol  and  ether,  and  its  aqueous  solution  gives 
a  violet-grey  coloration  with  ferric  chloride,  and  a  yellowish-white 
precipitate  with  bromine- water. 

The  metasulphonic  acid,  C6H;!Et(S03H)-OII[Et  :  S03H  :  OH  = 
1:3:  4],  is  formed  both  at  high  and  low  temperatures.  It  is  a 

*  Probably  identic-ill  with  the  a-etbylphenol  of  Beilstein  and  Kuhlberg,  and  of 
Fittig  and  Kicsow. — Abstractor. 
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reddish  oil,  of  phenol-like  odour  and  miscible  with  water.  The  barium 
salt  forms  colourless,  hexagonal  plates,  decomposing  at  120°;  the 
potassium  salt,  silky  needles;  the  calcium  salt,  colourless  needles.  On 
fusion  with  potash,  the  acid  yields  protoca technic  acid,  proving  the 
correctness  of  the  constitution  given. 

Metaparadihydroxyethylbenzene,  CfJhEtfOH)^  [Et.  :  OH  :  OH  = 
1:3:  4],  is  a  liquid  boiling  at  295°  and  soluble  in  water.  Its 
aqueous  solution  is  coloured  green  by  ferric  chloride,  and  this  colour 
passes,  on  the  addition  of  soda,  through  blue  to  claret  colour. 

Orthobromethy  Ibenzenemetasulphonic  acid  [Et  :  Br  :  S03H  = 
l  :  2  :  3  or  5]  was  obtained  by  the  snlphonation  of  bromethylbenzene. 
Its  barium  salt  (with  3H20),  forms  colourless  plates,  sparingly  soluble 
in  cold  water;  its  potassium  salt  (with  -^H20),  colourless  scales;  and 
the  sulphamide,  glistening  prisms  melting  at  104 — 105°. 

Parabromethylbenzeneorthosulphonic  acid,  similarly  formed,  yields  a 
crystalline  barium  salt  (with  4H>0),  easily  soluble  in  water.  Thcpotas- 
sium  salt  forms  easily  soluble  scales,  the  sulphonamide  large,  micaceous 
scales,  melting  at  l'Z3 — 124°. 

Barium  ortlioetliylbenzenesulplionate  (with  H20),  formed  by  debrom- 
inatiug  the  bromine-derivative,  forms  soluble  scales;  the  cadmium 
salt,  long,  soluble  needles;  the  potassium  salt  very  soluble,  glistening 
scales. 

Barium  orthoethylphenolmetasulphonate  forms  microscopic  scales. 
Barium  meta-ethylbenzenesulphonate  (with  2H20),  obtained  by  denomin¬ 
ating  the  bromine-derivative,  forms  crystals  easily  soluble  in  water; 
the  potassium  salt,  easily  soluble  scales ;  the  sulphonamide,  glistening 
scales  melting  at  85 — 80°.  When  fused  with  potash,  this  acid  yields 
meta-ethylphenol,  which  forms  a  colourless  oil  liquid  at  — 20°,  and 
boiling  at  202—204°. 

Barium  meta-ethylphenolsulphonate  forms  easily  soluble  crystals. 

L.  T.  T. 

Disulphones  and  Trisulphones.  By  E.  Fromm  ( Annalen ,  235, 
135 — 167). — Baumann  and  Escales  (Abstr.,  1SS7,  123)  obtained 
cthylidenediethylsulphone  by  oxidising  jc-dithioethylpropionic  acid. 
It  is  more  conveniently  prepared  by  acting  on  a  mixture  of  acetalde¬ 
hyde  and  ethyl  mercaptan  with  zinc  chloride.  The  resulting  ethyl 
mercaptal  of  acetaldehyde  (b.  p.  180°)  is  oxidised  by  agitation  with  a 
solution  of  potassium  permanganate  containing  sulphuric  acid. 
Ethylidcnediethylsulphoue  melts  at  75°,  and  boils  at  320°  with 
decomposition.  The  bromide  melts  at  115°.  Attempts  to  obtain 
substitution-products  by  the  action  of  alkalis,  sodium  ethoxide,  mer¬ 
captan,  or  aniline  on  the  bromide  were  unsuccessful  (Abstr.,  1SSS, 
357).  Ethylidenediethylsulphone  chloride,  CMeCl(SOiEt)s,  and  sodium 
phcnylsulphinite  are  formed  by  the  action  of  benzenesulphonio 
chloride  on  ethylidenediethylsulphone  and  sodium  ethoxide.  The 
chloride  can  be  prepared  by  exposing  to  direct  sunlight  for  several 
days  an  aqueous  solution  of  ethylidenediethylsulphone  saturated  with 
chlorine.  It  is  deposited  from  an  aqueous  solution  in  needles  which 
melt  at  102 — 103°.  The  iodide  is  prepared  by  boiling  the  disnl- 
phone  with  an  excess  of  iodine,  the  crude  product  being  treated 
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with  a  cold  solution  of  sodium  hydroxide,  then  washed  with  cold 
water,  and  finally  recrystallised  from  boiling  water.  The  iodide 
crystallises  in  needles  and  melts  at  128 — 129°  ;  at  a  higher  tempera¬ 
ture  it  gives  off  iodine. 

Diethylsulphoncdimelhylmethane  has  been  described  by  Baumann 
(Abstr.,  1887,  128).  It  can  be  prepared  by  the  action  of  methyl 
iodide  on  an  alkaline  aqueous  solution  of  ethylidenediethylsulphone. 

Diethylsulphonethylmethylmethave  is  formed  by  boiling  a  mixture  of 
sodium  ethoxide,  ethyl  iodide,  and  ethylidenediethylsulphone  in  a 
flask  with  a  reflux  condenser.  It  forms  quadratic  crystals,  and  melts 
at  76°. 

The  ethyl  mercaptal  of  propaldehyde  is  lighter  than  water,  and 
boils  between  190°  and  200°.  Ou  oxidation  with  permanganate,  it 
yields  propylidenediethylsulphone,  CHyCHvCH^SChEt^ ;  this  crys¬ 
tallises  in  silky  needles  and  melts  at  77 — 78°.  The  ethyl  mercaptal 
of  isobutaldehyde  boils  between  200  and  210° ;  it  is  lighter 
than  water.  lsobutylidenediethylsulphone  melts  at  94°  and  crystal¬ 
lises  in  needles ;  it  is  almost  insoluble  in  cold  water.  The  ethyl 
mercaptal  of  benzaldehyde,  PhCH(SEt)2,  is  lighter  than  water, 
and  boils  with  decomposition  at  250 — 255°.  Uensylidenediethylsul- 
phone  melts  at  183 — 134°;  it  is  insoluble  in  cold  water,  but  is 
soluble  in  cold  solutions  of  the  alkalis.  By  the  action  of  sodium 
ethoxide  and  methyl  iodide,  it  is  converted  into  diethylsulphone- 
methylm  ethane. 

JJiethylsulphonem ethane,  prepared  by  the  oxidation  of  the  ethyl 
mercaptal  of  formaldehyde  (from  methylene  chloride  and  sodium 
ethyl  mercaptide)  is  identical  with  the  disulphone  Baumann  ob¬ 
tained  from  ethyl  orthothioformate  (Abstr.,  1887,  124).  It  is 
converted  into  diethylsulphonedimethylmethane  (snlphonal)  by  the 
action  of  methyl  iodide  in  the  presence  of  an  alkali ;  this  melts  at 
125 — 126°.  Diethylsulphonediethylm ethane  is  more  difficult  to  prepare. 
It  melts  at  8fl — 88°.  An  aqueous  solution  of  diethylsulplionemethane 
readily  absorbs  chlorine,  forming  the  dicliloride,  CCl2(S03Et)2,  It 
crystallises  in  needles  and  melts  at  98 — 99°.  The  corresponding 
diethylsulphonedibromomethane  has  already  been  described  by  Bau¬ 
mann  ( loc .  cit.) . 

Diethy IsuJ p honed i-iodomethane  melts  at  176 — 177°,  but  begins  to  turn 
brown  at  170°.  It  crystallises  in  needles,  and  is  sparingly  soluble  in 
hot  water. 

Diphenylsulphonem ethane ,  CH2(S02Ph)2,  prepared  by  oxidising  the 
phenyl  mercaptal  of  formaldehyde,  crystallises  in  needles  and  melts  at 
1  IS — 119°.  It  is  soluble  in  benzene  and  hot  alcohol.  Diphenylsul- 
phonedimethylmethane  melts  at  128°  and  is  soluble  in  hot  alcohol. 
The  corresponding  diethyl-derivative  melts  at  130 — 131°,  and  is 
sparingly  soluble  in  hot  alcohol. 

When  diethylsulphonedibromomethane  (1  mol.)  is  boiled  with 
phenyl  mercaptan  (1  mol.)  and  an  aqueous  solution  of  sodium  hydroxide 
(rather  more  than  3  mols.),  phenyl  bisulphide  and  diethylsulphone- 
thiophenylmethane  are  formed.  The  former  is  deposited  from  the  solu¬ 
tion  on  cooling,  whilst  the  latter  separates  out  on  acidifying  the  filtrate ; 
it  is  washed  with  cold  wTater  and  recrystallised  from  absolute  alcohol. 
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Diethylsulphonetliiophenylmethane,  PhSCII(S02Et)2,  crystallises  in 
plates  and  melts  at  86°.  It  is  sparingly  soluble  in  hot  water  and  more 
readily  soluble  in  a  solution  of  sodium  hydroxide.  On  oxidation  by 
permanganate,  diethijlsulphoneplienylsulphonemethane , 

PhS02-CH(S02Et)2, 

is  produced.  This  trisulphone  melts  at  1R5°.  It  is  less  soluble  in 
alcohol  than  in  water,  and  is  precipitated  from  its  aqueous  solution  by 
strong  acids.  The  aqueous  solution  turns  litmus  red,  and  decomposes 
carbonates.  W.  C.  W. 

Phenylated  Indoles.  By  AY.  H.  Ince  ( Annahn ,  253,  3-5 — 44). — 
3'-PhenylindoIe  yields  a  crystalline  picrate  soluble  in  benzene,  ether, 
acetone,  and  alcohol,  and  melts  at  lUo°.  The  nitrosamine,  CuHloN20, 
forms  minute,  yellow  needles,  and  melts  at  (50 — 61°;  it  is  freely 
soluble  in  benzene,  acetone,  ether,  and  chloroform,  but  is  insoluble  in 
solutions  of  caustic  alkalis.  Phenylacetaldehydemethylphenylhydr- 
azone  is  formed  by  the  interaction  of  phenylacetaldehyde  and  methyl- 
phenylhydrazine.  The  alcoholic  solution  of  this  compound  is 
decomposed  by  an  alcoholic  solution  of  hydrogen  chloride  with 
deposition  of  ammonium  chloride.  The  liquid  is  neutralised  with 
ammonia  and  evaporated,  leaving  a  residue  of  impure  1' -3f -methyl- 
phenylindole ;  this  is  purified  by  solution  in  etherand  distillation  in  a 
vacuum.  The  pure  indole  dissolves  in  benzene,  alcohol,  and  ether  ;  its 
alcoholic  solution  gives  a  blue  colour  to  a  pine  chip  moistened  with 
hydrochloric  acid.  The  picrate  forms  dark  brown  needles,  and  melts 
at  90°.  Eiscberand  Schmidt  (Abstr.,  1888,  958)  pointed  out  that  zinc 
chloride  at  170°  converts  3'-phenylindole  into  2'-phenylindole.  In  the 
same  way,  zinc  chloride  at  220°  transforms  r-3'-methylphenylindole 
into  the  l'-S'-metbylpbenylindole  described  by  Degen  (Abstr.,  1S87, 
149). 

3'- Phenyl- fi-naphthindale  is  obtained  by  the  action  of  alcoholic 
hydrogen  chloride  on  the  bydrazone  produced  by  the  inter¬ 
action  of  phenylacetaldehyde  and  /3-naphthylhvdrazine  ;  it  crystal¬ 
lizes  in  glistening  needles,  and  melts  with  decomposition  at  211°,  is 
soluble  in  benzene,  alcohol,  ether,  acetone,  and  hot  light  petroleum, 
and  stains  a  pine  chip  green.  The  picrate  forms  reddish-brown 
needles,  melts  at  119 — 120°,  and  is  soluble  in  benzene,  acetone, 
chloroform,  alcohol,  and  ether.  The  3'-phenyl-/3-naphthindole  is  con¬ 
verted  into  2'-phenyl-i8-naphthindole  by  treatment  with  zinc  chloride 
at  130°.  2'-Phenyl-/3-naphthindole  can  be  more  conveniently  pre¬ 
pared  by  the  action  of  zinc  chloride  on  acetophenone-/3-naphthyl- 
hydrazone,  obtained  by  the  condensation  of  acetophenone  and 
/3-naphthylhydrazine.  The  bydrazone  melts  at  150°,  but  it  begins  to 
turn  brown  at  117°.  fi-naphthindole  melts  at  129 — 130°,  and  is  freely 
soluble  in  alcohol,  ether,  and  benzene.  It  forms  a  crystalline  picrate 
(m.  p.  165 — 166°),  which  is  soluble  in  benzene  and  ether. 

W.  C.  W. 

Benzidine-  and  Benzidinesulphone-sulphonie  Acids.  By 

P.  Griuss  and  C.  Duisbkkg  (Tier.,  22,  2459 — 2474). — Benzidine - 
sulphonic  acid ,  NH^CeH^CeH^TsH^SCbH,  is  formed  in  small  quanti- 
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ties  in  the  preparation  of  the  disulphonie  acid  (compare  Griess,  Abstr., 
1SS1,  428),  and  it  can  also  be  obtained  in  larger  quantity  by  heating 
benzidine  sulphate  for  1^  to  2  hours  at  ]  70°  with  sulphuric  acid  mono¬ 
hydrate  (about  6  parts).  It  is  best  prepared  by  heating  benzidine 
sulphate  at  170°  for  about  24  hours  (D.R.-P.,  No.  44,779).  It  forms 
anhydrous  crystals,  and  is  very  sparingly  soluble  in  boiling  water,  and 
practically  insoluble  in  alcohol  and  ether  ;  it  is  decomposed  when 
heated,  yielding  a  small  quantity  of  benzidine.  The  hydrochloride , 
Ci2Hi2N2S0:i,H01,  separates  from  hot,  dilute,  hydrochloric  acid  in 
greyish,  nodular,  anhydrous  crystals,  and  is  decomposed  by  boiling 
water.  The  barium  salt,  (Ci2HnN2S03)2Ba  +  -5H20,  is  moderately 
easily  soluble  in  hot  water,  and  separates  on  cooling  in  small  needles 
or  plates.  The  tetraso-compound  is  obtained  when  an  excess  of 
hydrochloric  acid  and  a  slight  excess  of  sodium  nitrite  are  added  to 
an  ice-cold  alkaline  solution  of  the  sulphonic  acid.  It  is  readily 
soluble  in  water,  and  combines  with  phenols,  hydroxysnlphonic  acids, 
and  aromatic  hydroxycar boxylic  acids  in  alkaline  solution,  and  with 
amines  and  amidosulphonic  acids  in  sodium  acetate  solution,  forming 
yellow,  red,  and  purple  dyes.  The  compounds  obtained  with  the 
hydroxycarboxylie  acids,  phenols,  and  amines  respectively  are 
sparingly  soluble  ;  the  other  dyes  are  readily  soluble  iu  water.  They 
all  dye  unmordanted  cotton  wool  in  an  alkaline  bath,  and  generally 
the  shade  produced  is  more  distinctly  purple  than  that  obtained  with 
tetrazodiphenyl  dyes,  but  not  so  much  so  as  that  produced  with 
tetrazodiphenyldisulphonic  acid  colouring  matters. 

.  Benzidinemetadisulphouic  acid  (compare  Griess,  loc.  cit.)  is  best 
prepared  by  heating  benzidine  sulphate  (1  part)  with  sulphuric  acid 
(2  parts)  at  210°  for  36  to  48  hours  ;  the  yield  of  the  pure  compound 
is  90  per  cent.  The  azo-compounds  derived  from  the  tetrazo-derivative 
do  not  dye  vegetable  fibres  as  readily  as  those  obtained  from  the 
tetrazomonosulphonic  acid,  but  they  have  a  more  decided  blue 
shade. 

Benzidine  is  not  acted  on  by  fuming  sulphuric  acid  at  temperatures 
below  100—120°,  but  the  azo-compounds  obtained  from  tetrazo¬ 
diphenyl  and  naphthylamines  react  with  fuming  sulphuric  acid  in 
the  cold,  the  hydrogen  in  the  benzidine  being  substituted. 

Benzidinetrisulphonic  acid  CtJI2(XB2)(S03H)2'CfiH3(NH3),S03H  4- 
2H2Q,  is  obtained,  together  with  the  tetrasul phonic  acid,  when 
benzidine  sulphate  is  heated  for  a  long  time  at  180 — 190°  with  sul¬ 
phuric  acid  monohydrate,  or  when  a  solution  of  benzidine  in  a  little 
sulphuric  acid  monohydrate  is  heated  at  160 — 170°,  poured  into 
fuming  sulphuric  acid,  and  heated  again  until  a  small  portion  gives 
only  a  slight  precipitate  when  treated  with  water.  The  product  is 
poured  into  water,  the  solution  filtered  to  separate  small  quantities  of 
the  disulphonie  acid,  and  neutralised  with  barium  carbonate.  The 
barium  salt  of  the  trisulphonic  acid  is  readily  soluble  in  cold  water, 
and  can  be  easily  separated  from  the  salt  of  the  tetrasul  phonic  acid, 
which  is  only  sparingly  soluble.  Ben zidinetrisul phonic  acid  is  pre¬ 
cipitated  in  soft,  colourless  plates  on  adding  concentrated  hydro¬ 
chloric  acid  to  a  moderately  concentrated  solution  of  the  barium  salt. 
It  is  readily  soluble  in  cold  water,  but  only  sparingly  in  alcohol,  and 
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is  reprecipitated  from  the  alcoholic  solution  on  adding  ether;  it  is 
completely  decomposed  when  heated.  The  barium  salt, 

(C12H9X2S309)2Ba3  +  12H.O, 

orvstallises  in  small,  colourless  prisms,  and  is  precipitated  from  its 
concentrated  aqueous  solution  on  adding  alcohol. 

Benz  id  in  et  etra  sit  l phonic  acid , 

C,Q2(XH2)(S04H)s-C6H5(XIIj)(S0,H)i, 


is  precipitated  in  small,  colourless  needles  on  adding  hydrochloric  acid 
to  a  concentrated  aqueous  solution  of  the  barium  salt;  it  is  very  readily 
soluble  in  cold  water,  and  is  also  soluble  in  alcohol.  The  barium  salt, 
C^HnSiOisBas  8H30,  crystallises  in  colourless  needles  or  prisms, 
and  is  very  sparinglv  soluble  in  hot  water  and  insoluble  in  alcohol. 

"C6H3(XHo) 

Benzidinesulphone,  I  *  ^SOn,  is  best  prepared  by  gradual lv 

^6U3(jN  Hj) 

adding  benzidine  sulphate  (1  part)  to  a  20  per  cent,  sulphuric  acid 
solution  of  sulphuric  anhydride,  and  heating  the  mixture  on  the  water- 
bath  until  it  is  free  from  unchanged  benzidine  ;  the  product  is  poured 
on  to  ice,  and  the  benzidinesulphone  sulphate  is  separated  by  filtration 
and  decomposed  with  soda.  It  crystallises  in  very  small,  3’ellow, 
anhydrous  needles,  melts  above  350°,  and  is  almost  insoluble  in  boil- 
iug  water,  and  insoluble  in  alcohol,  ether,  and  benzene.  The  salts  are 
decomposed  by  water.  The  hydrochloride,  C13Hi0X2SO2,2HC1,  crystal¬ 
lises  from  hot,  dilute,  hydrochloric  acid,  in  which  it  is  moderately 
easily  soluble,  in  almost  colourless  plates.  The  sulphate , 

C13HwX2S02,H2S01  +  hh2o, 


crystallises  in  grey  or  colourless  needles  or  plates,  and  is  only 
sparingly  soluble  in  hot,  dilute  sulphuric  acid.  The  platinocliloride 
crystallises  in  small,  dark,  yellow  plates,  and  is  insoluble  in  water. 

A  hydroxi/benz idine,  C)2HnX2*OH,  is  formed  when  the  sulphone  is 
heated  at  180°  with  caustic  soda ;  it  is  a  grey  compound,  verv 
sparingly  soluble  in  water,  but  readily  in  soda.  The  sulphate  and 
hydrochloride  are  sparingly  soluble  in  water. 

When  benzidinesulphone  hydrochloride  is  treated  with  sodium 
nitrite  in  aqueous  solution,  and  the  resulting  brown,  amorphous, 
tetrazo-compound  reduced  with  stannous  chloride  and  hydrochloric 
acid,  the  hydrazine  is  obtained  in  small,  yellow  needles  sparingly 
soluble  in  water.  The  latter  is  decomposed  when  boiled  with  copper 
sulphate  solution,  yielding  a  diphcnvlenesul phonic  acid  melting  at 
228°,  and  identical  with  the  compound  obtained  by  Stenhouse 
(Annalen,  156,  332)  from  diphenylene  sulphide. 

The  azo-dyes  obtained  from  benzidinesulphone  differ  from  those  of 
benzidine  and  benzidinesulphonic  acids  in  possessing  a  marked  blue 
shade. 

Benzidinesulphonesulphonic  acid,  S03H- C6H2 ( X H2)  ^> , 

is  formed,  together  with  the  di-,  tri-,  and  tetra-sul phonic  acid,  when 
the  sulphone  is  heated  with  fuming  sulphuric  acid  at  temperatures 
above  1U0C.  The  crude  product  is  poured  on  to  ice,  and,  after  keep- 
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mg'  for  some  time,  the  solution  is  filtered  ;  the  tri-  and  tetra-sulphonic 
acids,  being  readily  soluble  in  cold  water,  pass  into  the  filtrate,  whilst 
the  mono-  and  di-sulphonic  acid,  which  are  only  sparingly  soluble, 
remain  on  the  filter.  The  residue  is  dissolved  in  soda,  and  the  mono- 
sulphonic  acid  is  precipitated  from  the  filtered  solution  by  adding 
acetic  acid  ;  the  disulphonic  acid  in  the  filtrate  is  then  precipitated 
by  adding  a  large  excess  of  hydrochloric  or  sulphuric  acid.  Benzi- 
dinesulplionesulphonic  acid  crystallises  from  hot  water,  in  which  it  is 
only  sparingly  soluble,  in  small,  light-yellow  needles,  and  is  almost 
insoluble  in  alcohol.  The  £e^ra~o-derivative  is  a  reddish-brown, 
amorphous  compound;  it  combines  with  amines,  phenols,  and  with 
their  carboxylic  and  sulphonic  acids,  forming  dyes  which  are  of  a 
redder  shade,  and  are  much  more  sparingly  soluble  than  those  derived 
from  benzidinesulphonedisulphonie  acid  (see  below).  The  calcium 
salt,  (Ci2H9N2S205)2Ca  4-  S4H20,  crystallises  in  small,  yellow  needles, 
and  is  readily  soluble  in  hot  water,  but  only  moderately  so  in 
boiling  alcohol,  and  sparingly  in  cold  water.  The  barium  salt  (with 
3^B20)  crystallises  in  small,  golden  needles,  and  is  more  sparingly 
soluble  in  water  than  the  calcium  salt. 


Jjeiizidinesulphone  d  isu  Ip  lion  ic  acid, 


C6H2(NH2)(S03H) 
CcH2(XH2)(S03Hy  2 


4 


HH20,  separates  in  small,  light-yellow  needles  when  a  boiling 
aqueous  solution  is  evaporated.  It  is  moderately  easily  soluble  in 
hot  water,  but  only  sparingly  in  alcohol,  and  almost  insoluble  in  cold 
hydrochloric  or  sulphuric  acid.  The  ^rarro-compound  is  a  light- 
yellow,  voluminous  substance;  it  combines  with  naphtliols  and 
naphtholsulphonic  acids,  yielding  purple  to  violet  dyes,  and  with 
naphthylamines  and  naphthylaininesulplionic  acid,  forming  red  or 
bluish-violet  colouring  matters.  It  yields  beautiful  reddish-violet  or 
indigo-blue  azo-dyes  (sulphoueazurines)  with  alkyl-  and  phenyl- 
naphthylamines.  The  calcium  salt,  Ci2H8N2S;iObCa  4  7H20,  crystal¬ 
lises  in  yellow  needles  or  plates,  and  is  readily  soluble  in  hot,  but 
only  sparingly  in  cold  water,  and  insoluble  in  alcohol.  The  barium 
salt  (with  4|H20)  crystallises  in  needles  or  very  small  prisms,  and  is 
insoluble  in  alcohol,  and  only  very  sparingly  soluble  in  boiling  water. 
The  sodium  salt  crystallises  from  hot,  concentrated,  aqueous  solu¬ 
tions  in  long,  yellow  needles,  and  is  only  sparingly  soluble  in  cold 
water. 

Orthotolidine  yields  analogous  compounds  to  those  obtained  from 
benzidine  under  the  same  conditions.  Or(  hot  olid  inesulphonic  acid  is 
very  sparingly  soluble  in  water,  and  does  not  crystallise  readily.  The 
fe/razo-derivative  is  readily  soluble  in  water.  The  barium  salt  loses 
4  mols.  H20  when  dried  at  lc-0°.  The  disulphonic  acid  crystallises 
from  hot,  concentrated,  aqueous  solutions  in  small,  colourless,  needles, 
and  is  readily  soluble  in  hot  water.  The  tetrazo- derivative  is  insoluble 
in  water.  The  salts  are  moderately  easily  soluble  in  water;  the 
sodium  salt  crystallises  in  cubes  (with  4H20),  the  calcium  salt  in  plates 
(with  5HiO).  and  the  barium  salt  in  needles  (with  3H20). 

Tolidinesulphone  is  a  greenish-yellow,  amorphous  compound,  the 
salts  of  which  are  very  similar  to  those  of  benzidinesulphone  (D.R.-P., 
No.  44,784).  F.  S.  K. 
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/3-Naphthyl hydrazine.  By  F.  Haufp  ( Annalen ,  253,  24 — 35). — 
The  derivatives  of  /3- naphthyl  hydrazine  bear  a  close  resemblance  to 
the  corresponding  phenylhydrazine-derivatives.  The  acetyl-deriva¬ 
tive,  CioH7-N2H2Ac,  prepared  by  boiling  /3- naphthyl  hydrazine  with 
glacial  acetic  acid  for  several  hours  in  a  reflux  apparatus,  forms 
colourless  needles  soluble  in  alcohol,  chloroform,  and  benzene,  and 
melts  at  164 — 165°.  Benzoybiaphthylhydmzine,  C10H7*X2H2Bz,  is  ob¬ 
tained  on  adding  benzoic  chloride  to  an  ethereal  solution  of  naphthyl- 
hydrazine  (2  inols.)  ;  naphthyl  hydrazine  hydrochloride  is  precipitated, 
atul  the  filtrate  on  being  evaporated,  and  the  t'esidue  treated  with  a 
hot  dilute  solution  of  sodium  hydroxide  to  remove  unaltered  benzoic 
chloride  leaves  the  hydrazine.  When  pui'e  it  crystallises  in  needles, 
melts  at  154 — 155°,  and  is  soluble  in  hot  alcohol,  ether,  benzene,  and 
chloroform.  In  order  to  introduce  a  second  benzoyl-group  into  the 
preceding  compound,  it  is  necessary  to  act  on  it  with  benzoic  chloride 
at  a  high  temperature.  The  dibenzoyl-derivative,  Ci0LI7X.>HBz.>.  melts 
at  162—163°. 

ft-Xaphthylsemicarbazide ,  Ci0H7*X2H2'CO'  A  FT.,  prepared  by  the 
action  of  potassium  cyanate  on  naphthylhydrazine  hydrochloride,  is 
soluble  in  hot  alcohol  and  acetic  acid  ;  it  melts  at  220°  (uncorr.),  and 
resembles  the  corresponding  phenyl-derivative  in  its  chemical  pro¬ 
perties.  It  is  decomposed  by  the  action  of  hydrochloric  acid  in 
sealed  tubes  at  140°,  yielding  naphthazine,  which  has  previously  been 
described  by  Witt  (Abstr.,  1837,  153). 

fi-Naphthylthioseinicarbuzide ,  C10H7-X2H2-CS*XH2,  is  obtained  by  boil¬ 
ing  an  alcoholic  solution  containing  equal  parts  by  weight  of  naphthyl- 
hydrazine  hydrochloride  and  ammonium  thiocyanate.  This  substance 
melts  at  201 — 2023  (uncorr.),  and  is  soluble  in  hot  aniline  and  alcohol. 
It  is  decomposed  by  hydrochloric  acid  in  sealed  tubes  at  130 — 140° 

XH 

yielding  naphthylthiocarbizine,  Ci0H7X<l  .  The  carbizine  melts 

at  253 — 254°,  and  crystallises  in  plates.  It  is  soluble  in  warm 
alcohol,  and  forms  a  crystalline  hydrochloride  and  platinocldoride. 
A  violet  precipitate  is  formed  when  bleaching  powder  is  added  to  the 
alcoholic  solution  of  the  base. 

Naphthylhydrazine  naphthylthiocarbazinate , 

c10h7-x2h2-cs-sh,n2h3-c10h7, 


crystallises  in  plates  and  melts  with  decomposition  at  145°.  It  is 
soluble  in  warm  alcohol. 

Ethyl- fi-naphthylhydrazine  is  pi*epared  by  the  action  of  ethyl 
iodide  (2  inols.)  on  naphthylhydrazine  in  alcoholic  solution.  It  is  a 
pale-yellow  oil,  freely  soluble  in  alcohol,  ether,  benzene,  and  chloro¬ 
form.  It  reduces  warm  Fehling’s  solution.  The  solution  in  chloro¬ 
form  is  slowly  decomposed  by  mercuric  oxide,  yielding  naphthylethyl- 
amine.  \y  Q  \y 


Derivatives  of  /3-Naphthylhydrazine.  By  A.  Hillrixohaus 
(7>c?\,  22,  2656 — 2657). —  Jn  reference  to  Hanff’s  work  on  firs  subject 
(preceding  Abstract),  the  author  states  that  he  has  also  recently 
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obtained  the  acetyl-derivative,  tlie  semicarbazide,  and  the  thiosemi- 
carbazide.  L.  T.  T. 

Derivatives  of  the  Two  Isomeric  Naphthenylamidoximes 

I3y  E.  Richter  (Ber.,  22.  2449 — 2459 ;  compare  Abstr.,  1887, 
374,  also  Ekstrand,  ibid.,  373). — /3-Xapthenylamidoxime  (m.  p.  150) 
is  readily  soluble  in  alcohol  and  ether,  but  only  moderately  easily  in 
benzene  and  chloroform  and  insoluble  in  light  petroleum.  The  cor¬ 
responding  ^-compound  (m.  p.  148 — 149°)  resembles  the  /1-deriva¬ 
tive  in  its  behaviour  with  solvents. 

Benzoyl- /3-naphthenylamidoxime,  CioH;’C(XH2)iXOI3z,  prepared  by 
heating  the  amidoxime  with  benzoic  chloride,  crystallises  from  hot 
alcohol  in  colourless  needles,  melts  at  1793,  and  is  only  sparingly 
soluble  in  cold  alcohol,  ether,  benzene,  chloroform,  and  light  petroleum, 
insoluble  in  water. 

Xaphthenylbenzenylazoxime ,  Ci0HJ,C^_  -^0>CPh,  is  formed  when 

the  preceding  compound  is  boiled  with  water,  dilute  acids,  or  dilute 
alkalis,  or  when  it  is  treated  with  concentrated  sulphuric  acid.  It 
crvstallises  from  dilute  alcohol  in  colourless  plates,  melts  at  116°,  and 
is  readily  soluble  in  alcohol,  ether,  benzene,  chloroform,  and  light 
petroleum,  but  almost  insoluble  in  water. 

Acetyl-fi-naplitlienylaniidoxime,  Ci:iHi2X20.,  crystallises  from  alcohol 
or  benzene  in  yellowish  needles,  melts  at  154°,  and  is  only  sparingly 
soluble  in  ether,  chloroform,  and  light  petroleum,  and  insoluble  in 
water;  when  boiled  with  water,  or  when  treated  with  concentrated 
sulphuric  acid,  it  is  converted  into  the  azoxime  melting  at  85° 
(compare  Ekstrand,  Joe.  cit.). 

Ethyl- (3-naphthenylamidoximecarboxylate,  CinIl7‘C(XH2);XO-COOEt, 
separates  from  alcohol  in  colourless  needles,  melts  at  121°,  and  is  readily 
soluble  in  alcohol,  ether,  benzene,  chloroform,  and  acids,  but  very 
sparingly  in  light  petroleum,  and  insoluble  in  water  and  alkalis. 

f. 1-Xaphthenylcarbonylimidoxime ,  C10H7-C<^^g)>CO,  crystallises 

from  hot  benzene  in  colourless  needles,  melts  at  216°,  and  is  mode¬ 
rately  soluble  in  alcohol,  ether,  and  chloroform,  but  sparingly  in 
benzene  and  hot  water.  The  sodium-derivative  is  crystalline.  In  an 
aqueous  solution  of  the  ammonium-derivative,  lead  acetate  produces  a 
white,  and  copper  sulphate  an  apple-green  precipitate. 

fi-Xaphthenylamidethoxime,  Cn>H7*C(XH2)!XOEt,  crystallises  from 
dilute  alcohol  in  colourless  needles,  melts  at  74 — 75",  and  is  readily 
soluble  in  alcohol,  ether,  benzene,  chloroform,  light  petroleum,  and 
hydrochloric  acid,  but  very  sparingly  in  water,  and  insoluble  in 
alkalis. 

Ethylidene-  fi-naphtlienyl  amidoxime,  Ci0H7-C<^jj)>CEQIe,  pre- 

pared  by  dissolving  the  amidoxime  in  acetaldehyde,  crystallises  from 
hot  water  in  colourless  needles,  melting  at  121 — 122°.  It  is  readily 
soluble  in  alcohol,  ether,  benzene  and  light  petroleum,  very  sparingly 
soluble  in  cold  water,  and  insoluble  in  acids  and  alkalis. 
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Acetoethenyb3-napMlienylazoxime,Ci^B.i'C<^^^^>C'C13.zAc,  '\s  formed 

by  boiling-  the  amidoxime  with  ethyl  acetoaeetate  ;  it  crystallises  from 
hot  water  in  nacreous  plates,  melts  at  I0S — 109°  and  is  soluble  in 
alcohol,  ether,  benzene,  and  chloroform  but  insoluble  in  light 
petroleum. 

Acetyl- x-naplthenyl  amid  oxime  crystallises  from  dilute  alcohol  in 
colourless  needles,  melts  at  129°,  and  is  insoluble  in  water,  but  readily 
soluble  in  alcohol,  ether,  benzene,  and  chloroform  ;  when  treated  with 
concentrated  sulphuric  acid,  or  when  boiled  with  water,  it  is  converted 
into  the  azoxime  (compare  Hkstrand,  Joe.  cit.). 

Ethyl-x-naphthenylamidoximecarboxylato  crystallises  in  colourless 
needles,  melts  at  111”,  and  is  readily  soluble  in  alcohol,  ether,  benzene, 
and  chloroform,  but  only  sparingly  in  light  petroleum,  and  insoluble 
in  water. 

tx-Naphthenylcarbonylimidoxime ,  prepared  by  boiling  the  preceding 
compound  with  water  or  alkalis,  crystallises  from  dilute  alcohol  in 
colourless  needles,  melts  at  189°,  and  is  readily  soluble  in  alcohol  bnt 
only  sparingly  in  ether,  benzene,  and  chloroform  and  insoluble  in 
light  petroleum  and  water.  In  aqueous  solutions  of  the  ammonium- 
derivative,  lead  acetate  produces  a  white,  and  copper  sulphate  a  green 
precipitate.  F.  S.  K. 


Acetyl-  and  Ethyl- derivatives  of  Camphonitrophenol.  By  P. 

Cazexedve  (j Bull.  Soc.  Ghim.  [3],  1,  467 — 469;  compare  Abstr.,  1889, 

618). — The  acetyl-derivative  of  camphonitrophenol,  C8H]4<(il  ”> 

C-OAc 

after  saponification  and  subsequent  saturation  with  slight  excess  of 
hydrogen  chloride,  gives  with  ferric  chloride  a  violet-red  coloration, 

which  indicates  the  formation  of  the  compound  CbHii<'  I  "  2 

1  uSC(OH),  ’ 

C-XO> 

The  ethyl -derivative,  C*<H,4<hi  '  is  made  by  heating  sodium 

U’Uiit 


camphonitrophenoxide  with  excess  of  ethyl  iodide  in  sealed  tubes 
at  120°  for  three  hours;  after  separation  of  sodium  iodide,  the  liquid 
is  evaporated  to  dryness  and  the  residue  crystallised  from  benzene 
The  compound  forms  large,  colourless,  flat  crystals,  which  molt  at 
54°  and  decompose  on  distillation.  T.  G.  X. 


Camphonitrophenol  Phosphate.  By  P.  Cazkxeuve  (JJull.  Soc. 
Ghim.  [3],  1,469 — 471). — The  normal  phosphate,  (CioGjjNOs^PCh,  is 
prepared  by  boiling  camphonitrophenol  with  phosphorus  trichloride  for 
several  hours.  It  exists  as  an  amorphous,  yellowish,  insoluble  snb- 
stance,  which,  when  heated,  decomposes  without  melting.  Nitrophenol 
forms  an  analogous  compound,  (C6H1X03)sP01,  with  phosphorus  penta- 
chloride,  only  traces  of  metachloronitrobenzeue  being  simultaneously 
produced.  This  reaction  confrms  the  constitution  previously  given 
to  camphonitrophenol.  T.  G.  X. 
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Camphonitrophenol  Benzoate  and  Phthalate.  By  P.  Caze- 

:srEUYE(2?«ZZ.  Soc.  OMm.  [3],  1,471 — 472). — The  benzoate,  C8Hu<(m 

O'UBz 

is  prepared  by  the  reaction  of  equal  parts  of  camphonitrophenol  and 
benzoic  chloride  at  100° ;  it  forms  small  crystals  which  are  insoluble 
in  water,  but  soluble  in  hot  alcohol,  ether,  and  benzene;  these  melt 
at  131°;  and  partially  volatilise  at  150°  without  decomposing.  On 
saponification  with  alcoholic  potash,  it  yields  potassium  benzoate  and 

c-xo2 

the  compound  C8Xu<^q ^  • 

Phthalic  chloride  by  a  similar  reaction  forms  a  compouud, 
(NO3-Cl0HuO)2CbH4O2, 

which  melts  at  275°  with  slight  decomposition.  T.  G.  N. 


Quercetin-derivatives.  By  J.  Hekzig  (Monatsh.,  10,  561 — 567; 
compare  Abstr.,  18S8,  1309). — In  a  previous  communication  the 
author  has  called  attention  to  the  fact  that  pure  xanthorhamnin  is 
not  the  sole  product  obtaiued  from  Persian-berries  by  the  method  of 
Liebermann  and  Hermann  (Abstr.,  1879,  271).  It  is  now  shown 
that  besides  xanthorhamnin,  the  berries  contain  a  glucoside  of 
rhamnetin  or  some  unstable  molecular  compound  of  the  glucosides  of 
rhamnetin  and  quercetin.  This  result  is  in  accordance  with  the  fact 
that  Schiitzenberger  obtained  two  glucosides  (a-  and  /9-rhamnin) 
from  Persian-berries.  His  ^-rhamnetin  (from  a-rhamnin)  is  evidently 
identical  with  rhamnetin,  his  /3-rhamnetin  (from  /3-rhamnin)  with 
quercetin.  G.  T.  M. 

Scutellarin,  one  of  the  Constituents  of  Scutellaria  laneeo- 
laria.  By  D.  Takauashi  ( Chem .  Centr.,  1889,  ii,  100.) — The  root 
of  Scutellaria  lanceularia,  one  of  the  labiatae,  is  used  medicinally  in 
China  and  Japan.  By  extracting  the  root  with  ether,  agitating  the 
ether  extract  with  sodium  hydroxide,  and  acidifying  the  alkaline  solu¬ 
tion,  a  yellow,  flocculent  substance,  scutellarin ,  is  obtained.  It  forms 
odourless  and  tasteless,  shining,  flat,  yellow  needles,  melts  at 
109 — 199'5°,  is  insoluble  in  cold,  little  soluble  in  hot  water,  very 
readily  soluble  in  alcohol,  ether,  chloroform,  light  petroleum,  and 
carbon  bisulphide  ;  soluble  in  sodium  hydroxide  and  carbonate 
solutions,  but  carbonic  anhydride  is  not  expelled  from  the  latter. 
It  dissolves  in  concentrated  sulphuric  acid  with  a  yellow  colora¬ 
tion  and  water  reprecipitates  the  substance  unchanged.  It  dis¬ 
solves  in  nitric  acid  with  red  coloration,  and  in  like  manner  in  a  solu¬ 
tion  of  sulphuric  acid  and  potassium  nitrite.  Bell  ling’s  solution 
is  not  reduced  by  it,  even  after  boiling  with  hydrochloric  acid. 
It  does  not  combine  with  phenylhydrazine ;  neither  silver  nitrate 
nor  lead  acetate  precipitates  it  from  its  alcoholic  solution,  but  solu¬ 
tions  of  lead  and  copper  acetates  produce  a  yellow-red  precipitate 
with  the  alcoholic  solution.  When  treated  with  bromine  in  carbon 
bisulphide  solution,  a  substance  crystallising  in  yellowish  needles  is 
formed ;  the  determination  of  bromine  in  it,  however,  gave  unsatis¬ 
factory  results.  The  elementary  analysis  of  scutellarin  gave  figures 
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which  corresponded  with  the  formula  CioH803;  it  contains  neither 
nitrogen  nor  water  of  combination.  5  grams  of  scutcllarin  produced 
no  effect  when  administered  to  a  dog  in  an  emulsion  of  milk  and 
gum  arabic.  The  author  believes  it  to  be  a  phenol,  and  possibly 
an  isomeride  of  juglone.  J.  W.  L. 

Crystallised  Digitalin.  By  Arnauo  ( Compt .  rend.,  109,  G79 — 
682). —  Digitalin  prepared  by  Nativelle’s  method  from  the  digitalis  of 
the  Vosges  formed  very  thin,  brilliant,  white,  rectangular  lamella?, 
which  melt  at  243°,  dissolve  in  absolute  alcohol  to  the  extent  of  0650 
part  in  100  at  14°,  and  also,  contrary  to  the  statement  of  Schmiedc- 
berg,  dissolve  in  boiling  benzene.  When  subjected  to  fractional  solution, 
the  melting  points  of  the  different  fractions  varied  only  between 
242°  and  245°- 

A  second  quantity  prepared  by  Adrian  melted  at  245 — 246°,  and 
when  dissolved  fractionally  in  alcohol  and  benzene  the  melting 
points  varied  only  between  243  and  245°,  as  with  the  first  sample. 

Digitalin  is  a  distinct  chemical  individual,  and  it  is  not  necessary 
to  denote  it  by  any  name  such  as  digitoxin.  It  seems  to  be  the  typo 
of  a  large  group  of  compounds.  C.  H.  13. 

Dihydropyrroline.  By  F.  Anperlini  (Ber.,  22,  2512 — 2515). — 
Diliydropyrroline  hydrochloride  is  decomposed  when  heated,  giving 
off  vapours  which  colour  pine-wood  red;  it  is  partially  decomposed 
by  concentrated  hydrochloric  acid  at  130 — 140°.  The  aurochloride. 
C4NH7,HAuC14,  crystallises  from  cold  water  in  small  prisms,  melts  at 
152°,  and  is  slowly  decomposed  when  boiled  with  water.  The  picrate. 
C4NH,,C6H3N3Ot,  separates  from  water  in  yellow  crystals,  melts  at 
156°,  and  is  readily  soluble  in  alcohol  and  water. 

Benzoyldihydropyrroline,  C4NH6Bz,  prepared  by  heating  dihydro¬ 
pyrroline  hydrochloride  with  benzoic  chloride  at  110°,  is  an  oily 
liquid,  boils  at  160 — 161°  (2  mm.),  and  is  miscible  with  alcohol 
and  ether,  but  is  insoluble  in  water.  It  dissolves  freely  in  con¬ 
centrated  hydrochloric  acid,  yielding  a  salt  which  does  not  crystallise 
readily. 

Benzyldihydropyrroline,  C4NH6-CH2Ph,  prepared  by  treating  di¬ 
hydropyrroline  with  benzyl  chloride,  boils  at  150°.  The  aurochloride , 
CnH]3N,HAnCl4,  crystallises  from  water  in  yellow  needles  melting  at 
1110.  F.  S.  K. 

Derivatives  of  Alkylpyrrolines.  By  C.  U.  Zanetti  (Ber.,  22, 
2515 — 2519;  compare  Ciamieian  and  Zanetti,  Abstr.,  1889,  727). — 
1-Ethylpyrroline  boils  at  129 — 130°  (762  mm.,  corr.).  The  tetra- 
bromide  melts  at  83°  and  is  converted  into  ethyl  dibromomaleimide 
(m.  p.  93 — 94°)  by  cold  nitric  acid  of  sp.  gr.  T49.  The  diacHt/l - 
derivative,  C4NH2EtAc2,  is  a  crystalline  compound,  melts  at  58 — 59°, 
boils  at  about  183°  (29  mm.),  nnd  is  readily  soluble  in  alcohol,  ether, 
benzene,  light  petroleum,  and  warm  water. 

When  the  mixture  of  c-etbylpyrrolines,  boiling  at  150°  (compare 
Ciamieian  and  Zanetti,  loc.  cit.),  is  treated  with  acetic  anhydride 
and  sodium  acetate,  an  oil  is  obtained  which  can  bo  separated  by  frac- 
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tional  distillation  into  a  portion  boiling  at  210 — 235°  and  a  portion 
boiling  at  24-0 — 255°.  The  former  is  volatile  with  steam  and  has  the 
composition  and  properties  of  an  1-acetyl-c-ethylpyrroline,  C4NH3FtAc. 
The  latter,  after  having  been  boiled  with  potash  and  repeatedly 
distilled  in  order  to  free  it  from  1-acetyl  derivatives,  solidifies  parti¬ 
ally  when  exposed  to  long  continued  cold,  and  can  thus  be  separated 
into  its  constituents  ;  the  crystalline  substance  is  an  acetyl-deriva¬ 
tive  melting  at  42 — 44°.  probably  identical  with  the  compound 
(m.  p.  47°)  obtained  by  Denustedt  and  Zimmermann  from  e-ethyl- 
pyrroline  (compare  Abstr.,  18S6,  101-3).  Both  the  liquid  and  the 
solid  compound  give  a  silver-derivative  which  has  the  composition 
C6H1(|NOAg. 

1  -Propylpyrroline,  C4NH4Pr,  is  obtained  in  small  quantities  when 
potassium  pyrrolinc  is  treated  with  propyl  iodide,  but  isomerides  and 
other  compounds  are  also  formed;  it  is  a  colourless  oil  boiling  at 
145-5— 146  5°  (755-S  mm.).  F.  S.  K.  , 

Nitropyrroline-a-carboxylic  Acids.  By  F.  Axderlini  {Her., 
22,  2503 — 2500). — Methyl  nit  ropy  rroline-a-carboxijlate, 

N  Or  CjXl  la1  C  O  OMo , 

(m.  p.  197°)  is  formed,  together  with  an  isomeride  (m.p.  179°)  and 
other  nit,ro-compounds,  when  finely  divided  methyl  pyrroline-jt- 
carboxylatc  is  gradually  added  to  ice-cold  nitric  acid  of  sp.  gr.  1‘5  [ 

and  the  solution  poured  into  cold  water  ;  after  neutralising  with  > 
soda  and  adding  a  little  sodium  carbonate,  the  solution  is  extracted 
with  ether.  It  crystallises  from  boiling  water  in  colourless  needles 
molting  at  197°.  The  corresponding  acid,  N02-C4NH3-C00H,  ob¬ 
tained  by  hydrolysing  the  ethereal  salt  with  potash,  crystallises  from 
water  with  1  mol.  H20  in  light-yellow  needles,  and  is  readily  soluble  ' 
in  alcohol,  ether,  and  hot  water,  but  only  sparingly  in  benzene  and 
cold  water.  It  loses  its  water  when  kept  over  sulphuric  acid  under 
reduced  pressure,  and  the  anhydrous  crystals  melt  at  217°. 

Methyl  nitrapyrroline-x-carhoxylate  (m.  p.  179°)  is  obtained,  together 
with  other  nitro-componnds,  when  the  alkaline  solution  from  which 
the  isomeride  (m.  p.  197°)  has  been  extracted  is  acidified  and  then 
extracted  with  ether.  It  can  be  isolated  by  fractionally  crystallising 
the  crude  product  from  water.  It  separates  from  dilute  alcohol  in  ) 
yellow  needles  melting  at  179°.  The  corresponding  acid  crystallises 
from  hot  water,  with  1  mol.  H-.0,  in  light-yellow  needles,  and  is  readily 
soluble  in  alcohol,  ether,  and  hot  water  and  moderately  so  in  benzene, 
but  only  sparingly  in  cold  water.  It  loses  its  water  when  kept 
over  sulphuric  acid  under  reduced  pressure,  the  anhydrous  compound 
melting  at  161°. 

The  mother-liquors  from  the  preceding  compound  (m.  p.  179°) 
probably  contain  the  third  isomeride,  which  has  previously  been  pre¬ 
pared  by  Ciamician  and  Danesi  (Abstr.,  IS82,  875)  from  dinitro- 
pyrocoll,  but  this  compound  could  not  be  obtained  in  a  pure 
condition.  They  also  contain  the  methyl  salt  of  a  dinitropyrroline- 
carboxylic  acid,  C4NH2(N02)2-C00Ale ;  this  compound  crystallises 
from  water,  dilute  alcohol,  and  benzene  in  light-yellow  plates  melting 
at  about  115°.  F.  S.  K. 
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Molecular  Weights  of  the  Imidoanhyd rides  of  Pyrroline- 
carboxylic  and  Indolecarboxylic  Acids.  By  G.  IIagnanini  (Ber., 
22,  2501 — 2503).  Alolecular  weight  determinations  by  Raoult’s 
method  in  naphthalene  solution  show  that  the  molecular  formula  of 
pyrocoll  is  CioH6N202,  that  of  tetramethylpyrocoll,  CuHuN..iO;>,  that 
of  diacetylpyrocoll,  CuH^X^Oj,  and  that  of  the  imidoanhydride  of 
A-indolecarboxylic  acid,  CibHk^CK.  The  depression  constant  of 
naphthalene  was  taken  as  82,  according  to  Raoul t.  F.  S.  K. 

Action  of  Methyl  Iodide  on  Tetramethyldihydropyridine. 

By  F.  Anderlixt  (Ber.,  22,  2500 — 2511). — Pentamethyldihydro- 
pyi’idine  hvdriodide  is  obtained  when  tetramethyldihydropyridine 
(b.  p.  158°)  is  treated  with  methyl  iodide  (compare  Ciamician  and 
Anderlini,  Abstr.,  1S89,  728)  The  free  base  boils  at  188 — 100° 
(45 — 46°  ;  7  mm.). 

A  base,  Ci.4b„X,  is  formed  when  pentamethyldihydropyridine  is 
treated  with  methyl  iodide  in  the  cold  and  the  resulting  oily  hy- 
driodide  distilled  with  potash  ;  the  base  was  not  isolated.  The 
uurochloride,  CiotRiX^AuCR,  crystallises  in  thin,  golden  needles 
melting  at  99 — 99'5°.  F.  S.  K. 

Synthesis  of  Oxypyridine  and  Piperidine  Bases.  By  A. 

Ladenuchg  (Ber.,  22,  2583 — 2590). — x-P icolylalkine, 

C5NH4-CHyCH2-OH, 

is  obtained  as  a  thick  brown  syrup  by  the  action  of  formaldehyde 
on  a-picoline  and  is  purified  by  distillation  under  20 — 30  mm. 
pressure.  It  is  a  colourless  syrup,  boils  at  179°  under  25  mm. 
pressure,  dissolves  readily  in  water  and  alcohol,  sparingly  in  ether; 
it  is  rather  hygroscopic  and  can  only  be  dried  over  fused  potassium 
carbonate  ;  sp.  gr.  Fill  at  0°,  The platinocldoride,  (CiH9NO)2,H2PtCb, 
crystallises  well  in  prisms  very  readily  soluble  in  hot  water  and  melts 
at  170°  with  effervescence.  The  a urochloride  crystallises  in  well- 
formed  crystals  rather  sparingly  soluble  in  water. 

Vinylpyridine,  C3XHj'UoH3,  prepared  by  distilling  the  above  com¬ 
pound  under  higher  pressure  or  in  presence  of  potash,  is  a  colourless, 
mobile  liquid,  very  readily  soluble  in  alcohol,  ether,  and  chloroform,  Ac., 
but  only  sparingly  in  water.  It  boils  with  decomposition  at  158 — lop 
at  the  ordinary  pressure,  but  distils  without  decomposition  at  79 — S2° 
under  29  mm.  pressure  ;  sp.gr.  =  0'99S5  at  OX  The  platinocldoride, 
(C7H7X)2,H2PtCI6,  crystallises  in  needles  or  large  plates,  melts  at  174° 
with  decomposition,  and  is  rather  readily  soluble  in  water.  The 
a  urochloride,  cad  mio  iodide,  bismuth  iodide,  and  mercnrochloride  crystal¬ 
lise  well. 

a.- 1 'ipeco lylalkine,  C3XH10-CH2,CH2,OH,  obtained  by  the  action  of 
sodium  and  alcohol  on  picolylalkine,  is  a  colourless  crystalline  base 
which  melts  at  31 — 32“  and  boils  at  225 — 228°.  it  is  very  hygro¬ 
scopic  and  is  readily  soluble  water,  alcohol,  and  ether.  It  is  a 
strong  base  and  turns  red  litmus  blue.  The  plutinochloride, 
(C7H|5XO)2,H2PtClc,  crystallises  in  splendid,  large,  transparent  crys¬ 
tals,  like  gvpsum,  and  melts  at  15S°. 
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x-MethylpipecoUnealkine ,  C5NHgMe'CHyCH2‘OH,  is  formed  when 
a-pipecolylalkine  dissolved  in  methyl  iodide  is  treated  with  methyl 
iodide  and  sodium  at  the  ordinary  temperature.  When  the  methyl 
iodide  has  disappeared,  the  aleohol  is  evaporated,  the  residue  re¬ 
peatedly  extracted  with  ether,  the  base  converted  into  the  hydro¬ 
chloride,  and  warmed  slightly  with  sodium  nitrite.  The  nitrosamine 
which  separates  is  removed  by  ether.  The  hydrochloride  is  then  | 
treated  with  potash  and  the  tertiary  base  is  extracted  with  ether,  and 
dried  with  potash.  The  aurochloride  is  crystalline ;  the  plat! no-  ! 

chloride,  cadmioiodide ,  and  periodide  were  also  prepared. 

Vimjlplperidine,  CsNHk.'C^H,  (?),  is  obtained  from  pipecolylalkin 
by  the  method  previously  employed  for  the  preparation  of  tropidine 
from  tropine  ( Annnlen ,  217,  118).  It  is  a  colourless  liquid,  boils  at 
146 — 148°,  is  readily  soluble  in  water,  and  has  an  odour  of  tropidine 
and  coniine.  The  aurochloride  and  picrate  crystallise  well  and  are 
rather  soluble  in  water. 

a.-IJicohjlmethylalMve,  CsNHyCHyCHMe’OH,  is  formed  in  a  manner 
similar  to  *-picolylalkine  from  ®-picoline  and  acetaldehyde,  and  is 
purified  by  means  of  the  platinocliloride.  It  is  yellowish,  boils  at 
176 — 181°  under  18  mm,  pressure,  and  is  readily  soluble  in  water, 
alcohol,  and  chloroform,  sparingly  in  ether.  The  platinocliloride, 
(CsHuNO)2,H2PtClr„  crystallises  from  hot  water  in  small  plates  which  , 
melt  at  189°  with  decomposition  ;  the  aurochloride  crystallises  well. 

OL-Piperolyhnethylalliine ,  CsNH^'CHo'CHMe’OTT,  melts  at  47°,  boils 
at  224 — 226°.  and  is  readily  soluble  in  water,  alcohol,  and  ether, 
The  platinochloride  melts  at  149°.  In  its  properties,  the  base  resembles 
conydriue,  with  which  it  is  isomeric.  N.  H.  M. 


Hydroxymetadiazines  (Hydroxypyrimidines).  By  E.  v.  Meter 
(.7.  pr.  Chem.  [2],  40,  303 — 304). — Amidomethyldiphenylmetadiazine 
(Abstr.,  1889,  578)  melts  at  168°,  not  172°;  it  can  also  be  obtained 
by  acting  on  a  mixture  of  ethyl  cyanide  and  phenyl  cyanide  with 
sodium  or  sodium  etlioxide. 

Hydroxymethyldiphenylmetadiazine  {loc.  cit.)  melts  at  250°,  not 
256°  ;  it  can  also  be  obtained  by  the  condensation  of  benzamidine  and 
ethyl  methylbenzoylacetate.  By  heating  it  with  alkaline  potassium 
permanganate,  adding  dilute  hydrochloric  acid  to  the  colourless  solu¬ 
tion,  dissolving  the  precipitate  in  weak  ammonia,  filtering,  and  again 
precipitating  with  hydrochloric  acid,  a  hydroxydiphenylmetadiazinecar- 
N — CPh 

hoxylic  acid,  CPh^^^Qjj^C'COOH,  is  obtained  ;  this  crystallises 

from  alcohol  in  beautiful,  pale-yellow  prisms  melting  at  236°  with 
evolution  of  carbonic  anhydride.  When  heated  in  a  diphenylamine 
bath  at  250°  until  evolution  of  carbonic  anhydride  ceases,  it  leaves 
a  yellow,  crystalline  residue,  mostly  soluble  in  potash  ;  if  the  preci¬ 
pitate  obtained  by  adding  hydrochloric  acid  to  this  potash  solution 
is  digested  with  weak  ammonia  and  crystallised  from  aleohol,  yellowish 
slender  needles,  C]6H12N20,  which  melt  at  280’5°  (uncorr.),  are  ob¬ 
tained.  These  appear  to  be  identical  with  Pinner's  diplienylhydroxy- 
pyrimidine  (Abstr.  1889,  1008),  which  melts  at  284°. 
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Jlydroxymethylethy  l  methyl  metad  iazine,  is 

obtained  from  acetamidine  and  ethyl  propionylpropionatc ;  it  melts 
at  167-5°,  and  is  isomeric  with  the  hydroxy-base  of  cyanmethethine 
melting  at  150°  (Abstr.  1885,  646).  A.  Gr.  13. 

Pyrimidimes.  By  A.  Pinker  ( Ber .,  22,  2609— 2626  ;  compare 
Abstr.,  1S89,  1006). — The  formation  of  the  pyrimidines  appears  to 
take  place  in  three  stages.  Employing  benzamidine  and  ethyl 
acetoacetate  as  examples,  these  stages  are  as  follows: — 

I.  NHiCPh-NH-  +  COOEt-CHyCOMe  = 

NH:CPh-NHCO-CH2-COMe  +  EtOH. 
II.  NHiCPh-NH-CO-CHo-COMe  = 

KH<CpiiC:^f>CMe'0H  =  NH<cpi°N>CMe  +  Hl°- 

III.  NH<“hC.H>CMe  =  N<gg^£”>CMe. 


The  ethyloxalylacetylbenzamidine  already  described  (Abstr.,  1889, 
1009)  is  the  first-stage  product  in  the  formation  of  phenylhydroxy- 
pyrimidinecarboxylic  acid,  and  maybe  easily  converted  into  the  latter 
by  the  action  of  soda.  The  compound  obtained  at  the  same  time 
and  melting  at  263°  is  phenylhydroxypyrimidinecarboxylbevzamidine, 

N<C(POhB)^H>C.CO.NH.CPh:NH,  the  benzamidine  having  reacted 

with  the  second  carboxyl -group  of  the  acetoxalate.  It  is  converted  iuto 
the  above  carboxylic  acid  by  the  action  of  soda.  As  already  noted 
( loc .  cit.')  the  free  acid  melts  with  decomposition  at  247°  ;  carbonic 
anhydride  being  evolved  and  phenylhydroxypyrimidine  is  formed. 

When  benzamidine  and  ethyl  acetomalonate  react  on  one  another, 
one  carboxyl-group  is  separated  and  the  same  pyrimidine  formed  as 
is  obtained  from  ethyl  acetoacetate. 

When  ethyl  acetosuccinate,  benzamidine  hydrochloride,  and  sodium 
hydroxide  or  potassium  carbonate  are  mixed  together,  two  compounds 
are  obtained  melting  respectively  at  178°  and  212°.  The  former  (m.  p. 
178°)  is  ethyl  phenylmethylhydroxypyrimidineucetate , 

CPh<£-  0H)>C-CHy CO OEt. 


It  is  easily  soluble  in  alcohol,  ether,  and  acetone,  sparingly  in  water, 
and  crystallises  in  needles.  When  saponified  with  soda,  it  yields 
’phenylmtthylhydroxypyrimidiueacetic  acid,  which  crystallises  in  needles, 
melts  at  259’,  and  is  soluble  in  alcohol.  The  needles  crystallising  at 
212°  have  the  formula  CnH10N2O2  and  are  probably  succinylbenzimide , 


ch2-co 

CH.,.CO 


>N-CPh:NH. 


This  compound  forms  the  principal  product 


if  caustic  soda  is  used  for  liberating  the  benzamidine  from  its  hydro¬ 
chloride  in  the  reaction,  whilst,  if  potassium  carbonate  is  employed, 
the  pyrimidine  is  the  chief  product. 
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With  ethyl  acetylglutarate,  benzamidine  yields  ethylphenylm ethyl- 

Itydroxypyrimidinepropionale,  CPh<A^..  C(OH)>C'CH2'CH2‘COOEt’ 

which  crystallises  in  needles,  is  sol  able  in  alcohol,  ether,  and  acetone, 
and  melts  at  145°.  The  free  acid  forms  a  white  powder  almost  in¬ 
soluble  in  water  and  alcohol  and  melting  at  215°. 

When  ethyl  diacetosucciuate  is  mixed  with  benzamidine,  ethyl 
phenylmethylhydroxypyrimidineacetate  (m.  p.  178°)  and  phenyl - 

m  ethyl  acetonylhy  dr  oxxy pyrimidine,  CPh^^.Q^Q^j^^C’CHvCOMe, 

are  formed.  The  latter  is  insoluble  in  acetone,  soluble  in  alcohol ; 
it  crystallises  in  needles  and  melts  at  215°.  The  author  was  unable  to 


obtain  the  dipyrimidine,  CPh<^.^E^;>C — 

which  he  had  anticipated,  the  second  acetyl-group  appearing  always 
to  be  separated  before  the  pyrimidine  formation  set  in. 

A  mixture  of  ethyl  succinylsuceinate  and  benzamidine  yields  a  sub¬ 
stance  easily  soluble  in  alcohol  and  melting  at  272°  and  another 
almost  insoluble  in  the  usual  solvents.  The  former,  tetrahydrophenyl- 

•c-ch2- 
1 1 

■c-ch2- 


CHo 

i 

GO 


’,  crystallises  in  needles. 


,  ,  ,  .  7.  n:c(OH) 

hydroxt/ketonmnazohne,  I 
y  J  C  Ph  ZZ  N 


The  latter,  owing  to  its  insolubility,  could  not  be  thoroughly  purified, 
but  appears  to  have  the  formula  C2iH16N40->  and  to  be  dihydrodi- 

7  J7.7  7  .  N:C(0HVC-CH2-C-N  ZZ  CPh  7. 

phenyMy.boxyaHielrazme,  —  N.{4.CHs.{4.G(OH):^  •  «  **■ 

solves  in  boiling  caustic  soda  yielding  a  ervstalline  sodium-derivative, 
C22Hl4Xa2X402  -r  4H20. 


The  amidine  of  acetonecyanhydrin,  OH-CMe2-C(.NH2)!?7H,  yields 
with  ethyl  acetoacetate,  hydroxy  isopropylmethylhydroxypyrimidine, 

crystallising  in  easily  soluble  needles 

and  melting  at  9S°.  Tf  ethyl  benzoylacetate  is  employed  instead  of 
the  acetoacetate,  hydroxyisopropylphenylhydroxy  pyrimidine, 


OH-CMe2-C< 


X— CPh 
N:C(OH) 


>CH, 


is  formed.  This  crystallises  in  small,  glistening  prisms,  sparingly 
soluble  in  water,  easily  so  in  the  usual  organic  solvents,  and  melts 
at  198°.  *  L.  T.  T. 


Phenylhydrazonelevulinic  Anhydride.  By  F.  Ach  ( Annalen . 
253,  44 — 57).  Two  compounds  are  formed  by  the  action  of  phos¬ 
phorus  pentachloride  on  phenylhydrazonelevnlinic  anhydride  at  150. 
One  contains  2  atoms  of  hydrogen  less  than  the  anhydride  and  the 
second  compound  is  a  monochloro-snbstitution-product  of  the  first. 
The  crude  product  of  the  reaction  is  poured  into  water  containing  ice. 
In  the  course  of  24  hours,  phenylmethylchloropyridazone  is  deposited 
in  crystals.  The  mother-liquor  is  rendered  alkaline  and  treated  with 
ether  to  extract  the  phenylmethylpyridazone.  The  residue  is  redis¬ 
solved  in  100  parts  of  boiling  water,  to  which  a  small  quantity  of 
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hydrochloric  acid  is  added.  On  cooling,  the  chloro-substitution-pro- 
duct  crystallises  out  and  the  base  is  extracted  from  the  mother-liquor 
as  before.  It  is  finally  purified  by  precipitation  as  the  hydrochloride 
by  passing  dry  hydrogen  chloride  through  its  solution  in  benzene. 

Phenyhnethylpyridazone,  CO<^^j^.Q^y>CMe,  is  freely  soluble  in 

alcohol,  ether,  chloroform,  benzene,  and  acetone,  melts  at  81—82°, 
and  has  feeble  basic  properties;  its  salts  are  decomposed  by  water. 
By  the  action  of  sodium  on  the  hot  alcoholic  solution,  a  crystalline 
base  is  produced  which  appears  to  have  the  composition  023X124X4;  this 
melts  at  200°  and  yields  a  sparingly  soluble  platinochloride.  The 
solution  in  dilute  sulphuric  acid  acquires  a  violet-blue  colour  on  the 
addition  of  chromic  or  nitrous  acid. 

Phenylmetliylcdiloropyridazone ,  CO<^q|\  Q^>CJIe,  crystallises  in 

flat  prisms  and  melts  at  130 — 137°.  It  is  freely  soluble  in  hot 
alcohol,  chloroform,  benzene,  and  acetone,  and  also  dissolves  in 


mineral  acids,  but  is  reprecipitated  unaltered  from  the  acid  solutions 
by  water.  The  nitro-derivative  melts  at  210 — 213°.  The  chlorine  is 
displaced  by  ethoxyl  by  the  action  of  alcoholic  potassium  hydroxide. 

Phenyhnetlnjlethoxypyridazone  melts  at  140°,  crystallises  in  flat 
prisms  or  plates,  and  dissolves  freely  in  hot  alcohol,  benzene,  chloroform, 
acetone,  and  in  hot  water,  and  is  also  soluble  in  strong  acids.  It  is 
decomposed  by  heating  at  125°  in  sealed  tubes  with  hydrochloric  acid, 
yielding  p hen y l m eth ylh yd roxypyrulazone .  The  hydroxy-derivative 
crystallises  in  needles  and  melts  at  196°.  It  is  soluble  in  hot  acetone, 
benzene,  and  chloroform,  in  strong  mineral  acids,  and  in  alkalis.  The 
additiou  of  ferric  chloride  to  the  hydrochloric  acid  solution  produces 
a  red-brown  coloration,  which  turns  to  carmine  on  dilution.  At  170°, 
hydrochloric  acid  converts  the  hydroxy-compound  into  phenymethyl - 


pyrazolecarboxylic  acid,  H.*  ^>C‘COOH.  The  acid  is  soluble  in 


hot  alcohol,  chloroform,  benzene,  ether,  and  in  strong  mineral  acids, 
melts  at  165 — 100°,  and  decomposes  at  200°,  yielding  phenylmethyl- 
CMe-CH 

pyrazole,  _g  -ypj  ^CH,  probably  identical  with  the  phenylmethyl- 


pyrazole  described  by  Knorr  (Abstr.,  1887,  601). 

Phenyhnethylpyrazole  molts  at  34 — 36°  and  boils  at  254 — 255° 
under  753  mm.  pressure.  It  dissolves  freely  in  ether,  alcohol,  chloro¬ 
form,  acetone,  benzene,  and  light  petroleum.  The  platinochloride 
forms  orange-coloured,  needle-shaped  crystals,  sparingly  soluble  in 
water.  The  pyrazole  is  converted  into  the  pyrazoline  by  the  action 
of  sodium  on  its  alcoholic  solution.  The  pyrazoline  melts  at  73 — 75c 
and  distils  without  decomposition.  It  is  soluble  in  ether,  alcohol,  and 
benzene,  and  gives  the  characteristic  pyrazoline-colour  reaction  with 
ferric  chloride  or  chromic  acid.  W.  C.  W. 


Synthesis  of  Quinazoline-derivatives.  By  C.  Paal  and  M. 
Blsch  (Per.,  22,  2683 — 2702). — The  authors  have  studied  the  action 
of  orthonitrobenzyl  chloride  on  the  sodium-derivatives  of  form- 
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anilide  and  of  acetanilide  and  of  some  of  their  homologues.  The  acet¬ 
anilides  did  not  give  satisfactory  results,  but  with  the  forinanilides  the 
following  reactions  (where  R  is  an  aromatic  radicle)  take  place  : — 

N02*C6H4*CH2C1  +  R-NNa-COH  =  N02-C6H4-CH2-NR-C0H. 

On  reduction,  the  product  yields  quinazoline-derivatives, 

v —  pH 

N02*C6H4*CH2*NR.C0H  +  3H2  =  C6H4<;  ~  i  _  +  3H20- 

w  rl  2*aN  -tv 

Action  of  Orthonitrolensyl  Chloride  on  Sodium  Formanilide . — Sodium 
formanilide  is  prepared  by  adding  sodium  to  a  benzene  solution  of  form¬ 
anilide,  and  then  a  proportional  quantity  of  orthonitrobenzyl  chloride 
is  added.  Orthonitrohenzylformanilide,  N02,C6H4'CH2'NPb*C0H,  is 
soluble  in  the  usual  organic  solvents,  insoluble  in  water.  It  melts  at 
77°,  and  forms  yellow,  monosymmetric  plates  giving  the  measure¬ 
ments  a  :  b  :  c  =  0*5477  :  1  :  1*085  and  (3  —  69°  7'.  This  formanilide 
was  also  obtained  by  boiling  orthonitrobenzylaniline  (Lellmann  and 
Stickel,  Abstr.,  1880,  793)  with  formic  acid.  When  reduced  with 
zinc  and  acetic  or  hydrochloric  acid,  p henyldihydroquinazoline , 
N —  C  H 

C6H4<C^,~^pj  »  is  formed;  this  crystallises  in  hexagonal  plates,  is 

almost  insoluble  in  water  and  alkalis,  easily  soluble  in  mineral  acids, 
alcohol,  ether,  &c.  It  melts  at  95°  and  distils  at  a  very  high  tem¬ 
perature  with  partial  decomposition.  When  distilled  with  zinc-dust, 
it  yields  equal  quantities  of  aniline  and  benzonitrile.  Its  sulphate , 
(C14Hl2X2)2,H2S04  +  2H20,  crystallises  from  water  in  needles,  loses 
water  at  70°  and  melts  at  79°  ;  when  free  from  water  it  melts  at 
140 — 143°;  the  hydrochloride,  +  2H20,  forms  glistening  needles 
melting  at  S0°  ;  the  anhydrous  salt  melts  at  221°,  and  is  easily  soluble 
in  alcohol  and  ether.  The  plativochloride  forms  yellow  crystals 
melting  at  20S° ;  the  anrochluride  orange  scales  ;  the  sfannochloride, 
( '14H12X2,HSnCl3,  flat,  white  needles  or  scales  melting  at  130 — 134°. 
When  heated  with  methyl  iodide  in  closed  tubes  at  100°,  the  quinazoline 
yields  three  derivatives  :  the  methiodide  periodide ,  C44Hi2X2MeI,I, 
forming  glistening,  golden-yellow  scales  melting  at  157°;  the  meth¬ 
iodide ,  C14Hi2X2,Mel,  crystallising  in  white  needles  melting  at  170u; 
and  a  third  substance,  crystallising  in  prisms  melting  at  180°,  which 
appears  to  be  a  second  isomeric  methiodide .  When  oxidised  with 
potassium  permanganate,  the  quinazoline  yields  phenylketodihydro- 

N  '  C  H 

quinazoline,  C6H4<(  ’  l  ,  which  crystallises  in  almost  colourless, 

v>  U'iN  Jl  n 

glistening  scales  or  well-formed  rhombic  crystals  giving  the  measure¬ 
ments  a:  h  :  c  —  2*422S  :  1  :  3*2742.  It  melts  at  139°  and  sublimes 
without  decomposition.  Xo  hydroxy lamine-derivative  or  phenyl- 
hydrazide  could  be  obtained,  but  with  hydrazine  (amidogen)  it  yields 

,  T7  T  T  7.7  7  .  7.  CH’NPh  ^  NH  ,  .  „ 

phenylketohydrazodihydroquinazoline,  M  I>0<(  I  ;  this  forms 

N — CeH4  XH 

white,  glistening  needles  which  melt  at  204°  and,  in  small  quantities, 
sublime  without  decomposition.  The  hydrochloride,  C)4Hi0N2O,HC1, 
crystallises  in  glistening  scales  and  melts  at  213 — 214° ;  it  loses  its 
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hydrogen  chloride  at  a  moderate  heat.  The  platinochloride  crystal¬ 
lises  in  yellow  needles  melting  above  300°.  When  the  keto-ba.se  is 
treated  in  alcoholic  solution  with  sodium,  pheuyltetrahydroquinazoline , 

,,TT  NH-CH,  .  ,  .  ...  .  .  ,,  . 

I  ,  is  formed  which  is  soluble  in  organic  solvents, 
0  H/ is  a  h 

crystallises  in  white  needles,  melts  at  117°,  and  distils  at  a  high  tem¬ 
perature  without  decomposition.  It  is  only  feebly  basic,  its  salts 
decomposing  on  the  addition  of  water.  It  yields  a  hydrochloride,  a 
crystalline  aceto- derivative ,  and  a  nitrosamine.  An  unstable  inter¬ 
mediate  product  containing  the  (CH-QH)  group  appears  to  be  formed 
along  with  the  tetrahydro-compound,  but  it  could  not  be  isolated. 
When  oxidised  with  permanganate,  the  tetrahydro- derivative  is  recon¬ 
verted  into  the  keto-compound,  but  both  here  and  in  the  original 
formation  of  the  keto-derivative  small  quantities  of  a  sparingly  soluble 
nitrogenous,  crystalline  compound  melting  at  219°  are  formed. 

Action  of  Orthonitrobenzyl  Chloride  on  Sodium  Formoparatoluide. — 
The  reactions  here  are  similar  to  those  with  formanilide.  Ortho - 
uitrobenzyljormoparutuliiide,  NCb'CeHyCkL’A  (C6H4Me)'COH,  crys¬ 
tallises  in  pale  yellow  needles  melting  at  79°,  and  is  easily  soluble  in 
the  usual  organic  solvents.  It  may  also  be  easily  prepared  from 
orthonitrobenzylparatolnidine  (Lellmann  and  Stickel,  loc.  cit.).  Fara- 

^ -  P  JJ 

tolyldihydroquinazoline,  C6H4<7  I  ,  is  easily  soluble  in 

(/JiliS'OeHjMc 

alcohol,  ether,  benzene,  and  chloroform,  sparingly  so  in  light  petroleum. 
It  crystallises  in  glistening,  white  scales,  melts  at  120°,  and  distils  with 
partial  decomposition.  Distilled  witn  zinc-dust,  it  yields  the  amine  and 
nitrile  like  the  phenyl-derivative.  The  hydrochloride,  with  2  mols. 
HoO,  forms  flat,  white  needles  and  melts  at  85°,  the  anhydrous  salt  at 
2ol°  ;  th e  platinochloride  forms  glistening,  yellow  needles  melting  at 
216°;  the  stunnochloride ,  sparingly  soluble  needles  melting  at  165°. 
Methyl  iodide  forms  two  derivatives,  namely,  the  methiodide,  crystallis¬ 
ing  in  white  needles  melting  at  180°,  and  green,  metallic  needles  which 
appear  to  be  the  methiodide  periodule.  On  oxidation,  the  base  yields 

— CH 

paratolylkeLodihydroquinazoline,CAAi.<f  —\  ,  which  crystal- 

CO  *is 4  OgHjjIc 

Uses  in  micaceous  needles  sparingly  soluble  in  boiling  water,  easily  in 
organic  solvents,  and  melting  at  146°.  The  hydrochloride  forms  white 
needles  melting  at  213 — 214°,  and  is  dissociated  by  slight  rise  in  tem¬ 
perature  ;  the  platinochloride  forms  golden  yellow  scales  melting 
above  300°.  By  oxidation,  varaketodihiidroquinazolylbenzoic  acid , 
X“CH 


CsH4</ 


>  is  produced  as  well  as  the  above  quinazo- 


line;  the  acid  forms  white  crystals  sparingly  soluble  in  organic  solvents, 
and  melting  at  320°.  The  silver  salt  forms  a  white,  tiocculent  precipitate. 
Faratoyltetrahydroquinazoline  crystallises  in  white  needles,  melts  at 
127°,  and  is  easily  soluble  in  chloroform  and  benzene,  sparingly  in 
ether  and  alcohol.  It  forms  a  red  nitrosamine,  a  white,  unstable  hydro - 
chloride,  and  a  yellow,  unstable  platinochloride. 

Action  of  Orthonitrobenzyl  Chloride  on  Sodiumformo-orthotolnide. — 
the  reactions  are  similar  to  those  with  the  isomeric  para-compound. 
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Orthonitrohenzylformo-orthotolnide  forms  a  yellow  oil  which  melts  at 
76°  and  decomposes  on  distillation.  Orthotolytdihydroquinazoline 
forms  a  yellow,  amorphous  mass,  its  platinochloride  orange-yellow 
needles  melting  at  210°,  and  its  stannarhloride  and  hydrochloride 
could  not  he  obtained  in  a  crystalline  form.  When  reduced  in  alco¬ 
holic  solution  with  sodium,  the  base  appears  to  yield  the  tetrahydro- 
derivative  but  this  was  not  obtained  in  a  pure  state.  L.  T.  T. 

Hydrastine.  By  W.  Kerstf.in  ( Chem.  Centr.,  18S9,  ii,  91,  from 
Zeit.  Nat  uric  Us.  Halle ,  61,  425 — 429). — According  to  the  author’s 
experiments,  hydrastine,  obtained  from  the  root  of  Hydrastis  cana¬ 
densis has  the  formula  C2iH21]Sr06,  and  forms  colourless  needles  melt¬ 
ing  at  132°.  The  hydrochloride,  C2iH2iXOg,HC1,  and  hydrohromide , 
G21H21XOa,HBr,  are  white,  micro-crystalline  salts;  the  hydriodtde  is 
brownish-yellow. 

In  addition  to  those  reactions  already  described,  showing  the  rela¬ 
tion  which  exists  between  hydrastine  and  narcotine,  the  author  finds 
that  by  oxidation  with  potassium  permanganate  in  acid  solution, 
opianic  acid  and  probably  also  cotarninc  are  formed.  When  dis¬ 
tilled  in  a  current  of  steam,  meconine  and  trimethylamine  are 
formed  in  the  case  of  both  these  alkaloids.  On  the  other  hand, 
the}"  do  not  show  any  similarity  in  their  behaviour  towards  acetic 
anhydride,  acetic  chloride,  water  under  pressure,  or  dilute  sulphuric 
acid. 

From  hydrastine  ethiodide,  by  the  action  of  potassium  hydroxide 
solution,  ethylhydrastine  is  obtained  ;  it  forms  lemon-jcllow  ciystals 
which  melt  at  127°.  By  the  action  of  iodine,  hydrastine  is  split  up 
into  opianic  acid  and  hydrastonine ;  the  latter  is  distinguished 
from  tarconine  methiodide  in  that  no  formaldehyde  is  formed  on 
boiling  its  iodide  or  hydroxide  with  barium  hydroxide. 

In  addition,  from  the  root  of  Hydrastis  canadensis ,  the  author  has 
separated  phytosterin,  C26H440  -f  H20  ;  this  forms  plates,  melting  at 
133°,  the  solution  of  which  in  acetic  anhydride  gives  a  red  coloration, 
passing  into  intense  blue  with  concentrated  sulphuric  acid. 

J.  W.  L. 

Formation  of  Optically  Active  Tropic  Acids  and  Optically 
Active  Atropines.  By  A.  Ladexburg  and  C.  Huxdt  ( Ber .,  22, 
2590 — 2592). — A  dilute  aqueous  alcoholic  solution  of  quinine  (1  mol.) 
was  added  to  a  hot  aqueous  solution  of  tropic  acid  (m.  p.  116 — 118', 
1  mol.),  and  the  whole  evaporated  down  on  a  water-bath  until  crystal¬ 
lisation  commenced.  On  cooling,  a  quantity  of  dull,  white  crystals 
separated  (quinine  dextrotropate),  and  on  further  evaporation  of  the 
mother-liquor  an  oil  separated,  which  gradually  solidified  to  hard 
crystals  of  a  glassy  lustre  (quinine  lmvotropate). 

Quinine  dextrotropate  melts  at  ISO — 187°.  Th e  free  acid  crystallises 
from  ether  in  hard,  clear  prisms,  and  from  water  in  clear  plates, 
melts  at  127 — 128°,  and  showed  a  rotatory  power  of  7T4\ 

Quinine  la>votropate  was  not  obtained  quite  pure  ;  it  melts  at  178°. 
The/  ree  acid ,  which  was  also  not  obtained  pure,  melted  at  123°,  and 
showed  a.  rotatory  power  of  05T5°. 
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When  treated  with  tropine  and  tropic  acid  (Annalev,  20  6,  274), 

■  both  acids  yield  the  corresponding  atropines. 

Dextro-atropiue  crystallises  from  alcohol  in  white,  lustrous  needles, 
melts  at  110 — 111°,  and  has  a  rotatory  power  of  -f  10°.  The  auro- 
j  chloride  forms  dull,  deep-yellow  crystals  melting  at  140 — 147°. 

;  Leer  o- atropine  is  a  crystalline  powder  melting  at  1110.  The  anro- 
1  chloride  crystallises  in  lustrous  needles  and  melts  at  146°.  The  base 
resembles  hyoscyamine,  but  the  two  are  not  identical,  which  is  dno  to 
the  fact  that  the  latter  base  has  two  active  asymmetrical  carbon- 
atoms,  whilst  the  former  has  only  one.  N.  H,  M. 

Bases  contained  in  the  young  Shoots  of  Solanum  Tubero¬ 
sum.  By  R.  Firius  ( Monatsh .,  10,  541 — 5(50). — The  two  products, 
the  one  crystalline  and  the  other  amorphous,  obtained  in  the  prepara¬ 
tion  of  solanine  from  the  young  shoots  of  the  potato,  are  now  shown, 
contrary  to  earlier  views,  not  to  be  chemically  identical.  The  author 
names  the  crystalline  compound  solanine.  It  has  the  formula 
CS2H93X0|S,41H50,  and  when  dried  at  100°  appears  to  be  anhydrous, 
or  to  contain  only  half  a  molecule  of  water  of  crystallisation.  From 
a  solution  in  85  per  cent,  alcohol,  it  crystallises  in  colourless  needles, 
which  melt  at  244°,  are  almost  insoluble  in  ether  and  alcohol,  and  are 
readily  dissolved  by  dilute  hydrochloric  acid.  Solanidine  hydro¬ 
chloride,  3(C40H81X62,HCl)HCi  +  HoO  or  IAH20,  is  obtained  by 
boiling  solanine  with  a  2  per  cent,  solution  of  hydrochloric  acid.  It 
is  a  slightly  yellow  powder  which  is  only  very  sparingly  soluble  in 
water,  and  carbonises  without  melting  when  heated  to  287°.  Simul¬ 
taneously  with  solanidine  hydrochloride,  a  sugar  is  formed  in  accord¬ 
ance  with  the  equation  C52H93iStOi8  =  C4oH8lNO->  4-  2CsH,oOfi  -f 
4H20. 

The  amorphous  substance  obtained  simultaneously  with  solanine, 
and  which  the  author  names  solaneine,  has,  when  dried  at  100°.  the 
formnla  C53H9TNOi3,  or  The  loss  of  weight  on  heating  the 

air-dried  compound  at  100°  corresponds  with  the  formnla  C62H&3NOI3 
+  3 1  or  4H20.  It  is  a  yellow,  horny,  perfectly  amorphous  substance, 
melting  at  208°,  is  more  soluble  in  an  85  per  cent,  solution  of  alcohol 
than  is  solanine,  and  on  treatment  with  hydrochloric  acid  yields 
solanidine  and  a  sugar  in  accordance  with  the  equation 

H20  =  C40H8lNO2  +  2C8H1208. 

The  sugar  obtained  by  the  hydrolysis  of  solanine  and  solaneine 
forms  a  yellow,  amorphous  mass  with  a  caramel-like  odonr,  dissolves 
readily  in  water  and  wood-spirit,  and  has  a  specific  rotatory  power  of 
[*]r>  =  +  2 8 '02 3.  With  phonylhydrazine  hydrochloride  and  sodium 
acetate  in  aqueous  solution,  it  forms  a  glucosazone  melting  at  190°, 
and  resembling  the  compounds  obtained  similarly  from  dextrose, 
levulose,  and  several  other  sugars.  With  nitric  acid  it  gives  no  recog¬ 
nisable  trace  of  mncic  or  saccharic  acids.  The  general  behaviour  of 
the  sugar  points  to  the  conclusion  that  it  is  some  other  sugar  than 
dextrose,  or  a  mixture  of  sugars. 

Solanidine  has  the  formula  C^H^NCt,  or  C41Hfi5X02,  and  is  obtained 
from  alcoholic  solution  in  amorphous  masses  interspersed  with  needles 
melting  at  191°.  It  dissolves  readily  in  hot  alcohol,  with  difficulty  in 
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ether,  and  on  treatment  with  excess  of  dilute  sulphuric  acid  forms  a 
sulphate,  3(C10He1XO2,H3SO4),H2SO4  +  8ELO  ;  this  crystallises  in 
scaly  plates  melting  at  247°,  and  is  readily  soluble  in  water.  Its 
diacetyl-derivative,  C40H69O->NAc->,  crystallises  in  needles  melting  at 
203°.  G.  T.  M. 

Cinnamylcocaine  from  Coca  Leaves.  By  C.  Liebermann 
(Ber..  22,  2661 — 2662). — Measurements  of  crystals  and  quantitative 
decomposition  determinations  are  given  to  show  that  the  cinnamyl- 
coca'ine  which  the  author  prepared  synthetically  from  ecgonine  is 
identical  with  that  obtained  by  Giesel  from  the  coca  leaf. 

L.  T.  T. 

Haematoporphyrin  and  Bilirubin.  By  M.  v.  Nencki  and 
A.  Rotschy  (Monatsh.,  10,  568 — 573  ;  compare  Abstr.,  1888,  304  and 
971). —  The  authors  suggest  that  Raoult’s  method  may  be  employed 
with  advantage  to  determine  the  molecular  weights  of  unstable 
substances  of  organic  origin,  and  have  investigated  the  practicability 
of  the  method  in  two  cases.  Making  use  of  acetic  acid  and  phenol  as 
solvents,  hteinatoporphyrin  gave  numbers  varying  between  226  and 
331,  which  correspond  with  the  simple  formula  CisHie^Oj  (mol. 
wt.  =  286).  In  the  case  of  bilirubin,  ethylene  dibromide  and  phenol 
were  used  as  solvents.  This  compound  has  the  same  molecular 
formula,  and  is  consequently  isomeric  with  hcematoporphyrin.  The 
range  in  the  numbers  obtained  in  both  cases  is  due  to  the  compounds 
being  only  slightly  dissolved  by  the  solvents  employed.  The  iso¬ 
merism  of  luematoporpliyrin  and  bilirubrin  is  confirmed  by  the  fact 
that  on  reduction  with  tin  and  hydrochloric  acid  two  different 
urobilins  are  obtained.  G.  T.  M. 
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Reduction  of  Nitrates  by  the  Cholera  Bacteria.  By  R.  J. 

Petri  ( Chem .  Centr 1889,  ii,  45,  from  Centr.  Baclderiologie  u.  | 
Parisitenkunde ,  5,  No.  17). — The  cholera  bacteria  are  found  to 
reduce  nitrates  to  nitrites,  and  the  author  remarks  that  an  oxidation 
of  ammonia  by  these  bacteria  would  therefore  appear  highly 
improbable.  J*  W".  L. 

Mucous  Fermentation.  By  B.  Kramer  (Monatsh.,  10,  467 — 
505). — Mucous  fermentation  is  the  process  by  which  certain  solutions 
of  sugars  or  carbohydrates,  such  as  saccharose,  glucose,  lactose, 
mannitol,  starch,  and  mucilage,  containing  the  necessary  quantity  of 
albuminoids  and  mineral  salts,  are  converted  into  a  ropy  condition. 

In  the  process  a  mucous  substance  of  the  formula  CsH]0Os  is  generally 
formed  simultaneously  with  variable  quantities  of  mannitol  and 
carbonic  anhydride,  although  in  the  fermentation  of  milk  the  produc- 
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tion  of  all  these  compounds  lias  not  been  determined  with  certainty. 
The  formation  of  free  hydrogen  and  of  lactic  and  butyric  acids  in 
ropy  fermention  is  due  to  the  use  of  impure  cultures,  and  is  not  the 
result  of  the  mucous  ferment,  which  is  a  micro-organism  belonging 
to  the  bacteria.  Previously  the  mucous  fermentation  was  considered 
to  be  due  to  Pasteur’s  so  named  Micrococcus  riscostis  (which,  however, 
does  not  exist  as  described  by  him),  but  is  now  shown,  in  the  case  of 
ths  different  solutions  investigated,  to  be  the  result  of  the  action  of 
at  least  three  totally  different  micro-organisms.  It  also  appears  that 
no  true  mucous  fermentation  is  brought  about  by  Prazmowsky’s 
Leuconostoc  mesenterio’ides  and  Bacillus  polymyxa  or  by  Cohn’s  Asco- 
coccus  Billrothii. 

The  solutions  of  carbohydrates  which  have  been  investigated  can 
be  classed  into  three  divisions  according  to  the  nature  of  the  ferment 
capable  of  producing  change  in  them.  The  first  division  consists  of 
neutral  or  slightly  alkaline  solutions  containing  saccharose,  albu¬ 
minoids,  and  mineral  salts,  such  as  decoctions  of  barley,  of  rice,  and 
of  maize,  to  which  saccharose  has  been  added;  and  the  juice  of  the 
carrot,  beet-root,  and  onion.  The  fermentation  is  produced  by 
Kramer’s  Bacillus  riscosus  sacchari,  and  affects  the  saccharose.  To  the 
second  division  belong  acid  solutions  (for  example,  wine)  containing 
the  albuminoids  and  mineral  salts  and  glucose.  In  these  the  fermen¬ 
tation  is  caused  by  Kramer’s  Bacillus  vis'osns  vini.  The  third  divi¬ 
sion  consists  of  nearly  neutral — acid  or  alkaline — solutions  containing 
lactose,  albuminoids,  and  mineral  salts,  such  as  milk.  This  class  is 
said  by  Schmid t-lliilheim  to  be  fermented  by  a  coccus  1  y  in  diameter, 
and  capable  also  of  fermenting  mannitol. 

Kramer’s  Bacillus  viscosus  sacchari  occurs  in  the  form  of  short  rods 
slightly  rounded  at  the  ends,  and  having  a  thickness  of  1  y  and  a 
length  of  from  2  5  to  4  y.  They  are  often  joined  together,  forming 
strings  of  as  many  as  50,  and  show  no  individual  movement,  but 
only  Brown’s  so-called  “molecular  motion.”  When  placed  on  slices 
of  carrot,  a  blackish  mucus  is  formed,  but  on  isinglass  or  gelatin 
made  up  with  saccharose,  it  produces  spreading  white  colonies  ;  it 
liquifies  the  gelatin,  and  is  very  active  at  22°.  The  coccus  thrives 
only  in  neutral  or  slightly  alkaline  fluids,  producing  no  change  what¬ 
ever  when  free  acids  are  present.  Kramer’s  Bacillus  riscosus  vini  forms 
rods  0  6  to  0'8 y  in  thickness,  and  from  2  to6/<  in  length, often  occurring 
in  chains  14  y  in  length  ;  and  belongs  to  the  anaerobic  bacteria, 
whilst  the  previously  described  ferment  is  aerobic.  It  can  only 
exist  in  wines  or  in  acid  solutions  of  glucose. 

The  mucous  substance  of  the  formula  C6Hi005  may  be  regarded  as 
“  metamorphosed  ”  cellulose.  It  is  precipitated  from  the  fermented 
liquid  by  alcohol,  by  basic  lead  acetate,  and  by  baryta-water,  in  the  form 
of  a  white,  insoluble,  amorphous,  stringy  mass,  which  has  a  specific 
rotatory  power  of  [«]x,  =  +  195  ;  is  not  coloured  by  iodine,  and  is  dis¬ 
solved  by  solutions  of  tfie  caustic  alkalies,  forming  a  yellow  liquid,  from 
which  alcohol  precipitates  a  compound  as  a  white,  scaly  mass.  The 
mucous  substance  is  not  to  be  regarded  as  being  directly  produced  from 
the  nourishing  fluid,  but  as  a  secondary  product  of  assimilation  of  the 
ferment.  Similarly  the  formation  of  mannitol  is  to  be  attributed  to 
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the  action  of  the  nascent  hydrogen  and  carbonic  anhydride,  the 
primary  products  of  the  action  of  the  living  organism  on  the  dissolved 
glucose.  G.  T.  M. 

Decomposition  of  Albumin  by  Anaerobic  Ferments.  By 
M.  v.  Nencki  ( Monatsh .,  10,  506 — 525). — The  author  has  investigated 
the  decomposition  of  serum  albumin  by  three  anaerobic  bacilli, 
namely,  Ha cillus  liquefaciens  magnus,  Bacillus  spinosus,  and  the  Ilausch- 
brand  bacillus.  The  fermentations  were  conducted  in  a  specially  I 
arranged  flask,  and  in  an  atmosphere  of  nitrogen,  hydrogen,  or  car¬ 
bonic  anhydride.  On  distillation,  after  saturation  with  oxalic  acid, 
the  fermented  liquid  gave  gaseous  products  and  liquid  fatty  acids. 

On  exhaustion  with  ether,  the  evaporated  residue  furnished,  besides  a 
small  quantity  of  fatty  acids,  only  phenylpropionic  acid,  parahydroxy- 
phenylpropiouic  acid,  and  scatolacetic  acid.  The  relative  quantity 
in  which  these  three  acids  are  formed  depends  on  the  bacillus  used 
and  on  the  length  of  the  fermentation. 

Scatolacetic  acid ,  Cfiidi^^^^C-CH/COOH,  crystallises  from  hot  l| 

water  in  prisms  or  six-sided  plates,  dissolves  readily  in  alcohol  and 
ether,  melts  at  134°  (uncor.),  and  on  treatment  with  potassium  nitrite 
and  acetic  acid  forms  a  yellow,  crystalline  magma  of  the  charac-  j 
toristic  nitroso-compound,  C9H7N (NO^OsU^O?,  which  melts  with  | 
decomposition  at  135°.  Taking  these  results  into  consideration,  the 
author  shares  Salkowski’s  opinion  that  there  are  at  least  three 
aromatic  groups  in  albumin,  and  that  these  are  represented  by  i 
(1)  tyrosine,  OH,CcH4,OH2‘CH(NHo)*COOH,  (2)  phenylamidopro- 
pionic  acid,  and  (3)  scatolamidoacetic  acid.  When  the  anaerobic 
fermentation  takes  place  in  the  absence  of  hydrogen,  tyrosine  is  1 
reduced  to  ammonia,  and  parahydroxyphenylpropionic  acid  ;  plicnyl- 
amidopropionic  acid  to  phenylpropionic  acid,  and  scatolamidoacetic 
acid  to  scatolacetic  acid.  In  the  presence  of  air,  these  three  acids 
furnish  oxidation-products,  which  may  be  regarded  as  being  produced 
as  follows: — Phenylacetic  acid,  benzoic  acid,  and  phenylethylamine 
from  phenylpropionic  acid;  parali  yd  roxy  phenyl  acetic  acid,  paracresol, 
parahydroxybenzoic  acid,  and  phenol  from  parahydroxynlienylacetic 
acid,  and  scatoleearboxylic  acid,  seatole  and  indole  from  scatolacetic 
acid.  G.  T.  M. 

Gases  Evolved  during  the  Putrefaction  of  Serum  Albumin. 

By  M.  v.  Nencki  and  N.  Steber  ( Monatsh .,  10,  526 — 531). — The  bad 
smelling  gas  evolved  during  the  putrefaction  of  albumin  by  Bacillus 
liquefaciens  magnus  (compare  preceding  abstr.)  contains  97'1  per 
cent,  of  carbonic  anhydride,  hydrogen  sulphide,  and  other  gases 
absorbable  by  potash,  and  2  63  per  cent,  of  free  hydrogen.  The 
putrid  smell  is  due  in  all  probability  to  the  presence  of  methyl 
mercaptan,  for  the  author  has  proved  that  that  compound  is 
evolved  during  the  putrefaction  of  flesh  by  the  Emphysem  bacteria. 

G.  T.  M. 

Formation  of  Paralactic  Acid  during  the  Fermentation  of 
Sugar,  By  M.  v.  Nencki  and  N.  Sieber  (Monatsh.,  10,  532 — 540.) — 

In  the  preparation  of  a  pure  culture  of  the  liausekbrand  bacillus,  the 
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authors  observed  that  the  fluid  taken  from  the  swelling  on  an 
inoculated  guinea-pig  contained  not  merely  the  organism  which  until 
now  was  the  sole  recognised  bacillus  producing  the  symptoms,  but 
also  an  anaerobic  micrococcus.  The  coccus  has  on  the  average  a 
diameter  of  0'6  /<,  but  possesses  no  very  characteristic  form  ;  appear¬ 
ing  usually  in  a  shape  resembling  that  of  diplococcus,  more  seldom  in 
strings  of  3,  4,  or  5,  and  at  times  in  groups  resembling  staphylococcus. 
The  authors  name  the  new  ferment  micrococcus  acidi  paraluctici, 
because,  during  its  growth,  it  converts  grape  sugar  into  sareo-  or 
para-lactic  acid.  The  Fanschbrand  bacillus ,  on  the  other  hand,  con¬ 
verts  sugar  into  the  ordinary  lactic  acid  of  fermentation,  out  of  which 
butjnie  acid  is  then  formed,  with  evolution  of  carbonic  anhydride  and 
hydrogen.  If  in  fermenting  sugar  a  culture  containing  both  the 
bacillus  and  the  micrococcus  is  employed,  lactic  and  paralaetie  acids 
are  simultaneously  formed.  G.  T.  M. 

Function  of  Ammonium  Salts  in  the  Nutrition  of  Higher 
Plants.  By  A.  MiLvrz  ( Compt .  rend.,  109,  640 — 648). — Soil  free 
from  nitrates  was  mixed  with  ammonium  sulphate,  and  the  mixture 
carefully  sterilised.  It  was  then  sown  with  various  plants,  every 
precaution  being  taken  to  prevent  the  introduction  of  the  nitric 
ferment  either  at  this  stage  or  subsequently.  A  corresponding  set 
of  experiments  was  made  in  which  the  nitric  ferment  was  present. 
In  the  latter  case  a  considerable  quantity  of  the  ammonium  sulphate 
was  nitrified.  In  the  first  ease  no  nitrates  were  present  at  the  close 
of  the  experiments,  and  yet  the  plants  flourished  vigorously.  The 
quantities  of  nitrogen  in  the  seeds  and  the  plants  were  as 
follows  : — 


In  tlie 

In  the 

Derived  from  the 

seed. 

plant. 

ammonium  sulphate. 

Broad- bean. . 

37  mgr. 

956  mgr. 

915  mgr. 

Horse-bean . . 

16  „ 

105  ., 

89  „ 

Maize . 

3  ., 

211  ., 

208  „ 

Barley . 

•07  „ 

->o  „ 

49-3  „ 

Hemp . 

0-5  „ 

115  „ 

114-5  „ 

It  is  evident  that  the  higher  plants  have  the  power  of  directly 
utilising  the  nitrogen  of  ammonium  salts,  and  that  preliminary  nitri¬ 
fication  is  not  essential.  C.  H.  B. 

Fixation  of  Nitrogen  by  Leguminosae.  By  E.  Beeal  (Compt. 
rend.,  109,670 — 573;  compare  Abstr.,  1888,  1330). — Spanish  beans 
were  grown  in  a  mixture  of  river  gravel,  fine  sand,  and  flints,  which 
contained  very  little  nitrogen.  They  were  freely  exposed  to  air,  and 
from  time  to  time  were  watered  with  very  dilute  solutions  of  potas¬ 
sium  chloride  and  calcium  phosphate.  In  March,  the  roots  were 
inoculated  with  bacteria  from  tubercles  on  the  roots  of  Cystisa.  At 
first  the  growth  was  vigorous,  then  the  plants  languished,  hue  in 
June  they  recovered,  flourished,  and  reached  maturity.  The  total 
gain  of  nitrogen  was  14872  gram  for  a  total  weight  of  dried  plants 
of  64‘3  grams.  At  the  same  time  the  10  kilos  of  gravel,  <tc.,  gained 
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0'481  o-ram,  corresponding  with  a  gain  of  98‘31  kilos,  per  hectare  of 
surface  exposed. 

Lucerne  arrowing  in  a  pot  in  sandy  soil  was  inoculated  with  a  frag¬ 
ment  of  tuberculous  root  of  lucerne,  freely  exposed  to  air,  and  watered 
with  effluent  water.  The  total  nitrogen  in  the  water  used  did  not 
exceed  0’1  gram,  and  the  net  gain  of  nitrogen  was  3‘258  gram  for  a 
total  weight  of  dried  crop,  including  roots,  of  97-8  gram.  At  the 
same  time  the  soil  gained  2‘460  grams. 

This  behaviour  of  the  leguminosae  ■when  growing  on  soils  very  poor 
in  nitrogen  explains  their  well-known  utility  as  improving  crops.” 

C.  H.  B. 

Investigations  on  Lactarius  Piperatus.  By  R.  Chodat  and  P. 
Chuit  (Chem.  Gentr.,  1889,  ii,  144,  145,  from  Arch,  sci.phys.  nat.,  Geneve. 
5,  385 — 403). — After  expressing  the  juices  of  L"ctarius  piperatus.  and 
extracting  the  residue  with  alcohol,  it  was  found  that  mannitol,  a  white, 
crystalline  acid,  lactaric  acid,  and  a  pitchy  substance  had  dissolved. 
The  latter  has  been  named  piperon.  It  is  solid  at  ordinary  tempera¬ 
tures,  but  melts  on  the  hand,  and  has  the  pepper-like  smell  of  the 
fungus.  Heated  with  water  in  the  presence  of  either  a  little  alkali 
or  acid,  it  remains  unchanged.  It  contains  no  niti’Ogen,  and  is  pre¬ 
sent  in  the  milk  of  L  piperatus. 

Lactaric  acid ,  C15H30O2,  the  next  lower  homologuc  to  palmitic  acid 
(which  has  been  found  by  Thoerner  in  other  fungi),  melts  at 
69‘5 — 70°,  is  little  soluble  in  cold  alcohol,  readily  soluble  in  hot.  It 
exists  in  the  free  state  in  this  fungus  to  the  extent  of  7' 5  per  cent,  of 
the  dry  substance.  The  authors  could  not  find  any  poisonous  sub¬ 
stance  in  this  fungus  either  by  chemical  or  physiological  means. 

J.  W.  L. 

Pectic  Compounds  in  Plants.  By  L.  Mangin  ( Gompt .  rend., 
109,  579 — 5S2). — Pectic  compounds,  both  neutral  and  acid,  are  essen¬ 
tial  constituents  of  plant  structures.  Their  presence  is  recognised  by 
means  of  certain  dyes,  such  as  phenosafranin,  methylene  blue,  Bis- 
mark  brown,  Paris  violet,  Ac.,  which  stain  the  pectic  compounds  but 
do  not  stain  the  cellulose,  provided  that  they  arc  used  in  neutral  solu¬ 
tions  or  in  solutions  feebly  acidified  with  acetic  acid.  Nitrogenous 
compounds,  lignin,  and  cutin  are  stained  by  the  same  dyes,  hut  on 
treatment  with  acid  the  pectic  compounds  are  decolorised,  whilst  the 
others  remain  stained.  Other  dyes,  such  as  acid  green,  acid  brown, 
nigrosin,  indulin,  crocein,  ponceaux,  in  neutral  solution  stain  the 
nitrogenous  substances,  lignin,  cutin,  Ac.,  but  not  the  pectic  com¬ 
pounds,  and  mixtures  of  these  dyes  with  those  of  the  first  group 
make  excellent  double  stains,  which  readily  distinguish  pectic  com¬ 
pounds  from  lignin,  cutin,  and  the  nitrogenous  compounds.  The 
author  has  extracted  pectic  acid  from  plant  structures  which  take  the 
stain,  and  has  found  that  after  its  removal  they  remain  colourless  if 
treated  with  the  same  dyes. 

If  a  section  of  any  plant,  except  a  mushroom,  is  treated  for  24  hours 
with  Schweizer’s  reagent,  the  cells  are  filled  with  a  gelatinous  mass 
enclosed  in  the  cell  walls  left  intact  by  the  section-cutter.  It  would 
seem  that  the  cellulose  does  not  diffuse  across  the  membranes,  and 
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after  the  sections  are-  washed  with  water  and  acetic  acid,  they  have 
their  original  structure,  although  somewhat  deformed,  and  the  mem¬ 
branes  retain  their  thiekuess  except  in  those  rare  cases  where  the 
cell  walls  consist  exclusively  of  cellulose.  After  this  treatment, 
the  cell  walls,  which  consist  of  insoluble  pectic  acid,  give  no  colora¬ 
tion  with  the  ordinary  iodine  reagents,  whilst  the  contents  of  the  cells 
become  deep  blue.  On  the  other  hand,  the  cell  walls  are  deeply 
stained  by  methylene  blue,  whilst  the  contents  remain  colourless. 
The  cell  walls  dissolve  readily  in  ammonium  oxalate  solution. 

Pectie  compounds  are  constant  constituents  of  the  cell  membranes, 
and  are  found,  though  less  frequently,  in  the  cell  contents,  and  even  in 
some  cases  (Allium  porrum,  Gbjceria  aquatilis )  in  the  nucleus. 

C.  II.  B. 

The  Atmosphere  in  Soils.  By  T.  Schloesing,  Junr.  (Compt. 
rend.,  109,  G18 — G20,  G73 — G7G). — The  large  volume  of  air  with¬ 
drawn  from  the  soil  in  Boussingault’s  method  introduces  several 
errors.  The  author  withdraws  about  15  c.c.  through  a  steel  tube 
of  very  narrow  diameter,  and  analyses  it  volumetrically.  The  air 
was  drawn  from  the  soil,  as  a  rule,  at  two  depths,  25  to  30  cm.,  repre¬ 
senting  the  true  soil,  and  50  to  GO  cm.,  representing  the  subsoil.  It 
consisted  of  nitrogen,  oxygen,  and  carbonic  anhydride,  without  any 
measurable  quantity  of  an}-  combustible  gas.  The  proportion  of 
carbonic  anhydride  in  the  soil  varied  from  0'45  to  11*39  per  cent., 
and  in  the  subsoil  from  0*0  to  S’SO  per  cent. ;  the  proportion  of 
oxygen  varied  from  13*52  to  20  09  per  cent,  in  the  soil,  and  from  13*21 
to  20*98  in  the  subsoil.  As  a  rule,  a  low  proportion  of  carbonic  anhy¬ 
dride  is  accompanied  by  a  high  proportion  of  oxygen  and  vice  versa. 
The  greater  the  depth,  the  greater,  as  a  rule,  the  proportion  of  car¬ 
bonic  anhydride,  but  in  one  set  of  samples  taken  in  June,  when  the 
air  was  calm  and  the  temperature  high,  this  law  did  not  hold  good. 
The  atmosphere  of  the  same  soil  shows  great  variations,  owing 
doubtless,  to  the  varying  frequency  with  which  it  is  renewed  in  con¬ 
sequence  of  changes  in  the  atmospheric  pressure.  Other  conditions 
being  constant,  the  composition  of  the  atmosphere  in  the  soil  will 
show  considerable  variations  in  different  parts  of  the  same  field.  It 
is  essential  to  remember  that  the  gases  in  the  soil  are  quite  as  capable 
of  translatory  motion  as  the  water.  O.  H.  B. 

Influence  of  the  Composition  of  the  Soil  on  the  Physical 
Properties  of  Plants.  By  Gr.  Vii.le  (Compt.  rend.,  109,  G2S— G31). 
— The  height  of  plants  is  in  direct  relation  to  the  fertility  of  the 
soil.  In  the  case  of  plants  in  which  nitrogen-derivatives  are  the 
dominant  constituents,  a  deficiency  of  nitrogen  in  the  soil  has  a 
greater  effect  than  a  deficiency  of  any  other  constituent.  In  one  and 
the  same  year,  the  same  plant  will  attain  to  different  heights  in 
different  soils,  but  variations  due  to  a  deficiency  of  fertilising  agents 
are  always  in  the  same  direction.  The  height  at  a  given  period  of 
growth  is  practically  the  same  in  different  years.  The  weight  of 
similar  crops  varies  from  year  to  year,  but  the  variations  arc  always 
in  the  same  direction  for  any  given  variations  in  the  composition  of 
the  soil. 
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The  proportion  of  carrotene  in  plants  depends  on  the  fertility  of 
the  soil,  and  increases  with  it.  Variations  in  the  proportion  of  chloro¬ 
phyll  follow  the  same  order  as  variations  in  the  proportion  of  carro¬ 
tene.  C.  H.  B. 

Production  of  so-called  Sweet  Fodder.  By  E.  Mach  ( Died . 
Geutr .,  18,  622 — 624,  from  Tiroler  landwirtsch.  Blatter ,  8,137 — 139). — 
The  object  of  the  experiments  was  to  determine  whether  the  loss  of 
food-substance  in  the  preservation  of  green  fodder  by  Fry’s  process 
is  essentially  smaller  than  in  the  preparation  of  sour  fodder  by  the 
older  methods.  Two  samples  from  a  five  months’  old  green  maize 
silo  were  examined :  the  one  was  taken  from  the  middle  and  was  well 
preserved,  the  other  from  the  edge,  and  badly  preserved.  They  con¬ 
tained  respectively  S0'84  and  82'26  per  cent,  of  water  and  volatile 
matter.  The  following  table  shows  the  percentage  composition  of  the 
two  samples  (calculated  on  the  dry  substance),  as  well  as  the  consti¬ 
tuents  of  a  sample  of  sweet  maize,  and  the  average  composition  of 
fresh,  green  maize  (also  on  the  dry  substance)  : — 


Ensilage. 

Sweet 

maize. 

Average 
composition 
of  fresh 
green  maize. 

Good. 

Rad. 

Nitrogenous  substance . 

8'56 

9-81 

5 -GO 

9-37 

Crude  fat . 

3  -2G 

3-19 

3-19 

812 

Non -nitrogenous  extract . 

50  -13 

52  -27 

52-50 

Crude  fibre  . 

33  -31 

30-G5 

28-34 

30-00 

Crude  ash . . . 

15-00 

12  -18 

7-7G 

— 

Pure  ash  . . . 

10-00 

8-71 

4-91 

6-25 

Total  free  acid  (as  lactic  acid)  . . 

— 

— 

2-00 

— 

Volatile  acids  (as  acetic  acid)  . . . 

— 

— 

0-G5 

— 

Dry  substance . 

1600 

The  fresh  ensilage  of  good  quality  contained  0'320  per  cent,  (in 
fresh  substance)  of  alcohol,  (Tool  per  cent,  of  free  acid  (calculated  as 
lactic  acid),  0  657  per  cent,  of  volatile  acids  (as  acetic  acid),  and 
0986  per  cent,  of  total  volatile  acids  (as  acetic  acid).  The  corre¬ 
sponding  numbers  for  the  bad  sample  are  O2S0,  0  316,  0‘356,  and 
0-535. 

The  sweet  maize  prepared  by  Fry’s  method  does  not  differ  essentially 
from  the  average  composition  of  fresh  maize.  The  sugar  of  the  fresh 
maize  has  disappeared  completely,  whilst  alcohol  and  free  acids  have 
been  formed.  The  fact  that  a  larger  amount  of  volatile  acid  was 
found  than  total  free  acid  is  due  to  the  liberation  of  volatile  acids 
(originally  present  as  salts)  in  the  distillation  of  the  substance  in 
presence  of  tannic  acid. 

Analyses  of  the  ensilage  at  a  later  period  are  also  given.  The  whole 
of  the  free  acid  was  found  to  consist  of  acetic  and  butyric  acids  ;  lactic 
acid  was  not  present.  X.  H.  M. 
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Estimation  of  Phosphorus  in  Phosphor-tin.  By  W. 

(Her.,  22,  2478). — Phosphor-tin  is  best  analysed  by  Wohler's  chlo¬ 
rine  method  as  employed  in  the  analysis  of  Fahl-ore.  The  stannic 
chloride  and  phosphoric  chloride  which  are  formed  are  collected 
in  concentrated  nitric  acid  (about  10  c.c.)  ;  the  vessel  is  washed  out 
with  dilute  nitric  acid  (1  :  2),  and  the  phosphoric  acid  is  precipi¬ 
tated  with  ammonium  molybdate  and  estimated  directly. 

F.  S.  K. 

Recognition  of  Phosphoric  Acid  of  Mineral  Origin.  By 

J.  Stoklasa  ( Chem .  Ccntr.,  1889,  ii,  57,  from  Listy.  Chem.,  13, 
153 — 154). — The  author  contends  that  the  percentage  of  fluorine  in 
boues  as  given  by  different  authors  is  decidedly  too  high.  Raw  bones 
do  not  show  any  fluorine  by  the  Lorenz  reaction,  whilst  incinerated 
bones  give  only  a  slight  indication  of  the  presence  of  this  element 
when  tested  in  the  same  way.  On  the  other  hand,  the  author 
found  the  fossil  bones  of  Elephus  primigenius  to  contain  3'54  and 
4*30  per  cent,  of  ferric  oxide  and  2'0S  and  2'9S  per  cent,  of  fluorine 
respectively  in  two  different  specimens.  Bones  found  in  the  older 
allnvials  on  the  island  of  Festigos  contained  2 '42  per  cent,  of  ferric 
oxide,  158  of  flnovine,  S0'04  of  tricalcium  phosphate.  Superphosphates 
prepared  from  this  phosphate  and  also  from  bones  were  tested  by 
the  Lorenz  reaction,  with  the  result  that  fluorine  was  only  found  in 
the  former,  whilst  of  the  several  samples  of  the  latter  class  of  super¬ 
phosphates  only  that  from  bone-ash  gave  any  indication  of  fluorine, 
and  then  but  slightly.  On  the  other  hand,  remarks  the  author, 
Lorenz  seems  to  have  overlooked  the  fact  that  a  series  of  mineral 
phosphates  exist  which  contain  but  very  little  fluorine. 

J.  W.  L. 

Rapid  Method  of  Estimating  Arsenic.  By  E.  Polexske 
(Chem.  Centr.,  1889,  ii,  58 — 59,  from  Phann .  Zeit.,  34,  299 — 300). 
— The  method  consists  in  evolving  the  arsenic  as  hydrogen  arsenide 
in  a  Marsh  apparatus,  deposition  of  the  arsenic  in  a  tube  having  three 
bulbs  blown  on  it,  and  weighing  first  that  part  of  the  tube  containing 
the  “  mirror,”  and  secondly  the  tube  after  dissolving  off  the  arseuic. 
The  evolution  flask  is  recommended  to  be  of  a  capacity  of  250  c.c., 
and  to  contain  80 — 100  grams  of  zinc.  The  apparatus  includes  an 
acid  funnel  30  cm.  long,  having  a  (J -formed  bend,  and  the  evolution 
flask  is  also  connected  with  a  washing  flask  containing  lead  nitrate 
solution,  to  which  is  attached  a  tube  containing  calcium  chloride,  and 
at  the  farther  end,  potash.  The  decomposing  tube  is  attached 
to  this.  All  air  is  expelled  from  the  apparatus,  first  by  adding  5  c.c. 
of  concentrated  sulphuric  acid  and  20  c.c.  of  water,  and  the  re¬ 
agents  are  at  the  same  time  tested  for  arsenic  by  heating  the  tube. 
The  solution  should  not  contain  more  than  4 — 5  milligrams  of  arsenic, 
and  is  allowed  to  drop  into  the  acid  funnel  from  a  burette  at  the  rate 
of  0*5 — 1*0  c.c.  per  minute.  The  gas  escaping  from  the  end  of  the 
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tube  is  passed  through  a  solution  of  silver  nitrate,  and  the  evolution 
should  not  be  too  rapid  for  the  bubbles  to  be  counted.  During  the 
evolution  of  the  hydrogen  arsenide,  two  bunsen  lamps  are  placed 
under  the  second  and  third  bulbs  :  in  order  to  test  whether  all  the 
arsenic  is  evolved  from  the  flask,  the  first  is  heated,  and  if  a  “  mirror” 
forms  it  must  be  driven  onwards  into  the  second  bulb,  and  after  a  time 
the  same  test  may  be  applied  again.  When  it  is  thus  proved  that 
arsenic  no  longer  escapes  from  the  flask,  the  tube  is  disconnected  and 
reversed,  and  any  arsenic  which  may  have  been  deposited  in  the  third 
bulb  is  driven  into  the  narrow”  tube  between  the  second  and  third 
bulbs.  All  the  arsenic  having  been  thus  collected  in  this  part  of  the 
tube,  it  is  cnt  off  and  weighed,  and  after  dissolving  off  the  arsenic 
with  nitric  acid,  it  is  weighed  again,  the  difference  giving  the  weight 
of  arsenic.  Metallic  salts  and  organic  substances  interfere  with  the 
accuracy  of  the  method.  J.  W.  L. 

Behaviour  of  Silicates  when  Fused  with  Phosphates.  By 

K.  Haushofee  (Chem.  Cenir.,  1880,  ii,  53,  from  Sitzungsber.  der 
math.-nafunv.  Abt.  baj/r.  Aknd.  TPws.,  1889,  8—11).- — Many  silicates, 
when  fused  to  a  bead  with  an  alkaline  phosphate  in  the  blowpipe, 
swell  up,  evolve  gases,  and  finally  insoluble  silica,  either  in  the 
form  of  a  skeleton  or  as  flakes,  is  deposited.  The  evolution  of  gases 
is  referred  by  the  author  to  the  presence  of  chlorine,  sulphates,  or 
water,  and  he  draws  attention  to  this  part  of  the  reaction  as  an  aid  in 
the  recognition  of  the  silicate  under  examination.  For  instance, 
hauyn  and  sodalite,  owing  to  the  evolution  of  the  chlorine  and 
sulphuric  anhydride,  may  be  distinguished  from  nepheline,  which  is 
but  slowly  attacked.  In  like  manner,  humite  is  distinguished  from 
olivine  by  the  evolution  of  hydrofluoric  acid,  and  tourmaline  and 
axinite  from  beryl.  The  micas  of  the  scapolite  group,  epidote  and 
vesnvian,  lose  their  water  of  constitution,  whereas  the  felspars, 
amphibole,  and  granites  are  but  slowly  attacked.  Similar  distinctions 
may  be  drawn  between  crystallised  kaumerite  and  the  dense  rhodo- 
chrome,  and  between  pyrophyllite  and  agalmatolite.  J.  W.  L. 

Technical  Analysis  of  Commercial  Sodium  Sulphide.  By 

B.  Shetlik  ( Chem  Centr.,  1889,  ii,  211,  from  Li  sty.  Ghem 12,  205 — ■ 
20G). — -10  grams  of  'the  sulphide  is  dissolved  in  water,  the  solution 
diluted  to  litre, 'and  50‘C:C.  ‘titrated  with  normal  sulphuric  acid, 
phenolphthalein  being  used  as  an  indicator.  If  the  titration  is  made 
in  the  cold,  the  quantity  of  acid  required  must  be  doubled,  whereas  if 
it  is  carried  out  at  a  boiling  heat  and  the  acid  added  until  the  red 
colour  dues  not  reappear  on  further  boiling  tbe  solution,  the  acid  used 
is  equivalent  to  the  sulphide.  Insoluble  sulphides  which  are  de¬ 
composed  by  dilute  acid  may  be  titrated  in  this  way.  J.  W.  L. 

Qualitative  Analysis  of  the  Ammonium  Sulphide  Pre¬ 
cipitate.  By  F.  Mayer  ( Tier .,  22,  2627 — 2630). — Tbe  presence  of 
chromium  in  this  precipitate  renders  impracticable  the  separation  by 
solution  in  hydrochloric  acid  and  precipitation  of  the  iron  and 
aluminium  by  boiling  with  sodium  acetate,  since  the  chromium  is 
sometimes  wholly  and  sometimes  partially  precipitated,  whilst  if  no 
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iron  is  present,  it  all  remains  in  the  filtrate.  The  author  has  found 
that  the  presence  of  excess  of  iron  (at  least  5  atoms  to  every  atom  of 
chromium)  ensures  the  total  precipitation  of  the  chromium.  He, 
therefore,  recommends  that  where  chromium  is  suspected  and  iron  is 
not  present  in  large  quantities,  ferric  chloride  should  be  added  in 
excess  before  boiling  with  sodium  acetate.  L.  T.  T. 

Analysis  of  Aluminium  Sulphate..  By  F.  Bejlstejn  and  T. 
Grosset  ( Chem .  Cent?- .,  1889,  ii,  60;  from  Melanges ,  Plugs.  Chirn. 
Pull.,  St.  Petersbotirg,  13,  42 — 47). — The  authors  recommend  the  fol¬ 
lowing  method.  1 — 2  grams  of  substance  is  dissolved  in  5  c.c.  of  water, 
5  c.c.  of  a  cold  saturated  solution  of  ammonium  sulphate  added,  and 
the  mixture  well  stirred  during  a  quarter  of  an  hour.  50  c.c.  of 
95  per  cent,  alcohol  is  added,  and  the  precipitated  ammonia  alum 
filtered  off  and  washed  with  50  c.c.  of  alcohol.  The  filtrate 
contains  all  the  free  acid,  which,  is  detei  mined  by  con  contra  ting  and 
titrating  with  decinormal  alkali.  The  whole  of  the  aluminium 
sulphate  is  precipitated  as  ammonia  alum.  j.  YV.  L. 

Estimation  of  Chromium  and  Copper  in  Iron  and  Steel. 

By  C.  Reixhardt  ( Chem .  Centr.,  Ib89,  ii,  GO — 61,  from  Stahl  u.  Eistn 
9,  404 — 405). — For  the  determination  of  chromium,  10  grams  of 
borings  or  filings  are  dissolved  with  100  c.c.  h)  drochloric  acid  in  a 
covered  beaker  of  500  c.c.  capacity,  first  without  heat,  then  at  a  boil¬ 
ing  heat,  oxidised  with  potassium  chlorate,  concentrated  to  one  half 
the  volume,  filtered  into  a  f-litre  Erlenmeycr  flask,  and  the  insoluble 
residue  washed  several  times  with  dilute  hydrochloric  acid  on  the 
filter,  and  finally  with  water.  The  solution  is  now  reduced  at  a  boiling 
heat  by  the  addition  of  10 — 20  c.c.  of  sodium  bypophosphite  solution 
(200  grams  in  400  c.c.  of  water),  and  afterwards  the  chromium  is  pre¬ 
cipitated  by  the  addition  of  zinc  oxide  in  excess.  The  precipitate  is 
dissolved  in  hydrochloric  acid,  a  little  more  bypophosphite  added,  and 
the  precipitation  repeated.  The  chromium  is  separated  from  the 
zinc  by  precipitation  with  ammonia,  which  precipitation  must  be  re¬ 
peated.  The  chromic  oxide,  after  ignition,  is  fused,  together  with 
the  insoluble  portion  of  the  material,  with  8  grams  of  a  mixture  of  4 
parts  of  sodium  chloride,  1  part  of  sodium  carbonate,  and  1  part  of 
potassium  chlorate.  From  the  dissolved  flux,  the  manganese  is  pre¬ 
cipitated  with  alcohol,  the  silicic  acid  with  hydrochloric  acid  and  a 
little  sulphurous  acid,  and  the  chromium  finally  precipated  as  oxide 
with  ammonia.  The  copper  is  determined  in  1(J  grams  of  the  material : 
the  hydrochloric  acid  solution  is  reduced  with  sodium  bypophosphite, 
and  the  copper  precipitated  with  hydrogen  sulphide.  J.  VV.  L. 

Volumetric  Estimation  of  Chromium  in  Iron  and  Steel.  By 

E.  WahlheRG  (Chem.  Cent?-.,  1889,  ii,  194,  from  licrg.  w.  JJiittenm. 
Zeit.,  48,  180 — 181). — 0’5  gram  of  the  metal  is  dissolved  in  boiling 
nitric  acid,  sp.  gr.  1*20,  evaporated  to  dryness,  ground  up,  transferred 
to  a  platinum  crucible,  mixed  with  a  mixture  of  2  grams  of  magnesia, 
1  gram  of  potassium  chlorate,  and  1  gram  of  sodium  carbonate,  and 
the  whole  heated,  at  first  gently,  then  in  the  blast  flame  for  one  hour. 
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Tlie  mass  is  dissolved  out  with  50 — 100  c.c.  of  water,  any  small 
quantity  of  manganic  acid  reduced  by  a  drop  or  two  of  alcohol, 
acidified  with  sulphuric  acid,  and  the  chromic  acid  estimated  by 
adding  a  known  quantity  of  ferrous  sulphate  and  determining  the 
amount  unoxidised  by  titrating  with  potassium  permanganate. 

J.  W.  L. 

Microscopical  Test  for  Tantalum  and  Niobium.  By  K. 

Haushoeer  ( Chem .  Cent)'.,  1889,  ii,  62 — 68,  from  Sitzungsber.  der 
math.-nalunv.  Abt.  bayr.  Abaci.  TTm.,  1889,  3 — S). — The  substance 
to  be  tested  is  fused  with  a  veiy  small  bead  of  sodium  carbonate 
in  the  hottest  part  of  the  bunsen  flame  for  30 — 40  seconds.  It  is 
then  treated  on  the  object  glass  with  one  drop  of  water,  and  the 
form  of  the  crystals  left  as  the  water  evaporates  is  noted ;  if 
tantalic  acid  is  present  in  excess,  these  are  hexagonal  plates,  whereas 
an  excess  of  niobic  acid  causes  the  formation  of  hexagonal  prisms.  If 
the  residue  is  treated  with  hydrochloric  acid,  the  colmnbite  acids 
crystallise  out.  Addition  of  sodium  hydroxide,  slightly  warm,  causes 
the  formation  of  hexagonal  plates,  consisting  partly  of  stars  and 
prisms.  A  simple  test  for  the  columbite  acids  consists  in  boiling 
20  millgrams  of  the  mineral  with  0'8  c.c.  of  concentrated  sulphuric 
acid,  the  solution  being  poured  off  from  the  insoluble  part,  diluted  to 
2 — 3  c.c.,  and  a  little  ziuc-dust  added  ;  the  solution  becomes  sapphire- 
blue  in  a  few  minutes.  J.  W.  L. 

Hardness  of  Water.  By  E.  Waller  ( Analyst ,  14,  108 — 112). — 
Attention  is  directed  to  the  fact  that  in  cases  where,  either  from  exces¬ 
sive  hardness  or  from  the  presence  of  magnesium  salts,  it  is  neces¬ 
sary  to  dilute  a  vrater  before  applying  the  soap  test,  the  results  may 
vary  widely  according  to  the  degree  of  dilution  employed,  especially 
if  no  deduction,  is  made  for  the  soap  required  to  give  a  lather  with 
pure  water.  The  hardness  of  a  mixture  of  calcium  and  magnesium 
solutions  appears  to  be  less  than  that  of  either  of  the  individual  solu¬ 
tions  apart.  JJ.  J.  S. 

Estimation  of  Chlorine  in  Water.  By  A.  Hazex  (Amer.  Chem. 
J.,  11,  409 — 414). — An  investigation  of  the  ordinary  method  of  esti¬ 
mating  chlorine  in  water  by  titration  with  a  silver  solution,  using 
potassium  chromate  as  an  indicator.  It  is  found  that  au  excess  of 
silver  is  always  required  to  make  the  colour  reaction  apparent ;  this 
excess  is  smaller  the  greater  the  amount  of  chromate  used,  provided 
that  this  does  not  colour  the  liquid  so  much  as  to  obscure  the  end- 
point  ;  it  is  also  smaller  when  the  volume  of  the  liquid  titrated  is 
small.  The  amount  of  silver  chloride  precipitated  also  influences  the 
result,  and,  other  things  being  equal,  the  excess  of  silver  solution 
used  is  nearly  proportional  to  the  amount  of  silver  precipitated.  To 
correct  for  this,  the  use  of  a  silver  solution  1  percent,  stronger  than 
its  normal  value  is  recommended.  It  is  still  better  to  standardise  the 
silver  solution  against  a  solution  of  sodium  chloride  ;  with  such  a 
solution,  and  making  a  correction  for  the  volume  of  liquid  titrated, 
accurate  results  were  obtained.  If  the  amount  of  chlorine  is  small, 
the  water  must  be  concentrated,  a  very  little  sodium  carbonate  being 
added  to  preveut  loss  of  hydrochloric  acid  on  boiling,  C.  F.  B. 
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Dynamical  Theory  of  Albuminoid  Ammonia.  By  li.  B.  Warder 
( A  liter .  Chew.  J.,  11,  365 — 378). — The  integral  calculus  is  applied  to 
obtain  formula;  representing  the  distillation  of  an  aqueous  solution  of 
ammonia,  and  the  conversion  of  albuminoid  matter  into  ammonia  by 
alkaline  permanganate.  It  is  assumed  that  the  “  coefficient  of  vola¬ 
tility” — that  is,  the  ratio  of  the  concentration  in  any  small  portion  of 
the  distillate  to  that  of  the  liquid  in  the  retort — is  constant.  In  the 
case  of  the  formation  of  albuminoid  ammonia,  the  law  of  mass  action 
is  applied,  and  the  particular  formula  is  investigated  which  represents 
the  reaction  between  one  molecule  each  of  three  different  substances 
(permanganate,  potash,  and  a  nitrogenous  substance).  Curves  are 
given  representing  the  formulae  obtained.  It  is  found  that  the  rate 
of  formation  of  albuminoid  ammonia  varies  with  the  amounts  of  per¬ 
manganate  and  of  potash  present,  and  also  with  the  rate  of  distilla¬ 
tion,  and  with  the  concentration  of  the  original  solution.  The  calcu¬ 
lated  ratios  of  the  amounts  of  ammonia  in  successive  portions  of  the 
distillate  do  not  agree  with  those  obtained  by  experiment ;  this  dis¬ 
crepancy  is  attributed  to  the  fact  that  there  is  not  one  simple  reaction 
taking  place,  but  several ;  and  hence  the  curve  actually  obtained  is 
the  resultant  of  a  number  of  curves. 

It  is  also  found  that  the  amount  of  ammonia  left  in  the  retort  when 
the  distillation  is  stopped,  as  calculated  from  the  formula,  is  much 
less  than  that  actually  left.  This  is  attributed  to  the  formation  of 
intermediate  compounds  which  only  yield  ammonia  with  great  diffi¬ 
culty.  The  author  finally  concludes  that  Wanklvn’s  ammonia  process 
gives  valuable  but  purely  comparative  results,  and  is  useless  for  the 
absolute  estimation  of  organic  nitrogen.  C.  F.  B. 

Estimation  of  Ferrocyanide  in  Gas-lime.  By  0.  Knoblauch 
( Chetn .  Centr.,  1SS9,  ii,  211 — 212,  from  J.  Gasbelencht.  u.  Wasser- 
rersorg ,  32  ,  450 — 459). — 10  grams  of  the  well  mixed  and  finely 
ground-up  gas-lime  is  digested,  with  frequent  agitation,  for  15 — 16 
hours  with  50  c.c.  of  10  per  cent,  potassium  hydroxide  in  a  flask 
graduated  ou  the  neck  at  250  c.c.  and  at  255  c.c.  The  volume  is  then 
made  up  to  255  c.c.,  the  whole  well  mixed,  and  filtered;  100  c.c.  of 
the  filtrate  is  added  to  a  hot  solution  of  ferric  chloride  (containing 
60  grams  of  ferric  chloride  and  200  c.c.  of  hydrochloric  acid  in  the 
litre),  the  precipitate  collected  and  washed  with  hot  water,  the  funnel 
being  covered  meanwhile.  The  filter-paper  with  the  precipitate  is 
again  transferred  to  the  beaker  in  which  the  precipitation  took  place, 
the  precipitate  treated  with  20  c.c.  of  10  per  cent,  potassium  hydroxide, 
and  the  whole  then  transferred  to  a  250  c.c.  flask  and  made  up  to  that 
volume.  50  to  100  c.c.  of  the  solution  is  filtered  from  the  insoluble 
ferric  hydrate  and  paper,  3 — 5  c.c.  dilute  sulphuric  acid  added,  and 
the  solution  titrated  with  standard  solution  of  cupric  sulphate,  which 
has  been  standardised  with  a  solution  of  potassium  ferrocyanide 
(4  grams  in  1  litre).  If  hydrogen  sulphide  is  present,  it  must  be 
removed  before  the  titration  by  adding  1 — 2  grains  of  lead  carbonate. 
In  applying  this  volumetric  method  for  determining  hydroferrocyanic 
acid  with  cupric  sulphate,  the  indicator  used  is  a  drop  of  ferric  chloride 
on  a  piece  of  filter-paper  to  which  is  applied  a  drop  of  the  solution 
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under  experiment ;  so  long  as  au  excess  of  potassium  ferrocyanide  is 
present,  the  formation  of  prussian-blue  will  at  once  take  place. 
Towards  the  end  of  the  titration  it  is  necessary  to  filter  very  small 
quantities  of  the  solution  into  a  dilute  solution  of  ferric  chloride, 
when  the  last  traces  of  soluble  ferrocyanide  can  be  observed. 

J.  W.  L. 

Absorption  of  Bromine  by  Fatty  Acids.  By  G.  Halphex 
( J.Pharm .  [5],  20,  247 — 249). — The  process  may  be  applied  either  to 
fats  or  to  the  fatty  acids  obtained  from  them;  the  results  differ  in 
the  two  cases,  but  are  comparable  amongst  themselves.  A  saturated 
aqueous  solution  of  bromine  and  one  of  sodium  Hydroxide  coloured  with 
eosin  are  required.  20  c.c.  of  soda-lye  at  36°  B.  is  added  to  980  c.c. 
of  water  and  2  grams  of  eosin.  20  c.c.  of  carbon  bisulphide  and  10  c.c. 
of  bromine  solution  of  known  strength  are  placed  in  a  flask  provided 
with  a  cork.  The  soda-  solution  is  run  in  gradually  from  a  burette. 
After  each  addition,  the  flask  is  closed  and  shaken  four  or  five  times, 
and  the  addition  repeated  until  the  brown  colour  passes  to  a  salmon 
tint.  The  bromine  solution  is  titrated  by  means  of  the  sodium  solu¬ 
tion  before  each  estimation,  as  its  strength  varies  constantly.  20  c.c. 
of  carbon  bisulphide  is  placed  in  a  250  c.c.  flask,  1  gram  of  fatty  acid 
is  added,  and  an  excess  of  bromine  to  the  amount  of  about  0'5  gram. 
The  flask  is  shaken  up  and  allowed  to  remain  for  five  hours;  at  the 
eud  of  this  time  the  absorption  is  complete.  The  excess  of  bromine 
is  titrated  by  means  of  the  soda  solution ;  the  brown  mass  formed 
gradually  passes  to  a  white,  soapy  solution  which  becomes  rosy  ou 
the  addition  of  a  fevr  drops  of  the  soda  solution  in  excess. 

The  vegetable  oils  absorb  much  more  bromine  than  does  lard,  so 
that  their  presence  in  lard  can  thus  be  easily  detected. — J.  T. 

Note. — The  standard  solutions  could  not  be  originated  by  the 
method  given.  J.  T. 

Estimation  of  Citric  Acid  in  Lemon  Juice.  By  R.  Williams 
( Analyst ,  14,  25 — 29). — The  object  of  this  paper  is  to  recommend  the 
use  of  sodium  hydroxide  with  phenolphthale'in  as  indicator  for  de¬ 
termining  the  acidity  of  lemon  juice,  instead  of  sodium  carbonate  with 
litmus-paper.  Normal  sodium  citrate  blues  litmus-paper,  but  has  no 
effect  on  phenolphthale'in  ;  accordingly  titrations  of  pure  citric  acid 
made  with  sodium  hydroxide  and  the  latter  indicator  give  numbers 
agreeing  closely  with  theory,  whilst  those  with  the  carbonate  and  litmus 
are  low.  Nevertheless,  for  some  unexplained  reason,  the  carbonate 
gives  higher  results  than  the  hydroxide  when  applied  to  lemon  juice, 
and  estimations  by  precipitation  as  calcium  salt  agree  better  with 
the  latter  than  with  the  former,  being  in  fact  generally  lower  than 
either.  M.  J.  S. 

Impurities  in  Commercial  Salicylic  Acid.  By  B.  Fischer 
( J .  Pharm.  [5],  20,  258 — 261 ;  from  Pharm.  Zeit.,  1889,  329,  after 
Pharm.  Zeit.  Puss.,  1889,  28,  378). — Salicylic  acid  contains  cresotic 
acid  when  manufactured  from  impure  phenol  containing  cresol.  The 
presence  of  potash  in  the  sodium  hydrate  employed  occasions  the 
formation  of  para  hydro  xybenzoic  acid  ;  this  acid  is  also  produced  if 
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the  temperature  is  too  low  at  the  Time  when  the  current  of  carbonic 
anhydride  is  passed,  whilst  too  high  a  temperature  at  this  stage  results 
in  the  production  of  hydroxyisopbthalic  acid,  due  to  the  action  of 
the  gas  on  the  sodium  salicylate  already  formed.  Lastly,  particularly 
in  presence  of  iron  salts,  brown  or  yellow  compounds  are  formed  by 
oxidation,  which  are  insoluble  in  water,  and  give  a  yellow  colour  to  the 
salicylic  acid.  In  a  well-conducted  process,  parahydroxybenzoic  and 
hydroxyisopbthalic  acids  are  usually  not  formed  in  quantities  exceed¬ 
ing  0'4  per  cent.,  and  the  tirst  is  easily  removed  by  washing,  as  it  is 
readily  soluble  in  water.  The  second  acid  is  less  soluble  in  water, 
and  may  amount  to  1  per  cent,  in  certain  cases.  Cresotic  acid  is  the 
most  important  impurity,  as  apart  from  its  obscure  physiological 
action,  its  presence  is  very  objectionable.  The  amount  of  cresotic 
acid  present  may  be  estimated  by  titrating  with  decinormal  baryta 
solution,  using  phenolphthale'in  as  indicator.  Owing  to  the  difference 
in  tbeir  molecular  weights,  less  solution  is  required  to  saturate 
cresotic  acid  than  is  required  by  salicylic  acid,  but  great  care  is 
needed  to  obtain  satisfactory  results,  and  certain  accidental  impuri¬ 
ties  should  be  previously  sought  for,  namely,  water,  colouring  matters, 
and  sodium  chloride.  With  this  view,  dissolve  in  ether;  if  the  solu¬ 
tion  is  not  clear,  filter,  evaporate,  and  dry  first  at  00°,  then  in  a 
vacuum  over  sulphuric  acid.  In  the  abseuce  of  these  impurities,  it  is 
necessary  to  dry  the  sample.  The  baryta  solution  is  standardised  by 
the  use  of  pure  salicylic  acid  obtained  by  converting  the  commercial 
acid  into  the  calcium  salt,  recrystallising,  and  then  decomposing  the 
salt  by  means  of  hydrochloric  acid,  Bor  the  detection  of  cresotic  acid, 
15  c.c.  of  water  and  1  to  2  grams  of  calcium  carbonate  are  boiled  in 
a  200  c.c.  flask  ;  3  grams  of  the  salicylic  acid  is  added,  and  the  flask 
is  agitated  over  a  flame  until  the  volume  is  reduced  to  about  5  c.c. 
By  this  time  some  crystals  have  formed.  After  cooling,  the  mother- 
liquor  is  transferred  to  a  test  tube  and  evaporated  to  1  c.c.  On 
rubbing  this  with  a  glass  rod,  crystallisation  sets  in.  1  c.c.  of  water 
is  added,  and  the  liquid  filtered  through  a  small  plug  of  cotton. 
The  filtrate  is  made  up  to  1  c.c.  and  hydrochloric  acid  is  added ;  if  the 
original  acid  contained  3  to  5  per  cent,  of  cresotic  acid,  there  separates 
out  a  mixture  of  acids  which  fuses  in  boiling  water  and  collects  at 
the  bottom  of  the  test  tube  in  the  form  of  thick,  oily  drops.  The  test 
does  not  succeed  with  less  than  1  per  cent.  Hydroxyisophthalic 
acid  may  be  separated  from  salicylic  acid  by  distillation  in  a  current 
of  steam.  The  first  acid  remains  in  the  still  as  a  light-grey  powder 
or  as  small  lumps.  By  dissolving  it  in  sufficient  hydrochloric  acid 
and  filtering  through  charcoal,  it  can  be  obtained  in  the  form  of  slender, 
white  needles,  which  fuse  with  decomposition  about  300 — 305°.  The 
author  has  found  in  one  sample  of  commercial  salicylic  acid  05  per  cent, 
hydroxyisophthalic  acid,  and  in  another  5‘5  per  cent,  of  cresotic  acid. 

J.  T. 

Oil  Testing,  By  F.  Jean  (J.  PJtarm.  [5],  20,  337— 341).— The 
author’s  method  comprises  the  determination  of  the  density,  melting 
point  of  the  fatty  acids,  the  elevation  of  temperature  under  the 
influence  of  sulphuric  acid,  and  the  retractive  power.  To  determine 
the  density,  WesphaPs  balance  is  employed.  To  determine  the 
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melting  point,  a  special  apparatus  is  employed  consisting  of  a  thin 
U-shaped  tube,  in  the  two  limbs  of  which  are  platinum  wires  nearly 
touching  the  bottom  of  the  tube.  A  layer  of  solid  acid  comes 
between  the  ends  of  the  wire,  but  this  is  displaced  by  mercury  which 
has  been  charged  in  one  side  of  the  tube,  when  the  temperature  of  a 
surrounding  beaker  of  water  has  reached  the  melting  point  of  the 
enclosed  acid.  The  mercury  causes  electrical  contaet,  between  the 
wires,  and  the  transmitted  current  rings  a  bell  when  the  temperature 
is  read  off,  as  given  by  a  thermometer  immersed  in  the  bath.  To 
determine  the  rise  in  temperature  when  mixed  with  sulphuric  acid,  a 
small  beaker  4  cm.  diameter  and  6  cm.  high  is  marked  to  contain 
15  c.c.,  and  in  this  is  placed  an  acid  tube  provided  with  a  stopper 
having  a  small  tube  through  which  air  can  be  blown  into  the  interior, 
and  a  small  glass  tube  reaching  from  the  bottom  of  the  acid  tube, 
and  just  passing  through  its  side  towards  the  upper  end,  so  that  on 
blowing  into  the  acid  tube  its  contents  are  expelled  and  mixed  with 
oil  in  the  beaker.  15  c.c.  of  the  oil  to  be  tested  is  placed  in  the 
beaker  and  heated  to  40°,  the  acid  tube  is  charged  with  5  c.c.  of 
sulphuric  acid  at  05°  B.  and  placed  within  the  beaker;  the  whole  is 
allowed  to  cool  down  to  50°,  and  is  then  placed  in  a  felt-lined  box, 
when  the  acid  is  transferred  to  the  oil  by  blowing  and  well  mixed 
with  it,  the  temperature  is  carefully  observed,  and  the  maximum 
reached  is  noted.  In  general,  when  this  temperature  and  the  density 
of  the  oil  are  satisfactory,  the  sample  may  he  regarded  as  pure. 
Oils  which  have  been  oxidised  or  otherwise  changed  require  treatment 
with  alcohol,  or,  better  still,  saponification,  before  determining  the 
rise  iu  temperature.  Sometimes  when  the  rise  of  temperature  is 
nearly  the  same  for  two  oils,  that  of  their  two  fatty  acids  may  differ 
much  more.  One  or  two  results  may  be  given  of  oils  and  their 
acids: — Olive  oil  4T5°,  acid  45°;  linseed  oil  Gl°,  acid  109°;  colza 
(Pas-de-Calais)  37°,  acid  44°  ;  ditto  (India)  37°,  acid  46°.  To 
determine  the  refractive  power  of  the  oil,  a  special  oleorefractometer  is 
employed  which  is  not  described.  The  index  of  refraction  only  varies 
within  narrow  limits  for  the  same  species  if  care  be  taken  to  remove 
excess  of  acid  by  treatment  with  alcohol.  The  purity  of  a  sample 
may  he  safely  affirmed  when  the  index  of  refraction,  the  rise  in 
temperature,  and  the  density  agree  with  a  standard  oil  of  known 
purity.  J.  T. 

Oil  of  Sesame.  By  W.  Bishop  (/.  Fharm.  [5],  20,  244—247).— 
If  this  oil  is  shaken  for  a  short  time  with  pure  hydrochloric  acid  of 
21 — 22°  B.  in  the  proportion  of  8  of  oil  to  12  of  acid,  no  special 
effect  is  produced,  hut  if  the  oil  is  exposed  to  air  and  solar  light  for 
some  days,  and  the  same  test  is  applied,  the  mixture  becomes 
green  and,  after  a  time,  the  colour  is  found  to  be  confined  to  the 
acid  layer.  If  the  action  of  air  and  light  be  much  prolonged,  the 
green  colour  is  intensified,  and  after  a  still  longer  period,  a  bluish- 
violet,  flocculeut  precipitate  is  produced.  The  green  acid  solution 
gives  an  absorption-spectrum  almost  exactly  coinciding  with  that  of 
chlorophyll.  The  application  of  this  reaction  will  serve  to  indicate, 
when  the  results  are  positive,  that  a  sample  of  sesame  oil  has  been 
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exposed  to  light  and  air  for  some  time,  and  is  not  probably  of  recent 
production.  Such  an  oil  added  to  olive  oil  in  the  proportion  of  5  to 
10  per  cent,  can  be  easily  detected  by  this  method,  whilst  10  to  20 
per  cent,  of  oil  of  sesame  may  be  detected  in  the  same  way  after 
some  days’  exposure.  J.  T. 

Optical  Examination  of  Oils  and  Fats.  By  E.  H.  A  mac; at 
and  E.  Jean  (Compt.  rend.,  109,  GIG — 617). — Determination  of  tilt- 
refractive  index  in  a  refractometer  of  special  construction  is  a  delicate 
and  trustworthy  means  of  detecting  adulterations  in  oils  and  fats. 
The  variations  in  the  refractive  indices  of  samples  of  the  same  oil  from 
different  sources  are  very  slight,  and  distinctive  differences  are 
observed  between  vegetable  oils,  animal  oils,  and  mineral  oils.  As 
little  as  10  per  cent,  of  oleomargarin  can  be  detected  in  butter. 

0.  H.  B. 

Analysis  of  Fats  and  Oils.  By  J.  Muter  and  L.  he  Koningk 
( Analyst ,  14,  61 — 65). — The  authors’  object  lias  been  to  re-determine 
the  iodine  absorption  (Hiibl’s)  of  the  liquid  fatty  acids  from  various 
oils  and  fats  under  conditions  which  should  be  as  uniform  as  possible, 
and  should  exclude  any  alteration  of  the  acids  either  by  exposure  to 
air  or  by  drying  at  a  high  temperature. 

A  weighed  portion  of  the  fat  is  saponified  with  alcoholic  potash, 
and  the  solution  accurately  neutralised  with  acetic  acid.  It  is  then 
poured  into  an  excess  of  a  boiling  solution  of  lead  acetate.  The  pre¬ 
cipitate  is  washed,  then  transferred  to  a  stoppered  bottle  and  treated 
with  ether.  The  ether  solution  is  filtered  from  lead  stearate,  &c., 
into  a  Muter ’s  “olein  tube,”  in  which  it  is  decomposed  by  dilute 
hydrochloric  acid.  The  volume  of  the  ethereal  solution  of  the  fatty 
acids  having  been  read,  an  aliquot  pait  is  run  into  a  flask  and  most  of 
the  ether  distilled  off.  The  ether  vapour  protects  the  fatty  acids 
from  the  air.  Alcohol  is  then  added,  and  the  solution  is  titrated  with 
soda ;  this  gives  the  total  amount  of  the  liquid  fatty  acids,  calculatintr 
them  as  oleic  acid.  Another  portion  of  the  ethereal  solution  contain¬ 
ing  0’5  gram  of  the  fatty  acid  is  then  evaporated  in  a  bottle  through 
which  a  stream  of  carbonic  anhydride  is  being  passed.  When  the 
last  traces  of  ether  arc  removed,  50  c.c.  of  Hiibl’s  reagent  is  instantly 
added,  and  the  bottle,  having  been  stoppered,  is  placed  in  the  dark 
for  12  hours,  side  by  side  with  a  blank,  after  which  the  excess  of 
iodine  is  titrated  by  thiosulphate.  The  authors  anticipate  that  the 
“  iodine  absorbing  power  ”  thus  ascertained  will  permit  the  amount 
of  any  admixture  of  fats  to  be  calculated  with  more  precision  than  has 
hitherto  been  possible.  M.  J.  8. 

Extraction  of  Fat  from  Milk  Solids.  By  H.  D.  Richmond 
( Analyst ,  14,  121 — 130). — Of  the  15  or  more  methods  which  have 
been  proposed  for  the  extraction  of  the  fat  from  the  dry  residue  of 
milk,  those  of  Adams  (paper  coil),  Soxhlet  (plaster  of  Paris),  and 
Storeli  (pumice)  give  the  highest  and  most  concordant,  but  yet  not. 
identical  results.  The  author  has  reinvestigated  these  three  methods, 
using  kieselgulir  in  place  of  pumice.  In  Adams’  method,  some 
analysts  extract  the  paper  coils  with  ether  for  a  short  time  before 
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using  them  ;  others  apply  a  correction  based  on  blank  experiments 
with  the  same  batch  of  paper.  The  author  finds  that  the  complete 
extraction  of  the  paper  with  ether  requires  a  very  prolonged  treat¬ 
ment  ;  the  total  extract  in  7£  hours  being  more  than  three  times  as 
much  as  that  obtained  in  the  first  1^  hour.  The  matter  extracted 
consists  chiefly  of  the  calcinm  salt  of  a  resinous  acid.  The  most 
complete  and  rapid  extraction  is  obtained  by  the  use  of  alcohol  con¬ 
taining  10  per  cent,  of  acetic  acid.  After  3  or  4  hours’  treatment 
with  this  reagent  in  a  Soxhlet’s  apparatus,  nothing  soluble  in  ether 
remains.  With  the  plaster  and  kieselguhr  methods,  the  chief 
requisite  is  to  grind  the  dried  residue  to  a  very  fine  powder,  and  to 
extract  it  with  ether  for  at  least  3  hours.  Working  in  this  way,  the 
three  methods  agree  closely.  From  the  results  of  numerous  determi¬ 
nations  by  the  three  methods,  the  author  has  developed  a  new 
formula  for  deducing  the  percentage  of  fat  from  that  of  total  solids 


and  the  specific  gravity: 


T  =  1T7  F  —  0  263  ^  (apparently  a  mis- 


G 

print  for  •+  0  263  ^),  where  T  is  the  percentage  of  total  solids,  F  that 

of  fat,  D  is  the  specific  gravity  of  the  milk,  and  G  =  1000  (D  —  1). 
This  formula  gives  results  which  do  not  differ  materially  from  those 
of  Hehner  and  Richmond’s  older  formula  ( Analyst ,  13,  32).  The 
most  satisfactory  method  of  estimating  the  total  solids  appears  to  be 
the  evaporation  of  not  more  than  2  grams  of  milk  in  a  flat-bottomed 
basin  and  drying  for  1  or  li  hour.  M.  J.  S. 


Volumetric  Method  for  the  Estimation  of  Fat  in  Milk,  &c. 

By  C.  L.  Parsons  ( Analyst ,  14,  181 — 187). — This  method  is  proposed  as 
one  which  can  be  carried  out  at  the  dairy  by  unskilled  persons.  100  c.c. 
of  the  milk  is  placed  iu  a  bottle  11  inches  high  and  1-|  in  diameter. 
10  c.c.  of  soda  solution  (made  by  dissolving  1  part  of  commercial 
caustic  soda  in  2  parts  of  water)  is  added,  then  5  c.c.  of  alcoholic 
soap  solution  (1  ounce  of  Castile  soap  to  the  gallon).  50  c.c.  of 
gasoline  (free  from  residue)  is  next  added;  the  bottle  is  corked  and 
shaken  hard  five  or  six  times  during  half-an-hour.  The  petroleum 
solution  of  the  fat  is  then  allowed  to  rise  to  the  surface.  Should  it 
fail  to  do  so,  5  c.c.  or  more  of  the  alcoholic  soap  solution  maybe  added 
and  gently  mixed  in.  When  the  upper  layer  is  perfectly  clear,  25  c.c. 
of  it  is  withdrawn  and  evaporated  in  a  small  flask,  which  has  its  neck 
cut  off  obliquely.  Two  drops  of  strong  acetic  acid  is  added  to  the  fat, 
which  is  then  dried  at  i20°  for  1|  hours  and  drained  from  the  flask 
into  a  measuring  tube  graduated  m  twentieths  of  a  cubic  centimeter. 
A  table  given  in  the  paper  converts  the  readings  of  the  volume  of  the 
fat  into  percentages.  The  necessary  precautions  are  fully  described. 


Condensed  Milk  and  the  Estimation  of  Casein  and  Lact- 
albumen.  By  H.  Faber  ( Analyst ,  1 4,  141 — 147). — The  author 
proposes  to  employ  the  estimation  of  the  relative  proportions  of  casein 
and  lactalbumen  as  a  means  of  distinguishing  between  fresh  milk  and 
that  which  has  been  condensed  and  afterwards  diluted  with  water. 
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Fresh  milk  contains  from  0’35  to  0’45,  or  perhaps  more,  of  lactalbumen. 
By  boiling  the  milk  about  two-thirds  of  this  is  coagulated,  or  so 
modified  that  it  is  precipitated  together  with  the  casein.  The  heating 
to  about  75°,  to  which  condensed  milk  must  be  subjected  in  order  to 
sterilise  it,  has  a  similar  effect.  The  two  albuminoids  can  be  sepa¬ 
rated  by  Sebelien’s  method.  The  casein  is  first  precipitated  by 
magnesium  sulphate,  2  vols.  of  the  saturated  solution  of  that  salt 
being  first  added,  and  then  as  much  of  the  powdered  crystals  as  the 
mixture  is  able  to  dissolve  ;  the  precipitate  is  washed  with  a 
saturated  solution  of  magnesium  sulphate  ;  and  the  lactalbumen  is 
precipitated  from  the  filtrate  by  either  tannic  acid  or  phosphotnngstic 
acid.  In  these  precipitates,  the  nitrogen  is  estimated  by  Kjeldahl’s 
method.  Test  analyses  show  that  the  separation  is  very  exact. 

M.  J.  S. 

Estimation  of  Soluble  and  Insoluble  Fatty  Acids  in  Butter. 

By  YT.  Johnstone  {Analyst,  14,  113 — 114)  and  H.  D.  Rich  mono 
{ibid.,  153 — 155). — Instead  of  estimating  the  volatile  fatty  acids  by 
the  Reichert  process,  the  author  prefers  the  following  method.  The 
butter  is  saponified  with  a  known  quantity  of  alcoholic  potash  and 
the  excess  found  by  titration.  The  alcohol  having  been  removed  by 
boiling,  an  excess  of  acid  is  added,  and  the  insoluble  fatty  acids  are 
filtered  off  and  washed.  After  air-drying  they  are  dissolved  by  ether 
and  weighed  after  evaporation.  They  are  now  again  saponified  by 
standard  potash,  and  the  amount  they  neutralise  is  ascertained.  The 
idifference  between  these  two  titrations  gives  the  amount  of  fatty 
jacid  soluble  in  water,  which  thus  estimated  is  considerably  higher 
ithan  is  shown  by  Reichert’s  process.  The  author  hints  that  the 
|  results  of  the  latter  may  be  vitiated  by  the  production  of  propionic, 
acetic,  and  formic  acids  by  the  action  of  potash  on  the  glycerol. 
Richmond,  commenting  on  the  above  process,  shows  that  the  results 
given  cannot  possibly  be  correct,  the  total  fatty  acids,  together  with 
the  glycerol  residue  corresponding  to  the  potash  neutralised,  adding 
up  to  more  than  the  weight  of  the  butter  taken,  and  that  this  is  due 
to  the  titration  of  the  insoluble  acids  being  performed  in  aqueous 
solution.  The  results  by  Reichert’s  process,  when  corrected  for  the 
recognised  average  deficiency  of  t1q,  add  up  almost  exactly  to  100  per 
cent.  He  points  out  that  at  the  temperature  of  the  water-bath 
potash  has  no  action  on  glycerol.  M.  J.  S. 

I  Examination  of  Lard  for  Adulteration.  By  T.  S.  Gladding 
{Analyst,  14,  32 — 34)/ — -The  following  tests  should  all  be  applied  to 
a  suspected  sample: — (1)  specific  gravity  at  100° ;  (2)  Hiibl’s  iodine 
test ;  (3)Bechi-Millian  test  (Abstr.,  1889,  319)  ;  (4)  Dalican’s  “  Titre  ” 
test;  (5)  Bclden’s  microscopic  test  for  beef  fat  ( Analyst ,  13,  70). 
Dalican’s  “  titre ”  is  the  temperature  of  crystallisation  of  the  fatty 
acids.  These  are  to  be  prepared  from  the  sample  by  saponification, 
washed  well  with  hot  water,  and  filtered  through  dry  paper  into  a  test- 
tube.  The  crystallising  point  is  then  taken  with  a  thermometer 
Igraduated  to  tenths  of  a  degree.  The  titre  of  lard  may  range  from 
3C‘4°  to  41‘4°  ;  iodine  absorption  from  57  to  G8’4  per  cent.,  a  high 
J  titre  being  associated  with  a  low  iodine  absorption,  and  vice  versa. 
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The  titre  of  beef  fat  is  about  41‘6  to  44;  iodine  absorption,  43'S  to 
40;  that  of  cotton-seed  oil,  33"3,  iodine  absorption,  108.  The  one 
adulterant  will  therefore  to  some  extent  mask  the  other;  they  are, 
however,  respectively  revealed  by  Beehi’s  and  Belden’s  tests.  The 
high  specific  gravity  of  cotton-seed  oil  affords  the  only  means  of  esti¬ 
mating  the  amount  of  it  present.  (See  also  Abstr.,  1889,  319,  659.) 

M.  J.  S. 

Action  of  Acids  on  Benzoic  Sulphinide  and  Analysis  of 
“  Saccharin.”  By  I.  Remsen  and  W.  it.  Burton  ( Amer .  Chem.  J., 

11,  403— ■ 408). — When  benzoic  sulphinide,  C6H4<(gQ  ^>NH  [—  1  :  2], 

is  boiled  with  dilute  acids,  hydrogen  ammonium  orthosulphobenzoate, 
(iOOH-CflllySCbNHi  [=  1:2]  is  formed,  together  with  a  little 
orthosulphaminebenzoic  acid,  COOH’CsHySChNHo.  The  best  strength 
of  acid  is  that  obtained  by  diluting  strong  hydrochloric  acid  of  sp.  gr. 
JT7  with  S  to  10  times  its  volume  of  water. 

Commercial  “saccharin”  is  found  to  be  a  mixture  of  parasulph- 
aminebenzoic  acid,  benzoic  sulphinide.  and  hydrogen  potassium  ortho¬ 
sulphobenzoate,  the  amount  of  sulphinide  present  being  somewhat  less 
than  50  per  cent. 

To  analyse  it,  2  grams  are  boiled  for  one  hour  with  100  c.c.  of 
dilute  hydrochloric  acid  (1  —  8)  in  a  flask  of  250  c.c.  capacity,  provided 
with  a  reflux  condenser.  The  clear  solution  is  then  evaporated  to 
about  15  c.c.,  when  the  parasulphaminebenzoic  acid  separates  out;  it 
is  dried  at  80°  and  weighed.  The  filtrate,  containing  hydrogen  am¬ 
monium  orthosulphobenzoate  (from  the  decomposition  of  the  sul¬ 
phinide)  and  the  hydrogen  potassium  salt  of  the  same  acid,  is 
evaporated  ;  the  residue  is  weighed,  and  the  amount  of  potassium  in 
it  is  estimated  by  heating  a  portion  with  sulphuric  acid,  and  weighing 
the  potassium  sulphate  formed.  Two  samples  of  saccharin  were 
analysed,  each  five  times ;  the  mean  percentage  composition  of  each 
is  given  below. 

Benzoic 

COOH'Cfillj-SCbXIL,.  sulphinide.  C00H-CflHyS03K. 


I .  5000  42-86  7-12 

II .  41-49  48-33  7' 99 

C.  F.  B. 


Estimation  of  Morphine  in  Opium.  By  F.  A.  Fluckjuer 
(Arch.  Pharm.  [3],  27,  721 — 732,  7t9 — 772). — The  author  discusses 
various  points  which  arise  in  the  estimation  of  morphine,  and  arrives 
at  the  following  fairly  good,  although  not  quite  perfect,  method. 
8  grams  of  opium  powder  is  placed  in  a  folded  filter  of  12  cm. 
diameter  with  a  little  tapping,  and  is  dried  at  100°.  After  half  an 
hour  10  c.c.  of  ether  mixed  with  10  c.c.  of  chloroform  is  poured  over 
it,  the  covered  funnel  being  frequently  struck,  and  finally  10  c.c. 
more  of  chloroform  is  poured  on.  After  all  possible  liquid  lias  run 
through,  the  filter  with  its  contents  is  opened  out  and  dried  at  a 
gentle  heat.  Next  the  powder  is  vigorously  and  repeatedly  shaken 
in  a  flask  with  80  e.c.  of  water  and  filtered  after  two  hours.  42 ‘5  grams 
of  the  filtrate  is  well  and  often  shaken  in  a  weighed  flask  wdtli  7'5  c.c. 
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of  alcohol  (0'83  sp.  gr.),  15  c.c.  of  other,  and  1  c.c.  of  ammonia  (0'96). 
After  six  hours,  the  contents  of  the  flask  arc  poured  on  to  a  double- 
folded  filter  of  10  eni.  diameter,  and  the  morphine  is  washed  on  to  the 
filter  with  about  10  c.c.  of  water.  This  is  dried,  returned  to  the  dried 
flask,  and  dried  at  100°  until  its  weight  becomes  constant.  This  pro¬ 
cess  with  a  particular  sample  gave  1 2 '90,  13T2,  13  3b  per  cent,  of 
morphine,  which  was  not  pure  white,  but  which  dissolved  completely 
in  lime-water  with  very  little  colour.  As  an  appendix  the  author 
criticises  in  some  detail  an  article  by  E.  R.  Squibb  in  the  “Ephemeris  *’ 
for  July,  on  morphine  estimation,  and,  although  he  sees  many  defects 
in  the  process  given,  he  remarks  that  the  comprehensive  paper  deserves 
the  fullest  consideration.  J.  T. 

Analysis  of  Pepper  and  the  occurrence  of  Piperidine  in  the 
same.  By  W.  Johnstone  ( Analyst ,  14,  41 — 49). — Moisture  and  ash. 
— A  weighed  portion  is  dried  at  100°  and  then  incinerated  in  a  muflle. 
The  ash  is  treated  successively  with  water  and  hydrochloric  acid,  and 
the  amount  of  insoluble  matter  noted. 

Oil. — 20  grams  is  distilled  with  water;  the  distillate  is  shaken  with 
ether,  the  ethereal  solution  is  evaporated  at  a  very  low  temperature, 
and  the  residue  is  dried  over  sulphuric  acid. 

Piperidine. — 20  grams  is  distilled  as  for  the  oil  determination,  and 
the  distillate  is  titrated  with  IX/ 10  sulphuric  acid  (compare  Abstr., 
18S9,  298).  That  the  piperidine  is  not  derived  from  the  hydrolysis 
of  piperine  is  shown  by  the  fact  that  pure  piperine  yields  no 
piperidine  when  distilled  with  water,  also  that  in  distilling  pepper 
with  water,  piperidine  soon  ceases  to  come  over,  although  the  amount 
obtained  is  very  small  in  comparison  with  the  piperine  present. 

Piperine. — 10  grams  is  digested  at  100°  in  a  closed  bottle  with 
3  grams  of  potash  dissolved  in  25  c.c.  of  water  and  25  c.c.  of  alcohol. 
The  bottle  (4  oz.)  should  have  the  neck  ground  flat  and  be  closed  by 
a  plate  of  caoutchouc  pressed  tightly  upon  it  by  a  screw-frame.  After 
4— 6  hours’  digestion,  the  bottle  is  cooled,  the  contents  are  washed 
into  a  large  flask  and  distilled  as  long  as  the  distillate  is  alkaline. 
The  theoretical  yield  of  piperidine  is  obtained. 

Crude  Fibre. — A  small  quantity  is  boiled  for  half  an  hour  in  a  flask 
with  inverted  condenser  with  200  c.c.  of  dilute  sulphuric  acid  (12‘5 
grams  per  litre).  The  residue  is  twice  boiled  with  water,  then  with 
200  c.c.  of  potash  (12*5  grams  per  litre),  and  again  twice  with  water 
It  is  collected  on  a  tared  filter,  dried  and  weighed,  and  any  ash  it 
contains  deducted. 

Nitrogen.— Determined  by  soda-lime,  as  usual. 

Alcoholic  Extract. — 10  grams  is  extracted  with  95  per  cent,  alcohol 
in  a  Soxhlet’s  apparatus -for  24  hours.  The  alcohol  is  distilled  off  and 
the  extractive  matters  dried  at  100°. 

Starch. — The  exhausted  residue  from  the  preceding  is,  without 
drying,  washed  into  a  flask  with  200  c.c.  of  water  and  20  c.c.  of 
I  hydrochloric  acid  (1121)  and  heated  in  boiling  water  for  three  hours, 
j  After  cooling,  the  liquid  is  filtered,  neutralised  with  soda,  made  up  to 
500  c.c.,  and  titrated  with  Fehling’s  solution. 

In  13  genuine  samples  from  various  localities,  the  moisture  ranged 
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from  12  to  15  per  cent.,  ash  1*07  to  4  46  (long  pepper  7  57),  oil  0‘53 
to  1'87,  piperidine  0*2 1  to  0*7 7,  piper ine  5*21  to  13'03,  fibre  4*2  to 
15*05,  starch  29*0  to  53*5,  ash  insoluble  in  acid  0*06  to  0*62  (long 
pepper  1*47),  Any  larger  amount  of  insoluble  ash  would  probably  be 
the  best  indication  of  a  fraudulent  addition.  M.  J.  S. 

Detection  of  Cocaine  Hydrochloride.  By  M.  Goeldner  (Arch. 
Pharm.  [31,  27,  799;  from  Pharm.  Zeit.,  34,  471). — The  author 
believes  that  the  followiug  is  a  characteristic  test  for  cocaine.  6  or  7 
drops  of  pure,  strong  sulphuric  acid  are  added  to  some  crystals  of 
resorcinol  in  a  porcelain  basin,  and  the  latter  is  moved  to  and  fro  a  little, 
then  a  little  cocaine  hydrochloride  is  added  to  the  yellow  liquid.  A  some¬ 
what  strong  reaction  follows,  and  a  splendid,  blue  coloration  is  imme¬ 
diately  obtained  ;  a  drop  of  sodium  hydroxide  changes  this  to  a  light- 
rose  colour.  The  reaction  goes  more  quickly  with  powdered  resorcinol 
in  place  of  crystals.  Very  small  quantities  of  the  reagent  give  no 
colour  reaction.  Other  alkaloids  give  nothing  approaching  to  this 
reaction.  J.  T. 

Estimation  of  Indigotin  for  Commercial  Purposes.  By  F.  A. 

Owen  (Chem.  Centr.,  1889,  ii,  217 — 218;  from  J.Amer.  Chem.  Soc., 
10,  178). —  1  gram  of  the  substance  is  weighed  on  a  watch-glass, 
dried  at  100°,  finely  powdered,  rnbbed  with  water  to  a  thin  paste,  and 
washed  into  a  250  c.c.  flask.  3  grams  of  zinc-dust  and  6  grams  of 
sodium  hydroxide  are  added,  the  solution  diluted  to  a  little  above  the 
mark,  shaken  up  now  and  then,  and  after  the  reaction  is  complete 
(during  which  the  solution  must  remain  green,  red  or  brownish 
streaks  indicate  that  the  reduction  has  been  carried  too  far;  a  froth 
indicates  the  presence  of  too  much  zinc),  50  c.c.  of  the  clear  liquid  is 
exposed  to  the  air  for  half  an  hour,  acidified  with  hydrochloric  acid, 
and  filtered  through  a  well-washed  filter,  dried  at  100°,  and  weighed. 

J.  W.  L. 


97 


General  and  Physical  Chemistry. 


Emission  Spectrum  of  Ammonia.  By  G.  Magxaxixi  (Zeit. 
physikal.  Chetn.,  4,  435 — 440). — The  author  has  determined  the 
positions  of  a  large  number  of  the  lines  of  the  ammonia  spectrum. 
These  are  compared  with  the  lines  of  Hasselberg’s  second  hydrogen 
spectrum,  with  which  they  show  a  remarkable  coincidence.  H.  C. 

Absorption  Spectrum  of  Nitrosyl  Chloride.  By  G.  Magxaxixi 
(Zeit.  physikal.  Chein.,  4,  427 — 428). — The  absorption  spectrum  of 
nitrosyl  chloride  vapour  consists  of  six  absorption  bands  in  the  orange 
and  green  parts  of  the  spectrum.  The  wave-lengths  corresponding 
with  these  bands  and  their  relative  intensities  are  given.  H.  C. 

Electromotive  Force  of  Selenium.  By  S.  Kaliscuer  (Ann. 
Phys.  Chetn.  [2],  37,  528). — The  author  observes  that  Righi  (Abstr., 
1889,  555)  appears  to  have  misunderstood  a  remark  made  by  him  in  a 
former  note  (ibid.,  3).  He  had  pointed  out  that  selenium  cells  often 
give  an  E.M.F.  before  exposure  to  light,  and  that,  therefore,  before 
experimenting  on  the  influence  of  light  on  them,  they  should  be  tested 
in  the  dark  to  see  if  they  already  give  any  E.M.F.  He  had  no  inten¬ 
tion  of  asserting  the  necessity  of  actually  manufacturing  the  cells  in 
darkness,  and  preventing  their  even  being  exposed  to  light  before 
experimenting  with  them.  G.  W.  T. 

Electrical  Conductivity  of  Hydrogen  Chloride  in  Different 
Solvents.  By  I.  Kablukoff  (Zeit.  physikal.  Ckem.,  4,  429 — 434). — 
The  conductivity  of  solutions  of  hydrogen  chloride  in  benzene,  xvlene, 
hexane,  and  ether  is  excessively  small,  that  in  ether  being  greatest 
and  that  in  benzene  the  least.  The  molecular  conductivity  of  the 
solution  in  ether  is  found  to  decrease  with  rising  dilution.  Solntions 
of  hydrogen  chloride  in  methyl,  ethyl,  isobutyl,  and  isoamyl  alcohols 
have  a  somewhat  greater  conductivity.  The  methyl  alcohol  solutions 
have  the  highest  conductivity,  being  about  four  times  greater  than 
the  ethyl  and  30  times  greater  than  the  isobutyl  alcohol  solutions. 
Amyl  alcohol,  like  ether,  gives  a  decreasing  molecular  conductivity 
with  rising  dilution.  Hydrogen  chloride  was  also  examined  in 
aqueous  solutions  of  ethyl  alcohol.  The  presence  of  ethyl  alcohol  is 
found  to  greatly  decrease  the  conductivity  of  hydrogen  chloride 
in  water,  an  addition  of  6  per  cent,  of  alcohol  causing  a  decrease  of 
20  per  cent,  in  the  conductivity. 

If  a  solution  of  benzene  saturated  with  hydrogen  chloride  is  .allowed 
to  remain  for  two  or  three  days,  crystals  Separate  out  which  melt 
without  decomposition,  and  can  be  sublimed  at  high  temperature. 
They  are  probably  of  the  composition  C6H6,3HC1.  II.  C. 

VOL.  lvjii.  h 
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Electrical  Conductivity  of  Solid  Mercury.  By  L.  Gronmacii 
(Ann.  Phys.  Chem.  [2],  37,  508 — 515). — As  the  result  of  a  further 
experimental  investigation  of  this  subject,  the  author  finds  that  the 
apparent  resistance  of  mercury  when  just  melted  is  2‘5  times  its 
value  just  before  liquefaction  begins. 

The  value  l-5  formerly  obtained  by  the  author  (Abstr.,  1889,  201) 
is,  therefore,  too  small.  The  value  now  obtained  by  him  is  smaller 
than  that  given  by  Cailletet  and  Bouty,  namely  04,  and  the  author 
attributes  the  difference  between  his  present  and  former  results,  and 
between  both  of  them  and  that  obtained  by  Cailletet  and  Bouty,  in 
great  part  to  the  change  in  volume  which  mercury  undergoes  in 
passing  from  the  solid  to  the  liquid  state,  and  the  effects  of  this 
change  of  volume  on  the  resistance,  depending  as  they  do  on  the 
dimensions  of  the  tubes  and  their  regularity  of  bore.  The  degree  to 
which  the  result  is  affected  in  this  manner  cannot  be  determined  until 
these  changes  of  volume  have  been  measured,  and  the  author  states 
that  an  investigation  of  this  point  has  been  commenced. 

The  results  of  the  investigation  described  in  this  paper  confirm 
the  conclusion  formerly  arrived  at  by  the  author,  that  the  temperature- 
coefficient  of  decrease  of  resistance  for  solid  mercury  decreases  from 
the  solidifying  point  down  to  — 80°,  the  lowest  temperature  at  which 
observations  were  made. 

The  values  obtained  for  this  coefficient  in  the  former  and  present 
series  of  observations  respectively  are  given  below; — 


Range  of 
teniperature. 

-80°  to  -70° 
-70  „  -60 
-60  „  -50 
-50  „  -40 


Tem  perat  u  re  -  coe  ffici  ent. 
First  series. 
0'0010 
o-ooio 
0-0012 
0-0017 


Temperature-coefficient. 
Second  series. 
0-0008 
0-0011 
0  0018 
0-0023 


The  results  of  the  present  investigation  therefore  confirm  the  con¬ 
clusion  formerly  arrived  at  by  the  author,  that  assuming  the  truth  of 
Clausius’s  law  expressing  the  relation  between  the  electrical  resist¬ 
ances  of  simple  metals  and  their  absolute  temperatures,  then  mercury 
must  be  considered  as  an  exception.  G.  W.  T. 

Thermoelectric  Currents  between  Amalgamated  Zinc  and 
Zinc  Sulphate.  By  K.  A.  Brand  eh  (Ann.  Phys.  Chem.  [2],  37, 
457 — 462). — The  primary  object  of  the  investigation  was  to  determine 
the  relation  between  the  EA1.F.  developed  and  the  difference  of 
temperature  between  the  electrodes. 

The  electrodes,  of  amalgamated  zinc,  were  placed  in  two  vessels 
communicating  by  means  of  a  siphon,  and  filled  with  a  solution  of 
zinc  sulphate.  One  of  these  vessels  was  kept  at  the  temperature  of 
the  place  of  observation,  while  the  temperature  of  the  other  was 
gradually  raised. 

The  author  found  that,  within  the  limits  of  errors  of  observation,  the 
E.M.F.  was  proportional  to  the  difference  of  temperature,  until  this 
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difference  exceeded  20‘45°,  after  which  the  E.M.F.  appeared  to  increase 
rather  more  rapidly  than  the  temperature  difference.  A  few  experi¬ 
ments  were  also  made  to  determine  the  effect  of  varying  the  concen¬ 
tration  of  the  zinc  sulphate  solution,  and  their  results  showed  that  the 
E.M.F.  increased  with  the  concentration.  G.  W.  T. 

Electrochemistry  and  Thermochemistry  of  some  Organic 
Acids.  By  H.  Jahn  {Ann.  Phys.  Chem.  [2],  37,  408 — 443). 

Formic  Acid. — When  a  solution  of  sodium  formate  in  water 
was  acidified  with  formic  acid  and  subjected  to  electrolysis,  it 
yielded  hydrogen  and  carbonic  anhydride.  The  sodium  salt 
i  must  fii'st  be  resolved  into  sodium  and  the  group  HC02,  the 
former  forming  sodium  hydroxide  with  the  water  of  solution, 
whilst  the  latter  must  either  break  up  into  carbonic  anhydride  and 
hydrogen  or  form  formic  acid  again  with  the  water  of  solution, 
according  to  the  equation  2H  +  C02  +  H20  =  2H2C02  +  0,  the 
free  oxygen  then  combining  with  a  portion  of  the  formic  acid  to  form 
carbonic  anhydride  and  water.  Now  Bunge  has  shown  that  in  the 
|  electrolysis  of  formic  acid  no  hydrogen  is  given  off  at  the  anode, 
j  which  excludes  the  fii'st  explanation,  and  shows  that  a  simple  combus- 
|  tion  of  the  acid  takes  plaee  at  the  anode.  The  results  were  confirmed 
|  by  determinations  of  the  amount  of  gas  liberated  by  the  passage  of  a 
J  measured  quantity  of  electricity. 

i  The  author  made  a  sei’ies  of  determinations  of  the  heat  of  coinbus- 
t  tion  of  formic  acid  which  agreed  very  well  together,  and  their  mean 
f  gave  62’87  cal.  as  the  heat  of  combustion  of  a  milligram  mole- 
?  cule  of  formic  acid.  Thomsen  obtained  the  value  60  2  cal.,  and  the 
j  author  observes  that  this  may  be  considered  as  a  very  close  agreement, 

■  considering  that,  as  Ostwald  has  shown,  the  heat  of  combustion  varies 
|  considerably  with  the  temperature. 

1  Acetic  Acid. — A  solution  of  sodium  acetate  in  water  was  electi'o- 
lysed  at  the  temperature  0°.  A  considerable  quantity  of  carbonic 
anhydride  was  formed,  and  after  the  gas  given  off  had  been  fx*eed 
from  this,  the  residue  was  found  to  consist  of  hydx*ogen  and  ethane, 
about  65  per  cent,  of  the  former  and  35  per  eent.  of  the  latter.  Very 
slight  traces  of  iodoform  were  obtained  from  the  liquid  residue  in  the 
j  electrolytic  cell.  Fi'om  this  it  follows  that  the  action  consisted  in 
the  setting  free  of  acetic  acid  at  the  anode,  and  its  combination 
with  the  oxygen  simultaneously  liberated;  but  if  tin’s  took  plaee 
!  entirely  in  the  manner  usually  assumed,  2C2H402  =  C2H6  +  2C02  + 

J  H20,  the  volumes  of  hydi-ogen  and  of  ethane  would  have  been  equal. 

The  excess  of  hydrogen  present,  combined  with  the  absence  of  free 
;  oxygen,  shows  that  part  of  the  aeetic  acid  must  have  been  burnt 
to  form  carbonic  anhydride  and  watei*,  according  to  the  equation 
\  C2H402  +  04  =  2C02  +  2H20.  In  some  quantitative  expei’iments 
made  with  stronger  currents,  the  proportion  of  hydrogen  was  found 
to  be  somewhat  smaller.  The  proportion  of  hydrogen  present  iix  the 

■  evolved  gases  was  also  found  to  diminish  as  the  strength  of  the 

.  solution  was  increased.  These  results  show  that  the  complete  com- 
i  bustion  of  the  acetic  acid  to  carbonic  anhydride  and  water  is  favoured 
j  it,  2 
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by  increasing  tbe  strength  of  tbe  decomposing  current,  and  by  dimi¬ 
nishing  the  strength  of  the  solution. 

Assuming  Thomsen’s  values  for  the  heats  of  solution  required  for 
the  calculation,  the  author  determined  the  heat  of  combustion  of  the 
milligram  molecule  of  liquid  acetic  acid  to  water  and  gaseous  carbonic 
anhydride  to  be  20S'S1  cal.,  which  is  in  very  fair  agreement  with  the 
values  210‘3  obtained  by  Fabre  and  Silbermann,  and  21079  obtained 
by  Stohmann.  It  follows  from  the  last  result  that  the  beat  absorbed 
in  the  formation  of  one  milligram  molecule  of  liquid  acetic  acid  from 
amorphous  carbon  and  water  vapour  is  12TG1  cal. 

Propionic  Acid. — The  results  obtained  with  acetic  acid  suggested 
that  propionic  acid  would  probably  be  resolved  into  normal  butane 
a.nd  carbonic  anhydride,  and  the  electrolysis  of  a  solution  of  sodium 
propionate  in  water,  acidified  with  propionic  acid,  showed  that  this 
reaction  did  actually  occur,  but  it  was  veiled  to  a  considerable  extent 
bv  tbe  decomposition  of  part  of  the  acid  into  ethylene  and  carbonic 
anhydride,  evidently  according  to  the  equation  C2Hfi02  4-  O  =  C2H4 
+  C02  +  H20.  The  author  considers  that  the  results  of  his  experi¬ 
ments  with  acetic  and  propionic  acids  point  to  the  conclusion  that  the 
ethane  and  butane  formed  during  electrolysis  are  the  results  of  the 
decomposition  of  double,  molecules,  which  exist  in  concentrated  solu¬ 
tions,  but  are  broken  up  into  simple  molecules  when  the  solutions  are 
diluted. 

Oxalic  Acid. — The  electrolysis  of  an  aqueous  solution  of  potassium 
oxalate  at  the  temperature  0°  gave  a  gas  consisting  only  of  carbonic 
anhydride  and  hydrogen,  so  that  the  oxalic  acid  set  free  at  the  anode 
must  have  been  completely  burned  to  carbonic  anhydride  and  water, 
according  to  the  equation  H2C204  +  0  =  2C02  +  H20.  The  heat 
of  combustion  of  oxalic  acid  per  milligram  molecule  was  found  to  be 
74  49  cal.  G.  W.  T. 

Thermochemistry  of  Methyl  Alcohol  and  Solid  Methyl 
Salts.  By  F.  Stohmann,  C.  Kleber,  and  H.  Langbein  (/.  p.  Ghem. 
[2],  40,  341 — 364). — The  authors  give  details  of  the  determination 
of  the  following  thermal  values  (see  table,  p.  101).  The  figures  in 
the  sixth  column  represent  the  excess  or  deficiency  of  the  heat  of 
combustion  of  the  methyl  salt  when  compared  with  the  sum  of  the 
heats  of  combustion  of  the  acid  from  which  it  is  formed  and  methyl 
alcohol  (compare  Berthelot,  Mecanique  Chimique,  1,  407). 

The  authors  then  point  out  the  difference  between  tbe  heats  of 
combustion  of  the  various  isomerides  in  this  table,  and  also  give  a 
table  showing  the  value  of  the  affinity  constant  K  (Ostwald,  Abstr., 
1SS9,  SIS)  for  24  acids,  20  of  which  agree  with  the  rule. 
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Table  of  thermochemical  results  with  methyl- compounds. 


Substance. 

Formula. 

Molecular 

weight. 

Heat  of 
combus¬ 
tion. 

Heat  of 
forma¬ 
tion.* 

Methyl  parahydroxyben¬ 
zoate  . 

CSH,0,  .. 

152 

Cal. 

896  -0 

Cal. 

132  0 

4  0-5 

Methyl  anisate . 

c9n1(1o:t.. 

166 

1069-3 

121  -7 

-3-5 

Methyl  cinnainate . 

C]oHi„U2  . 

162 

1213  6 

71  -4 

-0-7 

Methyl  gallate . 

CsH,Os  •• 

1S4 

SOI  3 

226-7 

+  3-4 

Methyl  /§-naphthoate . 

Ci;IIhA,  . 

186 

1402  -4 

70-6 

-3-4 

Dimethyl  phthalate  (liquid) 

CiolficAb  • 

194 

1120-4 

164-6 

— 

Dimethyl  phthalate  (solid) 

Ctotliutq  . 

194 

1113  -9 

171-1 

-11 

Dimethyl  isophthalate  ..  .. 

CuiHmOj  . 

194 

1117-7 

173-3 

-1-7 

Dimethyl  terephthalate _ 

CioHiyOt  . 

194 

1112-2 

172  S 

-o-i 

Dimethyl  oxalate . 

cjt604  .. 

118 

402-1 

ISO -9 

-0-7 

Dimethyl  succinate  (solid). 

C\;H lu04. . 

116 

703  -6 

205  -4 

—  5*6 

„  (liquid) 
Dimethyl  fumarate  . 

C0H1()O4.. 

146 

70S  -5 

200-5 

— 

c6h,o4  .. 

664 '7 

175-3 

-3-4 

Trimethyl  trimesate . 

C,:Hli06 . 

1292-5 

249-5 

-13-1 

,,  citrate . 

Hexamethyl  mellitate . 

CaHu07. . 

9S3-5 

345-5 

+  2-9 

Cioli 

426 

1S25-6 

4S7-4 

-13  S 

Citric  acid . 

c0Hso7 .. 

192 

474*6 

365  -4 

— 

Methyl  alcohol . 

cu4o.... 

32 

170-6 

6L-4 

— 

*  C  =  94  Cals,  j  H,  =  69  Cals. 

A.  G.  B. 


Thermochemistry  of  Nicotine.  By  A.  Colson  ( Compt .  rend., 
109,  743 — 745). — Xicotine. — Heat  of  dissolution  -f-6'6  Cals,  at  about 
15°;  beat  of  neutralisation  by  hydrochloric  acid,  1st  equivalent  — 
S'05  Cals. ;  2nd  equivalent  —  3'47  Cals.  Total  heat  of  neutralisation 
by  4  mols.  HC1  =  12  06  Cals.  With  sulphuric  acid,  1st  equivalent 
=  9 ’54  Cals.  ;  total  heat  of  neutralisation  by  excess  of  acid  = 
13-46  Cals.  It  is  evident  that  the  two  basic  functions  of  nicotine 
have  very  different  energies,  a  fact  which  is  also  shown  by  colour 
reagents.  With  litmus  as  indicator,  nicotine  has  only  one  basic 
function,  but  with  dimethyl-orange  it  has  two. 

The  author  has  also  made  the  following  determinations  : — 

Pyridine.  Piperidine. 


Cals.  Cals. 

Heat  of  dissolution . .  225  6'50 

Heat  of  neutralisation,  1  mol.  HC1  ....  5’20  13  01 

„  „  1-5  mol.  HC1  ..  5  20  — 

„  „  1  mol.  H,S04  . .  —  13‘68 

C.  H.  B. 


Apparatus  for  making  Vapour-density  Determinations  under 
Reduced  Pressure.  By  J.  F.  Eykman  ( Ber .,  22,  2754 — 2758). — 
The  author  describes  with  the  aid  of  diagrams  an  apparatus  in  which 
vapour-density  determinations  may  be  made  under  reduced  pressure, 
and  in  an  atmosphere  of  hydrogen  or  some  other  indifferent  gas. 

The  apparatus  consists  of  a  bulb- tube  (A),  somewhat  similar  in 
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shape  to  that  employed  in  V.  Meyer’s  method  ;  this  is  heated  by 
some  suitable  vapour  in  the  ordinary  way.  A  weighed  quantity  of 
the  liquid,  the  vapour-density  of  which  is  to  be  determined,  is  placed 
in  a  small,  sealed,  pipette-shaped  tube,  and  suspended  in  a  chamber  in 
the  upper  extremity  of  the  bulb-tube  (A).  The  latter  is  connected 
at  the  top  with  a  graduated  manometer  tube,  placed  perpendicularly 
and  open  below,  and  also  with  a  3-way  cock,  so  that  it  can  be 
exhausted  aud  filled  with  hydrogen  or  any  other  gas.  The  apparatus 
having  been  completely  filled  with  hydrogen,  it  is  exhausted  as  com¬ 
pletely  as  possible,  the  open  end  of  the  manometer  being  immersed  in 
mercury;  the  bulb-tube  is  then  heated  at  a  constant  temperature,  and 
hydrogen  is  allowed  to  enter  until  the  required  pressure  is  obtained. 
As  soon  as  no  more  mercury  flows  out  of  the  manometer  tube,  the 
pressure  is  noted  on  the  scale,  and  the  neck  of  the  bulb  containing 
the  substance  is  broken  without  opening  the  apparatus,  by  an  inge¬ 
nious  device,  so  that  it  drops  to  the  bottom  of  the  bulb-tube  (A),  and 
is  there  converted  into  vapour.  The  pressure  is  thereby  increased, 
and  the  mercury  which  flows  from  the  manometer  tube  is  collected  in 
a  tared  vessel ;  the  increase  of  pressure  is  ascertained  either  by  weigh¬ 
ing  the  mercury,  the  diameter  of  the  manometer  tube  having  been 
previously  determined,  or  from  the  difference  in  the  readings  on  the 
manometer  scale.  The  vapour-density  is  calculated  from  the  increase 
of  pressure  produced  by  the  vaporisation  of  a  known  weight  of  the 
substance  in  a  vessel  of  known  volume  under  known  conditions  of 
temperature  and  pressure. 

Experiments  with  safrole  (b.  p.  232°),  ethyl  cinnamate  (b,  p.  271°), 
liaphthylamine  (b.  p.  300°),  phenylpropionic  acid  (b.  p.  200°),  and 
other  substances  gave  very  satisfactory  results. 

The  apparatus  can  be  employed  also  for  making  determinations  by 
V.  Meyer’s  method  in  the  usual  way.  E.  S.  K. 

Specific  Volumes  of  some  Ethereal  Salts  of  the  Oxalic  Acid 
Series.  By  A.  Wiexs  ( Annaleti ,  253,  289 — 318  ;  compare  W.  Lossen, 
Abstr.,  1888,  335). — A  comparison  of  the  molecular  volumes  of  meta- 
meric  ethereal  salts  of  oxalic,  malonic,  succinic,  and  glutaric  acids, 
containing  normal  alkyl  radicles,  shows  that  the  larger  the  quantity 
of  carbon  in  the  acid  radicle  the  smaller  the  molecular  volume  at  0°. 
This  is  generally  the  case  at  the  boiling  point  also,  but  two  exceptions 
were  noticed,  the  molecular  volume  of  ethyl  propyl  malonate  being 
smaller  than  that  of  ethyl  succinate,  and  that  of  butyl  malonate  smaller 
than  that  of  propyl  butyl  succinate;  these  exceptions  may  be  due  to 
the  uncertainty  of  the  determinations  at  the  boiling  point. 

The  difference  in  molecular  volume  corresponding  with  the  difference 
in  composition  increases  in  homologous  series  with  the  quantity  of 
carbon  in  the  compound.  The  difference  between  the  molecular 
volume  of  ethyl  met  hyl  succinate  and  ethyl  butyl  succinate,  for  example, 
is  71'3  ;  that  between  ethyl  butyl  succinate  and  ethyl  heptyl  succinate, 
76'4.  The  same  has  been  found  to  hold  good  for  ethereal  salts  of 
monobasic  acids,  ethers,  phenol  ethers,  and  alkyl  iodides. 

A  comparison  of  the  molecular  volumes  at0°  shows  that  an  increase 
by  the  group  (J1I2  in  the  empirical  formula  corresponds  with  various 
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differences  in  molecular  volume,  according  to  the  manner  in  which 
this  increase  takes  place.  The  increase  in  molecular  volume  by  the 
conversion  of  the  group  C„H2«+i  >'ito  (CH2)X*C„H2„+1  (excluding 
methyl  salts)  is,  on  the  average,  16'8  for  each  CH>  group,  but  the 
difference  between  the  ethyl  and  methyl  salts  is,  on  the  average,  181. 
The  increase,  dne  to  the  conversion  of  the  group  CH2  into  (CH2)«,  is, 
on  the  average,  1G  for  each  additional  CH2  group,  but  when  the  group 
CH2  is  converted  into  CHMe  (ethyl  into  isopropyl,  for  example),  the 
corresponding  increase  in  molecular  volume  is,  on  the  average,  17‘7. 

The  numerous  experimental  determinations  are  given  in  tables. 

F.  S.  K. 

Absorption  of  Gases  by  Mixtures  of  Alcohol  and  Water.  By 

O.  Lijbarsch  {Ann.  Pltys.  Gheni.  [2],  37,  524 — 525). — The  author 
observes  that  the  publication  of  Muller’s  determinations  of  the  absorp¬ 
tion  of  carbonic  anhydride  by  mixtures  of  alcohol  and  water  (Abstr., 
1889,  816)  has  induced  him  to  publish  the  results  obtained  so  far  in 
an  investigation  of  the  absorption  of  various  gases  by  mixtures  of 
alcohol  and  water  ;  these  are  given  in  the  accompanyiug  table,  showing 
|  the  percentages  by  volume  of  the  gases  absorbed  at  20°  and  760  mm. 
|  pressure  by  solutions  containing  the  various  percentages  of  alcohol 
[  (by  weight)  given  in  the  first  horizontal  line  : — 


Percentage  of 


alcohoH .  . . 

000 

9-09 

16-67 

23-08 

28-57 

33-33 

50  00 

66-67 

80-00 

Oxygen  . 

2-98 

2-78 

2-63 

252 

2-49 

2-67 

3-50 

495 

5-66 

Hydrogen . . . 

1-93 

1-43 

1-29 

117 

101 

1-17 

2-02 

2-55 

— 

Carbonic  oxide 

241 

1-87 

1*75 

1-68 

1-50 

1-94 

3-20 

— 

— 

The  table  shows  that  the  minimum  absorption  for  all  three  gases 
occurs  at  about  the  same  proportion  of  alcohol  to  water,  and  this  is 
the  same  as  that  found  by  Muller  for  carbonic  anhydride,  and  there¬ 
fore  it  seems  probable  that  other  gases  will  be  found  to  behave  in  the 
same  way.  G.  W.  T. 

Simultaneous  Solubility  of  Sodium  and  Potassium  Chlorides. 

By  A.  TOtard  ( Convpt .  rend.,  109,  740 — 743). — The  sum  of  the  salts 
dissolved  between  —20°  and  +  1S0°  is  represented  by  a  straight  line, 
ytll°  =  27‘0  +  0‘0962h  Calculating  from  this  coefficient  the  tem¬ 
perature  at  the  limit  of  solubility ,  that  is,  the  point  at  which,  by 
reason  of  the  increase  in  the  proportion  of  salt  and  the  decrease  in 
the  proportion  of  water,  the  latter  has  disappeared,  the  temperature 
obtained'  is  738°,  which,  according  to  Carnelly,  is  the  melting  point 
of  potassium  chloride. 

In  presence  of  potassium  chloride,  the  curve  of  solubility  of  sodium 
chloride  between  — 20°  and  +75°  is  parallel  with  the  axis  of  tempera¬ 
ture.  Beyond  75°  it  decreases,  and  at  97°  becomes  identical  with  that 
of  potassium  chloride,  after  which  it  decreases  to  120°,  and  then 
becomes  constant  (1G'7  per  cent.). 

The  solubility  of  potassium  chloride  alone  is  represented  between 
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•— 10°  and  +75°  by  a  right  line  with  a  coefficient  0T470,  and  between 
75°  and  180°  by  a  second  right  line,  which  has  a  coefficient  of  0'0793, 
and  a  limiting  point  at  913°,  or  considerably  above  the  melting  point 
of  the  salt. 

In  presence  of  sodium  chloride,  the  curve  of  solubility  of  potassium 
chloride  between  —20°  and  +75°  is  a  right  line  y  —  10'3  +  0-0962/; 
from  75°  to  120°  the  solubility  increases  rapidly,  and  above  120°  it  is 
represented  by  a  right  line  with  the  same  coefficient  as  between  —20° 
and  +75°.  Its  limiting  point  is  913°,  and  hence  the  curves  of  solu¬ 
bility7’  of  potassium  chloride  alone  and  in  presence  of  sodium  chloride 
are  not  parallel,  but  converge  to  913°. 

At  the  limiting  point  for  the  mixed  salts,  738°,  the  proportion  of 
the  two  salts  would  be  16*7  per  cent,  of  sodium  chloride  and  83‘3  per 
cent,  of  potassium  chloride.  The  total  quantity  of  chlorine  is  prac¬ 
tically  equal  to  the  sum  of  the  metals. 

The  curve  representing  the  quantity  of  chlorine  in  solution  is  a  right 
line;  that  representing  the  sum  of  the  salts  is  also  a  right  line  ;  and 
hence  the  sum  of  the  metals  is  likewise  represented  by  a  right  line. 
The  curve  of  the  chlorine  and  the  curve  of  the  sum  of  the  metals 
intersect  at  738°.  C.  H.  B. 

Determination  of  Molecular  Weights  of  Substances  from 
the  Boiling  Points  of  their  Solutions.  By  H.  W.  Wiley  ( Chem . 
New*,  60, 189 — 190). — “The  apparatus  employed  consisted  of  an  oval- 
round  bottom  flask  of  about  200  c.c.  capacity,”  with  a  side  tube  from 
the  neck  connected  with  a  condenser  to  keep  volume  of  liquid 
constant.  A  thermometer  graduated  to  tenths,  but  capable  of  being- 
read  to  0-02  of  a  degree  was  employed,  the  bulb  being  enveloped  in 
fine  copper  foil  to  prevent  interference  of  bubbles  of  steam.  Sodium 
chloride  was  used  to  determine  the  factor,  the  number  obtained,  8‘96S, 
was  used  for  calculating  the  results  in  the  following  table  ;  the  volume 
of  water  being  in  all  cases  150  c.c. ;  the  temperature  of  boiling  water 
was  99'50°  except  during  the  experiments  with  sodium  nitrate,  when 
it  was  99 ’44°. 


Substance  taken. 

Wt.  taken 
in  grams. 

Total  rise 
of 

temperature. 

Molecular  weight. 

Calculated. 

Theoretical. 

KOI . 

6-0 

mm 

76-91 

74  "5 

KBr . 

GO 

123  -7 

119  -0 

KI . 

9-0 

0-33 

163  -1 

166  -0 

kxo3 . 

6-0 

0-33 

108-7 

101  -o 

KoCl’20; . 

18-0 

0-38 

2S3-2 

295-0 

NaX03 . 

G'O 

0-42 

85 ’4 

85-0 

Saccharose . 

20-0 

0-20 

643-2 

342  -0 

Oxalic  acid. . 

GO 

0’20 

179-4 

90  0 

It  will  be  noticed  that  the  two  organic  compounds  give  double 
the  theoretical  molecular  weight  by  this  method.  The  results 
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’  obtained  with  salts  containing  water  of  crystallisation  do  not  agree 
with  the  molecular  weights  with  or  without  this  water.  These 
results  were  obtained  quite  independently  of  those  of  Beckman. 

D.  A.  L. 

Behaviour  of  Colloid  Substances  with  Respect  to  Raoult’s 
i  Law.  By  E.  Paterxo  {Zeit.  physical.  Ghem.,  4,  457 — 461). — The 
reduction  of  the  freezing  point  by  colloid  substances  in  water  is  very 
'  slight,  and  therefore  leads  to  very  high  numbers  for  the  molecular 
,  weights  of  such  substances  (Brown  aud  Morris,  Trans.,  1880,462). 
This,  the  author  has  observed,  is  the  case  with  gallic  and  tanuic  acids; 
which  behave  like  colloids  in  aqueous  solution  and  give  molecular 
(  weights  many  times  greater  than  those  ordinarily  accepted  for  these 
'  substances.  If,  however,  solutions  in  acetic  acid  are  taken,  the 
behaviour  is  found  to  be  perfectly  normal,  and  the  reduction  of  the 
j  freezing  point  is  that  corresponding  with  the  ordinary  simple  mole- 
I  cular  weights.  Hence  substances  only  behave  as  colloids  towards 
certain  solvents,  and  the  author  holds  that  when  a  solid  dissolves  as 
a  colloid,  the  laws  of  freezing  are  not  applicable  to  its  solutions. 

,  H.  C. 

Can  Raoult’s  Method  distinguish  between  Atomic  and 
Molecular  Union?  By  R.  Anschutz  ( Annalen ,  253,  343 — 347; 
•compare  Anschutz  and  Pulfrich,  Abstr.,  1SSS,  1273). — The  depres- 
;  sion  produced  by  naphthalene  picrate  in  the  freezing  point  of  benzeue 
corresponds  with  that  which  would  be  produced  by  its  constituent 
■parts  present  together  in  an  uncombined  state.  The  author  concludes 
therefore  that  the  combination  of  the  components  of  naphthalene 
i  picrate  and  analogous  substances  such  as  dimethyl  diacetylracemate 
is  not  dependent  on  atomic  union  in  the  sense  of  the  valence  theory, 

,  but  on  molecular  nnion. 

If  Raoult’s  method  is  capable  of  deciding  between  atomic  and 
,  molecular  union,  it  could  be  employed  for  determining  the  valency  of 
'  elements.  E.  S.  K. 

Kinetic  Nature  of  Osmotic  Pressure.  By  G.  Bredic  {Zeit. 
1  physical.  Ghem.,  4,  444 — 456). — In  replying  to  certain  objections 
raised  by  Papin  against  the  Van’t  Hoff  theory  of  osmotic  pressure 
I  (Abstr.,  18SS,  77S),  the  author  develops  an  equation  for  the  behaviour 
of  a  dissolved  substance  which  is  similar  to  that  of  Van  dcr  Waals 
!  for  the  behaviour  of  gases.  A  special  point  of  interest  is,  that  account 
is  taken  of  the  presence  and  specific  attraction  of  the  solvent,  aud  in 
this  way  an  explanation  of  the  mechanism  of  solution  is  obtained, 
which,  it  is  claimed,  is  of  wider  application  than  that  of  Nernst  (this 
vol.,  p.  3),  in  which  this  attraction  is  neglected.  H.  C. 

Sphere  of  Action  of  Molecular  Forces.  By  B.  Gautzink  {Zeit. 
; physikal .  Ghem.,  4,  417 — 426). — By  a  process  of  theoretical  reasoning 
“similar  to  that  already  employed  by  Van  der  Waals,  and  using  data 
given  by  Nadcschdin  for  several  of  the  ethereal  salts  of  the  fatty 
j  acids  in  the  critical  condition,  the  author  arrives  at  the  conclusion 
that  the  sphere  of  action  of  the  molecular  forces  is  proportional  to 
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the  masses  of  the  attracting  molecules.  He  also  concludes  that  the 
attraction  is  inversely  proportional  to  the  square  of  the  distance. 

1:1.  C. 

Fluid  Crystals.  By  0.  Lehmanx  ( Zeit .  physikal.  Chem, .,  4,  462 — 
472). — Under  the  name  of  “fluid  crystals,”  the  author  describes  a 
cholesteryl  benzoate  first  prepared  by  Reinitzer,  which,  although 
apparently  melting  at  145°,  behaves  between  145°  and  178°  towards 
polarised  light  as  though  still  having  crystalline  structure.  In 
other  respects  the  substance  is  in  a  perfectly  liquid  condition  between 
these  temperatures.  H.  C. 

New  Gas  Burners.  By  M.  Grocer  {Zeit.  ang.  Chem.,  1889,  329 — 
331). — These  are  in  general  form  similar  to  Bunsen  burners,  but 
instead  of  having  any  means  of  regulating  the  entry  of  air  at  the 
bottom  of  the  mixing  tube,  the  top  of  the  burner  is  made  conical, 
and  there  is  a  screw  arrangement  by  which  a  solid  cone  can  be  raised 
within,  so  as  partially  to  close  the  opening.  By  this  means  a  flame 
of  any  character  can  be  obtained,  from  a  luminous  one  to  one 
approaching  that  of  a  blowpipe,  whilst  the  size  of  the  flame  can  be 
greatly  reduced  without  altering  its  character,  and  without  risk  of 
its  flashing  down.  A  burner  on  the  same  principle  giving  a  flat 
flame  is  also  described.  M.  J.  S. 


Inorganic  Chemistry. 


Hydrogen  Peroxide.  By  G.  Tammaxx  {Zeit.  physikal.  Chem.,  4, 
441 — 443). — The  spontaneous  decomposition  of  hydrogen  peroxide  in 
alkaline  solution  is  found  to  be  independent  of  the  amount  or  nature 
of  the  base  which  is  present.  It  appears  probable  from  the  author’s 
experiments  that  it  is  really  caused  by  the  presence  of  traces  of 
metallic  oxides,  such  as  the  oxide  of  iron,  dissolved  in  the  alkali.  It 
is  shown  that  the  addition  of  small  quantities  of  such  oxides  in¬ 
creases  enormously  the  rate  of  decomposition. 

The  freezing  points  of  aqueous  solutions  of  hydrogen  peroxide 
were  determined,  and  from  these  a  molecular  reduction  of  8'79  was 
found.  Hydrogen  peroxide  being  a  non-electrolyte,  this  number 
would  correspond  with  the  formula  H4Oi.  H.  C. 

Hydrochlorides  of  Chlorides.  By  R.  Exgel  (Bull.  Soc.  Chim. 
[3],  1,  695 — 699). — A  review  of  the  known  hydrochlorides  of  chlorides, 
and  a  discussion  of  their  probable  constitution.  T.  G.  N. 

Iodic  Acid.  By  H.  Lesc<eur  (Bull.  Soc.  Chim.  [3],  1,  563). — The 
crystals  of  iodic  acid  deposited  from  its  solution  in  dilute  or 
moderately  concentrated  nitric  acid  are  monohydrated,  whereas  those 
obtained  from  the  solution  of  iodic  acid  in  concentrated  nitric  acid 
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are  anhydrous.  The  author  thinks  that  the  crystals  deposited  from 
solution  in  nitric  acid  of  intermediate  strength  are  mixtures  of  the 
hydrated  and  anhydrous  varieties.  T.  G.  N. 

Iodic  Acid;  Double  Salts  of  Iodic  Acid  with  other  Acids. 

By  C.  YV.  Bcomstrand  (/.  pr.  Ghevi.  [2],  40,  305 — 340  ;  compare 
Abstr.,  1887,  327). — In  the  oxygen-acids  of  phosphorus  and  iodine 
only  one  atom  of  oxygen  is  strongly  united  to  the  phosphorus  and 
iodine,  the  radicles  being  POO  and  IOO  respectively,  thus  differing 
from  the  oxygen-acids  of  nitrogen,  chlorine,  and  bromine,  where  two 
atoms  of  oxygen  are  equally  strongly  united  to  the  nitrogen,  chlorine, 
or  bromine,  the  radicles  being  N02,  Cl02,  and  Br02  respectively. 

In  support  of  the  above  statement,  the  author  has  prepared  double 
salts  of  iodic  acid  with  other  acids  which  may  be  regarded  as  conden¬ 
sation-products,  requiring  for  their  formation  an  extra-radicle  oxygen 
atom,  analogous  to  that  which  is  allowed  to  exist  in  aldehyde  and  to 
be  the  cause  of  the  easy  polymerisation  of  that  substance ;  thus, 
CoH/.O  +  0!C2H4  =  C2H4:0,:C2H4.  The  formula  for  iodic  acid  thus 
becomes  HOIOlO. 

Potassium  sulphatoiodate  was  obtained  by  mixing  potassium  pyro- 
sulphate  (1  mol.)  and  iodate  (1^  mol.)  in  concentrated  solution,  and 
its  formula  found  to  be  identical  with  that  of  Marignac’s  salt 
K0-10(0H)-0-S02*0K. 

Potassium  molybdoiodaie,  K0'I0(0H)-0,j\1o02,0H  -+•  H20,  is  ob¬ 
tained  as  a  white  precipitate  on  adding  a  concentrated  solution  of 
potassium  nitrate  to  a  solution  of  sodium  molybdate  and  iodic  acid 
in  nitric  acid;  it  crystallises  with  difficulty  in  short  needles,  and  is 
sparingly  soluble  in  water.  Ammonium  moli/bdoiodate  is  obtained  in 
the  same  way,  and  has  similar  properties,  but  contains  no  water  of 
crystallisation.  The  thallium  and  lead  salts  were  obtained.  Molybdo- 
iodic  acid  is  obtained  as  a  yellowish,  transparent  mass  on  evaporating 
the  solution  formed  by  the  action  of  dilute  sulphuric  acid  on  a  mixture 
of  barium  iodate  and  molybdate.  Several  of  its  reactions  with  in¬ 
organic  and  organic  salts  are  given. 

Potassium  tungstoiodate,  KO’ WOyO-IO(OH)OK  -}-  H20,  is  obtained 
by  adding,  by  degrees,  a  solution  of  iodic  acid  to  one  of  potassium 
tungstate  ;  after-  some  hours,  a  crystalline  magma  is  obtained,  more 
than  90  per  cent,  of  which  consists  of  slender  needles  of  the  tungsto¬ 
iodate,  the  rest  being  tabular  crystals  of  acid  tungstate. 

Potassium  chromoiodate  has  been  described  by  Berg  (Abstr.,  1887, 
/76)  ;  the  author’s  analyses  of  this  salt  leave  some  doubt  both  as  to 
the  amount  of  water  it  contains  and  as  to  its  formula. 

The  author  has  also  obtained  an  ammonium  triiodate, 

XH40-I0(0H)-0-I0(0H)-0-I02, 

of  which  the  crystallography  is  given,  and  a  sodium  triiodate, 
NaO-I0(0H)-0-I0(0H)-0-IO2  +  |H20.  A.  G.  B. 

Specific  Gravity  of  Ammonia  Solutions.  By  G.  Lcnc.e  and 
T.  Wiernik  ( Zeit .  any.  Chem.,  1889,  181 — 183). — The  authors  have 
redetermined  with  extreme  care  the  sp.  gr.,  referred  to  water  at  15°, 
percentage  of  ammonia,  and  coefficient  of  expansion  of  ammonia 
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solutions  of  24  different  strengths.  The  following  is  an  abstract  of 
their  table  : — 


Specific 
gravity 
at  15°. 

Percentage 
of  XH3. 

Correction 
of  the  sp.  gr. 
for  ±  1°. 

Specific 
gravity 
at  15°. 

Percentage 
of  nh3. 

Correction 
of  the  sp.  gr. 
for  ±  1°. 

0-990 

2-31 

0  -00020 

0-930 

18-64 

0  -00042 

0-9S0 

4-80 

0  -00023 

0-920 

21  -75 

0  -00047 

0-970 

7-31 

0  -00025 

0-910 

24-99 

0  -00052 

0-960 

9*91 

0  -00029 

0-900 

28-33 

0  -00057 

0-950 

12-74 

0  -00034 

0-S90 

31  "75 

0  -00061 

0-940 

15  "63 

0  -00039 

o-sso 

35  -60 

— 

M.  J.  S. 


A  Derivative  of  Boric  and  Phosphoric  Acids.  By  G.  Meter 
(. Ber .,  22,  2919). — -When  a  mixture  of  boric  and  phosphoric  acids  is 
heated  to  redness,  a  very  inert,  white  substance,  P04B,  is  formed.  It 
reddens  moist  litmus  paper,  but  seems  not  to  be  dissolved  by  boiling 
water,  and  only  to  be  very  slowly  attacked  by  boiling  aqueous 
alkalis.  Fusion  with  alkalis  or  alkaline  carbonates  causes  instant 
decomposition,  and  fusion  with  sodium  chloride  also  yields  a  soluble 
melt.  L.  T.  T. 

Silicon.  By  E.  P.  Harris  (Chem.  Cent.,  1889,  ii,  283 — 284). — The 
author  has  successfully  prepared  silicon  by  means  of  Gatterman’s 
method,  ignition  of  fine  sand  with  magnesium  powder,  and  in  addition 
to  the  already  known  halogen-derivatives,  he  has  prepared  a  silicon 
nitride,  EGR-SiN,  by  acting  on  silicon  chloride  or  silicon  iodide  with 
dry  ammonia,  whereby  a  considerable  development  of  heat  takes 
place.  It  is  a  snow-white  powder.  If  the  flux,  obtained  in  the  pre¬ 
paration  of  the  silicon,  be  treated  with  dilute  hydrochloric  acid  to 
dissolve  out  the  magnesium  oxide,  silicon  chloroform  is  obtained 
as  a  light,  colourless,  inflammable  liquid,  boiling  at  42 — 44°. 

J.  W.  L. 

Preparation  of  the  Chlorides  of  Silicon,  Aluminium,  &c. 

By  H.  N.  Warren  {Chem.  2\ews,  60,  158). — Iron  alloys  of  silicon  or 
aluminium  are  heated  to  redness  in  a  clay  crucible  and  a  current  of 
chlorine  gas  is  passed  into  the  mass,  suitable  means  being  adopted  to 
collect  the  volatile  products.  With  chlorine  and  silicon-iron,  the 
ferric  chloride  is  condensed  first,  then  the  silicon  chloride;  if  hydrogen 
chloride  is  used  instead  of  chlorine,  the  ferrous  chloride  formed  re¬ 
mains  in  the  crucible  and  silicon  chloroform  distils  off,  The  aluminium 
chloride  obtained  from  aluminium-iron  is  purified  by  mixing  with 
iron  borings  and  distilling,  or  if  the  aluminium-iron  alloy  is  mixed 
with  common  salt  previous  to  submitting  it  to  the  action  of  chlorine, 
a  sublimate  of  aluminium  sodium  chloride  is  obtained. 

D.  A.  L. 

Combining  Energy  of  Rubidium.  By  N.  Beketoff  (Chem. 
Centr.,  1889,  ii,  245,  from  Bull.  Acad.,  St.  Petershourg  [2],  1,  117 — T1S). 
— Preparation  of  the  metal. — Rubidium  hydroxide  is  precipitated  from 
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the  sulphate  by  barium  hydroxide,  calcined  in  a  silver  dish,  and 
heated  with  fine  aluminium  clippings  in  an  iron  cylinder  in  afnrnaee; 
the  cylinder  being  connected  with  a  glass  tube  by  means  of  an  iron 
tube.  A  mixture  of  1  equivalent  of  rubidium  hydroxide  and  14  equiva¬ 
lents  of  aluminium  gives  the  best  results.  From  113  grams  of 
hydroxide  and  31  grams  of  aluminium,  31  grams  of  very  pure 
rubidium  was  obtained.  J.  W.  L. 

Potassium  Plumbate.  Crystalline  Hydrated  Thallic  Oxide. 

By  D.  Carnegie  ( Chem .  Neics,  60,  113). — Potassium  plumbate  is 
formed  when  potassium  plumbite,  obtained  by  dissolving  litharge  in 
molten  potash,  is  strongly  heated,  with  free  access  of  air,  for  some 
time.  The  colourless  aqueous  solution  has  strongly  oxidising  pro¬ 
perties  ;  it  evolves  chlorine  with  excess  of  dilute  hydrochloric  acid  or 
with  dilute  sulphuric  acid  when  the  latter  is  added  rapidly  in  excess, 
lead  sulphate  being  also  formed,  the  chlorine  in  this  case  beiug  derived 
from  the  potassium  chloride  present  as  an  impurity  in  the  potash ; 
when  boiled  with  litharge,  it  yields  lead  peroxide  and  potassium 
plumbite;  whilst  with  manganous  sulphate  it  gives  hydrated  man¬ 
ganic  oxide,  and  dilute  sulphuric  acid  added  slowly  produces  a  brown 
precipitate  of  hydrated  lead  peroxide,  Pb02,H20. 

Fused  potash  dissolves  small  quantities  of  thallic  oxide,  and  the 
resulting  yellow  mass  when  treated  with  water  yields  a  reddish- 
brown  precipitate  of  the  hydrated  thallic  oxide.  If,  however, 
the  fusion  is  continued  for  some  time,  a  mass  of  very  light,  glistening, 
microscopic,  hexagonal  plates  is  produced,  of  the  composition 
T1203,3H20 ;  they  are  brown  in  colour  but  transmit  yellow  light. 
They  are  unaffected  by  a  temperature  of  340°,  and  are  readily  soluble 
in  dilute  hydrochloric  and  sulphuric  acids,  but  generally  a  slight 
reduction  to  thalious  salt  takes  place.  D.  A.  L. 

Influence  of  Hydrogen  Chloride  on  the  Solubility  of  Cuprous 
Chloride  and  of  Lead  Chloride.  By  R.  Engel  {Bull.  Soc.  C/nm., 
[3],  1,  693— C95). — The  amount  of  cuprous  chloride  dissolved  by 
hydrochloric  acid  increases  with  the  hydrogen  chloride  present.  A 
saturated  solution  of  euprous  chloride  in  hydrochloric  acid  when 
eooled  to  —40°  deposits  euprous  eliloride  crystals,  no  hydrochloride 
of  euprous  chloride  being  formed. 

The  presence  of  hydrogen  chloride  at  first  determines  a  diminished 
solubility  of  lead  eliloride, and  it  is  not  until  a  considerable  amount  of 
hydrogen  chloride  is  present  that  an  increasing  solubility  obtains  ; 
this  the  author  thinks  is  due  to  the  formation  of  the  soluble  hydro¬ 
chloride  of  lead  eliloride. 

Solubility  tables  for  each  of  the  above  salts  in  hydrochloric  acid  of 
various  strengths  are  given.  T.  Gf.  N. 

Oxysulphides  of  Mercury.  By  T.  Poleck  {Ber.,  22,  2859—2861 ; 
compare  Poleek  and  Goereki,  Abstr.,  1888,  1166). — The  author’s 
further  experiments  have  shown  that  the  oxysulphides  of  mercury 
are  not  known,  and  that  their  existence  is  highly  improbable. 

F.  S.  K. 
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Aluminium  Amalgam  and  its  use  in  Thermochemistry.  By 

J.  B.  Baille  and  C.  Fery  (Ann.  Chim.  Phys.  [6],  17,  246 — 256). — • 
Aluminium  amalgam  was  first  described  by  one  of  the  authors  iu 
1875.  Experiments  in  sealed  tubes  in  an  atmosphere  of  indifferent 
gas  show  that  solution  of  aluminium  by  mercury  proceeds  more 
rapidly  the  higher  the  temperature,  and  is  especially  active  at  the 
boiling  point  of  mercury.  It  is,  however,  the  liquid  metal  and  not 
its  vapour  which  attacks  the  aluminium.  The  quantity  of  aluminium 
dissolved  at  first  increases  with  the  time,  but  attains  a  maximum  at 
the  end  of  about  two  hours;  it  is  independent  of  the  pressure  inside 
the  tube  and  of  the  extent  of  metallic  surface  in  contact,  but  is  pro¬ 
portional  to  the  quantity  of  mercury  present. 

When  the  mercury  cools,  crystals  of  the  amalgam  separate  as  a 
thick  paste  on  the  surface;  it  has  the  composition  Al,ETg3.  In  moist 
air  it  rapidly  oxidises  with  formation  of  the  hydroxide,  A120(0H)4. 
It  decomposes  water  at  the  ordinary  temperature,  the  change  being 
especially  rapid  with  very  thin  sheets  of  aluminium  amalgamated  on 
the  surface.  It  is  attacked  by  nitric  acid,  which  has  no  action  on 
aluminium  alone,  and  rapidly  decomposes  a  solution  of  potassium 
hydroxide  with  evolution  of  hydrogen. 

If  aluminium  amalgam  is  mixed  with  antimony  amalgam,  metallic 
antimony  separates  at  the  surface  in  small  crystals,  and  after  a  time 
the  aluminium  oxidises,  so  that  the  mercury  is  obtained  free  from 
both  metals.  When,  on  the  other  hand,  lead  amalgam  is  added  to 
the  aluminium  amalgam,  the  aluminium  separates  at  the  surface  and 
is  rapidly  oxidised.  This  phenomenon  is  analogous  to  the  expulsion 
of  aluminium  from  its  alloys  with  copper,  tin,  &c.,  by  mixing  the 
fused  alloys  with  lead. 

The  action  of  moist  air  on  amalgamated  aluminium  foil  in  the 
calorimeter  was  utilised  for  the  determination  of  the  heat  of  forma¬ 
tion  of  aluminium  oxide  and  the  hydroxides.  The  results  obtained 
were  as  follows: — A1203,  392' 6  Cals.;  A120(0H)4,  394'6  Cals.; 
Al2(OH)6,  395'6  Cals. 

The  formation  of  the  aluminium  amalgam  and  the  displacement  of 
the  aluminium  by  lead  are  accompanied  by  no  appreciable  thermal 
disturbance.  C.  H.  B. 

Preparation  of  Manganese  from  Manganese  Chloride  and 
Magnesium.  By  E.  Glatzel  (Ber.,  22,  2857 — 2859). — Manganese 
can  be  prepared  by  heating  a  mixture  of  finely  divided,  anhydrous 
manganese  chloride  (100  grams)  and  dry,  powdered  potassium 
chloride  (200  grams)  in  a  covered  Hessian  crucible  until  it  just 
melts,  and  then  adding  magnesium  (15  grams)  in  portions  of 
3 — 4  grams,  at  intervals  of  2 — 3  minutes  ;  if  the  fused  mass  is  too 
hot  a  very  violent  reaction  occurs,  and  the  contents  of  the  crucible 
are  thrown  out.  The  crucible  is  covered  again,  heated  more  strongly, 
and  then  allowed  to  cool  slowly  iu  the  furnace.  The  yield  of  manga¬ 
nese  is  20—25  grams,  the  metal  containing  traces  only  of  silica, 
and  being  quite  free  from  magnesium. 

The  specific  gravity  of  manganese,  as  the  average  of  four  determi¬ 
nations,  was  found  to  be  7'3921  at  22°.  F.  S.  K. 
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Reduction  of  Ferric  Bromide  by  Boiling.  By  L.  L.  Du 

KoninCK  (Zeit.  ang.  Ghem.,  1S89,  149). — A  solution  of  ferric  bromide 
containing  excess  of  bromine  begins  to  show  the  presence  of  a  ferrous 
Salt  as  soon  as  the  excess  of  bromine  has  been  expelled  by  boiling. 
Ferric  bromide,  free  from  bromine  and  from  ferrous  salt,  can  only 
be  obtained  by  passing  air  through  the  solution  in  the  cold.  Tlie 
excess  of  bromine  is  very  tenaciously  retained.  M.  J.  S. 
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Native  Lead  in  Sweden.  By  L.  J.  Igelstrom  ( Jahrb .  f.  Min., 
1889,  ii,  Mem.,  32 — 36). — The  Pajsberg  manganese  and  iron  ore  mine 
twenty  years  ago  yielded  small  quantities  of  native  lead.  At  the 
Sjo  mine  in  Orebro,  the  author  discovered  on  January  24,  1889,  this 
rare  native  metal  in  the  neotokite  (black  manganese  silicate)  in  the 
form  of  small  laminae  with  brilliant  lustre.  It  closely  resembles 
electrolytically  deposited  lead.  The  neotokite  occurs  in  dolomite, 
and  is  accompanied  by  specular  iron  ore.  B.  H.  B. 

Atacamite  in  Chili.  By  L.  Darapsky  ( Jahrb .  f.  Min.,  1889,  ii, 
|Mem.,  1 — 18). — The  author  gives  a  complete  bibliography  of  the  subject, 
!as  well  as  the  results  of  his  own  investigations.  On  comparing  the 
results  of  all  the  analyses  published,  it  is  found  impossible  to  refer 
[all  the  occurrences  of  atacamite  to  a  typical  formula,  although  the 
(formula  CuC13,3Cu0,34H20  is  the  closest  approximation.  The 
I  irregular  development  of  the  crystals  and  variations  in  the  angles 
.appear  to  indicate  that  atacamite  is  not  a  mineralogical  unit,  but, 
dike  the  felspars,  is  composed  of  two  or  more  members.  The  terminal 
(members  are  believed  to  be  CuCl2,3Cu0,3H20  and  CuC13,4Cu0,6H20. 

With  reference  to  the  formation  of  atacamite,  the  author  shows 
that  processes  producing  a  similar  compound  in  the  laboratory  are 
impossible  in  nature.  The  only  processes  worthy  of  consideration  are 
(the  formation  by  heating  a  mixture  of  basic  copper  nitrate  and 
sodium  chloride  at  200°,  or  a  mixture  of  the  former  with  copper 
sulphate  and  sodium  chloride  at  100°.  The  presence  of  gypsum  and 
calcite  in  the  deposits  and  the  intimate  mixture  of  ferric  oxide  and 
cuprous  oxide,  however,  clearly  point  to  pyrites  and  similar  minerals 
as  the  mother  substances,  which  probably  were  highly  decomposed 
(before  they  came  into  contact  with  the  salt  of  the  sea- water.  In  all 
| probability,  the  principal  cementing  material  of  the  aqueous  oxy- 
j  chloride  is  water,  and  it  is  impossible  for  atacamite  to  have  been 
(formed  by  a  replacement  of  the  water  of  hydration  of  the  chloride  by 
oxide.  B.  H.  B. 

Cerium  and  Yttrium  Phosphates  from  South  Norway.  By 

:  C.  W.  Blomstra.nd  (Jahrb.  f.  Min.,  1889,  ii,  lief.  44 — 46,  from  Geul. 
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Form.  i  Stockholm  forharull.,  9,  160.) — The  author  gives  the  results 
of  analyses  of  monazite  from  Moss  (light,  brown  crystals),  from 
Dillingso  (1.  large  fragments  with  crystal  planes,  and  2.  small, 
prismatic  crystals),  from  Moss  (large,  orange  crystals),  from  Louneby 
(large  prismatic  crystals,  1.  brownish-yellow,  and  2.  ash-grey),  from 
Arendal,  from  Naresto,  and  from  Hvalo  (1.  large,  yellowish-brown 
crystals,  and  2.  violet-brown  lump).  From  the  results  of  these  nine 
analyses,  the  author  concludes  that  the  monazites  are  normal  salts  of 
tribasic  phosphoric  acid,  with  the  excess  of  bases  in  combination  with 
silicic  acid.  In  conclusion,  the  author  gives  the  results  of  two 
analyses  of  xenotime  from  Hvalo  and  from  JSTaresto.  B.  H.  B. 

Pleonectite,  a  New  Mineral  from  Sweden.  By  L.  J.  Igelstrom 
(Jahrb.  f.  Min.,  1S89,  ii,  Mem.,  40—43). — At  the  Sjo  mine,  Orebro, 
this  new  mineral  has  been  found  in  narrow  veins  in  a  mixture  of  haus- 
mannite,  rhodonite,  and  calcite.  It  occurs  in  association  with  arsenio- 
pleite.  It  has  a  greyish-white  colour,  a  hardness  of  4,  and  a  vitreous 
lustre.  It  does  not  occur  in  crystals.  A  qualitative  analysis  indicated 
that  the  mineral  is  a  chlorine-bearing  lead  antimonio-arsenate,  with  an 
inconsiderable  proportion  of  water.  In  composition  and  appearance, 
it  most  closel}’  resembles  hedyphane,  a  mineral  discovered  by 
Breithaupt  in  1830,  but  is  distinguished  from  that  mineral  by  its 
infusibility  before  the  blowpipe.  The  suggested  name  is  derived 
from  TrXeoi'emew  (to  have  more)  in  allusion  to  the  antimony  minerals 
already  discovered  in  the  Sjo  mine.  A  quantitative  analysis  of 
pleonectite  will  subsequently  be  published.  B.  H.  B. 

Synthesis  of  Quartz,  Corundum,  &c.  By  W.  Bruhns  (Jahrb.  f. 
Min..  1889,  ii,  Mem.,  62 — 65). — By  the  investigations  of  Daubree, 
St.  Claire-Deville,  Hautefeuille,  De  Cbronstchoff,  and  Doelter,  the 
action  of  fluorine  as  mineralising  agent  has  been  widely  recognised. 
Whereas  these  investigators  invariably  worked  with  high  temperatures, 
the  author  has  succeeded  in  obtaining  similar  results  with  temperatures 
not  exceeding  300°,  and  with  high  steam  pressure.  His  apparatus 
consists  of  a  firmly  closed  platinum  crucible  hermetically  scaled  in 
a  steel  case.  By  placing  freshly  precipitated  ferric  h}'drate  in  the 
apparatus  with  ammonium  fluoride,  and  heating  for  10  hours  at  250°, 
the  author  obtained  ciystallised  ferric  oxide.  Freshly  precipitated 
and  ignited  alumina,  heated  with  water  and  a  trace  of  ammonium 
fluoride  for  10  hours  at  300°,  yielded  hexagonal  pyramids  of  corundum. 
Quartz  crystals  were  obtained  in  a  similar  manner  from  amorphous 
silica.  A  remarkable  result  was  obtained  by  acting  with  hydrofluoric 
acid  on  pulverised  potash -felspar.  The  felspar  employed  was  micro- 
cline,  having  the  following  percentage  composition  : — 

SiO».  AL03.  K;0.  Na.,0.  Total. 

64-33  18-61  13-49  356  99‘99 

After  heating  for  53  hours  with  hydrofluoric  acid  at  300°,  small 
crystals  of  tridymite  were  obtained ;  whilst  the  lid  of  the  platinum 
vessel  was  covered  with  a  crust  of  an  isotropic  regular  compound  of 
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[silica,  alumina,  potash,  and  fluorine.  Experiments  made  with  the 
expectation  of  obtaining  titanic  anhydride,  tin  oxide,  andalusite, 
I  and  topaz  were  unsuccessful.  Another  experiment,  in  which 
powdered  iron  was  mixed  with  ferric  oxide,  amorphous  titanic 
h  anhydride,  and  hydrofluoric  acid,  yielded  crystals  of  titaniferous  iron 
and  magnetite.  B.  H.  B. 

Formation  of  Silicates.  By  J.  Lemberg  ( Jahrb .  f.  Min.,  18S9, 
i  ii.Ref.,  34 — 36  ;  from  Zeit.  deutsch.  geol.  Ges.,  39,  559). — By  the  action 
!  of  solutions  of  various  sodium  silicates  on  kaolin  at  high  temperatures, 

,  the  author  has  obtained  zeolites  of  the  analcime  series.  In  nature  only 
one  member  of  this  series  is  known.  By  treatment  with  potassium 
salts,  the  analcimes  obtained  were  converted  into  the  corresponding 
members  of  the  (anhydrous)  leucite  series.  Of  this  series,  too,  only 
one  member  occurs  in  nature.  Leucites  containing  a  proportion  of 
silica  different  from  that  of  the  mineral  leucite,  appear  to  be  split  up 
at  a  high  temperature  into  orthoclase  and  leucite.  By  the  action  of 
kaolin  on  solutions  of  potassium  carbonate  or  sodium  carbonate,  re¬ 
spectively,  at  a  high  temperature,  a  potassium-nepheline  or  cancrinite 
|  was  formed;  in  both  cases  carbonic  anhydride  was  also  formed. 
This  suggests  a  new  source  for  carbonic  anhydride  in  nature,  kaolin 
itself  being  able  to  drive  out  the  carbonic  acid  from  the  alkali  car- 
■  bonates.  This  change  may  also  be  effected  if  kaolin  is  mixed  with 
calcium  carbonate  and  subjected  to  the  action  of  a  hot  solution  of 
i  sodium  chloride  or  potassium  chloride,  when  calcium  chloride  is 
I  formed,  and  subsequently  alkali  carbonate,  which  acts  on  the  kaolin. 

!  These  reactions  lead  the  author  to  speculate  as  to  the  genesis  of 
cancrinite  and  analcime,  and  of  felspar  and  elteolite  in  the  presence  of 
cancrinite.  B.  H.  B. 

t 

Mineralogy  of  the  French  Creek  Mines.  By  J.  Egermax 
(Jahrb.  f.  Min.,  1889,  ii,  Ref.  17 — 18). — In  the  shafts  of  a  magnetite 
mine  at  French  Creek,  Pennsylvania,  the  following  minerals  have 
been  met  with  :  iron  pyrites,  copper  pyrites,  apopliyllite,  desniine,  and 
garnet  in  large  crystals,  and  small  crystals  of  ealcite,  orthoclase, 
pyroxene,  and  aragonite ;  masses  of  pyrallolite  and  erytlirite,  and 
needles  of  byssolite  in  calcite.  Perfect  crystals  of  apopliyllite,  14  mm. 
side,  gave  on  analysis  the  following  results  : — 

Si02.  CaO.  KoO.  H20.  Total.  Sp.  gr. 

51-63  25-42  6;27  16:58  99-90  235 

An  analysis  of  the  desniine  gave — 

Si02.  A1203.  CaO.  MgO.  K20.  II20.  Total. 

58-00  13-40  7-80  1-40  1-03  18-30  99 '93 

B.  H.  B. 

Calamine  and  Apophyllite  from  the  United  States.  By 

J.  Egeuman  (Jahrb.  f.  Min.,  1889,  ii,  Ref.  256;  from  Proc.  Acad.  Nat. 
S'c.i.  Philadelphia,  1889,  32 — 35). — The  author  gives  analyses  of  (1) 
YOB.  LVlll.  i 
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calamine  from  Friedensville,  New  Jersey,  and  of  (II)  apopliyllite  from 
St.  Peters,  Chester  Co.,  Pennsylvania.  The  results  arc  as  follows  : — 


SiO,. 

F  e,03. 

ZnO. 

CaO. 

k2o. 

H20. 

Total. 

I. 

24' 32 

2  12 

65-05 

— 

— 

7-S6 

99-35 

II. 

51-63 

—  — 

25-42 

6-25 

16-58 

99-88 

The 

sp.  gr. 

of  the  apophyllite 

is  2-35. 

B.  H.  B. 

Anthochroite,  a  New  Mineral  from  Sweden..  By  L.  J. 

Igelstrom  {Jahrb.f.  Min.,  1SS9,  ii,  Mem.,  36 — 39). — At  Jacobsberg,  in 
Wermland,  there  are  two  mines,  one  yielding  braunite,  the  other 
hausmannite.  Both  mines  are  in  the  same  Archman  limestone  sur¬ 
rounded  by  granulite.  The  new  mineral  is  met  with  only  in  the 
braunite  mine.  It  is  obtained  by  dissolving  the  braunite  in  hydro¬ 
chloric  acid.  The  violet  residue  is  anthochroite.  It  also  occurs  in 
association  with  garnet,  idocrase,  manganese-epidote,  mica,  and  all 
the  minerals  known  at  this  mine,  and  it  is  met  with  in  narrow  veins 
in  the  limestone.  The  grains  are  optically  biaxial.  The  hardness  is 
5^,  and  the  chemical  composition  as  follows : — 

Si02.  MnO.  CaO.  MgO.  Al,03  and  Fe,Oa.  K20  and  Na,0.  Total. 

51-6  3  4  23-3  13  5  "  P4  "  [G'S]  "  100*00 

The  mineral  is  thus  a  bisilieate  of  lime,  magnesia,  and  manganese. 
Violan  and  richterite  resemble  it  in  composition,  but  not  in  appear¬ 
ance  and  optical  properties.  The  name,  derived  from  dv9o<i,  flower, 
and  xpii'fta,  colour,  is  considered  suitable  on  account  of  the  brilliant 
colour  of  the  new  mineral  and  of  the  mixture  in  which  it  occurs. 

B.  H.  B. 

Tourmaline-bearing  Copper  Ores  from  Chili.  By  A.  v. 

Groddeck  ( Jahrb.f .  Min.,  1SS9,  ii,  Ref.  113 — 115  ;  from  Zeit.  deutsch. 
geol.  Ges.,  1887,  239 — 266). — The  association  of  tourmaline  with 
Chilian  copper  ores  has  been  previously  noticed.  The  author  has 
examined  a  series  of  ores  from  Tamaya,  in  which  this  association  is 
well  exhibited,  the  tourmaline  occurring  both  in  the  sulphuretted 
and  oxidised  copper  ores  and  also  in  the  calcite  and  quartz  gangue 
and  in  the  spathose,  quart zose,  micaceous,  and  chloride  containing- 
rocks.  The  crystals  are  mostly  0T  to  0'5  mm.  in  length,  and  are 
strongly  pleochroic.  On  analysis  they  yielded — 

SiO,.  A1,03.  B,03.  FeO.  CaO.  MgO.  Na.,0.  K20.  H20.  F.  Total. 
36*34  32-22  10'87  8‘31  0  79  3'92  3  14  O' 22  3’S9  trace  99  70 

B.  H.  B. 

Natrolite  from  Monte  Baldo.  By  G.  Luzzatto  ( Jahrb .  f  Min., 
1889,  ii,  Ref.  28  ;  from  Uivista  di  Mineraloyia  e  Cristallografia  italiana, 
4,  54 — 55). — Carefully  selected,  clear  and  transparent  crystals  gave 
on  analysis  the  followiug  results:  — 

Si02.  AI203.  Na20.  CaO.  H20.  Total. 

47-16  26-76  16-18  0-28  9'57  99  95 

These  restilts  correspond  with  the  formula  Na,ALSi3Oi0  +  2H,0. 

B.  H.  B. 
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Eruptive  Rocks  of  the  Rhone.  By  H.  Lenk  ( Jahrb .  f.  Min., 
1889,  ii,  Ref.  74 — 79;  from  Sitzber.  Wnrtzburger  /phy$.~med.  Get., 
1886). — The  author  gives  the  results  of  a  microscopic  examination  of 
the  constitution  of  the  eruptive  rocks  of  ihe  Rhone.  Right  analyses 
are  given  of  the  various  rocks.  The  author  distinguishes  seven 
groups  of  these  rocks  : — 1.  phonolites ;  2.  glass  basalts  (limburgite)  ; 
3.  nepheline  basalts;  4.  felspar  basalts;  5.  nepheline-plagioclase 
basalts  (identical  with  basanite)  ;  6.  hornblende  basalts;  7.  dolorites. 

B.  II.  B. 

The  Transcaspian  Naphtha  District.  By  H.  Sjogren  (Jahrb. 
f.  Min.,  1889,  ii,  Ref.  102—105,  from  Jahrb.  7c.  7c.  geol.  Reichsanst., 
37,  47 — 62). — The  author  has  subjected  the  mud  from  the  Baku 
mud  volcanoes  to  careful  examination,  and  found  it  to  yield  on 
analysis  :  — 

SiO*.  AL03.  Fe.j03.  MnO.  MgO.  CaO.  K»0.  Xa20.  FLO.  Total. 

57*98  15-60  9*66  0*40  4*52  1*0S  3*25  184  5*75  99*58 


The  microscopic  investigation  showed  that  the  principal  consti¬ 
tuents  were  isotropic,  glassy  grains,  frequently  very  impure,  pure 
white  and  reddish-brown,  isotropic  grains,  a  pyroxenic  mineral, 
green  amphibole,  felspar  with  and  without  twinning  striation,  quartz, 
culcite  in  rhombohedra,  magnetite,  and  iron  pyrites.  The  remainder 
of  the  paper  deals  with  the  geology  of  the  district,  the  author  con- 
■eluding  that  the  naphtha  emanates  from  great  depths. 

B.  H.  B. 

An  undescribed  Meteoric  Iron  from  East  Tennessee.  By  F. 
A.  Genth  (Jahrb.  f.  Min.,  1889,  ii,  Ref.  4*2;  from  Proc.  Acad.  Nat. 
[Sciences  of  Philadelphia). — This  meteorite  appears  to  have  fallen  in 
1860  at  a  distance  of  10  miles  from  Cleveland,  East  Tennessee.  Its 
original  weight  was  about  115^  kilos.  The  mean  of  three  analyses 
gave — 

Fe.  hTi.  Co.  Cu.  P.  S.  Total.  Sp.  gr. 

89-60  8-80  0*67  0*12  0*32  0-01  99*52  7*521 

B.  H.  B. 

Meteorites  of  Alfianello  and  Concepcion.  By  C.  Friedheim 
i  (Jahrb.  f.  Min.,  18S9,  ii,  Ref.,  278 — 279  ;  from  Sitz~Ber.  d.  7c.  prenss. 
AJcad.  IFn-s.  Berlin,  13,  345 — 367). — The  analysis  of  the  meteorite  of 
Alfianello  gave  7*92  per  cent,  nickel-iron  (I),  7*78  troilite,  0*60  chrome- 
iron,  37*38  olivine  (II),  46*29  bronzite  and  augite  (III)  : — 


I. 

* 

II. 

III. 

Fe. .  . . 

.  88*84 

SiO, . 

34-92 

53*86 

Ni. . . . 

.  10*09 

ai2o3 . 

— 

5*76 

Co  .  .. 

107 

FeO . 

13*79 

10*55 

Mn  .. 

0*26 

CaO . 

— 

7-73 

MgO  . 

51*26 

21*68 

|  These  results  differ  considerably  from  those  previously  published  by 
j  Maissen,  Flight,  and  v.  Foullon. 

The  meteorite  that  fell  in  1880  between  Nogaya  and  Concepcion 
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was  briefly  described  by  Websky  and  Daubree.  The  complete 
analysis  gave  the  results  shown  under  IY,  and  that  of  the  portion 
soluble  in  hydrochloric  acid  the  results  shown  under  Y : — 


s;o2.  ai2o3. 

Fe203. 

Cr*03.  MnO.  CaO.  MgO. 

Alkalis. 

1Y. 

27-22  2  35 

30"64 

0-38  0-09  2-56  19-24 

0-18 

Y. 

26-67  2-24 

30-42 

—  —  2-25  18-79 

0-12 

Ni. 

Co. 

Cu.Sn.  Ignition.  Insoluble. 

IV. 

A  ^ 

1-61 

trace  14'47  — 

V.  1-46 

0T2 

—  —  1-82 

With  ether,  0"21  per  cent,  of  a  yellow  bituminous  substance  was 
extracted,  which  volatilised  at  200°.  When  ignited  iu  a  current  of 
oxygen  the  meteorite  yielded  carbonic  anhydride  (=  T56  of  carbon) 
and  14'03  per  cent,  of  water.  Treated  with  boiling  water,  40  grams 
of  the  meteorite  yielded  (in  grams) — 

S03.  S202.  KoO.  Na20.  MgO.  CaO.  Cl. 

0-5001  0-0551  0-0059  0-0479  0-0750  0-1450  0-0009 

There  was  also  contained  in  the  meteorite  3"27  per  cent,  of  sulphur, 
0"064  per  cent,  of  phosphorus,  2"08  per  cent,  of  sulphuric  anhydride, 
and  0‘034  per  cent,  of  nitrogen.  B.  H.  B. 


Organic  Chemistry. 


Purification  of  Amyl  Iodide.  By  H.  Malbot  {Bull.  Soc.  Chim. 
[3],  1,  604). — Amyl  iodide  may  be  completely  freed  from  the  alcohol 
which  distils  over  in  its  preparation  by  treatment  with  an  equal 
volume  of  concentrated  hydrochloric  acid,  which  dissolves  this  im¬ 
purity  ;  the  alcohol  may  be  recovered  by  subsequently  dilutiug  the  1 
hydrochloric  solution.  T.  G.  N. 

Carbonylhydroferrocyanic  Acid  and  Carbonyl ferrocyanides. 

By  J.  A.  Moller  {Ann.  Chim.  Phys.  [6],  17,  93 — 102). — The  author 
has  previously  described  a  new  class  of  ferrocyanides  and  ferri- 
evauides  in  which  the  group  CO  is  substituted  for  KCN  (Abstr.,  1887, 
649).  The  crude  violet  precipitate  {Inc.  cit .),  which  still  contains 
ferrocyanide,  is  treated  with  a  warm  solution  of  potassium  carbonate, 
the  liquid  filtered,  and  when  cold  slightly  acidified  with  acetic  acid  and 
mixed  with  excess  of  lead  acetate.  After  remaining  for  a  day,  the  liquid 
is  again  filtered,  the  filtrate  mixed  with  a  slight  excess  of  potassium 
carbonate,  and  boiled.  The  traces  of  lead  which  remain  in  the 
filtrate  from  the  lead  carbonate  are  removed  by  means  of  hydrogen 
sulphide,  after  slightly  acidifying  with  acetic  acid. 

Carhunylhyd roferrn cyanic  acid,  H3fi1eC0(CN)5,  is  obtained  by  the 
action  of  hydrogen  sulphide  on  the  copper  salt,  and  wdien  the  solu-  j 
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tion  is  evaporated  over  potassium  hydroxide  in  the  dark  the  acid 
separates  in  colourless,  platy  crystals  with  an  acid  taste  and  an 
astringent  after-taste.  It  is  acid  to  litmns,  and  decomposes  alkaline 
carbonates.  When  the  aqueous  solution  is  boiled,  the  acid  decom¬ 
poses  with  formation  of  a  violet-blue  precipitate  and  evolution  of  a 
large  quantity  of  hydrocyanic  acid,  but  no  carbonic  anhydride  is 
evolved,  and  neither  formic  acid  nor  ferrocyanide  is  formed. 

The  sodium  salt  is  obtained  in  the  same  manner  as  the  potassinm 
salt  (Joe.  cit.),  and  crystallises  with  6  mols.  H20  in  very  pale-yellow, 
monoclinic  needles  which  become  anhydrous  at  110°.  The  insoluble 
carbonylferroeyauidcs  are  obtained  from  the  alkaline  salts  by  double 
decomposition. 

1  The  silver  salt,  precipitated  by  excess  of  silver  nitrate  in  presence 
of  a  small  quantity  of  acetic  acid,  forms  a  white,  curdy  precipitate 
which  rapidly  becomes  black  even  in  the  dark.  After  being  washed 
with  water,  it  contains  no  potassium.  It  is  slightly  soluble  in  dilute 
mineral  acids  with  evolution  of  hydrocyanic  acid,  but  is  practically 
insoluble  even  in  boiling  acetic  acid.  Potassium  hydroxide  converts 
(it  into  potassium  carbonyl  ferrocyanide  and  silver  oxide.  It  retains 
j water  after  being  dried  in  a  vacuum,  and  at  100°  to  110°  it  slowly 
decomposes,  still  retaining  a  small  quantity  of  water.  At  a  dull  red 
'heat  decomposition  is  rapid,  cyauogen  and  hydrogen  cyanide  being 
devolved.  If  in  the  preparation  of  the  salt  the  alkaline  carbonyl- 
Iferrocyanide  is  in  excess,  the  precipitate  only  becomes  slightly  grey, 
but  it  retains  potassium  nitrate  and  possibly  some  silver  nitrate. 

The  uranium  salt,  (U03)3(FeC0Cy5)2  +  5H20,  from  uranium 
nitrate  and  the  potassium  salt,  is  an  orange-yellow,  gelatinous  sub¬ 
stance  which  retains  no  potassium,  and  is  only  slightly  soluble  in 
water,  but  somewhat  more  soluble  in  dilute  acetic  acid.  At  70°  it 
forms  a  ruby-red,  granular  solid,  which  re-acquires  the  yellow  colour 
when  powdered;  at  110°,  it  becomes  black  and  partially  decomposes, 
but  still  retains  a  small  quantity  of  water. 

The  cobalt  salt  forms  a  lilac  precipitate  which  contains  3'5  mols. 
H20,  and  retains  potassinm  even  after  prolonged  washing,  its  compo¬ 
sition  being  represented  by  the  formula  (Co2.77rvo.23)FeCO(CX)3.  It  is 
slightly  soluble  in  water  and  is  decomposed  by  cold  dilute  nitric  acid. 
In  a  dry  vacuum  or  when  gently  heated,  it  is  partially  dehydrated 
and  becomes  deep-blue.  This  change  takes  place  even  in  boiling 
water,  but  the  salt  is  rehydrated  on  cooling.  It  retains  a  small 
quantity  of  water  even  at  110°. 

The  copper  salt  forms  a  yellowish-green,  gelatinous  precipitate 
| insoluble  in  dilute  nitric  or  sulphuric  acid.  It  retains  no  potassium, 
j  becomes  dehydrated  with  change  of  colour  when  gently  heated,  and 
at  110°  forms  a  somewhat  hygroscopic,  dark-brown  powder,  which 
undergoes  slight  decomposition  at  this  temperature  but  still  retains  a 
small  quantity  of  water. 

The  ferric  salt  is  obtained  from  the  potassium  salt  and  ferric 
{chloride  as  a  violet  precipitate  which  is  free  from  potassinm,  and 
[when  dried  at  a  moderate  temperature  forms  a  very  friable  resinons 
[mass  with  a  brilliant  conchoidal  fracture  of  very  high  metallic  lustre, 
fit  alters  even  below  100°,  and  undergoes  profound  change  at  100°  to 
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110°.  After  being  dried  in  a  vacuum,  it  retains  12  to  13  per  cent,  of 
water.  The  violet  precipitate  dissolves  in  an  aqueous  solution  of 
oxalic  acid,  forming  a  solution  with  a  magnificent  violet  colour,  but  it 
is  not  soluble  in  acetic,  lactic,  succinic,  tartaric,  or  citric  acid.  It 
dissolves,  however,  in  solutions  of  the  normal  salts  of  these  acids 
even  in  presence  of  a  small  quantity  of  free  acid.  The  solutions  are 
almost  colourless  or  have  only  a  slight  violet  tinge,  but  on  the  addition 
of  sulphuric  acid  carbonylferrocyanide  is  again  formed,  and  is 
precipitated  or  remains  in  solution  according  to  the  nature  of  the 
acid  present.  The  violet  precipitate  of  the  ferric  salt  is  not  soluble 
in  solutions  of  potassium  chloride  or  nitrate,  or  in  very  dilute 
phosphoric  or  sulphuric  acid,  but  is  distinctly  soluble  in  solu- 
tions  of  sodium  hydrogen  phosphate.  It  is  slightly  decomposed  by 
potassium  sulphate,  and  the  liquid  becomes  acid;  it  decomposes 
potassium  hydrogen  carbonate  even  at  25°,  carbonic  anhydride  being 
evolved.  Analysis  of  the  salt  shows  that  it  contains  more  feme 
iron  than  is  required  by  the  formula,  a  result  probably  due  to  the 
presence  of  ferric  oxide  which  was  contained  in  the  ferric  chloride 
solution  used  in  the  preparation  of  the  salt  and  cannot  be  removed 
by  washing.  Precipitation  of  the  alkaline  salt  with  ferric  chloride 
solution  of  known  strength,  followed  by  a  determination  of  the  iron 
in  the  filtrate,  also  showed  that  the  amount  of  iron  precipitated  was 
greater  than  the  calculated  quantity. 

All  these  results  point  to  the  existence  of  a  trivaleut  acidic  radicle 
of  the  formula  FeCO(CN)5.  The  insoluble  carbonylferrocyanides 
resemble  the  insoluble  ferrocyanides  in  retaining  small  quantities  of 
water  which  cannot  be  expelled  without  decomposing  the  salt. 

C.  H.  B. 

Note  by  Abstractor. — It  is  interesting  to  compare  the  properties  of 
ferric  carbonylferrocyanide  with  those  of  soluble  Prussian-blue 
(Guignet,  Abstr.,  1S89,  475).  C.  H.  B. 

Vinyl  Alcohol,  a  Constant  Constituent  of  Ethyl  Ether.  By 

T.  Poleck  and  K.  TnihiMEL  (Per.,  22,  2863 — 2SSU). — When  a  solu¬ 
tion  of  mercury  oxychloride  in  pure  sodium  or  potassium  carbonate  is 
shaken  for  10 — 20  minutes  with  ether  from  the  most  varied  sources,  a 
yellowish-white,  amorphous  precipitate  is  always  produced  in  small 
quantities,  varying  from  OS9  —  6'64  per  cent.  The  samples  employed 
had  generally  a  neutral  reaction,  liberated  iodine  from  a  solution  of 
potassium  iodide,  gave  a  brown  coloration  with  potash,  and  were  free 
from  acetaldehyde ;  after  having  been  shaken  with  the  mercury 
solution,  the  ether  gave  no  coloration  with  potash. 

The  white  precipitate  has  the  composition  CH^CH’OHg'O’HgsCb, 
and  may  be  named  vinyl  oxymercurochloride.  It  turns  yellow  at  100°, 
becoming  colourless  again  on  cooling,  and  at  about  170°  it  swells  up, 
like  mercury  thiocyanate,  with  evolution  of  a  gas  which  burns  with  a 
blue  flame.  It  is  insoluble  in  water,  alcohol,  and  ether  ;  when  freshly 
precipitated,  it  dissolves  freely  in  hydrochloric  acid,  nitric  acid,  and 
hydrocyanic  acid,  but  when  dry  it  dissolves  completely  only  on  boiling 
even  in  concentrated  hydrochloric  acid.  When  boiled  for  a  long  time 
with  potash,  it  is  converted  into  a  greenish -black  powder  which  is  iu- 
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soluble  in  potash,  and  the  alkaline  solution  contains  a  colourless 
compound  which  is  precipitated  on  adding  nitric  acid. 

The  greenish-black  compound  has  the  composition 

Cn:C-Hg2(OH)2,Hg2(OH')2, 

and  is  named  “  acetjl lenanerc ary . ’ ’  It  dissolves  in  concentrated  acetic 
acid,  forming  a  crystalline  acetate,  and  it  is  soluble  in  nitric  acid  and 
in  aqua  regia,  but  insoluble  in  hydrochloric  acid.  It  explodes  very 
violently  when  heated  (at  about  157°),  but  not  by  percussion.  The 
acetate ,  CH:C-Hg2(OAc)2,Hg(OAc)2,  is  obtained  when  the  black 
powder  is  dissolved  in  concentrated  acetic  acid,  and  the  filtered  solu¬ 
tion  evaporated.  It  decomposes  at  100°,  or  when  boiled  with  water, 
and  it  is  insoluble  in  ether  and  acids,  except  acetic  acid  ;  if  the  acetic 
acid  solution  is  diluted,  a  colourless  compound  is  precipitated  and 
mercury  remains  in  solution.  When  hydrogen  sulphide  is  passed 
into  the  acetic  acid  solution,  a  yellowish  or  colourless  precipitate  is 
produced,  and  the  precipitate  turns  greenish-black  after  some  days. 
The  acetate  is  decomposed  by  warm  potash,  being  reconverted  into  the 
black,  explosive  compound. 

The  colourless  compound  which  is  precipitated  on  adding  nitric  acid 
to  the  alkaline  solution  of  vinyl  oxymercurochloride  (see  above)  has  the 
composition  CH:C-HgO,HgCI2,  and  is  named  acetyleiiemercury  oxy¬ 
chloride.  It  is  an  amorphous  powder,  insoluble  in  hydrochloric  acid, 
nitric  acid,  ammonia,  and  alkaline  carbonates,  but  readily  soluble  in 
potash,  yielding  a  solution  which  is  coloured  yellow  by  hydrogen  sul¬ 
phide;  it  is  not  explosive,  and  when  heated  it  volatilises,  leaving  a 
carbonaceous  residue. 

When  ether  is  distilled  with  plienylhydrazine,  the  distillate  gives  no 
coloration  with  potash,  and  no  precipitate  with  the  mercury  solution  ; 
the  residue  contains  ethylidene  plienylhydrazine. 

Vinyl  oxymercurochloride  (see  above)  is  decomposed  by  bromine, 
yielding  bromal  hydrate  or  bromoform  and  formic  acid,  according  to 
the  length  of  time  during  which  the  reaction  takes  place.  When 
treated  with  a  solution  of  iodine  in  potassium  iodide,  this  vinyl-com¬ 
pound  gives  iodoform,  and  when  triturated  with  dry  potassium  iodide 
an  energetic  reaction  takes  place,  the  dark-coloured  explosive  substance 
being  formed.  If  vinyl  oxymercurochloride  is  suspended  in  water  and 
treated  with  potassium  iodide,  the  mixture  turns  yellow  or  greyish- 
green  and  the  solution  becomes  strongly  alkaline ;  on  adding  hydro¬ 
chloric  acid,  a  reddish-brown  powder  is  precipitated.  When  excess 
of  hydrogen  sulphide  is  passed  into  water  containing  the  vin}’!- 
compound  in  suspension,  7-trithioacetaldchyde  (m.  p.  75 — 70°), 
identical  with  the  compound  obtained  by  Marckwald  (Abstr.,  1888, 
1-7),  is  formed  ;  a  small  quantity  of  a  very  volatile,  unpleasant  smell¬ 
ing  oil,  probably  thioacetaldehyde  (compare  Marckwald,  loc.  cit-.),  is 
also  produced.  Vinyl  oxymercurochloride  is  decomposed  by  ammonium 
sulphide,  with  separation  of  mercuvic  sulphide,  yielding  acetamide 
and  probably  also  traces  of  tliioacetamide.  It  is  only  slowly  oxidised 
by  chromic  acid  and  potassium  permanganate,  yielding  acetic  acid, 
carbonic  anhydride,  and  small  quantities  of  formic  acid. 

When  a  large  quantity  of  ether  is  repeatedly  submitted  to  fractional 
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distillation,  two  liquids,  boiling  at  30 — 31°  and  3“ — 38°  respectively, 
are  obtained  ;  both  these  liquids  give  a  copious  precipitate  with  the 
mercury  solution,  but  they  are  generally  obtained  in  small  quantities 
only,  owing  to  polymerisation  taking  place  during  the  distillation. 
The  lower  boiling  liquid  has  an  ethereal  odour  and  a  neutral  reaction, 
but  it  soon  becomes  acid,  owing  to  the  formation  of  acetic  acid  ;  it 
does  not  liberate  iodine  from  potassium  iodide  until  it  has  undergone 
oxidation,  a  fact  which  indicates  the  formation  of  hydrogen  peroxide. 
The  higher  boiling  liquid  has  a  slight  ethereal  odour,  does  not  alter 
on  keeping,  has  a  neutral  reaction,  and,  unlike  the  lower  boiling  liquid, 
is  not  oxidised  by  potassium  permanganate.  An  ammoniacal  solu¬ 
tion  of  silver  nitrate  is  not  reduced  by  either  of  the  two  liquids,  but 
both  give  a  brown  coloration  with  potash  ;  the  lower  boiling  liquid 
only  reduces  alkaline  copper  solutions  and  yields  iodoform  with 
potassium  iodide. 

Vinyl  ethyl  ether  gives  a  precipitate  with  the  mercury  solution 
referred  to  above,  but  the  precipitate  differs  from  vinyl  oxymercuro- 
chloride  in  composition,  and  in  not  forming  an  explosive  compound 
when  treated  with  potash. 

Vinyl  chloride  and  vinyl  iodide  in  alcoholic  solution  give  pre¬ 
cipitates  from  which  explosive  substances  are  obtained  by  treatment 
with  potash. 

The  above  experiments  show  that  the  substance,  which  is  present 
in  ether  and  which  is  precipitated  by  the  mercury  solution,  is  vinyl 
alcohol. 

When  air  containing  ozone  is  passed  for  a  long  time  through  pure 
ether,  or  when  pure  ether  is  shaken  for  a  long  time  with  hydrogen  per¬ 
oxide,  it  yields  subsequently  a  precipitate  of  vinyl  oxymercurochloride. 

A  violent  reaction  occurs  when  pure  ether  is  added  drop  by  drop  to 
anhydrous  chromic  acid,  a  liquid  distilling  which,  if  the  operation  is 
carefully  conducted,  smells  only  slightly  of  ether,  but  has,  on  the 
other  hand,  a  peculiar  aldehyde-like  odour.  When  the  distillate  is 
fractionated,  a  liquid  boiling  at  33°,  probably  a  polymeride  of  vinyl 
alcohol,  is  obtained.  It  has  a  neutral  reaction,  does  not  liberate 
iodine  from  potassium  iodide,  and  does  not  give  a  brown  coloration 
with  potash,  but  it  yields  a  copious  precipitate  with  the  mercury 
solution  ;  it  resembles  the  liquid  boiling  at  37 — 38°  (see  above)  iu  its 
other  properties. 

Vinyl  alcohol  and  hydrogen  peroxide  are  formed  when  pure  ether  is 
exposed  to  direct  sunlight  either  alone  or  in  contact  with  water;  the 
presence  of  hydrogen  peroxide  can  be  recognised  by  the  chromic  acid 
reaction. 

Commercial  ether  gives  only  a  slight  blue  coloration  with  dilute 
chromic  acid  solution,  but  on  agitating  with  air  an  intense  blue  colora¬ 
tion  is  produced.  The  formation  of  hydrogen  peroxide  in  this  way 
accounts  for  the  explosions  which  sometimes  occur  when  ether,  which 
has  been  kept  for  a  long  time,  is  distilled.  F.  S.  K. 

Synthesis  of  some  Glycerols  by  means  of  Hypochlorous  Acid. 

By  S.  Beformatzky  ( J .  pr.  Chem.  [2],  40,  396 — 419;  compare  Abstr., 
18S5,  SS'2). — A  chlorhi/drin ,  CsH^CbCl,  is  obtained  on  adding,  by 
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degrees,  a  solution  of  hypochlorous  acid  free  from  chlorine  to  ally!  di¬ 
methyl  carbinol  (20  grams),  and  some  ice-water,  in  a  retort,  cooled  by  ice 
(compare  Orloff,  Abstr.,  1886,  138,  GSl).  When  the  odour  of  hypo- 
chlorous  acid  has  nearly  disappeared,  a  little  sodium  thiosulphate  is 
added  to  destroy  the  last  traces  of  it,  the  liquid  is  filtered,  and  then 
shaken  with  ether,  which  extracts  the  ehlorhydrin  (23  grams)  ;  it  is  a 
thick  liquid. 

To  obtain  the  corresponding  glycerol ,  CeH1403,  potassium  hydroxide 
(25  grams;  is  added  to  the  residue  in  the  retort,  without  previously 
extracting  the  ehlorhydrin,  and  the  mixture  is  distilled  until  two-thirds 
have  passed  over;  the  residue  is  nearly  all  evaporated  in  a  dish,  the 
excess  of  potassium  hydroxide  neutralised  with  sulphuric  acid,  and  the 
excess  of  the  latter  with  dry  sodium  carbonate;  evaporation  is  then 
continued  to  dryness,  and  the  residue  extracted  with  95  per  cent, 
alcohol;  the  solution  is  mixed  with  ether,  which  throws  down  foreign 
matters,  and  then  evaporated  to  obtain  the  glycerol  (80  per  cent,  of 
theory).  It  distils  atabout  198°  at  a  pressure  of  60 — 65  mm.,  and  is  a 
colourless,  sweet,  thick  liquid,  soluble  in  water  and  alcohol  but  not  in 
ether.  The  acetate,  C6Hu(OAc)3,  is  obtained  by  heating  the  glycerol 
(3  grams)  Avith  acetic  anhydride  (9  grams)  at  100°  in  a  tube  for  10 
hours,  and  evaporating  off  the  excess  of  the  latter;  it  is  a  mobile 
liquid  insoluble  in  water,  soluble  in  alcohol  and  ether. 

When  oxidised  by  nitric  acid,  the  glycerol  yields  a  triatomic  mono¬ 
basic  acid  containing  6  atoms  of  carbon.  Potassium  permanganate 
oxidises  the  glycerol  to  bydroxyvaleric  acid. 

A  ehlorhydrin,  CgH^ClCb,  is  prepared  from  allyl  diethyl  carbinol  in 
the  same  way  as  from  allyl  dimethyl  carbinol,  and  from  this  the  cor¬ 
responding  glycerol ,  C8H|S(OH)3,  is  obtained  ;  it  is  a  colourless,  thick, 
bitter  liquid,  soluble  in  water,  alcohol,  and  ether,  and  boiling  at 
2o4 — 207°  under  55 — 60  mm.  pressure.  An  acetyl-derivative, 
C8H1503Ac3,  Avas  obtained. 

Allyl  methyl  piop;l  carbinol  yields  a  chlorhyditn ,  C^Hu  (OH)2Cl,  as 
a  someAvhat  thick,  colourless  liquid.  The  corresponding  glycerol, 
C8H15(OH)3,  is  a  thick,  colourless  liquid,  easily  soluble  in  Avater  and 
alcohol,  sparingly  in  ether,  and  boiling  at  210°  under  60  mm.  pressure. 
An  acetyl -derivative  Avas  obtained. 

Unsuccessful  attempts  Avere  made  to  prepare  a  glycerol  from  allyl 
dipropyl  carbinol,  and  a  glycerol  by  the  hydrolysis  of  diallyl  carbinol 
by  cold  sulphuric  acid. 

A  ehlorhydrin,  C-Hu(OH)3Cl2,  was  obtained  from  diallyl  carbinol 
by  the  action  of  hypochlorous  acid,  but  it  gaxre  no  glycerol. 

A.  G.  B. 

Identity  of  Brain  Sugar  with  Galactose.  By  H.  Thierfelder 
( Zeit .  physiol.  Ghent.,  14,  209 — 216;  compare  BrOAvn  and  Morris, 
Trans.,  1890,  57,  57). — Bayer  and  Liebrich  (Virchow's  Arch.,  39, 183) 
first  described  a  cai'bohydrate  in  the  brain  Avhich  they  obtained 
from  protagon.  Since  then,  Otto  (ibid.,  41,  272),  Geoghcgan 
(Zeit.  physiol.  Chem.,  3,  337),  and  Thudichnm  (Abstr.,  1882,  537) 
obtained  one  by  treating  cerebrin  Avith  hydrochloric  acid.  The  last- 
named  observer  prepared  it  in  a  crystalline  form,  and  termed  it 
cerebrose.  In  the  present  research,  the  sugar  was  prepared  from 
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cerebrin  by  the  action  of  2  per  cent,  sulphuric  acid.  It  reduces 
Fehling’s  solution,  yields  mucic  acid  on  oxidation  with  nitric  acid, 
and  thus  l’esembles  galactose,  which  is  the  only  glucose  that  yields 
mucic  acid  on  this  treatment.  In  its  melting  point,  specific  rotation, 
fermentation,  and  phenylhydrazine-com pound,  its  properties  are  also 
the  same  as  those  of  galactose.  The  mother  substance  of  this  sugar 
in  the  brain  has  yet  to  be  isolated.  W.  D.  H. 

Eucalyptus  Honey.  By  Maquenxe  (Ann.  Chim.  Phys.  [6],  17, 
495 — 500). — Eucalyptus  houey  is  secreted  by  a  peculiar  species  of 
black  bee,  which  constructs  enormous  hives  on  the  summits  of  the 
gigantic  Eucalypti  of  Australia.  Some  of  these  hives  furnish  as  much 
as  5000  kilos,  of  crude  honey  each.  It  is  a  thick  syrup,  similar  in 
appearance  to  ordinary  honey  but  containing  a  somewhat  smaller 
proportion  of  crystals,  and  it  has  a  strong  aromatic  odour.  It  consists 
essentially  of  levulose  and  dextrose  in  practically  the  same  proportions 
as  in  invert  sugar,  with  a  small  quantity  of  aromatic  substances,  and 
traces  of  gum  insoluble  in  alcohol.  No  peculiar  sugar  could  be  detected. 

C.  H.  B. 

The  Precipitation  of  Colloid  Carbohydrates  by  Salts.  By 

J.  Pohl  ( Zeit .  physiol.  Ghem.,  14,  151 — 164). — The  neutral  salts 
used  in  the  separation  of  prote'ids  can  also  be  employed  for  the  sepa¬ 
ration  of  plant  mucilages  and  other  colloid  carbohydrates.  Those 
examined  in  the  present  research  can  be  grouped  as  follows : — 

A.  Those  not  precipitable  by  saturation  with  neutral  salts: — Gum 
arabic  and  sodium  arabinate. 

B.  Those  precipitable  by  saturation  with  ammonium  sulphate  : — 
The  mucilages  of  tragacanth,  althea,  linseed,  and  cydonia.  Gum 
ti’agacanth  is  also  distinguishable  from  gum  arabic  by  its  lesser 
solubilities.  Cydonia  mucilage  is  a  mixture  of  cellulose,  and  a  car¬ 
bohydrate  very  like  gum  tragacauth. 

0.  Those  precipitable  by  saturation  with  ammonium  sulphate,  am¬ 
monium  phosphate,  and  potassium  acetate : — Carragheen  mucilage. 

D.  Those  precipitable  by  saturation  with  sodium  sulphate,  mag¬ 
nesium  sulphate,  ammonium  sulphate,  and  ammonium  phosphate : — 
Solnble  starch,  lichen  starch,  dextrin,  salep  mucilage,  and  pectin. 
These  forms  of  carbohydrates  are  further  distinguished  by  the  per- 
centage  of  salt  necessary  for  the  commencement  of  pi’ecipitation ; 
thus  tragacanth  requires  complete  saturation  with  ammonium 
sulphate  for  its  precipitation,  that  is,  5.‘V5  gi’ams  of  salt  to  every 
100  c.c.  of  solution.  Salep  mucilage  begins  to  be  precipitated  by 
404  grams,  and  soluble  starch  by  24T  grams  of  the  same  salt  per 
100  c.c.  of  solution.  Further,  by  fractional  precipitation  with  mag¬ 
nesium  sulphate,  salep  mucilage  can  be  differentiated  into  two 
varieties,  named  a.  and  (3.  These  two  varieties  further  differ  in  the 
melting-points  of  their  phenylhydrazine-compounds. 

W.  D.  H. 

Oxalenediamidoxime  and  Oxaleneanilidoximamidoxime. 

By  W.  Zinkeisen  ( Per .,  22,  294G — 2957.) — Oxalenediamidoxime , 
0'H-N;C(NH3),C(NH2).N-0H,  is  prepared  by  gradually  adding  cyan- 
aniline  (LOO  parts)  to  a  solution  of  hydro xylamine  hydrochloride 
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(50  parts)  in  90  per  cent,  alcohol  (500  parts).  The  amount  of  sodium 
carbonate  necessary  to  liberate  the  hydroxylamine  is  then  added,  and 
the  whole  liltered  from  the  sodium  chloride.  The  filtrate  is  evapo¬ 
rated  down  a  little,  well  shaken  when  cold,  and  left  for  some  hours; 
the  diamidoxime  which  separates  is  dissolved  in  boiling  water,  and 
boiled  with  animal  charcoal.  It  crystallises  in  dazzling,  white,  con¬ 
centrically-grouped  lanceolate  crystals,  melts  at  190°  (uneorr.),  with 
evolution  of  gas,  is  sparingly  soluble  in  alcohol,  insoluble  in  ether, 
chloroform,  benzene,  and  lig’ht  petroleum,  readily  soluble  in  hot 
water;  it  dissolves  in  acids  and  bases.  The  aqueous  solution,  with 
copper  sulphate,  ferric  chloride,  and  Fehling’s  solution  gives  a  grass- 
green,  flaky  precipitate,  a  deep  brownish-red  coloration,  and  a  dirty 
precipitate  respectively.  The  hydrochloride  forms  slender,  eolourless 
prisms,  insoluble  in  absolute  alcohol  and  ether.  The  dibenzoyl- 
derivative ,  Ci6HuXj04,  obtained  by  gradually  adding  the  finely- 
powdered  dioxime  to  hot  benzoic  chloride,  crystallises  in  slender, 
slightly-yellow  plates,  melts  at  217°,  is  insoluble  in  water,  ether, 
benzene,  and  light  petroleum,  readily  soluble  in  chloroform,  sparingly 
in  alcohol.  It  is  insoluble  in  hydrochloric  acid  and  in  alkali,  but 
dissolves  unchanged  in  acetic  and  in  cold  strong  sulphuric  acids. 

Oxalenediazoximedibenzyl,  CPh<^Q  ^^C’C^^Q^CPh,  is  formed 

when  oxalenediamidoxime  is  heated  for  a  long  time  with  an  excess  of 
benzoic  chloride.  It  crystallises  from  chloroform  in  slender,  white 
needles,  melts  at  246°,  is  soluble  in  benzene,  insoluble  in  water, 
alcohol,  ether,  and  in  strong  hydrochloric  acid  and  alkalis  ;  but  readily 
soluble  in  strong  sulphuric  and  acetic  acids.  When  heated  above 
its  melting  point,  it  sublimes  without  decomposition. 

Diacetyloxalenediamidoxime ,  CkiboNiCb,  prepared  by  gradually 
adding  the  powdered  diamidoxime  to  boiling  acetic  anhydride,  erys- 
stallises  in  needles,  melts  at  1S4 — 187°,  dissolves  readily  in  alcohol, 
sparingly  in  benzene,  and  is  insoluble  in  chloroform,  ether,  and  light 
petroleum.  Aeids  and  bases  readily  decompose  it.  When  heated  for  a 
long  time  with  acetic  anhydride,  oxalenediazoximediethenyl ,  CoH6X404, 
is  obtained.  This  crystallises  in  colourless  needles,  melts  at  164 — 165°, 
dissolves  in  alcohol  and  chloroform,  less  readily  in  hot  water  and 
benzene  ;  and  is  insoluble  in  ether  and  light  petroleum.  It  sublimes 
in  long,  slender  needles. 

Oxalenediamidoxime  diethyl  ether ,  OEt-N!C(NH2)-C(NH2)!N‘OEt, 
is  prepared  by  boiling  an  alcoholic  solution  of  oxalenediamidoxime 
(1  mol.)  with  ethyl  iodide  (2  mols.)  and  the  calculated  amount  of 
sodium  ethoxide  for  three  hours  in  a  reflux  apparatus,  evaporating 
the  whole  to  half  its  original  bulk,  treating  with  water,  and  filtering. 
It  is  washed  several  times  with  water,  dissolved  in  boiling  alcohol, 
and  sufficient  water  added  to  produce  a  slight  turbidity.  It  crystal¬ 
lises  in  slender,  colourless,  matted  needles,  melts  at  114 — 115°,  dis¬ 
solves  readilyT  in  alcohol,  other,  chloroform,  and  benzene,  sparingly 
in  hot  water.  The  hydrochloride  crystallises  well. 

Oxalen  ediazox  ivied  ip  rope  nyldicarboxylic  acid, 

COOU'aHpC^^CC^^C-C.H.-COOH, 
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is  obtained  by  heating  an  intimate  mixture  of  oxalenediamidoxime 
(1  mol.)  and  succinic  anhydride  (2  mols.)  at  140 — 150°,  dissolving 
the  product  in  hot,  dihite  aqueous  soda,  and  precipitating  with 
hydrochloric  acid.  It  crystallises  from  boiling  water  in  almost 
colourless  needles,  melts  at  200°,  dissolves  sparingly  in  hot  water, 
readily  in  alcohol  and  chloroform,  and  is  insoluble  in  ether  and 
benzene.  The  alkali  salts  are  readily  soluble  in  water. 

Oxalenediuramidoxim  e , 

oh-x:c(xh-co-nh2)-C(xh-co-xh2):n-oh, 

prepared  by  adding  a  saturated  solution  of  potassium  cyanide 
(2  mols.)  to  a  hydrochloric  acid  solution  of  oxalenediamidoxime 
(1  mol.),  crystallises  from  very  dilute  alcohol  in  slender,  white 
needles,  melts  at  191—192°  with  decomposition,  dissolves  sparingly 
in  hot  water,  readily  in  alcohol,  and  is  insoluble  in  ether,  benzene, 
and  chloroform.  Both  acids  and  bases  dissolve  it  readily. 

Ethyl  oxalenediamidoxime  dicarbonate,  CsHuXiCh,  is  formed  when 
finely  powdered,  dry  oxalenediamidoxime  (1  mol.)  is  slightly  heated 
on  a  water-bath  with  ethyl  chlorocarbonate  for  20  minutes.  It  crys¬ 
tallises  from  water  in  long,  thin  needles,  melting  at  168°  ;  it  is 
sparingly  soluble  in  hot  water,  and  soluble  in  alcohol,  ether,  and  in 
acids  and  bases. 

Oxaleneanilidoximamidoxime,  OH,X!C(XHPh)*C(XHPh)IX,OH,  is 
formed  as  bye-product  in  the  action  of  cyananiline  on  hydroxylamine, 
and  is  best  prepared  by  gradually  adding  solid  cyananiline  to  an 
alcoholic  solntion  of  hydroxylamine  hydrochloride  (2  mols.),  filtering 
from  the  ammonium  chloride,  and  evaporating  down  until  crystals 
separate.  When  cold  it  is  again  filtered  from  the  oxalenediamidoxime, 
and  evaporated  almost  to  dryness.  The  crystals  which  separate  after 
a  long  time  are  crystallised  from  boiling  water.  It  forms  colourless, 
hexagonal  plates,  melts  at  180°,  and  has  almost  exactly  the  same  pro¬ 
perties  as  oxalenediamidoxime,  except  that  it  dissolves  more  readily 
in  alcohol,  and  seems  to  be  less  stable.  The  precipitate  with  copper 
sulphate  has  a  less  pure  colour  than  that  which  the  diamidoxime 
gives.  The  hydrochloride  crystallises  in  slender,  colourless  needles, 
which  become  green  when  exposed  to  air.  The  dibenzoyl-derivative, 
C-.2H18N404,  prepared  by  heating  oxaleneanilidoximamidoxime  (1  mol.) 
with  benzoic  chloride  (2  mols.)  on  a  water-bath,  crystallises  from 
dilute  alcohol  in  slender,  slightly-yellow,  matted  needles,  melts  at 
189°,  is  insoluble  in  water  and  light  petroleum,  soluble  in  alcohol, 
benzene,  and  chloroform.  When  boiled  with  alkalis,  it  is  gradually 
decomposed,  but  does  not  change  when  boiled  for  a  short  time  with 
hydrochloric  acid. 

Oxaleneanilidoximazoxime  ethenyl,  OH'X!C(NHPh)*C<if^Q^>CMe, 

is  obtained  by  dissolving  oxaleneanilidoximamidoxime  in  hot  acetic 
anhydride,  filtering  when  cold,  washing  repeatedly’  with  cold  water, 
and  dissolving  in  boiling  water  containing  a  little  alcohol.  It  crys¬ 
tallises  in  slender,  colourless  needles,  melts  at  1  /  2°,  dissolves  in  alcohol, 
ether,  and  benzene,  rather  sparingly  in  hot  water.  It  is  dissolved  by 
both  acids  and  bases,  and  is  less  stable  than  the  double  azoxime 
obtained  from  oxalenediamidoxime,  X.  H.  M. 
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j  Succinenediamidoxime.  By  F.  Skmukitzki  ( Ber .,  22,  2958 — 
i  2907). — Succinenediamidoxime , 

oh-n:c(nh8)-chs-ch,-c(nh,):n*oh, 

is  prepared  by  adding  a  strong  solution  of  hydroxylamine  hydro¬ 
chloride  (2  tools.)  and  sodium  carbonate  (1  mol.)  to  an  alcoholic 
I  solution  of  eth}dene  dicyanide  (1  mol.),  and  keeping  the  mixture  for 
three  or  four  days  in  a  well-closed  vessel.  It  is  then  filtered  from  the 
crystals  of  the  diamidoxime  and  sodium  chloride,  and  left  to  evaporate 
in  a  warm  place.  The  sodium  chloride  is  dissolved  in  cold  water,  and 
the  remaining  diamidoxime  recrystallised  from  hot  water.  It  forms 
transparent,  monoclinic  crystals,  a  :  b  :  c  =  T2744  :  1  :  0'9269  ;  / i  — 
79°  50',  melts  at  1SS°,  with  evolution  of  ammonia,  and  is  sparingly 
soluble  in  hot  alcohol,  insoluble  in  cold  water,  ether,  acetone,  benzene, 
1  and  chloroform.  It  yields  salts  with  acids  and  with  bases  ;  the 
I  hydrochloride  is  white,  and  dissolves  in  absolute  alcohol;  the  copper 
t  salt  is  bright-green  ;  the  silver  salt  is  white,  but  at  once  becomes 
!  dark  when  exposed  to  light,  and  is  completely  reduced  when  heated, 
I  with  formation  of  a  silver  mirror.  The  dibenzoyl-derivative , 
j  CisHiSN404,  crystallises  from  amyl  alcohol  in  small,  white  needles, 
>  melts  at  192°,  is  insoluble  in  vater.  alcohol,  ether,  chloroform,  and 
I  benzene,  &c.,  and  does  not  unite  with  acids  and  alkalis, 
j  Succinenediazoximedibenzenyl, 

CPh<^’^>C-CH2-CH2-C<^>CPh, 


is  obtained  when  the  above  dibenzoyl-derivative  is  heated  with  water 
I  for  five  hours  at  150 — 160°.  It  crystallises  in  needles,  melts  at 

15S — 159°,  is  soluble  in  benzene  and  hot  alcohol,  sparingly  soluble  in 
*  ether,  insoluble  in  water,  light  petroleum,  and  chloroform, 
j  Diacetylsuccinenediamidoxivie ,  CSH i4Ni04,  crystallises  from  absolute 
j  alcohol  in  white,  monoclinic  scales,  a  :  b  :  c  —  P2998  :  1  :  0’9105  ;  [i 
'  =  S2°  58';  it  melts  at  167 — 168°,  is  soluble  in  hot  water  and  in 
j  acids,  insoluble  in  ether,  benzene,  and  in  alkalis.  The  diethyl  salt , 
1  OEt-X ;C(MH2),CH2'CH/C(NH2)!K',OEt,  prepared  by  digesting  the 
equivalent  amounts  of  succinenediamidoxime,  sodium  ethoxide,  and 
ethyl  iodide  for  some  hours,  crystallises  in  colourless  needles,  melts  at 
119u,  dissolves  readily  in  water,  alcohol,  ether,  and  chloroform,  is 
insoluble  in  light  petroleum,  and  is  soluble  in  acids,  but  not  in 
alkalis. 


Succinenediuramidoxime ,  C6H12N604,  is  readily  obtained  by  mixing 
concentrated  aqueous  solutions  of  the  hydrochloride  of  the  diamid¬ 
oxime  and  potassium  cyanate.  It  crystallises,  with  2  mols.  ILO,  in 
needles  which  soften  at  100 — 105°;  the  anhydrous  salt  melts  at 
163'5  with  decomposition,  is  soluble  in  hot  -water,  insoluble  in  cold 
[  water,  alcohol,  ether,  and  benzene,  &c.,  unites  readily  with  acids,  but 
j  is  sparingly  soluble  in  cold  alkalis, 
j  CH  -C(N-OH) 

;  Sticcineneimidodioxime,'  />XH,  is  formed  in  small  quan- 

•  Gfl2,L<(iS  •OH) 

‘  tity  in  the  preparation  of  succinenediamidoxime,  but  is  obtained 
!  alone  when  the  mixture  is  digested  for  several  days  at  60 — 70°.  It 
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crystallises  with  2  mols.  H20,  and  resembles  the  diamidoxime  in  its 
properties  and  solubility.  When  dissolved  in  aqueous  potash,  the 
solution  becomes  first  blue,  then  green.  With  ferric  chloride,  a 
dark-violet  coloration  is  produced.  The  copper  salt  is  dirty  green ; 
the  silver  salt,  CbEhNaCbAg^  forms  small,  lustrous  plates  which 
detonate  when  heated,  leaving  a  residue  of  silver.  The  dibenzoyl- 
derivative ,  CbeH^NaCh,  melts  at  187 — 189°  with  previous  blackening,  is 
soluble  in  benzene  and  hot  alcohol,  insoluble  in  water,  ether,  and 
chloroform,  does  not  unite  with  acids,  but  dissolves  in  hot  alkalis 
with  decomposition.  The  diacetyl-derivative,  C8Hi,N304,  is  a  white, 
crystalline  powder,  melts  at  1 70 —171°,  dissolves  in  water,  alcohol, 
ether,  and  chloroform,  sparingly  in  benzene,  and  is  insoluble  in  light 
petroleum.  17.  H.  M. 


Glutarenediamidoxime  and  its  Derivatives.  By  J.  Biedermann 
{Her.,  22,  2907 — 2973). — Trimethylene  cyanide  is  conveniently  pre¬ 
pared  by  digesting  trimethylene  bromide  dissolved  in  9G  per  cent, 
alcohol  (3  parts)  with  a  slight  excess  of  finely  powdered  potassium 
cyanide  for  eight  hours  on  a  water-bath,  filtering,  and  distilling  off 
five-sixths  of  the  alcohol.  The  residue  is  treated  with  an  equal 
volume  of  ether.  The  ethereal  alcoholic  layer  is  separated  from  the 
aqueous,  evaporated  down,  and  the  resulting  yellowish  oil  distilled 
under  diminished  pressure. 

Glutarenediamidoxime ,  CH2[CH2*C(NH2)!N*OII]2,  is  obtained,  to¬ 
gether  with  glutarenimidodioxime,  when  equivalent  amounts  of 
hydroxylamine  hydrochloride,  sodium  carbonate,  and  trimethylene 
dicyanide,  dissolved  in  aqueous  alcohol,  are  digested  for  10  hours  at 
60 — 70°.  A  part  of  the  diamidoxime  separates  on  cooling.  The 
mother  liquor  is  evaporated  to  dryness,  extracted  with  boiling  water, 
the  solntion  allowed  to  cool,  filtered,  and  again  evaporated  to  dry¬ 
ness.  The  residue  now  consists  of  sodium  chloride,  glutarenimido¬ 
dioxime,  and  a  small  amount  of  the  diamidoxime.  Glutarenediamid¬ 
oxime  crystallises  from  water  in  well-formed,  lustrous  prisms  (with 
1  mol.  H20),  dissolves  readily  in  hot  water  and  alcohol,  less  in  ether 
and  chloroform,  and  is  dissolved  by  acids  and  bases.  It  gives  a  red¬ 
dish-brown  coloration  with  ferric  chloride.  The  diacetyl-derivative , 
CaHielN^Ch,  crystallises  in  microscopic,  slender,  colourless  needles,  melts 
at  115°,  and  is  readily  soluble  in  hot  water  and  alcohol,  insoluble  in 
ether,  chloroform,  benzene,  &c. 

N’O 

Glutarenediazoximediethenyl,  CH2(CHvC<^_  — W^CMe)  2-;  is  prepared 


by  boiling  a  solution  of  glutarenediamidoxime  in  acetic  anhydride, 
evaporating  down,  dissolving  the  crystals  which  separate  in  benzene, 
and  precipitating  with  light  petroleum.  It  forms  slender,  colourless 
needles,  melting  at  13S — 139°. 

Glutarenimidodioxime,  NH<C(n'oH)’oH,>OH*,  is  obtained  by 

extracting  the  residue  from  the  preparation  of  the  diamidoxime  with 
hot  absolute  alcohol  ;  the  solution  is  evaporated,  and  the  residue 
dissolved  in  chloroform  and  precipitated  with  light  petroleum.  It 
melts  at  193°  without  decomposition,  is  very  sparingly  soluble  in 
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alcohol,  ether,  and  chloroform,  insoluble  in  benzene  and  light  petro¬ 
leum,  soluble  in  both  acids  and  alkalis,  and  gives  a  red-violet  colora¬ 
tion  with  ferric  chloride.  The  jncrate  crystallises  from  alcohol  in 
•  splendid,  yellow  needles,  melting  at  175°  with  decomposition;  the 
hydrochloride  forms  white  needles.  The  di acetyl-compound,  C9IIt3N30j, 
’  is  a  white,  crystalline  powder,  melts  at  127°,  is  readily  soluble  in  water, 
■  alcohol,  ether,  and  chloroform,  sparingly  in  benzene,  and  is  readily 
(dissolved  by  acids  and  alkalis.  The  benzoyl-compound ,  C13H17NS04, 
crystallises  in  stellate  groups  of  needles,  melts  at  170 — 180°,  is  soluble 
in  hot  alcohol  and  benzene,  almost  insoluble  in  water,  ether,  and 
chloroform. 

When  trimethylene  di  cyanide  is  treated  with  hydroxylamine 
(1  mol.)  at  the  ordinaiy  temperature,  a  componud  having  the  formula 
C5H9NsO  (which  is  the  formula  of  y-cyanobutenylaimdoxime)  is 
obtained.  It  crystallises  in  colourless  needles,  melts  at  103°,  is  readily 
'soluble  in  hot  water  and  alcohol,  very  sparingly  in  ether,  chloroform, 
and  benzene.  With  ferric  chloride  it  gives  a  red  coloration,  but 
neither  Fehling’s  solution,  silver  nitrate,  nor  lead  acetate  gives  a  pre¬ 
cipitate.  It  has  only  basic  properties,  being  insoluble  in  alkalis. 

I  N.  H.  M. 

Hydroxamic  Acids  of  the  Fatty  Series.  By  C.  Hoffmann 
.  ( Ber .,  22,  2*54 — 2S56). — Acetohydroxumic  acid ,  OH*CMe!NOH,  and 
not  ethenvlamidoxime,  as  previously  stated  (compare  Abstr.,  1SS7, 
911),  is  formed  when  acetamide  (1  mol.)  is  treated  with  hydroxylamine 
hydrochloride  (I  mol.)  in  cold,  concentrated,  aqueous  solution.  The 
mixture  is  kept  until  it  no  longer  reduces  Fehling’s  solution,  then 
acidified  with  acetic  acid,  and  mixed  with  excess  of  copper  acetate; 
the  precipitated  copper  salt  is  washed,  suspended  in  alcohol,  decom¬ 
posed  with  hydrogen  sulphide,  and  the  filtrate  evapoiated.  It  sepa¬ 
rates  from  dilute  alcohol  and  hot  water  in  crystals  containing  *  mol. 
H«0,  melts  at  about  58 — 59°,  and  is  very  readily  soluble  in  water  and 
alcohol,  but  insoluble  in  ether.  It  loses  its  water  over  sulphuric  acid 
under  reduced  pressure,  and  then  melts  at  S7 — 88°.  It  has  a  neutral 
reaction,  gives  a  dark,  cherry-red  coloration  with  ferric  chloride,  and 
reduces  ammoniaca^  silver  nitrate  solution  in  the  cold. 

Formamide  seems  to  react  with  hydroxylamine  and  sodoacetanilide 
and  henzamide,  but  only  at  a  higher  temperature,  and  even  then  very 
slowly ;  benzhydroxamic  acid  was  obtained  in  rhombic  plates,  melt¬ 
ing  at  124—125°.  F.  S.  K. 


Intramolecular  Change  of  Allylcarbamides  into  Isomeric 
Bases.  By  S.  Gabriel  (77er.,  22,  29S4 — 2991). — Propylene-yy-thio- 

carbamide ,  C  H  Me  q  ^  jj  is  formed  when  allylthiocarbamide 

(m.  p.  74°;  1  gram)  is  heated  with  fuming  hydrochloric  acid  (sp.  gr. 
=  117;  3  c.c.)  at  100°  for  an  hour,  and  the  clear  liquid  evaporated 
on  a  water-bath.  The  syrup  is  treated  with  33  per  cent,  aqueous 
potash,  and  extracted  with  benzene.  It  has  an  unpleasant,  distinctly 
basic  odour,  and  when  distilled,  decomposes  with  formation  of  hydro¬ 
gen  sulphide  and  ammonia.  It  is  soluble  in  water.  The  platiuu- 
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chloride  (CjH-.XsS^.EhPtCh,  forms  orange-yellow  crystals;  the 
uttrcchloride  crystallises  in  yellow,  indented  needles  ;  the  picrate  melts 
at  198 — 200s.  and  is  sparingly  soluble.  When  the  base  is  oxidised  by 
means  of  hydrobromic  acid  and  bromine- water  (Abstr.,  1S89,  S48), 
fi-metlivltaurocarhamic  acid.  SOsH-CHMe-CEL-XH-CO-XEh,  is  formed  ; 
this  crystallises  in  colourless  crusts,  readily  soluble  in  hot  water. 

fi-M  Alyltaurin-e,  SOjH'CHMe’CHyXH-:,  is  obtained  by  heating  the 
acid  (5  grams)  with  crystallised  baryta  (20  grams)  and  water 
(20  c.c.)  for  five  hours  at  140 — 150°.  It  crystallises  in  rhombic  plates, 
which  swell  up  when  heated. 

PrcpyUneth iccarbamide  methif'dide.  C4H6XsS,'XIeI,  prepared  by  evapo¬ 
rating  a  mixture  of  the  base  dissolved  in  methyl  alcohol  and  methyl 
iodide,  melts  at  171 — 172~. 

fi-Dtmethidtaurine,  SO?H-CHMeCH2-XHAIe,  is  obtained  by  treating 
the  above  methiodide  with  strong  potash,  and  extracting  the  base 
with  benzene.  The  base  (1-5  grams)  is  then  dissolved  in  water 
(300  c.c.).  neutralised  with  hydrobromic  acid,  treated  with  bromine- 
water  f'i  litres),  and  heated  on  a  water-bath,  until  the  oil  which  sepa¬ 
rates  is  redissolved.  The  whole  is  evaporated  to  dryness,  dissolved  in 
hot  water  (15  c.c.),  and  allowed  to  cool.  Crystals  of  d imethyltauroca rh¬ 
eum  c  acid,  SOjH-CHile-CHs'NMe'COXH.  (about  3  grams)  separate; 
these  melt  at  230 — 240°.  The  filtrate  from  these  crystals  is  evapo¬ 
rated  down,  and  heated  with  water  (15  c.c.)  and  baryta  (30  grams) 
at  150 — 160°  for  three  hours.  The  product  is  freed  from  barium, 
evaporated  to  dryness,  and  dissolved  in  absolute  alcohol  (40  c.c.).  It 
is  then  further  purified  from  the  potassium  bromide  still  remaining 
bv  means  of  platinic  chloride.  It  crystallises  from  96  per  cent, 
alcohol  in  flattened  prisms,  melts  at  220 — 223°,  and  is  extremely 
soluble  in  water. 

OCCYH) 

Propylenecarhamide ,  CHlMe<^  ^  's  formed  by  the  oxida¬ 

tion  of  allylcarbamide.  The  picrate  crystallises  in  long,  lustrous 
needles,  melting  at  185 — 1S6T  X.  H.  M. 

Ethylenelactic  Acid.  By  M.  Siegfried  (Be?-.,  22,  2711 — 2717). 
— The  mother  liquors  from  the  crystalline  zinc  paralactate,  prepared 
from  (horse)  flesh,  contain,  as  has  been  previously  shown  by 
Wislicenus  (Annalen,  167,  302),  small  quantities  of  a  zinc  salt,  which 
does  not  crystallise.  The  author  finds  that  this  amorphous  zinc  salt 
is  a  salt  of  aeetyllactic  acid.  When  it  is  dissolved  in  alcohol  and 
reprecipitated  with  ether,  it  is  partially  converted  into  a  basic  salt, 
from  which  acetyllactic  acid  can  be  obtained  in  colourless  needles, 
melting  at  166 — 167°.  This  formation  of  zinc  acetyllactate  is  ex¬ 
plained  by  the  facts  that  flesu  extract  always  contains  traces  of 
acetic  acid,  and  that  acetyllactie  acid  is  produced  in  small  quantities 
when  an  aqueous  solution  of  zinc  paralactate  is  boiled  with  zinc 
acetate. 

Acetyllactie  arid,  OAc-CHiMe*COOH,  is  also  formed  in  small  quan¬ 
tities  when  paralactic  acid  is  repeatedly  evaporated  with  30  per  cent, 
acetic  acid.  It  can  be  obtained  in  somewhat  larger  quantities  by 
gradually  adding  finely  divided  zinc  paralactate  (lpart)  to  anhydrous 
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zinc  acetate  (4  parts),  heat  d  to  its  melting  p  ii-it,  and  koepirg  t’to 
mixture  in  a  liquid  condition  until  it  terms  a  le  in  )  -  >c 

The  melt  is  digested  with  hot  water,  the  c'-.d  s^luti  tr  t  1  tvi * 
dilate  sulphuric  acid  and  quickly  extract,  d  with  pure  e  r  .  t  - 
resulting  syrup  dissolved  in  water,  the  filtered  sehit’or.  e\ap  rat  "i 
with  glacial  acetic  acid  (£  vol.),  and  the  crystals  which  art- 

spread  on  a  porous  plate.  Acetyl  lactic  acid  can  also  be  wepart-d  by 
heating  paralactic  acid  (1  parti  with  glacial  acetic  ueid  1 1  party  and 
sodium  acetate  (14  parts),  at  IS'/  for  four  boars ;  it  is  is  :,,ted  as 
already  described. 

The  acid  prepared  by  these  methods  has  the  same  meltirg  r  ir_t 
and  the  same  crystalline  form  as  that  ohraine  1  from  flesh  -  xtr  :;t. 
It  is  readily  soluble  in  alcohol  and  most  or  hnarv  solvents,  but  when 
kept  it  becomes  insoluble  in  alcohol,  dees  not  raglt  boi  -w  oc"  .  and 
decomposes  at  a  higher  temperature,  but  without  melting ;  tais  ii, so¬ 
luble  modification  is  only  slowly  hydrolysed  by  alkalis,  whereas  riba 
original  acid  (m.  p.  166 — 167°)  is  readily  decomposed  even  bv  water. 
The  acid  prepared  synthetically  and  that  obtained  from  flesh  do  net 
rotate  the  plane  of  polarisation. 

When  acetyllactic  acid,  prepared  from  paralactic  acid,  is  bcil  d 
with  soda,  it  is  decomposed  into  acetic  acid  and  optically  inactive 
lactic  acid  ;  the  occurrence  of  the  latter  in  flesh  extract,  a  fact  wide  a 
has  been  observed  by  Heintz,  may  be  due  to  the  previous  formation 
of  acetyllactic  acid. 

Lactic  acid  yields  an  acetyl-derivative  identical  with  the  cov.P'  ur.  I 
described  above  in  crystalline  form,  in  melting-  point,  and  in  its 
behaviour  with  solvents ;  the  same  acetyl-derivative  can  also  be 
obtained  in  small  quantities  by  carefully  decomoosing  ethvl  acetvl- 
lactate  with  cold  water.  F.  S.  K* 

Conversion  of  Pentamethylene-derivatives  into  Benzene-, 
Pyridine-,  and  Thiophen-derivatives,  By  A.  Haxtzsch  ( Ber 22, 
'2827 — 2840). — A  compound  of  the  composition  C6HsC!5BrO,is  formed 
when  trichloropentenedihydroxycarbcxylic  acid  (1  part)  is  heated  for 
a  few  minntes  at  100°  with  hr  mine  (5  parts)  and  water  (5  parts) 
(compare  Abstr.,  1889,  853).  It  crystallises  in  well-defined,  quadratic 
prisms,  melts  at  S7°,  and  is  readily  soluble  in  alcohol  and  ether,  but 
rather  sparingly  in  water.  It  quickly  loses  1  mol.  H0O  when  kept 
over  sulphuric  acid,  a  second  molecule  of  water  being-  verv  si  -wlv 
given  off  under  the  same  conditions.  The  anhydrous  compound  can 
also  be  obtained  by  recrystallising  the  hydrate  from  hot  chioreform, 
from  which  it  separates  in  hexagonal  prisms  melting  at  136b  Cidoro- 
bromanilic  acid  is  formed  when  the  hydrate  is  warmed  with  excess  of 
alkali,  bnt  a  portion  is  completely  decomposed ;  this  reaction  takes 
place  quantitatively  when  the  hydrate  is  boiled  with  a  concentrated 
solution  of  sodium  carbonate,  the  characteristic  red  crystals  of  the 
sodium  salt  of  chlorobromanilic  acid  separating  from  the  h  t  solution. 
The  hydrate  does  not  combine  with  phenylhydrazine,  it  gives  th  -  sav  e 
decomposition-products  as  trichloropentenedihvdroxvcarboxyiie  a  i  1 
when  heated  at  13u°  with  excess  of  bromine  and  water,  ani  it  ;s 
reconverted  into  the  original  acid  when  reduced  with  a  small  quantity 

vol.  Lvm.  /- 
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of  sodium  amalgam  in  alcoholic  solution.  These  facts  seem  to  show 
that  this  bromo-compound  is  a  pentene-derivative  of  constitution 
analogous  to  that  of  trichloropentenedihydrnxycarboxylic  acid,  but  the 
following  experiments  point  to  a  totally  different  constitution.  It  is 
not  acted  on  by  concentrated  sulphuric  acid  with  formation  of  an 
open-chain  ketone  acid  as  is  the  case  with  the  pentenecarboxylic  acid. 
It  has  no  well-defined  acid  properties,  only  a  feeble  acid  reaction,  and 
dissolves  in  sodium  carbonate  without  evolution  of  carbonic  anhy¬ 
dride,  and  not  more  readily  than  in  water.  It  can  be  extracted  from 
slightly  alkaline  solutions  with  ether,  and  it  cannot  be  accurately 
titrated  with  baryta  and  phenolphthalein.  Its  electrical  conductivity 
was  examined  by  Ostwald,  and  found  to  be  seventy  times  less  than 
that  of  the  original  acid,  a  fact  which  shows  beyond  doubt  that  the 
two  compounds  are  analogously  constituted.  The  constitution  of 
this  bromo-compound  is,  therefore,  most  probably 

C(OH)!<gCU-C(;OH)?>CHC| 

^3-Chloropyridine  is  formed  when  a  solution  of  T2-chlorodiketn- 
pentamethylene  is  boiled  with  ammonia  or  when  a  solution  of  the 
sodium-derivative  is  boiled  with  any  ammonium  salt.  The  reaction 
is  best  carried  out  by  adding  ammonium  acetate  to  a  warm,  saturated 
solution  of  the  sodium-derivative  and  heating  the  mixture  to  boiling, 
when  chloropyridine  distils  with  the  steam.  This  pyridine-deri¬ 
vative  is  identical  with  the  /3-chloropyridine  obtained  by  Ciamician 
from  chloroform  and  potassinm-pyrroline. 

(3-Chloropyridine  picrate  crystallises  in  slender,  yellow  needles  melt¬ 
ing  at  135°  with  previous  softening.  The  vtercurochloride  crystallises 
in  small,  colourless  needles  melting  at  about  ISO0.  The  aurochloride 
forms  moss-like  needles  and  decomposes  at  about  200°. 

«  Thiophenaldehyde  is  produced  when  T2-chlorodiketopenta- 
methylene  is  treated  with  hydrogen  sulphide  at  a  temperature  below 
100°,  and  the  reaction  takes  place  almost  quantitatively  when 
hydrogen  sulphide  is  passed  into  a  solution  of  the  sodium-derivative 
heated  to  30 — 40°  and  finally  to  boiling;  the  aldehyde  distils  with 
the  steam,  and  only  small  quantities  of  resinous  products  remain. 
The  thiophenaldehyde  thus  obtained  gives  all  the  characteristic  colour 
reactions  for  this  compound,  and  it  is  converted  into  the  correspond¬ 
ing  acid  on  exposure  to  the  air.  It  combines  with  hydroxylamine, 
yielding  the  aldoxime  (m.p.  128°),  and  with  phenylhydrazine,  forming 
the  hydrazone  which  melts  at  134'5°.  F.  S.  K. 

Decomposition-products  of  Chloranilic  Acid.  By  A.  Hantzsch 
(Ber.,  22,  2841 — 2853)  — Tetrachloroketotrihydroxypentamethylenecarh- 

nQ _ cni 

oxylic  acid,  i  *>C(OH)*COOH,  is  produced  when  chlor- 

O  \  vJ  xd  )  2*  ^  ^  *2 

anilic  acid  (|  mol.)  or  tnchlorodiketopentamethylenehydroxycarb- 
nxylic  acid  (1  mol.)  is  treated  with  sodium  hypochlorite,  but  the 
formation  takes  place  slowly  and  only  in  neutral  solutions  (compare 
Abstr.,  1888,  1190).  It  is  best  prepared  by  dropping  a  sohuion 
of  sodium  hypochlorite  into  a  cold  aqueous  solution  of  pure 
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potassium  chloranilate  until  tlie  colour  disappears,  then,  adding1  a 
volume  of  the  hypochlorite  solution  equal  to  or  rather  larger  than  that 
already  employed,  and  keeping  the  mixture  for  24  hours;  it  is  then 
treated  with  concentrated  hydrochloric  acid,  extracted  at  least  four 
times  with  ether,  and  the  crude  product  spread  on  a  porous  plate.  It 
crystallises  in  small,  colourless  needles,  melts  and  is  completely  de¬ 
composed  at  216°,  and  is  very  readily  soluble  in  water  and  alcohol  ; 
it  generally  crystallises  with  2  mols.  H20,  both  of  which  it  loses 
slowly  when  kept  over  sulphuric  acid.  It  resembles  the  original 
triehlorinated  acid  in  appearance  and  is,  like  the  latter,  completely 
decomposed  by  alkalis,  yielding  oxalic  acid.  It  does  not  combine  with 
ortliotoluylenediamine  or  with  plienylliydrazine,  and  it  is  very  stable 
towards  oxidising  agents  ;  it  is. not  acted  on  by  boiling  bromine- water, 
only  very  slowly  by  potassium  chlorate  and  hydrochloric  acid,  and  it 
crystallises  unchanged  from  hot  concentrated  nitric  acid.  It  is  not 
acted  on  by  hot  sulphuric  acid,  in  which  it  is  only  very  sparingly 
soluble.  It  is  a  bibasic  acid,  and  measurements  of  its  electrical  con¬ 
ductivity  show  that  it  is  a  simple  chloro-snbstitution  derivative  of  the 
triehlorinated  acid.  The  ammonium  salt,  C6H?Cl1Oti(NH4)2  +  H20, 
crystallises  in  short  prisms,  melting  at  147 — 148°  with  decomposition, 
when  an  alcoholic  solution  of  the  acid  is  saturated  with  ammonia  and 
allowed  to  evaporate  in  the  air.  The  barium  salt  crystallises  well  and 
is  very  readily  soluble  in  acetic  acid  and  moderately  easily  in  water. 
The  lead,  silver,  and  mercuric  salts  are  amorphous  and  sparingly 
soluble,  but  the  mercurous  salt  crystallises  well.  The  acid  gives  a  red 
coloration  with  ferric  cliloiide.  When  tlie  acid  is  heated  with  excess 
of  bromine  and  water  at  130°,  it  is  decomposed  into  carbonic  anhy¬ 
dride,  oxalic  acid,  and  tetrachlorodibromacetone. 

Gh  lor odiket open  tarn  e  thylenehyd roxycarboxy  lie  ac  id, 


COOHCl 

CO-CH, 


>C(OH)-COOH,. 


is  obtained  when  a  well-cooled  ammonical  solution  of  the  correspond¬ 
ing  trich loro-derivative  is  treated  with  zinc-dust,  in  small  portions  at  a 
time,  until  there  is  no  further  development  of  heat ;  the  solution  is  theu 
filtered,  acidified,  extracted  with  ether,  and  the  crude  acid  purified  by- 
converting  it  into  the  ammonium  salt.  The  yield  is  small.  It  crys¬ 
tallises  from  ether  in  colourless,  microscopic  needles,  melts  at  147° 
with  decomposition,  and  behaves  with  solvents  like  the  other  acids  of 
this  class.  The  ammouium  salt,  CsH^ClC^NTL,)..;,  crystallises  from 
water,  in  which  it  is  readily  soluble,  in  short,  thick  prisms,  and  de¬ 
composes  at  about  140°,  but  has  no  well-defined  melting  point. 
Solutions  of  lead,  silver,  and  mercurous  salts  produce  precipitates  in 
neutral  solutions  of  the  ammonium  salt;  when  ortliotoluylenediamine 
hydrochloride  is  added  to  a  warm  concentrated  solution  of  the 
ammonium  salt,  a  yellowisli-green  azine  is  precipitated  and  phenyl- 
liydrazine  acetate  precipitates  an  oily  hydrazone  which  gradually 
solidities.  When  the  acid  is  treated  with  concentrated  sulphuric  acid, 
it  yields  a  syrupy  acid,  probably  chlorodiacetylglyoxylic  acid,  and 
when  warmed  with  excess  of  bromine  it  is  decomposed  inio  chloro- 
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pentabromacetone  (in.  p.  91 — 92°),  carbonic  anhydride,  and  oxalit 
acid. 

Dichlorodihatopentamethylenehydroxycarhoxylic  acid  can  be  obtainec 
in  like  manner  from  the  corresponding  tetrach loro-derivative,  but  the 
yield  is  very  small  ;  it  is  a  syrup  and  is  decomposed  by  concentratec 
soda  in  the  cold,  yielding  large  quantities  of  oxalic  acid. 

Tefrachlorodiacp.tylglyoxylic acid,  COOITC  (OH^’CCb'CO-CO’CHCb 
is  obtained  when  trieldorodiaeetylglyoxylie  acid  (1  mol.)  is  treated 
with  sodium  hypochlorite  (1  mol.)  as  described  above.  It  crystal¬ 
lises  in  small,  colourless  needles,  melts  at  146 — 147°  with  decomposi¬ 
tion,  and  is  very  readily  soluble  in  all  ordinary  solvents.  It  forms 
an  azine  and  a  crystalline  hydrazone,  and  it  is  readily  decomposed 
by  sodium  hypochlorite. 

I.Hchloropyruvic  acid,  CHClyCO-COOH,  is  obtained  when  tetra- 
chlnrodiacetylglyoxylic  acid  (1  mol.)  is  treated  with  sodium  hypo¬ 
chlorite  (1  mol.)  in  neutral  aqueous  solution.  It  crystallises  ir 
needles  with  -|-  mol.  H20,  melts  at  78 — 79°,  and  loses  its  watei 
over  sulphuric  acid ;  it  is  very  readily  soluble  in  water,  but  if 
reprecipitated  on  adding  concentrated  hydrochloric  acid.  Ii 
combines  with  phenyl  hydrazine  forming  a  hydrazone  which  contains 
chlorine. 

Jlromodichloropyruvic  acid,  CBrCl/CO-COOH,  can  be  prepared  bj 
heating  the  preceding  compound  with  bromine  and  water  at  120°;  it 
separates  from  water  with  3  mols.  H20  in  colourless  crystals,  loses  its 
water  over  sulphuric  acid,  and  is  immediately  decomposed  into  bromo- 
dichloromethane  and  oxalic  acid  when  treated  with  cold  alkalis. 

F.  S.  K. 

Two  Isomeric  Symmetrical  Dimethylglutaric  Acids.  Bj 

N.  Zelixsky  (Ber.,  22,  2b23 — 2b27), — Ethyl  dimethyldicyavoglutarate . 
CHn[CMe(CiNT),COOEt]2,  is  formed  when  ethyl  sodocyano-«-pro- 
pionate  (2  mols.)  is  treated  with  methylene  iodide  (1  mol.)  ir 
alcoholic  solution  ;  the  yield  of  the  crude  product  is  about  50  pei 
cent,  of  the  theoretical  quantity.  It  boils  at  2S2 — 288°  with  onlj 
slight  decomposition  (at  105 — 170°  under  10 — 12  mm.),  but  coulc 
not  be  obtained  pure.  When  boiled  for  10 — 12  hours  with  moderatelj 
concentrated  hydrochloric  acid  it  yields  two  isomeric  symmetrica! 
dimethylglutaric  acids,  CH2(CHMe*COOH)2,  which  can  be  separate 
bv  fractional  crystallisation.  The  one  melts  at  102 — 104°,  the  other 
at  12S° ;  the  silver  salts,  C7H]0Ag2O4,  of  both  acids  are  moderatel 
stable  and  undergo  no  change  when  heated  at  100°. 

Jjiphenylglutaric  acid  (symmetrical)  has  been  prepared  by  the 
author  and  Feldmann,  and  is  at  present  under  investigation. 

Dimethyladipic  acid  (symmetrical)  seems  to  exist  in  two  isomerie 
modifications.  F.  S.  K. 

Dicarboxylic  Acids,  CtHu04.  By  K.  Auwers  and  Y.  Mevef 
(Ber.,  22,  3005). — Of  the  two  acids  obtained  by  the  action  of  silver  o 
etliy  1  a-bromisobntyrnte  (Abstr.,  1889,  1145),  the  volatile  acid  is 
Tetminethylsuccinic  acid,  whilst  the  non-volatile  acid  is  symmetrical 
dimethyladipic  acid,  C2H1(CH.Me-C001i):j  (compare  Zeliusky,  pre- 
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ceding  abstract).  According  to  Hell  {Tier.,  10,  2229), a  portion  of  the 
a-bromisobutyric  acid  decomposes  into  hydrogen  bromide  and  methyl- 
acrylic  acid,  which  unite,  according  to  Fittig  and  Engelhorn 
{Annalen,  200,  65),  to  form  /I-bromisobutyric  acid.  The  normal 
product  of  the  action  of  silver  on  the  latter  would  be  the  above 
dimethyladipic  acid.  In  order  to  test  the  correctness  of  this  view, 
the  authors  are  studying  /3-bromisobutyric  acid  and  especially  its 
behaviour  towards  silver.  N.  H.  51. 

Allylethylsuccinic  Acids.  By  E.  Hjelt  {Ber.,  22,  2906).— 
Allylbutenyltricarboxylic  acid  was  heated  until  the  evolution  of 
:i  carbonic  anhydride  ceased,  and  the  residue  was  crystallised  from 
i  boiling  water.  Two  isomeric  allylethylsuccinic  acids ,  CoHuOi, 
were  obtained.  The  para-acid  crystallises  in  small,  rhombic  scales, 
sparingly  soluble  (1  :  110)  in  water,  and  melts  at  155 — 156°;  the 
•  anti-acid  crystallises  iu  small  plates,  more  readily  soluble  (1  :  37)  in 
.  water,  and  melts  at  110 — 115°.  L.  T.  T. 

j 

i  Action  of  Bromine  on  Ethyl  Oxalacetate.  By  W.  Wislicemjs 
i  (Ber.,  22,  2912 — 2915). —  Ethyl  dibromoxalacetate , 

COOEt-CO-CBr/COOEt, 

I 

is  formed  by  treating  a  solution  of  the  acetate  in  an  indifferent 
solvent  with  a  slight  excess  of  bromine.  It  forms  a  colourless,  oily 
1  liquid  which  boils  at  165  —168°  under  20  mm.  pressure  ;  it  is  in¬ 
soluble  in  water,  and  gives  no  coloration  with  ferric  chloride.  It  is 
easily  decomposed  by  bases,  the  resolution  taking  place  between  the 
ketone-  and  dibromo-groups.  Ammonia,  for  instance,  yields  oxaniide, 
j  dibromacetamide,  and  alcohol ;  whilst  phenylhydrazine  yields  oxalic 
[  diphenylhydrazide  (CO-N>H2Ph)2. 

j  Ethyl  monobromoxalacetate,  COOEt-CO’CHBi-COOEt,  is  obtained 
by  the  action  of  exactly  the  theoretical  quantity  of  bromine  on  pure 
ethyl  oxalacetate  in  carbon  bisulphide  solution;  its  purification  is 
possible  by  fractional  distillation  iu  a  vacuum,  but  is  most  easily 
effected  by  the  crystallisation  of  the  sodium-derivative.  It  is  an  oil 
boiling  at  144 — 147°  under  8 — 12  mm.  pressure.  Its  alcoholic  solu- 
tion  is  coloured  intensely  red  by  ferric  chloride.  Attempts  to  isolate 
,  the  acid  COOH*CO-CfcL(OH)-COOH  by  substituting  hydroxyl  for  the 
bromine  proved  futile,  although  this  acid  seems  to  be  formed,  but 
immediately  decomposed  again.  L.  T.  T. 

Tricarballylic  Acid.  By  W.  O.  Emery  (Ber.,  22,  2920 — 2924). 
—Tricarballylic  chloride ,  C6H5CI3O.,,  prepared  by  the  action  of  plios- 
"  phoric  chloride  on  the  acid,  forms  a,  thick,  pale-yellow  oil  boiling, 
with  slight  decomposition,  at  140°  under  14  mm.  pressure.  Tricar b- 

allylanilide,  C3Ha(CONHPh)3,  obtained  by  the  action  of  aniline  on 
the  chloride,  crystallises  in  very  thin,  wdiite  needles  melting  at  252°. 

!  Trimethyl  tricarballylate,  C3Ha(COOMe)3,  is  a  colourless  liquid  boiling 
j  at  150°  under  13  mm,  pressure  ;  sp.  gr.  —  l- 18221  at  20J  (water  at 
4°  =  1).  With  concentrated  aqueous  ammonia,  it  yields  tricabal l yl- 
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amide,  C3H5(C0NH2)3,  which  .crystallises  in  long  prisms  easily  soluble 
in  water,  very  sparingly  in  alcohol,  ether,  chloroform,  &c.,  and  melt¬ 
ing  with  decomposition  at  205 — 207°  to  a  black  liquid. 

L.  T.  T. 

Phenylthiophen.  By  A.  Renakd  ( Compt .  rend.,  109,  699 — 700). — 
When  a  mixture  of  the  vapours  of  toluene  and  sulphur  in  equal  propor¬ 
tions  by  weight  is  passed  through  an  iron  tube  heated  to  dull  l'edness, 
the  products  are  hydrogen  sulphide,  carbon  bisulphide,  and  a  blackish 
substance  which  solidifies  on  cooling.  If  the  latter  is  distilled,  it 
yields  some  carbon  bisulphide  and  unaltered  toluene,  and  a  yellow, 
solid  substauce  which  is  purified  by  repeated  crystallisation  from 
alcohol.  A  portion  of  the  product  is  only  very  slightly  soluble  in 
alcohol,  and  consists  of  another  thiophen-derivative. 

Phenylthiophen,  C4SH3PI1,  forms  brilliant,  white  plates,  which  melt 
at  170°,  sublime  easily,  and  boil  at  about  300°.  It  is  only  slightly 
soluble  in  cold  alcohol,  more  soluble  in  boiling  alcohol,  very  soluble 
in  benzene,  light  petroleum,  chloroform,  and  carbon  bisulphide,  but 
less  soluble  in  ether.  With  isatin  and  sulphuric  acid,  it  gives  a 
blue  coloration,  and  with  phenanthraquinone  and  sulphuric  acid,  a 
green  coloration.  Chromic  acid  in  presence  of  acetic  acid  converts 
it  into  benzoic  acid. 

Dibronwphenylthiophen,  CfdBBr-CbSl^Br,  is  obtained  by  the  action 
of  excess  of  bromine,  and  forms  very  small,  white  crystals,  which 
melt  at  195°,  and  are  almost  insoluble  in  all  ordinary  solvents,  but 
dissolve  to  some  extent  in  carbon  bisulphide.  It  gives  a  green 
coloration  with  phenanthraquinone  and  sulphuric  acid,  and,  when 
oxidised,  yields  parabrombenzoic  acid,  melting  at  251°. 

Dinitrophenylthiophen,  CsHjNCVCiSHyXCh,  is  obtained  by  the 
gradual  addition  of  pbenylthiophen  to  fuming  nitric  acid.  It  forms 
a  yellow,  nou-crystallisablc  powder  which  melts  at  178°,  is  almost 
insoluble  in  all  ordinary  solvents,  and,  when  oxidised,  yields  para- 
nitrobenzoic  acid  melting  at  233°. 

Phenylthiophendim Ip honic  acid  is  formed  by  heating  phenylthiophen 
with  ordinary  sulphuric  acid  at  a  temperature  of  50°  to  60°  ;  it  yields 
a  barium  salt  which  is  very  soluble  in  water  and  very  difficult  to 
crystallise. 

Phenylthiophentetrasulphonic  acid  is  obtained  by  the  action  of  Nord- 
hausen  acid  on  phenylthiophen  ;  its  barium  salt  is  very  soluble  in 
water.  C.  H.  B. 

Derivatives  of  Ethylbenzene.  By  W.  Suida  (Per.,  22, 
2919 — 2920). — With  regard  to  Sempotow ski’s  work  (this  vol.,  p.  54), 
the  author  points  out  that  orthethylphenol  and  its  sulphonic  acid 
have  already  been  described  by  Suida  and  Plohn  (Abstr.,  1881,  268) 
aud  others.  L.  T.  T. 

Xylylene  Sulphides.  By  E.  Hjelt  (Per.,  22,  2904 — 2905).— 
Ortho-xylylene  sulphide,  described  by  Leser  (Abstr.,  1884,  1313), 
crystallises  at  0°,  but  is  very  unstable,  changing  quickly  into  a  black 
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resin.  The  mercurochloride,  (C8HHS)2,HgCl3,  crystallises  in  soft,  long 
needles.  A  platiuochloride  and  a  bromide  were  also  obtained.  Oriho- 
xylylmelhi/lsulphine  iodide ,  SC8LIbMeI,  forms  yellowish  crystals 
melting  at  154 — 155°.  When  this  iodide  is  treated  with  water  and 
silver  oxide,  a  strongly  basic  sulphonium  hydroxide  is  formed. 

When  meta-  and  para-xylylene  sulphides  are  treated  with  potas¬ 
sium  sulphide,  insoluble,  white,  amorphous  compounds  are  formed. 
The  anthor  has  not  yet  obtained  them  quite  pure,  but  analyses 
leave  little  doubt  but  that  they  are  the  corresponding  meta-  and  para- 
xylylene  sulphides.  L.  T.  T. 

Ethereal  Oil  of  Betel-leaves.  By  J.  F.  Eykman  (Ber.,  22, 
2730 — 2754.  Compare  Bertram  and  Gildemeister,  Abstr.,  1SS9, 
863). — The  leaves  of  Ghavica  Betle  Miq.  when  distilled  with  water, 
yield  a  small  quantity  of  a  yellowish-green  oil  which  has  a  burning 
taste,  a  peculiar,  pleasant  smell,  and  is  feebly  lasvorotatory.  When 
shaken  with  concentrated  potash  it  is  partially  dissolved,  and  on 
adding  sulphuric  acid  to  the  solution,  a  phenol  (chavicol)  is  pre¬ 
cipitated.  The  portion  insoluble  in  alkali  can  be  separated  by 
fractional  distillation  into  two  principal  portions,  boiling  at  175 — 190° 
and  255 — 265°  respectively. 

Chavicol,  C9Hk>0,  is  a  colourless  liquid,  boils  at  about  237'’,  and  is 
soluble  in  alcohol,  ether,  chloroform,  and  light  petroleum  in  all 
proportions,  but  only  sparingly  in  water  aud  ammonia.  With  ferric 
chloride,  the  aqueous  solution  gives  a  bine  coloratiou,  which  disap- 
pearson  adding  alcohol.  Molecular-weight  determinations  by  Baonlt’s 
method,  vapour-density  determinations  carried  out  in  an  atmosphere 
of  hydrogen  nnder  reduced  pressure,  and  an  examination  of  its  re¬ 
fractive  properties  showed  that  the  molecular  formula  of  this  phenol 
is  C9Hi„0.  It  is  a  powerful  antiseptic,  its  action  on  bacteria  being 
five  times  as  strong  as  that  of  phenol  and  about  twice  as  strong  as 
that  of  eugenol.  The  e£/n/Z-derivati  ve,  C9H9‘OEt,  prepared  by  heating 
chavicol  with  potash  and  ethyl  iodide  in  alcoholic  solution,  is  a 
colourless  liquid  boiling  at  about  232°  ;  when  oxidised  with  chromic 
acid,  it  yields  parethoxybenzoic  acid  (m.  p.  195°).  Its  molecular 
formula  was  found  to  be  CnHuO,  by  the  same  methods  ns  those 
employed  in  the  case  of  chavicol.  The  me/AyZ-derivativc,  C9H9-OMe, 
prepared  in  like  manner,  is  a  colourless  liquid  boiling  at  about  220; 
its  molecular  weight,  determined  optically,  was  found  to  be  151. 
When  oxidised  with  potassium  permanganate,  it  yields  anisic  acid 
and  an  acid  of  lower  melting  point,  probably  paramethoxyphenyl- 
acetic  acid. 

The  fraction  boiling  at  175 — 190°  and  insoluble  in  alkali  (see 
above)  probably  contains  several  terpeues,  perhaps  also  cymcnc  and 
cineole,  bnt  it  is  free  from  pirienc ;  no  pure  compound  could  be 
isolated  from  the  mixture. 

The  fraction  boiling  at  255 — 205°  contains  a  colourless  sesqui¬ 
terpene,  C|SH2l,  boiling  at  about  200°. 

Chavicol  has  most  probably  the  constitution  OH’OsII^ClI.’CIECIlj 
[=  1  :  4],  as  is  shown  by  its  chemical  properties  and  also  by  its  low 
refractive  power. 
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An  optical  examination  of  isosafrole  and  isoeugenol  showed  that 
both  compounds  probably  contain  the  propenyl-group — CHlCHMe. 

F.  S.  K. 

Safrole.  By  T.  Poleck  (Ber.,  22,  2861 — 2863). — When  safrole  is 
oxidised  with  potassium  permanganate,  it  yields  piperonal,  piperonylic 
acid,  formic  acid,  acetic  acid,  oxalic  acid,  and  carbonic  anhydride,  but 
no  propionic  acid  is  formed,  as  stated  by  Sehiff  (Abstr.,  1884,  1338); 
this  result  is  in  accordance  with  the  view  that  safrole  is  the  methylene 
ether  of  an  allyldihydroxybenzene.  F.  S.  K. 

Phloroglucinol.  By  Z.  H.  Skraup  ( Monatsh .,  10,  721 — 725). — 
The  author  has  previously  described  the  action  of  benzoic  chloride 
on  phloroglucinol  in  presence  of  alkalis  (Abstr.,  1889,  1152),  and  has 
now,  by  careful  fractional  crystallisation  of  the  product  from  benzene,  i 
succeeded  in  obtaining  the  following  compounds  in  a  state  of  purity. 
lJiresorrinyl  tetrabenzoate,  C|3H604Bz4,  is  readily  soluble  in  hot  benzene, 
and  crystallises  from  it  on  cooling  in  prisms  melting  at  199°.  Phloro- 
glucinyl  tribenzoate ,  (AH3O3BZ3,  is  insoluble  in  water,  only  slightly 
soluble  in  alcohol,  and  crystallises  from  benzene  in  plates  or  scales 
melting  at  173 — 174°. 

Commercial  phloroglucinol  may  best  be  purified  by  first  converting 
it  by  means  of  potassium  hydrogen  carbonate  into  phloroglucinol- 
carboxylic  acid  (which  maybe  obtained  free  from  other  compounds  by 
taking  advantage  of  the  fact  that  it  is  soluble  with  difficulty  in  a 
solution  of  potassium  carbonate  and  alcohol),  and  afterwards  repro¬ 
ducing  the  phloroglucinol  by  boiling  the  pure  carboxylic  acid  with 
water  (compare  Will,  Abstr.,  18tt5,  906).  Gf.  T.  M. 

Action  of  Alkalis  and  Ammonia  on  Halogen-substituted 
Quinones.  By  F.  Kehrmann  {J.  pr.  Chem.  [2],  40,  365 — 375). — 
Paradiethoxydichloroquinone  (Abstr.,  1889,  707)  melts  at  97 — 98°;  it 
has  the  same  formula  as  Stenhouse’s  ethyl  chloranilate,  obtained  by 
the  action  of  ethyl  iodide  on  silver  chloranilate,  but  is  not  identical 
with  it.  The  author  distinguishes  the  former  as  the  /3-compound, 
and  the  latter  as  the  a-compound.  Both  are  obtained  by  the  action 
of  potassium  ethoxide  on  chloranil,  but  the  /3-compound  largely  pre¬ 
dominates  when  the  solution  is  weak  and  the  temperature  low.  If  I 
the  reaction  for  preparing  the  /3-compound  ( loc .  cit.)  is  allowed  to 
proceed  near  the  boiling  point  of  alcohol,  a  considerable  quantity  of  the 
a-compound  crystallises  with  the  /3-compound,  and  may  be  separated  1 
from  it  by  fractional  crystallisation  from  hot  alcohol,  in  which  the 
a-compound  is  more  soluble,  as  small,  red  needles  melting  at 
104 — 105°.  The  a-compound  cannot  be  changed  into  the  /3-compound, 
or  vice  versa ,  by  crystallisation. 

The  /3-  and  a-methyl-compounds  are  also  both  produced  by  the 
action  of  potassium  methoxide  on  chloranil,  the  /3-compound  pre¬ 
dominating  when  the  temperature  is  lower.  By  crystallisation  from 
benzene,  the  dimethoxydichloroquinone  (/3-compound)  is  separated  at 
first,  either  as  grains  or  needles,  melting  at  157 — 158°,  not  130° 
{loc.  cit.).  The  methyl  chloranilate  (a-compound)  separates  from  the 
mother  liquor  of  the  /3-compound  in  leafy  crystals  melting  at  t 
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141 — 1 42°,  and  identical  with  those  obtained  by  the  action  of  methyl 
iodide  on  silver  chloranilate. 

By  acting- on  the  jt-etliy  1-compound  with  ammonia  and  with  aniline, 
chloranilamide,  and  chloranilanilide  are  obtained  respectively;  they 
are  identical  with  the  amide  and  anilide  produced  by  the  action  of 
ammonia  and  aniline  on  chlornnil,  and  are,  therefore,  paradiamido- 
paradichloroqninone  [02  :  CL  :  (XH2)2  =  1  :  4  :  2  :  5  :  3  :  0]  and  para- 
dianil idoparadichloroquinone  [02  :  CI2  :  (MHPh)2  —  1  :  4  :  2  :  5  :  3 :  0] 
respectively. 

When  the  /3- ethyl-compound  is  heated  with  excess  of  aniline  in 
alcohol  for  some  time,  it  becomes  dark-green,  and  dark -green  crystals 
with  a  violet  iridescence  separate.  With  ammonia  instead  of  aniline, 
a  deep-violet  colour  is  produced,  and  by  diluting  the  alcoholic  solution 
with  water  dark  violet  needles  are  obtained.  When  the  /3-compound 
is  heated  with  excess  of  aqueous  potash,  most  of  it  is  converted  into 
potassium  chloranilate  ;  but  if  dilute  potash  is  added,  drop  by  drop,  in 
slight  excess  to  a  cold  alcoholic  solution,  the  liquid  becomes  suc¬ 
cessively  violet,  yellow-red,  and  colourless;  if  now  heated  it  becomes 
permanently  violet,  and  a  violet  potassium  salt  may  be  crystallised 
out.  These  matters  are  still  under  investigation. 

When  the  /4-compound  is  shaken  with  stannous  chloride  in  ethereal 
solution,  the  /3-quinol  only  is  obtained,  but  if  an  acetic  acid  solution 
is  so  treated  both  the  /3-quinol  and  «-quinol  are  obtained.  The 
a-eompound  yields  only  the  a-qninol. 

a-  Diethoxy dichloroquinol  melts  at  151 — 152°,  not  148 — 150°  (loc. 
cit.). 

fi-T)  iethoxy dichloroquinol  forms  lustrous,  colourless  leaves  or  needles 
melting  at  10S — 10*4° ;  in  water  they  melt  at  70°,  the  greater  part 
dissolving  and  separating  again  on  cooling. 

ot-Dirnethoxyclichloroquinol  forms  short,  colourless  prisms  melting  at 
195 — 196°,  soluble  in  the  ordinary  solvents  except  water. 

B-Dimethoxydichloroquinol  forms  colourless  prisms  melting  at 
156-157°.  A.  G.  B. 

Paratoluidine  Oxalate.  By  E.  Borvemaxn  ( Btr .,  22,  2710). — 
Paratoluidine  oxalate,  C8H7ISrH2,C204H2,  crystallises  with  T  mol.  of 
water.  B.  S.  K. 

Action  of  Bromine  on  Paratoluidine  in  the  Presence  of 
Concentrated  Sulphuric  Acid.  By  R.  Hafxer  (fier.,  22, 
2902—2904;  compare  this  vol.,  p.  37). — 125  grams  of  bromine  was 
added  to  a  solution  of  30  grams  of  paratoluidine  in  400  grams  of 
sulphuric  acid,  and  the  whole  allowed  t  >  remain  for  10  days.  A  good 
deal  of  paratoluidine  remained  unchanged,  whilst  metabromopara- 
toluidiue  and  orthobromoparatoluidine  were  formed.  Sulphuric  acid, 
therefore,  seems  to  have  a  tendency  to  promote  the  formation  of  a 
meta-derivative,  as  was  noticed  ( loc .  cit.),  with  chlorine-derivatives. 

L.  T.  T. 

Action  of  Aluminium  Chloride  on  Dimethylaniline.  By  IT. 
Giraod  ( Bull .  Sac.  Chin i.  [3],  1,  G91 — 693).  —  Aluminium  chloride  and 
dimethylaniline  combine  with  development  of  heat,  and  yield  a 
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substance  which  crystallises  in  long  prisms  melting  at  88°;  no  reac¬ 
tion,  however,  obtains  when  the  original  compounds  are  heated  in 
sealed  tubes  at  250°  for  10  hours. 

Dimethylaniline,  when  heated  with  excess  of  aluminium  chloride  in 
presence  of  air,  yields  a  base  which  crystallises  from  alcohol  in  small, 
felted  needles  melting  at  195°,  and  coloured  green  by  oxidising  agents  ; 
it  is  a  tetramethylbenzidiue,  NMea'CeHj'CfiH^NMes. 

From  dimethylaniline  containing  dimethyltoluidine,  by  similar 
treatment,  a  base  melting  at  90°,  coloured  blue-violet  by  oxidising 
agents,  and  which  appears  to  be  tetramethyldiamidophenylmethane, 
is  obtained.  The  author  is  continuing’  the  research.  T.  G.  N. 

Condensation  of  Phenylenediamines  with  Butaldehydes.  By 

Lassak-Cohn  ( Ber .,  22,  2724—2726). — A  compound,  CioHuN*.  is 
formed  when  orthophenylenediamine  (10'8  grams)  is  mixed  with  a 
quantity  of  alcohol  insufficient  for  complete  solution,  and  then  treated 
with  isobutahlehyde  (7’2  grams);  the  mixture  is  boiled  for  a  short 
time,  and  the  crystalline  compound  which  separates  on  cooling  is  | 
purified  by  pouring  its  alcoholic  solution  into  warm  water.  It  sub¬ 
limes  in  colourless  needles,  melts  at  233°,  and  is  very  readily  soluble 
in  alcohol,  but  almost  insoluble  in  ether.  The  hydrochloride , 
C|0HuN2,HC1,  crystallises  from  water  and  alcohol,  melts  at  184°, 
has  not  poisonous  properties,  and  forms  a  golden  plat ino chloride, 
(C.oHuN,),,  H.dPtCl6. 

An  isomeric  compound  is  obtained  in  like  manner  from  isobutalde- 
kyde  and  metaphenylenediamine ;  it  melts  at  216°,  and  separates 
from  benzene  and  chloroform  in  crusts.  The  platinochloride  has  the 
composition  (CboHu^^H^PtCb. 

lsobutaldehyde  and  paraphenylenediamine  yield  an  oily  base,  the 
plat inochloride  of  which  has  the  composition  (CmHu^bjHjPtCls,  but 
neither  the  base  nor  the  hydrochloride  could  be  obtained  in  crystals. 

Normal  butaldehyde  does  not  react  with  orthophenylenediamine  in 
solution  in  absolute  alcohol.  F.  S.  K. 

Fluorescent  Derivatives  of  Aromatic  Metadiamines.  By  H.  , 

Schiff  and  A.  Vanni  ( Annalen ,  253,  319 — 335  ;  compare  Scb iff,  i 
Aunalea,  140,  97,  and  159,  64). — Metatoluylenediamine  combines  | 
with  oenanthaldehyde,  yielding  a  compound  of  the  composition 
C7H6N.,(C7H1()2 ;  if  the  reaction  takes  place  in  the  cold,  the  alcoholic 
solution  of  the  product  is  only  slightly  finorescent  until  after  the 
addition  of  a  few  drops  of  hydrochloric  acid.  When  metatolnylene- 
diamitie  is  warmed  for  a  few  hours  with  a  slight  excess  of  oenanth¬ 
aldehyde.  an  orange,  vitreous  mass  is  obtained  the  alcoholic  solution 
of  which  is  highly  fluorescent.  This  product  consists  of  a  portion 
readily  soluble  in  cold  alcohol,  probably  methyltetrahydrodibntyl- 
phenanthroline,  and  a  portion  which  is  only  sparingly  soluble;  they 
both  resemble  the  original  product,  are  very  stable,  and  are  not  de¬ 
composed  by  warm  hydrochloric  acid. 

A  red  compound,  probably  dibutyloctohydrophenanthroline,  is 
formed  when  oenanthaldehyde  is  added  to  a  warm  alcoholic  solution 
of  metaphenylenediamine  hydrochloride,  and  the  solution  shows  a  j 
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green  fluorescence;  a  thick  oil  remains  on  evaporation,  readily  soluble 
in  benzene,  bnt  more  sparingly  in  ether,  and  insoluble  in  water.  The 
platinochloride  seems  to  have  the  composition  (C2uH32N2).>,H2PtCl<;. 

Acetaldehyde,  or  paraldehyde,  combines  with  metaphenylenedia- 
mine  hydrochloride  in  alcoholic  solution  forming  a  red,  semi-solid  com¬ 
pound  the  solutions  of  which  are  deep-orange  and,  especially  when 
dilute,  showa  green  fluorescence.  On  adding  ammonia  to  an  aqueous 
solution  of  the  crude  product,  the  free  base,  probably  dimethyltetra- 
hvdrophenanthroline,  is  precipitated  in  the  form  of  a  rcddisli-brown, 
unstable  powder.  The  plat  inodd  or  ide,  (CuH16N?)2lH)PtCl6,  is  an 
orange,  amorphous  compound  which  dissolves  sparingly  in  alcohol, 
yielding  a  highly  fluorescent  solution.  When  the  base  is  oxidised 
with  potassium  permanganate,  it  yields  an  acid,  and  this,  like  the 
base  itself,  gives  considerable  quantities  of  pyridine-derivatives  ou 
distillation. 

Metaplienylenediamine  and  metatoluylenediamine  hydrochlorides 
give  analogous  compounds  (alkyl  hydrophenanthroline  salts)  with 
other  aldehydes  of  the  fatty  series. 

1  Salicylolmetaphenylenediamine  hydroddoride, 

:  c6h1(x:ch-c6HjOH)2,hci, 

prepared  by  treating  phenylenediamine  hydrochloride  with  salicylic 
1  aldehyde  in  alcoholic  solution,  is  an  orange,  crystalline  compound. 

The  free  base  is  a  yellow,  flocculent  substance  soluble  in  alcohol  and 
I  hydrochloric  acid  ;  it  is  decomposed  by  acids  or  by  prolonged  boiling 
|  with  water.  The  platinochloride,  H2PtCU,  is  a  cinnabar- 

red  powder. 

Salicylolmetatoluylenediamlne,  C7Hc(NlCH*C6H4,OH)2,  crystallises 
from  a  mixture  of  alcohol  and  benzene  in  long,  yellow  needles  and  is 
I  readily  soluble  in  ether  and  benzene  but  only  sparingly  in  alcohol. 
It  has  only  feeble  basic  properties,  is  soluble  in  moderately  concen¬ 
trated  potash,  and  is  converted  into  a  low-melting  acetyl-derivative 
j  by  acetic  acid. 

Cuminoliuetatoluylenediamine,  C;H6(NlCH>C6H4Pr)2,  is  a  yellow, 
crystalline  powder,  melts  at  about  99°  with  decomposition,  and  is 
I  very  readily  soluble  in  benzene  and  ether;  it  has  no  basic  properties 
|  and  its  solutions  do  not  fluoresce. 

j  Cinnamaldehyde  combines  with  metaphenylenediamine  hydro- 
>  chloride  in  warm  alcoholic  solution,  yielding  an  orange,  unstable 
j  powder,  most  probably  tetrahydrodiphenylphenanthroline  hydro- 
:  chloride.  Cinnamaldehyde  and  metaloluyienediamine  hydrochloride, 

I  under  the  same  conditions,  give  a  red,  microcrystalline  salt,  the  very 
i  dilute  solutions  of  which  show  a  feeble  fluorescence;  the  platino¬ 
chloride  is  a  yellowish-red,  crystalline  powder  soluble  in  alcohol. 

Cinnamolmttatoluylenediamine,  C7H6(NICH,CP1  !CHPh)2,  is  pre- 
,  cipitated  as  an  orange  powder  when  cinnamaldehyde  is  treated 
with  metatolulencdiamine  in  dilute  alcoholic  solution  ;  it  melted  at 
about  180°  but  could  not  be  obtained  in  a  pure  condition.  It  com¬ 
bines  with  bromine  (2  mols.)  yielding  a  red,  unstable  powder. 

|  Amidophenyleneoxamic  acid  combines  with  fatty  aldehydes  in 
S  alcoholic  hydrochloric  acid  solution,  yielding  compounds  which  show 


140 


ABSTRACTS  OF  CHEMICAL  PAPERS. 


a  slight  green  fluorescence.  When  the  ammonium  salt  of  this  acid 
is  treated  with  a  mixture  of  furfuraldehyde  and  aniline  hydrochloride, 
a  red  dye  is  formed. 

Paraphenylenediamine  and  orthotoluylenediamine  do  not  give 
fluorescent  condensation-products  with  aldehydes  of  the  fatty  series. 

F.  S.  K. 

Azotoluenes  and  Azoxytoluenes.  By  J.  V.  Janovsky  ( Monatsh ., 
10,  585 — 601 ;  compare  Abstr.,  this  vol.,  p.  302  and  865).  Mononitro- 
imrazotnluene  is  best  obtained  by  heating  at  30°  a  mixture  of  azotol¬ 
uene  with  one- fifth  of  its  weight  of  nitric  acid  of  sp.  gr.  1'43.  It  may 
be  recrystallised  from  alcohol,  melts  at  80°,  and  has  the  formula — 

N02-C6H3Me-N2-CsH4Mes 

since  on  reduction  with  tin  and  hydrochloric  acid  it  yields  a  mixture 
of  paratoluidine  and  /i-toluylendiamine  [Me  :  (NHo),  —  1:3:4]  melt¬ 
ing  at  88°. 

If  in  the  above  mentioned  operation  the  temperature  is  allowed  to 
rise  above  30°,  or  if  a  stronger  acid  is  used,  dinitroazotoluene 
[Me2  :  (NO»)> :  N,  —  1,1 :  3,3:  4,4],  melting  at  114°  is  formed.  On  re¬ 
duction  with  alcoholic  stannous  chloride,  this  yields  /3-toluylendi- 
amine  and  must  consequently  be  regarded  as  the  symmetrical  com¬ 
pound.  The  two  trinitronzotoluenes  previously  described  (loc.  cit.) 
which  melt  at  138°  and  139°  respectively,  are  both  converted  on 
reduction  into  (3-toluylendiamine  and  the  same  triamidotoluene 
[Me  :  (XH3)3  =  1 :  2  :  3  :4],  the  hydrochloride  of  which  crystallises  iu 
scales  which  become  coloured  on  exposure  to  the  air;  they  must  con¬ 
sequently  be  regarded  as  physical  isomerides  having  respectively  the 
formulae — 

_ NO,  NO,  NO,  _ NO,  _ 

Nn  ;  n/  Nile  and  Mc<^  ^>N  ;  N<^  ^>Me. 

no7"no.2 

G.  T.  M. 

Amidoximes  and  Azoximes.  By  F.  Tiehann  ( Ber .,  22,  2942 — 
2946). — This  paper  gives  a  short  resume  of  the  work  previously  done 
on  the  subject  of  diamidoxnnes  and  diazoximes  by  the  author  and  his 
collaborators. 

The  oxaleneamidoximes,  succineneamidoximes,  glutareneamid- 
oximes,  isophthaleneamidoximes,  and  hometereplithaleneamidoximes 
are  soluble  in  boiling  water  and  alcohol,  very  sparingly  so  in  ether. 
Their  aqueous  solutions  show  very  strongly  the  characteristic  arnid- 
oxime  reactions.  The  hydrochlorides  of  the  diamidoximes  contain 
2  mols.  of  hydrogen  chloride  and  are  highly  crystalline,  but  easily  lose 
a  part  of  the  hydrogen  chloride.  The  replacement  of  the  two  hydro¬ 
gens  of  the  two  oximide-gronps  takes  place  in  a  normal  way,  but 
hitherto  all  attempts  to  displace  only  one  of  these  atoms  have  proved 
unavailing.  The  acid  derivatives  of  the  diamidoximes, 

no(cor):c(nh2)-it-c(xh):no-cor, 

pass  less  easily  into  the  azoximes  than  the  corresponding  derivatives 
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of  monamidoximes.  The  diuzoximes  so  formed  have  the  general 

formula  The  diamidoximes  of  such 

dicarboxylic  acids  as  easily  form  imides  decompose  very  readily  into 
imido-dioximes  of  the  formula: — 


:C-C(N-OH).  X,TT  ,  n-C(N-OH).  _ 

:c-c(n-oh)>i'h’  a,,d  •c<c-c(x-oe,>nh’ 

thus  forming  compounds  with  5-  and  6-atom  closed  rings  which 
are  soluble  in  water,  are  sometimes  basic,  sometimes  acid  in  ehaiacter, 
and  usually  yield  stable  silver-derivatives. 

When  hydroxylamine  (1  mol.)  acts  on  such  dinitriles  as  yield 
imidodioximes  (1  mol.),  basic  derivatives  are  formed  isomeric  with 
cyano-amidoximes.  The  constitution  of  these  compounds  is  not  yet 
fully  proved,  but,  as  an  example,  that  obtained  from  orthoeya  nobenzyl 
cyanide  is  probably  represented  by  the  formula — 


NH:C<QcH|'C^:>C-yH2. 


L.  T.  T. 


Formation  of  Benzaldoxime.  By  B.  Lachowicz  (Her.,  22, 
2H87 — 2888). — Benzaldoxime  is  best  prepared  by  triturating  hydro- 
benzamide  (1  mol.)  with  hydroxylamine  hydrochloride;  ihe  reaction 
is  at  an  end  in  10  to  15  minutes,  and  on  adding  water  the  benzald- 
oxime  is  precipitated  as  an  oil.  F.  S.  K. 

Amidoximes  and  Azoximes.  By  F.  Tiemanx  ( Ber .,  22,  2758 — 
2761). — The  author  makes  a  few  general  remarks  on  the  papers  of 
Biedermann  (this  vol.,  p.  175),  Spilker  (next  abstract),  and  Miller 
(this  vol.,  p.  144).  F.  S.  K. 


Nitrogen-derivatives  of  Salicylic  Acid.  By  A.  Spilker  (Ber., 
22,  2767 — 2790). — Salieylamide  is  best  prepared  by  heating  ethyl 
salicylate  at  100°  with  concentrated  ammonia;  it  melts  at  138°. 

Dibromosalicyl amide,  OH-Csl^BiyCONHo,  prepared  by  treating  a 
warm,  concentrated  aqueous  solution  of  the  amide  with  excess  of 
bromine-water,  crystallises  from  dilute  alcohol  in  colourless  needles, 
melts  at  183°  with  decomposition,  and  is  readily  soluble  in  alcolml, 
ether,  and  alkalis,  more  sparingly  in  benzene  and  chloroform.  In 
aqueous  alcoholic  solutions,  ferric  chloride  produces  a  reddish-violet 
coloration. 

Salicylothiamide,  OH-C6H4'CSy  H2,  is.obtained,  together  with  several 
other  compounds,  when  the  amide  is  melted  with  phosphorous  penta- 
sulphide.  It  crystallises  from  hot  water  in  colourless  needles,  melts  at 
117 — 118°,  and  is  readily  soluble  in  alcohol,  ether,  chloroform,  benzene, 
hot.  water,  and  alkalis.  It  is  slowly  converted  into  the  amide  when 
boiled  with  -water  or  alkalis.  Ferric  chloride  in  dilute  aqueous  solu¬ 
tions  produces  a  violet  coloration,  and  a  brownish-black  precipitate  is 
formed  on  heating.  Lead  acetate,  copper  sulphate,  and  silver  nitrate 
also  produce  precipitates  in  the  cold  or  on  warming;  these  compounds 
darken  in  colour  with  separation  of  the  metal. 

Salicylonitrile,  OH>C6H4’Cy,  is  best  prepared  by  distilling  the 
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tliiamide  under  reduced  pressure  ;  it  crystallises  in  colourless  needles, 
melts  at  98°,  boils  at  195°  (180  mm.),  and  is  readily  soluble  in  alcohol, 
ether,  benzene,  and  chloroform,  but  only  sparingly  in  cold  water. 
With  ferric  chloride,  aqueous  solutions  give  a  violet  coloration, and  with  , 
bromine-water  a  colourless,  crystalline  precipitate.  The  compound 
(m.  p.  195°)  obtained  by  Grimaux  (Bull.  Soc.  Chim.,  13,  26)  by  heat-  ! 
ing  salicylamide  with  phosphoric  anhydride,  and  also  by  Ahrens  J 
(Abstr.,  1888,  266)  from  orthamidophenol  by  Sandmeyer’s  reaction, 
is  not  salicylonitrile,  although  the  latter  can  be  obtained  by  both  these 
methods. 

Dihromosalieylthiamide,  OH'CflH2BiyCS*NHo,  is  obtained  when  the  I 
tliiamide  is  treated  with  excess  of  bromine  in  dilute  alcoholic  solution  ;  j 
if  a  solution  containing  salicylthiamide  and  salicylamide  is  gradually 
treated  with  bromine- water,  monobromosalicylthiamide  is  precipitated 
first,  the  amide  remaining  in  solution.  Dibromosalicyl tliiamide 

crystallises  from  alcohol  in  dark- violet,  microscopic  needles,  melts  at 
about  230°  with  previous  softening,  and  is  moderately  easily  soluble 
in  alcohol,  ether,  benzene,  and  chloroform,  yielding  violet  solutions, 
but  is  insoluble  in  water  ;  it  dissolves  unchanged  in  alkalis,  forming  a 
dark-violet  solution.  In  alcoholic  solutions,  silver  nitrate,  copper 
sulphate,  and  lead  acetate  produce  dark-red  precipitates. 

Salicenylaviidozime,  OH*C6H4*C(NH2);NOH,  prepared  by  boiling 
the  tliiamide  with  hydroxylamine  hydrochloride  and  sodium  carbonate 
in  dilute  alcoholic  solution,  crystallises  from  water  and  benzene  in  thick, 
colourless  needles,  melts  at  98 — 99°,  and  is  readily  soluble  in  alcohol, 
ether,  chloroform,  acids,  and  alkalis ;  in  aqueous  solutions,  ferric 
chloride  produces  an  intense  violet  coloration,  Febling’s  solution  and 
copper  sulphate  a  greenish  precipitate,  and  silver  nitrate,  on  warming, 
a  metallic  mirror.  The  hydrochloride,  C7H8N203,HC1,  melts  at  175° 
and  is  very  readily  soluble  in  water.  The  platinochloride,  I 

(C7H8X202)2,H2PtCl6,  ! 

forms  small,  ill-defined  crystals,  and  is  readily  soluble  in  water  and 
alcohol.  The  sodiim-derivative,  C7H6X202Xa2,  is  precipitated  as  a 
colourless,  hygroscopic  powder  when  the  amidoxime  is  treated  with 
sodium  ethoxide  in  alcoholic  solution  and  a  large  volume  of  ether  then 
added.  The  compound  C7H7N202Na  is  obtained  in  like  manner  when 
sodium  ethoxide  (1  mol.)  is  employed  ;  it  is  a  colourless,  crystalline 
substance  and  is  very  hygroscopic.  The  co|iper-compound  has  the 
composition  CuH1.tN4O.tCu. 

Bihromosalicenylamidoxime,  OH-C6H.2Br2-C(NH2);NOH,  prepared 
from  dibromosalicenylthiamide  in  like  manner,  crystallises  from 
dilute  alcohol  in  colourless  plates,  melts  at  180°,  and  is  readily 
soluble  in  alcohol,  ether,  acids,  and  alkalis,  but  more  sparingly  in 
chloroform,  benzene,  and  light  petroleum,  and  very  sparingly  in 
water.  In  alcoholic  solutions,  copper  sulphate  produces  a  greenish 
precipitate,  ferric  chloride  a  reddish-violet  coloration  ;  alkaline  i 
solutions  reduce  silver  nitrate  and  give  a  green  precipitate  with 
Feliling’s  solution.  The  copper-derivative,  (C7H5N202Br2)2Cu,  is  | 
sparingly  soluble  in  water  and  alcohol.  I 

Salicenylamidoximesulphunic  acid,  SOaH-C6H3(OH)*C(NH3)iNOH,  is  J  I 
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obtained  when  the  amidoxime  is  heated  with  concentrated  sulphuric 
acid  at  about  150°:  it  separates  from  boiling-  water  in  colourless 
crystals,  does  not  melt  below  250°,  and  is  insoluble  in  alcohol,  ether, 
chloroform,  and  benzene,  and  only  very  sparingly  soluble  in  cold 
water.  The  salts  of  the  alkalis  and  alkaline  earths  are  readily 
soluble  in  water.  The  barium  salt,  (C-H,N2S05)2Ba,  separates  from 
hot  water  in  colourless,  ill-defined  crystals. 

BcnznylsaUcemjlamidoxime ,  OH-C«H4*C(NHs)!N  OBz,  crystallises 
from  dilute  alcohol  in  needles,  melts  at  173°,  and  is  readily  soluble  in 
ether,  alcohol,  chloroform,  and  benzene,  sparingly  in  alkalis,  and 
insoluble  in  water  and  acids.  It  gives  a  reddish-violet  coloration 
with  ferric  chloride  and  a  precipitate  with  bromine-water.  The 
ace/yZ-derivative,  OH,C6H4,C(NH2)!NOAc,  crystallises  from  warm 
water  in  colourless  plates,  melts  at  117°,  and  is  readily  soluble  in 
alcohol,  ether,  alkalis,  and  acids,  but  only  sparingly  in  chloroform, 
benzene,  and  water ;  in  dilute  alcoholic  solutions,  ferric  chloride 
produces  a  reddish-violet  coloration,  and  bromine-water  a  colourless 
precipitate. 

NO 

Salicenylbenzevyl  azoxime,  OH,CcH4*C<^:_  ^^>CPh,  prepared  by 

boiling  the  benzoyl -derivative  for  a  long  time  with  water  or  heating 
it  alone  at  ISO0,  separates  from  hot  dilute  alcohol  in  crystals,  melts  at 
128°,  and  is  readily  soluble  in  alcohol,  ether,  chloroform,  and  benzene, 
but  insoluble  in  water.  In  dilute  alcoholic  solutions,  copper  sulphate 
produces  a  green,  bromine-water  a  colourless  precipitate,  and  ferric 
chloride  a  violet  coloration  which  quickly  disappears.  The  ethenyl- 
|  azoxime ,  CgHgNjOj,  prepared  by  heating  the  acetyl-derivative  at  125° 

!  or  by  boiling  it  with  water  or  acetic  anhydride,  crystallises  from 
!  dilute  alcohol  in  colourless  needles,  melts  at  77°,  and  is  readily 
soluble  in  alcohol,  ether,  chloroform,  benzene,  and  alkalis,  but  only 
<  sparingly  in  water.  It  gives  the  usual  reactions  with  ferric  chloride, 
I  copper  sulphate,  and  bromine-water. 

Dibenzoylsaliceny l ami doxim e ,  OBz*C6H4,C(NH2)!NOBz,  is  obtained, 
together  with  ethyl  benzoate,  when  the  amidoxime  is  treated  with 
benzoic  chloride  and  sodium  ethoxide  in  alcoholic  ethereal  solution, 
i  It  separates  from  dilute  alcohol  in  colourless,  ill-defined  crystals, 

I  melts  at  127°,  and  is  readily  soluble  in  alcohol,  ether,  benzene,  and 
j  chloroform,  but  insoluble  in  water  and  acids  ;  it  gives  a  colourless 
j  precipitate  with  bromine- water,  and  it  is  decomposed  by  alkalis. 

N-0 

;1  The  corresponding  azoxime ,  OBz*CcH4’C<^  ^^>CPb,  can  be  pre- 

j  pared  by  boiling  the  dibenzoyl-derivaiive  with  water  or  by  heating  it 
j  above  150°  ;  also  by  treating-  salicenylbenzenylazoxime  with  benzoic 
j  chloride  and  sodium  ethoxide  in  alcoholic  solution.  It  crystallises 
5  from  alcohol  in  colourless  needles,  melts  at  120°,  and  is  readily 
I  soluble  in  benzene,  ether,  and  chloroform,  but  insoluble  in  water  and 
j  acids;  it  is  decomposed  by  warm  alkalis,  and  it  gives  a  colourless 
|  precipitate  with  bromine-water. 

I  Diaci'tylsulicmylamid oxime,  OAc,CGH4-C(NH.2);NOAc,  is  formed, 

«  together  with  the  corresponding  azoxime,  when  the  amidoxime  is 

t  treated  with  sodium  ethoxide  and  acetic  chloride  in  icc-cold  ethereal 
{ 
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solution,  but  it  cannot  be  obtained  in  a  pure  state.  The  azoxime , 
Ci,Hi,iiST-202,  is  best  prepared  by  treating  sodosalicenylethenylazoxime 
with  acetic  chloride  in  alcoholic  ethereal  solution.  It  crystallises 
from  dilute  alcohol  in  colourless  needles,  melts  at  74°,  and  is  very 
readily  soluble  in  alcohol,  ether,  chloroform,  and  light  petroleum,  but 
only  sparingly  in  water;  it  gives  a  colourless  precipitate  with 
bromine- water,  and  it  is  quickly  decomposed  by  alkalis. 

Salicenylethylamidoxime,  0H,C6H4,C(1S’H2)  iNOEt,  is  formed, 
together  with  its  ethyl-derivative,  when  the  amidoxime  is  heated  with  , 
sodium  ethoxide  and  ethyl  iodide  in  alcoholic  solution.  It  is  a  colourless  j 
oil,  boils  at  278°  (at  22*0°  under  150  mm.),  and  is  readily  soluble  in 
acids  and  alkalis,  but  insoluble  in  water,  and  only  sparingly  soluble  in 
light  petroleum.  In  dilute  alcoholic  solutions,  ferric  chloride  pro¬ 
duces  a  violet  coloration,  and  bromine-water  a  colourless  precipitate. 
The  ethyl- derivative,  OEt-C6H4-C(XH2)lNOEt,  is  a  colourless  oil, 
boils  at  195°  (180  mm.),  and  is  readily  soluble  in  acids,  but  insoluble 
in  water  and  alkalis. 

Salicenylethylamidoxime  chloride ,  OH’CeH.rCCKNOEt,  prepared  by 
warming  the  preceding  compound  with  sodium  nitrite  in  dilute  j 
hydrochloric  acid  solution,  is  a  colourless  oil,  boils  at  233 — 234°  (at  . 
178° under  about  20  mm.),  and  is  readily  soluble  in  alkalis, but  insoluble  I 
in  water  and  dilute  acids  ;  it  gives  a  reddish-violet  coloration  with 
ferric  chloride  and  a  colourless  precipitate  with  bromine- water. 

/Srth'ce?iyZpAe«yhtramf£/o«m?e,OH-C6H4'C(NOH)*NH*CO‘NHPh,pre- 
pared  by  triturating  the  amidoxime  with  phenylcarbimide,  crystal¬ 
lises  from  dilute  alcohol  in  colourless  plates,  melts  at  119°  with  de-  j 
composition  when  heated  quickly,  and  is  readily  solnble  in  alcohol, 
ether,  and  alkalis,  moderately  easily  in  benzene,  chloroform,  and 
acids,  and  insoluble  in  water ;  it  gives  the  usual  reactions  with  ferric 
chloride  and  bromine- water. 

Salicenylethylamidoxime  and  its  ethyl-derivative  combine  with 
phenylthiocarbimide,  yielding  compounds  which  are  insoluble  in 
water  and  do  not  crystallise  well.  Salicenylamidoxime  combines 
energetically  with  phenylthiocarbimide  forming  the  thiouramidoxime  | 
and  diphenylthiocarbamide.  I 

Salicenijlur amidoxime,  OH-C6H4,C(NOH)'ISTH-COKH:.,  crystallises 
from  dilute  alcohol  in  colourless  plates,  melts  at  14S°  with  decomposi¬ 
tion,  and  is  readily  soluble  in  alcohol,  benzene,  acids,  and  alkalis, 
moderately  easily  in  chloroform  and  ether,  and  sparingly  in  water ;  it 
gives  a  reddish-violet  or  reddish-brown  coloration  with  ferric  chloride. 

F.  S.  K.  , 

Anisenyl-.  Salicenyl-,  and  Methylsalieenyl-amidoxime.  By 
J.  A.  Miller  (Ber.,  22,  2790 — 2S01). — Auisaldoxime  melts  at  64°; 
Westenberger  (Abstr.,  18S4,  5S1)  gives  45°  as  the  melting  point  of 
this  compound.  Anisonitrile  melts  at  61 — 62°;  Henry  (Ber.,  2,  667) 
found  the  melting  point  to  be  56 — 57°. 

Anisenylamid  oxime,  OMe,C6H4*C(NH2)!NOH,  is  prepared  by  heat¬ 
ing  anisonitrile  for  6 — 8  hours  at  about  90°  with  hydroxylamine 
hydrochhuide  and  sodium  carbonate  in  dilute  alcoholic  solution;  the 
yield  is  SI  per  cent,  of  the  theoretical  quantity.  It  crystallises  from 
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lienzene  in  scales  and  from  hot  water  in  needles,  melts  at  122 — 12T', 
and  is  readily  soluble  in  alcohol,  ether,  chloroform,  acids,  and  alkalis, 
sparingly  in  hot  benzene  and  hot  water,  and  almost  insoluble  in  light 
petroleum.  The  hydrochloride ,  CaHi0N2O2,HCl,  is  crystalline,  melts  at 
168°  with  decomposition,  and  is  soluble  in  alcohol,  but  insoluble  in 
ether.  The  ethyl- derivative,  C|0Hlt.N2O2,  crystallises  from  dilute 
alcohol  in  prisms,  melts  at  51 — 52°,  and  is  readily  soluble  in  alcohol, 
ether,  benzene,  and  chloroform,  but  insoluble  in  light  petroleum. 
The  acrfyZ-derivative,  CioH12N203,  crystallises  from  dilute  alcohol  in 
prisms,  melts  at  106°,  and  is  readily  soluble  in  alcohol  and  cliloro 
form,  but  only  sparingly  in  benzene  and  ether.  The  azoxime, 

OMe-C6Ht-C<f  j^>CMe,  prepared  by  heating  the  acetyl-derivative 

alone,  or  with  water,  or  with  acetic  anhydride,  crystallises  in  colour¬ 
less  needles,  melts  at  68°,  and  is  readily  soluble  in  alcohol,  ether, 
benzene  and  chloroform,  but  more  sparingly  in  light  petroleum. 

N-0 

EthyUdeneanisenylamidoxime. ,  OMe-C6H4-C<^^^^CHMe,  is  ob¬ 


tained  by  dissolving  the  amidoxime  in  aqueous  acetaldehyde;  it  crys¬ 
tallises  from  alcohol  in  colourless  needles,  melts  at  127‘5°,  and  is 
readily  soluble  in  alcohol,  ether,  benzene,  and  chloroform,  but  ouly 
sparingly  in  light  petroleum. 

Ethyl  anisenylamidoximecarboxylate,  OMe-C6H4*C(Nfi2)iNO-COOEf, 
prepared  by  treating  the  amidoxime  with  ethyl  chlorocarbonate  in 
cold  chloroform  solution,  crystallises  from  dilute  alcohol  in  colourless 
plates,  melts  at  119 — 120°,  and  is  readily  soluble  in  alcohol,  but  more 
sparingly  in  ether  and  benzene. 


Anisenylcarbovylamidoxime , 


OMe-QdapC^^CQ,  crystallises 


from  dilute  alcohol  in  colourless  scales,  melts  at  208°,  and  is  readily 
soluble  in  alcohol,  ether,  and  chloroform,  but  only  sparingly  in 
benzene  and  light  petroleum. 

Benzoylauisenylamidoxime ,  CisHuN203,  separates  from  dilute 
alcohol  in  crystals,  melts  at  148°,  and  is  readily  soluble  in  alcohol, 
ether,  chlorofonn,  and  benzene,  but  insoluble  in  light  petroleum. 

N-0 

Anisenylbenzenylazoxime ,  OMe-C6IIrC<^- jj^CPh,  prepared  by 


heating  the  preceding  compound  alone,  or  with  water,  or  by  dissolv¬ 
ing  it  in  concentrated  sulphuric  acid,  crystallises  in  colourless  plates, 
melts  at  102‘5,  and  is  readily  soluble  in  alcohol,  ether,  chloroform, 
and  benzene. 

Anixenylpropenylazoxime-oj-carboxylic  acid , 


OMe-C6H4*C<^^>C-C2H4-COOH, 


is  obtained  when  the  amidoxime  is  melted  with  succinic  anhydride; 
jit  crystallises  from  dilute  alcohol  in  yellowish  needles,  melts  at 
(140-141°,  and  is  readily  soluble  in  alcohol,  ether,  and  chloroform, 
.but  only  moderately  in  benzene,  and  very  sparingly  in  light  petro¬ 
leum. 

;  Salicylonitrile  (compare  Spilker,  preceding  abstract)  can  be  pre- 
j  VOL.  LV1IT.  I 
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pared  by  decomposing  acetylsalicylonitrile  (compare  Lacli,  Abstr., 
1884,  11.54)  with  alcohol. 

A  polymeride  of  salieylonitrile  is  formed  in  considerable  quantities 
when  salicylaldoxime  is  heated  with  acetic  anhydride.  This  com¬ 
pound  crystallises  from  boiling  nitrobenzene  in  pale  yellow  needles, 
melts  at  ‘296 — 299°,  and  is  sparingly  soluble  in  boiling  chloroform, 
benzene,  and  ether.  When  melted  with  potash,  it  is  decomposed  into 
salicylic  acid  and  ammonia,  and  when  heated  at  200°  with  concen¬ 
trated  sulphuric  acid,  it  is  decomposed  into  phenol,  ammonia,  and  car¬ 
bonic  anhydride. 

Ethyl  saliceuylamidoximecarboxylate,  CioIIi2N204,  crystallises  from 
dilute  alcohol  in  colourless  needles  melting  at  96°. 

Salicenylpropemylazoxivie-tc-carbozylic  acid, 

oh-c6h4-c<^°>c-c2ii4-cooh, 

separates  from  a  mixture  of  benzene  and  light  petroleum  in  small, 
well-defined  crystals,  melts  at  116 — 117°,  and  is  readily  soluble  in 
alcohol,  ether,  and  chloroform,  but  more  sparingly  in  benzene. 

Metliylsalicylonitrile,  prepared  by  treating  salieylonitrile  with 
sodium  etlioxide  and  methyl  iodide,  boils  at  255 — 256°,  and  is  volatile 
with  steam ;  Ahrens  (Abstr.,  1888,  266)  gives  265 — 266°  as  the 
boiling  point  of  this  compound. 

Methyhalicenylamidoxime ,  OMe,C6H4-C(NII2)!NOH,  prepared  by 
digesting  the  nitrile  with  hydroxylamine  for  a  long  time,  crystallises 
from  benzene  in  needles,  melts  at  123°,  and  is  readily  soluble  in 
alcohol,  ether,  chloroform,  and  hot  water,  but  insoluble  in  light 
petroleum. 

Methylsalicenylbenzenylazoxime,  OMe-C6II4'C<^^  j?^>CPh,  melts  at 

117°,  and  is  readily  soluble  in  chloroform,  alcohol,  ether,  and  benzene, 
but  insoluble  in  light  petroleum.  F.  S.  K. 


Action  of  Hydroxylamine  on  Orthocyanobenzyl  Cyanide. 

By  G.  Eichelbaum  (Jier.,  22,  2973 — 2975). — Homo-orthophthalene- 

amidimid oxime,  ^»N(P),  is  most  readily  obtained 


by  keeping  an  alcoholic  solution  of  orthocyanobenzyl  cyanide  (1  mol.) 
and  hydroxylamine  (rather  more  than  1  mol.)  for  several  days  in  a 
place  protected  from  direct  sun-light;  it  is  then  filtered  from  the 
crystals  which  separate,  and  evaporated  down.  It  crystallises  from 
water  in  long  needles  (with  2  mols.  H20)  melting  at  95°;  the 
anhydrous  substance  melts  at  158°,  is  very  readily  soluble  in  alcohol, 
insoluble  in  ether,  chloroform,  and  benzene,  <tc.  It  has  the  same 
percentage  composition  as  orthocyanophenylethenylamidoxime.  but 
cannot  be  an  amidoxime,  as  it  has  only  basic  properties,  and  thus 
resembles  the  compound  obtained  by  Beidermann  from  tri methylene 
dievanide  and  hydroxylamine  (this  vol.,  p.  126).  The  hydrochloride, 
C,H9N80,HC1,  crystallises  in  small,  lustrous,  yellow  crystals,  is 
sparingly  soluble  in  water,  almost  insoluble  in  alcohol.  The  picrate, 
C9II9N3(XC6H3NsiOt,  forms  reddish-yellow  needles  rather  more  readily 
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soluble  in  alcohol  than  in  water,  anti  explodes  slightly  when  tire  dry 
substance  is  heated.  When  the  base  is  dissolved  in  dilute  hydro¬ 
chloric  acid  and  treated  with  sodium  nitrite,  homo-orthophthalic 
acid  is  formed.  N.  11.  M. 

Isophthalenediamidoxime.  By  G.  Goldherg  (B'er.,  22,  2976 — 
2977). — Metadicyanobcnzenc  is  prepared  by  distilling  an  intimate 
mixture  (15  to  20  grams)  of  potassium  benzenemetadisulphonate 
with  pure  potassium  cyanide  under  diminished  pressure.  It  is  first 
resublimed  and  then  crystallised  from  alcohol,  from  which  it 
separates  in  slender  needles  melting  at  15S — 159°. 

Isophthal ened iavtid. ox ime ,  C6H4[C(NH2):N-OH]>  [=  I  :  3],  is  formed 
when  metadicyanobenzene  (1  mol.),  dissolved  in  benzene,  is  digested 
with  hydroxylamine  (rather  more  than  2  mols.)  in  closed  flasks  at  90n. 
It  crystallises  from  alcohol  in  colourless  prisms,  melts  at  193°  with 
decomposition,  dissolves  readily  in  hot  water  and  alcohol,  sparingly 
in  ether,  and  shows  the  characteristic  properties  of  the  amidoximes. 
The  crystals  contain  water  of  crystallisation  (probably  |  mol.),  which 
they  lose  when  exposed  to  air.  The  hydrochloride  is  crystalline. 

X.  H.  M. 

Homoterephthalenediamidoxime  and  its  Derivatives.  By 

E.  Rosenthal  (Her.,  22,  2977 — 2984). — ITomoferephtJialenediaiiiid- 
oxime,  OH-N:C(NH2)-C6H4-CH2-C(XH,)N*OH  [  =  4  1],  prepared  by 

keeping  a  mixture  of  hydroxylamine  hydrochloride  (3  mols.)  with 
the  necessary  amount  of  sodium  carbonate  and  paracyanobenzyl 
cyanide  dissolved  in  alcohol  for  some  days  in  a  closed  flask,  crystal¬ 
lises  from  hot  water  in  microscopic  prisms,  melts  at  192°  with  decom¬ 
position,  is  rather  readily  soluble  in  methyl  alcohol  and  acetone,  very 
sparingly  in  ethyl  and  amyl  alcohols,  and  is  insoluble  in  ether, 
benzene,  and  light  petroleum.  It  shows  all  the  characteristic 
reactions  of  the  amidoximes.  The  hyctrochloiide,  C»H12N402.2HC1, 

‘  dissolves  very  readily  in  water,  but  is  not  hygroscopic,  and  is  also 
soluble  in  alcohol  and  glacial  acetic  acid.  The  diacetyl-derivative, 
ji  C,3H,6N404,  crystallises  in  groups  of  needles,  melts  at  161 ’5 — 162^,  is 
I  soluble  in  hot  water,  alcohol,  ether,  and  benzene,  and  in  acids,  but 
!  not  in  alcohol  ;  when  boiled  with  water  for  some  hours,  it  is 
|  quantitatively  converted  into  homoterephthalenediazoximediethenid, 

S  CMe<^y  ^ ^C-CeHt-CHyC^f^  ^^>CMe.  The  latter  melts  at  11T50, 

j  is  soluble  in  hot  water,  methyl,  ethyl,  and  amyl  alcohols,  ether,  and 
J  benzene,  &c.,  and  is  insoluble  in  mineral  acids.  The  dibenzoyl-com- 
pound,  C23H20N4O4,  crystallises  from  hot  methyl  alcohol,  melts  at  184°, 
dissolves  in  acetone,  ethyl  acetate,  amyl  alcohol,  and  in  acids,  very 
sparingly  in  ethyl  alcohol,  and  is  insoluble  in  water,  benzene,  and 
ether.  When  heated  at  150°  for  four  hours,  it  is  converted  into 
!  homoterephthalenediazoxime  dibenzenyl ,  C2SH1BN402.  This  forms  long, 

I  white,  matted  needles,  melts  at  179'5°,  and  is  soluble  in  alcohol,  ether, 
chloroform,  and  benzene. 

j  Paraeyamphenylethev.ylamidoxme,  CN,CBH4-CH2*C(NH'2);X'OH, 

[  prepared  by  the  action  of  hydroxylamine  (1  mol.)  on  paraevano- 
bcnzyl  cyanide  (1  mol,),  melts  at  168°.  It  is  converted  by  nitrous 

l  2 
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arid  into  paraeyanophenylacetamide  (m.  p.,  196°,  Mellinghoff,  Inaug. 
Biss.  Berlin ,  1889).  Tlie  benzoyl-derivative , 

cx-c6h4-ch0-c(nh2):n-obz, 

forms  small,  white  needles,  melts  at  171*5  — 172°,  dissolves  in  methyl 
and  ethyl  alcohols,  and  glacial  acetic  acid,  less  readily  in  benzene  and 
chloroform  ;  it  is  also  dissolved  by  acids.  When  heated  with  water 
for  six  hours,  it  is  converted  into  paracyanrplienyletlienylazoxinte - 

bevzenyl,  CN-CflH4-CH2‘C<^  y^>CPh,  which  melts  at  105°,  and  is 

soluble  in  alcohol,  ether,  benzene,  and  chloroform.  N.  H.  M. 

Hydrazines.  By  M.  Freund  ( Ber .,  22,  2727). — The  author 
replies  to  the  statements  of  Willgerodt.  (this  vol.,  p.  40). 

Orthonitrophenylhydrazine.  By  A.  Bischler  (Ber.,  22, 
2801—2809;  compare  Abstr.,  1889,  501). — Orthonitroplienylhydr- 
azino,  N02-C6H4,N2H3,  is  best  prepared  by  dissolving  orthonitraniline 
(10  grains)  in  warm,  concentrated  hydrochloric  acid  (100  grams), 
adding  to  the  well  cooled  solution  an  aqueous  solution  (35  grams)  of 
sodium  nitrite  (5  grams),  and  keeping  the  mixture  at  the  ordinary 
tempera  ure,  with  frequent  stirring  until  the  crystals  of  the 
nitraniline  hydrochloride  have  disappeared;  a  solution  of  stannous 
chloride  (32  grams)  in  concentrated  hydrochloric  acid  (32  grams)  is 
then  gradually  added,  care  being  taken  that  the  temperature  does  not 
rise  much  above  0°,  and  the  stannochloride  which  separates  from  the 
solution  is  recrystallised  from  hot  water.  The  hydrochloride , 
C6H7N30i,HCl,  obtained  by  decomposing  the  stannochloride  with 
hydrogen  sulphide,  crystallises  in  small,  yellow  plates  or  in  long, 
slender  needles,  is  readily  soluble  in  warm  alcohol  and  warm  water, 
but  only  sparingly  in  the  cold  solvents,  and  is  insoluble  in  ether, 
benzene,  and  concentrated  hydrochloric  acid;  it  reduces  Feliling’s 
solution  in  the  cold,  but  ammoniacal  silver  nitrate  solution  only  on 
warming.  The  yield  of  this  salt  is  about  75  per  cent,  of  the 
theoretical  quantity.  The  free  base  is  obtained  by  treating  a  hot 
aqueous  solution  of  the  hydrochloride  with  sodium  acetate ;  it 
crystallises  from  benzene  in  long,  cinnabar-red  needles,  melts  at  90°, 
and  is  readily  soluble  in  warm  alcohol,  benzene,  and  hot  water,  bnt 
only  sparingly  in  ether  and  light  petroleum.  The  sulphate, 
(CfiH7N302)2,H2S04,  crystallises  in  small,  pinkish  needles,  and  is 
readily  soluble  in  hot  alcohol,  warm  water,  and  dilute  sulphuric  acid, 
but  insoluble  in  ether  and  benzene. 

BenzyJideneorthonitropheiiylhydrazine,  N02,CfiH4,NH,XiCHPh,  sepa¬ 
rates  as  a  reddish-brown  precipitate  when  benzaldehyde  is  added  to 
an  alcoholic  solution  of  the  hydrazine ;  it  crystallises  from  boiling 
benzene  in  dark-red  plates,  melts  at  186 — 187“,  and  is  moderately 
easily  soluble  in  hot  benzene,  but  very  sparingly  in  hot  alcohol  .and  ' 
ether,  and  insoluble  in  water.  The>/b/*W7//-derivativet 

no2-c6h4-nh-xh-cho, 

separates  in  long,  pale  yellow  needles  when  the  hydrochloride  is  j 
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heated  at  100°  with  sodium  formate  and  formic  acid  for  about  an 
hour;  it  crystallises  from  alcohol,  melts  at  177°,  and  is  readily  soluble 
in  hot  water  and  boiling  alcohol,  but  only  sparingly  in  ether  and 
benzene.  Solutions  of  the  formyl-,  acetyl-,  and  benzoyl-derivatives 
give  a  red  or  bluish-violet  coloration  with  alkalis.  The  acetyl-denv  t- 
tive,  NO/CeEU'NH'NHAc,  prepared  by  heating  the  hydrochloride  of 
the  hydrazine  with  sodium  acetate  and  glacial  acetic  acid,  crystallises 
from  alcohol  in  lemon-yellow  needles,  melts  at  140 — 141°,  and  is 
readily  soluble  in  hot  benzene,  alcohol,  and  water.  The  diacatyl- 
derivative,  NOi,C6H4'NAc*NHAe,  prepared  by  heating  the  hydro¬ 
chloride  with  sodium  acetate  and  acetic  anhydride,  crystallises  from 
dilute  alcohol  in  reddish  prisms,  melts  at  57 — 58°,  and  is  readily 
soluble  in  hot  water,  benzene,  alcohol,  and  cold  glacial  acetic  acid, 
but  only  sparingly  in  hot  ether.  The  5mzoyZ-derivati  ve, 

NO,-C6H|-NH'NHBz, 


crystallises  from  alcohol  in  pale-yellow  needles,  melts  at  106°,  and  is 
readily  soluble  in  ether,  benzene,  and  hot  alcohol,  but  insoluble  in 
water.  The  o.mlyl- derivative,  CsC^N'jHvCsHvNC^)*,  prepared  bv 
heating  the  hydrazine  with  ethyl  oxalate,  crystallises  from  not  aniline 
and  nitrobenzene  in  small,  yellow  needles,  and  is  only  sparingly 
soluble  in  most  ordinary  solvents, 

Jn'CH 

a-Phenotriazine ,  C6H4<^^.  H  ,  is  obtained,  together  with  dihydro- 

phenotriazine  and  orthophenylenediamine,  when  orthonitrophenyl- 
hydrazine  is  reduced  with  sodium  amalgam  in  dilute  acetic  acid 
solution,  care  being  taken  that  the  temperature  does  not  rise  much 
above  30°.  The  solution  is  decanted  from  the  mercury,  evaporated  at 
a  moderate  temperature,  the  residue  dissolved  in  water,  and  mixed 
with  excess  of  soda;  it  is  then  treated  with  potassium  ferrieyanide 
in  the  cold  until  the  violet  colour  changes  to  yellowish-red,  mixed 
with  a  large  volume  of  concentrated  soda,  and  extracted  three  or 
four  times  with  ether.  When  the  crutle  product  is  fractionated,  if  is 
separated  into  a  portion  boiling  at  235 — 245°,  and  a  portion  boiling 
above  300°  which  consists  of  phenylethenylamidine. 

Phenotriazine  crystallises  from  benzene  in  deep-jellow  needles,  melts 
at  65 — 66°,  boils  at  235 — 240°,  and  is  volatile  with  steam.  It  is 
readily  soluble  in  alcohol,  benzene,  warm  ether,  and  warm  water,  but 
it  separates  from  the  aqueous  solution  on  adding  concentrated  alkalis; 
it  has  a  peculiar  alkaloYd-like  odour,  and  is  a  feeble  base,  the  salts 
being  readily  soluble  in  water  and  alcohol. 

«- Phmometlnjltriazine,  C6H4<^^.  ||  ,  is  formed,  together  with  the 

dihydro-derivative,  acetamide,  aeetumidophenylhydrazine,  and  phenyl  - 
enediamine  when  acetvlnitrophenylhydrazine  is  reduced  with  sodium 
amalgam  in  acetic  acid  solution  ;  the  solution  is  filtered  from  small 
quantities  of  aeetylamidophenylhydrazine,  and  the  triazine  is  isolated 
as  described  above.  It  melts  at  88 — 90°,  boils  at  250 — 255°  with 
slight  decomposition,  is  readily  soluble  in  alcohol,  ether,  and  benzene, 
and  moderately  easily  iu  cold  water,  but  only  sparingly  in  light 
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petroleum-  its  alkaline  solutions  oxidise  quickly  on  exposure  to  the 
air.  i 

Orthacetylamidophenylhydrazine ,  NH2-C6H4-NH*NHAc  (see  above), 
crystallises  from  benzene  in  colourless  needles,  and  melts  at  162°. 

F.  S.  K.  , 

Metanitrophenylhydrazine  and  Parabromorthonitrophenyl- 
hydrazine.  By  A.  Bischler  and  S.  Brodsky  (Ber.,  22, 2809 — 2818). 

—  Metanitrophenylhydrazine  hydrochloride,  NCVCglB'I^H^HCl,  is 
prepared  from  metanitraniline  exactly  as  described  in  the  case  of  the 
corresponding  ortho-compound  (compare  preceding  abstract).  The 
yield  is  50 — 00  per  cent,  of  the  theoretical.  It  crystallises  in  yel¬ 
lowish  plates,  and  is  readily  soluble  in  warm  alcohol  and  water,  but 
only  sparingly  in  warm,  concentrated  hydrochloric  acid:  it  reduces 
Fehling’s  solution  in  the  cold,  and  ammoniacal  silver  nitrate  and 
platiuic  chloride  on  warming.  The  free  base,  N02,C6HcN2H;t,  crystal¬ 
lises  from  alcohol  in  slender,  yellow  needles,  melts  at  93°,  and  is 
readily  soluble  in  glacial  acetic  acid,  chloroform,  warm  benzene,  and 
alcohol,  but  only  sparingly  in  boding  water.  The  sulphate, 
(C6H:NA)s,H2S04,  separates  from  hot  water  in  yellow  crystals,  and 
is  readily  soluble  in  hot  water  and  glacial  acetic  acid,  but  only  spar¬ 
ingly  in  boiling  alcohol,  and  insoluble  in  ether  and  benzene.  The 
ucetyZ-derivative,  NO^Ce^’NH’NHAc,  crystallises  in  golden  plates, 
melts  at  145°,  and  is  readily  soluble  in  alcohol,  ether,  glacial  acetic 
acid,  and  boiling  water,  but  only  moderately  easily  in  benzene.  The 
ah'acefyZ-derivative,  NO.'CslB'NAc'NHAc,  forms  brownish  plates,  melts 
at  150°,  and  is  readily  soluble  in  the  ordinary  solvents.  The  benzoyl- 
derivative,  NOrCgtB'NH’NHBz,  crystallises  from  dilute  alcohol  in 
yellow,  prismatic  needles,  melts  at  151°,  and  is  readily  soluble  in 
alcohol,  ether,  glacial  acetic  acid,  and  hot  benzene,  but  insoluble  in 
water.  The  ‘dibenzoyl- derivative,  N02*C6H4-NBz-NHBz,  crystallises 
from  acetic  acid  in  yellow  plates,  melts  at  153°,  and  is  readily  soluble 
in  hot  alcohol  and  benzene,  but  insoluble  in  water. 

a- Acetyl-  fi-benzoylmetauitrophenylhydrazine,  NCh'Cot^’NBz-NHAc, 
prepared  by  heating  the  acetjl-derivative  with  benzoic  anliydiide  at 
160u,  separates  from  cumene  in  crystalline  aggregates,  melts  at  137°, 
and  is  readily  soluble  in  alcohol  and  glacial  acetic  acid,  but  insoluble 
in  benzene. 

ot-Benzoyl-fi-acehjlmetanitrophenylhydrazine,  N  Cb'CeHyN  Ac‘NHBz, 
obtained  by  heating  the  benzoyl-derivative  with  acetic  anhydride  aud 
sodium  acetate,  separates  from  cumene  in  yellowish,  crystalline  aggre¬ 
gates,  melts  at  147°,  and  sublimes  at  100C  in  small,  iridescent  needles; 
it  is  readily  soluble  in  boiling  benzene,  alcohol,  and  glacial  acetic  acid, 
and  more  readily  in  hut  cumene  than  the  preceding  compound. 

Ethylidenemetanitropheuylhydraziue,  N  02-C«H4-NH'NiCHlde,  pre¬ 
pared  by  warming  the  hydrazine  with  acetaldehyde,  separates  from 
alcohol  in  yellow  crystals,  melts  at  98°,  and  is  readily  soluble  in 
alcohol,  benzene,  and  ether,  but  only  sparingly  in  hot  water.  j 

Benzylideneinetanitrophemjlhydrazine,  NCh'CelB'NHtNiCHPh,  crys¬ 
tallises  from  boiling  alcohol  in  small,  carmine-red  needles,  melts  at 
117 — 118°,  and  is  sparingly  soluble  in  hot  alcohol,  but  readily  in  ether, 
hot  glacial  acelic  acid,  and  benzene.  j 
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A  cetonenit  rophenylhydraz  ine,  NCVCgEE'NEPN.CMe;.,  crystallises 
from  dilute  alcohol  in  dark-red  needles,  melts  at  112°,  and  is  readily 
soluble  in  warm  alcohol,  ether,  benzene,  and  glacial  acetic  acid,  but 
only  sparingly  in  hot  water. 

Acetopheuonenitroplienylhydrazine,  NO/C6H4,NH'N!CMePh,  crystal- 
i  lises  from  benzene,  melts  at  ICO0,  and  is  only  sparingly  soluble  in  hot 
alcohol,  but  more  readily  in  benzene  and  ether. 

Jjeuzilnietanitrophevylhydrazine  crystallises  from  benzene  in  small, 
orange-yellow  needles,  melts  at  158°,  and  is  readily  soluble  in  warm 
|  benzene,  but  only  sparingly  in  hot  alcohol  and  ether, 
i  Metiinitrophenylizinedihydroxytartaric  acid  separates  in  crystals 
when  sodium  dihydroxytartrate  (1  mol.)  is  treated  with  hydrochloric 
acid  (1  mol.)  and  nitrophenylhydraziue  hydrochloride  in  aqueous 
solution  ;  it  melts  at  175°  with  decomposition.  Metanitrodiphenyl- 
iziuedihydroxy tartaric  acid ,  prepared  in  like  manner  but  employing 
2  mols.  of  the  hydrazine,  is  a  yellow7,  micro-crystalline  pow’der, 
melting  at  about  200°.  The  last  two  compounds  are  only  sparingly 
soluble  in  hot  water,  alcohol,  benzene,  and  glacial  acetic  acid, 
i  The  compound,  N03'CsH4'NU-N!CMe’Cii2-C00Et,  is  formed  when 
'  the  hydrazine  is  treated  with  ethyl  acetoacctate  in  alcoholic  solution; 
it  crystallises  from  dilute  alcohol  in  yellowish-red  plates,  melts  at  117°, 
and  is  sparingly  soluble  in  hot  water,  but  readily  in  other  warm 
solvents. 

Metanitrodiphenylthiusemicarbazide ,  NOj*C6H4-NH'NH'CS*NHPh, 
prepared  by  warming  the  hydrazine  (1  mol.)  with  phenylthiocarb- 
iinide  (1  mol.)  in  alcoholic  solution,  is  a  dark-yellow,  crystalline 
compound,  melts  at  14(3 — 147°,  and  is  readily  soluble  in  hot  alcohol, 
but  only  sparingly  in  benzene  and  glacial  acetic  acid. 

Diacetylauiidophenylhydrazine ,  NHAc’CeHpNH'NHAc,  is  obtained 
when  acetylnitropheuylhydrazine  is  reduced  with  sodium  amalgam  in 
acid  alcoholic  solution,  and  the  crude  product  boiled  with  glacial 
acetic  acid;  it  crystallises  from  acetic  acid  in  small,  dark-yellow 
needles,  melting  at  150—151°. 

Attempts  to  prepare  paranitrophenylhydrazine  wrere  unsuccessful. 

Purabroinorthonitrophenylhydrazine,  prepared  by 

l  the  method  described  in  the  case  of  orthonitrophenylhydrazine  (com- 
i  pare  preceding  abstract),  separates  from  benzene  in  dark-red  crystals, 

I  melts  at  Id0°,  and  is  readily  soluble  in  alcohol,  ether,  hot  glacial 
j  acetic  acid,  and  benzene,  but  only  sparingly  in  hot  water ;  it  reduces 
silver  and  platinum  salts.  The  hydrochloride ,  C6H6BrN302,HCl,  crys- 
!  tallises  from  water  in  small,  yellowish-red  needles.  The  sulphate , 

I  (C6H6BrN302)3,H2S04,  is  a  reddish,  mierocrystalline  powder,  sparingly 
soluble  in  cold  alcohol  and  benzene,  but  readily  in  hot  alcohol,  water, 
i  and  glacial  acetic  acid.  The  /o/vui/Z-derivati  ve, 

i  N02:C6H3Br-NH-NH-CH0, 

crystallises  from  alcohol  in  slender,  pale  yellow  needles,  melts  at 
I  101°,  and  is  readily  soluble  in  hot  alcohol  and  benzene.  The  acetyl- 
I  derivative,  NOs'CsEbjBrNH/NHAc,  crystallises  from  glacial  acetic 
j  acid  in  small,  lemon-yellow  needles,  and  is  readily  soluble  in  hot 
beuzene,  glacial  acetic  acid,  and  alcohol,  but  only  sparingly  in  the 
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cold  solvents.  The  benzoyl- derivative,  NO.>*C6H3BrNH*NHBz,  crys¬ 
tallises  from  alcohol  in  large,  yellow  plates,  melts  at  185°,  and  is 
readily  soluble  in  hot  alcohol,  ether,  and  benzene,  but  only  sparingly 
in  the  cold  solvents.  The  beuzylideite-devivciUYe, 

NOi-C6H3Br-NH-N:CHPh, 

crystallises  from  alcohol  in  red  needles,  melting  at  207°.  The  aceto- 
yj/ieucwe-derivative,  N02'C6H3Br*NH-N!CMePh,  crystallises  in  red 
needles  and  melts  at  148°. 

ParabromorthonitrodiphenyWiiosemicarbazide, 

N02'06H3BrNH-NH-CS-NHPh, 


is  a  yellow,  microcrystalline  compound,  melts  at  about  160 — 164°,  and 
is  readily  soluble  in  hot  alcohol  and  glacial  acetic  acid,  but  only 
sparingly  in  ether  and  benzene. 

jN^C  jj 

Parabrom-a-phenotriazine ,  C6H3Br<^  ,  is  formed  when  formyl- 

parabromorthonitrophenylhydrazine  is  reduced  with  sodium  amalgam 
and  glacial  acetic  acid  in  well-cooled  alcoholic  solution  ;  the  solution 
is  evaporated,  the  residue  dissolved  in  water,  treated  with  potassium 
ferricyanide,  and  the  filtered  solution  mixed  with  excess  of  alkali. 
It  crystallises  from  boiling  water  in  slender,  yellow  needles,  and  is 
readily  soluble  in  hot  water  and  other  ordinary  solvents,  but  insoluble 
in  alkalis. 

hT-CMe 

Parabrom-x-phenomethyltriazine ,  C6H3Br<^  ft  ,  prepared  from 

the  acetyl-derivative  of  the  hydrazine  in  like  manner,  crystallises  from 
water  in  golden  plates,  melts  at  115°,  and  is  readily  soluble  in  ether, 
benzene,  alcohol,  and  glacial  acetic  acid,  but  only  sparingly  in  cold 
water.  F.  S.  K. 


Formation  of  Phenylhydrazides.  By  E.  Fischer  and  F.  Pass- 
more  ( Per 22,  2728 — 2766). — The  hydroxy-acids  of  the  sugar- 
group  combine  very  readily  with  phenylhydrazine  in  aqueous  solu¬ 
tion,  yielding  crystalline  hydrazides,  which  are  only  sparingly  soluble 
in  cold  water,  can  be  easily  purified,  and  are  readily  reconverted  into 
the  acid  when  boiled  with  baryta.  The  hydrazides  are  prepared  by 
treating  a  moderately  dilute  (about  10  per  cent.)  solution  of  the  acid 
or  lactone  with  a  fair  excess  of  phenylhydrazine  and  an  equal 
quantity  of  50  per  cent,  acetic  acid,  heating  the  mixture  for  from 
30  minutes  to  two  hours  on  the  water-bath  ;  the  product  sometimes 
crystallises  from  the  hot  solution,  but  generally  the  separation  occurs 
only  on  cooling. 

The  hydrazides  of  the  monobasic  hydroxy-acids  are  all  moderately 
easily  soluble  in  hot  water,  but  the  double  hydrazides  of  the  polybasic 
acids  are  only  sparingly  soluble. 

If  the  solution  contains  free  mineral  acids,  it  must  previously  be 
neutralised  with  soda  or  sodium  carbonate,  and  if  large  quantities  of 
hydrochloric,  hydrobromic,  or  sulphuric  acid  are  present,  the  acid  is 
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host  removed  with  lead  acetate,  or  baryti,  otherwise  rather  sparingly 
soluble  salts  are  formed  ;  if  the  solution  contains  sugar,  the  osazoue, 
which  is  also  formed  in  the  reaction,  can  generally  be  separated  from 
the  hydrazide  by  crystallisation  from  hot  water. 

The  hydrazides  are,  as  a  rule,  easily  obtained  in  a  pure  condition, 
and  may  serve  as  a  means  of  determining  the  formula  of  the  acid,  but 
they  resemble  each  other  so  closely  in  physical  properties  that  they 
cannot  be  suitably  employed  for  purposes  of  identification.  The 
hydrazides  of  gluconic  acid,  galaotonie  acid,  and  arabinosecarboxylic 
acid,  for  example,  cannot  be  distinguished  with  certainty;  in  such 
cases  it  is  necessary  to  reconvert  the  hydrazide  into  the  acid.  For 
this  purpose  the  hydrazide  is  boiled  for  half-an-hour  with  10  per 
cent,  baryta-water  (30  vols),  the  phenylhydrazine  is  extracted  with 
ether,  and  the  residual  solution,  together  with  any  precipitate  which 
has  been  produced,  is  heated  to  boiling,  and  the  barium  precipitated 
with  the  requisite  quantity  of  sulphuric  acid  ;  on  evaporation,  the 
filtered  solution  yields  the  free  acid  or  lactone. 

All  the  monobasic  acids  of  the  sugar-group,  under  the  conditions 
described  above,  give  crystalline  hydrazides  which  are  sparingly 
soluble  in  cold,  but  moderately  easily  in  hot  water.  Under  the  same 
conditions,  saccharic  acid,  mucic  acid,  and  merasaccharic  acid  yield 
hydrazides  which  are  almost  insoluble.  Glycollic,  lactic,  and  glyceric 
acids  gave  negative  results,  and  the  limit  of  the  difference  in  beha¬ 
viour  probably  lies  between  erythroglncic  acid  and  arabonic  acid. 
Formic  acid,  succinic  acid,  malic  acid,  tartaric  acid,  and  mauy 
aromatic  acids,  for  example  cinnamic  acid  and  gallic  acid,  yield 
hydrazides  under  the  conditions  described  above,  but  malonic  acid 
forms  only  an  acid  hydrazide.  The  readiness  with  which  the  hydr¬ 
azide  formation  takes  place  is  evidently  dependent  on  the  electro¬ 
negative  character  of  the  acid;  if  the  latter  reaches  a  certain  limit, 
the  hydrazide  formation  takes  place  in  dilute  aqueous  solution  at 
j  temperatures  below  100°,  but,  if  the  acid  is  less  negative  in  cha- 
|  meter,  the  temperature  must  be  raised ;  in  such  cases  the  preseuce 
!  of  water  does  not  affect  the  reaction.  If,  for  example,  a  dilute 
!  aqueous  solution  of  phenylhydrazine  acetate  is  heated  for  several 
hours  at  130°,  a  considerable  quantity  of  acetylphenylhydrazine  sepa- 
(  rates  from  the  solution  on  cooling.  Benzoic  acid,  glyceric  acid,  and 
1  lactic  acid  are  converted  into  the  corresponding  hydrazides  under  the 
'  same  conditions,  but  the  products  do  not  crystallise  readily.  At 
high  temperatures,  the  yield  is  not  quantitative,  as  the  hydrazide  is 
;  partially  decomposed  by  the  water. 

The  hydrazides  can  be  readily  distinguished  from  the  hydrazones, 
as  they  all  give  a  reddish-violet  coloration  with  concentrated 
i  sulphuric  acid  and  a  drop  of  fen'ic  chloride,  a  reaction  first  observed 
'  by  Biilow  (Abstr.,  1887,  138)  ;  they  are,  moreover,  readily  decom- 
j  posed  by  alkalis  and  baryta.  They  arc  all  colourless,  and  generally 
j  melt,  not  quite  constantly,  with  considerable  evolution  of  gas. 

-  Gluconic  acid  -phenyl hydrazide,  Cr.HnOe'^NULPh,  can  bo  prepared  by 
(heating  gluconic  acid  (1  part)  on  the  water-bath  for  45  minutes 
[;  with  water  (10  parts),  phenylhydrazine  (1  part),  and  50  percent, 
acetic  acid  (I  part)  ;  it  separates  from  the  cold  solution  in  crystals, 
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and  if  the  mother  liquors  are  heated  again  for  three  hours,  a  further 
crop  of  crystals  is  obtained.  The  total  yield  is  81  per  cent,  of  the 
theoretical.  It  crystallises  in  small  prisms,  softens  at  about  11)5°, 
and  melts  completely  at  200°  with  decomposition.  It  is  almost 
insoluble  in  ether,  and  only  very  sparingly  soluble  in  cold  water  and 
hot  alcohol,  but  readiljmn  hot  water.  It  can  be  easily  converted  into 
crystalline  calcium  gluconate  by  boiling  it  with  baryta  as  described 
above,  and  treating  the  acid  with  calcium  carbonate  ;  the  yield  is 
85  per  cent,  of  the  theoretical. 

Galactouic  acid  phenylhydrazide,  CcHiiOe’N2H2Ph,  can  be  obtained 
in  like  manner  from  crude  galactonic  acid;  it  crystallises  in  plates, 
melts  at  200—205°  when  quickly  heated,  and  is  moderately  easily 
soluble  in  hot  water,  but  only  sparingly  in  cold  water  and  hot 
alcohol. 

Arabinosecarboxylic  acid  phenylhydrazide,  CglFiCVlS^HjPk,  prepared 
from  the  free  acid  or  the  lactone  in  like  manner,  melts  at  214 — 216° 
with  decomposition,  and  resembles  the  preceding  compound. 

Dexfrosecarboxylic  acid  phenylhydrazide ,  C7Hi3(VxV>H2Ph,  obtained 
from  the  lactone,  crystallises  in  prisms,  melts  and  is  slowly  decom¬ 
posed  at  171 — 172°,  and  is  readily  soluble  in  hot  water,  but  much 
more  sparingly  in  alcohol. 

Mannosecarboxylic  acid  phenylhydrazide,  C7Hi3CVI72H2Ph,  crystallises 
from  hot  water  in  small  prisms;  when  quickly  heated,  it  melts  at 
220 — 223J  with  decomposition,  and  is  more  sparingly  soluble  than 
the  other  hydrazides. 

li/tainnosecarbocylic  acid  phenylhydrazide,  CTHjsCVFf’EyPh,  crystal¬ 
lises  from  hot  water  in  small,  hexagonal  plates,  melting  at  210°  with 
decomposition. 

Saccharinic  acid  phenylhydrazide,  CsHuCVNoH.Ph,  prepared  from  the 
lactone,  crystallises  from  hot  alcohol  in  very  slender  needles,  melts  at 
104 — 105°  with  decomposition,  and  is  much  more  readily  soluble  in 
water  and  alcohol  than  the  preceding  compounds. 

Formic  acid  seems  to  be  the  only  fatty  acid  which  forms  a  hydr- 
azide  in  aqueous  solution,  but  even  in  this  case  the  reaction  does  not 
take  place  quantitatively,  as  it  is  accompanied  by  a  slight  evolution  of 
gftS; 

The  hydrazides  of  succinic  acid,  malic  acid,  and  tartaric  acid  are 
formed  at  100°  in  10  per  cent,  aqueous  solution,  but  the  reactions  take 
place  only  slowly. 

Succinylphenylhydrazine  melts  at  217 — 218°;  Freund  and  Gold¬ 
smith  give  208 — 2t)9°  as  the  melting  point.  Alalic  acid  diphenyl- 
hydrazide  melts,  not  quite  constantly,  at  220 — 223°  with  decomposi¬ 
tion  ;  Biilow  found  the  melting  point  to  be  213°.  Tartaric  acid 
diphenylhydrazide  melts  at  about  240°  when  quickly  heated,  whereas 
Biilow  gives  226°  as  its  melting  point. 

Allyltricarboxylic  acid  and  citric  acid  yield  sparingly  soluble  hydra¬ 
zides  under  the  conditions  described  above. 

The  phenylhydrazine  salt  of  phenylhydrazidemalonic  acid  separates 
in  crystals  when  malonic  acid  (1  part)  is  heated  with  phenylhydra¬ 
zine  (3  parts),  dilute  acetic  acid  (3  parts),  and  water  (10  parts)  for 
two  hours  on  the  water-bath  ;  it  separates  from  hot  alcohol  or  hot 
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water  in  crystals,  melts  at  141 — 143°  with  decomposition,  and  has  the 
composition  0,5  HlbN4Os. 

Malouio  acid  phenylhy  dr  azide,  COOH'CH^CO'NjHjPh,  is  obtained 
when  the  mother  liquors  from  the  preceding  compound  are  aeidified 
with  sulphuric  acid  and  extracted  with  ether.  It  crystallises  in 
colourless  needles,  melting  at  154°  with  decomposition,  is  moderately 
soluble  in  water,  and  gives  the  hydrazide  reaction  ;  it  reduces 
Folding's  solution  when  warmed  therewith,  and  has  a  strongly  acid 
reaction. 

CO 

Malonylphenylhydrazine,  CH2<^qq>N2HP1i,  is  formed,  together 

with  water  and  phenylhydrazine,  when  the  phenylhydrazine  salt  of 
the  preceding  compound  is  heated  at  200°  for  15  minutes;  it  crystal¬ 
lises  from  hot  water  in  slender,  colourless  needles,  melts  at  12S°,  and 
is  readily  soluble  in  alcohol. 

Neither  benzoic  acid  nor  phenylhydroxyacetic  acid  yields  a  hydrazide 
when  heated  with  phenylhydrazine  in  10  per  cent,  aqueous  solution  ; 
cinnamic  acid,  on  the  other  hand,  forms  the  hydrazide  previously 
described  by  Knorr  (Abstr.,  1SS7,  665),  but  the  yield  is  not  par¬ 
ticularly  good. 

Gallic  acid  phenylhy drazide,  CnH,.,N204,  crystallises  from  hot 
water  in  long  prisms,  melts  at  about  lb7°  with  decomposition,  and  is 
moderately  easily  soluble  in  alcohol  and  hot  water. 

Gluconic  acid  auilule,  C6HuCVNHPh,  prepared  by  heating  gluconic 
acid  (5  grams)  for  four  hours  at  100°  with  aniline  (5  grams),  water 
(50  grams),  and  acetic  acid  sufficient  for  solution,  separates  from 
alcohol  in  crystals,  melts  at  171°,  and  is  readily  soluble  in  cold 
water. 

The  formation  of  the  anilides  does  not  take  place  as  readily  as 
tiiat  of  the  hydrazides,  and  the  products  arc  much  more  readily 
soluble  in  water.  F.  S.  K. 

Action  of  Phenylhydrazine  on  a-Hydroxy-acids  and  their 
Ethyl  Salts.  By  A.  Beissert  and  W.  Kayser  ( Ber .,  22,  2924 — 
292‘J). — The  authors  have  obtained  phenylhydrazidopropionic  acid 
(Abstr.,  1884,  1152)  by  the  action  of  phenylhydrazine  on  ethyl 
lactate,  and  hydrolysis  of  the  ether  formed.  When  equal  mole¬ 
cular  proportions  of  phenylhydrazine  and  ar-hydroxybutyric  acid  are 
heated  together  at  150 — 160°,  pseudophenylhydrazido-oc-hydroxybutyric 
acid,  Ci„HuN202,  is  formed.  This  compound  is  easily  soluble  in 
alcohol,  sparingly  in  ether,  crystallises  in  needles,  and  melts  at 
151 — 152°.  It  dissolves  in  boiling  acids  and  alkalis,  but  is  repre¬ 
cipitated  unchanged  on  cooling.  When  dissolved  in  concentrated 
sulphuric  acid,  it  gives  a  violet-red  coloration.  Boiling  alkalis  do  not 
decompose  it,  and  it  is  very  stable  tovrards  reducing  agents  ;  it  is 
decomposed  by  boiling  concentrated  hydrochloric  acid,  but  besides 
phenol  no  decomposition-products  could  be  isolated.  These  charac¬ 
teristics  seem  to  show  that  this  compound  is  not  a  normal  hydrazide. 
With  sulphuric  acid  and  potassium  nitrite,  nit  rosop&eudohydrazido-u- 
hydroxy butyric  acicl,  C|«H13N303  is  formed. 

This  is  sparingly  soluble  in  water,  easily  so  in  aqueous  alkalis  and 
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acids;  it  melts  at  96 — 98°,  and  is  very  unstable.  Acetic  anhydride 
is  without  action  on  the  pseudohydrazide,  whilst  concentrated 
sulphuric  acid  and  phosphoric  chloride  and  oxychloride  yield  resinous 
products. 

Mandelic  acid  yields  with  phenylhydrazine  a  pseudophenylhydr- 
azidomandelic-  acid,  CuHuN202,  analogous  to  the  butyric  compound. 
It  crystallises  from  alcohol  in  long,  white  needles,  and  melts 
at  182°. 

With  lactic  acid,  only  phenylhydrazine  lactate  was  formed. 

L.  T.  T. 

Acetyl  enedicarboxylates  and  Phenylhydrazine.  By  E. 
Buchner  ( Ber .,  22,  2929 — 2932). — When  phenylhydrazine  is  added 
to  an  ethereal  solution  of  methyl  acetylenedicarboxylate,  methyl 
oxalacetate  phenylhydrazone ,  XHPh-X!C(COOA[e)'CH>-COOMe,  is 
formed.  It  is  easily  soluble  in  boiling  alcohol,  sparingly  soluble 
in  ether,  crystallises  in  colourless,  glistening  scales,  and  melts  at 
118°.  Strong  sulphuric  acid  dissolves  it  to  a  reddish-yellow  solution, 
which  gives  a  violet-red  coloration  with  ferric  chloride  or  a  soluble 
dichromate.  When  heated  with  alkalis  or  dilute  acids,  it  yields  the 
acid  Ci0Hb^o02,  obtained  by  Wislicenus  (Abstr.,  1887,  235)  from  the 
corresponding  ethyl  -derivative.  The  latter  acid  is  sparingly  soluble 
in  cold  water,  and  forms  stable  salts.  It  is  prolmbW  pkenyl]~  yrazoloue- 
carboxylic  acid.  L.  T.  T. 

Weselsky’s  Resorcinol  Dyes.  By  R.  Xtetzki,  A.  Dietze,  and 
H.  Macklek  ( Ber .,  22,  3020 — 3038). — Resazurin  (Weselsky’s  diazo- 
resorcinol),  Ci,H,X04,  is  obtained,  together  with  resorntin  (dinzo- 
resorufin)  by  Weselsky  and  Benedikt’s  method  (Monatsh.,  1.  889),  and 
can  be  pnritied  b}-  means  of  the  sodium  salts.  It  crystallises  from 
glacial  acetic  acid  in  small,  greenish  prisms,  which  do  not  melt  with¬ 
out  decomposition.  The  sodium  salt,  Ci>H6X04Xa,  crystallises  in 
long,  green,  lustrous  needles  rather  readily  soluble  in  water,  sparingly 
in  aqueous  sodium  carbonate  and  sodium  chloride.  In  thin  layers  the 
solution  is  almost  pure  blue  and  shows,  especially  in  presence  of  a 
little  alcohol,  a  splendid,  brick-red  fluorescence.  The  barium  salt  forms 
brownish,  sparingly  soluble  needles  ;  the  silver  salt  is  a  voluminous, 
flaky  precipitate.  The  ethyl- derivative  crystallises  in  long,  dark-red 
needles  melting  at  215°.  The  ace/y /-derivative,  C12H6N04Ac,  prepared 
by  heating  a  mixture  of  sodium  resazurin  and  sodium  acetate  (dry) 
with  acetic  anhydride  (12 — 15  parts),  crystallises  from  alcohol  in 
long,  ruby-coloured  needles  melting  at  222° ;  when  heated  with 
sodinm  carbonate,  blue  resazurin  is  formed.  Tetrabromoresazurin, 
C^iTaBr^XOj  (Weselsky  and  Benedikt’s  “  non-fluorescent  blue  ”)  was 
prepared  by  brominating  resazurin  ;  the  sodium  salt,  CiatBBiVjNChNa 
4-  2H20,  crystallises  from  hot.  dilute  alcohol  in  lustrous,  green 
needles.  When  the  bromo-derivative  is  reduced,  tetrabromoresorutin 
is  formed,  as  observed  by  Weselsky  and  Benedikt ;  the  potassium  salt 
has  the  formula  they  ascribed  to  it,  C12HjBr4X04K  +  2H20. 

The  substance  obtained  by  the  action  of  acetic  chloride  on  resnznrin, 
to  which  Brunuer  and  Kramer  ascribed  the  formula,  Ci2H9C1jNOj 
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fAbstr.,  1884,  1333),  crystal iises  in  golden  plates,  and  seems  to  be  a 
mixture. 

Resorufin,  Ci2H7N03,  was  obtained  from  the  mother  liquors  from 
the  preparation  of  resaznrin,  and  also  by  beating  the  latter  with 
hydrogen  sodium  sulphite  solution.  It  crystallises  in  small,  brown 
needles.  The  potassium  salt  forms  small,  brownish  plates,  extremely 
soluble  in  water;  the  ethyl  salt.  Cr.HGNO.,Et,  crystallises  in  orange-red 
needles  melting  at  2253.  The  acetyl-compound  crystallises  in  long 
needles,  melts  at  223°,  and  has  the  formula  given  to  it  by  Wesclsky 
and  Benedikt.  Tetrabromoresorufin  (“  llnorescent  blue”)  was  pre¬ 
pared  in  a  manner  similar  to  tetrabromoresazurin  ;  the  sodium  salt, 
Ct2H2Br4N03Na  -f  2H20,  crystallises  in  splendid,  lustrous,  green 
needles. 

Hydroresorufin,  the  compound  obtained  by  the  action  of  zinc 
chloride  on  resorufin  or  on  resazurin,  has  the  formula  C12H9X03.  It 
crystallises  in  nearly  colourless,  wide  needles,  which  soon  become 
green  when  exposed  to  air.  The  triacetyl-covvponnd,  Ci2H«N03Ae3, 
forms  long,  colourless,  lustrous  needles,  melts  at  216°,  and  is  nearly 
insoluble  in  water,  sparingly  soluble  in  hot  alcohol,  and  very  soluble 
in  hot  glacial  acetic  acid.  The  molecular  weight  of  the  acetyl- 
derivative  was  determined  by  Kaoult’s  method.  When  hydroresor¬ 
ufin  is  distilled  with  zinc-dust,  diphenylamine  is  formed. 

The  paper  concludes  with  remarks  on  the  constitution  of  resorufin 
!  and  resazurin.  N.  H.  M. 

Dyes  of  the  Benzein  Group.  By  K.  Hepmaxx  and  H.  Ret  {Tier., 
22,  3001 — 3004). — Teframethylrosamine .  C23H23bf2(OH)3  (?),  is  pre¬ 
pared  bv  the  action  of  benzotrichloride  (1  mol.)  on  dimethylmetamido- 
|  phenol  (2  mols.)  at  50 — 60°,  using  sand  or  benzene  as  a  diluent  to 
j  keep  down  the  temperature;  the  reaction  is  completed  by  heating  at 
60°  on  a  water  bath.  The  product  is  steam-distilled,  extracted  with 
[  boiling  water  containing  hydrochloric  acid,  and  precipitated  with 
j  sodium  chloride.  It  is  purified  by  dissolving  in  water,  partially  pre- 
|  cipitating  with  sodium  carbonate,  filtering,  and  precipitating  with 
sodium  carbonate  or  ammonia.  The  hydrochloride,  CwHnMejNsOCl, 
forms  black-red  needles  with  steel-blue  reflection;  the  platinochloride 
!  is  a  dark  red  precipitate  soluble  in  water;  the  oralcite  and  nitrate  form 
dark  given  and  steel-blue  needles  respectively.  The  aqueous  solutions 
of  the  salts  have  a  splendid  bluish-red  colour  with  yellowish-red 
fluorescence.  The  solution  in  sulphuric  acid  is  orange-yellow,  the 
colour  being  changed  to  red  by  the  addition  of  water.  Silk  and  wool 
are  coloured  rose-colour  to  dark-red  by  a  slightly  acid  bath  of  the 
dye.  The  colour  on  silk  and  jute  shows  a  yellowish-red  fluorescence, 
which  is  increased  by  sulphuric  acid. 

The  rosamines  are  decolorised  by  zinc-dust  in  acid  and  alkaline 
solutions.  Addition  of  soda  does  not  produce  an  immediate  precipi¬ 
tate  in  solutions  of  the  dyes;  a  sodium  salt  seems  to  be  formed.  The 
alkaline  solutions  dye  unrnordanted  wool  an  intense  rose-colour,  or 
even  deep-red,  but  the  colour  is  removed  by  boiling  soap  solution,  or 
by  prolonged  boiling  with  water. 

Tetrethyliosamine  was  also  prepared  from  diethylmetamidophenol 
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and  benzotrichloride.  The  salts  produce  a  bluer  colour  than  those  of 
the  methyl-derivatives. 

Diphenylrosamme,  from  metahydroxydiphenylamine,  is  a  violet  dye, 
readily  soluble  in  alcohol,  sparingly  in  water.  N.  H.  M. 

Action  of  Chi orocarbonyl amide  (Urea  Chloride)  on  Aro¬ 
matic  Hydrocarbons  in  the  Presence  of  Aluminium  Chloride. 

By  E.  P.  Harris  ( Ohem .  Centr.,  1889;  ii.  285 — 286). — The  following 
compounds  are  obtained  by  gently  warming  chlorocarbonylamide  with 
the  corresponding  hydrocarbons  and  finely-powdered  aluminium 
chloride.  Metaxylamide,  CKH:J\Ie2*CONHn,  forming  lustrous  needles 
melting  at  180°,  from  which  Eittig’s  xylic  acid  is  obtained  by  saponi¬ 
fying  with  alcoholic  potash.  Orthoxylumide,  crystallising  in  lustrous 
needles  and  melting  at  136 — 137°,  from  which  Fittig’s  paraxylic 
acid  is  obtained  by  hydrolysis.  ft-Isodurylamide ,  C8H2Me3*CONH5, 
forming  lustrous  plates  melting  at  184°.  Tetrawpthylbensamide , 
CfiHMe^CCKNHj,  crystallising  in  plates  melting  at  172 — 173°.  Ace- 
napfhenecarhnxylamule,  CiaHnON,  forming  plates  melting  at  198°. 
c t-Ethylnaphthalenecarboxyl amide ,  C10H6Et-C(>NH2,  crystallising  in 
colourless  needles  melting  at  166°.  All  these  amides  are  readily 
hydrolysed,  the  corresponding  acids  being  formed.  Alkaline  potas¬ 
sium  permanganate  oxidises  acenaphthenecarboxylic  acid  to  naph- 
thalenetricarboxylic  acid.  In  the  case  of  the  homologues  of  benzene, 
the  amidocarbonyl  group  enters  in  the  para-position,  unless  this  is 
already  occupied,  in  which  case  it  assumes  the  meta-position.  In  the 
case  of  the  homologues  of  naphthalene  only  the  a-dcrivatives  react 
with  chlorocarbonylamide.  J.  W.  L. 

Behaviour  of  Aniline  towards  Substitution-derivatives  of 
Hydroxybenzoic  Acids  at  High  Temperatures.  By  H.  Limpricht 
(Iter.,  22,  2906 — 2912).  The  author,  before  examining  the  action  of 
aniline  on  substituted  hydroxybenzoic  acids,  repeated  other  experi¬ 
menters’  work  on  the  action  of  aniline  (14  grams)  on  the  hydroxy¬ 
benzoic  acids  (10  grams).  With  the  ortho-acid,  1*5  grams  of  anilide 
were  obtained,  with  the  para-acid,  1  gram  of  anilide,  whilst  with  the 
meta-acid  apparently  nearly  all  the  hydroxy-acid  was  converted  into 
the  anilide.  Contrary  to  Kupferberg’s  statement,  the  author  finds  that 
salicylanilide  distils  at  a  high  temperature  without  decomposition. 

L.  T.  T. 

Action  of  Aniline  on  Amidosalicylic  Acid.  By  H.  Limpricht 
and  v.  Rechenrerg  ( Ber .,  2,  2908 — 2912). — Amidosalicylic  acid 
[OH  :  COOH  :  NHj  =1:2:4]  is  best,  obtained  by  heating  azo- 
benzenesalicylic  acid  with  stannous  chloride.  When  amidosalicylic 
acid  is  heated  with  aniline  hydrochloride  at  160 — 210°  for  some  hours, 
it  yields  phenamidophenol ,  NHPlrC6H4*OH,  and  diphenamidophemj- 
lene,  C6H4(NHPh)2.  The  former  is  soluble  in  cold  alcohol,  the  latter 
only  in  boiling  alcohol.  Phenamidophenol  crystallises  from  water 
in  large,  fiat,  colourless  prisms,  which  turn  brown  on  exposure  to  the 
air.  It  melts  at  70°,  and  distils  almost  without  decomposition.  It  is 
soluble  in  soda,  and  is  coloured  blue  by  strong  nitric  acid.  With 
ethyl  iodide  and  alcohol,  it  yields  a  derivative  which  was  not,  however, 
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obtained  in  a  pure  state.  With  excess  of  acetic  anhydride,  it  yields 
diacrti/lplieiKiiniihpheuol ,  OAcCgH^NPh Ac,  which  forms  white  crystals 
soluble  in  alcohol,  ether,  and  benzene,  and  melts  at  119°.  Phenamido- 
phenolsulp] ionic  acid,  S03HC6H,,(0H)*NHPh,  obtained  by  heating 
the  phenol  with  strong  sulphuric  acid,  crystallises  from  boiiing  water 
in  small,  grey  prisms,  which  are  still  solid  at  200°,  It  is  easily  soluble 
in  alcohol,  sparingly  so  in  ether  and  benzene.  The  barium  salt  is 
crystalline.  Diphenamidophenylene,  obtained  as  above,  forms  grey 
or  brownish  needles,  easily  soluble  in  ether,  chloroform,  acetone,  ben¬ 
zene,  carbon  bisulphide,  acetic  acid,  and  boiling  alcohol,  insoluble  in 
water,  and  melts  at  141°.  Nitric  acid  gives  first  a  blue  and  then  a 
blood-red  coloration,  concentrated  sulphuric  acid  dissolves  the  crystals 
to  a  blue  solution;  hydrochloric  acid  has  no  action,  but  if  sodium 
nitrite  is  added  to  the  mixture,  an  unstable  nxtroso-derivativc  is  formed. 
Diphenamidophenylene  is  not  formed  by  the  action  of  pure  aniline  on 
phenamidophenol,  but  only  when  hydrochloric  acid  or  aniline  hydro¬ 
chloride  is  present.  Both  the  phenol  and  pbenylene  are  para-com¬ 
pounds,  and  they  can  also  be  similarly  prepared  from  the  [1:3:  4] 
amidosalicylic  acid.  L.  T.  T. 


Aromatic  Substituted  Pseudothiocarbamides.  By  B.  Prager 
(Ber.,  22,  2991 — 3001). — Phenylpropylene-i[r-thiocarbamide , 


NHPhC< 


S-CHMe 

N'CH, 


is  prepared  by  heating  allylphenylthiocarbamide  (m.p.  95°,  50  grams) 
j  with  crude  hydrochloric  acid  (100  c.c.)  for  two  hours  at  100°.  The 
product  is  evaporated  down,  diluted  with  water,  and  saturated  with 
ammonia.  It  melts  at  117°,  and  dissolves  readily  in  chloroform, 
!  alcohol,  ether,  and  benzene.  The  picrate  crystallises  in  yellow 
■  needles  melting  at  154° ;  the  platinochloride,  (Ci0H12N2S)o,H2PtCl6, 
\  forms  microscopic,  yellow  crystals. 

Plienyl-fi-methyltaurocarbamic  anhydride ,  C10H,-,N.;SO3,  is  formed 
when  the  above  base  is  oxidised  with  potassium  chlorate  and  hydro- 
!  chloric  acid  (Andreasch,  Abstr.,  1883,  G64).  It  melts  at  392°,  dis- 
5  solves  in  alcohol  and  glacial  acetic  acid,  sparingly  in  hot  water,  and  is 
:  indifferent  to  acids  and  alkalis.  When  heated  with  hydrochloric  acid 
*  at  230°  for  five  hours  it  is  converted  into  /3-methyl taurine  (Gabriel, 
J  Abstr.,  1889,  848)  and  aniline. 


PhevylmetJiylpropylene-^-thiocarbamide,  NMePh*C<^  l  ,  is 

N'CH2  ’ 

obtained  when  a  mixture  of  methylaniline  (30  grams)  and  allvlthio- 
cavbamide  (30  grams)  is  heated  for  a  short  time,  then  left  for  some 
hours,  and  finally  heated  with  hydrochloric  acid  (120  c.c.)  at  100°  for 
two  hours  (compare  Gebhardt,  Abstr.,  1885,  383).  The  base  was  not 
obtained  pure  by  this  method,  but  salts  were  prepared.  The  base  was 
also  prepared  by  the  action  of  an  excess  of  methyl  iodide  on  phenyl- 
propylenethiocarbamide.  It  distils  at  about  300°  without  decompo¬ 
sition.  The  picrate  crystallises  from  boiling  water  in  yellow  needles 
melting  at  125°  ;  the  platinochloride  separates  from  the  dilute  hydro- 
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chloric  acifl  solution  in  orange-red  crystals  melting  at  183 — 184°  with 
decomposition. 

When  phenylmcthylpropylenethiocarbamide  is  oxidised  with  potas¬ 
sium  chlorate  and  hydrochloric  acid  and  the  product  heated  with 
hydrochloric  acid  at  150 — 160°,  /3-metliyltaurine  and  methylaniline 
arc  formed. 

AUylorfhotolylfhiocarbamide,  CnHulST2S,  is  prepared  by  heating  a 
mixture  of  orthotoluidine  (25  grams)  dissolved  in  alcohol  (20  c.c.) 
and  allylthiocarbamide  (25  grams)  and  evaporating  the  product  on  a 
water-bat.li.  It  forms  lustrous  crystals,  melts  at  98°,  dissolves  readily 
in  glacial  acetic  acid,  chloroform,  alcohol,  and  benzene,  is  less  soluble 
in  alcohol,  and  insoluble  in  water. 

S'CHMe 

Orfhofolylpropylene-yjs-thiocarbamide ,  C7H7-NH<T  T  i  ,  obtained 

±\  Mo 

from  the  above  compound  by  the  action  of  hydrochloric  acid,  crystal¬ 
lises  in  small,  rhombic  plates,  melts  at  126°,  dissolves  readily  in  the 
usual  organic  solvents,  and  in  mineral  acids,  sparingly  in  hot  water. 
The  pic- rate  melts  at  175 — 170°;  the  platinochloride  forms  orange-red 
crystals  melting  at  177 — 178°. 

J  S*CHMe 

Orthotoly  hnethylpropylcwe-ty -thiocarbamide,  CjHyNMe^  '  > 

IN  *  \j  n  2 

formed  by  the  action  of  methyl  iodide  on  orthotolylpropylenethio- 
cavbamide,  boils  at  about  295°.  The  hydriodide  crystallises  in  long 
hexagons  melting  at  165 — 166°;  the  picrate  forms  yellow  prisms 
melting  at  137 — 13S°;  the  plativochloride  decomposes  at  above  200°. 
When  the  base  is  oxidised  and  the  product  heated  with  hydrochloric 
acid,  /1-metliylta urine  is  formed. 

oc-Naphthyipropylene-'Js-thiocarbamide,  CuTfohhjS,  obtained  from 
aHy]-*-naphthylthiocarbamide  (m.  p.  145°,  not  130°;  Zinin,  Annalen , 
34,  ;>4G).  crystallises  in  rhombic  plates,  melts  at  134°,  dissolves  readily 
in  chloroform,  alcohol,  and  benzene,  is  less  soluble  in  ether,  and 
insoluble  in  light  petroleum  and  water.  The  picrate  crystallises  in 
long,  rectangular  prisms  melting  at  192°  ;  the  platinochloride  is  an 
orange-coloured,  crystalline  salt  which  melts  at  205 — 206°  with  effer¬ 
vescence.  N.  H.  M. 


Piaselenoles  and  Piazothioles.  By  O.  Hinsberg  (Ber.,  22, 
og95 — 2902). — Continuing  his  previous  work  (Abstr.,  1889,  785),  i 
tlie  author  finds  that  selenious  anhydride  or  acid  reacts  with  aromatic 
orthodiamines  to  form  piaselenoles,  but  that  no  similar  derivatives  are 
formed  from  aromatic  meta-  or  para-diamines  or  from  fatty  diamines. 
Sulphurous  anhydride  forms  a  similar  series  of  piazothioles  with 
aromatic  ortho-diamines,  but  phosphorous,  boric,  and  tcllurous 
anhydrides,  phosphorous  chloride,  phosphoric  oxychloride,  and 
arsenious  chloride  do  not  yield  any  analogous  compounds.  The 
piaselenoles  and  piazothioles  closely  resemble  many  of  the  substituted  i 
quinoxalines. 

Biaselevole,  C6H4;N2;Se,  prepared  from  orthophenylenediamiue,  * 

forms  colourless  needles  easily  soluble  in  alcohol,  ether,  and  benzene, 
sparingly  so  in  water  ;  when  heated  it  melts  at  76°  and  emits  an  odour  | 
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resembling  that  of  quinoxaline.  Its  salts  are  yellow  in  colour  and 
arc  decomposed  by  excess  of  water.  Sodium  yields  a  characteristic 
green  periodide.  Ethoxypiaselenole,  OEt'C6H3!N2!Se,  prepared  from 
ethoxyphcnylcnediaminc,  crystallises  in  pale,  yellowish  needles, 
soluble  in  alcohol,  and  melting  at  103 — 104°.  With  concentrated 
sulphuric  acid  it  yields  an  intensely  yellow  solution ;  with  stannous 
chloride  and  potassium  periodide  it  behaves  like  the  other  piaselenoles. 
Amidopiaselenole,  NHyCeH^NniSe,  unlike  the  other  piaselenoles,  is  only 
formed  when  selenious  acid  and  triamidobenzene  (1:2:4)  solutions 
arc  mixed  in  the  cold ;  at  higher  temperatures,  the  triamidobenzene 
acts  as  a  reducing  agent  towards  the  selenious  acid.  It  crystallises 
in  brownish-i*ed  needles,  soluble  in  alcohol,  benzene,  and  ether, 
sparingly  so  in  water,  and  melting  at  149 — 150°.  Its  salts  arc  dark- 
brown  and  crystalline,  but  are  rather  unstable.  Concentrated  sulph¬ 
uric  acid  dissolves  it,  forming  an  almost  colourless  solution,  with 
a  reddish  fluorescence,  but  it  becomes  intensely  brown  on  dilution. 

Piazothiole,  C6H4]N2IS,  is  formed  when  orthophenylenediamine  is 
heated  with  concentrated  aqueous  sulphurous  acid  (or  sodium 
hydrogen  sulphite)  for  five  or  six  hours  at  180 — 200°.  It  is  also 
formed  when  a  stream  of  sulphurous  anhydride  is  passed  into  the 
boiling  diamine,  but  its  formation  is  then  generally  accompanied  by 
that  of  resinous  bye-products.  It  forms  colourless  crystals  having 
a  strong  odour  resembling  that  of  quinoxaline,  melts  at  44°,  boils 
at  206°  (uncorr.),  distils  in  a  current  of  steam,  is  sparingly  soluble 
in  boiling  water,  easily  so  in  organic  solvents,  and  is  only  feebly 
basic  in  character,  its  solutions  in  strong  mineral  acids  being  pre¬ 
cipitated  on  the  addition  of  water.  Piazothiole  is  a  very  stable  sub¬ 
stance,  and  veiy  resistent  to  oxidation ;  strong  reducing  agents 
convert  it  into  phenylenediamine  and  hydrogen  snlphide.  Methyl¬ 
piazothiole,  C6H3Me!N2!S,  from  metaparatoluylenediamine  resembles 
piazothiole  in  character,  melts  at  34°,  and  boils  at  233 — 234°  (uncorr.). 
Determination  of  its  molecular  weight  by  Baoult’s  method  gave  143, 
the  formula  C7H6N2S  requiring  150.  Its  salts  are  colourless  and  are 
decomposed  by  water.  The  platinochloride,  (C7H6N2S)2,H2PtCl6,  forms 
reddish-yellow  crystals ;  the  periodide  is  also  crystalline.  When 
methylpiazothiole  is  dissolved  in  strong  sulphuric  acid  and  strong  nitric 
acid  then  added  in  excess,  nitromethylpiazothiole,  N02*C6H2MeiN2;S,  is 
obtained.  It  forms  colourless  ci'ystals,  soluble  in  alcohol  and  glacial 
acetic  acid,  and  melting  at  154 — 156°.  Bromomethylpiazothiole , 
C6H2MeBriN3;S,  formed  by  the  addition  of  bi’omine  to  a  cold  chloro¬ 
form  or  hot  acetic  acid  solution  of  methylpiazothiole,  forms  white 
needles  melting  at  98°.  It  is  volatile  in  steam  and  is  very  stable,  the 
bromine-atom  not  being  removed  by  boiling  with  potash. 

L.  T.  T. 

Derivatives  of  Paranitroeinnamaldehyde.  By  A.  Einhorn  and 
0.  Gehrenbeck  ( Annalen ,  253,  348 — 376;  compare  Abstr.,  1889, 
396). — Paranitrocinnamaldoxime,  NO^CeH/CallsiN-OH,  prepared  by 
boiling  the  aldehyde  with  hydroxylamine  hydrochloride  and  sodium 
carbonate  in  dilute  alcoholic  solution,  is  a  yellow,  erystalliue  compound 
melting  at  17S— 179°.  The  anilide ,  Ci5H12N202,  crystallises  from 
alcohol  in  yellow  needles  melting  at  132 — 133°. 
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Paranitro-it-bromocinnamahichyde  (m.  p.  13G°),  identical  with  the 
compound  obtained  by  Zincke  and  Hagen  (Abstr.,  1884,  1343),  by 
nitrating  *-bromocinnamaldehyde,  is  formed  when  nitrocinnamalde- 
hyde  is  treated  with  bromine  in  glacial  acetic  acid  solution ;  the 
dibromido  could  not  be  obtained  in  a  pure  condition. 

Paranitrophenylbutine  methyl  ketone, 

NOj-CfiHpCHiCH-CHiCH-COMe, 

is  obtained,  together  with  paradinitrodiphenyldibntine  ketone,  when 
paranitrocinnamaldehyde  is  treated  with  acetone  in  alcoholic  soda 
solution  ;  the  filtrate  from  the  paradinitro-compound  is  poured  into 
acidified  water,  the  precipitate  digested  with  dilute  sodium  carbonate 
solution  to  free  it  from  paranitrocinnamic  acid  and  recrystallised.  It 
separates  from  water  in  colourless  needles,  melts  at  132°,  and  is  readily 
soluble  in  the  ordinary  solvents.  The  liydrazone,  C18Hi7N302,  separates 
from  alcohol  in  ruby-red  crystals  meltiug  at  209 — 210°. 

Para di ni trodiphenyldibutine  ketone ,  C0(CH.CH-CH!CH-C6H4\N02)2, 
crystallises  from  acetic  anhydride  in  pale  yellow  needles,  melts  at 
216 — 218°,  and  is  readily  soluble  in  glacial  acetic  acid  but  insoluble 
in  water,  ether,  chloroform,  and  alcohol. 

Pavanitrophenylbutinecarboxylic  acid  (compare  Binhorn  and 
Gehrenbeck,  loc.  cit .)  can  be  prepared  by  gradually  adding  an 
alcoholic  solution  of  paranitrophenylbutine  methyl  ketone  to  a  boil¬ 
ing,  concentrated  solution  of  sodium  hypochlorite.  The  ethyl  salt, 
C13H13N04)  crystallises  from  alcohol  in  yellowish  plates,  melting  at 
118°.  The  copper  salt,  CooHisbLOaCu  is  crystalline,  the  silver  salt, 
CnHgNOjAg,  amorphous;  the  alkaline  salts  are  very  readily  soluble 
in  water. 

Paranitrophenylbutine-w-dicarboxylic  acid  (m.  p.  208°)  is  readily 
soluble  in  alcohol,  hot  water,  and  glacial  acetic  acid,  but  sparingly  in 
benzene,  ether,  and  chloroform.  The  ethyl  salt,  Ci8Hi7N06,  crystal¬ 
lises  from  dilute  alcohol  in  colourless  needles  melting  at  104 — 105°. 
The  copper  salt,  CioH7NOsCu,  is  crystalline,  the  silver  salt. 
C)2H7NOsAg..»,  amorphous,  and  the  alkaline  salts  are  very  readily 
soluble  in  water. 

Paranitrophenyl-7^-dibromethyl-/5-bromacrylic  acid  is  readily 
soluble  in  ether,  ethyl  acetate,  and  alcohol,  but  only  sparingly  in 
chloroform  and  benzene  ;  when  oxidised  with  3  per  cent,  potassium 
permanganate,  it  yields  paranitrobenzoic  acid.  The  ethyl  salt 
C^HjoNBrsOi,  crystallises  from  alcohol  in  colourless  plates  melting  at 
124°.  The  sodium  salt  crystallises  with  2  mols.  H;0.  F.  S.  K. 


Constitution  of  Filicic  Acid.  By  H.  Schiff  (Annalen,  253, 
336 — 342). — The  author  discusses  the  results  obtained  by  Grabowski 
{Annalen,  143,  279),  Luck  (Abstr.,  1889,  276),  and  Daccomo 
(ibid.,  54)  in  their  investigations  of  filicic  acid,  and  comes  to  the 
conclusion  that  filicic  acid  is  a  butyrophloroglucyl  allyl  ketone  of  the 

oonst.tut.on  6h:C(oh).H.0O-CH,CH:CH1- 

(Abstr.,  1889,  615)  on  the  experimental  results  of  Daccomo  (loc.  cit.) 
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would  seem,  according  to  the  author,  to  he  to  a  great  extent  un¬ 
grounded.  F.  S.  K. 

Carbothionylic  Acids  of  Resorcinol  and  Pyrogallol.  By  E. 

Lippmann  (Monafsh.,  10,  G17 — 623  ;  compare  Abstr.,  1888,  1092). — 
Dihydroxydithiobenzoic  acid,  C6H3(OH)rCSSH,  is  obtained  in  60  per 
cent,  of  the  theoretical  yield  by  heating  in  a  closed  flask  for  12  hours 
at  100°  a  mixture  of  resorcinol  (50  grams)  and  potassium  xanthate 
(80  grams).  On  heating  the  acid  (50  grams)  at  130 — 140°  with 
potash  (250  grams)  dissolved  in  a  little  water,  it  is  converted  into 
/3-resorcylic  acid  and  consequently  must  be  regarded  as  a  metacarbo- 
thionylic  acid. 

Pyrogallolcarbothionylic  acid,  C6H;;(OH)3,CSSH  -(-  H;0,  is  pre¬ 
pared  in  a  manner  precisely  similar  to  that  used  in  the  case  of 
dihydroxydithiobenzoic  acid.  It  crystallises  unchanged  from  dilute 
alcohol  in  the  form  of  beautiful,  glistening,  golden  scales,  which  become 
anhydrous  at  70°  and  melt  at  154°.  On  heating  it  with  five  times  its 
weight  of  potash  and  a  little  water  at  120 — 130°,  it  gives  the 
pyrogallolcarboxylic  acid  of  Senhofer  and  Brunner,  and  consequently 
has  the  constitution  CSSH  :  (OH)3  =  1  :  2  :  3  :  4.  G.  T.  M. 

Action  of  Orthonitrocinnamaldehyde  on  Malonic  Acid.  By 

A.  Einhorn  and  C.  GehrenbeCK  ( Annalen ,  253,  374 — 376). —  Ortho- 
n ilropken y Ibutin e-w-dicarboxylic  acid,  Ci2H9NOg,  prepared  by  heating 
orthonitrocinnamaldehyde  with  malonic  acid  for  six  hours  in  glacial 
acetic  acid  solution,  crystallises  from  glacial  acetic  acid  in  yellowish 
needles,  melts  at  212 — 213°,  and  is  sparingly  soluble  in  benzene,  ether, 
and  chloroform,  but  readily  in  alcohol  and  hot  water.  The  silver  salt, 
Ci;H7N06Ago,  crystallises  in  yellowish  plates  ;  the  copper  salt, 
CI2H7N06Cu,  is  a  yellowish-green,  crystalline  compound. 

Orthonitrojjhenylbutene-cc-hydroxy-w-dicarboxylic  acid, 

N02-CfiH4*CH:CH-CH(0H)-CH(C00H)2, 

is  the  first  product  of  the  action  of  malonic  acid  on  orthonitrocinnam¬ 
aldehyde  ;  it  crystallises  from  alcohol,  in  which  it  is  only  sparingly 
soluble,  in  colourless  needles,  melts  at  269°,  explodes  when  heated 
strongly,  and  is  insoluble  in  benzene  and  light  petroleum,  and  only 
’sparingly  soluble  in  ether,  chloroform,  and  glacial  acetic  acid,  but 
readily  in  hot  water.  F.  S.  K. 

Benzoyltannin.  By  C.  Bottinger  ( Ber .,  22,  2706 — 2709).— 
Benzoyltannin  can  be  obtained  by  shaking  an  aqueous  solution  of 
.tannin  with  soda  and  benzoic  chloride ;  the  dirty-white  precipitate 
Jwhich  is  produced  is  boiled  with  ether  to  free  it  from  benzoic  acid, 
jUnd  the  residue  is  warmed  to  expel  the  ether,  washed  with  water,  and 
jdried.  It  is  a  pale  yellow,  crystalline  powder,  insoluble  in  boiling 
jWater,  and  almost  insoluble  in  boiling  alcohol.  It  is  not  acted  on  by 
ammonia,  and  it  is  only  very  slowly  dissolved  and  decomposed  by 
cold  dilute  soda.  When  heated  with  water  at  150°,  it  liquefies  com* 
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pletely,  but  it  is  only  partially  decomposed  even  after  heating  for  two 
hours  at  165°.  It  dissolves  in  hot  aniline  with  formation  of  benz- 
anilide,  and  is  soluble  in  hot  dimethylaniline.  It  is  decomposed  by 
warm,  concentrated  sulphuric  acid  or  when  heated  alone.  It  dissolves 
in  warm  phenylhydrazine  with  slight  evolution  of  gas,  yielding  a 
yellow  substance  and  a  crystalline  compound  which  is  soluble  in  ether 
and  in  boiling  soda. 

Other  naturally  occurring  tannic  acids  give  similar  benzoyl- 
derivatives. 

Tannin  dissolves  in  warm,  concentrated  sulphuric  acid,  and  is 
thereby  converted  into  gallic  acid. 

The  benzoyl-derivative  of  tannic  acid  (from  oak  bark)  dissolves  in 
warm  phenylhydrazine  with  evolution  of  gas,  yielding  a  yellowish- 
brown  substance  which  is  soluble  in  soda.  F.  S.  K. 

Tannins.  By  C.  Em  ( Monatsh .,  10,  647 — 664). — Investigation 
of  the  tannins  of  the  formulae  C17II1609  and  C20H20O9  (compare  Abstr., 
1SS1,  277 ;  1SS3,  994)  has  proved  that  they  are  not  glucosides,  but 
are  to  be  regarded  as  derivatives  of  a  ketonic  acid, 

C6H2(OH)3-CO-C6H(OH)3-COOH. 

The  author  has  now  isolated  a  new  tannin,  which  resembles  those 
above  mentioned  in  its  general  chemical  and  physical  properties, 
appearing  from  its  behaviour  with  phenylhydrazine  and  hydroxyl- 
amine  to  be  also  a  ketonic  compound.  It  has  the  formula  CigHuOg, 
and  is  obtained  as  a  red  powder  from  the  diluted  extract  of  the  wood 
of  the  common  Slavonian  oak  by  careful  precipitation  with  hydro¬ 
chloric  acid  (excess  of  acid  must  be  avoided,  as  it  diminishes  the 
yield).  The  precipitate  is  allowed  to  remain  for  several  days,  then 
collected,  well  washed  with  water,  air  dried,  and,  lastly,  fractionally 
dissolved  by  alcoholic  solutions  of  different  strengths  and  precipitated 
with  water.  The  pure  substance,  which  is  brownish-red,  is  made 
up  of  microscopic,  warty,  spherical  masses  (recrystallised  from  alcohol), 
insoluble  in  water  and  ether,  but  readily  soluble  in  acetone,  and  has 
been  shown  by  Fuchs  ( Monatsh .,  9,  1132 — 1142)  to  be  a  monobasic 
acid.  With  phenylhydrazine,  it  gives  a  yellow,  amorphous  compound, 
c22h  20^  s0$,  forms  a  brown  amorphous  oxime,  Ci9Hio!'fOjj,  and  when 
heated  with  dilute  sulphuric  acid  (1  :  10)  for  six  hours  in  a  sealed 
tube  at  120 — 130°,  yields,  together  with  an  insoluble  anhydride,  a  red 
solution,  from  which,  by  extraction  with  ether,  a  red,  crystalline  mass 
may  be  obtained.  On  pressing  this  and  recrystallising  from  water, 
it  becomes  colourless,  and  is  identical  with  gallic  acid  (m.  p. 
238 — 240°).  On  treatment  with  magnesia,  the  tannin,  C16Hi409,  gives 
the  following  salts : — (Ci6Hi309)2Mg,  a  brownish-yellow,  amorphous 
mass;  (Ci6H,0O9)2Mg4  and  (Cj4lln09)2iMg3,  both  bright-yellow  powders 
scarcely  soluble  in  water;  (Ci6Hi309)2iMg  -j-  2C16H|409,  of  a  brownish- 
yellow  colour  and  very  soluble  in  water.  In  all  probability,  the 
extract  furnishing  the  tannin  contains  it  as  a  soluble  normal  mag¬ 
nesium  salt. 

The  tannin,  Ci6H1409,  when  heated  alone  at  130 — 135°,  or  in  closed 
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tubes  with  water  at  100°,  loses  water,  forming-  anbydrid.es,  from  which 
the  acid  cannot  be  again  regenerated,  and  which  yield  methyl  iodide 
on  boiling  with  hydriodic  acid.  On  boiling  the  tannin  with  dilute 
sulphuric  acid  in  an  open  vessel,  an  aeid  of  the  formula  C32H24OU 
=  2Ci6Hij09  —  2HaO  is  formed  as  a  reddish,  insoluble  mass,  whilst, 
on  heating  in  a  closed  tube,  two  anhydrides  are  formed,  of  which 
one,  C32H;oOh,  of  a  dark-red  colour,  is  soluble  in  95  per  cent,  alcohol, 
and,  according  to  Fuchs  (toe.  cit.),  is  of  an  aeid  nature,  whilst  the 
other,  C32HiSOi3,  which  is  blackish,  is  insoluble,  and  shows  no  acid 
reaction.  The  tannin,  CisHuOg,  on  long  heating  with  hydrochloric 
acid  at  100°,  loses  a  methoxyl -group,  and  is  converted  into  an  acid, 
C1sHi209,  of  a  yellow  colour,  which  still  contains  a  methoxyl-group ; 
so  that  the  tannin  itself  contains  two  methoxyl-gronps. 

G.  T.  M. 

Dibromosulphanilic  Acid  and  its  Derivatives.  By  O. 
Heinichen  ( Annalen ,  253,  267 — 2SS). — Dibromosulphanilic  aeid  can 
be  conveniently  prepared  by  gradually  adding  a  freshly  prepared 
solution  of  bromine  (10  c.c.)  and  soda  (16  grams)  in  water  (150  c.c.) 
to  a  hot,  aqueous  (500  c.c.)  solution  of  snlphanilie  acid  (1 7*3  grams) 
and  35  per  cent,  hydrochloric  acid  (21  grams) ;  the  yield  of  the 
barium  salt  is  39'9  grams,  or  95  per  cent,  of  the  theoretical.  It 
can  also  be  prepared  by  gradually  adding  a  solution  of  potassium 
bromate  (11*1  grams)  in  water  (250  c.c.)  to  a  hot,  aqueous  solution 
(500  c.c.)  of  sulphanilic  acid  (17'3  grams)  and  43  per  cent,  hydro- 
bromic  acid  (37*6  grams)  ;  the  yield  of  the  barium  salt  is  38  grams, 
or  90  per  cent,  of  the  theoretical,  and  no  tribromaniline  is  formed  in 
the  reaction. 

Sulphanilic  acid  is  converted  into  aniline,  but  only  very  slowly, 
when  it  is  heated  at  200 — 220°  with  dilute  sulphuric  acid  (b.  p.  160°) 
in  a  current  of  steam.  Dibromosulphanilic  acid,  at  a  temperature  of 
about  170 — 17S°,  other  conditions  remaining  the  same,  is  readily 
converted  into  dibromaniline  (m.  p.  S3 — 84°)  ;  the  yield  is  S3  per 
cent,  of  the  theoretical. 

’  Dibromaniline  [Br2  :  NH2  =  1:3:2]  crystallises  from  hot,  dilute 
alcohol  in  long,  colourless  needles,  melts  at  S3 — S4°,  sublimes  at 
262 — 264°,  and  is  readily  soluble  in  alcohol,  ether,  benzene,  and 
chloroform.  The  hydrochloride,  prepared  bypassing  hydrogen  chloride 
into  a  benzene  solution  of  the  base,  melts  at  126°,  and  is  decomposed 
by  alcohol  and  by  water,  or  by  exposure  to  the  air.  The  platinochloride, 
(C6H3BiyNH2)2,H2PtCl6,  crystallises  in  golden  plates  and  is  decom¬ 
posed  by  water. 

Diazodibromobenzene  sulphate,  C6H3BraN2,HSOi,  prepared  by  treat¬ 
ing  dibromaniline  with  sulphuric  acid  and  ethyl  nitrite  in  well-cooled 
aleoholic  solution,  crystallises  in  colourless  needles,  and  is,  relatively, 
very  stable  ;  when  boiled  with  water  under  reduced  pressure,  it  yields 
an  oil,  probably  metadibromobenzene,  but  when  heated  with  sul¬ 
phuric  acid  (b.  p.  150°),  it  is  converted  into  dibromophenol  (m.  p. 
55—56°). 

Metadibromoquinoue  [02  :  Br2  =  1:4:2:  6]  is  obtained  when  di- 
?  bromosulplianilic  acid  is  oxidised  with  potassium  chromate  and 
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sulphuric  acid  in  the  cold.  It  crystallises  from  hot  alcohol  in  golden, 
iridescent  plates,  melts  at  131°,  and  is  readily  soluble  in  alcohol, 
ether,  chloroform,  and  benzene,  but  only  very  sparingly  in  cold  water. 
The  same  compound  is  obtained  by  oxidising  dibromoparamidophenol; 
this  quinone  is  probably  identical  with  the  dibromoqninone  obtained 
by  Levy  and  Schultz  (Abstr.,  1882,  509)  by  oxidising  tribromophenol 
with  fuming  nitric  acid.  1'.  S.  K. 

Tin  Tetraphenyl.  By  A.  Polis  ( Ber .,  22,  2915 — 2918). — 500 
grams  of  a  tin-sodium  alloy  (25  per  cent,  of  sodium  and  75  per  cent, 
of  tin),  600  grams  of  bromobenzene,  and  25  c.c.  of  ethyl  acetate  were 
heated  together  at  incipient  boiling  for  about  30  hours.  The  product 
was  a  syrupy,  brown  mass,  the  solution  of  which  in  boiling  benzene 
deposited  crystals  of  tin  tetraphenyl.  SnPh4,  on  cooling.  This  sub¬ 
stance  when  pure  forms  thin,  colourless  prisms  belonging  to  the 
tetragonal  system,  a:c  =  1  :  0  3893;  111  :  110  =  70°  35'.  It  is  thus 
isomorphous  with  silicon  tetraphenyl  and  lead  tetraphenyl,  the  axial 
ratios  following  the  order  corresponding  with  the  positions  of  the 
metals  in  the  periodic  system.  It  melts  at  225 — 226°,  volatilises 
unchanged,  and  boils  above  420°. 

It  resembles  the  corresponding  silicon  and  lead  compounds  in  solu¬ 
bility,  dissolving  readily  in  boiling  benzene,  glacial  acetic  acid,  chloro¬ 
form,  and  carbon  bisulphide ;  very  sparingly  in  alcohol  and  ether. 
It  inflames  spontaneously  when  exposed  to  air.  When  treated  with 
bromine  (2  mols.),  bromobenzene  and  tin  diphenyl  dibromide  are 
formed.  The  author  finds  that  under  42  mm.  pressure  the  latter 
compound  distils  at  230°  without  decomposition.  Chlorine  is  similar 
in  its  action  to  bromine,  whilst  iodine  is  without  action. 

L.  T.  T. 

Derivatives  of  Diphenyline.  By  J.  Reuland  (Ber.,  22,  3011 — 
3019). — Dibenzylidenediphenyline ,  CioH^lCCHPh^,  is  prepared  by 
heating  a  mixture  of  diphenyline  (1  mol.)  and  benzaldehyde  (2  mols.) 
on  a  water-bath  for  several  hours  until  clear,  dissolving  the  product 
in  ether  and  precipitating  with  light  petroleum.  It  crystallises  from 
alcohol  and  benzene  in  lustrous,  yellow  plates,  melts  at  232 — 233°, 
and  is  sparingly  soluble  in  alcohol  and  ether.  It  was  not  analysed. 

Dimeianitrobenzylidenediphenyline,  Ci2Hs(XiCH-C6II1,NOa)2,  prepared 
by  heating  diphenyline  (1  mol.)  dissolved  in  a  little  alcohol  with 
metanitrobenzaldehyde  (2  mols.)  for  some  time  on  a  water-bath,  crys¬ 
tallises  from  a  mixture  of  benzene  and  alcohol  as  a  fine,  yellow, 
crystalline  powder.  It  melts  at  184 — 185°,  and  is  readily  soluble  in 
benzene,  less  so  in  alcohol.  The  diparanitro-derivative,  C26H1&N4O4,  is  a 
yellowish-red  powder,  melting  at  20S°. 

Diorthohydroxybenzylidmediphenyline,  Ci2H8(iSr!CH-CsH4,OH)2  pre¬ 
pared  from  diphenyline  and  salicylaldehyde,  crystallises  from  alcohol 
in  yellow  plates,  melting  at  145°. 

DifurfuraldipJienyline,  Ci2Hs(N]C5H40)2,  is  formed  when  furfuralde- 
byde  (3  grams)  is  added  to  a  solution  of  diphenyline  (3  grams)  in 
absolute  alcohol  (100  grams)  and  kept  for  24  hours.  It  crystallises  in 
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lustrous,  yellow  plates,  and  melts  at  137°.  When  the  alcoholic  solution 
is  treated  with  mineral  acids,  splendid,  red  compounds  are  formed. 

Phthalodiphenyline,  C12H8(N:C<q6^>CO)2,  obtained  by  heating 

diplienylinc  with  phthalic  anhydride  (2  mols.)  for  two  hours  at 
115 — 120°,  crystallises  from  glacial  acetic  acid  in  lustrous,  white 
plates,  melting  at  255 — 257°. 
r  NH-C  H 

Thiocarbodivhenyline,  CS<^  '  6TT\  PrePared  by  heating  di- 

phenyline  (5  grams)  with  absolute  alcohol  (15  grams)  and  carbon 
bisulphide  (15  grams)  for  18 — 20  hours  in  a  reflux  apparatus  on  a 
water-bath,  distilling  off  the  alcohol  and  carbon  bisulphide,  and  ex¬ 
tracting  the  residue  several  times  with  hot  alcohol  aud  ether.  It 
melts  at  238°  and  does  not  give  an  odour  of  thiocarbimide  when  heated 
with  strong  hydrochloric  acid. 

Diphenylenebisazo-3-naphthol,  Ci2Hg(^N!N,CioH6,OH)2,  is  obtained 
when  diphenyline  is  dissolved  in  hydrochloric  acid  (4  mols.),  well 
cooled,  and  treated  with  the  calculated  amount  of  sodium  nitrite. 
The  tetrazo-compound  is  filtered  and  added  to  a  filtered  solution  of 
<3-naphthol  in  just  sufficient  potash.  It  is  crystallised  from  benzene. 
It  melts  at  243 — 245°  and  dissolves  in  strong  sulphuric  acid  with  red 
colour. 

Diphenylenebisazoresorcinol,  Ci2H8(N.N‘C6H602)2,  prepared  in  a 
manner  similar  to  the  above  compound,  is  a  reddish-brown  powder. 

Diphenylenebisazodiniethyl aniline,  Ci2H8(N.N'C6H4‘iSAIe2)2,  is  formed 
as  a  red  precipitate  of  a  metallic  lustre  by  the  action  of  the  tetrazo- 
compound  of  diphenyline  on  methylaniline. 

Tetramethyldiphenyline,  NIUc2*C6BYC6H4-NMe2,  is  obtained  by  heat¬ 
ing  dry  diphenyline  hydrochloride  (1  mol.)  with  methyl  alcohol 
(4  mols.)  at  180°  for  two  hours.  The  product  is  poured  into  hydro¬ 
chloric  acid,  treated  with  potash,  and  extracted  with  ether;  the  ether 
is  distilled  off,  the  residue  boiled  with  acetic  anhydride  and  fraction¬ 
ally  distilled.  The  oil,  which  distils  over  at  333 — 345°,  solidifies  in 
a  short  time.  It  crystallises  from  absolute  alcohol  in  monoclinic 
prisms,  which  are  phosphorescent  when  rubbed  together;  it  melts  at 
51 — 52°.  It  gives  a  blue  coloration  with  chloranil.  The  pier  ate 
crystallises  from  alcohol  in  long,  red  needles,  resembling  chromic  acid, 
melts  at  199 — 200°,  and  decomposes  at  204°.  The  methiodide  forms 
slightly  rose-coloured  needles,  melts  at  184°,  and  is  readily  soluble  in 
alcohol  and  water,  almost  insoluble  in  ether.  The  dimethiodide  melts 
at  196°  aud  is  readily  soluble  in  water  and  alcohol. 

Piphenylorthoparadicyanide,  Ci2Hb(CN)2  [=  2  :  4'],  is  prepared  by 
Sandmeyer’s  method  for  displacing  amido-groups  by  cyanogen,  follow¬ 
ing  exactly  the  instructions  given  for  bonzonitrile  (Abstr.,  1885,  149). 
It  crystallises  in  slightly  yellowish  plates,  and  melts  at  152 — 153°. 

.  Diphenylorthoparadicarboxylic  acid ,  Ci2H8(COOH)2  [=  2  :  4'],  ob¬ 
tained  by  the  hydrolysis  of  the  above  dieyanidc  crystallises  in  colour¬ 
less  plates  melting  at  251 — 225°.  The  silver  salt  is  a  white  powder, 
melting  at  235 — 237°,  readily  soluble  in  ammonia;  the  copper  salt  is 
a  sparingly  soluble,  bluish-green,  crystalline  powder  N.  H.  M. 
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Oxidation  of  Triphenylmethane.  By  M.  Harriot  and  0. 
Saint-Pierre  {Bull.  Soc.  Chim.  [3],  1,  773 — 774). — Triphenylmethane, 
suspected  by  the  authors  to  contain  a  higher  homologue  derived 
from  toluene,  was  oxidised  with  chromic  mixture;  in  addition  to 
triphenyl carbinol  (20  per  cent.)  and  benzophenone  (40  per  cent.),  I 
small  quantities  of  orthobenzoylbenzoic  acid,  and  of  anthraquinone 
resulting  from  the  dehydration  of  this  acid,  were  obtained.  Pure 
triphenylmethane  yielded  neither  of  the  latter  substances  on  oxida¬ 
tion.  T.  G.  N. 

Paramethylbenzil  and  Benzilparacarboxylic  Acid.  By  E. 

Bucher  ( Ber .,  22,  2819 — 2820). — Paramethyldeoxybenzo'in  yields  the 
following  bromo-substitution-products  : — 

CHPhBr-CO-C«H4Me,  CBr2PlrCO*C6H4Me,  CBr2Ph-CO*CsH4-CHBr„ 

and  C B r2Ph •  C 0 •  C GH4-  C Br3,  from  which  paramethylbenzil,  clibromo -  | 
deoxyhenzohiparacarboxylic  acid,  CBr2Ph’CO-C6H4*COOH,  and  benzil-  j 
paracarhnxylic  acid  can  be  obtained. 

Paramethylbenzil,  COPlvCO'CeHjMe,  is  formed  when  dibromo- 
deoxybenzoin  is  heated  with  water  at  180°;  it  is  a  yellowish  oil. 

Benzilparacarboxylic  acid,  COPlrCO-C6H4'COOH,  is  obtained  by 
heating  the  pentabromide  with  water  at  160° ;  it  crystallises  in 
colourless  plates  and  decomposes  at  280 — 300°  without  melting. 

The  acid,  CBraPlrCO'CsHyCOOH,  is  formed  when  methyldeoxy-  1 
benzoin  is  heated  with  bromine  (5  mols.)  at  160°,  or  when  dibromo- 
paramethyldeoxybenzo'in  is  heated  with  bromine  (3  mols.)  and  water  ' 
at  160°;  it  crystallises  in  yellow  needles,  melts  at  218°  and  is  partially 
converted  into  benzilcarboxylic  acid  when  heated  with  magnesia  at 
190°.  P.  S.  K. 

L4'-Iodonaphthalenesu.l  phonic  Acid.  By  R.  Mauzelius  {Ber., 

22,  2820 — 2823). — lA'-Iodonaphthalenesnlphonic  acid,  Ci0H6I‘SO3H, 
can  be  prepared  by  treating  a-diazonaphthalenesul  phonic  acid  with 
warm  40  per  cent,  liydriodic  acid  ;  it  is  purified  by  converting  it  into  the 
chloi’ide  (see  below)  and  decomposing  the  latter  with  water  at  150°. 

It  crystallises  in  almost  colourless  plates  with  2  mols.  H20,  melts  at 
129°,  and  is  readily  soluble  in  water.  Th e  potassium  salt, 

C10H6I-SO3K  +  H20,  j 

ammonium  salt,  sodium  salt,  with  1  mol.  H20,  silver  salt,  copper  salt, 
with  2H20,  and  a  number  of  other  salts  were  prepared ;  they  are 
mostly  crystalline  and  sparingly  soluble  in  water.  The  methyl- salt, 
CioH6I'S03Me,  crystallises  from  alcohol  in  prisms,  melts  at  59 — 60°, 
and  is  readily  soluble  in  chloroform  and  ether,  but  only  sparingly  in 
cold  alcohol.  The  ethyl-snlt  crystallises  from  alcohol  in  hexagonal 
plates,  melts  at  74°  and  is  readily  soluble  in  chloroform,  ether,  and 
benzene.  The  normal  propyl  salt  crystallises  in  plates  and  melts  at 
67°,  the  isopropyl  salt  in  long  prisms  melting  at  90°.  The  chloride,  1 
C10H6I*SO2Cl,  crystallises  from  chloroform  in  large,  monoclinic 
prisms,  melts  at  114°,  and  is  readily  soluble  in  hot  glacial  acetic  acid, 
chloroform,  and  benzene,  but  only  sparingly  in  light  petroleum.  The 
bromide  crystallises  from  benzene  and  chloroform  in  short  prisms  I 


ORGANIC  CHEMISTRY. 


169 


melting  at  153°.  The  amide ,  CioH6rSO>*NH2,  crystallises  from 
alcohol  in  small  scales  melting  at  239°.  K  S.  K. 

Specific  Volumes  of  Camphor  and  Borneol.  By  M.  Kuhara 
(Chem.  Neivs,  60,  114). — The  camphor  employed  melted  at  177 ’7° 
(corr.)  and  boiled  at  205‘3°  (corr.),  the  borneol  boiled  at  209’ 7°  (corr.). 
Numerous  determinations  of  the  specific  gravities  of  these  two  sub¬ 
stances  were  made,  by  filling  small  glass  cylinders  with  them  at  their 
respective  boiling  points  and  weighing  when  cold.  The  sp.  gr.  of 
the  camphor  was  found  to  be  O'SllO  at  205'3°,  and  its  sp.  vol. 
1S7'42 ;  whilst  the  mean  sp.gr.  of  the  borneol  is  0'80S3  at  209*7°, 
and  its  sp.  vol.  190'5.  D.  A.  L. 

An  Isomeride  of  Camphor.  By  0.  Wallace  and  A.  Otto  (. An - 
nalen,  253,  249 — 267 ;  compare  this  Jour.,  1889,  10C9,  1071,  and 
1072). — In  preparing  pinene  nitrosochloride  by  the  method  already 
described  (Abstr.,  18S8,  1098),  oily  byc-products  are  formed  in  con¬ 
siderable  quantity,  and  can  be  isolated  by  distilling  them  with  steam  in 
small  quantities  at  a  time.  The  same  oily  compounds  are  obtained 
when  ethyl  nitrite  is  used  in  the  place  of  amyl  nitrite ;  experiments 
showed  that  under  certain  conditions  the  former  can  be  advantage¬ 
ously  employed  instead  of  amyl  nitrite  in  the  preparation  of  nitroso- 
chlorides. 

The  crude  bye-product  distils  completely  between  160  and  190°, 
the  principal  portion  boiling  at  1S2 — 188  ;  it  is  most  probably  a 
mixture  of  cymene  and  a  compound  of  the  composition  CioH160, 
which  the  author  names  pinole,  as  will  be  shown  below. 

Pinole  dibromide,  CioH16OBr2,  is  obtained  in  crystals  when  the 
fraction  boiling  at  182 — 188°  is  treated  with  bromine  in  glacial 
acetic  solution  until  a  permanent  coloration  is  produced  and  the  solu¬ 
tion  then  allowed  to  evaporate  slowly.  The  mother-liquors  from  the 
dibromide  contain  cymene,  Avhich  can  be  isolated  by  distillation  with 
steam.  The  dibromide  separates  from  ethyl  acetate  or  alcoholic 
ether  in  rhombic  crystals,  a :  b  :  c  =  0‘57  :  1 :  1‘5553,  melts  at  94°, 
boils  at  143 — 144°  (11  mm.),  and  is  moderately  easily  volatile  with 
steam.  It  is  insoluble  in  water,  but  readily  soluble  in  alcohol,  ether, 
chloroform,  and  ethyl  acetate.  When  boiled  with  alcoholic  potash,  it 
is  decomposed,  yielding  an  oil  which  is  readily  volatile  with  steam 
and  very  easily  soluble  in  dilute  alcohol.  This  oil  can  be  separated 
into  two  principal  fractions  boiling  at  183-1  S4°  and  at  about  210° 
respectively. 

The  fraction  boiling  at  1  S3 — 184°  consists  of  almost  pure  pinole, 

1  C10H16O.  It  has  an  odour  hardly  distinguishable  from  that  of  cincole, 

I  a  sp.  gr.  of  0-953  at  20°,  and  a  refractive  power  [a]D  =  1 ’46949  at 
I  20°.  It  combines  energetically  with  bromine,  yielding  a  dibromide 
I  (in.  p.  94°),  also  with  halogen  acids  and  with  nitrosyl  chloride,  but 
it  docs  not  react  with  acid  chlorides,  hydroxylamine,  phcnylhy- 
drazinc,  Or  hydrogen  sulphide.  It  is  readily  oxidised  by  warm  dilute 
potassium  permanganate  solution,  yielding  carbonic  anhydride,  oxalic 
acid,  and  tercbic  acid  (m.  p.  175 — 176°) ;  nitric  acid  (1  :  1)  converts 
it  into  tcrebic  acid  and  resinous  products.  The  dibromidc  gives  the 
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same  oxidation-products  as  pinole  itself  but  it  is  only  very  slowly  j 
acted  on  by  both  the  reagents.  The  constitutional  formula,  I 

/CHPr0-CH,x  | 

CH( - 0 - ^CH, 

XCH— CMeX 

is  in  accordance  with  the  obseiwcd  properties  of  pinole. 

The  fraction  boiling  at  about  210°  consists  of  impure  pinoleglycol  ethyl 
ether ,  Ci0Hi6O(OEt)2.  This  compound  can  be  obtained  in  colourless, 
compact  needles  by  fractionating  under  reduced  pressure,  cooling 
the  portion  boiling  at  110 — 120°  (14  mm.)  in  a  freezing  mixture, 
and  spreading  the  crystals  on  well-cooled  porons  plates ;  it  is  then 
dissolved  in  a  little  glacial  acetic  acid,  the  solution  poured  into  water, 
and  the  precipitated  oil  brought  into  contact  with  a  crystal  of  the  sub¬ 
stance. 

Pinole  nitrosochloride,  C10Hi6O,NOC1,  is  a,  relatively,  very  stable 
compound  melting  at  103° ;  it  is  readily  converted  into  nitrolamines 
which  generally  crystallise  well,  and  thus  serve  as  a  means  of  dis¬ 
tinguishing  this  compound  from  other  nitroso chlorides.  ; 

Pinolenitrol amine  hydrochloride ,  NOHiCi0HiaO,NH2,HCl,  separates 
after  some  time  in  crystals  when  the  nitrosochloride  is  treated  with 
excess  of  alcoholic  ammonia  ;  it  crystallises  well  from  water  and  dilute  I 
alcohol.  The  alcoholic  mother-liquors  from  the  hydrochloride  con-  |  ' 
tain  the  free  base,  which  can  be  isolated  by  evaporating  under  reduced  j  , 

pressure,  extracting  the  residue  with  chloroform,  and  distilling  the  |  , 

extract  under  reduced  pressure ;  it  is  a  yellowish  liquid,  boiling  at  i 
about  129 — 130°  (14  mm.)  with  slight  decomposition. 

Pinolenitrolpiperidine ,  NOHiCioHisO'CsNITo,  separates  from  alcohol  I 
in  crystals,  melts  at  134°,  and  is  insoluble  in  water.  The  hydro¬ 
chloride. ■,  C!5H2602N2,HC1,  is  a  colourless,  crystalline  powder  very  I 
readily  soluble  in  water. 

P inolenitrolbenzylamine,  NOH!C,oHiaO*NH‘C7H7,is  best  obtained  in  a 
pure  state  by  decomposing  the  hydrochloride,  as  it  seems  to  crystallise  .  | 
from  alcohol  with  1  mol.  of  alcohol.  It  crystallises  from  ether  in  ( 

transparent  prisms,  melts  at  135 — 13G°,  and  soon  becomes  opaque  on  t. 

keeping,  but  without  change  in  melting  point  or  composition.  The  1 
hydrochloride ,  Ci7H2102N2,HC1,  is  crystalline  and  readily  soluble  in  * 
water. 

Pinolenitrol  aniline,  NOHlCioHisO'NHPh,  crystallises  in  yellowish 
plates,  melts  at  174 — 175°,  and  is  readily  soluble  in  alcohol  and  ether. 

The  hydrochloride ,  Ci6H22]M202,HC1,  is  crystalline  and  decomposes  on 
exposure  to  the  air. 

Pinolenitrol -fi-naphthylamine,  NOH!Ci0Hi5O-NH-Ci0H7,  crystallises 
from  alcoholic  ether,  melts  at  194 — 195°,  and  is  insoluble  in  water 
and  only  sparingly  soluble  in  alcohol ;  solutions  of  the  base  and  its  } 

salts  are  highly  fluorescent.  This  compound  is  isomeric  with  ^  • 

camphor.  E.  S.  K. 

Preparation  of  Aloin.  By  T.  Woodruff  (. Pharm .  J.  Trans.  [3], 

19,  773 — 775). — The  aloes  are  exhausted  with  amyl  alcohol  at  the  i 
temperature  of  a  water-bath,  when  most  of  the  resinous  matters  J 
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remain  in  the  residue.  The  liquid  is  filtered  and  evaporated  and 
the  aloin  is  obtained  as  a  crystalline  mass,  contaminated,  however, 
with  a  small  deposit  of  resinous  matters.  This  product  is  then 
exhausted  with  cold  water,  the  solution  is  filtered,  and  the  filtrate 
■allowed  to  evaporate  spontaneously,  when  the  crystals  arc  obtained 
quite  pui’e.  R.  R. 

Cephalanthin,  a  Bitter.  By  E.  Claasen  ( Ghcm .  Centr .,  1889  ; 
ii,  258,  from  Pharm.  Zeit.,  34,  3S4). — The  bark  of  Cephalanthus 
occidentalis  (“  button  bush  ”  or  “  swamp  dogwood”),  a  bush  belonging 
to  the  Cinchoneie,  contains  a  saponin-like  substance  having  a 
(bitter  taste  and  tanning  properties.  For  its  separation,  the  bark  is 
digested  with  lime,  the  filtrate  treated  with  carbonic  anhydride,  and 
the  cephalanthin  precipitated  from  the  solution  by  hydrochloric  acid 
and  purified  by  treatment  with  alcohol  and  ether.  It  is  amorphous, 
sparingly  soluble  in  cold  and  hot  water,  readily  soluble  in  alcohol  and 
ether,  and  has  the  properties  of  an  acid.  When  warmed  with  nitric 
'acid,  it  gives  a  yellow  coloration,  and  with  concentrated  sulphuric  acid 
,an  orange  coloration  changing  to  reddish-brown.  Dilute  sulphuric 
acid  seems  to  split  up  cephalanthin  with  formation  of  sugar. 

J.  W.  L. 

Digitalin  and  Tanghinin.  By  Aknaud  ( Gompt .  rend.,  109, 
701 — 703). — If  digitalin  is  heated  in  sealed  tubes  at  180°  with  water 
and  barium  hydroxide,  it  yields  a  crystalline  compound,  which  is  in¬ 
soluble  in  hot  water,  but  somewhat  soluble  in  boiling  alcohol.  It 
melts  at  305 — 310°  with  rapid  decomposition.  It  has  the  composi¬ 
tion  (C3]H510n)2Ba,  and  is  the  barium-derivative  of  a  compound 
C31H52O11,  formed  from  digitalin  by  the  assimilation  of  water.  It 
follows  that  the  molecule  of  digitalin  is  represented  by  the  formula 

c3,H50o10. 

Tanghinin  under  similar  conditions  yields  a  barium-derivative  of 
the  compound  C27H44O10,  which  is  formed  by  the  assimilation  of  2  mols. 
H20  by  the  tanghinin.  The  molecule  of  tanghinin  is,  therefore,  re¬ 
presented  by  the  formula  Co7H40Oa.  (Comp.  Abstr.,  1889,  9()0,  and 
this  voh,  p.  65.)  C.  H.  B. 

Colouring  Matters  of  Chlorophyll.  By  A.  Haxsen  {Ann. 
Agronom.,  15,428 — 429;  from  Bat.  Centr.,  38,632). — The  author  pre¬ 
pares  the  yellow  and  the  green  constituents  of  chlorophyll  in  what  he 
believes  to  be  a  pure  condition  by  the  following  process  : — Some 
leaves  of  grass  are  boiled  in  water  for  15 — 30  minutes,  then  washed 
I  many  times  with  water  and  dried  in  the  dark.  The  dry  matter  is 
(extracted  with  boiling  alcohol,  and  the  solution  saponified  by  boiling 
I  three  hours  with  a  slight  excess  of  aqueous  soda ;  a  current  of  carbonic 
j  anhydride  is  then  passed  through  the  solution,  which  is  afterwards 
(evaporated  to  dryness  on  the  water-bath.  Ether  extracts  from  this 
soap  the  yellow  colouring  matter  only,  which  is  purified  by  evaporating 
down  and  crystallising  from  a  mixture  of  equal  parts  of  ether  and 
light  petroleum.  The  soap,  after  extraction  with  ether,  is  extracted 
(with  a  mixture  of  alcohol  and  ether,  which  dissolves  only  traces  of  the 
! combination  of  the  green  colouring  matter  with  soda.  On  adding 


172 


ABSTRACTS  OF  CHEMICAL  PAPERS. 


1 


another  quantity  of  alcohol-ether  and  also  phosphoric  acid,  the  green 
matter  is  liberated  and  passes  at  once  into  solution,  from  which  it  is 
obtained  by  evaporation  in  the  form  of  a  brilliant,  fragile,  greenish- 
black  solid,  insoluble  in  water,  benzene,  and  carbon  bisulphide,  sparingly 
soluble  in  pure  ether,  very  soluble  in  alcohol  with  strong  red  fluores¬ 
cence.  The  crystals  of  yellow  colouring  matter  form  orange-red  i 
plates  insoluble  in  water,  soluble  in  alcohol,  ether,  chloroform,  and 
benzene  to  a  deep-yellow  colour,  and  in  carbon  bisulphide  to  a  brick-  I 

red.  These  crystals  are  transformed  in  the  light  into  cholestcrin,  j 

The  author  considers  this  yellow  substance  to  be  identical  with  the 
yellow  colouring  matter  of  flowers  and  fruits  in  general,  including  I 
that  of  the  carrot.  J.  M.  H.  M.  ° 

Dibromoquinolines.  By  A.  Claus  and  C.  Gbislbr  (J.pr.  Ghem.[  2], 
40,  375—382). — 1  :  4-Dibromoquinolinc  has  been  obtained  by  Metzger 
(Abstr.,  1884,  757),  who  asserts  that  it  is  identical  with  La  Costa’s 
dibromoquinoline  (Abstr.,  1881,74;  1882,  980).  When  oxidised  by 
potassium  permanganate,  it  yields  only  pyridiuedicarboxylic  acid, 
which  is  converted  into  nicotinic  acid  (m.  p.  229°)  at  180°.  It  yields 
no  methiodide,  and  only  one  nitro-compound. 

Nitro- 1  :  4 -dibromoquinoline,  obtained  by  nitrating  the  above  com¬ 
pound  with  a  cold  mixture  of  two  parts  of  nitric  acid  (sp.  gr.  1-52) 
and  four  parts  of  water,  forms  colourless,  silky  needles  melting  at  155° 
(uncorr.),  and  sparingly  soluble  in  water  and  cold  alcohol,  but  freely 
in  other  solvents.  The  hydrochloride  forms  small,  yellowish  crystals 
meltiug  at  228°  (uncorr.)  when  sharply  heated.  The  platinochloride 
is  described. 

Amido- 1  :  4- dibromoquinoline,  CgNILBiyNIL,  formed  by  reducing 
the  nitro-compound  with  stannous  chloride  and  hydrochloric  acid  in 
alcohol,  distils  with  steam  as  small,  colourless  needles  melting  at  1G5° 
(uncorr.).  Bromine  couverts  it  into  a  tribromoquinoline  melting  at 
174°  (uncorr.),  perhaps  identical  with  Lubavin’s  (m.  p.  173 — 175°). 

By  directly  brominating  1  :  4-dibromoquinoline  a  tribromide  of  melting 
point  115°  (uncorr.)  and  another  substance  are  obtained. 

1  :  3-Dibromoquinoline  (La  Coste,  Abstr.,  1882,  978)  forms  no 
methiodide  and  only  one  nitro-compound. 

4-Nitro- 1  :  3- dibromoquinoline  crystallises  in  lustrous  leaflets  which 
have  a  greenish  shimmer  and  melt  at  162°  (uncorr.)  ;  it  forms  well- 
crystallised,  unstable  salts.  The  platinochloride  is  described. 

4-Amido-l  :  3 -dibromoquinoline  crystallises  in  needles  melting  at 
184°  (uncorr.). 

2  :  4-Dibromoqzdnoline ,  obtained  from  symmetrical  dibromaniline, 

crystallises  in  beautiful  white,  lustrous  needles  melting  at  110° 
(uncorr.),  and  freely  soluble  in  the  usual  solvents  except  water.  The 
hydrochloride  forms  small,  colourless  needles  melting  at  158°.  The 
platinochloride  is  described.  I 

When  2  :  3-dibromaniline  is  quinolised,  two  dibromoquinolines  are 
produced,  and  are  separated  by  crystallising  from  ether  and  sorting  1 
the  crystals. 

2  :  3-Dibromoquinoline  forms  prisms  which  melt  at  95°  uncorr.  ;  its 
hydrochloride  melts  at  144°  (uncorr.). 
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3  :  4 -Dibromoquinoline  crystallises  in  slender  needles  melting  at 
124°  (uncorr.)  ;  its  hydrochloride  and  plat ino chloride  are  described. 

a.  a.  b. 

1  :  2-Dibromoquinoline,  and  Derivatives  of  2-Bromoquino- 
.line  and  4-Bromoquinoline.  By  A.  Claus  and  G.  N.  Vrs  (J.  pr. 
Ghent.  [2],  40,  382 — 387). — l-Nitro-2-bromoquinoline  and  1  -amido- 
2-brornoqninoline  have  been  already  described  as  a-nitrometabromo- 
quinolinc  and  «-amidometabromoquinoline,  respectively  (Abstr.,  1SS9, 
2S1).  The  1  :  2  :-amidobromoquinoline  platinochloride  is  here  de¬ 
scribed. 

1  :  2 -Dibromoquinoline,  obtained  by  diazotising  1-amidobromoquino- 
line  and  treating  the  diazo-compound  with  cuprons  bromide,  crystallises 
in  beautiful,  white  needles  melting  at  112°  (uncorr.). 

4-Bromoquinoline  melts  at  52°,  not  48°  ( loc .  cit.)  ;  it  is  best  obtained 
as  follows  : — The  mixture  of  bromoquinolines  prepared  from  meta- 
bromaniline  (70  grams)  is  dissolved  in  warm  dilute  nitric  acid  (1  litre), 
when  2-bromoquinoline  nitrate  separates ;  the  mother-liquor  is  mixed 
with  potash,  the  precipitated  oil  dissolved  in  alcohol  (100  c.c.),  and  a 
solution  of  oxalic  acid  (15 grams)  in  alcohol  (25 c.c.)  added;  4-bromo- 
quinolinc  oxalate  (m.  p.  143°,  uncorr.)  crystallises  out,  and  is  saponified 
with  ammonia  to  obtain  the  pure  base. 

The  nitro-4-bromoquinoline  melting  at  146°  (Abstr.,  1889,  281)  is 
3  :  4 -nitrobromoquinoline ;  its  basic  properties  are  very  feeble,  so  that 
it  is  only  soluble  in  concentrated  acids,  and  forms  no  methiodide. 
3  :  4 -Amidobramoquinoline  forms  small,  yellowish  crystals  melting  at 
105°  (uncorr.),  sparingly  soluble  in  water,  and  dissolving  in  dilute 
acids  Avith  an  intensely  red  colour;  it  gives  the  carbylamine  reaction 
with  alcoholic  potash.  Its platinochloride  is  described.  A.  Gr.  B. 

Bromine- derivatives  of  Quinoline.  By  A.  Claus  and  A. 
Welter  (J.  pr.  Ghem.  [2],  40,  387 — 395). — The  authors  point  out 
that  La  Coste’s  bromoqui noline  (Abstr.,  1SS1,  741)  is  not  3-bromo- 
quinolinc  but  d'-bromoquinoline,  and  that  the  dibromoquinoline  ob¬ 
tained  from  it  is  not  identical  with  1  :  4-dibromoquinoline,  already 
described  (above  abstract)  ;  the  former  dibromoquinoline  can  also  be 
obtained  by  brominating  4'-bromoquinoline,  and  is  therefore  3  :  4'- 
bromoquinoline.  A  tribromoquinoline  melting  at  169°  (uncorr.)  is 
obtained  at  the  same  time. 

3  :  V-Dibromoquinoline  crystallises  from  alcohol  in  lustrous,  silky 
needles  melting  at  130°  (uncorr.).  The  hydrochloride  forms  colour¬ 
less,  four-sided  prisms  melting  at  185°,  and  easily  decomposed  by 
water,  alcohol,  or  dilute  acids.  The  nitrate  forms  colourless  needles 
and  prisms  which  melt  at  158°.  The  platinochloride  and  the  meth¬ 
iodide  are  described. 

Generally  speaking,  whenever  a  bromoquinoline,  with  the  bromine 
in  the  benzene-ring,  is  bromiriated,  the  new  bromine-atom  enters  into 
the  4'-position  ;  this  is  the  case  AA’ith  anabromoquinolinc,  the  4  :  4'- 
dibromoquinoline,  previously  described  by  Claus  and  Decker  (Abstr., 
1889,  729),  being  obtained.  4  .-  4,-Dibromoquinoline  hydrochloride 
forms  lustrous,  rhombic  tables  melting  at  183®  (uncorr.)  and  decom¬ 
posed  by  water ;  the  nitrate  crystallises  in  colourless,  four-sided  tables 
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melting  at  147°  (uncorr.).  The  sulphate ,  the  methiodide,  and  the  ; 
methochloride  and  its  platinochloride  are  described.  | 

2  :  4' -Dibromoquinoline,  obtained  by  heating  metabromoquinoline  i 
dibromide  hydrobromide,  crystallises  from  alcohol  in  beautiful,  thick,  | 
colourless  rhombohedra  which  are  strongly  refractive  whilst  immersed 
in  the  liquid.  It  melts  at  12G — 127°  (uncorr.).  The  hydrochloride  is 
very  sparingly  soluble;  the  nitrate  forms  colourless  prisms  melting  at 
178°;  the  platinochloride  is  described;  the  methiodide  forms  micro¬ 
scopic  needles  melting  at  271°  (uncorr.). 

1  : 4'-bromoquinoliue  has  been  described  by  Claus  and  Tornier 
(Abstr.,  1888,  164).  A.  G.  B. 

Kynurin.  By  Z.  H.  Skp.aup  ( Monatsh .,  10,  726 — 731). — Kynurin, 
an  oxidation -product  of  cinchonine  and  of  cinchonidine,  but  not  of 
quinine,  is  obtained  to  the  extent  of  about  10  per  cent,  of  the  weight 
of  the  cinchonic  acid  taken,  when  the  latter  (50  grams)  is  oxidised  1 

with  a  mixture  of  chromic  acid  (20  grams)  and  sulphuric  acid  | 

(30  grams)  dissolved  in  water  (200  grams).  The  kynurin  (hydr- 
oxyquinoline)  thus  prepared  melts  at  201°,  and  has  all  the  properties 
of  the  compound  obtained  by  the  direct  oxidation  of  cinchonine.  , 
On  heating  at  100 — 110°  with  1^  times  its  weight  of  phosphorus 
pentachloride,  it  is  converted  into  a  chloroquinoline,  which  melts  at 
34°,  and  is  reconverted  into  kynurin  by  heating  with  acidified  water 
at  120°;  consequently  it  cannot  be  a-chloroquinoline,  since  that  com¬ 
pound  melts  at  38°,  and  is  converted  into  carbostyril  on  heating  with 
water.  G.  T.  M. 

Alkyl-derivatives  of  1-Hydroxyqninoline.  By  E.  Lippmann 
and  F.  Fleissxer  (Monatsh.,  10,  665,  672). — A  molecular  compound 
of  methoxyquinoline  hydriodide  and  hydroxyquinoline  methiodide, 
C9KH6-OMe,HI  +  C9NH6-OH,MeI  +  2H20  [OH  =  1;  OMe  =  1], 
is  obtained  by  heating  together  in  sealed  tubes  at  100°  for  several 
hours  a  mixture  of  1-hydroxyquinoline  and  methyl  iodide  in  mole¬ 
cular  proportion,  with  methyl  alcohol.  It  is  insoluble  in  ether,  but 
soluble  in  alcohol  and  water,  crystallising  from  the  former  in  yellow, 
triclinic  plates,  decomposes  at  143°,  gives  a  hydrochloride, 
C„NHfiMeO,HCl  +  C9NH70,MeCl  +  5H20,  forming  minute,  red  crys¬ 
tals  easily  soluble  in  water,  and  a  platinochloride,  C2oH18N203,H2PtCl6 
-f  2HoO,  crystallising  in  orange-red  prisms  which  decompose  at  [ 
248°.  '  ....  I 

Methoxyquinoline-hydroxyquinoline  methiodide,  C2qH1s17202I,  may  he 
prepared  by  treating  the  above  compound  with  ammonia  or  soda.  It 
crystallises  from  hot  alcohol  in  orange-red  needles,  and  combines  with  I 
methyl  iodide  to  form  the  compound  C21H221ST20J2  +  2H20,  which 
crystallises  in  yellow  needles  and  is  converted  by  silver  oxide  into  the 
deliquescent  compound  C2oH30N203.  The  iodide,  C30H19Fr2O3I,  on 
reduction  with  tin  and  hydrochloric  acid,  was  expected  to  yield  kairin 
and  tetrahydroxymethoxy quinoline,  but  only  the  formation  of  the 
former  of  these  compounds  could  be  ascertained.  The  ethyl- compound,  1 
C22H23N202I,  is  prepared  by  a  method  similar  to  that  used  in  the  case 
of  the  methyl-compound  above  described.  It  crystallises  in  red 
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needles  which  melt  at  202°,  and  furnishes  a  platinocliloride  which 
crystallises  with  2  mols.  H20.  G.  T.  M. 

Quinolineparamethenylamidoxime  and  its  Derivatives.  By 

J.  Biederuann  (]>er.,  22,  2761 — 2767). — Quinolineparamethenylamid- 
oxi-me,  C9rSnT6-C(NH2)iNOH,  is  formed  when  paracyanoquinoline 
(m.  p.  135°),  prepared  from  paraquinolinesulphonic  acid  by  Fischer 
and  Willmack’s  method  (Abstr.,  1884,  1051),  is  treated  with  liydr- 
oxylamine  hydrochloride  and  sodium  carbonate  in  dilute  alcoholic 
solution.  It  ci’ystallises  from  boiling  alcohol  in  yellowish  needles, 
melts  at  105°,  and  is  l’eadily  soluble  in  alcohol  and  ether,  more 
sparingly  in  benzene,  chloroform,  and  hot  water,  and  almost  insoluble 
in’ light  petroleum.  It  dissolves  freely  in  acids,  but  is  only  sparingly 
soluble  in  alkalis  ;  it  gives  a  greyish-green  precipitate  with  Folding’s 
solution,  and  a  deep-red  coloration  with  fenfic  chloride.  In  aqueous 
solutions,  silver  nitrate  produces  a  colourless,  crystalline  precipitate 
which  darkens  after  some  time  with  separation  of  silver.  The  hydro¬ 
chloride,  CioH9N30,HC1,  crystallises  in  colourless  needles,  and  is 
readily  soluble  in  alcohol  and  water,  but  insoluble  in  ether,  benzene, 
light  petroleum,  and  chloroform.  The  platinocliloride, 

(C10H9N3O)2,H2PtCl6, 

ciystallises  in  well-defined  prisms.  The  ef/ty^-derivative,  Ci2H13N30, 
crystallises  from  dilute  alcohol  in  colourless  needles,  melts  at  85°,  and 
is  readily  soluble  in  alcohol,  ether,  chloroform,  benzene,  and  hot  water, 
but  almost  insoluble  in  cold  water.  The  nce^yf-derivative,  CI2HuI^302, 
prepared  by  treating  the  amidoxime  with  acetic  chloride  in  ethereal 
solution,  crystallises  from  hot  benzene  in  colourless  needles,  melts  at 
115°,  and  is  sparingly  soluble  in  alcohol,  ether,  chloroform,  and 
benzene,  and  almost  insoluble  in  cold  water. 

N-0 

Quinolineparamethenylethenylazoxime,  C9NHr/C<^  _x>CMe,  pre¬ 
pared  by  dissolving  the  amidoxime  in  hot  acetic  anhydride,  or  by 
digesting  the  acetj'l-derivative  with  alkalis  or  water,  crystallises  from 
dilute  alcohol  in  slender  needles,  melts  at  175°,  and  is  soluble  in 
alcohol,  ether,  benzene,  and  chlorofonn,  but  almost  insoluble  in  water. 
It  gives  with  ferric  chloride  a  bluish-violet  coloration,  and  mercuric 
chloride  and  auric  chloride  produce  precipitates  in  a  hydrochloric 
acid  solution. 

Ethyl  quinolineparamethenylamidoximecarloxylate, 

C9NH6-C(NH2):NO-COOEt, 

is  formed  when  the  amidoxime  is  treated  with  ethyl  chlorocarbonatc 
in  chloroform  solution.  It  crystallises  from  boiling  alcohol  in  colour¬ 
less  needles,  melts  at  97°,  and  is  soluble  in  ether,  chloroform,  benzene, 
and  acids,  but  almost  insoluble  in  light  petroleum  and  cold  water, 
and  insoluble  in  alkalis. 

N*0 

QuinolineparametJienylcarbonylamidoxime,  C9NH6'C<^jj  >CO,  pre¬ 
pared  by  boiling  the  preceding  compound  with  alkalis,  or  by  digesting 
the  amidoxime  with  excess  of  ethyl  chlorocarbonatc,  crystallises  from 
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boiling  benzene  in  colourless  needles,  melts  at  155°,  and  is  soluble  in 
alcohol,  ether,  chloroform,  and  alkalis,  but  almost  insoluble  in  cold 
water.  In  aqueous  solutions  of  the  ammonium-derivative,  copper 
sulphate  produces  a  green,  lead  acetate  and  silver  nitrate  a  colourless, 
crystalline  pi’ccipitate. 

QiUnolineparamethenyluramidoxime,  C9NH6*C(NOH)*NITCONTI2, 
separates  in  colourless  crystals  when  a  concentrated,  aqueous  solution 
of  the  amidoxime  hydrochloride  is  treated  with  potassium  cyanate  ; 
it  crystallises  from  boiling  water  in  small,  colourless  needles,  melts  at 
164' 5°,  and  is  only  sparingly  soluble  in  cold  water  and  acids,  but 
more  readily  in  hot  watei',  alcohol,  ether,  benzene,  light  petroleum, 
and  alkalis. 

Quinolineparamethenylbenzenylazoximeparacarboxylic  acid ,  * 

C9NH6-C<^>CCgH4-COOH, 

prepared  by  melting  the  amidoxime  with  phthalic  anhydride,  crystal¬ 
lises  from  hot  alcohol  in  colourless  needles,  melts  at  203°,  and  is 
soluble  in  ether  and  chloroform,  but  only  sparingly  in  benzene  and 
water,  and  almost  insoluble  in  light  petroleum.  F.  S.  K. 

a-Cinnamenylcinchonic  Acid  and  2:4-Quinolinedicarboxylic 
Acid.  By  0.  Doebner  and  3.  Peters  (Her.,  22,  3006 — 3011). — 

"  -?■ 

::o 

by  gradnally  adding  from  a  di'opping  funnel  an  alcoholic  solu¬ 
tion  of  aniline  (52  grams)  to  a  solution  of  cinnamaldehyde  (75  grams) 
and  pyruvic  acid  (50  grams)  in  absolute  alcohol.  The  whole  is  boiled 
in  a  reflux  apparatus  on  a  water-bath  for  four  to  five  hours ;  the 
liquid  is  then  concentrated,  and  the  crystals  which  separate  washed 
with  ether  and  crystallised  from  hot  alcohol.  The  yield  is  10  grams. 
The  acid  crystallises  in  yellow  needles,  melts  at  295°  with  evolu¬ 
tion  of  carbonic  anhydride,  is  insoluble  in  water,  sparingly  soluble 
in  ether,  benzene,  and  chloroform,  more  soluble  in  hot  alcohol, 
especially  if  a  few  drops  of  hydrochloric  acid  are  added.  The  acid 
solution  has  a  green  fluorescence.  The  potassium,  sodium ,  and 
ammonium  salts  are  readily  soluble ;  the  magnesium  salt , 
(Ci3H12N02)2Mg,  crystallises  in  concentrically-grouped,  lustrous, 
yellow  ueedles ;  the  silver  salt  is  a  flaky  precipitate ;  the  nickel  and 
copper  salts  are  yellowish-green,  and  the  zinc  and  lead  salts  yellow. 
When  the  acid  is  distilled,  it  decomposes  into  benzylidenequinaldine 
(Jacobsen  and  Reimen,  Abstr.,  1884,  335)  and  carbonic  anhydride. 

Cinnamcnylcinchonic  acid  is  also  formed  by  heating  a-methyl- 
cinchonic  acid  with  benzaldchyde  and  zinc  chloride,  and  by  the  action 
of  aniline  on  pyruvic  acid  and  cinnamaldehyde  at  the  ordinary 
temperature.  In  the  latter  case  an  indifferent  compound  of  the 
formula  C24H20NsO  is  obtained,  which  crystallises  from  glacial  acetic 
acid  in  yellowish  needles  melting  at  194°. 

2  :  4 -Quinolinedicarboxylic  acid,  C9RH5(COOH)2,  is  obtained  by 
adding  a  solution  of  potassium  permanganate  (7’5  grams)  in 
water  (500  c.c.)  to  a  solution  of  a-cinnamenylcinchonic  acid  in 


a-Cinnamenylcinchonic  acid,  CHPhlCH’C^ 


COOH’  is  prepared 
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soda  diluted  to  500  c.c.  After  24  hours  it  is  filtered,  evaporated 
down  to  one-third  of  its  bulk:,  treated  with  dilute  hydrochloric  acid, 
and  allowed  to  cool.  The  acid  separates  in  slender  needles,  and  is 
crystallised  from  water.  It  melts  at  240°  with  decomposition,  is 
sparingly  soluble  in  cold  water,  alcohol,  and  ether,  insoluble  in 
benzene  and  chloroform.  The  calcium  salt,  CuHsNChCa,  crystallises 
iu  slender,  white,  lustrous  needles;  the  barium  salt  forms  groups  of 
long  needles;  the  copper  salt  (with  1  mol.  H20)  is  a  sparingly  soluble, 
bluish-green  precipitate;  the  silver  salt  is  a  very  gelatinous,  white 
precipitate  :  other  salts  were  prepared.  When  the  acid  is  heated 
above  its  melting  point,  it  partly  sublimes,  and  is  partly  decomposed 
into  quinoliue  and  carbonic  anhydride.  N.  H.  Ai . 

Hydroquinoline-derivatives.  By  0.  Srpek  ( Monatsh .,  10, 
701 — 729). — A  solution  of  the  hydrochloride  of  quinic  acid  (20  grams) 
in  concentrated  hydrochloric  acid  (100  grams)  was  mixed  with  stan¬ 
nous  chloride  (10  grams),  and  then  heated  with  metallic  tin  (28 
grams).  When  the  metal  had  dissolved,  the  solution  was  saturated 
with  hydrogen  sulphide  to  precipitate  the  tin,  filtered,  and  concentrated 
in  an  atmosphere  of  carbonic  anhydride,  whereby  the  In-drochloride 
of  tetrahydroquininic  acid ,  CnH13N03,HCl,  crystallising  in  small 
needles  melting  at  205 — 20(3°  (uncorr.),  separated  out.  The  acid  has 
probably  all  four,  but  certainly  two,  hydrogen-atoms  attached  to  the 
pyridine  nucleus,  since  it  gives  an  acetyl-derivative,  CnHi?AcN03, 
molting  at  240 — 241°  (uncorr.),  and,  therefore,  contains  an  imidogen- 
group.  On  treatment  with  bromine,  the  acid  furnishes  what  is  probably 
an  additive  product,  which  has  a  red  colour,  and  on  treating  this  with 
hot  hydrochloric  acid,  washing  with  water,  boiling  with  sodium 
hydrogen  sulphite,  and  recrystallising  from  xylene,  it  gives  tribromo- 
quinaniso'il,  Ci0H6Br3NO,  a  substance  which  crystallises  in  white 
needles,  melts  at  233°,  and  is  identical  with  the  compound  obtained  by 
Skraup  from  thalline ;  on  heatiug  it  with  concentrated  hydrochloric 
acid,  first  at  150°  and  afterwards  at  170° — 180°,  it  gives  a  tribromhydr- 
oxy quinoline.  This  tribromhydroxyquinoline  crystallises  from  acetic 
acid  in  needles  melting  at  218°  (uncorr.),  and  is  also  produced, 
together  with  tribromoquinanisoil,  on  bromination  of  thalline  hydro¬ 
chloride. 

Tribromoquinanisoil  is  oxidised  by  boiling  concentrated  nitric  acid 
to  a  bromopyridiu ecarboxylic  acid  which  melts  at  182°  (uncorr.),  and 
proves  to  be  identical  with  the  bromoriicotinic  acid  obtained  by  Clans 
and  Collishonn  (Abstr.,  1887,  158).  Tribromohydroxyquinoline  is 
converted  by  potassium  permanganate  into  a  bromoquinolinic  acid, 
C6H2Br(COOH)2  -f  H20,  which  appears  to  be  identical  with  the  acid 
obtained  by  Claus  and  Collishonn  ( loc .  cit .),  and  decomposes  at  105° 
into  carbonic  anhydride  and  the  above-mentioned  bromonicotinic  acid. 
On  fusion  with  potash,  these  bromonicotinic  acids  furnish  an  acid 
free  from  bromine  and  4'-hydroxypyridinc.  The  tribromo-compounds 
must  consequently  be  regarded  as  having  one  bromine-atom  in  the 
4'-position  of  the  pyridine  nucleus,  and  the  other  two  atoms  in  the 
benzene  nucleus. 

T etr  ally  dr obromhy  dr  oxy  quinoline  hydrochloride ,  CaNHjBr'Ol^HCI, 

yol.  lyiii.  n 
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which  crystallises  in  needles  melting  at  238°,  is  obtained  on  reducing 
tribromohydroxyquinoline  with  tin  and  hydrochloric  acid. 

GL  T.  M. 

Formation  of  Azines  from  Orthodiamines  and  Polyamines. 

By  R.  Nietzih  ( Ber .,  22,  3039 — 3040). — A  discussion  of  the  bearing 
of  recent  work  on  this  subject. 

Derivatives  of  Orthamidobenzyl  Alcohol.  By  H.  Gr.  Sodee- 
baum  and  0.  Widman  {Ber.,  22,  2933 — 2942). — The  platinochloride 
of  the  benzophenyldihydroketometadiazine  previously  described 
(Abstr.,  1889,  973)  forms  prismatic  crystals  melting  with  decomposi¬ 
tion  at  199°;  the  aurochloride,  yellow  needles  melting  at  170 — 172°. 

Phenomethyldihydrothiometad iaz in e,  ^  ,  is  formed  by 

heating  orthamidobenzyl  alcohol  with  methyl  thiocyanate  in  benzene 
solution.  Hydroxytolylmethylthiocarbamide  is  first  formed  as  a  brown 
oil,  which  becomes  thick  on  cooling  but  does  not  crystallise,  and  if  this 
is  heated  with  hydrochloric  acid,  it  is  converted  into  the  diazine,  which 
crystallises  from  methyl  alcohol  in  long,  glistening  needles  and  melts 
at  139°.  Tbe  platinochloride  crystallises  in  four-sided  platesmelting 
with  decomposition  at  195°  ;  the  aurochloride  forms  yellow,  microscopic 
needles  melting  at  151 — 153°. 

i o-Hydroxytolylethylfhiocarbamide ,  formed  like  its  methyl  analogue,  is 
also  an  oil,  and  with  hydrochloric  acidyields phenethyldihydrothiometadi- 
CH 

azine,  C6H4<\  I  ,  which  crystallises  from  alcohol  in  long  needles 

NH*  CS 

melting  at  103°.  The  'platinochloride  is  a  pale-yellow  powder  melting 
at  208°  ;  the  aurochloride  forms  crystals  melting  at  118°. 

When  the  methylthiocarbamide  is  heated  with  mercuric  oxide,  it 

..  .  „„  CHyNMe  .  . 

yields  phenomethyldihydrolietometadiazine,  G6H4<j^.^.  .  This  is 

easily  soluble  in  organic  solvents,  sparingly  so  in  water.  The  platino¬ 
chloride ,  (CgHmNoO^HaPtCle;,  crystallises  in  needles  or  platesmelting 
at  202 — 203°,  the  aurochloride,  (C9H|0N2O),HAuC14,  in  yellow,  glisten- 
ing  prisms  melting  at  185°.  The  ethylthiocarbamide  in  like  manner  i 
yields  phenethyldihydroketometadiazine,  which  crystallises  from  alcohol  I 
in  flat,  colourless  needles  and  melts  at  94 — 95°.  The  platinochloride  I 
crystallises  in  yellow  needles  melting  with  decomposition  at  205° ;  the 
aurochloride  forms  golden-yellow  scales  melting  at  116 — 118°. 

CH,-N-C3H5  I 

Phenallyldihydroketometadiazine,  C6H4<^g.  qq  ,  prepared  from 

the  allyltliiocarbamide,  is  very  soluble  in  alcohol,  crystallises  in 
microscopic  prisms,  and  melts  at  77 — 78°.  The  platinochloride  crystal¬ 
lises  in  needles  and  melts  at  169 — 171°. 

Benzophenodihydroketometadiazine,  CsH4<A  2  I  ,  prepared  from 

NH  ‘CO 

the  benzothiocarbamide,  crystallises  from  alcohol  in  needles  or  prisms 
melting  at  145 — 146°.  It  forms  a  crystalline  platinochloride  and  auro¬ 
chloride.  All  attempts  to  obtain  phenodihydrothiodiazine  proved  j 
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futile.  Tlie  author  points  out  the  regularity  of  the  melting  points  in 
these  thio-  and  oxy-series. 

When  oxidised  with  chromic  acid  in  acetic  acid  solution,  phenodi- 

i  ...  ,  __  CO-NH 

I  hydroketometadiazine  yields  benzoylencarbamide,  C6Hj<_^.-^ 

.  described  by  Griess  and  by  Abt. 

The  formation  of  these  two  groups  of  compounds  appears  at  first 
‘  sight  to  be  analogous  to  that  of  the  pseudo-carbamidcs  lately  described 
by  Gabriel  (Abstr.,  18S9,  848).  But  after  a  careful  examination  of 
the  evidence  the  author  concludes  that  the  formulas  ascribed  by  him 
to  the  diazine  is  correct,  and  that  his  and  Gabriel’s  compounds  are 
;  not  strictly  analogous.  L.  T.  T. 

Codeine  Methiodide.  By  Z.  H.  Skrauv  and  D.  Wiegmann 
\  ( Monatsh .,  10,  732 — 733).  It  has  been  previously  shown  (Abstr., 

■  1889,  1018)  that  in  all  probability  the  nitrogen-atom  in  morphine  has 
both  a  methyl-  and  an  ethyl-group  directly  attached  to  it.  If  this 
view  is  a  correct  one,  codeine  methiodide,  which  on  beating  with 

1  alkalis  is  converted  into  methyl morphemethine,  should  give  rise  to 
ethyldimethylamine  when  treated  with  alcoholic  potash,  and  not  to 
dimetbylamine  (the  product  said  to  be  obtained  by  Knorr,  Abstr.,  1889. 
j  417).  On  repeating  Knorr’ s  experiments,  the  authors  find  that 
;  ethyldimethylamine,  together  with  a  small  quantity  of  trimethylamine, 

|  is  really  produced,  and  furnishes  a  characteristic  platinochloride, 
which  is  sparingly  soluble  with  alcohol,  and  crystallises  from  water  in 
I  oetahedra  melting  at  193°.  G.  T.  M. 

|  Oxidation-products  of  Quinoidine.  By  H.  Strache  (Monatsh., 
j  10,  642 — 646;  compare  Abstr.,  1889,  1016). — When  quinoidine  (800 
grams)  is  oxidised  by  boiling  with  commercial  nitric  acid  (about  26 
kilos.),  added  a  little  at  a  time  until  the  solution  is  no  longer  rendered 
turbid  by  ammonia,  a  mixture  of  a-pyridinetricarboxylic  acid 
(73  grams),  cinchotneronic  acid  (48  grams  of  the  hydrochloride), 
and  cinchonic  acid  (34  grams)  is  obtained.  At  the  same  time  a  hydro¬ 
chloride  of  a  nitroquinolinecarboxylic  acid  is  formed,  which  on 
j  sublimation  gives  a  nitroquinoline  crystallising  in  needles  melting  at 
1  153 — 154°.  The  properties  of  this  base  agree  with  those  of  La  Coste’s 
J  4-nitroquinoline.  G.  T.  j\I. 

i 

Action  of  Potash  on  Alkyl  Halogen-derivatives  of  Papa- 
|  verine.  By  G.  Goldschmiedt  (Monatsh.,  10, 673 — 691). — The  author 
l  defends  the  view's  of  Stransky  (Abstr.,  1889,  166)  against  those  of 
Claus  and  Edinger  (ibid.,  415),  and  has  made  the  following  observa- 
I  tions  on  repeating  Stransky’s  experiments.  According  to  Claus,  the 
bases  obtained  on  treating  the  alkyl  halogen  additive  products  of 
j  papaverine  with  silver  oxide  and  with  potash  respectively,  differ  con¬ 
siderably,  for  whereas  the  hydrochloride  and  alkyl  chlorides  of  the 
former  give  a  platinochloride  which  is  crystalline,  anhydrous,  and 

■  may  be  crystallised  from  hot  water,  the  hydrochloride  of  the  latter 
|  gives  a  platinochloride  containing  water  of  crystallisation,  and  which 

readily  decomposes  when  attempts  arc  made  to  rccrystallise  it  from 

n  2 
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boiling  water.  Claus  and  Edinger  obtained  from  the  methyl  base  an 
uncrystallisable  platinocliloride,  containing  1  mol.  H20,  and  Hiitlein 
found  that  the  ethyl  base  gave  a  crystalline  platinocliloride,  also  con¬ 
taining  1  mol.  H20.  The  author  shows  that  the  platinocliloride  of 
ethylpapaverinium  oxide  (CraHsiNChEt^PtCle  +  3^H20,  prepared  by 
means  of  potash,  and  the  corresponding  methyl-compound, 

(C20H21NO4Me)2PtClB  +  3H20, 

similarly  prepared,  are  both  stable  in  presence  of  boiling  water,  whilst 
the  methyl-compound,  obtained  by  means  of  silver  oxide,  is  an 
anhydrous  salt.  On  the  other  hand,  the  liydrobromide  obtained  by 
Stransky  from  ethylpapaverinium  oxide  and  hydrobromic  acid  is 
crystallographically  identical  with  the  papaverine  ethyl  bromide  pre¬ 
viously  described  by  the  author.  Of  these  apparently  contradictory 
facts  no  explanation  can  at  present  be  offered. 

Claus  and  Hiitlein  have  expressed  the  opinion  that  during  the  action 
of  potash  on  the  alkyl  halogen-derivatives  of  papaverine,  the  alkyl- 
groups  swing  from  the  nitrogen-  to  a  carbon-atom  ;  the  author,  how¬ 
ever,  finds  that  cthylamine  is  formed  by  boiling  papaverine  ethyl 
bromide  with  potash ;  at  the  same  time,  a  compound  melting  at  240°, 
and  also  one  melting  at  180 — 187°,  crystallising  from  alcohol  in  white 
needles,  having  the  formula  Ci9H20Os  or  CiaH1605,  and  containing 
four  methoxyl-groups,  are  formed.  G.  T.  M. 

Papaverinic  and  Pyropapaverinic  Acids.  Ey  G.  Goldschmiedt 
and  H.  Strache  ( Monatsk .,  10,  602 — 700 ;  compare  Abstr.,  1888, 
302). — Correcting  a  previous  communication  (Abstr.,  1886,  479),  the 
authors  state  that  papaverinic  acid  (Abstr.,  1885,  1080),  Ci6H13N07, 
crystallises  with  1  mol.  H20,  and  furnishes  a  ketoxime,  CigH14N207, 
which  crystallises  from  alcohol  in  small  needles  melting  at  154 — 157°. 

Ammonium  pyropapaverinate  gives  precipitates  with  many  metallic 
salts,  and  maybe  used  to  prepare  the  undermentioned  compounds: 
Calcium  pyropapaverinate,  (Ci5Hi2N05)2Ca  +  4H20,  crystallises  in 
groups  of  needles  ;  barium  pyropapaverinate,  (Ci5H12N05)2Ba  +  4H20, 
in  plates;  the  hydrochloride,  CI5H13iSt05,HC1  +  H20,  crystallises  in 
orange-red  needles  ;  the  phenylliydrazone,  C|5H|3NQi!N2HPh,  crystal¬ 
lises  from  alcohol  in  yellow  prisms,  softens  and  turns  red  at  210°, 
melts  with  decomposition  at  223°,  and  forms  a  hydrochloride, 

C15H13N04:N2HPh,HCl, 

a  vermilion-coloured  powder.  The  ketoxime  of  pyropapaverinic  acid, 
C15H14N205,  crystallises  from  alcohol  in  needles  melting  at  226°,  its 
hydrochloride,  Ci5H14N205,HC1  +  H20,  crystallises  in  lemon-yellow 
needles,  which  lose  HC1  and  H20  when  heated  at  105°,  and  are 
slowly  decomposed  on  boiling  with  water.  G.  T.  M. 

Ulexine.  Ey  A.  W.  Gerrard  and  W.  H.  Symons  ( Pharm .  J.  Trans. 
[3],  19,  1029 — 1030). — Ulexine,  CnH14N20,  the  alkaloid  previously 
obtained  by  the  authors  from  the  seeds  of  the  common  furze,  Ulex 
JEuropcuus  (Abstr.,  1886,  1048),  forms  colourless,  odourless,  deli¬ 
quescent  crystals,  freely  soluble  in  chloroform,  but  insoluble  in 
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absolute  ether.  The  substance  fuses  at  151°,  and  begins  to  char  at 
175°.  It  cannot  be  sublimed  without  decomposition.  It  is  a  strong 
base,  for  it  precipitates  quinine,  cocaiue,  and  strychnine,  and  also 
liberates  ammonia  from  its  compounds.  The  platinochloridc, 

(CnH14bi  20)2,H2PtCl6, 

forms  lustrous,  crystalline  plates  ;  the  auroehloride,  Ci)H14N20,HAuCl4, 
was  also  analysed. 

When  ulexine  is  treated  with  alkaline  permanganate,  it  gives  off 
two-thirds  of  its  nitrogen  as  ammonia.  Ulexine  has  a  powerful 
physiological  action,  and  one-tenth  of  a  grain  has  been  found  to  pro¬ 
duce  toxic  effects.  It  raises  arterial  tension,  produces  diuresis,  and 
acts  as  a  nerve  and  muscle  poison,  affecting  the  respiratory  organs 
especially. 

A  second  base  seems  also  to  oecur  in  the  seeds,  but  has  not  yet 
been  obtained  in  quantity  sufficient  for  examination.  R.  R. 

Bile-Pigments.  By  J.  B.  HAvcRAFTand  H.  Scofield  (Zeit. physiol. 
Ghem.,  14,  178 — 181). — When  bilirubin  is  oxidised,  biliverdin  is 
formed  ;  if  the  oxidation  be  carried  further,  as  by  nitric  aeid,  a  blue 
pigment,  bilicyanin,  is  formed,  then  a  violet  (perhaps  a  mixture  of  the 
blue  and  red),  then  a  red,  and  lastly  a  yellow  pigment  (eholetelin)  are 
formed.  There  have  been,  however,  very  few  experiments  recorded 
in  which  by  means  of  reducing  agents  the  lower  terms  of  the  series 
have  been  obtained  from  the  higher.  Lauder  Brunton  ( Haudb .  of 
Physiol.  Lab.,  p.  498)  alone  mentions  that  sulphuric  acid  colours  an 
alkaline  solution  of  biliverdin  yellow,  and  that  if  this  yellow  solution 
is  then  treated  with  nitric  aeid,  a  solution  of  bilirubin  is  obtained. 

In  the  present  research  it  was  noticed  that  ox  bile,  on  being  allowed 
to  remain  for  some  hours,  changed  in  colour  from  green  to  orange- 
brown.  This  is  regarded  as  reduction,  for  if  nitric  acid  be  added  to 
it,  bilirubin  is  first  obtained,  and  then  the  usual  series  of  green,  blue, 
violet,  red,  and  yellow  pigments.  It  was  also  noticed  that  the  bile  in 
the  gall-bladder  was  yellowish  where  it  came  in  contact  with  the  wall 
of  that  viscus  ;  this  is  an  instance  of  reduction  brought  about  by  living 
]  tissues.  Another  instance  of  reduction  is  the  presence  of  gall- 
!  stones,  coloured  by  bilirubin  in  the  bile  of  the  ox,  of  whieh  the  natural 
1  pigment  is  biliverdin. 

Experiments  were  then  carefully  performed  in  whieh  bile  was 
|  observed  under  different  conditions  in  the  air,  in  closed  sterilised 
!  tubes,  mixed  with  pieces  of  mucous  membrane  and  so  forth,  from 
|  which  the  following  conclusions  are  drawn: — That  biliverdin  parts 
!  with  its  oxygen  as  easily  as  oxyluemoglobin ;  in  sterilised  vessels  the 
j  reduction  stops  at  bilirubin;  the  reduction  is  hastened  by  exposure  to 
light,  putrefaction,  and  admixture  with  mucus  or  mucous  membrane, 
but  hindered  b}T  darkness  and  drying  the  bile.  When  putrefaction 
occurs,  reduction  goes  on  to  the  formation  of  a  brownish  pigment, 
whieh  gives  no  play  of  colours  with  Gmelin’s  test,  but  which  differs 
from  l^drobilirubin  by  being  insoluble  in  ether,  and  easily  soluble  in 
alcohol.  It  moreover  shows  no  absorption-bands.  Copeman  and 
’  Winston  (Abstr.,  1889,  792)  have  observed  that  human  bile  is  olive- 
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green;  probably  tbis  undergoes  reduction  after  death;  hence  the 
pigment  usually  described  in  human  bile  is  bilirubin. 

The  play  of  colours  can  be  obtained  at  the  positive  pole  of  a  battery 
(4  Grove  cells)  placed  in  the  bile,  indicating  successive  stages  of 
oxidation ;  if  the  negative  pole  be  then  placed  in  the  bile,  the  series 
is  reversed,  indicating  reduction.  W.  D.  H. 

Preparation  of  Crystalline  Egg- albumin.  By  F.  Hofmeister 
(Zeit.  physiol.  Chem.,  14,  165 — 172). — Fresh  white  of  egg  freed 
from  membranes  was  mixed  with  an  equal  volume  of  saturated 
solution  of  ammouium  sulphate  to  precipitate  the  globulin,  and 
the  filtrate  allowed  to  evaporate  in  flat  dishes  at  the  ordinary  tem¬ 
perature.  In  a  few  days  a  deposit  of  granules  or  scaly  aggregations 
of  granules  was  observed,  and  later  needles  or  stellate  collections  of 
needles  were  mixed  with  those.  Whether  these  are  pure  egg-albumin 
or  a  compound  of  egg-albumin  with  ammonium  sulphate,  and  whether 
other  animal  proteids  act  similarly,  are  questions  which  have  still  to 
be  investigated.  Remarks  on  the  differences  between  colloids  and 
crystalloids,  and  the  necessity  of  modifying  our  ideas  concerning  this 
difference,  conclude  the  paper.  W.  D.  H. 

Peptone  and  Similar  Substances,  By  J.  Sebelien  {Pied. 
C'entr.,  1889,  717 — 718). — Pure  milk  casein  was  digested  with  peptone 
and  hydrochloric  acid,  the  nuclein  filtered  off,  all  albumoses  sepa¬ 
rated  by  ammonium  sulphate,  and  the  resulting  filtrate  mixed  with 
tannin.  The  precipitate  thus  obtained  was  decomposed  by  baryta- 
water,  and  then  the  barium  removed.  A  solution  of  pure  peptone 
was  thus  obtained,  and  was  only  precipitated  by  alcohol,  phospho- 
tungstic  acid,  and  tannin,  and  was  redissolved  by  excess  of  the 
latter.  Optical  estimation  of  the  amount  of  peptone  present  indicated 
a  percentage  of  only  1'2 — 2'7  per  cent.,  which  was  obviously  too  low; 
hence  it  was  concluded  that  the  compound  was  almost,  or  even  quite, 
inactive.  E.  W.  P. 
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Calorimetric  Investigations  on  Heat  Production  in  Animals. 

By  J.  Rosenthal  {Arch.  Anat.  Physiol.,  physiol,  Abth.,  1889,  1 — 53). 

— A  long  account  of  investigations  relating  chiefly  to  the  influence  of 
body  weight  and  food  on  the  production  of  heat,  together  with  full 
descriptions  of  the  methods  employed,  including  that  of  the  air- 
calorimeter.  W.  D.  H. 

I 

Conditions  of  Absorption  of  various  Haemoglobins.  By 

S.  Jolin  {Arch.  Anat.  Physiol „  physiol.  Abtli.,  1889,  265 — 288). — 
Bohr  {Ludwig's  Festschrift,  1886)  has  shown  in  experiments  with  the 
haemoglobin  of  the  dog,  by  the  use  of  a  new  absorptiometric  method, 
how  the  dissociable  unions  of  haemoglobin  with  oxygen  and  with  car-  ( 
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bonic  anhydride  vary  with  differences  of  pressure.  This  is  not 
strictly  proportional  to  the  pressure,  but  falls  at  first  slowly,  but  with 
low  pressures  (below  20  or  30  mm.  of  mercury)  very  quickly. 
This  can  be  represented  graphically  by  a  curve  constructed  from 
abscissa?  representing  the  pressure,  and  ordinates  representing  the 
amount  of  gas  absorbed  by  1  gram  of  hosmoglobin;  the  curve  so  ob¬ 
tained  with  oxygen  is  quite  different  from  that  obtained  with  carbonic 
anhydride. 

In  the  present  research,  the  same  methods  were  applied  first  to 
guinea-pig’s  hremoglobin,  which  crystallises  in  rhombic  tetrahedra, 
not  in  prisms,  as  dog’s  hosmoglobin  does;  and  secondly  with  goose’s 
lnemoglobin,  as  an  instance  of  blood  pigment  occurring  in  nucleated 
red  corpuscles.  In  the  first  case,  the  results  obtained  were  practically 
the  same  as  in  Bohr’s  researches,  the  difference  of  crystalline  form 
causing  no  difference  in  the  type  of  the  curves  produced,  the  general 
conclusion  being  that  there  are  two  possible  compounds  of  each  of 
the  gases  with  the  hmmoglobin.  With  regard  to  the  second  series  of 
experiments,  those  with  birds’  hmmoglobin,  the  curves  are  in  respect  to 
both  gases  of  a  character  different  from  those  obtained  with  mamma¬ 
lian  blood  pigment.  The  curves  are  flatter,  and  show  that  the  quan¬ 
tity  of  gas  absorbed  in  the  first  place  is  less,  and  in  the  second  place 
does  not  increase  with  the  pressure  beyond  a  certain  point,  namely, 
95  mm.  in  the  case  of  oxygeu,  65  mm.  in  that  of  carbonic  anhydride. 

W.  D.  H. 

I 

Gases  in  the  Swimming-bladder  of  Fishes.  By  M.  Traube- 
Mexgarixi  (Arch.  Anat.  Physiol.,  physiol.  Abth.,  18S9,  54 — 63). — If 
fish  are  placed  in  water  containing  hydrogen  in  solution,  the  swim¬ 
ming-bladder,  whether  it  be  of  the  open  or  closed  variety,  becomes  in 
a  few  hours  filled  or  partially  so  with  the  gas.  This  fact  shows  that 
the  gases  of  the  swimming-bladder  are  more  or  less  directly  obtained 
from  water  in  which  the  fish  is  living.  W.  D.  H. 

Digestion  in  the  Pig.  By  Ellexberger  and  Hofjieister  (Arch. 
Anat.  Physiol.,  physiol.  Abth.,  1SS9,  137 — 153). — This  is  an  account  of 
experiments  on  the  pig  carried  out  on  the  same  lines  as  previous 
|  experiments  by  the  same  authors  on  other  animals.  The  anatomy  of 
i  the  stomach,  the  process  of  digestion  with  different  foods  in  different 
parts  of  the  alimentary  canal,  and  the  process  of  absorption  are  de¬ 
scribed.  With  regard  to  gastric  digestion,  an  important  point  made 
out  is  that  the  proteolytic  period  is  preceded  by  a  period  in  which  no 
secretion  of  acid  takes  place,  and  when  amvlolvtic  action  proceeds 
freely.  W.  D.  H. 

Absorption  of  Fat  in  the  Intestine.  By  A.  Gruenhagen  and 
Krohn  (Pied.  Gentr.,  18,  617 — 619;  from  Arch.  Phys.,  24,  535 — 545). 

‘  — The  author  showed  some  time  ago  that  the  epithelium  cells  of  the 
i  intestine  cut  out  of  a  frog,  as  well  as  those  in  the  living  organism,  are 
j  capable  of  taking  up  drops  of  fat  from  the  intestinal  tube  filled  with 
1  fat  or  emulsion. 

The  experiments  were  made  with  frogs  which  had  not  been  fed  for 
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some  time,  so  that  the  intestine  should  be  free  from  food  constituents. 
The  substances  employed  were  milk,  olive  oil,  lanolin  emulsion,  and, 
to  determine  whether  the  epithelium  absorption  is  confined  to  fatty 
substances  (Funke’s  view),  a  solution  (?)  of  the  finest  Chinese  ink. 
The  results  of  the  experiments  show  that  the  assumption  of  a  me¬ 
chanical  activity  of  the  epithelium  of  the  intestines  in  taking  up  of 
fat  is  inadmissible,  inasmuch  as  only  fat  and  not  even  the  finest 
grains  of  other  substances  enter  into  the  protoplasma  of  the  border 
cells.  It  is  also  established  that  the  intestinal  epithelium  of  hiber¬ 
nating  frogs  forms  a  store  place  for  excess  of  fat,  and  will  retain  fatty 
substances  enclosed  in  it  with  great  tenacity.  N.  H.  M. 

Origin  of  Urea  in  the  Animal  Economy.  By  F.  Coppola  ( Chem . 
Centr.,  1889,  ii,  375;  from  Rend.  Acad,  dei  Lincei  [4],  5,  1). — A  dog 
was  fed  with  an  insufficient  amount  of  bread  for  a  month,  at  the  end  of 
which  time  its  weight  remained  constant.  The  urea  and  acidity  were 
determined  in  the  voidings  for  five  days,  and  then  varying  quantities 
of  cyauuric  acid  were  administered  in  addition  to  the  daily  ration  of 
bread,  the  urea  aud  acidity  being  still  determined.  The  administra¬ 
tion  of  the  cyanuric  acid  had  no  influence  on  the  weight  of  the 
animal.  Up  to  1  gram  of  administered  cyanuric  acid,  the  amount  of 
urea  increased ;  an  excess  of  this  amount  had  no  further  influence  on 
the  quantity  of  urea  formed.  Some  of  the  cyanuric  acid  passed  away 
with  the  excreta,  and  the  total  acidity  increased  with  the  amount  of 
cyanuric  acid  administered.  The  author  concludes  that  one  part  of 
the  cyanuric  acid  is  changed  into  carbimide,  which  is  further  decom¬ 
posed  into  water  and  carbonic  anhydride,  the  ammonia  then  com¬ 
bining  with  a  second  portion  of  cyanuric  acid,  with  formation  of 
urea.  J.  W.  L. 

Origin  of  Uric  Acid  in  Mammals.  By  J.  Horbaczewski 
(Monatsh.,  10,  624 — 641). —  Since  uric  acid  is  a  derivative  of  acrylic 
acid,  and  is  produced  in  abnormally  large  quantities  when  glycerol  is 
taken  internally,  it  was  thought  probable  that  it  might  be  built  up 
synthetically  in  mammals  from  acrylic  acid,  and  some  nitrogenous 
compound,  such  as  urea.  In  order  to  ascertain  whether  this  was  the 
case,  sodium  acrylate  was  mixed  with  the  food  of  a  strictly  dieted 
subject,  but  uo  increase  in  the  quantity  of  uric  acid  formed  could  be 
observed.  The  urine,  howrever,  showed  indications  of  becoming 
alkaline,  a  result  probably  due  to  the  formation  of  sodium  carbonate 
from  the  sodium  acrylate. 

Minkovski  has  suggested  (Arch,  exper.  Path.  Pharm.,  21)  that  in 
birds  the  formation  of  uric  acid  is  probably  due  to  some  function  of 
the  liver,  Avhereby  the  acid  is  built  up  from  lactic  acid  and  ammonia, 
but  the  author  now  show’s  that  in  the  case  of  men  wdiose  death  results 
from  cirrhosis  hepatis ,  the  amouut  of  uric  acid  formed  does  not  vary 
with  the  progress  of  the  disease,  and  that  mixtures  of  fresh  spleenic  juice 
aud  defibrinated  blood,  obtained  from  recently-killed  calves,  through 
which,  at  37 — 40°,  a  slow’  stream  of  air  is  passed,  give  rise  to  very 
considerable  quantities  of  uric  acid.  This  result  is  not  produced  by 
the  blood  alone,  and  must  be  regarded  as  due  to'  a  function  of  the 
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spleen,  which  perhaps  under  some  circumstances  brings  about  the 
degradation  of  the  white  corpuscles  of  the  blood.  G.  T.  M, 

Changes  in  the  Glycogen,  Sugar,  and  Lactic  Acid  of  the 
Muscle  while  performing  Work.  By  A.  Molinari  (Chem.  Gentr., 
1889,  ii, 372 — 373, from  Aim.  Chim.  Farm.,  9,  351 — 300). — The  muscles 
of  two  dogs,  one  of  which  had  rested  and  weighed  205  kilos.,  whilst 
the  other  had  run  92  kilometres  (57  miles)  and  weighed  25'5  kilos., 
were  analysed,  and  the  respective  amounts  of  glycogen,  sugar,  and 
lactic  acid  determined.  The  glycogen  was  estimated  by  AYind- 
gradoff’s  method. 

In  the  filtrate  from  the  precipitated  glycogen,  the  sugar  was  deter¬ 
mined  by  Fehling’s  solution.  The  lactic  acid  was  estimated  by  two 
methods.  By  the  first,  350  grams  of  muscle  is  extracted  with  water, 
concentrated  somewhat,  99  per  cent,  alcohol  added,  the  filtrate  dis¬ 
tilled  aud  concentrated,  and  the  residual  alcohol-free  liquid  diluted 
with  a  little  water.  A  slight  excess  of  lead  acetate  is  added,  the 
filtrate  and  washing  concentrated  in  order  to  allow  the  creatine  to 
crystallise  out,  the  mother-liquor  acidified  and  extracted  with  ether, 
the  ether  distilled  off,  the  residue  dissolved  in  a  little  water,  powdered 
zinc  oxide  added,  the  filtrate  again  concentrated,  and  treated  with 
four  or  five  volumes  of  99  per  cent,  alcohol,  and  the  precipitate  filtered 
off,  dried,  and  weighed.  In  the  second  method,  baryta  is  used  to 
remove  the  phosphates.  The  results  obtained  by  the  two  different 
methods  did  not  agree  very  closely,  and  the  author  recommends  the 
former  as  the  more  exact. 

In  the  muscles  of  the  tired  dog,  less  glycogen  and  lactic  acid  but 
more  sugar  was  found,  shosving  that  the  lactic  acid  is  not  formed 
from  the  glycogen.  J.  AY.  L. 

Diastatic  Ferment  of  the  Liver.  By  Kaufmann  ( Compt .  rend. 
Soc.  Biol.  [9],  1,  6U0 — 603). — Bernard  first  advanced  the  doctrine 
that  the  hepatic  glycogen  is  transformed  into  sugar  by  a  feiment 
which  is  separable  from  the  liver  substance.  Recent  observations  by 
Dastre  (and  others  not  quoted)  have  thrown  doubt  on  the  existence 
of  such  a  special  ferment.  In  the  present  research,  it  Avas  sought  to 
further  elucidate  the  question  by  examining  the  secretion  of  the  liver, 
not  the  liver  substance  itself.  Dog’s  bile  was  found  to  be  free  from 
a  saccharifying  ferment.  Cat’s  bile  A\Tas  feebly  saccharifying.  The 
bile  of  the  pig,  sheep,  and  ox  A\ras  found  to  be  poAverful  in  converting 
starch  into  sugar.  These  facts  are  considered  as  additional  evidence 
that  a  diastatic  ferment  is  formed  by  the  liATer ;  the  dog,  hoAvever,  is 
supposed  to  transform  its  glycogen  into  sugar  by  some  other  means. 

AY.  D.  H. 

Quantity  of  Iron  in  the  Spleen  and  Liver  of  Young 
Animals.  By  L.  Lapicqoe  (Co?»pL  rend.  Soc.  Biol.  [9],1,  510 — 512). 
— The  spleen  of  young  animals  is  poor  in  iron.  Four  rabbits  born  at 
the  same  time  Avere  taken.  Intravenous  injection  of  distilled  water 
Avas  performed  on  tAvo  of  these  in  order  to  destroy  some  of  their  red- 
blood  corpuscles ;  their  spleens  contained  respectively  O'2-I  and  0‘20 
parts  of  iron  per  1000;  the  amount  of  iron  in  the  spleens  of  the  other 
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two  animals,  which  served  as  control  specimens,  was  0'44  and  O'lO 
per  1000  respectively.  The  result  is  thus  an  uncertain  one. 

Estimations  were  then  made  to  determine  if  the  quantity  of  iron  in 
the  liver  varies  with  age.  The  organs  were  in  each  case  freed  from 
blood,  and  the  results  were  as  follows  : — 


Age  of  rabbit* 

Weight  in  kilos. 

Parts  of  iron  per  1000. 

In  blood. 

In  liver. 

— 

0'45 

11  davs . 

0-40 

0-20 

0  41 

0-14 

1  -170 

0  '043 

1  -350 

0-42 

0-035 

3  months  . 

1  -360 

0-36 

0-040 

The  quantity  of  iron  thus  diminishes  with  the  age  of  the  animal. 

W.  D.  H. 

The  Physiological  Role  of  Lactose.  By  A.  Dastre  ( Gompt . 
rend.  Soc.  Biol.  [S],  1,  145 — 149). — Although  lactose  is  so  important 
as  a  food,  it  is  stated  that  very  little  is  known  of  the  part  it  plays  in 
the  organism.  The  present  communication  relates  to  the  question 
whether  lactose  is  itself  assimilable.  The  conclusion  arrived  at  is 
that  which  others  have  found  before,  that  lactose  is  not  directly 
assimilable,  but  is  first  inverted  in  the  alimentary  canal.  What  agent 
accomplishes  this  change  is  still  uncertain.  After  injecting  into  the 
circulation  a  mixture  of  galactose  and  glucose,  a  small  quantity  of 
the  sugar  which  is  not  utilised  passes  into  the  urine.  This  sugar  is  a 
reducing  one,  but  does  not  undergo  the  alcoholic  fermentation.  Its 
nature  is,  however,  uncertain.  W.  D.  H. 

Physiology  of  the  Tannins.  By  E.  Reinitzer  ( Ghem .  Gentr., 
1889,  ii,  292 — 293,  from  Ber.  deut.  hot.  Gesell.,  7,  187 — 196). — The 
author  contends  that  the  assertion  of  Kraus  (Abstr.,  1889,  917),  that 
the  tannins  of  various  origins  are  physiologically  alike,  is  not  correct, 
and  that  the  methods  at  present  employed  for  the  determination  of 
tannin  are  not  suitable  for  physiological  investigation,  however  useful 
they  may  be  for  the  practical  valuation  by  the  tanner. 

J.  W  L. 

Volatile  Fatty  Acids  of  Butter.  By  P.  Spallanzaxi  ( Chem . 
Gentr.,  1S89,  ii,  339 — 341,  from  Staz.  sperem ,.  agric.  ital.,  16,  277 — ■ 
293). — The  author  has  carried  out  an  investigation  into  the  cause  of 
butter  fat  containing  so  variable  a  quantity  of  volatile  fatty  acids, 
pour  different  breeds  of  cows,  namely,  that  of  the  Province  Reggio 
d’Emilia,  Dutch,  Schwitz,  and  Simmenthal,  were  employed  and  fed 
exactly  in  the  same  way.  The  cream  of  the  milk  of  the  several 
different  breeds  was  separately  churned,  as  was  also  cream  which  was 
12  hours,  and  that  which  was  36  hours  old.  Further,  the  influence  of 
length  of  time  from  calving,  the  sudden  changing  of  food,  and  the 
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age  of  the  butter,  with  regard  to  the  quantity  of  volatile  fatty  acids 
in  the  butter,  was  investigated. 

The  amount  of  volatile  fatty  acids,  expressed  in  terms  of  c.c.  of  deci- 
normal  alkali  per  5  grams  of  butter  fat,  varied  from  2063  to  3060. 
Nor  could  any  regularity  in  the  quality  of  butter  obtained  from  the 
different  sources  be  observed.  The  butter  from  cows  stationed  at 
high  lying  places  contained  usually  more  volatile  fatty  acids  than 
that  from  low  lying  stations.  Of  the  different  breeds  that  of  Schwitz 
gave  butter  containing  most  fatty  acids,  then  followed  the  breeds 
Simmenthal  and  Reggio,  alike  in  this  x-espect,  and  last  the  Dutch. 
Lastly,  with  regard  to  the  influence  of  length  of  time  since  calving,  the 
percentage  of  fatty  acids  declined  as  this  period  advanced. 

Urobilin  in  the  Bile.  By  J.  Winter  ( Gompt .  rend.  Soc.  Biol. 
[9],  1,  139). — In  reference  to  the  method  adopted  by  Engel  and 
Kiener  (Abstr.,  1889,  637)  for  the  separation  of  ui’obilin,  it  is  pointed 
out  that  the  precipitates  of  the  biliary  constituents  produced  by 
adding  calcium  salts,  especial^'  the  phosphate,  cany  urobilin  down 
with  them.  The  final  filtrate,  even  in  urines  rich  in  urobilin,  is 
always  colourless.  The  conclusion  drawn  by  Engel  and  Kienei',  that 
ui’obilin  is  absent  from  the  bile,  is  therefore  not  proved,  as  their 
method  was  one  unsuited  for  discovering  small  quantities  of  that 
pigment.  W.  D.  H. 

The  Behaviour  of  Tyrosine  Ethyl  Ether  in  Animal  Meta¬ 
bolism.  By  R.  Cohn  ( Zeit .  physiol.  Ghem .,  14,  1S9 — 202). — Con¬ 
sidering  the  amount  of  proteid  daily  ingested  by  an  animal,  the 
amount  of  tyrosine  formed  cannot  be  inconsiderable.  Blendermann 
(Abstr.,  1883,  S76)and  Jafle  (Zeit. physiol.  Chem.,  7)  by  feeding  animals 
with  tyrosine  could,  however,  find  no  incTease  in  the  aromatic  substances 
in  the  urine,  nor  indeed  anj"  constant  relation  between  tyi-osine  or 
any  urinary  constituent.  Baas  (Abstr.,  1887,  1133)  found  no  inci’ease 
in  the  hippuric  acid  secreted  in  similar  experiments.  In  the  pi-esent 
experiments  on  dogs  and  rabbits,  the  tyrosine  ethyl  ether  hydro¬ 
chloride  was  injected  both  subcutaneously  and  intravenously.  Lai-ge 
doses  acted  fatally  :  but  no  tyrosine  was  ever  found  in  the  urine  or 
bile ;  nor  was  there  an  increase  in  ai’omatic  hydroxy-acids,  phenol,  or 
hippuric  acid.  It  is  thus  probable  that  tyrosine  undei’goes  complete 
destruction  in  the  organism.  W.  D.  H. 

Determination  of  Potassium  in  Urine  as  Potassium  Hydrogen 
Tartrate.  By  A.  Robin  (Gompt.  rend.  Soc.  Biol.  [9],  1,  356 — 363). — 
When  the  potassium  in  urine  is  estimated  by  the  weight  of  the  pre¬ 
cipitate  obtained  by  adding  tartaric  acid  to  concentrated  ui’ine,  the 
results  obtained  as  compared  with  those  obtained  from  the  platinic 
chloi-ide  method  are  found  to  be  fi’om  9  to  70  per  cent,  too  high.  All 
{  conclusions  diawn  from  such  estimations  are  thei’efoi’e  null.  Roger 
i  and  Gaume  have  stated  that  the  output  of  potassium  salts  is  increased 
I  in  ague  and  certain  other  diseases;  their  conclusions  regarding  this 
{ subject,  and  also  regarding  the  toxicity  of  urine  from  the  presence  in 
i  it  of  potassium  salts,  rest  on  experiments  performed  by  the  tartaric 
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acid  method.  The  precipitate  produced  by  tartaric  acid  in  urine 
carries  down  with  it  uric  acid,  liippuric  acid,  albumin,  and  other 
organic  substances.  W.  D.  H. 

Reducing  Substances  in  Urine.  By  Gtaube  ( Gompt .  rend.  Soc. 
Biol.  [9],  1,  383 — 390). — Various  urines  were  examined  with  regard 
to  the  substances  iu  them  that  reduce  alkaline  solutions  of  cupric 
hydroxide.  In  one  case,  that  of  an  emaciated  child,  the  reducing 
substance  is  stated  to  have  been  aldehyde.  The  following  statements 
are  also  made : — In  acetonmmia  and  acetonuria,  lactic  acid  exists  in 
the  urine,  in  combination  conjointly  with  phosphoric  acid,  producing 
acid  salts,  principally  of  potassium,  to  which  the  acidity  of  the  urine 
in  these  cases  is  chiefly  due.  Lactose  is  said  to  be  met  with  in  the 
urine  of  cases  of  what  the  author  terms  oxycrasia.  W.  D.  H. 

Benzamide  in  Urine  after  Administration  of  Benzaldehyde. 

By  R.  Cohn  (Zeit.  physiol.  Chem.,  14,  203 — 20S). — After  feeding 
dogs  on  benzaldehyde  (10  grams  per  diem),  the  urine  was  collected, 
extracted  with  hot  alcohol,  the  extracts  evaporated,  and  the  deposit 
dissolved  in  water  strongly  acidified  with  sulphuric  acid.  This  was 
shaken  with  ether ;  the  ethereal  extracts  concentrated,  and  the 
liippuric  acid  so  deposited  filtered  off.  The  ether  was  distilled  off, 
and  the  small  crystalline  residue  was  dissolved  in  a  concentrated  solu¬ 
tion  of  sodium  carbonate,  aud  again  shaken  with  ether;  the  ether 
was  again  evaporated,  and  the  crystalline  residue  was  recrystallised 
from  hot  water,  animal  charcoal  being  used  to  decolorise  it.  The 
crystals  were  right-angled  plates  soluble  in  water,  giving  a  neutral 
reaction,  sparingly  soluble  in  cold  ether  and  light  petroleum,  easily  in 
hot  ether,  in  alcohol,  and  in  hot  benzene.  They  melted  easily 
(127 — 128°  uncor.),  sublimed  without  decomposing,  and  contained  no 
water  of  crystallisation,  and  proved  to  be  benzamide  ;  about  4  grams 
of  it  were  obtained  in  the  urine  for  every  100  grams  of  benzaldehyde 
given  to  the  animal. 

In  the  rabbit  no  benzamide  was  found  in  the  urine,  even  after  sub¬ 
cutaneous  injection  of  ammonium  benzoate;  probably  in  this  animal 
the  ammonia  derived  from  the  benzoate  is  completely  used  in  building 
up  urea.  W.  D.  H. 

Uroleucic  Acid  and  Alcaptonuria.  By  R.  Kirk  (Brit.  Med. 

2,  1889,  1149 — 1150). — Prof.  Huppert,  in  a  private  communication 
to  the  author,  regards  the  uroleucic  acid  (C9H1005)  previously 
described  by  him  (Abstr.,  1888,  1121)  in  the  urine  of  cases  of 
alcaptonuria  as  a  liomologue  of  gallic  acid  and  probably  pyrogallol- 
propionic  acid,  or  at  least  a  trihydroxy  phenylpropionic  acid, 
C6Ii2(HO)3,CH2-CH2,COOH.  It  does  not  give  the  genuine  Millon’s 
reaction,  and  therefore  contains  either  no  hydroxyl-group  in  the 
benzene  nucleus,  or  more  than  one ;  it  is  optically  inactive,  and 
therefore  contains  no  asymmetrical  carbon-atom. 

Uroleucic  acid  was  found  to  have  considerable  antiseptic  power.  It 
is  entirely  absent  in  normal  urine.  The  substance  previously  described 
as  nroxanthic  acid,  which  accompanies  uroleucic  acid  in  these  peculiar 
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urines,  lias  been  more  fully  investigated,  and  found  to  consist  simply 
of  uroleucic  acid  mixed  with  liippuric  acid  as  an  impurity. 

W.  D.  H. 

Cystinuria.  By  B.  Mestee  ( Zeit .  physiol.  Chem.,  14,  109 — 150). 
— This  paper  relates  to  the  examination  of  the  urine  of  patients 
suffering  from  cystinuria,  and  many  of  the  considerations  introduced 
are  of  clinical,  therapeutical,  historical,  and  theoretical  interest.  The 
chief  points  of  chemical  importance  relate  to: — 

(1.)  The  solubility  of  cystin  in  urine;  it  appears  that  even  in  acid 
urine  as  much  as  0'5  gram  of  cystin  will  dissolve  per  litre. 

(2.)  The  sulphur  in  cystin  is  doubtless  combined  in  a  non-oxidised 
form ;  numerous  analyses  in  this  direction  are  tabulated ;  and  the 
average  result  of  estimations  on  the  urine  from  nine  individuals 
shows  that  the  non-oxidised  sulphur  forms  1ST  per  cent,  of  the  total 
sulphur;  from  these  numbers  a  method  is  devised  for  estimating  the 
amount  of  cystiu  in  urine. 

(3.)  Different  kinds  of  diet,  and  the  use  of  alcohol,  appeared  to  be 
without  influence  on  the  amount  of  cystin  excreted. 

(4.)  By  administering  sulphur  and  also  salol  as  drugs,  the  amount 
of  unoxidised  sulphur  in  the  urine  was  practically  unchanged. 

W.  D.  H. 
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Colouring  Matters  and  Aromatic  Products  from  the  Bacillus 
Pyocyanicus.  By  A.  Babes  ( Compt .  rend.  Soc.  Biol.  [9],  1,  438 — 440). 
— A  pure  culture  of  the  B.  pyocyanicus  /i  (Frnst)  in  neutralised 
peptonised  gelatin  gave  rise  to  other  colouring  matters  than  those 
named  pyocyanin  and  pyoxantliin  by  Fordos.  Certain  aromatic 
substances  are  simultaneously  formed.  The  cultivation  was  greenisli- 
blue,  and  its  odour  that  of  limes.  The  following  are  the  substances 
which  were  separated  : — 

|  1.  An  aznre-bluc  pigment  turned  red  by  acids,  and  as  sensitive  as 

I  litmus.  It  dissolves  in  chloroform,  from  which  it  crystallises  in  the 
j  rhombic  system.  The  absorption  spectrum  of  the  blue  (alkaline) 

J  pigment  shows  two  bands,  (1)  A30 — 60,  (2)  A150 — ultra-violet.  The 
j  absorption  spectrum  of  the  red  (acid)  pigment  shows  also  two  bands, 
i  (I)  ultra-red — A26,  (2)  A40 — ultra-violet.  This  substance  is  doubt  - 

Iless  pyocyanin. 

2.  Pyocyanin  being  separated,  the  cultures  remain  coloured 
reddish-brown  by  reflected,  emerald-green  by  transmitted  light ;  when 
acidified  the  liquid  loses  its  dichroism,  which,  however,  returns 
when  it  is  made  alkaline  once  more.  The  colouring  matter  is  a 
mixture  of  two  pigments  :  one,  soluble  in  alcohol,  of  a  green  colour 
i  by  reflected,  and  blue  by  transmitted  light;  the  other,  insoluble  in 
!  alcohol,  is  orange-red  by  reflected,  grecnisb-bluc  by  transmitted  light, 
j  Neither  of  these  corresponds  with  pyoxantliin,  which  is  apparently 
t  not  formed  by  the  jS  bacillus. 
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3.  The  aromatic  substances  are  not  yet  identified,  a  further  com* 
munication  on  this  part  of  the  subject  is  promised ;  the  methods 
adopted  for  their  separation  are  briefly  described.  W.  D.  H. 

Relation  between  the  Assimilation  and  Transpiration 
produced  by  Chlorophyll.  By  H.  Jumelle  ( Gompt .  7 end.  Soc.  Biol. 
[9],  1,  9 — 10). — In  sunlight,  chlorophyll  is  stated  to  have  two 
functions,  that  of  assimilation  of  carbon  from  carbonic  anhydride, 
and  that  of  vaporising  the  water  contained  in  the  plant  (transpira¬ 
tion).  In  order  to  investigate  the  relationship  between  these  two 
phenomena,  a  certain  number  of  plants  were  placed  in  air  containing 
cai'bonie  anhydride,  and  another  number  of  similar  plants  in  air  free 
from  carbonic  anhydride  ;  otherwise,  the  two  sets  of  plants  were 
under  the  same  conditions.  It  was  found  that  those  in  air  free  from 
carbonic  anhydride,  that  is,  those  in  which  no  assimilation  was  taking 
place,  gave  out  more  water  than  the  other  set.  It  thus  appears  that 
when  assimilation  is  in  abeyance,  the  greater  part  of  the  radiant 
energy  absorbed  from  the  light  serves  for  the  evaporation  of  water. 

W.  D.  H. 

Influence  of  Acids  on  the  Evolution  of  Gases  by  Plants. 

By  L.  Maxgix  ( Compt .  rend.,  109,  716 — 719). — The  researches  of 
de  Saussure,  Mayer,  and  de  Vries,  have  shown  that  Cache  and 
Crassulacece,  which  contain  a  notable  proportion  of  organic  acids, 
have  the  power  of  evolving  oxygen  without  absorbing  carbonic  | 
anhydride  when  placed  in  sunlight,  this  change  being  accompanied  by 
a  reduction  in  the  quantity  of  the  organic  acids. 

The  leaves  of  fusain,  which  contain  practically  no  free  acids,  were 
injected  with  a  dilute  solution  (2  to  3  per  cent.)  of  some  organic 
acid,  and  exposed  to  light.  With  malic,  citric,  and  tartaric  acids, 
oxygen  was  evolved,  but  rtcetic,  formic,  oxalic,  and  succinic  acids 
gave  negative  results,  probably  because  they  killed  the  protoplasm. 
The  volume  of  oxygen  liberated  varied  with  the  nature  of  the  acid, 
but,  other  conditions  being  the  same,  it  was  greatest  with  malic,  less 
with  citric,  and  least  with  tartaric  acid.  The  volume  of  oxygen 
decreases  with  the  concentration  of  the  acid  injected,  because  of  the 
destructive  action  of  the  acid  on  the  protoplasm. 

The  respiration  of  plants  in  the  dark  is  also  affected  by  the  presence 
of  free  acid,  the  volume  of  oxygen  absorbed,  and  the  volume  of  car-  1 
bonic  anhydride  liberated,  being  largely  increased.  Moreover,  in 
normal  leaves,  the  ratio  C02/0  is  less  than  or  at  most  equal  to  unity,  I 
whilst  in  presence  of  acids  it  is  always  greater  than  unity,  and  in 
some  cases  considerably  greater. 

The  presence  of  certain  organic  acids  in  plants  exerts  a  double 
inflnence.  In  the  dark,  it  causes  the  evolution  of  a  volume  of  car¬ 
bonic  anhydride  greater  than  that  of  the  oxygen  absorbed,  and,  in 
light,  the  evolution  of  oxygen  without  a  correlated  absorption  of 
carbonic  anhydride.  The  cause  of  these  disturbances  is  in  the  leaves 
themselves;  the  chlorophyll  simply  reduces,  under  the  influence  of 
light,  the  excess  of  carbonic  anhydride  which  is  exhaled  by  the 
tissues  under  the  influence  of  the  acids.  C.  H.  B.  j 
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Formation  of  Calcium  Oxalate  in  Plants.  By  Kohl  (Ann. 
Agronom 15,  41S — 420,  from  Bot.  Centr.,  38,  471). — The  author’s 
view  is  that  asparagine  and  other  amides  are  built  up  into  albu¬ 
minoids  with  the  aid  of  carbon  and  hydrogen  derived  from  the  carbo¬ 
hydrates.  The  oxygen  liberated  goes  to  form  organic  acids,  especially 
oxalic,  and  this  acid  combines  with  the  lime  which  is  distributed 
through  the  tissues  in  combination  with  sugar  and  other  soluble 
carbohydrates.  The  building  up  of  the  albuminoids  can  only  take 
place  in  the  cells  exposed  to  light;  therefore  the  amides  accumulate  in 
any  organ  kept  in  the  dark,  and  but  little  acid  is  found  in  these  parts. 
In  the  parts  exposed  to  light,  acid  is,  on  the  contrary,  abundant. 
When  starch  is  stored  up  in  roots,  rhizomes,  bulbs,  seeds,  <tc.,  the 
lime  which  held  the  carbohydrate  in  solution  is  set  free,  and  it  is  in 
these  places  that  most  calcium  oxalate  is  found.  In  the  Graminese 
much  of  the  calcium  oxalate  is  replaced  by  potassium  oxalate. 

J.  It.  H.  :\r. 

1  Calcium  Oxalate  in  the  Leaves  of  Alnus  glutinosa,  Sympho- 
I  ricarpus  racemosa,  and  Crataegus  oxyacantha.  By  C.  Wehjier 
j  (Ann.  Agronom.,  15,  420 — 421,  from  Bot.  Zeit.,  18S9,  141,  1G5). — By 
|  comparing  corresponding  leaves  in  shoots  of  different  ago,  the  author 
concludes  that  there  is  no  solution  and  migration  of  the  calcium 
oxalate  at  first  formed,  as  contended  by  Sehimper,  but  that  the 
deposits  of  oxalate  increase  at  different  rates  in  tissues  of  different 
age.  J.  11.  H.  11. 

Occurrence  of  Scatole  in  the  Vegetable  Kingdom.  By  W. 
R.  Dunstax  (PJtarm.  J.  Trans.  [3],  19,  1010  ;  and  Proc.  Roy.  Soc., 
46,  211)  . — From  the  wood  of  Celtis  reticulosa,  a  tree  which  grows  in 
Java,  Ceylon,  and  Eastern  India,  and  which  when  freshly  cut  has  a 
very  disgusting  odour,  the  author  has  obtained  a  substance  of  the  com¬ 
position  of  scatole  (3hmethylindole.)  This  corresponds  in  all  its 
properties  with  synthetical  scatole  from  propylidene  phenylbydrazide. 
Indole  is  found  with  scatole  in  human  fceces,  but  none  was  detected 
in  the  wood  of  Celtis  reticulosa.  R.  R. 

Inulin  in  the  Capitula  of  Composites.  By  L.  Daniel  (Compt. 
rend.  Soc.  Biol.  [9],  I,  182 — 1<-4). — Inulin  has  been  found  in  the 
roots  of  a  large  number  of  composites,  but  has  not  been  before  noted 
in  the  capitules.  It  is,  however,  present  in  large  quantities  in  the 
bracts,  the  receptacle,  and  even  the  seeds  in  course  of  development, 
especially  in  the  Cynarocephala.  It  is  always  absent  in  parts 
exposed  to  light,  and  darkness  appears  to  be  favourable  or  perhaps 
essential  for  its  elaboration. 

The  flowers  were  examined  in  different  stages  of  development, 
and  the  conclusion  drawn  from  these  observations  is  that  inulin  is 
a  reserve  material,  lasting,  however,  only  a  short  time,  and  used  up 
entirely  in  the  development  of  the  ovary  and  embryo. 


W.  D.  H. 
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Analysis  of  White  Soja  Bean.  By  C.  A.  Goessmann  (Bied. 
Centr.)  1889,  719). 


Seeds. 

ye  hole  plant  on 

Massachusetts. 

Xew  York. 

Aug.  30th,  188S. 

■ 

Digestible 

matter. 

Digestible 

matter. 

Digestible 

matter. 

p.  e. 

17  -33 

p.  c. 

p.  c. 

p.  c. 

G  '12 

p.  c. 

5-22 

_ _ _ 

6  -47 

_ _ 

5  -35 

14  -SO 

5-15 

14-50 

SuiVfll 

34  75 

21  -89 

18-42 

89  -80 

5  -62 

65-07 

33  36 

35  -98 

90  -00 

15  -87 

57  -45 

34-18 

34 -88 

62  -00 

51-28 

64-51 

h2o. 

CaO. 

MgO. 

K20. 

Xa20. 

Fe2Os. 

Seed . 

17-380 

0-342 

0-869 

2-085 

0-166 

0-231 

Whole  plant. . 

6-120 

2-770 

1-190 

0-617 

0-198 

0-131 

P205,  X.  Insol.  matter. 

Seed .  1-851  5*808  0-090 

Whole  plant. .  0-753  2"380  0"967 

E.  W.  P.  j 

Chemical  Examination  of  Moorland  and  Peat  Soils.  By 

C.  G.  Eggertz  and  L.  F.  Nilson  (Bied.  Centr.,  1889,  664 — 668). — 
Various  soils  in  Sweden  were  examined  as  to  their  volume- weight, 
percentage  of  organic  matter  and  nitrogen,  as  well  as  of  silicic 
acid,  etc.  The  mineral  constituents  were  dissolved  out  by  a  2  per 
cent,  solution  of  hydrochloric  acid,  and  this  strength  of  acid  was 
found  to  be  amply  sufficient  for  the  removal  of  all  plant-food,  and 
to  render  the  soil  sterile  for  barley;  but  to  sterilise  the  fertile  soils 
for  oats,  a  4  per  cent,  solution  was  l-eqnisite.  These  two  solutions 
removed  about  equal  quantities  of  silicic  acid,  which  amounted  to 
0T  per  cent,  of  the  dry  soil.  If  the  soil  was  exhausted  with  the  I 
acid,  both  directly  and  after  ignition,  then  a  very  considerable 
difference  in  the  quantities  of  sulphuric  acid  removed  w-as  noted, 
namely,  0"4  per  cent,  in  the  first  case,  and  0"96  in  the  second ; 
also  there  was  a  great  difference  in  the  quantities  of  sulphates  i 

found,  depending  on  the  source  of  the  soil,  and  the  authors  con¬ 
sider  that,  as  the  sulphates  were  not  found  in  the  hydrochloric 
extract,  but  only  after  ignition,  the  sulphur  must  be  in  many  cases 
present  as  an  organic  compound.  Only  in  5  out  of  32  cases  did 
the  sulphuric  acid  exceed  0"1  per  cent.,  and  it  never  amounted  to 
0'2  of  the  dried  soil.  The  phosphoric  acid  estimations  were  of  a  i 
similar  kind,  so  that  this  element  (phosphorus)  must  be  considered 
as  also  being  present  in  organic  compounds,  which  are  only  rendered 
soluble  by  ignition ;  hence  the  advantage  of  burning  a  moorland  soil 
without  further  addition  of  phosphatic  manures. 
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In  most  cases  the  ignited  soil  yielded  the  most  lime  to  dilute  hydro¬ 
chloric  acid,  the  excess  being  0*5 — 1*0  per  cent,  more  than  that 
found  in  the  natural  soil;  but  the  opposite  was  found  to  be  the  ease 
with  the  Gotland  samples.  A  soil  derived  from  Sphagnum,  which 
contained  only  0  22  per  cent,  of  CaO,  was  completely  sterile  for  oats, 
even  after  a  heavy  manuring  with  basic  slag,  potassium  sulphate,  and 
nitre,  but  4,000  kilos,  of  chalk  per  hectare  rendered  it  fertile.  Con¬ 
cerning  magnesium  nothing  remarkable  was  noticed;  neither  was 
much  difference  noticed  in  the  case  of  potassium,  except  in  those  soils 
where  potassium  silicates  were  present  in  large  quantities  ;  these, 
being  readily  acted  on  by  hot  lime,  naturally  yielded  after  ignition 
a  larger  quantity  of  potassium  to  the  acid. 

The  percentages  of  nitrogen  varied  from  1'38  to  4'57. 

E.  W.  P. 
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Filter  Holder  for  Drying  and  Weighing.  By  C.  Reinhardt 
ang.  Chem.,  1889,  61). — This  is  a  glass  box,  in  shape  like  a 
'funnel,  with  a  short,  wide  neck,  and  having  a  light  ground  cover. 
The  filter,  whether  full  or  empty,  is  dried  in  it  whilst  retaining  its 
i  conical  form,  whereby  not  only  is  drying  accelerated,  but  any  sub¬ 
sequent  treatment  of  the  precipitate  is  much  facilitated. 

I  M.  J.  S. 

|  Estimation  of  Sulphur  in  Burnt  Pyrites.  By  G.  Lu.nge 
( Zeit ,  ang.  Chem.,  1889,  239 — 240). — Of  methods  depending  on  the 
neutralisation  of  an  alkali  by  the  conversion  of  the  sulphur  into  a 
sulphate  in  the  dry  way,  that  of  Watson  (Abstr.,  1889,  306)  is  the 
only  accurate,  as  well  as  the  simplest  and  most  expeditious  one. 

M.  J.  S. 

Estimation  of  Nitrites.  By  W.  R.  Dunstan  and  T.  S.  Dymond 
( Pharm .  J.  Trans.  [3],  19,  741 — 743). — The  authors  have  devised  an 
apparatus  for  titrating,  in  an  air-free  space,  the  iodine  liberated  by 
nitrites  from  an  acid  solution  of  potassium  iodide.  All  sources  of 
error  are  thus  eliminated,  and  the  process  has  distinct  advantages 
jover  the  gasometric  methods,  especially  in  the  case  of  organic 
[nitrites.  A  stout  glass  flask  of  about  100  c.c.  capacity  is  fitted  with 
an  india-rubber  stopper,  through  which  passes  a  short  glass  tube 
jconnected  with  a  small  tube-funnel  by  means  of  a  short  piece  of  thick 
,ii  dia-rubber  tubing  carrying  a  steel  screw  clamp.  5  c.c.  of  10  per 
jeent.  potassium  iodide  solution,  5  c.c.  of  10  per  cent,  sulphuric  acid, 
bnd  40  c.c.  of  water  are  introduced,  and  the  mixture  boiled  in  the 
flask  with  the  tubes  open  until  all  the  air  and  iodine  that  may  have 
been  liberated  have  been  expelled;  when  the  steam  is  escaping 
freely  from  the  funnel,  the  clip  is  closed  tightly  at  the  same  moment 
that  tho  source  of  heat  is  withdrawn.  Then  the  flask  is  cooled. 
A  known  quantity  of  the  nitrite  solution,  equivalent  to  about 
d‘l  gram  of  nitrons  acid,  is  placed  in  the  funnel  and  cautiously 
drawn  into  the  flask  by  unscrewing  the  clip,  recently  boiled  water 
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being  used  for  washing  it  down.  The  iodine  liberated  is  estimated 
by  a  decinormal  sodium  thiosulphate  solution,  gradually  introduced 
into  the  flask  with  due  precautions  for  the  exclusion  of  air.  The 
colour  of  the  dissolved  iodine  is  a  sufficient  indicator,  but  starch  may 
be  used.  Many  test  determinations  of  volatile  organic  nitrites  are 
given,  with  the  figures  controlled  by  other  methods.  The  results  are 
very  accordant,  and  speak  well  for  the  accuracy  of  the  process. 

R.  R. 

Estimation  of  Arsenic  in  Iron.  By  M.  A.  v.  Reis  ( Ghem .  Centr., 
1889,  ii,  379;  from  Stahl,  u.  Eisen,  9,  720 — 723). — 10  grams  of  pig 
iron  is  dissolved  with  100  c.c.  of  water  and  20  c.c.  of  concentrated 
sulphuric  acid.  The  insoluble  residue,  consisting  of  those  metals 
precipitable  by  hydrogen  sulphide  in  acid  solution,  especially 
arsenic  and  copper,  is  collected,  and  dissolved  with  hydrochloric  acid 
and  potassium  chlorate.  The  chlorine  is  expelled,  the  ferric  chloride 
reduced  by  sodium  hypophosphite,  and  the  arsenic  and  copper  pre¬ 
cipitated  by  ammonium  thioearbamatc,  filtered,  washed  with  dilute 
hydrochloric  acid  and  water,  then  oxidised  with  concentrated  nitric 
a  'id,  filtered  and  the  arsenic  precipitated  with  magnesia  mixture. 
The  precipitate  is  washed  into  a  platinum  crucible  with  nitric  acid,  i 
evaporated  to  dryness,  and  weighed  after  driving  off  the  ammonium 
salts  by  ignition.  J.  W.  L. 

Carbonic  Oxide  Detector.  By  Racine  (Bull.  Soc  Ghirn.  [3],  1, 
555 — 558). — To  indicate  the  presence  of  deleterious  quantities  of  j 
carbonic  oxide  in  dwelling  rooms,  an  apparatus  is  described  in  which  j 
the  fact,  that  guncotton  dusted  with  platinum  black  fires  in  air  con¬ 
taining  2' 5  per  1,000  of  carbonic  oxide,  is  made  use  of  to  determine 
the  closure  of  an  electric  circuit  containing  an  alarum.  t 

T.  G.  N. 

Improvement  in  the  Method  of  Estimating  Carbonic  An¬ 
hydride  by  Volume.  By  F.  Fuchs  (hlfonatsh.,  10,  6' >2 — 604). — The 
acid  solution  used  to  decompose  the  carbonate  is  previously  saturated 
with  and  is  kept  in  an  atmosphere  of  carbonic  anhydride,  whereby 
the  usual  error  due  to  the  retention  of  the  gas  in  the  acid  is  avoided. 

G.  T.  M. 

Estimation  of  Silica  and  Analysis  of  Siliceous  Material.  By 

G.  Craig  (Ghem.  News ,  60,  227). — Taking  into  consideration  the 
errors  and  difficulties  attached  to  the  estimation  of  silica  by  the  i 
method  of  fusion  with  alkaline  carbonates,  the  author  prefers  to  drive 
off  the  silica  by  means  of  hydrofluoric  and  sulphuric  acids,  and  to 
estimate  other  substances  in  the  residue.  About  1'5  gram  of  finely- 
powdered  substance  is  treated  with  sulphuric  acid  diluted  with  an  equal  i 
volume  of  water,  about  4  grams  of  pure  hydrofluoric  acid  added,  the 
whole  mixed  well  by  shaking  gently,  and  heated  over  a  small  flame 
until  almost  dry;  the  operation  is  repeated,  and  the  heating  continued 
until  sulphuric  acid  vapour  is  evolved  in  order  to  be  sure  that  all 
the  fluorides  arc  decomposed.  The  residue  is  subsequently  dissolved  m 
hydrochloric  acid  and  examined  in  the  usnal  manner.  D.  A.  L. 

Analysis  of  Sodium  Sulphate.  By  Isbert  and  Venator  (Znt.  . 
ang.  Ch.tn.,  1889,  6C — 67). — For  many  purposes  a  rapid  and  fairly  . 
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accurate  estimation  of  the  sodium  sulphate  in  the  commercial  article 
is  required.  About  2  grams  of  the  sample  is  dissolved  in  a  little  hot 
water,  ammonia  and  ammonium  carbonate  are  added,  and  the  mixture 
is  filtered;  the  precipitate  is  dissolved  off  the  filler  by  hydrochloric 
acid,  again  precipitated  as  before,  and  then  collected  and  thoroughly 
^washed.  A  little  sulphuric  acid  is  added  to  the  filtrates  and  washings, 
which  are  then  evaporated  in  a  platinum  basin  and  ignited.  From 
the  weight  of  the  residue  is  deducted  the  sodium  sulphate  corre¬ 
sponding  to  the  sodium  chloride  in  the  original  substance,  as  estimated 
by  titration  for  chlorine.  The  remainder  is  the  sodium  sulphate  in 
the  substance  taken.  M.  J.  S. 


Chromium  and  Barium  in  Foods.  By  L.  pe  Konixgu  (Arch. 
Pharm.  [3],  27,  944  ;  from  Ned.  Tij.  Pharin.  Chem.  Tox.,  1889,  257). — 
|At  least  25  grams  of  the  substance  is  burnt  in  a  platinum  dish,  and  the 
ash  is  weighed.  To  the  ash  is  added  four  times  its  weight  of  potas¬ 
sium  sodium  carbonate  and  the  same  amount  of  potassium  nitrate,  and 
the  whole  is  fused  for  15  minutes.  Alter  boiling  with  water  and  filter¬ 
ing,  the  liquid  is  yellow  if  chromium  is  present  ;  but  the  presence  of 
manganese  may  produce  a  greenish  colour,  which  is  removed  by  boil¬ 
ing  fora  few  miuutes  with  a  little  alcohol.  The  liquid  is  then  concen¬ 
trated  to  20  c.c.,  filtered  into  a  test-tube,  and  compared  with  uater  to 
which  potassium  chromate  solution  is  added  until  the  two  tints  are 
of  the  same  intensity.  To  prove  that  the  colour  is  due  to  chromium, 
acidify  with  acetic  acid  and  add  lead  acetate.  If  lead  is  present  in 
'the  original  substance,  a  yellow  precipitate  is  obtained  before  the 
acetate  is  added.  The  portion  of  ash  insoluble  in  water  is  dissolved 
in  hydrochloric  acid,  and  if  lead  is  to  be  sought  for,  this  is  carefully 
neutralised  before  hydrogen  sulphide  is  added.  To  detect  barium 
jCarbonate,  the  strongly  acid  solution  of  the  ash  is  treated  with  a  large 
excess  of  calcium  sulphate  solution,  by  which  the  barium  is  quickly 
precipitated  as  sulphate  free  from  lead,  as  the  latter  is  readily  soluble 
in  the  strong  acid.  J.  T. 


I  Magnesium  as  a  Reagent.  By  H.  X.  Warren  (Chem.  Nncs,  60, 
|187 — 188). — It  is  pointed  out  that  magnesium,  on  account  of  its  purity 
land  activity,  is  an  excellent  reducing  agent.  In  the  dry  way  it  reduces 
I  most  metals,  and  even  silica  and  boric  anhydride  when  intensely 
(heated  in  closed  vessels  with  them.  It  does  not  reduce  the  alkalis 
land  alkaline  earths,  but  is  attacked  by  molybdic  anhydride  with 
(explosive  violence.  Being  free  from  arsenic,  it  is  well  suited  for  use  in 
-Marsh’s  test,  and  as  it  contains  neither  iron,  phosphorus,  nor  sulphur, 
[scarcely  reacts  with  potassium  ferricyanide,  and  is  more  active  than 
(zinc,  it  may  be  used  with  advantage  for  reducing  ferric  to  ferrous 
I  salts.  If  a  solution  of  zinc  acetate  is  boiled  with  magnesium,  the 
whole  of  the  zinc  is  precipitated,  even  though  the  solution  also  con¬ 
tains  metals  of  the  fourth  group. 

Iron  maybe  separated  from  chromium  in  the  following  manner: 
the  acid  solution  of  iron  and  chromium  is  precipitated  with  sodium 
carbonate,  the  precipitate  dissolved  in  acetic  acid  and  magnesium 
added.  The  reducing  action  is  at  first  violent  and  then  ceases,  but 
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on  applying  heat,  the  colour  of  the  solution  changes  from  green 
through  pink,  red,  violet  back  to  green,  the  iron  in  the  meantime  i 
being  precipitated  on  the  magnesium.  D.  A.  L. 

Volumetric  Estimation  of  Zinc.  By  A.  Yoiot  (Zeit.  ang.  Chem., 
1SS9,  307 — 308). — The  solution  of  the  substance  in  hydrochloric  acid 
is  oxidised  with  nitric  acid  and  diluted  to  about  100  o.c.  Sufficient 
potassinm  tartrate  to  keep  the  iron  in  solution  is  added,  and  then  | 

ammonia  to  feeble  alkalinity,  and  the  liquid  is  further  diluted  to  about  | 

250  c.c.  Standard  solution  of  potassium  ferrocyanide  is  then  run  in,  | 

until  a  drop  of  the  mixture  brought  in  contact  with  strong  acetic  acid  i 

develops  a  permanent  blue.  The  ferrocj'anide  is  of  suitable  strength 
if  1  c.c.  is  equal  to  0’01  gram  of  zinc.  About  46  grams  of  the  salt  is  i 
dissolved  to  a  litre,  and  the  solution  is  standardised  against  one  of 
zinc  made  by  dissolving  1 2'461  grams  of  zinc  oxide  in  hydrochloric  acid 
and  diluting  to  a  litre  ;  10  c.c.  of  this  solution  is  mixed  noth  5  grams  > 

of  potassium  tartrate,  a  few  drops  of  ferric  chloride,  ammonia,  and  i 

water  to  250  c.c.,  and  should  require  10  c.c.  of  the  ferrocyanide.  An 
essential  condition  is  that  the  excess  of  ammonia  should  be  as  small 
as  possible.  Incorrect  results  are  obtained  when  much  manganese  is 
present ;  lead  is  not  injurious.  The  process  is  more  rapid  than 
Schaffner’s.  M.  J.  S.  I 

Standardisation  of  Permanganate.  By  R.  Jaiiopa  (Zeit.  ang. 

1889,  87). — In  dissolving  iron  wire  for  the  above  purpose,  the 
tlask  is  fitted  with  a  cork  and  a  bent  tube  which  dips  into  a  beaker  » 
containing  solution  of  sodium  hydrogen  carbonate.  Any  of  this 
solution  drawn  in  during  the  cooling  of  the  iron  solution  produces  an 
evolution  of  carbonic  anhydride  in  the  flask.  M.  J.  S. 

Incineration  of  Vegetable  Matter.  By  G.  Lechartier  (Compt. 
rend .,  109,  727 — 731). — When  vegetable  matter  is  incinerated  with 
free  exposure  to  air  or  in  a  current  of  oxygen,  there  is  always  volatilis¬ 
ation  of  a  portion  of  the  sulphur,  which  may  be  absorbed  by  conduct¬ 
ing  the  operation  in  a  retort  and  passing  the  products  of  decomposition 
through  a  tube  containing  sodium  carbonate. 

Phosphorus,  however,  is  not  volatilised,  if  the  matter  is  first  care-  | 
fully  carbonised  and  then  incinerated  in  presence  of  air  or  oxygen.  I 

Incineration  is  best  conducted  in  a  platinum  dish  with  a  glass 
funnel  supported  a  short  distance  above  it.  The  temperature  is 
raised  very  gradually,  and  when  thoroughly  carbonised  the  residue  is 
extracted  with  warm  water,  washed,  and  the  insoluble  portion  mois¬ 
tened  thoroughly  with  milk  of  lime,  dried,  and  heated  until  all 
carbonaceous  matter  is  burnt  away.  The  phosphoric  acid  in  the 
aqueous  solution  and  the  final  residue  is  estimated  in  the  usual  way. 

C.  H.  B. 

Water  Analysis.  (Chem.  News,  60,  203 — 204.)  Report  of  the 
Committee  appointed  by  the  British  Association  to  confer  with  the  Com¬ 
mittee  of  the  American  Association  ivith  a  view  of  forming  a  uniform 
system  o  f  recording  results  of  Water  Analysis ;  B.  A.  Meeting,  1889. — The 
committee  recommend  a  system  of  statement  for  a  complete  analysis  of 
which  the  following  is  an  epitome.  Results  to  be  expressed  in  parts  \ 
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per  100,000.  In  a  potable  water,  the  numbers  to  be  given  in  t lie  follow¬ 
ing  order: — Total  solid  matters,  (a)  in  suspension,  (b)  in  solution; 
organic  carbon  ;  organic  nitrogen  ;  oxygen  consumed,  as  indicated 
by  decoloration  of  permanganate ;  ammonia  expelled  on  boiling  with 
sodium  carbonate;  ammonia  expelled  on  boiling  with  alkaline  perman¬ 
ganate  ;  nitrogen  as  nitrates  and  nitrites  ;  chlorine  ;  hardness — tem¬ 
porary,  permanent,  total;  in  a  mineral  water — carbonate  of  lime; 
carbonate  of  magnesia;  carbonate  of  soda  (calculated  from  residual 
alkalinity  after  boiling  and  filtering  off  precipitated  CaC03  and 
MgC03);  total  of  each  of  the  following  elements — calcium,  magnesium, 
potassium,  sodinm,  iron  (ferrous),  iron  (ferric),  and  each  of  the 
following  radicles — sulphuric  (S04),  nitric  (N03),  nitrous  (NO?), 
phosphoric  (PO,),  silicic  (Si03) ;  then  each  of  the  elements — chlorine, 
bromine,  and  iodine,  and  of  sulphur  as  sulphide.  Dissolved  gases; 
c.c.  at  0°  C.  and  76U  mm.  in  1  litre  of  water.  Carbonic  anhydride 
(CCb)  ;  oxygen;  nitrogen;  sulphuretted  hydrogen. 

They  consider  that  this  uniform  method  should  be  adopted  in  all 
cases  where  communications  come  before  learned  bodies  and  when¬ 
ever  possible  in  professional  practice;  that  the  decimal  numerical 
notation  is  to  be  preferred  ;  that  the  different  scales  for  potable  and 
mineral  waters  suggested  by  the  American  Committee  are  undesirable  ; 
that  all  results  obtained  by  calculation  should  be  sharply  distin¬ 
guished  from  those  obtained  by  direct  determination;  that  a  state¬ 
ment  of  mineral  constituents  combined  as  salts  is  not  to  be  approved 
of  unless  the  analj'tical  data  upon  which  it  is  based  are  clearly  stated  ; 
that  the  American  Committee’s  suggestion  of  recording  the  propor- 
I  tion  of  each  element  of  binary  compounds,  and  recording  all  the 
l  oxygen  in  oxy-compounds  in  combination  with  the  negative  element, 
j  as  indicated  above,  is  the  most  convenient  for  all  purposes  of  calcula¬ 
tion,  although  the  want  of  a  name  for  these  negative  groups  and  the 
custom  of  quoting  metallic  elements  as  bases  are  objections  to  this 
system  ;  finally,  that  volumes  of  dissolved  gases  may  be  given  as  above 
or  in  volumes  of  gas  per  100  volumes  of  water.  D.  A.  L. 

Estimation  of  Carbonic  Acid  in  Potable  Waters  containing 
Magnesia.  By  H.  Trillich  ( Zeit .  avg.  Chem . ,  1889,  337). — 100  c.c. 
of  the  water  is  mixed  in  a  stoppered  cylinder  with  5  c.c.  of  barium 
chloride  solution  (1  :  10)  and  45  c.c.  of  titrated  baryta-water  (7  grams 
of  barium  hydroxide  and  0‘2  gram  of  chloride  per  litre)  and  allowed 
to  subside  for  12  hours.  Two  quantities  of  50  c.c.  each  are  then 
removed  without  disturbing  the  sediment  and  are  titrated  with  hydro¬ 
chloric  acid,  of  which  1  c.c.  equals  1  mg.  of  carbonic  anhydride  (using 
phenolphthalein).  The  magnesia  is  determined  gravimetrically. 
Putting  a  for  the  number  of  c.c.  of  acid  required  by  45  c.c.  of  the 
baryta,  b  for  the  acid  required  by  50  c.c.  of  the  clarified  mixture, 
and  m  for  the  number  of  milligrams  of  magnesia  in  100  c.c.,  then 
10(a  -  35  -  Tim)  gives  the  number  of  milligrams  of  free  and  loosely- 
combined  carbonic  anhydride  per  litre.  The  remaining  50  c.c.  in 
the  settling  vessel  with  the  precipitate  is  titrated  with  the  same  acid 
(using  cochineal).  If  d  is  the  number  of  c.c.  used,  10(d  —  b  —  Tim) 
is  the  total  carbonic  anhydride  in  milligrams  per  litre.  M.  J.  S. 
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Standard  Solution  for  Clark’s  Soap-test.  By  F.  E.  Nelson 
( Ghent .  News ,  60,  182). — The  author  suggests  the  following  mode  of 
preparing  a  standard  soap  solution  of  constant  composition  : — A  gram 
of  pure  palmitic  acid  is  dissolved  in  a  little  pure  spirit,  neutralised 
with  4  c.c.  of  normal  soda  solution  and  diluted  to  200  c.c.  with  so 
much  aqueous  spirit  as  to  retain  85  per  cent,  of  alcohol  in  the 
standard  solution.  Fatty  acids  separated  from  ordinary  tallow  may 
be  used  instead  of  palmitic  acid.  D.  A.  L. 

Detection  of  Mercuric  Cyanide  in  Toxicological  Investiga¬ 
tions.  By  D.  Vitale  ( Ghent .  Ceritr.,  1880,  ii,  391 — 392;  from  L'Orosi, 

12,  181 — 196). — The  author  recommends  the  following  modification  of 
Selmi’s  method  for  the  detection  of  mercuric  cyanide  in  toxicological 
investigations. 

The  substance  is  acidified  with  tartaric  acid,  neutralised  again  with 
precipitated  calcium  carbonate,  a  slight  excess  of  aqueous  hydrogen 
sulphide  solution  added,  the  flask  closed  and  allowed  to  remain  at  rest 
for  24  hours  in  the  cold,  then  a  further  quantity  of  hydrogen  sulphide 
water  is  added  and  a  current  of  hydrogen  passed  through  the  liquid. 
The  gases  are  passed  first  through  a  solution  of  bismuth  nitrate  in 
dilute  nitric  acid  to  absorb  the  hydrogen  sulphide,  and  secondly 
through  aqueous  potash  for  absorption  of  hydrogen  cyanide;  in  the 
latter  solution,  the  usual  tests  for  hydrogen  cyanide  may  be  made. 

J.  W.  L. 

Reaction  of  Sodium  Nitroprusside  with  Alkaline  and  Alka¬ 
line  Earthy  Hydroxides.  By  H.  Brunner  (Chem.  News,  60,  16b). 

—  Sodium  nitroprusside  produces  an  intensely  yellow  coloration  with 
sodium,  potassium,  barium,  or  calcium  hydroxide,  but  does  not  react 
with  the  soluble  carbonates  or  hydrogen  carbonates. 

By  adding  aqueous  sodium  nitroprusside  to  sodium  hydroxide 
until  an  orange-colour  appears,  shaking  with  alcohol  and  allowing 
to  settle,  a  deep-yellow  oil  separates,  which  ultimately  solidifies  to 
orange-coloured  crystals.  An  aqueous  solution  of  this  salt  gives 
coloured  precipitates  with  metallic  salts  ;  moreover,  with  acids  it  gives 
a  green  colour,  becoming  violet  on  exposure  to  the  air,  finally  giving 
a  green  precipitate.  D.  A.  L. 

Estimation  of  Glycerol  by  Oxidation  with  Permanganate  in 
Acid  Solution.  By  H.  Grunwald  (Zeit.  ang.  Ghent.,  1889,  34 — 35). 

—  Planchon’s  method  (Abstr.,  1888,  1345)  affords  very  service¬ 
able  results;  in  12  determinations,  the  mean  error  of  a  single  result 
was  181  per  cent.  Potash  in  Liebig’s  bulbs  is,  however,  more  suit¬ 
able  than  soda-lime  for  absorbing  the  carbonic  anhydride. 

M.  J.  S. 

Copper  Solution  for  the  Estimation  of  Glucose.  By  E. 

Soldaixi  ( Chem .  Centr.,  1S89,  ii,  389 — 390;  from  L'Orosi ,  12, 
196 — 19S). — The  author  recommends  a  more  dilute  solution  of  cupric 
sulphate  in  potassium  hydrogen  carbonate  than  that  generally  de¬ 
scribed  under  the  name  of  “  Soldaini’s  solution  ”  (compare  Abstr.,  f 
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1S89,  313).  3*464  grams  of  cupric  sulphate  (5  aq.)  and  297  grams  of 
potassium  hydrog*en  carbonate  are  dissolved  in  1  litre. 

This  solution  will  detect  0  0005  gram  of  glucose  in  10  c.c.  of  water 
by  boiling  with  the  reagent  for  10  minutes.  For  quantitative  pur¬ 
poses  it  is  applied  as  when  using  Fehling’s  reagent,  approximate 
tests  being  first  made,  and  finally  the  quantity  thus  found  added  all 
at  once  to  the  copper  solution  and  boiled  for  five  minutes,  when 
an  excess  of  neither  copper  nor  sugar  should  be  present. 

J.  W.  L. 

Iodine  Absorption  of  Essential  Oils.  By  R.  H.  Davies  (Pharm. 
J.  Trans.  [3],  19,  821 — 824). — This  paper  records  the  results  of  the 
application  of  Hubl’s  reagent  to  determine  the  “iodine  absorption  ”  of 
essential  oils.  A  weighed  quantity  of  the  oil  was  allowed  to  remain 
all  night  with  an  excess  of  the  iodine  solution.  The  differences 
were  greater  than  those  found  with  fixed  oils,  as  they  ranged  from  0 
to  nearly  400  per  cent.  A  table  of  the  results  obtained  with  64 
essential  oils  and  their  derivatives  shows  the  percentages  obtained. 
Oil  of  almonds  is  nil,  menthol  0'12,  camphor  0'46  per  cent.  English 
and  Japanese  oil  of  peppermint  43'5  to  57*7  per  cent.  ;  but  American, 
1218  to  132*2.  Thymol  and  anethoil  171*5  to  182*9  per  cent. 

R.  R. 

Testing  Oil  of  Peppermint  for  Adulterants.  By  H.  W.  Snow 
(Pharm.  J.  Trans.  [3],  19,  1056 — 1058). — The  author  gives  the 
results  of  his  trials  of  some  tests  which  have  been  proposed  for 
detecting  the  presence  of  certain  adulterants  in  oil  of  peppermint. 
When  5  per  cent,  or  more  of  alcohol  has  been  added,  the  oil  will  be 
coloured  distinctly  red  on  agitating  it  for  a  few  seconds  with  a  little 
magenta,  which  is  insoluble  in  the  perfectly  pure  oil.  Oil  of  camphor 
may  be  detected  by  agitating  two  drops  of  the  sample  with  a  little 
nitric  acid  (sp.  gr.  1*42),  when  a  reddish-brown  colour  may  appear, 
even  in  the  absence  of  oil  of  camphor,  but  this  fades  in  two  or  three 
hours,  while  the  distinct  red  colour  due  to  the  presence  of  this 
adulterant  persists  for  two  days.  For  detecting  turpentine,  the  optical 
test  is  not  conclusive,  as  French  oil  of  tuipentine  has  itself  left- 
handed  rotation.  The  non-solubility  of  turpentine  in  80  per  cent. 

!  alcohol  fails  to  detect  even  50  per  cent,  of  it  when  mixed  with  oil  of 
peppermint.  Fractional  distillation  is  useful,  and  when  followed  by 
’  determinations  of  the  iodine  ab.-orption,  trustworthy  indications  may 
be  obtained  in  certain  cases.  Gold  chloride  in  chloroform  solution, 
boiled  with  a  few  drops  of  an  essential  oil,  gives  characteristic  re¬ 
actions.  Oil  of  turpentine  reduces  the  solution  quickly  with  little  or 
no  colour;  oil  of  camphor  acts  slowly  with  only  a  faint-blue  colour; 
oil  of  copaiba  gives  a  fine  blue  solution  which  gradually  loses  its 
colour  ;  oil  of  peppermint  quickly  gives  a  brown,  changing  into  violet- 
red.  These  reactions  can,  however,  seldom  be  used  with  confidence, 
except  under  special  circumstances.  R..  R. 

Reactions  of  Essential  Oils.  By  R.  Williams  (Ghem.  News,  60, 
175 — 176). — The  author  has  examined  a  great  number  of  essential 
oils  with  regard  to  their  potash  and  iodine  absorption,  noting  also 
their  boiling  points  and  specific  gravities;  a  table  of  results  is  given. 
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In  his  opinion  concordant  results  have  been  obtained  with  oils  of 
bergamot,  caraway,  cassia,  cedar-wood,  cinnamon,  citron,  citrouelle, 
cloves,  lemon,  mace,  nutmeg,  orange,  thyme,  and  verbena,  and  it  is 
suggested  that  by  examining  these  oils  in  this  manner  adulterations 
may  be  detected  with  certainty.  Oils  of  aniseed,  cajeput,  eu¬ 
calyptus,  juniper,  lavender  (various),  spike,  lemon  grass,  pennyroyal, 
peppermint  (various),  rosemary,  rue,  sage,  and  sassafras,  did  not 
yield  concordant  results,  for  which  various  causes  are  assigned, 
such  as  adulteration,  difference  in  age,  and  change  in  composition. 
Oil  of  spike  has  a  lower  boiling  point  and  a  lower  potash  absorption 
than  the  more  expensive  oil  of  lavender.  Oil  of  cinnamon  has  a  lower 
gravity,  boiling  point,  and  potash  absorption,  but  a  much  higher  iodine 
absorption  than  the  cheaper  oil  of  cassia.  At  least  two,  and  in  some 
cases  more  samples  of  each  oil  have  been  examined.  D.  A.  L. 

Reactions  of  Essential  Oils.  By  R.  A.  Cripps  {Ghent.  News , 
60,  236). — In  reference  to  the  iodine  absorption  of  essential  oils, 
attention  is  called  to  the  importance  of  time  and  temperature  in  these 
reactions  ;  the  latter  has  already  been  recognised  by  both  R.  H. 
Davies  and  II.  W.  Snow  (preceding  page),  but  disregarded  by  R, 
Williams  (preceding  abstract).  The  author  now  compares  the 
results  obtained  by  Bareuthin,  Davies,  Snow,  and  Williams;  there 
are  discrepancies  which  are  probably  due  to  want  of  uniformity  as 
regards  the  two  factors  mentioned  above.  H.  W.  Snow,  in  a  letter 
( Ghem .  News ,  60,  245),  points  out  that  he  found  the  iodine  absorption 
extremely  useful  in  connection  with  the  examination  of  oil  of  pepper¬ 
mint  for  adulteration  with  oil  of  turpentine;  he  also  gives  references 

his  own  contributions  and  to  the  work  of  others  on  the  subject. 

D.  A.  L. 

Tests  for  Fixed  Oils.  By  F.  X.  Moerk  ( Pharm .  J.  Trans.  [3], 
19,  785). — A  reaction  proposed  by  Hirschsohn  (Abstr.,  1882,  658)  for 
the  detection  of  cotton-seed  in  other  fixed  oils  was  to  mix  5  c.c.  of  the 
oil  with  10  drops  of  a  chloroform  solution  of  gold  chloride  (1  gram 
in  200  c.c.),  and  to  heat  to  100°.  The  red  coloration  produced  in 
from  three  to  five  minutes  is  found  by  the  author  not  to  be  character¬ 
istic  of  cotton-seed  oil,  for  he  has  obtained  the  like  result  with  the 
oils  of  arachis,  ben,  poppy,  sesame,  walnut-kernel,  &c.  The  paper 
contains  extended  lists  of  the  gold  chloride,  and  also  of  the  silver 
nitrate  reactions  with  these  and  many  other  kinds  of  fixed  oils — pure, 
doubtful,  and  commercial.  R.  R. 

Estimation  of  Neutral  Fats.  By  M.  Groger  ( Zeit .  a>ig.  Chew., 
1889,  61 — 62). — In  the  saponification  of  a  neutral  fat  by  alcoholic 
potash,  it  does  not  suffice  to  boil  for  half  an  hour  with  a  bare  excess 
of  the  alkali,  but  it  is  necessary  that  the  excess  should  not  be  less 
than  a  certain  amount.  For  5  grams  of  fat,  the  residual  alkali  ought 
to  consume  at  least  5  c.c.  of  semi-normal  acid,  otherwise  saponification 
is  very  liable  to  be  incomplete.  This  may  account  for  many  of  the 
recorded  variations  in  the  saponification  equivalents  of  fats. 

M.  J.  S. 
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Phosphorescence  of  Copper,  Bismuth,  and  Manganese  in  the 
Sulphides  of  the  Alkaline  Earth  Metals.  By  V.  Klatt  aiul 
P.  Lexard  (Ann.  Phys.  Ghem.  [2],  38,  90 — 107). — The  difference  in 
the  colour  of  the  light  emitted  by  the  phosphorescent  sulphides  of 
[metals  of  the  alkaline  earths  when  prepared  by  different  methods, 
has  liithei’to  been  attributed  to  a  difference  in  physical  strnctnre. 
(The  authors  find,  however,  that  the  difference  is  really  a  chemical 
lone,  the  above  sulphides  being,  when  pure,  practically  without  phos¬ 
phorescence,  and  only  exhibiting  this  phenomenon  when  containing 
'traces  of  the  sulphides  of  copper,  bismuth,  manganese,  or  some  fourth 
metal  not  yet  identified,  the  colour  of  the  phosphorescence  varying 
with  the  nature  and  proportions  of  the  active  sulphides  present.  The 
presence  or  absence  of  any  of  the  above  metals  can  readily  be  ascer¬ 
tained,  as  each  gives  rise  to  a  characteristic  band  in  the  spectrum  of 
The  phosphorescent  material,  the  position  of  which  is  always  the 
[same.  The  intensity  of  the  phosphorescence  increases  with  the 
amount  of  active  sulphide  present,  up  to  a  certain  point,  but,  when  a 
Imaximum  is  reached,  any  further  addition  causes  a  decrease  in  the 
[intensity,  and  ultimately  destroys  the  phosphorescence.  The 
'quantities  of  active  sulphide  necessary  to  produce  the  above  maxi- 
,mum  are  very  small.  In  order  to  produce  the  brightest  phosphores¬ 
cence,  a  third  substance  should  be  present  in  addition  to  the  above. 
jTliis  consists  of  some  colourless  salt  which  is  fusible  at  tlie  tempera¬ 
ture  required  for  the  preparation  of  the  phosphorescent  sulphides, 
[it  will  therefore  form  a  thin  layer  on  the  surface  of  the  sulphide,  to 
jwhich  the  active  metal  imparts  a  faint  coloration,  essential  to  the 
production  of  phosphorescence.  H.  C. 

j  Refractive  Indices  of  Gases.  By  T.  P.  Dale  (Phil.  Mag.  [5], 
28,  268 — 271). — The  author  has  observed  certain  empirical  relations 
between  tlie  specific  refractive  energies  of  gaseous  elements  and 
between  the  logarithms  of  these  values.  Thus  the  logarithms  of  the 
specific  refractive  energies  of  nitrogen,  chlorine,  and  phosphorus  are 
identical,  as  also  are  those  of  sulphur  and  oxygen.  The  logarithms 
'of  the  first  three  are  double,  and  those  of  sulphur  and  oxygen  l-£  times 
that  of  hydrogen.  The  logarithm  of  the  specific  refractive  energy  of 
'mercury  is  8  times,  and  that  of  arsenic  9  times  this  quantity.  Again, 
|tlie  specific  refractive  energy  of  oxygen  is  nearly  double  that  of 
hydrogen,  that  of  mercury  4  times,  of  arsenic  8  times,  of  sulphur 
12  times  that  of  hydrogen.  Amongst  compounds,  the  log.  specific 
refractive  energy  of  nitrous  oxide  is  half  that  of  carbonic  oxide, 
whilst  that  of  cyanogen  is  6  times  that  of  hydrogen.  The  author  is 
Jen  gaged  on  the  relations  between  the  molecular  weight  and  refraction 
jof  gases.  H.  K.  T. 
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Refractive  Indices  of  Salt  Solutions.  By  B.  Walter  (Ann. 
Plnjs.  Ghem.  [2],  38,  107 — 118). — The  author  finds  from  his  own 
observations  and  those  of  others  that  the  refraction  of  salt  solutions 
is  subject  to  laws  similar  to  those  for  the  reduction  of  the  freezing 
point.  Thus  the  index  of  refraction  of  a  salt  solution  is  proportional 
to  the  amount  of  salt  dissolved.  Solutions  containing  equal  numbers 
of  molecules  of  salts  of  monad  metals  with  monobasic  acids  have  the 
same  refractive  index,  other  similar  solutions  of  salts  of  monad 
metals  with  bibasic  acids  have  a  refractive  index  which  is  practically 
double  the  above,  and  those  of  salts  of  diad  metals  have  a  refractive 
index  which  is  three  times  that  of  the  first.  These  laws  hold  even 
for  concentrated  solutions,  and  there  is  nothing  to  indicate  the  forma¬ 
tion  of  hydrates  in  any  of  the  solutions  examined.  The  behaviour  of 
cupric  chloride  in  solutions  containing  more  than  11  per  cent,  of  the 
salt  is  abnormal,  as  the  refraction  of  such  solutions  is  greater  than  it 
should  be  according  to  the  above  rules,  and  points  to  the  existence  of 
molecules  of  greater  complexity  in  the  more  concentrated  solutions, 
This  is  supported  by  the  well-known  difference  in  colour  of  the  con¬ 
centrated  and  dilute  solutions.  A  similar  change  is  exhibited  by 
potassium  ferrievanide  solutions  at  a  concentration  of  4  per  cent. 
Fluorescein  solutions  wore  also  examined  up  to  a  concentration  of 
40  per  cent.,  in  order  to  ascertain  if  any  other  molecular  change, 
than  that  already  recorded  (Abstr.,  1880,  55-3)  at  2  per  cent.,  could 
be  detected,  but  with  negative  result.  H.  C. 

A  Standard  Clark  Cell.  By  H.  S.  Carhart  (Phil.  2 fag.  [5],  28, 
420 — 423)  — The  author  finds  that  local  action  takes  place  in  Clark 
cells  owing  to  contact  between  the  zinc  and  the  mercurous  sulphate, 
the  temperature  coefficient  being  thereby  altered.  He  has  con¬ 
structed  a  cell  in  which  contact  is  prevented.  The  new  cell  has  a 
temperature  coefficient  less  than  that  of  Lord  Rayleigh’s  cell ;  more¬ 
over  its  temperature  coefficient  decreases  with  rise  of  temperature. 
The  polarisation  is  negligible  for  external  resistances  greater  than 
10,000  ohms.  H,  K.  T. 

Electromotive  Forces  of  Cells  containing  Mixed  Salt  Solu¬ 
tions.  By  G.  F.  R.  Blochmann  (dim.  PJujs.  Chew.  [2],  37,  564 — 575). 
— The  E.M.F.  of  the  standard  Clark  cell,  Hg  |  Hg4SOi  |  ZnS04  |  Zu, 
decreases  with  rise  of  temperature,  whereas  that  of  the  Helmholtz 
cell,  Hg  |  HgjCL  j  ZnCb  |  Zn,  increases.  By  mixing  the  chlorides 
and  sulphates  of  the  metals,  the  author  hoped  to  obtain  a  cell  that 
would  remain  unaffected  by  change  of  temperature,  but  a  cell  contain¬ 
ing  mixtures  in  the  proportions  calculated  to  effect  this  result  was 
found  to  differ  but  slightly  from  the  chloride  cell  in  its  behaviour 
with  respect  to  temperature.  The  author  was  therefore  led  to  further 
investigate  the  E.il.F.  of  cells  containing  mixed  salt  solutions. 
Copper  and  zinc  wmre  selected  as  electrodes,  the  copper  being  im¬ 
mersed  in  a  solution  of  two  copper  salts  contained  in  a  porous  pot, 
surrounded  by  a  solution  of  two  similar  zinc  salts  in  which  the 
zinc  electrode  is  placed.  The  salts  used  were  the  sulphates, 
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chlorides,  and  nitrates  of  the  metals,  in  solutions  containing  1  mol. 
of  salt  to  50  mols.  of  water,  and  the  acetates  dissolved  in  the 
proportion  1  to  250.  The  results  obtained  with  the  various  mixtures 
are  tabulated  and  given  in  curve  form.  Cells  containing  the  sulphates 
and  chlorides,  sulphates  and  acetates,  and  the  chlorides  and  acetates 
give  electromotive  forces  which  practically  correspond  with  the 
mean  of  those  of  cells  containing  the  unmixed  solutions,  taken  in  the 
ratio  in  which  the  salts  are  mixed.  The  E.M.F.  of  the  other  cells 
containing  the  nitrates  is  usually  below  that  thus  calculated;  but  in 
the  case  of  mixtures  of  nitrates  and  acetates  containing  a  large 
excess  of  nitrate,  the  E.M.F.  is  greater  than  the  theoretical.  The 
exceptions  in  these  latter  cases  are  probably  due  to  the  fact  that  the 
salts  have  some  chemical  action  one  on  another,  which  may  in  some 
way  be  connected  with  the  partial  dissociation  which  such  salts 
undergo  in  aqueous  solution.  H.  C. 

Specific  Inductive  Capacity  of  Water.  By  E.  Cohn  {Ann. 
Phy.-f.Ghem.  [2  J,  38,  42 — 52). — The  author  confirms  the  former  result 
.obtained  by  lnmself  and  Arons  (Abstr.,  1888,  394)  for  the  sp.  ind. 
cap.  of  water,  in  this  case  using  the  method  originally  employed  for 
liquids  of  low  conductivity  {Ann.  Phys.  Ghent.  [2],  28,  454). 

H.  C. 

Variations  in  the  Electrical  Resistance  of  Nitrogen  Peroxide 
(With  a  Rise  of  Temperature.  By  J.  J.  Bogdski  (Compt.  rend., 
;I09,  804 — -806). — Nitroven  peroxide  has  a  very  high  resistance,  but 
khe  conductivity  becomes  recognisable  and  measurable  in  presence  of 
|O*01  to  01  per  cent,  of  water.  No  absolute  measurements  were  made, 
jlmtthe  relative  resistances  at  different  temperatures  were  determined. 
.Concordant  results  were  obtained  with  different,  methods  of  measure- 
jment. 

j  The  resistance  increases  as  the  temperature  rises,  and  above  70° 
.the  peroxide  is  an  almost  perfect  insulator.  Abrupt  variations  are 
[observed  between  0"  and  17°.  Although  a  rise  of  temperature  is 
(accompanied  by  a  definite  and  static  increase  in  resistance,  tiiis  is 
preceded  by  a  temporary  dynamic  reduction  of  resistance,  which  is 
greater  the  more  suddenly  the  compound  is  heated.  This  temporary 
variation  is  so  considerable  that  it  can  readily  be  recognised  if  a  lamp, 
pr  the  body  of  the  observer,  is  moved  towards  the  tube  containing 
'tlie  peroxide,  provided  that  the  hitter  is  at  a  lower  temperature, 
j  The  phenomena  are  doubtless  connected  with  the  dissociation  of 
[the  peroxide.  Neither  NO?  nor  N2Ch  is  decomposed  by  an  electric 
current,  and  hence  they  are  insulators  when  separate  and  when  mixed. 
(The  dissociation  produced  by  heat  sets  up  atomic  movenieuts  favour¬ 
able  to  the  conduction  of  electricity  by  convection,  and  hence  the 
resistance  diminishes.  These  atomic  motions  soon  cease,  because  the 
Moms  form  new  molecules.  A  new  condition  of  equilibrium  is 
established,  and  the  resistance  acquires  its  normal  static  value. 

|  If  the  peroxide  is  cooled  suddenly,  the  variation  of  the  resistance 
is  always  in  the  same  direction,  and  no  oscillations  are  observed 
similar  to  those  produced  by  heating.  C.  H.  B. 
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Change  in  Freshly-prepared  Solutions.  By  E.  Pfeiffer 
(Ann-  Phys.  Client.  [2],  37,  509 — 563)/ — The  author  has  noticed  in 
former  experiments  (Abstr.,  1S86, 115)  that  if  a  solution  is  allowed  to 
remain  for  some  length  of  time,  the  electrical  conductivity  often 
undergoes  a  temporary  decrease,  and  that  this  continues  until  a 
minimum  is  reached,  from  which  it  again  increases.  The  author  now 
finds  that  this  occurs  with  water  which  is  left  freely  exposed  in  the 
ordinary  wny,  hut  not  with  water  which  has  been  kept  out  of  contact 
with  the  atmosphere  or  only  exposed  to  purified  air.  The  phenomenon 
is,  therefore,  in  some  manner  due  to  the  impurities  of  the  atmosphere. 
The  change  becomes  more  pronounced  if  the  solution  is  acidified 
slightly,  and  the  more  so  the  greater  the  amount  of  acid  added, 
whereas  basic  substances  produce  just  the  opposite  effect,  and  neutral 
salts  are  practicallv  without  action.  As  carbonic  acid  is  among  the 
acids  which  have  the  above  effect,  and  ammonium  carbonate  is  a  much 
better  conductor  than  free  ammonia  in  aqueous  solution,  the  change 
is  in  all  probability  not  due  to  the  ammonia  in  the  atmosphere.  It 
might,  however,  be  due  to  organic  impurities.  H.  C. 

Electrical  Conductivity  as  a  Means  of  Investigating  the 
Interaction  of  Acids  of  Complex  Function.  By  D.  Berthelot 
( Compt .  rend.,  109,  801—804). — The  author  has  utilised  determina¬ 
tions  of  electrical  conductivity  in  order  to  determine  the  conditions  of 
equilibrium  between  dilute  saline  solutions  and  aspartic  acid,  which 
combines  the  functions  of  a  base  and  an  acid.  Solutions  were  em¬ 
ployed  containing  a  gram-equivalent  of  the  acid  or  salt  in  100  litres. 
With  this  degree  of  dilution,  variations  in  molecular  conductivity 
with  variations  in  the  concentration  of  the  solution,  are  sufficiently 
small  to  be  negligible. 

The  conductivity  of  a  mixture  of  aspartic  acid  and  sodium  chloride 
indicates  decomposition  to  the  extent  of  4  per  cent.,  and  precisely  the 
same  final  system  is  obtained  by’  mixing  sodium  aspartate  'with  hydro¬ 
chloric  acid,  the  decomposition  in  this  case  amounting  to  96  per  cent. 
In  the  first  case,  the  additiou  of  a  second  or  third  molecule  of  aspartic 
acid  or  sodium  chloride  has  no  appreciable  effect.  In  the  second  case, 
if  two  molecular  proportions  of  sodium  aspartate  are  mixed  with  one 
molecular  proportion  of  hydrochloric  acid,  the  observed  conductivity 
is  lower  than  that  calculated  on  the  assumption  of  complete  decom¬ 
position,  a  result  due  to  intei'action  between  sodium  aspartate  and 
aspartic  acid,  and,  in  a  much  lower  degree,  between  sodium  aspartate 
and  sodium  chloride.  A  third  molecular  proportion  of  sodium  aspar¬ 
tate  exerts  a  slight  but  distinct  additional  influence  in  the  same 
direction.  C.  H.  B. 

Electrical  Conductivities  and  Multiple  Affinities  of  Aspartic 

Acid.  By  D.  Berthelot  (Compt.  rend.,  109,  864 — 867). — In  this 
paper  the  author  investigates  the  basic  functions  of  aspartic  acid,  the 
methods  of  measurement  being  identical  with  those  used  in  the 
investigation  of  its  acid  functions  (preceding  abstract).  The  additiou 
of  an  equivalent  proportion  of  hy’drochlonc  acid  to  aspartic  acid  pro¬ 
duces  a  very  marked  diminution  in  the  electrical  resistance;  this 
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indicates  a  reduction  in  tlie  number  of  molecules,  owing  to  combina¬ 
tion  between  the  two  acids.  A  second  equivalent  of  hydrochloric 
acid  produces  about  one-fifth  of  the  reduction  produced  by  the  first. 
A  second  equivalent  of  aspartic  acid  produces  half  the  reduction  of 
the  first,  and  a  third  equivalent  produces  one-fourth  of  the  original 
j  reduction. 

|  The  addition  of  aspartic  acid  to  sodium  aspartate  increases  the 
resistance,  owing  to  the  formation  of  a  double  salt,  but  the  effect  of 
successive  quantities  of  aspartic  acid  gradually  diminishes. 

The  addition  of  an  equivalent  of  sodium  hydroxide  to  sodium 
aspartate  is  accompanied  by  a  very  considerable  increase  in  resist¬ 
ance  ;  a  second  equivalent  of  alkali  produces  an  effect  only  one-third 
ias  great,  and  this  is  true  also  of  a  third  equivalent.  A  second  equi¬ 
valent  of  aspartate  has  a  comparatively  small  effect,  and  a  third  or 
'fourth  equivalent  has  still  less. 

Sodium  chloride  and  sodium  aspartate,  in  equivalent  proportions, 
form  a  small  quantity  of  a  double  salt,  but  a  further  quantity  of  either 
salt  has  but  little  influence  on  the  result.  C.  H,  B. 

Correction  of  Thermometric  Headings  for  the  Column 
Outside  the  Heating  Medium.  By  E.  Bimbach  ( Ber .,  22,  3072 
— 3075). — The  author  has  made  a  large  number  of  observations  with 
various  thermometers  of  Jena  glass,  in  order  to  determine  the  cor¬ 
rection  which  must  be  made  in  the  observed  reading  when  only  part 
of  the  mercurial  column  is  surrounded  by  the  heating  vapour.  The 
very  numerous  observations,  which  are  given  in  tabular  form,  show 
that  Kopp’s  ( Annalen ,  94),  Boltzmann’s  ( Handworterbuch  der  Chemie , 
7,  368),  and  Thorpe’s  (Trans.,  1SS0,  160)  corrections  give  results 
which  are  too  low  with  long  threads,  and  too  high  with  short  ones; 
,the  error  in  the  case  of  long  threads  may  be  more  than  one  degree 
|  when  Boltzmann’s  or  Thorpe’s  correction  is  employed. 

'  Mousson’s  constant  (Ann.  Phys.  Ghem.,  133,  311)  has  not  a  con¬ 
stant  value  in  the  case  of  high-registering  thermometers,  and  the  error 
in  determining  this  constant,  as  recommended  by  Mousson,  ina}T 
|  amount  to  0‘7  degree.  Wti  liner’s  value  for  s/ Ii'k  is  also  variable. 

F.  S.  K. 

Experimental  Determination  of  the  Ratio  of  the  Specific 
Heats  in  Superheated  Steam.  By  B.  Cohbn  (Ann.  Phys.  Chem. 
f[2],  37,  628 — 633). — From  the  velocity  of  sound  in  superheated 
steam,  the  ratio  of  the  specific  heats  k  was  determined  by  a  method 
similar  to  that  used  by  Strecker  in  tbe  case  of  chlorine,  bromine,  and 
iodine.  The  mean  value  for  k  thus  found  was  1*287.  the  temperature 
varying  from  144°  to  300°  ;  between  these  temperatures  no  change  in 
'the  constancy  of  k  being  observed.  From  the  equation  of  Clausius 
,for  the  relation  between  volume,  pressure,  and  temperature  in  any 
i  vapour,  the  values  of  k  for  other  temperatures  can  be  calculated,  and 
such  a  calculation  gives  a  value  of  1‘333  at  95°,  agreeing  with  that 
found  by  Jaeger  (Abstr.,  1889,  460)  and  other  observers.  The 
author  does  not,  however,  place  reliance  in  such  a  calculation,  as  the 
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Clausius  equation  is  no  longer  truly  applicable  to  superheated 
vapours.  H.  C. 

Animal  Heat  and  the  Heat  of  Formation  and  Combustion 
of  Urea.  By  Berthe  lot  and  P.  Petit  ( Gompt .  rend.,  109,  759 — 764). 

— The  combustion  of  urea  was  readily  effected  in  the  calorimetric 
bomb,  the  beat  of  combustion  for  1  gram  being  2530' 1  Cals.,  or 
C0(XH2)2  +  02  =  C02  gas  +  X2  gas  +  2H20  liquid,  develops 
+  151‘S  Cals,  at  constant  volume,  or  +  15P5  Cals,  at  coustnnt  pres¬ 
sure.  The  formation  of  solid  urea  from  carbon  (diamond)  and  its 
gaseous  constituents  liberates  +  80*8  Cals.  The  beat  of  dissolution  ; 
at  about  11°  is  — 3'58  Cals.,  and  hence  the  beat  of  formation  in  solu-  i 
tion  in  water  (or  urine)  is  +  77*2  Cals.,  and  its  beat  of  combustion 
+ 100  9  Cals. 

Tbe  formation  of  solid  urea  and  liquid  water  from  carbonic  1 
anhydride  and  ammonia  would  liberate  +31*1  Cals.,  and  tbe  forma¬ 
tion  of  tbe  dissolved  compound  from  dissolved  carbonic  anhydride 
and  dissolved  ammonia,  would  liberate  +4*3  Cals.  The  formation  of 
urea  from  ammonium  carbonate  (both  in  solution)  would  absorb 
—  6'4  to  —8*0  Cals.,  and  hence  this  change  does  not  take  place 
directly,  but  tbe  reverse  change  liberates  +6'4  to  +8'0  Cals.,  and  i 
hence  readily  occurs  under  favourable  conditions.  Tbe  conversion  of  ' 
ammonium  cyanate  into  urea  liberates  about  +7*1  Cals.  Tbe  com¬ 
plete  combustion  of  urea  liberates  11*8  Cals,  less  than  tbe  combustion  ( 
of  its  constituents,  if  they  were  in  tbe  free  state,  but  this  complete 
oxidation  only  takes  place  under  exceptional  conditions.  It  seems, 
in  fact,  that  nitrogen  in  the  form  of  amido-compounds  oxidises  with 
much  greater  difficulty  than  carbon  and  hydrogen,  is  capable  of  being 
converted  into  ammonia,  and  when  introduced  into  the  organism  in 
tbe  form  of  food,  is  excreted  again  with  a  very  small  loss  of  its 
energy.  C.  H.  B. 

Specific  Gravity  Apparatus.  By  BAiLiiAcnE  and  Commelin  I 
{Bull.  Soc.  Chim.  [3],  2,  196 — 198). — This  apparatus  is  intended  for 
the  determination  of  the  volume  of  vegetable  products,  such  as  fruits, 
roots,  &c.  By  means  of  an  iron  plunger,  tbe  substance  is  kept  im¬ 
mersed  under  the  surface  of  mercury,  contained  in  a  vessel  communi¬ 
cating  by  a  (J-tube  with  a  cylinder  containing  tbe  same  metal  above 
the  surface  of. which  is  placed  coloured  alcohol;  any  displacement  of 
mercury  in  tbe  former  vessel  causes  tbe  alcohol  to  enter  an  upright 
narrow,  calibrated  tube,  and  thus  the  volume  of  tbe  mercury  displaced, 
and  consequently  that  of  tbe  substance,  is  determinable.  I 

T.  G.  X. 

Dissociation  of  Salts  containing  Water,  and  the  Constitution 
of  the  Combined  Water.  By  W.  Muller-Erzbacii  ( Ber .,  22, 
3181 — 3182). — Tbe  author  gives  a  list  of  salts  containing  water  of 
crystallisation;  those  molecules  of  water  which  show  a  greater 
tension  being  placed  in  tbe  table  to  tbe  right  and  separated  by  a  i 
+  sign.  I 
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Xa,nr04  +  2n,0  +  511,0  +  5H..O, 
XaT'O,  +  H,0  ■*.  911,0,' 

Xa2B407  +  5H,0  +  5H,0, 

Xu,S04  +  1011,0, 

MgS04  +  H,0  +  5H,0  4  11,0, 
XiS04  +  H,0  +  511,6  +  11,6, 

CoS04  +  H,0  +  5H,0  +  ILO, 

FeS04  +  11,0  +  311,0  +  311,0, 
ZnS04  +  H.'O  +  11,6  +  511,6, 
CuS04  +  H20  +  H,6  +  11,0  +  2H,0, 
MnS04  +  H,0  +  H,0  +  311,0, 

CaCl,  +  H,0  +  H,0  +  2H20  4  2H,0, 
MgCL  +  4H,0  +*2H,0,# 

CoCL*  +  2H20  +  4H,0, 

NaBr  4  4H,0, 


MnCl,  +  II20  4  H,0, 

BaCl2'+  11,0  •+  11,6, 

XuS,03  +  2 1I20  +  311,0, 

PbC4H604  +  3H,0, 

XaC,H30,  +  3H*0, 

CaX,06  +  2H.0  +  H,0  (?), 

C<aX,06  4  4H..0, 

CaX206  +  211,0  4  H20, 

ZiiX2Od  +  311,0  +  HO  4  H»0, 
AlK(S04),  3H20  +  9H,0,  ' 

AI(XII4)(S04),  4  3H,0  4  9IT,0, 
AlXa(S04),  4  011,0  4  GH20, 
CrIv(S04I,  4  OH,0  4  6H,0. 

BaII,0,  4*II20  4  II20  4  511,0  4  11,0, 
SrII,0,  4  H,0  4  6H,0  4  H20. 


#  Only  decomposed  to  MgCl,  4  411,0. 


In  the  case  of  copper  sulphate,  the  second  and  third  molecules  of 
water  cannot  be  separated  in  this  way  at  temperatures  above  40°. 

F.  S.  K. 

Osmosis  with  Living  and.  Dead  Membranes.  By  E.  W.  Keid 
(Brit.  Med.  J.,  1890,  i,  165 — 167). — See  this  vol.,  p.  277. 


Specific  Volume  of  Aqueous  Vapour.  By  C.  Dieterici  (Ann. 
Phys.  Chem.  [2],  38,  1 — 26). — This  paper  deals  with  the  deter¬ 
mination  of  the  specific  volume  of  water  vapour  saturated  at  0°. 
The  author  has  previously  determined  the  heat  of  vaporisation  of 
water  at  0°,  which  is  590’S  cal.  per  gram,  and  now  employs  this 
quantity  to  determine  the  weight  of  water  converted  into  vapour 
at  0°,  and  occupying  a  certain  known  volume.  With  the  ice  calori¬ 
meter,  as  small  a  quantity  of  heat  as  0'06  cal.  is  still  measurable, 
and  therefore,  although  at  0°  a  volume  of  5  litres  would  only  con¬ 
tain  25  milligrams  of  saturated  water  vapour,  this  weight  can  be 
determined  by  the  above  method  to  within  0'2  per  cent.,  the  error  of 
a  direct  weighing  being  about  4  per  cent.  The  only  other  serious 
source  of  error  is  in  the  condensation  which  takes  place  ou  the  surface 
I  of  the  glass,  which  is  particularly  marked  if  the  vessel  which  is  to 
contain  the  vapour  is  exhausted  as  far  as  possible.  This  error  is  very 
materially  reduced  by  selecting  a  glass  of  as  insoluble  a  variety  as 
possible,  boiling  well  with  water  to  remove  alkali,  and  allowing  a 
small  quantity  of  air  to  remain  in  the  exhausted  vessel. 

The  results  show  that  water  vapour  saturated  at  0°  obeys  Gay- 
Lussac’s  law  for  perfect  gases  down  to  the  saturation  point.  The 
density  of  the  vapour  is  0'0u48S56  milligram  /  c.c.,  and  therefore  the 
specific  volume  at  0  °is  204'68  c.c.  /  milligram.  Since  water  vapour 
saturated  at  0°  behaves  like  a  perfect  gas,  the  density  corresponds  with 
that  which  might  be  deduced  from  Avogadro’s  law.  The  pressure 
which  it  exercises  may,  therefore,  be  calculated,  and  is  found  to  be 
4’619  mm.  The  above  numbers  are  correct  to  within  0'5  per  cent. 

H.  C. 

Molecular  Constitution  of  Isomeric  Solutions.  By  G.  Gore 
(Phil.  Mug.  [5],  28, 289—303  ;  compare  Abstr.,  1SS9.  90,  200,  201,  665, 
and  810). — The  author  examines  by  means  of  the  voltaic  balance  the 
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distribution  of  base  when  equivalent  quantities  of  sulphuric  and  nitric 
acids  and  sodium  hydroxide  are  brought  together.  According  to  the 
researches  of  J.  Thomsen,  the  final  result  is  the  same  whether  sodium 
sulphate  is  added  to  nitric  acid  or  sodium  nitrate  to  sulphuric  acid,  or 
sodium  hydroxide  to  mixed  nitric  and  sulphuric  acids.  The  author 
has  examined  the  voltaic  energies  of  two  mixtures,  one  A,  consisting 
of  Na2S04  +  2HX03,  the  other  B,  consisting  of  2XaX03  +  H2S04. 

The  general  results  of  the  investigation  are  that  the  solution  B  pro-  | 
ceeds  at  once  to  the  final  distribution  of  soda  between  the  acids  (frds  I 
of  the  soda  to  the  nitric  acid  and  ^rd  to  the  sulphuric  acid),  whilst  j 
the  solution  A,  if  very  ddute  or  mixed  at  a  low  temperature,  shows  a  I 
voltaic  energy  approaching  that  of  its  separate  constituents,  and  that  1 
it  is  only  after  a  very  considerable  lapse  of  time  or  after  a  short  ebulli-  1 
tion  that  it  approximates  to  the  value  found  for  B.  further,  it  has 
been  found  that  a  number  of  molecular  compounds  of  the  acids  and  salts 
with  one  another  are  formed  when  A  is  first  prepared.  Hence  the  ' 
order  of  mixing  has  a  considerable  influence  on  the  voltaic  energy  of 
the  freshly  prepared  solution.  In  the  solution  B,  the  evolved  nitric 
acid  probably  unites  with  an  equivalent  quantity  of  the  free  sulphuric 
acid.  Loss  of  voltaic  energy  does  not  necessarily  involve  loss  of  thermal 
energy,  since  the  solution  A  absorbs  heat  when  mixed,  whilst  B 
develops  heat  (Thomsen),  both  changes  being  accompanied  by  loss  of 
voltaic  energy.  H.  K.  T. 


Inorganic  Chemistry. 


Density  of  Fluorine.  By  H.  Moissax  (Comjyt.  rend.,  109, 

861 — 864). — Fluorine  was  obtained  by  electrolysis,  as  before,  but  a 
larger  apparatus  was  used,  and  in  order  to  purify  tlie  gas  completely 
from  hydrogen  fluoride,  it  was  passed  through  a  platinum  werm  I 
cooled  to  — 50°  by  means  of  methyl  chloride,  and  then  through  a 
platinum  tube  containing  anhydrous  sodium  fluoride,  which  combines 
with  hydrogen  fluoride  with  great  energy.  The  sodium  salt  is  far 
preferable  to  the  potassium  salt,  because  it  is  not  hygroscopic. 

The  pure  fluorine  was  collected  in  platinum  flasks  of  about  100  c.c. 
capacity,  which  had  been  previously  filled  with  nitrogpn.  After  being 
weighed,  the  fluorine  was  brought  in  contact  with  water,  and  the 
evolved  gases  were  measured  and  analysed,  a  correction  being  made 
for  any  nitrogen  which  had  not  been  displaced. 

The  mean  sp.  gr.  found  was  l-265,  whilst  the  value  calculated  from 
F  =  19  is  1-316.  C.  H.  B. 

Autoxidation.  By  M.  Traube  (Ber.,  22,  30-57 — 3062;  compare 
Abstr.,  1889,  937). — A  reply  to  Hoppe-Seyler  (Abstr.,  1889,  1106) 
The  author  is  satisfied  that  he  has  proved  that  nascent  hydrogen  in 
presence  of  oxygen  molecules  has  not  a  powerful  oxidising  action,  as 
stated  by  Hoppe-Seyler,  and  also  that  the  oxidising  action  of  palladium  I 
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hydride  cannot  be  attributed  to  nascent  hydrogen.  lie  criticises 
Hoppe-Seyler’s  remarks  very  severely,  and  concludes  by  expressing 
the  hope  that  his  part  in  the  discussion  on  antoxidation  with  Hoppe- 
Seyler  may  be  ended.  F.  S.  K. 

Hydrogen  Arsenide  and  Antimonide.  By  0.  Bruxx  (Ber., 
22,  3202 — 3207). — Hydrogen  arsenide  and  hydrogen  sulphide  do  not 
act  on  one  another  in  absence  of  air  at  the  ordinary  temperature, 
either  in  the  gaseous  condition  or  in  aqueous  solution,  even  on  ex¬ 
posure  to  direct  sunlight.  The  admission  of  air  quickly  causes  in  both 
cases  a  precipitate  of  arsenious  sulphide.  It  has  been  previously 
observed  that  hydrogen  arsenide  is  itself  acted  on  by  air  or  oxygen, 
with  formation  of  a  black  powder.  An  examination  of  this  product 
■  has  shown  that  its  composition  varies  with  the  amount  of  air  present, 
the  gas  being  first  oxidised  to  solid  hydrogen  arsenide,  and  then,  if 
there  be  sufficient  oxygen,  to  metallic  arsenic.  The  above-mentioned 
formation  of  arsenious  sulphide  is,  therefore,  probably  preceded  by 
i  the  formation  of  arsenic. 

If  the  mixture  of  hydrogen  arsenide  and  sulphide  is  heated,  sepa- 
,  ration  of  arsenious  sulphide  commences  at  about  230°.  Separate  ex- 
'  periments  with  hydrogen  arsenide  show  that  the  latter  commences  to 
i  dissociate  at  230°,  and  that  in  this  case  also  the  formation  of  arsenious 
>  sulphide  is  a  secondary  reaction. 

I  Hydrogen  antimonide  is  at  once  decomposed  by  hydrogen  sulphide, 

:  even  in  absence  of  air  and  light.  On  heating  the  former  gas  alone, 

|  dissociation  commences  at  about  150°.  The  author  proposes  to  make 
!  use  of  this  fact  for  the  detection  of  traces  of  antimony’  occurring 
j  together  with  arsenic,  in  other  gases,  such  as  hydrogen.  For  this 
j  purpose  the  gases  are  passed  through  a  tube  0’S — TO  metre  in  length, 
and  heated  by’  a  liquid  boiling  at  208 — 210°.  No  arsenic  whatever 
is  deposited,  and  the  antimony’  mirror  may  be  further  examined  by’ 
the  usual  methods.  H.  G.  (J. 

I  Combination  of  Sodium  and  Potassium  with  Ammonia. 

'  By’  A..  Joaxxis  ( Govrpt .  rend.,  109,  900 — 902). — When  one  equivalent 
I  of  the  alkali  metal  is  brought  in  contact  with  20  equivalents  of  liquid 
j  ammonia,  and  the  ammonia  gas  is  afterwards  removed,  its  pressure 
i  rapidly  diminishes.  At  a  certain  point,  the  pressure  becomes  constant ; 
in  the  case  of  sodium  the  pressure  was  1700  mm.  at  0°,  and  the  com¬ 
position  of  the  mixture  Na  +  5'3XH,j.  The  exact  composition  varies 
with  the  temperature,  notwithstanding  the  constancy’  of  the  pressure, 
and  hence  the  product  in  the  tube  is  not  a  definite  compound.  When 
a  further  quantity  of  the  gas  is  removed,  a  solid  substance,  with  an 
intense  copper-red  colour  is  left,  and  the  constant  pressure  observed 
may  be  regarded  as  the  vapour  pressure  of  liquid  ammonia  saturated 
with  this  solid.  When  only  one  molecule  of  ammonia  is  present  for 
each  atom  of  metal,  no  trace  of  liquid  remains,  and  if  still  more 
ammonia  is  removed,  the  free  sodium  or  potassium  alone  remains,  and 
as  this  decomposition  takes  place  at  a  constant  pressure.it  maybe  re¬ 
garded  as  true  dissociation.  Careful  experiments  gave  0'99  equivalent 
as  the  inferior  limit,  and  IT  equivalent  as  the  superior  limit  of  the 
quantity’  of  ammonia  combined  with  one  atom  of  the  alkali  metal,  and 
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it  may  therefore  be  taken  that  the  solid  residue,  which  the  author 
calls  potassammoniam  or  sodammonium ,  has  the  composition  NH3K  or 
NH3Na.  C.  H.  B. 

Thiosulphates.  By  A.  Focic  and  K.  Kluss  ( Ber .,  22,  3096 — 3101),  > 

— Potassium  thiosulphate,  3K2S203  +  H20,  separates  in  colourless, 
prismatic  crystals  when  an  aqueous  solution  of  the  salt  is  evaporated 
over  sulphuric  acid,  and  when  the  mother  liquors  are  kept  over  sul¬ 
phuric  acid  for  some  time  longer  the  salt  separates  in  large,  rhombic 
crystals,  with  5  mols.  H..0  ;  these  results  agree  with  those  previously 
obtained  by  Rammelsberg,  Kessler,  and  Bopping. 

Lithium  thiosulphate,  Li2S203  3H20,  crystallises  in  large,  colour 

less,  very  deliquescent  needles,  and  is  soluble  in  alcohol ;  when  heated, 
it  is  decomposed  into  lithium  sulphate  and  lithium  sulphide.  1 

Ammouium  thiosulphate,  (NH^SoCb,  separates  in  anhydrous,  | 
colourless  plates  when  an  aqueous  solution  of  the  salt  is  evaporated  | 
over  sulphuric  acid  ;  Rammelsberg  found  that  the  salt  crystallised  i 
with  1  mol.  HoO.  P.  S.  K.  i 

Allotropic  Forms  of  Silver.  By  M.  C.  Lea  ( Amer .  J.  Sci.  [3],  i 
37,476 — 491  ;  and  38, 47 — 50,  and  129). — The  author  considers  that 
his  own  researches  have  established  the  existence  of  silver  sub¬ 
chloride,  although  the  experiments  of  Newbury,  Muthmann, 
v.  Pfordten,  and  others,  have  shown  that  there  is  at  present  no  evi¬ 
dence  of  the  existence  of  a  silver  sub- oxide,  Ag40.  He  points  out 
that  the  fact  that  a  substance  will  not  pass  through  a  dialyser  merely 
proves  that  it  is  colloidal  and  not  that  it  is  not  in  solution.  Further, 
many  substances  which  undoubtedly  form  true  solutions  are  carried 
down  by  gum  when  the  latter  is  added  to  the  liquid  and  then  pre¬ 
cipitated  by  addition  of  alcohol.  The  products  described  in  these 
papers  differ  from  those  obtained  by  v.  Pfordten  in  that  they  readily  ) 
amalgamate  with  mercury  and  evolve  no  gas  when  treated  with 
dilute  sulphuric  acid. 

Silver  can  exist  in  three  allotropic  forms,  or  more  probably  in  I 
three  modifications  of  the  same  form,  the  differences  between  the  three  I 
being  less  than  their  differences  from  normal  silver.  They  difler  in 
colour  and  other  physical  properties,  and  in  chemical  activity  ;  they 
probably  represent  an  active  condition  of  silver  of  which  the  ordinary 
metal  is  a  polymeride.  The  three  modifications  are  as  follows: — 

A.  Soluble  allotropic  silver,  which  forms  a  deep-red  solution,  is  matt 
black,  blue,  or  green,  when  solid  and  moist,  and  brilliant  metallic 
bluish-green  when  dry. 

B.  Insoluble  allotropic  silver,  derived  from  the  preceding  modifica¬ 
tion,  dark  reddish-brown  when  moist,  and  brilliant  metallic  bluish- 
green,  like  A,  when  dry. 

C.  Gold-like  allotropic  silvn •,  dark-bronze  coloured  when  moist,  but 
like  burnished  gold  when  dry.  No  soluble  modification  of  this  form 
seems  to  exist,  but  a  copper-coloured  variety  is  produced  under 
certain  conditions. 

All  three  modifications  have  certain  properties  in  common.  When 
dry  they  are  very  friable  and  are  readily  reduced  to  an  impalpable 
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powder,  differing’  markedly  in  this  respect  from  normal  silver.  Their 
most  striking  property,  however,  is  their  power  of  drying  with  their 
particles  in  optical  contact,  and  if  spread  while  moist  on  paper  or 
glass,  they  form  mirrors  of  great  perfection  and  beauty  when  dry. 
If  these  films  are  treated  with  solutions  of  the  haloids,  ferric  chloride, 
or,  best  of  all,  sodium  hypochlorite,  very  beautiful  interference 
colours  are  obtained.  The  phenomena  are  quite  different  from  those 
obtained  with  normal  silver  leaf  under  the  same  conditions.  Very 
dilute  mineral  acids  and  moderately  dilute  acetic  acid  immediately 
convert  allotropic  silver  into  grey  normal  silver  without  the  evolution 
of  any  trace  of  gas. 

A.  Soluble  allotropic  silver  is  obtained  by  the  action  of  con- 
»  cent  rated  solutions  of  ferrous  citrate  ora  mixture  of  ferrous  sulphate 
and  sodium  citrate  on  a  concentrated  solution  of  a  silver  salt.  If  the 
I  solutions  are  not  very  concentrated,  a  deep-red  liquid  is  formed  which 
[  may  remain  transparent  for  some  time  or  may  gradually  deposit  a 
black  precipitate.  Concentrated  solutions  should  be  used,  the  fol¬ 
lowing  proportions  being  found  to  give  the  best  results.  A  mixture 
■  of  2u0  c.c.  of  a  30  per  cent,  solution  of  ferrous  sulphate  and  280  c.c. 
of  a  40  per  cent,  solution  of  sodium  citrate  was  added  at  once  to 
200  c.c.  of  a  10  per  cent,  solution  of  silver  nitrate.  The  liquid,  which 
immediately  becomes  black,  is  vigorously  agitated  for  several  minutes, 
allowed  to  remain  for  10  to  15  minutes,  and  the  liquid  then  decanted. 
A  large  quantity  of  a  lilac-coloured  precipitate  remains,  but  alters 
slowly  even  in  contact  with  the  mother  liquor,  and  when  it  is  drained 
the  colour  changes  almost  immcdiateljr  to  deep  blue.  It  may  be 
washed  with  a  solution  of  sodium  or  ammonium  citrate,  sulphate,  or 
nitrate,  preferably  ammonium  nitrate,  because,  although  completely 
soluble  in  pure  water,  it  is  quite  insoluble  in  presence  of  5  to  10  per 
cent,  of  these  salts.  A  good  plan  is  to  add  sufficient  water  to  dis¬ 
solve  nearly  the  whole  of  the  precipitate  and  then  sufficient  am¬ 
monium  nitrate  to  reprecitate  it.  The  substance  gradually  changes 
whilst  being  washed  and  becomes  less  and  less  soluble.  After  wash¬ 
ing  seven  or  eight  times  in  the  manner  described,  it  wTas  washed  with 
alcohol  of  95  per  cent,  to  remove  ammonium  nitrate  and  then 
analysed  :  it  contained  97'27  per  cent,  of  silver  and  the  filtrate  from 
the  silver  chloride  precipitate  contained  only  ferric  citrate.  It 
retains  water  even  after  prolonged  exposure  in  a  dry  vacuum,  but 
becomes  anhydrous  at  100°;  at  low  redness  it  gives  off  small  quanti¬ 
ties  of  carbonic  anhydride,  but  no  trace  of  either  hydrogen  or  oxygen. 
These  determinations  were  made  after  the  substance  had  become 
insoluble,  and  hence  it  seemed  possible  that  while  in  solution  it 
might  be  combined  with  citric  acid.  Determinations  of  the  silver 
and  citric  acid  in  a  solution  of  the  purified  substance  (which  was 
proved  by  optical  examination  to  form  a  true  solution)  gave  the  ratio 
of  silver  to  citric  acid  in  one  case  as  55 ’63  :  1  and  in  another  193’7  :  1, 
results  which  show  that  the  proportion  of  citric  acid  is  variable  and 
is  always  very  small.  Some  of  the  purified  precipitate  was  dried  at 
100°,  mixed  with  water,  and  again  evaporated  to  dryness;  all  the 
silver  separated  as  grey  normal  silver  and  the  liquid  was  quite 
neutral.  If  a  perfectly  neutral  iron  solution  is  used  in  the  prepara- 
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tion  of  the  substance,  the  liquid  after  reduction  is  either  neutral  or 
very  faintly  acid.  If  a  solution  of  the  purified  lilac  precipitate  is 
mixed  with  a  neutral  solution  of  magnesium  sulphate,  the  insoluble 
form,  which  consists  of  almost  pure  silver,  is  thrown  down,  but  the 
liquid  remains  quite  neutral.  Possibly  the  silver  is  in  combination 
with  some  neutral  substance  derived  from  citric  acid,  but  if  so,  it 
must  be  some  entirely  new  compound.  Ballo  has  observed  that  the 
action  of  ferrous  salts  on  tartaric  acid  produces  a  neutral  substance 
of  the  same  composition  as  arabin,  Cell^O*.  The  change  which  the 
lilac  precipitate  undergoes  during  purification  and  washing  is  indi¬ 
cated  by  changes  of  colour,  and  the  constitution  of  the  lilac  pre¬ 
cipitate  whilst  under  the  mother  liquor  is  still  doubtful.  If  the 
precipitate  is  spread  on  paper,  it  is  blood  red  while  moist,  blue  with 
metallic  lustre  when  half  dry,  and  matt  blue  when  quite  dry.  If  ' 
dried  in  lumps,  the  colour  and  lustre  vary  considerably.  i 

B.  Insoluble  allotropic  silver  is  obtained  from  the  preceding  form 
by  spontaneous  change  or  by  the  action  of  certain  salts.  Alkaline 
sulphates,  nitrates,  and  citrates  precipitate  soluble  allotropic  silver 
from  its  solutions,  but  it  still  remains  soluble.  Magnesium,  copper, 
iron,  and  nickel  sulphates,  potassium  dichromate,  potassium  ferrocya- 
nide,  barium  nitrate,  and  silver  nitrate  all  precipitate  it  in  an  insoluble 
form.  The  soluble  precipitate  is  blue  or  bluish-black  ;  the  insoluble  1 
form  is  brown  and  continually  darkens  while  being  washed.  Am¬ 
monia  dissolves  the  insoluble  modification  ;  sodium  borate  and  alkaline 
sulphates  reconvert  it  into  a  soluble  form,  different  however  from  1 
the  original.  With  a  dilute  solution  of  sodium  borate,  a  brown  solu¬ 
tion  is  obtained  ;  with  sodium  or  potassium  sulphate,  a  yellow-red 
solution;  with  ammonium  snlphate,  a  red  solution.  If  concentrated 
solutions  of  these  salts  are  used,  the  change  into  the  soluble  form 
takes  place,  but  the  substance  does  not  dissolve  until  the  salt  has 
been  washed  away  by  pure  water.  Sodium  nitrite  added  to  a  solu¬ 
tion  of  the  soluble  form  partially  couverts  it  into  normal  silver  and 
renders  it  quite  insoluble  even  in  ammonia.  In  one  case  the  insoluble 
variety  became  spontaneously  soluble  and  formed  a  rose-red  solution. 

In  another  case  it  separated  very  slowly  and  spontaneously  from  a 
solution  in  the  form  of  short,  black  needles  and  thin  prisms,  which 
lost  their  crystalline  form  in  contact  with  pure  water  but  did  not 
dissolve;  it  dried  with  a  green,  metallic  lustre.  It  seems  that  pure 
water  tends  to  produce  a  colloidal  form,  whether  soluble  or  insoluble, 
whilst  salts  tend  to  produce  a  crystalline  form. 

Analysis  showed  that  the  insoluble  allotropic  silver  contained  97'96 
per  cent,  of  the  metal,  the  remainder  being  ferric  citrate.  It  retains 
water  in  a  vacuum  but  becomes  anhydrous  at  100°. 

When  spread  in  the  moist  state  over  paper,  it  forms  a  green  film 
with  a  biilliant  metallic  lustre.  The  green  is  a  mixture  of  blue  and 
yellow,  one  or  the  other  predominating  according  to  the  direction  of 
the  illumination.  The  yellow  is  polarised  in  the  plane  of  incideuce, 
and  the  blue  in  a  direction  normal  to  that  plane.  All  the  products 
were  more  or  less  yellow,  but  the  proportion  of  blue  light  varied  con¬ 
siderably  and  is  less  the  more  prolonged  the  washing  of  the  pre- 
cipitate.  If  some  of  the  substance  is  precipitated  by  means  of 
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magnesium  or  aluminium  sulphate  and  is  spread  on  paper  without 
washing,  the  dry  film  has  the  appearance  of  a  highly  lustrous,  bright- 
blue  metal.  When  the  moist  substance  is  spread  on  glass,  it  forms 
very  perfect  mirrors  when  dry. 

C.  Gold-like  allotropic  silver  is  obtained  by  the  reduction  of  silver 
tartrate  by  ferrous  tartrate  in  dilute  solutions,  but  the  permanency  of 
the  product  depends  on  the  details  of  the  preparation  and  is  greater 
the  more  completely  air  and  light  are  excluded  from  the  dry  sub¬ 
stance.  The  following  method  gives  a  permanent  product  : — a 
mixture  of  107  c.c.  of  a  30  per  cent,  solution  of  ferrous  sulphate, 
200  c.c.  of  a  20  per  cent,  solution  of  sodium-potassium  tartrate, 
and  800  c.c.  of  water  is  added  gradually,  and  with  constant 
stirring,  to  a  mixture  of  200  c.c.  of  a  10  per  cent,  solution  of  silver 
nitrate,  200  c.c.  of  the  solution  of  the  alkaline  tartrate,  and  8(>0  c.c. 
of  water.  The  precipitate  is  at  first  red,  but  changes  to  black,  and 
when  washed  on  the  filter  becomes  bronze-coloured.  If  dried  in 
lumps  or  in  films  on  paper  or  glass,  it  has  the  colour  and  lustre  of 
burnished  gold.  On  glass  it  forms  very  perfect  mirrors.  It  is  very 
permanent  when  dry,  but  more  liable  to  change  while  moist,  and 
forms  a  copper-coloured  variety,  which  however  is  still  bright  and 
permanent.  While  washing,  it  is  important  to  keep  the  filter  full  of 
water.  This  modification  contains  97‘S  to  98'75  per  cent,  of  silver, 
the  remainder  being  ferric  tartrate. 

The  specific  gravities  of  B  and  C  were  determined  after  they  had 
been  left  under  water  in  a  vacuum  for  a  long  time;  sp.  gr.  of  in¬ 
soluble  allotropic  silver  =  958;  sp.gr.  of  gold-like  allotropic  silver 
=  8-51.  The  sp.gr.  of  normal  silver  is  10 -5,  and  that  of  finely  divided 
precipitated  silver  1062. 

At  100°,  a  bluish-green  film  of  B  acquired  a  superficial  bri  ght- 
yellow  colour,  and  a  film  of  C  under  the  same  conditions  became 
superficially  blue,  but  these  changes  were  confined  to  the  surfaces. 

All  three  modifications  are  affected  by  light;  A  and  B  become 
brown  after  some  hours,  and  the  coppery  modification  of  C  becomes 
bright-yellow.  A  very  bright  bluish-green  modification  of  B  ob¬ 
tained  by  rapid  and  short  washing  acquired  the  colour  of  gold  after 
one  day’s  exposure  to  sunlight;  samples  which  have  been  well  washed 
yield  a  matt  film  on  paper  and  become  brown  when  exposed  to  light. 

The  gold-like  modification  acquires  a  somewhat  purer  yellow 
colour  when  exposed  to  light  in  absence  of  moisture,  but  in  presence 
of  moisture  3  or  4  days  exposure  to  sunlight  changes  it  into  white 
normal  silver  of  great  beauty.  Moisture  alone  tends  to  dai’ken  its 
colour.  It  is  interesting  to  note  that  organic  compounds  of  silver 
always  yield  grey  or  black,  lustreless  products  when  exposed  to  light. 

The  modifications  A  and  B  are  obtained  by  the  reduction  of  silver 
citrate  by  ferrous  citrate,  and  C  by  the  reduction  of  silver  tartrate  by 
ferrous  tartrate.  No  similar  results  are  obtained  by  the  action  of 
ferrous  oxalate  on  silver  oxalate.  C.  H.  B. 

Action  of  Light  on  Silver  Chloride.  By  R.  Hitchcock 
(Avier.  Chem.  J.,  11,  474 — 480) . — Finely  divided  precipitated  silver 
chloride  was  allowed  to  settle  on  microscopic  cover  glasses, 
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carefully  washed,  and  dried  in  a  desiccator.  In  this  way  the 
thin  glass  slips  are  obtained  covered  with  a  very  thin,  semi-trans¬ 
parent  layer  of  silver  chloride.  They  were  then  weighed,  placed  in 
a  tube  through  which  a  current  of  pure  hydrogen  was  passing,  and 
exposed  to  sunlight,  the  chlorine  which  was  liberated  being 
absorbed  in  silver  nitrate  solution  and  afterwards  weighed.  The 
glass  slips  with  the  silver  chloride  were  weighed  after  the  experi¬ 
ment.  The  loss  of  weight  varied  from  0'042  to  0'049  gram  per 
gram  of  silver  chloride  ;  the  chlorine  absorbed  by  the  silver  nitrate 
was  very  slightly  smaller  in  quantity  than  the  loss  in  weight  of  the 
silver  chloride.  In  one  case  the  product  gave  up  a  considerable  pro¬ 
portion  of  silver  when  heated  with  dilute  nitric  acid,  and  hence  it 
would  seem  that  decomposition  had  gone  so  far  that  the  protective 
action  of  the  unaltered  silver  chloride  had  to  a  gi’eat  extent  been 
eliminated.  C.  H.  B. 

Zinc  Hydrosulphide.  By  V.  v.  Zotta  (Monatsh.,  10,  807 — 812). 
— The  author  finds,  contrary  to  the  statement  of  Thomsen  (Abstr., 
1879,  20G),  that  when  equivalent  quantities  of  zinc  sulphate  and 
an  alkaline  hydrosulphide  are  mixed,  the  precipitate  obtained  has  not 
the  formula  Zn(SH)2,  but  must  be  regarded  as  having  the  composi¬ 
tion  Zn3H,S4,  =  Zn(SH)2,2ZuS.  The  production  of  this  com¬ 
pound  explains  the  evolution  of  hydrogen  sulphide  which  takes  place 
on  adding  an  alkaline  hydrosulphide  to  zinc  sulphate;  for  the  com¬ 
pound  Z113H2S4  may  be  regarded  as  being  formed  from  3  mols.  of  the 
hydrosulphide  by  loss  of  2  mols.  of  hydrogen  sulphide.  Thomsen 
further  says  (loc.  cit.)  that  if  zinc  sulphate  is  treated  with  two  equiva¬ 
lents  of  sodium  hydrosulphide,  no  precipitate  is  produced,  but  the 
resulting  solution  is  slightly  opalescent ;  and  concludes  that  sodium 
hydrosulphide  behaves  towards  zinc  sulphate  in  precisely  the  same 
way  as  sodium  hydroxide.  The  author  in  repeating  this  experiment 
finds  that  about  20  per  cent,  of  the  sulphur  present  is  evolved  as 
hydrogen  sulphide,  but  that  long  continued  boiling  does  not  cause 
the  formation  of  a  precipitate.  If,  however,  a  mixture  of  zinc  sul¬ 
phate  with  four  times  its  equivalent  of  sodium  hydrosulphide  is 
made,  the  slightly  opalescent  solution  obtained  is  rendered  turbid  on 
boiling  for  a  few  minutes,  or  on  treatment  with  acids,  alkalis,  or 
certain  salts,  and  the  precipitate  is  identical  with  the  sulphide 
Zn:jH2S4,  mentioned  above.  Cf.  T.  M. 

Crystalline  Anhydrous  Zinc  Phosphate  and  Zinc  Arsenate. 

By  A.  nt;  Schultkn  (Bull.  Soc.  Chim.  [3],  2,  300 — 302). — Zinc 
cbloropbospliate  did  not  separate  from  the  solution  of  normal  tetra- 
hydrated  zinc  phosphate  in  fused  zinc  chloride,  but  rhombic  prisms 
of  anhydrous  zinc  phosphate  were  obtained  from  the  melt;  these 
have  a  sp.  gr.  of  3’ 998  at  15°,  and  melt  at  a  red  heat.  The  same  sub¬ 
stance  is  produced  by  heating  the  hydrated  salt  with  a  concentrated 
solution  of  zinc  chloride  in  sealed  tubes  at  250°. 

On  evaporating  to  dryness  arsenic  acid  solution  containing  excess 
of  zinc  chloride,  and  subsequently  fusing  the  product,  prismatic 
crystals  of  anhydrous  zinc  arsenate  were  obtained  having  a  sp.  gr.  of 
4-913  at  15°. 
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Hence,  zinc  differs  from  magnesium  and  cadmium  in  not  forming 
jhlorophosphatos  and  chlorarsenates  (compare  Abstr.,  1800,  11). 

T.  G.  N. 

Egyptian  Blue.  By  0.  Muhmiausbb  (Dingl.  pobjt .  272,  144). 
— This  blue  ]>igment  was  used  by  the  Homans  in  tbe  first  few 
centuries  of  the  Christian  era.  It  is  said  to  have  been  discovered 


by  Vitruvius  in  Alexandria,  who  prepared  it  by  intimately  mixing 
'finely  divided  sand  with  sodium  carbonate,  adding  copper  tilings  to 
the  mixture,  moistening  with  water,  moulding  into  balls,  drying,  and 
'heating  in  clay  pots  until  the  blue  colour  was  produced. 

|  Fouque  has  recently  examined  this  colouring  matter,  and  finds  that 
As  composition  is  that  of  a  double  silicate  of  calcium  and  copper, 
Ca0,Cn0,4Si02.  It  has  a  sp.  gr.  of  3'04,  and  crystallises  in  lamime 
belonging  to  the  dimetric  system.  The  crystals  exhibit  dichroism, 
flowing  a  pale-red  colour  when  viewed  by  reflected  light,  and  a  blue 
colour  when  tbe  light  is  transmitted.  The  blue  substance  resists  the 
action  of  most  chemical  agents,  and  this  fact  explains  tbe  perfect 
state  of  its  preservation  in  the  wall  paintings  executed  about  1900 
'years  ago.  According  to  Fouque,  its  preparation  may  lie  effected  at  a 
hright  red  heat  from  materials  devoid  even  of  traces  of  alkali.  At  a 
higher  temperature  the  blue  is  decomposed  into  cuprous  oxide, 
.wollastonite  and  a  light-green,  vitreous  mass;  tbe  higher  the  tempe¬ 
rature,  the  more  of  t lie  latter  is  formed,  until  eventual^  wollastonite 
disappears  entirely.  The  same  author  finds  the  method  described  by 
Vitruvius  applicable,  but  prefers  the  use  of  potassium  sulphate  as 
:flux. 


The  brightness  and  fastness  of  this  pigment,  the  fact  that  it  resists 
atmospheric  influences  and  is  not  affected  by  most  chemical  agents,  as 
jwell  as  the  facility  and  cheapness  of  production,  render  it  desirable 
that  its  manufacture  should  be  again  taken  up.  D.  B. 

I  Nature  of  Steel.  By  Kosmann  ( Dlngl .  polyt.  270,  190 — 192). 
(The  author  reviews  the  theories  of  Rinman,  Osmond  and  Worth, 
GVliiller,  Ledebur,  and  Baedeker,  respecting  tbe  state  in  which  carbon 
exists  in  steel.  Be  does  not  agree  with  the  assumption  that  carbon 
jexists  evenly  alloyed  with  iron  only  in  hardened  steel,  whilst  in 
^slowly-cooled  steel  it  is  dissolved  by  the  iron  in  the  form  of  the  com¬ 
pound  Fe:tC,  but  considers  that  in  rapidly-cooled  steel  the  carbon  is 
also  chemically  combined  with  the  iron.  D.  B. 

|  Synthesis  of  Double  Sulphides  of  the  Alkali  Metals  and  the 
Heavy  Metals.  By  H.  Brunner  (Client.  Ceu.tr.,  1889,  ii,  554—555  ; 
from  Arch.  sci.  phys.  nat.  Geneve,  22,  08 — 69). —  The  author  has  suc¬ 
ceeded  in  preparing  tbe  double  sulphides  of  sodium  and  tbe  metals  of 
the  iron-group  by  heating  the  oxalate  of  the  heavy  metal  with  sodium 
thiosulphate.  Sodium  iron  sulphide  crystallises  in  beautiful,  bronze- 
red  prisms;  chromium  sodium  sulphide  is  a  reddish-brown  mass; 
whilst  manganese  sodium ,  cobalt  sodium,  and  nickel  sodium  sulphides 
(form  lustrous,  yellow,  crystalline  masses,  readily  oxidised  on  exposure 
(to  tbe  air.  These  double  sulphides  are  also  formed  when  the  alkaline 
^carbonates  are  calcined  with  sulphur  and  the  oxalate  of  the  heavy 
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metal.  The  chromium  sodium  sulphide  is  also  obtained  by  heating  | 
the  double  oxalate  with  sulphur.  J.  YV.  L.  | 

I 

Niekeloxydiamine  Nitrite.  By  L.  Soret  and  F.  Robineatj  (Bull. 

Soc.  Ghim.  [3],  2,  138). — To  prepare  this  salt,  ammonia  solution  of 
sp.  gr.  0924  (3  kilos.)  and  sodium  nitrite  (1  kilo.)  are  added  to 
nickel  sulphate  (1  kilo.)  dissolved  in  boiling  distilled  water  (1  litre)  ; 
the  mixture  is  placed  aside  for  4 — 5  days,  and  the  resulting  crop  of 
crystals,  after  washing,  is  recrystallised  from  a  hot  ammoniacal 
solution.  Although  the  nickel  salt  used  contained  3  per  cent,  of 
cobalt,  the  crystals  of  niekeloxydiamine  nitrite  produced  were  abso¬ 
lutely  pure.  T.  Gr.  N. 

Double  Fluorides  of  Antimony.  By  G.  Stein  (Chem.  Zeit.,  13, 
357). —  By  evaporating  solutions  of  antimonions  fluoride  with 
lithium  chloride  or  fluoride,  the  respective  double  salts  SbF3,LiCl 
or  SbFa,LiF  are  obtained  ;  they  crystallise  in  hexagonal  tables  ;  both 
are  readily  soluble  in  water  without  decomposition,  the  former  being 
the  more  soluble  ;  the  solutions  have  a  slightly  acid  reaction.  Am-  * 
monia  precipitates  fioeeulent,  gelatinous  antimonious  oxide  from  these 
solutions  ;  whereas  the  known  double  fluorides  of  antimony  yield 
heavy  precipitates. 

In  mordanting  experiments  with  tannin-aniline  colours,  100  grams 
of  potassium  antimony  tartrate,  or  60  grams  of  lithium  antimony 
fluoride,  or  65  grams  of  lithium  antimony  chloride  -were  employed,  i 
and  the  results  obtained  as  regards  the  purity  and  beauty  of  colour 
were  of  equal  value. 

Antimony  fluoride  does  not  form  any  useful  double  salts  "with 
potassium,  sodium,  or  ammonium  thioeyanate ;  in  fact,  the  thio¬ 
cyanate  decomposes,  and  especially  with  ammonium  thioeyanate  the  1 
solution  of  the  double  salt,  when  strongly  evaporated,  gives  a  pre¬ 
cipitate  of  antimony  sulphide.  D.  A.  L. 

Antimonates.  By  F.  Ebel  (Ber.,  22,  3044 — 3045). — The  I 

author  has  prepared  the  following  compounds  by  adding  excess  of  i 
a  concentrated  solution  of  the  metallic  salt  to  a  boiling  aqueous 
solution  of  sodium  antimonate  (NavH2Sbs07  +  7H-.0)  : — Barium 
antimouate,  BaSOOc  +  5H,0  ;  Beryllium  antimonate,  BeSba06  + 
6H20  ;  silver  antimonate,  Ag2Sb206  -f  3H20  ;  copper  antimonate, 
CuSb206  +  5H20  ;  cadmium  antimonate,  CdSb206  +  6H20 ;  lead 
antimonate,  PbSbs06  +  5H20  ;  zinc  antimonate,  ZnSb206  -+-  5H20 ; 
manganese  antimonate,  MnSb>06  -+•  5H20;  amorphous  cobalt  anti¬ 
monate,  CoSb206  +  6H20  ;  the  crystalline  salt,  CoSb206  +  12H20; 
amorphous  nickel  antimonate,  NiSb206  +  6H20  ;  the  crystalline  salt, 
NiSb206  +  12H20  ;  the  ferric  salt,  Fe203,Sb205  -f  7H20 ;  and  the 
aluminium  salt,  Al203,Sb.05  +  9H20.  F.  S.  K. 

Behaviour  of  Bismuth  with  Sulphur  and  Selenium.  By  P. 

A.  v.  Sciiekpenberg  (Chem.  Gentr.,  1889,  ii,  643 — 644;  from  Mitt, 
pharm.  Inst.  Erlangen ,  2  Heft,  1 — 12).— The  author  has  not  succeeded 
in  preparing  a  higher  sulphide  of  bismuth  than  the  trisulphide,  I 
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although  an  oxvsulphide,  Bi2OaS,  is  formed  when  bismuth  pent- 
oxide,  suspended  in  boiling  benzene,  is  treated  with  dry  hydrogen 
sulphide. 

Attempts  to  prepare  double  sulphides,  similar  to  those  described  by 
Schneider  {Ann.  lJhys.  Ghent .,  91,  404),  but  with  a  larger  proportion 
[of  sulphur,  by  heating  the  pentoxido  with  concentrated  potassium 
hydrosulphide  solution  in  a  sealed  tube,  only  resulted  in  the  formation 
jf  the  lower  oxide.  If,  however,  the  pentoxide  is  fused  with  potassium 
polysulphide,  the  compound  Bi.S3.K2S  remains  as  a  crystalline  mass. 

With  selenium,  the  double  salt  Bi2Se3,K2Se  may  be  prepared  in  like 
manner.  J.  W.  L. 

,  Platinum  Tetrafluoride.  By  H.  Mo  is. sax  ( Compt .  rend.,  109, 
507 — 809). — Fluorine,  free  from  hydrogen  fluoride,  does  not  attack  pla- 
:inum  below  100°,  and  combination  does  not  take  place  readily  below 
r00 — 600°.  In  presence  of  hydrogen  fluoride,  the  reaction  takes  place 
;ar  more  easily,  even  in  the  case  of  liquid  hydrogen  fluoride  saturated 
with  fluorine.  Platinum  tetrafluoride  is  obtained  by  heating  a  bundle  of 
olatinum  wire  to  dull  redness  in  a  thick  platinum  tube  or  a  fluor-spar 
tube  through  which  a  current  of  fluorine  is  passed.  As  soon  as 
combination  is  complete,  the  product  is  transferred  to  a  perfectly  dry 
jmbe.  It  forms  a  deep-red,  fused  mass  or  chamois-yellow  crystals 
pesembling  anhydrous  platinum  tetrachloride,  is  extremely  hygro¬ 
scopic,  and  cannot  be  kept  for  a  long  time  even  in  a  wcll-corkt  d  and 
carefully-dried  tube.  When  thrown  into  a  small  quantity  of  water,  a 
rawnv  coloration  is  first  produced,  then  heat  is  rapidly  developed,  and 
lecompositiou  takes  place  with  formation  of  hydrogen  fluoride  and 
lydrated  platinum  dioxide.  Very  dilute  solutions  are  more  stable, 
lout  the  same  change  takes  place  immediately  if  the  liquid  is  heated. 
This  reaction  explains  Fremy’s  failure  to  obtain  platinum  tetra- 
luoride  by  the  action  of  hydrofluoric  acid  on  hydrated  platinum 
lioxide. 

When  platinum  fluoride  is  heated,  it  yields  fluorine  and  metallic 
blatinum,  the  latter  being  left  in  a  crystalline  form,  a  result  which 
supports  Daubree's  views  on  the  mineralising  effect  of  fluorine. 

C  H.  B. 
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Composition  of  Roumanian  Rock-salt.  By  Istrati  (7 lull.  Soc. 
P him.  [3],  2,  4 — 8). — This  mineral,  which  is  mined  in  the  Carpa- 
jhians,  contains  98 — 99"8  per  cent,  of  sodium  chloride.  Some  varieties 
iave  a  definite  odour" of  petroleum,  which  in  some  cases  is  contained 
|U  the  mineral  to  such  an  extent  that  explosions  have  occurred.  The 
/ariety  known  as  puturosa  ”  contains  as  much  as  117  c.c.  of  gases 
[>er  kilo.  ;  the  gas  obtained  from  Dolftana  salt  yielded  on  analysis 
per  cent,  of  unsaturated  hydrocarbons  and  19’0  percent,  of  oxygen, 
but  no  carbonic  anhydride.  T.  G.  N. 
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Kobellite  from  Colorado.  By  H.  F.  KAller  ( Zeit .  Kryst.  Min., 
17,  67 — 72). — This  mineral,  from  the  Silver  Bell  mine,  Ouray,  is 
fine-grained,  somewhat  fibrous,  and  exhibits  no  crystalline  form. 
It  has  a  sp.  gr.  of  6*334.  The  analj’ses  lead  to  the  formula 
2(PbAg2Cn2)S.(SbBi).>S3.  This  does  not  agree  with  Rammelsberg’s 
formula,  Pb3BiSbSc.  The  mean  of  four  analyses  was  as  follows  : — 

S.  Bi.  Sb.  Pb.  Ag.  Cu.  Fe.  Zn.  Gangue.  Total. 

18*30  28*40  7*55  36*16  3*31  2*69  1*50  0*39  0*45  98*74 

B.  H.  B. 

Aurichalcite.  By  A.  Belati  (Zeit.  Kryst.  Min.,  17,  113 — 127). — 
In  the  aurichalcite  of  Temperiuo,  Delessc  detected  the  presence  of 
calcium.  Other  chemists  regard  this  as  merely  a  mechanical  im¬ 
purity  in  the  material  analysed,  and  believe  that  aurichalcite  is 
nothing  more  than  a  compound  of  copper  and  zinc  hydrated  carbon¬ 
ates.  Analyses  were  made  of  aurichalcite  (1  and  2)  from  Moravicza, 
(3)  from  Campiglia,  and  (41  from  Sardina,  with  the  following  re¬ 
sults  : — 


CuO. 

ZnO. 

Fe203. 

HoO.  C02. 

1  .... 

. .  20*39 

54*70 

— 

13*53  11*38 

v - v - ' 

2  ... . 

. .  21*43 

53*57 

— 

26*78 

•>  .  ♦  .  . 

. .  20*20 

55*51 

— 

26*50 

4  .... 

. .  15*58 

58*72 

2*17 

22*97 

All  four  analyses  lead  to  the  formula  CuC03  •+•  3Zn(HO)2. 

In  conclnsion,  the  author  gives  the  results  of  experiments  made 
with  the  view  of  preparing  aurichalcite  artificially.  He  finds  that  the 
statement  of  Delesse,  that  aurichalcite  re-erystallises  out  from  solu¬ 
tions  of  the  mineral  in  ammonium  carbonate,  is  not  correct. 

B.  h.  b. 

Messelite,  a  New  Mineral.  By  W.  2d utfdiann  (Zeit.  Kryst. 
Min.,  17,  93 — 94). — This  mineral  forms  radiaied  masses  of  brown  or 
colourless  tablets  in  a  bituminous  shale  embedded  in  the  lignite  of 
the  2dessel  mine  in  Hesse- Darmstadt.  The  crystals  were  found 
optically  to  he  triclinic.  Analysis  gave  the  following  results: — 

P205.  CaO.  FeO.  MgO.  MnO.  1I20.  Insol.  Total. 

37*72  31*11  15*63  1*45  trace  12  15  1*40  99*46 

These  results  correspond  with  the  formula  (CaFeMg^POOi  4 
2PHaO.  Messelite  differs  from  fnirfieldite  by  the  absence  of  man¬ 
ganese  and  by  the  different  proportion  of  water.  B.  H.  B. 

Mazapilite,  Anhydrite,  Eleonorite,  &c.,  from  North  America. 

By  G.  A.  KoXIG  (Zeit.  Kryst.  Min.,  17,  84 — 92). — 1.  Muzapilite  is 
the  name  givreu  by  the  author  to  an  extremely  rare  mineral  from  the 
Jesus  Maria  Mine,  Mazapil,  Mexico.  The  crystals  belong  to  the 
rhombic  system,  the  axial  ratio  being  a  :  b  :  c  =  0*8616  :  1  :  9*9909. 
Analysis  gave — 
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AsjOs.  SbjOs.  P:05.  Fe203.  CaO.  ILO.  Total.  Sp.  gr. 

43  "60  0;25  0*14  30*53  14*82  9**83  99*17  3-5S2 

Formula:  Ca3Fe2  (As04)i(0Fe*0H)2  -f  5H20. 

2.  Anhydrite. — This  mineral  was  found  at  the  Darby  tunnel,  seven 
miles  from  Philadelphia,  in  the  unusual  form  of  crusts  consisting  of 
parallel  prisms  on  the  plagioclase  and  angite  of  a  diabase.  The  sili¬ 
cates  of  the  rock  exhibited  no  trace  of  decomposition. 

3.  Eleonorite  from  Arkansas. — A  strongly  dichroic  crystal  in  a 
geode  of  dufrenite,  from  Sevier  Co.,  Arkansas,  was  identified  by  the 
author  as  Streng’s  eleonorite.  As  all  the  water  was  driven  off  at  280°, 
Streng’s  formula,  Ft\;Pt0i9  +  SH20,  is  preferable  to  that  of  Groth, 
Fe,(0H),(P04)2  +  24H..O. 

J  4.  Minerals  from  Franklin,  Neiv  Jersey. — At  this  well-known 
[locality  the  following  minerals  have  recently  been  met  with: — 
[  Chloauthite,  arsenic-nickel,  fluorspar,  apatite,  and  hydrated  nickel 
silicate;  the  latter  on  analysis  gave — 

Si02.  KiO.  CaO.  MgO.  ZnO.  FcO.  IDO.  As;Os.  Total. 

31*u2  38*22  0-70  0-42  4-00  2*25  16*58  4*77  97'96 

B.  H.  B. 

§ 

|  Pseudobrookite,  from  Havredal,  Norway.  By  A.  Cedersteom 
,(Zeit.  Kryst.  Min.,17 ,  133 — 130). — This  mineral  was  first  analysed  by 
Koch  and  Lattermann.  Owing  to  want  of  material,  the  analysis 
j  could  not  be  made  with  accuracy.  The  discovery  of  large  crystals  at 
j  Havredal  has  enabled  the  author  to  make  an  analysis  of  carefully 
selected  material,  the  results  being  as  follows  : — 

j  Author.  Koch.  Lattermann.  Calculated. 


Ignition...  —  0‘69  —  — 

Fe203 .  56*42  42*29  4S*64  56*54 

TiOs .  44*26  52-74  4679  43‘46 

MgO .  —  4’ *28  4*53  — 


.  .  T  — u  j:  rs  -j  - 

|  Total  _  100-6S  100-00  99'96  100‘00 

i  The  last  column  gives  the  percentage  composition  calculated  from 
.the  formula  Fe^TiO*^.  B.  H.  B. 

Chemical-mineralogical  Theories.  By  Y.  Goldschmidt  (Zeit. 
•Kryst.  Min.,  17,  25 — 66). — This  memoir  is  divided  into  three  sec- 
'tious:  (1)  on  the  varieties  of  isomorphism,  (2)  on  symbols  and 
formulae,  and  (3)  on  the  formula?  of  the  silicates.  The  two  first  sec¬ 
tions  serve  as  an  introduction  to  the  views  propounded  in  the  third. 
By  the  introduction  of  letters,  the  author  endeavours  to  simplify  the 
jformulae  of  silicates.  Thus  he  employs  the  symbols — 

E  for  R^CL  or  R''202,  representing  Si02, 

A  for  R'2RvtuOj,  representing  Si204, 

R2  for  Rvl206,  representing  Si30«, 

Si  for  Si02, 

;  Si2for  Si204,  Ac., 

7  2 


i 
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so  that,  for  example,  gjJ  would  be  the  abbreviated  formula  for 

albite.  Further,  he  employs  symbols  for  the  silicate  molecules  of 
more  frequent  occurrence;  thus  the  hornblende  molecule  is  H  = 
R/  R  "1 

ASi  =  g-  >  06,  and  the  nepheline  molecule  N  =  ASi2. 

B.  H.  B. 

Artificial  Preparation  of  Wollastonite.  By  E.  Hussak  (Zeit. 
Kryst.  Min.,  17,  101). — In  these  experiments,  a  glass  composed  of 
3(Na20,Si02)  4-  2(0a0,B,03)  was  melted,  and,  on  cooling,  was  found 
to  be  free  from  bubbles,  crystals,  and  crystallites.  Mixed  with 
CaSiOa  (1  mol.),  the  mass  on  cooling  was  found  to  be  full  of  bubbles 
and  fissures,  and  on  the  sides  of  the  crucible  there  were  a  few  im¬ 
perfect,  columnar,  colourless,  minute  crystals.  When  more  CaSiOs 
(2  mols.)  was  added,  the  colourless  columns  increased  in  number,  and 
formed  into  a  radiated  globule.  The  mixture  of  the  glass  and  3  mols,  of 
CaSiOs  on  cooling  became  completely  crystalline.  A  number  of  hex¬ 
agonal  tablets  were  present,  but  the  minute  columns  still  predominated. 
The  tablets  belong  to  the  hexagonal,  optically  positive  calcium  sili¬ 
cate,  whilst  the  columns  are  crystals  of  wollastonite  extended  in  the 
direction  of  the  axis  of  symmetry.  B.  H.  B. 

Leucitophyre  from  Persia.  By  V.  Stefnecke  (Zeit.  Kryst.  Min., 
17,  110 — lit;  from  Zeit.  Naturwiss 60,  4). — At  Koschksenu 
Maraud,  in  a  magma  of  orthoclase,  plagioclase,  nepheline,  augite, 
leucite,  and  magnetite,  there  are  found  crystals  of  lencite,  augite, 
oliviue,  sauidine,  and  nepheline.  The  leucite  gave  on  analysis — 

Si02.  CaO.  MgO.  MnO.  ALO3.  Fe203.  K20.  Na.,0.  Ignition. 

54-54  0*99  0-25  trace  2274  174  19:83  071  133 

An  analysis  of  the  augite  is  also  given.  B.  H.  B. 

Nosean-bearing  Ejections  from  the  Laacher  See.  By  L.  L. 

Hubbard  (Zeit.  Kryst.  Min.,  17,  208  ;  from  Tschermak's  min.  Miith., 
8,  356 — 399). —  In  the  ejections  found  at  the  Laacher  See.  noscan  is 
principally  confined  to  geodes,  and  in  its  formation  in  a  trachvtic 
rock,  sanidine  has,  in  many  cases,  been  produced.  The  latter  occurs 
in  radiated  masses,  and  gave  on  analysis  the  followiug  results: — 

Si02.  AL03.  Fe203.  CaO.  MgO.  Na^O.  K20.  Total.  Sp.  gr. 

65-36  2T19  045  0*56  trace  677  5-72  luO‘05  2-556 

B.  H.  B. 

Wiluite.  By  R.  Prendel  (Zeit.  Krys.  Min.,  17,  94 — 97). — The 
author  has  made  an  exhaustive  investigation  of  the  physical  pro¬ 
perties  of  the  idocrase  of  Wilui,and  proves  that  this  so-called  wiluite 
differs  considerably  from  idocrase  proper.  B.  H.  B. 

Two  Analyses  of  Mica.  By  A.  Becker  (Zeit.  Kryst.  Min.,  17, 
128 — 132). — The  author  has  analysed  (1)  biotite  and  (2)  muscovite 
of  remarkable  purity,  carefully  isolated  from  the  gneiss,  338  metres 
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below  the  surface,  at  a  mine  at  Halsbriicke,  near  Freiberg,  in  Saxony. 


The 

analytical  r 

esults 

were  as 

follow  : — 

SiO,. 

TiO,. 

A1,03. 

Fc.,03. 

FcO. 

MnO.  MgO. 

F„0. 

1. 

.  . .  3470 

4'58 

17-17 

2  11 

19'05 

O'oO  952 

8-91 

o 

.  . .  4674 

1'52 

3256 

155 

0'92 

—  1-18 

10-37 

Xa,0. 

11,0. 

F. 

Total. 

1  .. 

1  24 

3  56 

0'20 

101-54 

o 

1-02 

3 '55 

— 

9941 

The  formulae  of  the  two  minerals  are — 


(1)  5(KNaH)4Si04  +  S(FeMnMg)2Si04  +  3(Al2Fe,),(Si04)3. 

(2)  2(KNaH)1SiOs+  (Al,Fe,)s(Si04)3.  B.  H.  B. 

Chemical  Composition  of  Vesuvian.  By  J.  H.  Vogel  ( Zeit . 
Kryst.  Min.,  17,  215 — 21b). — The  author  gives  the  results  of  analyses 
of  nine  specimens  of  vesuvian  from  different  localities  : — 1.  Cziklowa, 
yellowish-green  crystals,  sp.  gr.  3*38,  directly  determined  water  1 '53 
per  cent. ;  2.  Becco  della  Corbassera,  Ala,  yellowish-green  masses, 
sp,  gr.  3'3S6,  H20  I'll  ;  3.  Canzocoli,  near  Predazzo,  large,  yellowish- 
brown  crystals,  sp.  gr.  3  404,  H20  1'57 ;  4.  Zermatt,  dark-brown 
crystals,  sp.  gr.  3  488,  H20  1'05;  5.  Egg,  sp.  gr.  3'406 ;  6.  Haslan, 
dark-brown  masses,  sp.  gr.  3'419 ;  7.  Sandford,  brown  crystals, 
sp.  gr.  3'419 ;  8.  Eker,  sp.  gr.  3'323  ;  9.  Arendal,  large,  dark-brown 
crystals,  sp.  gr.  3’3S. 
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B.  H.  B. 


Petrography  of  South-West  Africa.  By  H.  Wolf  (Zeit.  Kryst. 
Min.,  17,  199 — 200;  from  Tschermak's  min.  Mitth.,  8,  193 — 238). — 
The  author  gives  analyses  of  scapolite  from  the  scapolite-gneiss  of 
the  copper  mine,  and  of  Husab  on  the  Tsoachaub,  to  the  east  of  Walt- 
iisch  Bay.  Analyses  are  also  given  of  augite  from  the  same  rock,  of 
wollastonite  from  the  wollastonite-augite-gneiss  of  Reed,  and  from 


‘222 


ABSTRACTS  OK  CHEMICAL  PAPERS. 


the  wollastonite-diopside  rock  of  the  copper  mine.  Epidote  from 
Diepdal  gave  on  analysis  the  following  results  : — 

Si02.  A1203.  Fe203.  MnO.  CaO.  Ignition.  Total.  Sp.  gr. 

37-04  22-09  1P19  trace  24-09  21(3  100*47  3*40 

B.  H.  B. 

Meteorite  from  Phu-Hong.  By  S.  Medxier  ( Gompt .  rend.,  109, 
875 — 878). — This  meteorite  fell  on  September  22nd,  1887,  at  Phu- 
Hong,  in  Cochin  China.  It  has  a  granular  and  even  oolitic  fracture, 
which  is  of  a  violet-grey  colour,  and  the  polished  surface  gives  Wid- 
mannstatt's  figures.  Under  the  microscope,  it  is  seen  to  consist  of  a 
transpaient  matrix,  with  opaque  ramifying  filaments  and  irregular 
granules.  The  transparent  portion  consists  of  peridote  and  magne¬ 
sium  pyroxene  ;  the  needles  are  arranged  in  very  numerous  spheroidal 
masses  or  chondrites. 

The  sp.  gr.  of  the  meteorite  at  12°  is  3"601 ;  35*37  per  cent,  is 
magnetic;  29-62  per  cent,  is  soluble  in  hydrochloric  acid,  and  35*12 
is  not  attacked  by  the  acid.  The  magnetic  portion  contains  9P22 
per  cent.  oE  iron  and  9*05  per  cent,  of  nickel,  with  distinct  traces  of 
cobalt.  The  composition  of  the  soluble  and  insoluble  non-magnetic 
portions  are  given  in  the  following  table  : — 

Si02.  MgO.  CaO.  Tsa^O.  FeO.  AL03.  Cr203.  Mn, 

Insoluble..  63-60  28-48  P91  0"87  4-10  P22  0’92  trace 

Soluble...  40-09  45-97  —  —  14-00  —  —  — 

The  meteorite  belongs  to  the  type  limerickite ,  and  the  author 
discusses  the  claims  of  certain  other  meteorites  and  terrestrial  rocks 
to  be  included  in  the  same  type.  C.  II.  B. 

Analysis  of  Water  from  the  Roundwood  Colliery.  By  J.  F. 

Cleeves  and  J.  C.  Platts  (./.  Soc.  Chem.  Ind .,  7,  729). — The  sample 
was  taken  at  a  depth  of  500  yards  from  the  surface,  and  at  a  distance 
of  1,S00  yards  from  the  bottom  of  the  shaft.  The  temperature  was 
19°,  and  the  sp.  gr.  P0622.  Analysis  gave  the  following  results 
expressed  in  grams  per  litre  : — 


Si02.  A1203  and  Fe203.  BaCl2.  MgBr2.  MgCl2.  CaCl2.  NaCl.  Totals. 

0-129  0-019  0-292  0*413  5-087  22-850  67-351  96141 

Chlorine  required .  59*38 

Chlorine  found .  59*50 

The  water  contains  a  large  amount  of  gases  dissolved  in  it,  prominent 
among  them  being  marsh  gas.  Q.  B. 


ORGANIC  CHKMI.STRV. 


223 


Organic  Chemistry. 


Constitution  of  Petroleum.  By  .1.  A.  Le  Bel  {Bull.  Soc.  C/nm. 
[3],  2,  305 — 307). — The  author  considered  that  normal  paraffins  might 
alone  be  present  in  petroleum,  the  occurrence  of  the  secondary  paraffins 
being  due  to  isomeric  change  occurring  during  its  manipulation.  He 
found,  however,  after  isolation  of  the  amylencs  from  natural  petr¬ 
oleum,  and  subsequent  treatment  with  concentrated  hydrochloric  acid 
in  the  cold,  that  dimcthylethyl  chloride  boiling  at  SG°  was  obtained, 
which  proves  the  occurrence  of  other  than  normal  paraffins  in 
petroleum,  and  according  to  him  negatives  the  fermentation  theory 
of  petroleum  formation,  since  no  fermentation  is  known  which 
produces  both  classes  of  compounds  at  a  time.  T.  G.  N. 

Diallyl  Tetrabromides.  By  G.  Wagner  (7?er.,  22,  3050—3057). 
— The  author  has  previously  stated  that  diallyl  is  probably  a  mixture 
of  two  isomerides  (compare  Abstr.,  1SS9,  226),  a  view  which,  if 
correct,  would  explain  the  existence  of  the  two  tetrabromides, 
CjHioBi’j.  Ciam'cian  and  Anderlini  (this  vol.,  p.  20),  in  assuming 
that  these  two  bromides  are  geometrically  isomeric,  have  probably 
overlooked  the  author’s  previous  paper.  Jb\  S.  K. 

Action  of  Hydrocyanic  Acid  on  Calomel.  By  Folquet 
(/.  Fharm.  [5],  20,  397 — 400). — The  statement  that  corrosive 
sublimate  is  produced  by  the  action  of  hydrocyanic  acid  on  calomel 
is  incorrect.  Mercury  is  set  free  with  the  formation  of  mercuric 
cyanide  and  hydrochloric  acid  in  equivalent  quantities.  The  reaction 
is  almost  always  incomplete;  but  it  may  be  started  again  by 
neutralising  the  free  hydrochloric  acid.  J.  T. 

Ammoniomercuric  Cyanides.  By  R.  Yaret  ( Compt .  rend.,  109, 
I  903 — 904). — Alcoholic  ammonia  is  saturated  with  mercuric  cyanide, 
|  a  current  of  ammonia  gas  being  passed  through  the  liquid  while 
solution  is  taking  place.  The  solution  is  heated  at  50°  to  60°,  again 
saturated  with  dry  ammonia,  and  allowed  to  cool.  After  some  time, 
it  deposits  transparent,  prismatic  needles  of  the  compound 
HgCy2,2NH3,  which  become  opaque  and  rapidly  lose  ammonia  when 
exposed  to  the  air.  At  100°,  it  loses  the  whole  of  the  ammonia  in  a 
few  hours. 

If  concentrated  aqueous  ammonia  is  saturated  with  mercuric 
cyanide,  mixed  with  more  ammonia,  and  cooled,  it  yields  long,  white, 
prismatic  needles  of  the  compound  HgCy2,2NH3,^H20  ;  this  readily 
loses  water  and  ammonia  on  exposure  to  air,  although  it  is  more 
j  stable  than  the  preceding  compound.  At  100°,  it  decomposes  com¬ 
pletely,  and  mercuric  cyanide  is  left. 

The  compound  HgCy2,NH3  is  obtained  in  small,  hard,  transparent 
crystals  by  heating  aqueous  ammonia  with  a  large  excess  of  mercuric 
cyanide  in  a  closed  vessel  at  4U°.  It  dissolves  in  ammonia,  alters 
when  exposed  to  air,  and  loses  all  its  ammonia  at  100°.  The  action 
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of  dry  ammonia  on  finely-powdered  mercuric  cyanide  yields  a 
yellowish-white  product  of  the  composition  10HgCy2,NH3. 

If  ordinary  ammonia  is  saturated  with  mercuric  cyanide,  mixed  with 
one-tenth  its  volume  of  ammonia  solution,  and  cooled  to  0°,  it  yields 
small,  white  crystals  of  the  compound  HgCy2,NH3,4H30,  very  soluble 
in  aqueous  or  alcoholic  ammonia,  very  unstable  when  exposed  to  air. 
At  100°,  it  loses  the  whole  of  its  water  and  ammonia. 

C.  H.  B. 

Interaction  of  Haloid  Salts  of  Mercury  and  Zinc.  By  R. 

Varet  ( Conipt .  rend.,  109,  809 — 812). — A  concentrated  solution  of 
zinc  bromide  is  added  drop  by  drop  to  a  boiling  saturated  solution  of 
mercuric  cyanide,  with  vigorous  agitation.  The  greater  part  of  the 
precipitate  rcdissolves,  but  the  liquid  remains  turbid.  It  is  filtered 
and  allowed  to  cool,  when  it  deposits  white  crystals  of  the  compound 
Hg2ZnBr2Cy4  +  8H20,  which  alters  little,  if  at  all,  on  exposure  to 
air,  is  somewhat  soluble  in  water,  and  becomes  anhydrous  at  100°  or 
in  a  vacuum.  When  the  hydrated  compound  is  heated,  it  loses  water, 
blackens,  and  decomposes  into  mercury,  cyanogen,  mercuric  bromide, 
and  zinc  carbonate.  Nitric  acid  converts  it  into  zinc  nitrate,  mercuric 
cyanide,  and  mercuric  bromide,  hydrocyanic  acid  being  evolved.  Dry 
ammonia  expels  the  combined  water,  and  forms  a  compound, 
Hg2ZnBr2Cy4  +  2NH3,  which  loses  ammonia  when  exposed  to  air,  and 
is  decomposed  by  water. 

That  this  compound  has  the  constitution  ZnCy2,HgCy2,HgBr2  + 
8H20,  and  is  not  a  compound  of  mercuric  cyanide  with  zinc  bromide, 
is  proved  by  the  following  facts.  Potassium  iodide  added  to  the 
aqueous  solution  produces  at  first  a  precipitate  of  zinc  cyanide,  fol¬ 
lowed  by  a  precipitate  of  mercuric  iodide;  and  Berthelot  has  shown 
that  potassium  iodide  combines  with  mercuric  cyanide  with  liberation 
of  heat,  but  has  no  action  on  zinc  cyanide.  Cupric  sulphate  liberates 
cyanogen,  and  produces  a  peach-blossom  coloured  precipitate  of 
mercuric  cupric  bromo-cyanide. 

The  addition  of  zinc  cyanide  to  a  boiling  concentrated  solution  of 
mercuric  bromide  yields  the  same  compound,  and  it  is  evident  that 
its  formation  limits  the  action  between  mercuric  bromide  and 
cyanide  and  zinc  cyanide  and  bromide,  whatever  may  be  the  arrange¬ 
ment  of  the  atoms  in  the  initial  system.  C.  H.  B. 

Manncse.  By  E.  Fischer  and  J.  Hirschberger  ( Ber .,  22, 
3218—3224). — The  mannose  employed  in  these  experiments  vras 
obtained  from  vegetable  ivory  nuts  by  a  modification  of  Reiss’  method 
(Abstr.,  1889,  687),  instead  of  by  the  oxidation  of  mannitol.  Com¬ 
parative  experiments  made  •with  mannose  from  the  latter  source 
shovred  the  complete  identity  of  the  two  sugars.  The  method  of 
preparation  was  as  follows  :  Sifted  ivory-nut  shavings  (1  part)  were 
digested  with  6  per  cent,  hydrochloric  acid  (2  parts)  on  the  water- 
bath  for  six  hours,  filtered  hot,  the  residue  pressed  and  again  ex¬ 
tracted  with  water.  The  brown  solution,  after  treatment  with  animal 
charcoal,  was  neutralised  with  caustic  soda  solution,  and  an  excess  of 
phenylhydrazine  acetate  added.  The  resulting  hydrazone  was  puri- 
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fied  and  converted  into  manuose  by  the  method  previously  described 
(Abstr.,  1839,  4S1). 

Mannonic  Acid. — For  the  preparation  of  this  aeid,  a  solution  of 
mannose  (1  part)  in  water  (5  parts)  is  mixed  with  bromine  (2  parts) 
at  the  ordinary  temperature,  frequently  shaken,  and  allowed  to 
remain  24  hours  after  the  bromine  has  dissolved.  The  latter  is  then 
eliminated  in  the  usual  manner,  and  tlie  resulting  solution  of  man- 
nonie  acid  converted  into  the  jdienylhy  dr  azide.  Ci2HlflN20fi,  by  Fischer 
and  Passmore’s  method  (this  vol.,  p.  152);  this  forms  small,  colour¬ 
less,  brilliant  prisms  which  melt  at  214 — 21G°  with  decomposition, 
are  soluble  in  hot  water,  but  sparingly  in  cold  water  or  alcohol.  It 
may  also  be  obtained  directly  from  ivory  nuts  in  the  following  manner: 
The  ivory-nnt  shavings  are  heated  with  G  per  cent,  hydrochloric  aeid, 
and  the  solution  treated  with  animal  charcoal  as  previously  described. 
The  quantity  of  mannose  in  solution  is  determined  by  precipitating  a 
known  quantity  with  phenylliydraziue,  and  for  every  part  of  sugar 
found,  2  parts  of  bromine  added  to  the  solution.  The  whole  is 
frequently  shaken  until  all  the  bromiue  has  dissolved,  and  then 
allowed  to  remain.  After  evaporating  off  the  free  bromine,  the  solu¬ 
tion  is  nearly  neutralised  with  lead  carbonate,  filtered,  precipitated 
with  lead  acetate  solution,  and  again  filtered.  The  filtrate  may  be 
then  converted  into  the  hydrazide  as  before.  The  latter,  after  re- 
erystallisation,  is  decomposed  by  boiling  baryta- water,  the  liberated 
phenylliydraziue  extracted  with  ether,  and  the  boiling  liquid  exactly 
precipitated  with  sulphuric  aeid.  The  filtrate,  on  evaporation,  leaves 
a  syrup,  which  solidifies  to  a  slightly  brown,  crystalline  mass.  This 
is  extracted  twice  with  a  little  alcohol,  and  the  residual  white  com¬ 
pound  recrystallised  from  this  solvent.  The  crystals  obtained  form 
stellate  groups  of  colourless  needles,  and  have  the  composition 
CsHioOc,  and  are  therefore  the  lactone  of  mannonie  acid  ;  this  melts  at 
149 — 153°,  is  readily  soluble  in  water,  but  less  so  in  alcohol.  Its 
aqueous  solution  is  dextrorotatory,  [a]i>  =  53'8l,  and  lias  a  neutral 
reaction,  but  quickly  dissolves  carbonates  on  boiling,  forming  salts  of 
mannouic  aeid.  The  calcium  salt,  (CgHnC^jCa  -f*  2H20,  forms 
microscopic  prisms.  The  strontium  salt,  with  3  mols.  H20,  crystallises 
from  alcohol  in  small  prisms.  The  barium,  salt  has  not  yet  been 
obtained  crystalline. 

Mannonie  acid  is  oxidised  by  nitric  acid  to  a  bibasic  acid,  which 
differs  from  saccharic  and  metasaecharic  acids,  and  seemingly  also 
from  isosaccharic  acid.  This  compound  is  undergoing  further  exami¬ 
nation. 

The  authors  have  previously  stated  that  mannose  undergoes  fer¬ 
mentation  with  yeast,  and  they  have  been  able  to  confirm  this  by  a 
epetition  of  the  experiment  with  larger  quantities.  A  5  per  cent, 
olution,  when  mixed  with  fresh  yeast  at  the  ordinary  temperature, 
avolves  carbonic  anhydride  in  10 — 15  minutes,  and  in  24  hours  the 
eaction  is  complete.  From  the  filtered  solution,  ethyl  alcohol  can  be 
separated  by  fractional  distillation,  the  yield  seemingly  being  the 
same  as  that  from  dextrose.  The  liquid  obtained  by  boiling  ivory 
uts  with  G  per  cent,  hydrochloric  acid  also  ferments  after  nentra- 
isation  with  liiue,  although  more  slowly.  As  from  9(X) — 1000  tons 
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of  such  shavings  are  obtained  yearly,  and  these  yield  33  per  cent,  of 
their  weight  of  sugar,  it  would  seem  that  a  commercial  process  for 
the  preparation  of  alcohol  from  this  source  might  be  successfully 
founded. 

Mannose  is  acted  on  by  acetic  chloride  in  exactly  the  same  manner 
as  dextrose.  The  acetochJ  oromannose  obtained  likewise  forms  a  syrup, 
which  is  sparingly  soluble  in  water,  but  is  decomposed  by  long-con¬ 
tinued  boiling  with  the  latter  into  mannose  and  acetic  aud  hydro¬ 
chloric  acids.  H.  G.  G. 

Sugar  from  the  Quebracho,  By  C.  Tan  ret  ( Gompt .  rend.,  109, 
908 — 910). — The  bark  of  the  quebracho  ( Aspidosperma  quebracho) 
yields  a  sugar,  quebrachite,  of  the  composition  C7Hu06,  which  crystal¬ 
lises  from  alcohol  in  anhydrous,  rhomhoidal  prisms  with  a  very  sweet 
taste.  It  is  very  soluble  in  water,  and  somewhat  soluble  in  boiling 
alcohol,  but  insoluble  in  ether.  It  melts  at  1SG — 137°,  boils  in  a 
vacuum,  and  condenses  in  beautiful  needles  ;  rotatory  power  [*]D  -- 
—  S0°;  sp.gr.  at  0°  —  T54.  Quebrachite  ferments  only  in  contact 
with  beer-yeast,  and  has  no  action  on  Folding's  solution,  but  reduces 
ammoniaeal  silver  nitrate.  It  is  not  affected  by  boiling  dilute  solu¬ 
tions  of  acids  or  alkalis,  and  gives  no  precipitate  wjth  basic  lead 
acetate,  but  is  precipitated  by  ammoniaeal  lead  acetate  provided  the 
solution  is  not  very  dilute.  Monohydrated  sulphuric  acid  dissolves 
it  readily,  especially  at  100°,  with  slight  discoloration,  forming  que- 
hrachisalphuric  acid,  a  lmvogyrate  acid  which  yields  soluble,  non-crys- 
tallisable  barium  and  calcium  salts.  When  heated  with  acetic  anhy¬ 
dride  and  zinc  chloride,  it  yields  a  crystalline  derivative  which  melts 
at  S9°.  With  nitric  and  sulphuric  acids,  it  yields  an  unstable  nitriu, 
and  when  heated  with  nitric  acid  it  gives  rhodizonic  acid. 

When  heated  with  hydriodie  acid,  quebrachite  yields  methyl  iodide 
and  an  inosite  which  crystallises  from  alcohol  in  very  brilliant, 
slender,  efflorescent,  prismatic  needles,  soluble  in  2  3  parts  of  water 
at  12°,  very  slightly  soluble  in  boiling  alcohol,  and  insoluble  in  ether. 
It  melts  at  238°,  is  somewhat  less  volatile  than  quebrachite,  and  has 
a  laevorotatory  power  of  [«]D  =  —55°.  With  nitric  acid  it  gives  the 
inosite  reaction.  C.  H.  B. 

Formation  of  Raffinose.  By  F.  IIerles  ( Chem .  Centr.,  1889,  ii, 
421 — 422  ;  from  Bohm.  Zeit.  Zucker-Ind.,  13,  455). — The  author  has 
subjected  cane-sugar  to  the  action  of  calcium  hydroxide  at  various 
temperatures,  but  without  being  able  to  detect  any  formation  of 
raffinose,  a  result  in  agreement  with  that  obtained  by  Ceeh  ( Chem . 
Centr.,  1889,  i,  6S2).  He  draws  the  conclusion  that  the  formation  of 
raffinose  takes  place  in  the  beetroot.  He  also  confirms  the  correct¬ 
ness  of  Herzfeld’s  statement  (ibid.,  404),  that  it  is  formed  by  freezing 
the  beetroot.  The  author  finds  that  the  preservation  of  the  beetroot 
for  too  long  a  time  favours  the  formation  of  raffinose.  J.  W.  L. 

Melitriose  and  Melibiose.  By  C.  Scheibler  and  H.  Mittelmeier 
( Ber .,  22,  3118 — 3124;  compare  Abstr.,  1S89,  953). — Melitose, 
prepared  from  cotton-seed  meal  exactly  as  described  by  Berthelot 
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( Compt .  rend.,  103,  533),  is  not  changed  by  boiling  baryta- water,  dues 
not  reduce  Fehling’s  solution,  and  crystallises  unchanged  from  alco¬ 
hol.  Berthelot’s  statement  (Inc.  cit.)  that  melitose  is  decomposed  by 
alcohol  into  ralliuose  and  eucalyn  is,  therefore,  incorrect,  and  melitose 
is  identical  with  rallinose. 

When  melitriose  is  treated  with  a  dilute  solution  of  invertin  at  the 
ordinary  temperature  for  two  hours,  it  is  decomposed  into  melibiose 
and  levulose  ;  but  when  it  is  kept  for  Mb  hours  at  40°  with  a  con¬ 
centrated  solution  of  invertin,  it  is  decomposed  into  dextrose,  galac¬ 
tose,  and  levulose  ;  Berthelot’s  eucalyn  is,  therefore,  identical  with 
melibiose. 

When  melibiose  is  reduced  with  sodium-amalgam  at  the  ordinary 
temperature,  the  solution  being  kept  as  neutral  as  possible,  it  is  con¬ 
verted  into  a  substance  ( melibiotite )  which  does  not  reduce  Fehling’s 
solution,  bnt  if  a  little  of  the  solution  is  boiled  for  a  short  time  with 
a  few  drops  of  sulphuric  acid,  it  acquires  powerful  reducing  proper¬ 
ties,  galactose  being  one  of  the  decomposition-products  of  melibio- 
tite.  F.  S.  K. 

Molecular  Weights  of  Maltose  and  of  several  Inulin-like 
Substances.  By  A.  G.  Ekstkaxd  and  R.  Mauzelius  (Chem.  Centr., 
1SS9,  ii,  444  ;  from  Vetensk.  Aknd.  Forhandl.  1SS9,  157). — The  mole¬ 
cular  formulae  given  below  were  determined  by  Raonlt’s  method: — • 
Anhydrous  maltose,  C1-H2201i.  Triticin,  C;i6H60OSp,  from  the  root  of 
Dracama  rubra ,  melts  at  140°,  and  has  the  speciiic  rotation  [a1D 
—  — oG'Gl.  Triticin,  from  Trilicum  repens ,  melts  at  160a,  and  has  the 
specific  rotation  [a]j>  =  — 41‘07.  Graminin,  C^HsoCbo,  from  Trisetum 
alpestre,  melts  at  220°,  and  has  the  specific  rotation  [s<yD  =  — 44"47. 
Irisin,  C9eHifir,Obo,  from  Iris  p*eudo-acoru$ ,  melts  at  160’,  and  has  the 
specific  rotation  [a]D  =  — 51-20.  Phle'in,  from  I’hleum  praiense , 
melts  at  215°,  and  has  the  specific  rotation  [a]D  =  — 47  94 ;  the 
molecular  weight  could  not  be  determined.  J.  W.  L. 

Animal  Cellulose.  By  R.  Schutze  (Chem.  Centr.,  1SS9,  ii,  58S ; 
from  Mitt,  phann.  Inst.  Erlangen,  2  Heft ,  280 — 281). — The  author 
has  examined  the  mantle  of  Phallusia  mammillaris ,  it  being  purified 
by  boiling  first  with  water,  then  repeatedly  with  20  per  cent,  potas¬ 
sium  hydroxide  solution  and  10  per  cent,  hydrochloric  acid,  and 
finally  by  digestion  with  hydrofluoric  acid  and  hydrochloric  acid. 

The  white  cellulose  substance  contained  43‘47  per  cent,  of  carbon 
and  6 "2 5  per  cent,  of  hydrogen. 

Solution  of  cupric  oxide  in  ammonia  dissolves  the  substance,  and 
solution  of  iodine  in  zinc  chloride  or  sulphuric  acid  stains  it  variously 
from  red  to  violet.  Nitric  and  sulphuric  acids  form  an  explosive 
nitrate  with  it,  which  is  somewhat  soluble  in  ether. 

When  heated  with  10  per  cent,  sulphuric  acid  in  a  closed  flask  at 
100°,  a  substance  is  formed  which  reduces  Fehling’s  solution,  and 
which  ferments  with  yeast,  with  formation  of  carbonic  anhydride. 

The  ether  extract  of  the  mantle  contained  small  quantities  of 
cholesterin,  fat  and  free  fatty  acids,  oleic,  valeric,  and  probably  also 
palmitic  and  stearic  acids. 
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The  mineral  matter  included  in  the  cuticle  freed  from  fat  consisted 
of:  Silica  2*76,  alumina  9*52,  ferric  oxide  15*81 ,  phosphoric  acid  (com¬ 
bined  with  iron  and  aluminium)  12*72,  calcium  phosphate  3*91, 
calcium  carbonate  49*22,  and  magnesium  carbonate  6*03  per  cent. 

J.  W.  L. 

Lignin.  By  G.  Lange  (Zeif.  'physiol.  Chem 14,  217 — 226). — The 
investigation  of  the  lignin  of  beech  and  ash  wood  previously  recorded 
(Abstr.,  1889, 1235)  has  in  the  present  research  been  extended  to  that 
of  pine  wood  ( Binus  abies,  L.).  The  lignin  was  prepared  from  this  by 
the  same  methods  as  those  previously  employed  ;  it  was  found  to  con¬ 
sist  of  52  to  55  per  cent,  of  cellulose,  two  brown  substances  called 
lignic  acid;  and  as  a  result  of  fusing  with  alkali,  formic,  acetic,  and 
traces  of  higher  fatty  acids,  oxalic  acid,  catechol,  protocatechuic  acid, 
ammonia,  and  traces  of  higher  bases  were  obtained.  No  succinic 
acid  was  obtained,  as  Erdmann  stated  (Annalen,  138,  1).  The  per¬ 
centage  compositions  of  the  lignic  acids  obtained  from  the  three 
varieties  of  wood  were  as  follows  : — 

Lignic  acid  soluble  in  alcohol.  Insoluble  in  alcohol. 


Beech  .  C,  61*475;  H,  5*48  C,  59*04;  H,  5*37 

Ash .  ,,  61  6 L  ,,  5*47  ,,  58  83  „  5*15 

Pine .  „  61*28  ,.  4*95  „  60  51  „  5*22 


Experiments  designed  to  ascertain  the  constitution  of  these  sub¬ 
stances  were  unsuccessful.  W.  D.  H. 

Gum  Tragacanth.  By  J.  Ogle  (Phami.  J.  Trans.  [3],  20,  3). — 
A  sample  of  Syrian  tragacanth  yielded  moisture  18*92,  soluble  gum 
35*94,  ash  2*75,  and  insoluble  gum  42*39  per  cent.  The  precipitate 
produced  in  the  aqueous  solution  by  the  addition  of  alcohol  was  found 
not  to  be  identical  with  arabin,  and  no  evidence  of  the  presence  of 
starch  could  be  obtained.  R.  R. 

Absence  of  Rotatory  Power  in  Amine  Salts.  By  J.  A. 

Le  Bel  {Bull.  Soc.  Chim.  [3],  2,  305). — The  order  in  which  the 
substitution  of  radicles  is  effected  in  the  NH3  molecule  does  not  in¬ 
fluence  the  nature  of  the  resulting  amine,  from  which  it  follows  that 
either  the  molecule  alters  its  configuration  according  to  the  substitu¬ 
tion.  or  that  intramolecular  migration  of  the  substituted  radicles 
occurs;  if  then  in  the  former  case  the  radicles  are  definitely  located  a 
compound  of  the  formula  C1*NHR1R2R3  should  exhibit  rotatory 
power,  since  R1,  R2,  and  R3  cannot  be  in  the  same  plane.  With  a  view 
to  determine  this  experimentally,  the  author  prepared  methylethyl- 
propylamine  hydrochloride,  which  he  found  to  be  devoid  of  rotatory 
power,  and  consequently  the  first  hypothesis  is  untenable. 

T.  G.  N. 

Propargyl amine  and  Derivatives  of  Allylamine.  By  C.  Paal 

and  C.  Hermann  ( Ber .,  22,  3076 — 3085). — Bibromopropyl amine 
ht/drobromide ,  C3H5BiYNH>.HBr,  is  obtained  when  an  ice-cold,  aqueous 
solution  of  allylamine  is  slightly  acidified  with  concentrated  hydro- 
bromic  acid,  and  then  treated  with  bromine  (1  mol.) ;  the  yield  is 
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•jnantifative.  It  separates  from  liot  water  in  well-defined,  transparent 
•rvstals,  melts  at  164°,  and  is  only  sparingly  soluble  in  hot  alcohol  and 
pold  water,  but  readily  in  hot  water;  it  is  not  decomposed  by  mode¬ 
rately  concentrated  sulphuric  acid,  even  when  boiled  therewith  for 
half  an  hour.  The  salt  (C3HsBivNH>)o,2LiBr,PtCli  crystallises  in 
grange-red  plates  and  decomposes  at  200°,  but  without  melting.  The 
fait  C3H5BivNH..»,HBr,AnCl3  crystallises  in  dark-red  needles,  melts 
at  124°,  and  is  moderately  easily  soluble  in  water. 

Bromnllylamine  hydrobromide  melts  at  175°  and  not  at  223 — 224°, 
as  previously  stated  (compare  Paal,  Abstr.,  1889,  117). 

In  preparing  bromallylamine  salts  by  the  method  previously  de¬ 
scribed,  it  is  better  to  neutralise  the  aqueous  distillate  containing 
the  base  with  a  dilute  mineral  acid,  instead  of  collecting  the  dis¬ 
tillate  in  excess  of  acid;  in  this  way  the  formation  of  additive- 
'componnds  is  avoided. 

Tribromopropylamine  hydrobromide,  C3H4BiyN  H?,H  Br,  prepared  by 
treating  bromallylamine  hydrobromide  with  bromine  in  well-cooled, 
aqueous  solution,  crystallises  from  water  in  large,  colourless  plates 
containing  water  of  crystallisation  ;  the  crystals  effloresce  on  exposure 
to  the  air,  and  melt  at  21 0°  with  partial  decomposition.  It  crystal¬ 
lises  from  alcoholic  ether  in  slender  needles,  and  is  moderately  easily 
soluble  in  hot  alcohol. 

;  A  base,  C3H5Br2X  or  (C3H5Br2N)2,  is  formed  when  tribromopropyl- 
amine  hydrobromide  is  treated  with  alcoholic  potash;  on  distilling 
[with  steam,  neutralising  the  distillate  with  hydrobromic  acid,  and 
concentrating  the  solution,  the  hydrobromide ,  C3H5BivN\HBr,  is  ob¬ 
tained  in  colourless  crystals.  This  salt  melts  at  214°,  does  not 
combine  with  bromine,  and  is  readily  soluble  in  water,  but  only  spar¬ 
ingly  in  alcohol.  The  salt  (C3H5Br2N)2.2HBr,PtCl4  crystallises  in 
[golden  scales,  and  decomposes  at  230°,  but  without  melting.  The 
[salt  C3H5Br2N,HBr, AuCl3  forms  small,  yellow,  well-defined  crystals. 
[The  free  base  is  a  yellowish,  unstable  oil ;  it  does  not  give  the  cnrbyl- 
lamine  reaction,  and  it  yields  an  oily  nitrosamine  which  is  insoluble  in 
water  and  dilute  mineral  acids. 

Propargylamine ,  C3H3'NH..>,  is  formed  when  a  dibromo  propyl  a  mine 
.salt  is  heated  for  1^  hours  at  100°  in  a  sealed  tube  with  an  alcoholic 
solution  of  sodium  etlioxicle  (4  mols.).  The  contents  of  the  tube  are 
'transferred  to  a  flask  and  heated  on  the  wnter-bath  until  most  of  the 
j alcohol  has  distilled,  the  distillate  being  collected  in  an  alcoholic 
(solution  of  oxalic  acid.  The  acid  o.ralate ,  CsHs-NH^CaH.Oj,  separates 
during  the  pi’Ocess  in  slender,  colourless  needles,  which  are  perfectly 
pure  if  the  above  conditions  are  observed.  It  is  only  very  sparingly 
soluble  in  boiling  alcohol,  but  readily  in  water,  from  which  it  separates 
in  large  plates  melting  at  143°  ;  its  dilute  aqueous  solution  gives  a 
purple-red  coloration  with  auric  chloride.  The  yield  of  the  oxalate 
is  about  50  per  cent,  of  the  theoretical  ;  the  residue  in  the  flask 
contains  not  inconsiderable  quantities  of  a  non-volatile  base.  All 
attempts  to  isolate  propargylamine  were  unsuccessful;  it  seems  to  be 
much  more  readily  soluble  in  water  and  concentrated  alkalis  than 
.ammonia  or  methylamine.  Propargylamine  silver  is  precipitated  when 
;  a  solution  of  silver  nitrate  in  excess  of  ammonia  is  added  to  an  ammo- 
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niacal  solution  of  the  oxalate;  it  is  a  colourless  compound,  darkens 
gradually  on  exposure  to  the  air,  and  explodes  when  heated.  The 
p-icrate ,  C3H3‘XHo,CflH;iN307,  prepared  by  precipitating  an  alcoholic 
solution  of  the  base  with  picric  aeid,  crystallises  in  large,  reddish 
plates,  melts  at  189°,  and  is  insoluble  in  ether.  The  hydrochloride , 
C3H3*NH3,HC1,  prepared  by  passing  hydrogen  chloride  into  an  alco¬ 
holic  solution  of  the  base,  crystallises  in  colourless  plates,  is  readily 
soluble  in  water  and  alcohol,  and  decomposes  on  exposure  to  light. 
The  hydrobromide,  C3H3'NH?.HBr,  crystallises  in  thin,  colourless 
plates,  begins  to  soften  at  130°,  melts  at  171°,  and  decomposes  on 
exposure  to  light. 

Me / h ij l p mp argyla min e  hydriodide ,  C3HyNHMe,HI,  is  obtained  when 
an  alcoholic  solution  of  propargylamine  is  treated  with  methyl  iodide; 
it  crystallises  in  long,  colourless,  very  hygroscopic  needles,  melts  at 
83°,  and  decomposes  on  exposure  to  light.  The  free  bare  is  a  yellowish, 
volatile  oil,  of  ammoniacal  odour.  The  oxalate,  CjH,N,C2H:>C)„  crys¬ 
tallises  from  dilute  alcohol  in  colourless  needles  melting  at  141°. 

Ethylpropargylamine  hydriodide  crystallises  in  long  needles;  prnpyl- 
propargylamine  hydrobromide  crystallises  in  plates  melting  at  ISO0. 

Isoamylpropargylamine  is  formed  when  isoamyldibromopropylamine 
hydrobromide  is  treated  with  sodium  ethoxide,  as  described  above; 
the  contents  of  the  tube  are  treated  with  a  little  water  to  dissolve  the 
sodium  bromide,  the  solution  saturated  with  potassium  carbonate, 
the  supernatant  aleohol  separated,  dried  over  potash  and  distilled,  the 
distillate  being  collected  in  an  alcoholic  solution  of  oxalic  acid.  The 
oxalate ,  C3H3‘NH,C5Hn,C2H20i,  is  thus  obtained  in  small,  colourless 
needles  melting  at  2d4° ;  it  crystallises  from  water  with  1  mol,  H20. 
The  free  base  is  liquid.  The  hydrobromule ,  CsH15N,HBr,  crystallises 
in  nacreous  plates  melting  at  lSli°.  P.  S.  K. 

Action  of  Heat  on  Chloral-ammonia.  By  A.  B£hal  and 
Choay  ( Compt .  rend.,  109,  817 — S20). — Personne  showed  that  when 
chloral-ammonia  is  heated  at  100°  it  yields  chloroform  and  formamide, 
but  the  decomposition  is  not  complete.  If  chloral-ammonia  is  heated 
in  a  retort  at  lo0°  until  chloroform  ceases  to  distil  over,  a  black 
viscous  mass  with  a  slightly  alliaceous  odour  is  left  ;  this  contains 
ammonium  chloride,  formamide,  and  some  other  compounds. 

If  this  residue  is  boiled  with  strong  alcohol,  the  latter  on  cooling 
deposits  crystals  of  the  cliloralimide  described  by  Pinner  and 
Fuchs,  the  yield  being  about  b  per  cent,  of  the  original  chloral- 
ammonia.  Chloralimide  forms  long,  colourless,  tasteless  needles 
slightly  soluble  in  water,  more  soluble  in  alcohol,  very  soluble  in 
ether.  It  is  decomposed  by  a  cold  aqueous  solution  of  platinic 
chloride  with  formation  of  chloral  and  ammonium  platinochloride.  It 
is  not  affected  by  water  in  sealed  tubes  at  150°,  but  at  170°  decom¬ 
poses  completely  into  chloroform  and  formamide,  which  undergo 
partial  decomposition  aud  yield  some  ammonium  chloride,  carbonic 
anhydride,  and  hydrochloric  and  formic  acids.  Chloralimide  in  doses 
of  0'25  to  0’50  gram  has  remarkable  antipyretic  and  analgesic  pro¬ 
perties. 

If  the  residue  in  the  retort,  either  before  or  after  extraction  with 
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alcohol,  is  boiled  with  a  large  quantity  of  water,  the  liquid  deposits 
crystals  on  cooling,  and  if  these  are  purified  by  treatment  with 
animal  charcoal  and  recrystallisation  from  alcohol,  the  compound 
CjClsH5N,Oi  is  obtained  in  long,  colourless,  tasteless,  inodorous 
■prisms,  very  slightly  soluble  even  in  boiling  water,  more  soluble  in 
.alcohol,  especially  it’  heated,  and  very  soluble  in  other.  It  melts  at 
216 — 217°,  and  almost  immediately  decomposes  with  evolution  of 
gas.  It  is  partially  decomposed  by  platinic  chloride,  and  when 
heated  with  excess  of  acetic  anhydride  it  yields  an  acetyl-derivative 
of  the  composition  C4C13H4 AcN202,  which  crystallises  in  long  needles 
very  soluble  in  acetic  acid,  almost  insoluble  in  water,  and  ouly  slightly 
soluble  in  alcohol  or  benzene.  This  derivative  is  not  affected  by  a 
neutral  or  acid  alcoholic  solution  of  platinic  chloride;  it  is  stable 
even  at  a  high  temperature,  but  does  not  melt  without  decomposing, 
t  The  first  componnd,  C4C1:(H5M202,  is  probably  didehydrotrichloro- 
'dihydroxypiperazme,  formed  by  the  condensation  of  2  mols.  of 
chloral-ammouia  with  elimination  of  3  mols.  of  hydrogen  chloride, 
|but  this  view  requires  further  investigation.  C.  H.  15. 

!  The  Indian  Grass  Oils.  By  F.  D.  Dodge  ( Amer .  Chem.  11, 
'456 — 469). — These  are  at  least  five  in  number,  namely,  oils  of  citron- 
ella,  lemon-grass,  Indian  or  Turkish  geranium,  ginger-grass,  and 
jvetivert  or  cus-cus.  They  are  derived  from  various  tropical  grasses 
of  the  genus  Andropogon ,  but  there  is  some  confusiou  as  to  the 
particular  species  from  which  the  individual  oils  are  obtained. 

Gitronella  Oil.  The  commercial  varieties  are  often  adulterated  with 
kerosene;  the  pure  oil  is  a  clear,  greenish-yellow  liquid  with  a  sharp 
burning  taste  and  a  strong  aromatic  odour.  Its  sp.  gr.  at  16°  is  0‘8770, 
jat  26'5°  0-8750.  It  distils  between  200°  and  240°,  leaving  10  per  cent. 
;of  a  thick  oily  residue,  having  a  pungent  odour.  It  gives  most  of  the 
jreactions  of  aldehydes,  combining  with  hydrogen  sulphites  and  with 
Iphenylhydrazine,  although  not  with  ammonia;  it  also  reacts  with 
acetic  and  benzoic  chlorides,  and  gives  a  mirror  with  an  ammoniacal 
silver  solution.  Two  litres  of  the  oil  were  distilled  in  a  current  of 
steam,  and  collected  in  fractions  of  1100  c.c.  and  400  c.c.,  the  residue 
of  500  c.c.  not  being  readily  volatile.  The  first  fraction  (llOO  c.c.) 
was  treated  with  a  solution  of  sodium  hydrogen  sulphite,  the  mixture 
(being  kept  cool  with  ice  and  water.  The  liquid  solidified  to  a  white 
Imagma,  and  the  sodium  hydrogen  sulphite  compound  was  then 
pressed  between  flannel  and  washed  with  ether;  the  filtrate  yielded 
1350  c.c.  of  residual  oil.  The  sodium  hydrogen  sulphite  compound 
was  mixed  with  dry  sodium  carbonate  and  distilled  in  a  current  of 
steam  ;  about  700  c.c.  of  aldehyde  was  thus  obtained.  This  was 
shown  by  analyses,  and  a  vapour-density  determination,  to  have  the 
formula  C10H16iO,  and  is  thus  isomeric  with  borneol  and  gerauiol. 
The  author  names  it  citronellic  aldehyde ,  and  considers  it  to  be 
/^-met  hy  l-2-isobn  ty  1  ally  1  acetaldehyde,  CH2Pr^-CH!CHMe-CH./C  H  O, 
'Since  this  formula  is  most  in  accordance  with  its  reactions.  It  unites 
'with  2  atoms  of  bromine,  and  -when  reduced  with  sodium  amalgam 
and  acetic  acid  it  yields  citronellyl  alcohol ,  CioH2nO,  boiling  at 
225 — 230°;  this  decolorises  bromine  solution,  and  has  a  pleasant 


232 


abstracts  of  chemical  papers. 


odour  of  roses.  It  forms  compounds  with  phenylhydrazine,  with 
aniline  and  paratolnidine,  and  with  acetic  acid,  but  these  products 
have  not  yet  been  isolated.  It  is  dextrorotatory,  and  when  oxidised, 
appears  to  yield  fatty  acids  ;  with  potassium  permanganate,  it  yields 
a  mixture  of  acids  smelling  strongly  of  ordinary  valeric  acid.  When 
treated  with  phosphoric  anhydride,  some  large,  colourless  plates 
(melting  at  140°)  were  deposited,  and  two  oils  formed,  one  boiling  at 
175°,  which  was  shown  by  analysis  to  be  an  impure  terpene,  and  one 
boiling  above  300°,  which  had  a  pleasant  odour  resembling  the  high- 
boiling  fractions  of  citronella  oil. 

The  350  c.c.  filtered  from  the  sodium  hydrogen  sulphite  compounds 
yielded  (I.)  75  c.c  of  a  light  oil,  boilingat  177°,  and  having  a  pleasant, 
citrene-like  odour;  this  was  analysed,  and  its  vapour-density  deter¬ 
mined,  the  results  indicating  that  it  was  an  impure  terpene;  (2.) 
120  c.c.  of  a  thicker  oil,  of  rose-like  odour,  boiling  at  222 — 224°,  and 
of  sp.  gr.  =  08741  at  26’ 5°,  which  appeared  to  be  citronellyl  alcohol ; 
13.)  lOO  c.c.  boiling  above  240°,  dark  brown,  viscid,  and  having  a 
peculiar  odour. 

The  residual  500  c.c.  of  the  original  oil  not  readily  volatile  in  steam 
was  treated  with  sodium  hydrogen  snlphite,  and  yielded  about  10  c.c. 
of  citronellic  aldehyde,  and  a  residual  475  c.c.,  which  when  distilled 
behaved  like  the  residue  from  the  other  sulphite  precipitate,  but  yields 
a  much  larger  amount  of  high-boiling  products,  which  oxidise  readily, 
and  are  difficult  to  treat.  Citronella  oil  therefore  contains  citronellic 
aldehyde  and  alcohol,  together  with  a  terpene  and  oils  boiling  above 
240°.  The  stud}’  of  these  oils  is  to  be  continued.  C.  F.  B. 


Derivatives  of  Tetrachlorodiacetyl  and  of  Tetrachloracetone. 
By  S.  Levy,  F.  C.  Witte  and  A.  Curchod  (Annalen,  254,83 — 114; 
compare  Abstr.,  1889,  1160  and  1136). — The  compound,  CigHuCl^O, 
prepared  by  boiling  tetrachlorodiacetyl  (Abstr.,  1889,  390)  with 
excess  of  phenylliydrazine  in  alcoholic  solution,  combines  with  phenvl- 
liydrazine  when  warmed  therewith,  with  evolution  of  ammonia;  it  is 
decomposed  by  alcoholic  potash  with  liberation  of  aniline,  and  when 
treated  with  fumiugnitric  acid  iu  sulphimc  acid  solution, it  is  converted 
into  a  yellow  compound,  which  is  precipitated  on  adding  water. 

jNT'OCHCI 

Tetrachlorodhnetlylquinoxaline,  C6H4<  l  *,  separates  in 

.0*0x1012 


crystals  when  tetraeli'orodiacetyl  (1  mol.)  is  treated  with  ortliophenyl- 
enediamine  (1  mol.)  in  hot  aqueous  solution.  It  crystallises  from 
alcohol  in  small,  colourless,  nacreous  plates,  and  from  benzene  in 
large,  well-defined,  triclinic  plates,  a  :  b  :  c  =  08198  :  1  :  09698 ; 
«  =  92°  4',  /3  =  121°  56',  7  =  85°  22';  it  melts  at  177°,  and  distils  at  a 
high  temperature  with  partial  decomposition.  It  is  readily  soluble  in 
hot  chloroform,  alcohol,  and  benzene,  but  only  sparingly  in  the  cold 
solvents  and  in  ether,  and  is  insoluble  in  water;  it  dissolves  in  concen¬ 
trated  sulphuric  acid  with  a  yellow  coloration 

The  compound  CsH^XH'CHCbCO'CO’CHCk):!  can  be  obtained 
by  gradually  adding  an  aqueous  solution  of  tetrachlorodiacetyl 
to  an  ice-cold  aqueous  solution  of  ethylenediamine,  but  it  is  best 
prepared  by  dissolving  the  two  substances  in  95  per  cent,  alcohol, 
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and  wanning  until  the  colour  of  the  solution  chauges  to  red.  It 
crystallises  from  dilute  alcohol  in  colourless,  slender  needles,  melts  at 
22*2 — 223°  with  decomposition,  and  is  readily  soluble  in  alcohol,  ether, 
chloroform,  and  benzeue,  but  only  sparingly  in  light  petroleum,  and 
almost  insoluble  in  water. 

Trichlorarnidodiacetyl,  CHCl/CO'COC  ldCl*XH2,  prepared  by  gradu¬ 
ally  adding  ammonia  (3 — 4  c.c.)  to  a  dilute  alcoholic  solution  of  tetra- 
clilorodiacetyl  (2  grams)  and  heating  the  mixture  to  boiling,  crystallises 
from  benzene  in  colourless  needles,  melts  at  127°,  and  is  readily  soluble 
iu  alcohol  and  ether,  but  only  moderately  in  water  or  benzene 
and  very  sparingly  in  light  petroleum.  It  has  feeble  basic  properties, 
and  is  decomposed  by  soda  with  evolution  of  ammonia.  When  treated 
with  hydrochloric  acid,  it  is  converted  into  two  substances,  oue  of 
which  crystallises  in  large  prisms  melting  at  157°,  the  other  in  small, 
colourless  needles  of  lower  meltiug  point. 

Tetruchlorodiacetyldlcya'ithydrin , 

CHC12*C(0H)(CX)-C(0H)(CN)-CHC12, 


is  formed  when  tetrachlorodiacetyl  is  heated  with  excess  of  concen¬ 
trated  hydrocyanic  acid  at  30 — 40J  for  4  to  5  hours.  The  product  is  ex¬ 
tracted  with  ether,  and  repeatedly  treated  with  light  petroleum  to 
free  it  from  the  mouocyanhydrin.  It  separates  from  a  mixture  ot 
ether  and  light  petroleum  in  spherical  aggregates,  sinters  together  at 
about  110°,  and  melts  at  about  135 — 137°  with  decomposition.  It  is 
.readily  soluble  in  water,  ether,  and  alcohol,  but  only  sparingly  iu 
carbon  bisulphide,  chloroform,  and  benzene,  and  insoluble  in  light 
petroleum.  It  is  decomposed  when  warmed  with  water  at  a  tem¬ 
perature  below  100°.  The  dtace&//-derivative,  CioHbCIjX^,  prepared 
by  heating  the  cyanhydrin  with  acetic  chloride,  crystallises  from 
dilute  alcohol  in  colourless  needles,  melts  at  163°,  decomposes  at 
higher  temperature,  and  is  readily  soluble  iu  ether,  alcohol,  and 
chloroform,  but  only  sparingly  in  benzene  and  boiling  water,  and 
insoluble  in  light  petroleum. 

I  The  monocyanhy drin,  CHCl2*C(OH)(CN)*CO*CHCl3  (see  above), 
crystallises  from  benzene,  in  which  it  is  readily  soluble,  iu  colourless 
plates,  melts  at  110 — 111°,  and  decomposes  at  about  155°. 


m  ,  ,  .  .7  „TIT  ^COO(OH)*CHC12 

letrachlorodxmetnyltartarimide ,  JNH<;  mm  >  1S  °b- 

00*0  j  *  Oxi  Olo 

(tained,  together  with  a  small  quantity  of  a  yellowish  acid,  when  the 
jdicyanhydrin  (2  grams)  is  heated  at  110°  for  two  hours  with  35  per 
pent,  hydrochloric  acid  (15  c.c.).  It  separates  from  a  mixture  of 
benzene  and  ether  in  dendritic  crusts,  melts  at  239 — 240°,  and  is 
readily  soluble  in  alcohol,  ether,  and  hot  water,  but  almost  insolul  le 
in  chloroform,  benzene,  and  light  petroleum.  The  triacety Z-dcrivalh  e, 
P12  huci4no7,  crystallises  from  dilute  alcohol  iu  small,  colourless 
prisms  or  needles,  melts  at  17G — 177°  with  decomposition,  and  is 
:*eadily  soluble  in  alcohol  and  ether,  but  only  sparingly  in  hot,  and 
nsoluble  in  cold  water. 

TttrucJdorodimethyUartar  amide, 

!  CHCl2-C(OH)(CONH,)-C(OH)(CONH2)-CHCb, 

I  VOL  LYIIl.  r 
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is  formed  when  concentrated  sulphuric  acid  is  gradually  added  to  a 
concentrated  glacial  acetic  acid  solution  of  the  dicyanhydrin,  and  the 
mixture  warmed  gently  until  the  crystals  which  separate  from  the 
solution  have  redissolved.  It  ci’ystallises  from  boiling  chloroform  in 
slender,  colourless  needles,  melts  at  183°,  and  is  readily  soluble  in 
water,  alcohol,  and  ether,  but  only  very  sparingly  in  boiling  chloro¬ 
form,  and  insoluble  in  light  petroleum.  It  is  converted  into  the  imide 
by  35  per  cent,  hydrochloric  acid  at  110°,  or  when  warmed  with 
sulphuric  acid  in  glacial  acetic  acid  solution. 

Tetrachlorhydroxyisohutyrnmide  (m.p.  153°)  is  best  prepared  from 
tetrachloracetonecynnhydi  in  (Abstr.,  1889,  1130),  by  dissolving  the 
latter  in  glacial  acetic  acid,  adding  concentrated  sulphuric  acid,  and 
heating  to  boiling  for  a  few  minutes.  It  crystallises  from  ether  in 
four-sided  pyramids,  is  readily  soluble  in  alcohol  and  moderately 
easily  in  benzene,  but  only  sparingly  in  chloroform  and  insoluble  in  1 
light  petroleum.  I 

The  compound  C^HOClsXCb,  probably  the  amide  of  tricliloropropyl- 
eneoxidecarboxvlic  acid,  is  obtained  when  the  preceding  compound  is 
treated  with  sodium  carbonate  in  the  cold.  It  crystallises  in  needles, 
melts  at  127°,  and  is  readily  soluble  in  ether,  alcohol,  chloroform,  and 
benzene,  moderately  easily  in  carbon  bisulphide,  and  sparingly  in 
light  petroleum. 

Tdracldorhyd roxy i.<o butyric  acvJ .  OH'C(CHCh)yCOOH,  prepared 
bv  heating  the  amide  at  110 — 120°  with  hydrochloric  acid  of  sp.  gr.  ( 
T16.  crystallises  from  light  petroleum  in  needles,  melts  at  09 — 71c, 
and  is  readily  soluble  in  water,  ether,  alcohol,  chloroform,  and  benzene, 
but  only  sparinglv  in  carbon  bisulphide  and  light  petroleum.  The 
potassium  salt,  CiH3ChO=K,  crystallises  from  water  in  transparent 
prisms,  and  is  very  readily  soluble  in  water,  but  only  sparingly  in 
alcohol  ;  it  is  decomposed  by  hot  water.  F.  S.  K. 

Preparation  of  Acetic  Chloride  and  Chloracetic  Acid.  By 
Y.  Acger  and  A.  B£hal  (Bull.  Sor.  Chim.  [3],  2,  144 — 145). — To  pre¬ 
pare  acetic  chloride,  sulphur  (1  mol.)  or  sulphur  dichloride  (1  mol.) 
is  placed  in  a  flask  with  glacial  acetic  acid  (2  mols.).  and  chlorine  is 
passed  into  the  mixture  cooled  by  ice  and  salt,  until  no  further 
absorption  occurs;  after  distillation  of  the  resulting  product  at  C0°, 
and  agitation  of  the  distillate  with  mercury  or  powdered  copper  to 
remove  a  sulphur  compound,  subsequent  fractionation  yields  a 
pure  product  ;  600  grams  of  acetic  acid  gave  500  grains  of  acetic 
chloride. 

Chloracetic  acid  is  obtained  under  conditions  similar  to  those  above, 
except  that  the  mixture  of  sulphur  and  acetic  acid  is  to  be  boiled  : 
chloracetic  acid  is  obtained  in  a  very  pure  condition,  only  traces  of 
acetic  chloride  and  of  acetic  anhydride  being  produced;  800  grams  of 
acetic  acid  yielded,  after  12  hours’  chlorination,  1000  grams  of  the 
monochlorinated  derivative.  T.  G.  Is. 

Action  of  Triethylamine  on  Ethyl  a-Bromobutyrate,  and 
Ethyl  a  Bromopropionate.  By  M.  B.  Dcvillier  (Bull.  Soc-  Ghivi .  . 
[3],  2,  139 — 142:  compare  Abstr.,  1888,  249). — The  action  of  tri-  I 
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ethylamine  (3  mols.)  on  ethyl  a-bromobutyrate  (1  mol.)  at  100° 
yielded  a  considerable  amount  of  a-hydroxybutyvic  acid,  and  this  was 
accompanied  by  a  small  quantity  of  bntyric  and  croton ic  acids, 
whilst  traces  of  tetrcthylammoninm  hydroxide  were  produced. 

The  substitution  of  ethyl  a-bromopropionate  for  ethyl  a-bromo- 
butyrate  determines  the  production  of  much  lactic  acid  and  of  small 
quantities  of  tetrethylammoninin  hydroxide,  and  of  betaine  fl  per 
cent.),  in  which  latter  respect  the  bromo-derivative  differs  from  the 
corresponding  chloro-componnd,  from  which,  under  similar  conditions, 
Briihl  conld  not  obtain  betaine  (this  Journal,  1876,  i,  699). 

T.  G.  N. 

Preparation  of  Alkyl  Salts  of  ,0-Ketonic  Acids.  Bv  J. 
IIamuxkt  (Bull.  Soc.  Chim.  [3],  2,  334 — 337;  compare  Abstr.,  1SSS, 
235). — The  product  of  the  action  on  a  normal  acid  chloride  (1  mol.) 
of  sublimed  ferric  chloride  (2  mols.)  is  poured  into  cold  absolute 
alcohol,  and  when  the  reaction  is  completed  the  upper  layer  of  liquid, 
which  contains  the  salt  of  the  /l-ketonic  acid,  is  dried  and  frac¬ 
tionated. 

Propionic  chloride  yields  by  this  process  ethyl  a-propiopropionate, 
a  colourless  liquid  of  sp.  gr.  0‘9987  at  0°,  boiling  at  196 — 197°. 

Butyric  chloride  and  heptoic  chloride,  when  similarly  treated,  yield 
respectively  ethyl  x-butyrobutyrate ,  boiling  at  217—219°,  and  ethyl 
a-heptoheptoate,  boiling  at  290 — 292°. 

As  ethyl  (x-bntyrobutyrate,  when  treated  by  Ceresole’s  method, 
yields  butyrobutyric  acid,  whose  barium  salt  decomposes  on  warming 
into  a  carbonate  and  butyrone,  it  is  to  be  regarded  as  a  jS-ketonate. 

Isobutyric  acid  yielded,  by  the  author’s  method,  Valero ne  and  ethyl 
vah’vovalerate,  boiling  at  232 — 234°,  and  of  sp.  gr.  0-9492  at  0°. 

From  a  mixture  of  propionic  and  butyric  chlorides  the  author  ob¬ 
tained,  by  this  method,  ethyl  propyl  ketone,  boiling  at  122°,  and  ethyl 
a-propiobutyrate,  boiling  at  207 — 209°,  and  of  sp.  gr.  0'9884  at  0°. 

The  theory  of  the  reactions  is  discussed.  T.  G.  X. 

Ethyl enelactic  Acid  from  Flesh  Extract.  By  E.  Klimenko 
(Tier.,  22,  3182 — 3183). — The  author  corrects  the  statement  of  Sieg¬ 
fried  (Her..  22,  2711)  that  he  (Klimenko)  was  unable  to  isolate  an 
amorphous  zinc  salt  from  lactic  acid  obtained  from  flesh  extract. 

F.  S.  K. 

Alkyl  Hydrogen  Oxalates,  Dichloroglycollates,  and  Chlor- 
oxalates :  Tetralkyl  Oxalates.  By  R.  Anschutz  (Annalev,  254, 

1 — 42;  compare  Abstr.,  18S6,  7S5  and  1011). — The  alkyl  h  ydrngen 
oxalates  gradually  undergo  spontaneous  decomposition  into  the  neutral 
s  ilt  and  oxalic  acid  ;  they  decompose  potassium  acetate  in  alcoholic 
solution,  forming  alkyl  potassium  oxalates. 

Methyl  phenyloxamate,  NHPlrCO-COOMe,  prepared  bv  heating 
methyl  oxalate  with  aniline,  crystallises  from  alcohol,  in  which  it  is 
readily  soluble,  in  large,  yellowish  plates,  and  from  light  petroleum 
in  small,  colourless  needles,  melting  at  114°.  The  corresponding 
propyl  salt,  NHPlrCOUOOPr,  crystallises  from  alcohol  in  colourless 
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needles,  melts  at  92°,  and  is  readily  soluble  in  alcohol,  but  onlv 
sparingly  in  light  petroleum.  The  isopropyl  salt  crystallises  from 
light  petroleum  in  long,  white,  silky  needles  and  melts  at  52°.  The 
isobuiyl  salt  forms  small,  colourless  plates,  melts  at  85°.  and  is  readily 
soluble  in  alcohol.  The  amyl  salt  crystallises  from  light  petroleum 
in  needles,  and  melts  at  50°. 

Dimethyl  dichloroglycollate,  OMe'CCb'COOMe,  prepared  by  heating 
methyl  oxalate  with  phosphoric  chloride  for  12  to  18  hours  at 
130 — 135°,  and  fractionating  the  crude  product  under  reduced  pres¬ 
sure,  is  a  colourless  liquid  boiling  at  179 — 181°  (at  72°,  about 
12  mm.). 

Diisobutyl  dichloroglycollate,  CjIL/O’CCl/COOCiH:,  is  a  colourless 
liquid  boiling  at  128°  (about  14  mm.). 

The  alkyl  chloroxalates  can  be  obtained  by  distilling  the  dialkyl 
d'chloroglycollates  under  the  ordinary  pressure. 

Methyl  chlnroxalate,  COCbCOMe,  is  best  prepared  by  heating  di¬ 
methyl  dichloroglycollate  at  200 — 215°  for  40  hours  ;  it  is  a  colourless 
liquid  boiling  at  118 — 120°. 

The  corresponding  ethyl  salt,  COCbCOEt,  boils  at  135 — 130°  (at 
30°,  about  10  mm.),  the  normal  pn-opyl  salt  at  153 — 154°  (at  50°, 
nhrut  12  mm.),  the  isobutyl  salt  at  1G3 — 165°  (at  52°,  about  10  mm.), 
and  the  amyl  salt  at  183 — 185°  (at  68°,  about  10  mm.). 

Tetralkyl-derivatives  of  oxalic  acid  can  be  obtained  by  treating  the 
dialkyl  dichloroglycollates  with  sodium  compounds  of  alcohols  in 
alcoholic  ethereal  solution. 

Tet  ram  ethyl  oxalate,  C(OMe)3*COOMe,  is  a  colourless  liquid  boilingat 
75 — 76°  (about  12  mm.).  The  corresponding  ethyl  salt,  C(OEt)3‘COOEt, 
boils  at  98°  (about  12  mm.),  the  normal  propyl  salt  at  256 — 257°  (at 
129 — 130°,  about  12  mm.),  the  isobutyl  salt  at  146°  (about  10  mm.), 
and  the  amyl  salt  at  190°  (about  10  mm.). 

Dimethyl  diethyl  oxalate,  Oi\le'C(OEt)2,COOMe,  is  formed  when 
dimethyl  dichloroglycollate  is  treated  with  sodium  ethoxide  in 
ethereal  solution  ;  it  boils  at  90 — 9.2°  (about  13  mm.).  If  the  reaction 
is  carried  out  in  alcoholic  ethereal  solution,  a  liquid  boiling  at 
94  5 — 96  5°  (about  12  mm.),  probably  methyl  triethyl  oxalate,  is 
obtained. 

When  .dimethyl  dichloroglycollate  is  heated  with. oxalic  acid  at 
about  50°,  carbonic  oxide,  carbonic  anhydride,  and  hydrogen  chloride 
are  evolved,  and  the  residue  consists  of  methyl  oxalate;  other  di¬ 
alkyl  dichloroglycollates  could  probably  be  converted  into  the  corre¬ 
sponding  alkyl  oxalate  in  like  manner. 

When  tetramethyl  oxalate  is  treated  with  phosphoric  chloride,  it 
is  converted  into  methyl  oxalate  with  evolution  of  methyl  chloride; 
tetrethyl  oxalate  yields  ethyl  oxalate  under  the  same  conditions. 

F.  S.  K. 

Constitution  of  Succinic  Chloride.  By  W.  O.  Emery  {Ber.,  22, 
3184 — 3186).  —  Methyl  succinate,  prepared  by  treating  succinic 
chloride  with  sodium  methoxide  in  ethereal  solution,  is  identical  with 
the  compound  oltained  by  heating  silver  succinate  with  methyl  iodide 
at  100°  ;  it  melts  at  19°  and  boils  at  Su°  (10 — 11  mm.). 


F.  S.  K. 
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Substituted  Succinic  Acids.  By  C.  A.  Bischoff  (L’er.,  22, 
3 1 7 1> — 3180). — The  author  has  hydrolysed  a  number  of  ethereal  s  ilts 
of  alkyl-  and  benzyl-isobuteuyltricarboxylie  acids  :  two  isomeric  acids 
were  obtained  in  every  case.  A  large  number  of  ethereal  salts  of 
other  unsaturated  tricarboxylic  acids  will  be  examined  in  this  direc¬ 
tion.  F.  S.  lv. 

Synthesis  of  Aconitic  Acid  from  Acetylenedicarboxylic 
Acid.  By  J.  M.  Loven  ( Ber .,  22,  3053 — 3050). —  When  dibromo- 
succinic  acid  is  boiled  for  a  long  time  with  a  slight  excess  of 
alcoholic  potash,  it  is  converted  into  oxalic  and  aconitic  acids.- 

Acetylenedicarboxylic  acid,  under  the  same  conditions,  gives  the 
same  products,  so  that  the  bromosuccinic  acid  is  first  converted  into 
acetylenedicarboxylic  acid  ;  the  yield  of  aconitic  acid  is  30  per  cent, 
or  more  of  the  acetylenedicarboxylic  acid  employed.  F.  S.  K. 

Oxidation  of  Ketones  by  Potassium  Permanganate  in 
Alkaline  Solution.  By  G.  Glucksmanx  (Monatsh.,  10,  770 — 782). — 
Potassium  permanganate  has  no  action  on  pinacoline  iu  cold  or  warm 
neutral  solution ;  but  when  the  ketone  (20  parts),  suspended  in 
water,  is  gradually  treated  with  a  mixture  of  potassium  permanganate 
(63  parts)  and  sodium  hydroxide  (20  parts),  dissolved  in  water 
(2  litres),  oxidation  takes  place,  the  products  being  the  until  now 
unknown  trimethylpyruvic  acid,  C6Hki03,  and  a  little  trimethyl- 
acetic  acid.  The  new  acid  crystallises  in  colourless,  irregnlar-pointed 
prisms,  having  a  peculiar  acid  odour,  is  sparingly  soluble  in  cold, 
but  readily  soluble  in  hot  water  and  in  ether,  is  fairly  soluble  in 
benzene,  carbon  bisulphide,  chloroform,  and  carbon  tetrachloride,  is 
volatile  in  a  current  of  steam,  melts  at  90 — 91°,  and  has  the  constitu¬ 
tion  CMe3*COCOOH. 

With  phenylhydrazine,  trimethylpyruvic  acid  forms  a  compound 
C,2H16N,0„  which  crystallises  from  dilute  alcohol  in  long,  pale- 
vellow  needles,  and  melts  at  157 — 158°  with  evolution  of  carbonic 
anhydride  and  formation  of  aniline.  On  heating  with  a  20  per 
cent,  solution  of  hydrochloric  acid,  trimethylpyruvic  acid  is  not 
regenerated,  but  an  aldehyde,  probably  that  of  trimethylacetic 
acid,  is  the  product.  The  calcium  salt  of  trimethylpyruvic  acid, 
(CfilI903),Ca  +  3H,0,  is  very  soluble  in  water  ;  the  sodium  salt  is 
anhydrous,  and  crystallises  in  long,  colourless,  rhombic  plates  ;  the 
silver  salt,  which  is  also  anhydrous,  in  gleaming  scales. 

Trimethylpyruvic  acid  is  converted  into  trimethylacetic  acid 
when  oxidised  with  silver  oxide  or  with  potassium  dichromatc  and 
sulphuric  acid.  On  reduction  with  eight  times  its  weight  of  4  per 
cent,  sodium  amalgam  it  is  converted  into  trimethylethylidenelactir. 
' cid ,  CMe;t*CH(OH)-COOH,  in  nearly  theoretical  quantity.  This  acid 
forms  colourless,  probably  monosymmetric  crystals  (a  :  b  :  c  = 
T45  :  1  :  TIG,  approx.),  melts  at  87 — 88°,  is  readily  soluble  in  water 
and  in  ether,  and  gives  copper,  silver,  and  zinc  salts,  which  are  not 
very  characteristic. 

The  oxidation  of  pinacoline  to  trimethylpyru vie  acid  is  not  in 
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accordance  with  Popow’s  rule  for  the  oxidation  of  ketones,  and  the 
author,  to  explain  the  reaction,  supposes  that  in  the  operation  an 
intermediate  condensation-product,  CMej’CO'C  14  !CMe‘CMe:j,  is  formed 
with  elimination  of  1  mol.  of  water,  and  that  this  condensation-pro¬ 
duct,  on  oxidation  with  3  atoms  of  oxygen,  is  converted  into  tri- 
methvlpyruvic  acid  and  pinacoline,  the  latter  again  undergoing 
the  condensation  and  oxidation  processes.  The  author  has  also 
succeeded  in  obtaining  pyruvic  acid  by  the  oxidation  of  acetone  with 
permanganate  in  alkaline  solution,  and  suggests  that  the  formation  of 
trimethylpyruvie  acid  from  pinacoline  may  perhaps  be  a  typical 
reaction.  Gr.  T.  M. 

Isomeride  of  Tricarballylic  Acid.  By  E.  Guinochet  ( Compt . 
rend.,  109,  906 — 908). — The  action  of  sodium  amalgam  on  the  tri- 
broinotricarballylic  acid  formed  by  the  action  of  bromine  on  aconitic 
acid  yields  an  isomeride  of  tricarballylic  acid.  It  crystallises  in  con¬ 
fused*,  almost  opaque,  macled  prisms,  and  melts  at  181°;  carballylie 
acid  melts  at  158°,  and  crystallises  in  large,  perfectly  transparent 
prisms.  It  is  only  slightly  soluble  in  water,  whilst  carballylie  acid  is 
very  soluble.  Its  barium  salt  is  crystal  Usable,  anhydrous,  and  some¬ 
what  soluble  in  water;  the  calcium  salt  crystallises,  with  12  mols. 
TLO,  in  long,  hard,  transparent,  efflorescent  prisms.  C.  H.  B. 

Fucusol.  By  K.  Biej.eu  and  B.  Tollexs  (Her.,  22,  3062 — 3063). 
— A  claim  for  priority.  (Compare  Maquenne,  this  vol.,  p.  33.) 

Constitution  of  the  Aromatic  Nucleus.  By  S.  A.  Sworn* 
(Phil.  Mag.  [5],  28,  402 — 415,  and  443 — 451). — Arguments  are 
brought  forward  in  favour  of  Thomsen’s  octahedral  formula  for 
benzene  (Abstr.,  1887,  362),  these  being  chiefly  based  on  the  evidence 
of  direct  linkage  between  symmetrically  disposed  carbon-atoms 
(para-linkage).  In  some  cases  arguments  derived  from  the  study 
of  pyridine-derivatives  are  applied  by  analogy  to  the  derivatives  of 
benzene,  the  author  considering  that  this  is  justified  by  the  result  of 
recent  researches.  It  is  first  shown  that  the  central  nucleus  of  anthra¬ 
cene  is  truly  aromatic,  and  that  in  this  nucleus  the  carbon-atoms  are 
directly'  linked  to  one  another.  The  abnormally'  low  molecular 
volume  and  absorption  of  ultra-violet  rays  by  anthracene,  the  oxida¬ 
tion  of  anthracene  to  a  substance  of  the  quinone  type,  and  the  oxidation 
of  acridine  to  a  quinoline-derivative,  are  all  advanced  in  favour  of  the 
above  views.  The  diketonic  nature  of  quinone  and  its  behaviour 
on  reduction  are  best  explained  on  the  assumption  of  a  para-linkage, 
the  author  being  of  opinion  that  when  a  para-linkage  is  broken  the 
nucleus  opens  out  into  a  hexagonal  ring,  and  the  remaining  para- 
linkages  are  severed  with  the  formation  of  olefinic  bonds,  this  view 
being  supported  by  Baeyer’s  work  on  the  additive  compounds  of  tere- 
phthalic  acid.  The  formulae  of  Meyer  and  Ladenburg  represent 
benzene  as  containing  para-linkages,  but  the  optically'  active  conine 
would  have  no  asymmetric  carbon-atom  in  the  symbol  derived  from 
these  formula^,  a  requirement  which  is,  however,  satisfied  by  that  of 
Thomsen.  In  the  same  way,  symbols  for  naphthalene  and  fluorene 


ORGANIC  CHEMISTRY. 


231 ) 


cannot  be  satisfactorily  derived  from  the  formulae  of  Meyer  and 
Ladenburg,  but  can  be  readily  deduced  from  the  Thomsen  formula. 
An  objection  to  the  Thomsen  formula,  which  the  author  himself 
.raises,  is  that  were  the  configuration  of  the  benzene-molecule  as  a 

I  whole  octahedral,  we  should  expect  the  crystals  of  benzene  to  belong 
to  the  regular  system,  whereas  they  arc  rhombic.  It  is  considered, 
.  therefore,  that  the  above  formula  requires  still  further  development 
(  before  it  can  be  brought  into  accordance  with  all  the  facts, 
j  H.  C. 

j  Paracyanobenzyl  Chloride  and  its  Derivatives.  By  W. 

Meluxghoff  ( Per .,  22,  3207 — -3217). — Paracyanobenzyl  chloride , 
CN-CsHvCHoCl,  is  obtained  in  a  similar  manner  to  orthocyanobeuzyl 
chloride  (Gabriel  and  Otto,  Abstr.,  1887,  1035),  by  passing  chlorine 
into  paracyanotolueue  nearly  at  its  boiling  point,  uutil  the  weight  has 
increased  30  per  cent.,  allowing  to  cool,  and  recrystallising  the 
solid  portion  from  alcohol.  It  forms  colourless,  well-developed, 
rhombic  prisms,  a  :  b  :  c  —  0'7495  :  1  :  0‘4314,  melts  at  79‘5°,  boils 
at  263°  (uncorr.),  aud  is  sparingly  soluble  in  hot  water,  more  easily 
in  alcohol,  ether,  chloroform,  and  benzene. 

Paracyanobenzyl  cyanide ,  Cj^'CeHi'CHVCN,  is  formed  when  the 
above  compound  is  treated  with  potassium  cyanide.  It  crystallises 
from  alcohol  in  needles,  melts  at  100°,  boils  above  300°,  and  is  slightly 
soluble  in  hot  water,  more  readily  in  alcohol,  ether,  aud  chloroform. 
It  is  the  diuitrile  of  homoterephthalic  acid,  into  which  it  may  be  con¬ 
verted  in  the  manner  shown  below.  There  are  seven  possible  inter¬ 
mediate  products,  all  of  which  have  been  prepared. 

Paracijanopheuylacetamide,  CN*C6HyCH»’CONH2,  is  prepared  bv 
warming  the  dry  powdered  di nitrile  with  38  per  cent,  hydrochloric- 
acid  (15  parts)  until  effervescence  commences.  It  separates  from 
dilute  alcohol  in  crystals  which  melt  at  19tr5  (uncorr.),  aud  is 
soluble  in  hot  water  and  alcohol.  In  addition  to  this  componud,  para- 
cyanophenylacetic  acid  and  a  substance  of  unknow-u  constitution, 
CnHnN3,  are  also  formed. 

m-Chloroparatoluamide,  CONHyCgHyCELCl,  is  obtained  by  allowing 
paracyanobenzyl  chloride  to  remain  with  concentrated  sulphuric  acid 
in  the  cold  for  12  hours.  It  is  a  white,  crystalline  precipitate, 
melts  at  173°  (uncorr.),  and  is  soluble  in  the  common  solvents. 

lo-CyanoparatoluaiHide ,  CONHo-C8H4*CHyCX,  is  formed  by  heating 
the  foregoing  compound  with  potassium  cyanide.  It  crystallises  from 
alcohol  in  small,  colourless  plates,  melts  at  182°  (uncorr.),  and  is 
readily  distinguished  from  the  isomeric  paracyanophenylacetamide 
by  its  appearauce. 

Paracyanophenylacetic  acid,  CN-C6HyCIIyCOOH,  is  prepared  by 
heatiug  paracyanobenzyl  cyanide  with  fuming  hydrochloric  acid  until 
the  temperature  has  reached  105°,  and  then  almost  neutralising  with 
ammonia.  It  forms  prismatic  crystals  melting  at  152°  (uncorr.),  and 
forms  an  emerald-green  copper  salt. 

u-(Jhlo ropa ratohuc  acid,  CO0H'C6H4'CH2Cl,  is  formed  when  sa-cliloro- 
paratoluamide  is  heated  with  25  times  its  weight  of  officinal  hydro¬ 
chloric  acid  for  1^  hours.  It  crystallises  from  alcohol  iu  microscopic 


240 


ABSTRACTS  OF  CHEMICAL  PAPERS. 


needles,  melts  at  199°  (uncorr.),  and  yields  a  light-brown  precipitate 
with  solutions  of  copper  salts. 

w- Cifiinoparatol itic  acid ,  COOH-C6H4*CH2-CX,  is  formed  from  the 
compound  just  described  by  acting  on  its  potassium  salt  with 
potassium  cyanide.  It  melts  at  201°  (uncorr.),  and  is  readily  so¬ 
luble  in  hot  water,  alcohol,  and  ether,  less  so  in  cold  water. 

Ilomoterephthalamide ,  CONHs'CsH^CHj-CONHj. — To  prepare  this 
substance,  paracyunobenzyl  cyanide  is  dissolved  in  8  parts  of  cold 
concentrated  sulphuric  acid,  and  allowed  to  remain  for  12  hours; 
water  is  then  added,  and  the  acid  neutralised  with  ammonia.  The 
amide  forms  a  white  precipitate  or  nodules  of  crystals,  and  melts 
at  235°  (uncorr.).  It  is  very  sparingly  soluble  in  indifferent  sol¬ 
vents,  but  dissolves  readily  in  concentrated  hydrochloric  acid. 

Ilomoterephthalamic  acid,  COOH'CeH4'CH2,COXH^,  is  obtained  from 
w-gvanoparatoluic  acid  by  the  action  of  cold  concentrated  sulphuric 
acid,  and  may  be  purified  by  crystallisation  from  alcohol,  in  which  it 
is  sparingly  soluble.  It  melts  at  261°  (uncorr.),  and  forms  a  light- 
blue  copper  salt. 

Uomotereplithalisoaviic  acid,  CONH2*C6H4CH;>*COOH,  is  formed 
in  like  manner  to  the  foregoing  from  paracyanophenylacetic  acid. 
It  melts  at  229°  (uncorr.),  and  is  distinguished  from  its  isomeride 
by  greater  solubility  in  alcohol,  and  by  forming  a  malachite-green 
copper  salt. 

Hornoterephthalic  acid ,  COOH*CsH4-CH2*COOH,  is  best  obtained 
from  the  diamide  by  heating*  it  for  3 — 4  hours  with  20  parts  of  25 
per  cent,  hydrochloric  acid,  and  crystallising  the  product  from  dilute 
alcohol.  Jt  dissolves  in  7  parts  of  alcohol  at  30°,  and  in  100  parts 
of  water  at  50°,  but  is  almost  insoluble  in  ether  and  benzene.  It 
melts  at  285 — 288°  (uncorr.),  and  gives  with  copper  salts  a  verdigris¬ 
like  precipitate. 

The  compounds  described  as  hornoterephthalic  acid  by  Paterno 
( Gazzetla ,  7,  301),  and  as  insolinic  acid  by  Hofmann  ( Annalen ,  97, 
177),  probably  consist  of  impure  terephthalic  acid.  H.  G.  C. 

Chloranisoil s.  By  L.  Hugounenq  (Bull  Soc.  Ghim.  [3],  2,  273— 
280). — Chlorine  is  passed  into  cold  anisoil  (432  grams),  in  the  dark, 
until  the  weight  increases  to  6S0  grams  ;  after  washing  and  subsequent 
steam  distillation,  the  portion  which  fractionates  at  230 — 237*5°  is 
retained.  This  liquid  resisted  crystallisation,  and  not  until  it  had 
been  exposed  to  the  cold  of  a  winter’s  night  were  acicnlar  crystals 
obtained,  which,  after  removal  of  the  trichlorinated  derivative  by 
pressure,  were  recrystallised  from  alcohol.  As  thus  obtained,  dichlor- 
anisoil  melts  at  2/ — 28  ,  but  the  presence  of  traces  of  trichloranisoil 
reduces  the  melting  point  to  16°.  From  the  alcoholic  mother  liquor, 
large,  orthorhombic  prisms  of  dichloranisoil  separate,  having  the  axial 
ratios  a  :  b  :c  —  0*6556  :  1  :  0*5231.  The  substance  boils  at  232— 233° 
under  a  pressure  of  743*45  mm.  (corr.)  ;  it  is  soluble  in  alcohol,  ether, 
benzene,  and  chloroform,  but  is  insoluble  in  water.  When  heated  at 
145°  in  sealed  tubes  with  hydriodic  acid  (sp.  gr.  1*7),  methyl  iodide 
and  dichlorophenol  (1:2:4)  were  obtained. 

DicMoronitroanisdil  is  obtained  by  the  action  of  fuming  nitric  acid 
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on  dichloranisoil ;  it  crystallises  from  alcohol  in  pale,  yellowish-green 
needles,  melting  at  43*5°. 

Trichloraniso'il  is  formed  by  passing  chlorine  into  cold  anisoil 
until  the  hydrogen  chloride  evolved  and  absorbed  by  cold  water 
equals  the  weight  of  anisoil  employed;  the  product  is  washed,  dis¬ 
solved  in  boiling  alcohol,  and  recrystallised,  when  needles  are  obtained 
which  melt  at  G0'5°,  are  soluble  in  benzene,  chloroform,  and  carbon 
bisulphide,  and  distil  at  240"  under  a  pressure  of  738'2  mm.  (com). 
When  heated  at  180P  in  sealed  tubes  with  concentrated  hydrochloric 
acid,  or  at  140 — 150J  with  hydriodic  acid,  trichlorophenol  [1  :  2  :  4  :  6] 
is  produced. 

Tricliloronitroa.nl soil  [OMe  :  Cl3  :  N02  =1  :  2  :  4  :  G  :  3],  forming 
long,  nacreous  needles  melting  at  48 — 50°,  results  from  the  action 
of  a  mixture  of  sulphuric  and  fuming  nitric  acids  on  the  preceding 
derivative.  A  t richlorodi nit roa nisdil  [1  :  2  :  4  :  6  :  3  :  5],  crystallising 
in  prisms  which  melt  at  90 — 91°,  is  formed  by  the  action  of  nitric  and 
sulphuric  acids  on  trichloroanisoil  at  70 — 7l<°. 

Tetrachlor anisoil  results  from  the  action  of  chlorine  at  70°  on 
anisoil  containing  5  to  G  per  cent,  of  iodine;  some  pentachloranisoil  is 
also  produced,  and  may  be  separated  by  recrystallisation  from  hot 
alcohol.  Tetrachloranisoil  crystallises  in- slender  needles,  which  are 
soluble  in  alcohol,  ether,  chloroform,  benzene,  and  carbon  bisulphide; 
it  is  sublimable,  and  boils  with  partial  decomposition  at  278°  under  a 
pressure  of  745'85  mm.  (corr.).  When  hydrolysed  by  hydrochloric 
acid  at  175°,  or  by  hydriodic  acid  at  150c’,  orthotetrachloropheuol, 
hitherto  nndescribed,  is  produced;  this  substance  the  author  is 
studying. 

Pentachloranisoil  crystallises  in  long,  hard  crystals,  melts  at 
107 — 108°,  and  is  slightly  soluble  in  cold  alcohol,  easily  in  benzene, 
carbon  bisulphide,  chloroform,  and  boiling  alcohol.  Under  a  pressure 
of  745‘4o  mm.,  it  boils  at  2>>9t'  with  partial  decomposition.  When 
heated  with  hydriodic  acid  at  ISC",  it  yields  pentachlorophenol. 

T.  G.  N. 

Derivatives  of  Symmetrical  Dinitroresorcinol.  By  F.  Kehr- 
mann  (</.  pr.  Ghem.  [2],  40,  494 — 497). — Chlorodinitroresorcinol 
[(OH),  :  Cl  :  (NO,)2  =  ]  :  3  :  2  :  4  :  6]  is  obtained  by  suspending 
finely  powdered  dinitroresorcinol  in  ether,  and  passing  chlorine, 
diluted  with  carbonic  anhydride,  through  the  liquid.  It  forms 
long,  yellow,  vitreous  prisms  melting  at  181 — 182°,  and  soluble  in 
most  solvents.  The  neutral  potassium  salt  was  obtained. 

The  chlorodiamid oresorcinol  staunochloride  is  obtained  by  reducing 
the  nitro-eompound  with  excess  of  stannous  chloride,  but  attempts 
to  isolate  the  hj'drochloride  or  base  result  in  the  formation  of  chlor- 
amidohi/droxt/quinoneimide  [0  :  Cl  :  ObL  :  NH  :  NH2  =  1  :  2  :  3  :  4  :  6], 
which  is  best  obtained  by  treating  the  stannochloride  with  ferric 
chloride  in  aqueous  solution  ;  it  crystallises  in  violet  needles,  and  is 
converted  into  chlorodihydroxyquinone  (next,  abstract)  by  dilute 
potash  solution.  A.  G.  B. 

Derivatives  of  Metadiehloroquinone.  By  F.  Ivkhrmann  and 
W.  Tiesler  (./.  pr.  Ghem.  [2],  40,  4S0 — 494). — Metadiehloroquinone 
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is  best  prepared  as  follows  : — Commercial  trichloroplienol  (200  grams) 
is  dissolved  in  sufficient  glacial  acetic  acid  at  40  —  50°,  and  is  mixed 
with  a  solution  of  chromic  anhydride  (120  grams)  in  sufficient 
water  to  dissolve  it  and  twice  that  volume  of  glacial  acetic  acid. 
After  the  mixture  has  remained  at  30 — 40°  for  a  quarter  of  an 
hour,  much  water  is  added;  this  precipitates  the  metadichloro- 
quinone  in  yellow  needles;  it  melts  at  121°.  Metadichloroquinol, 
C6H2Cl2(OH)2,  crystallises  in  flat,  long  leaflets  melting  at  104°.  The 
diacetyl-derioative  forms  slender  needles  melting  at  98°,  and  soluble 
in  the  usual  solvents. 

When  alcoholic  potash  (10  per  cent.)  is  dropped  into  an  alcoholic 
solution  of  metadichloroquinone,  the  liquid  becomes  first  green,  aud 
then  brownish-red,  but  as  soon  as  the  potash  is  in  excess,  the  colour 
begins  to  fade;  red  crystals  of  a  potassium  salt  are  then  deposited, 
the  yield  being  5 — 6  per  cent,  of  the  quinone. 

Chlorodiimidoquinol  [(NH)3  :  (OH)2  :  Cl  =  1  :  4  :  2  :  5  :  G]  is  pre¬ 
pared  by  dropping  strong  ammonia  into  a  saturated  (at  50 — 00°)  solu¬ 
tion  of  metadichloroquinone,  not  more  ammonia  than  one  quarter  of 
the  volume  of  the  quinone  solution  being  added  in  all.  After  half  an 
hour,  crystals  separate,  which  are  washed  with  alcohol,  and  purified 
by  crystallisation  from  glacial  acetic  acid  ;  they  amount  to  20 — 25  per 
cent,  of  the  quinone.  Chlorodiimidoquinol  forms  lustrous  bronze- 
coloured,  thin,  leafy  crystals,  which  sublime  without  melting,  but 
with  partial  carbonisation,  at  258 — 260° ;  it  is  insoluble  in  cold 
water  and  alcohol,  but  dissolves  partially  in  hot  alcohol  with  a 
violet  colour ;  it  dissolves  in  strong  hydrochloric  and  sulphuric 
acid  with  a  blue  colour,  and  is  precipitated  on  dilution.  When  heated 
with  dilute  acids,  it  loses  nitrogen  as  ammonia,  and  is  converted  into  a 
chlorodihydroxyquinone  (see  below).  When  heated  with  potash  solu¬ 
tion,  it  is  converted  into  the  red  potassium  salt  obtained  above; 
when  this  is  dissolved  in  water  and  a  slight  excess  of  strong  hydro¬ 
chloric  acid  added,  large,  yellow-red,  leafy  crystals  of  chloropara- 
tlihydroxy  quinone,  C6HC102(0H)2,  gradually  separate;  this  quinone 
melts  at  240\  The  ammonium  salt  forms  an  insoluble,  brownish- 
red,  crystalline  precipitate  when  ammonium  chloride  is  added  to 
the  solution  of  the  potassinm  salt ;  the  salts  of  most  heavy  metals 
give  insoluble  brown  precipitates  under  the  same  circumstances ; 
the  strontium  and  silver  salts  are  described. 

When  chlorine,  diluted  with  carbonic  anhydride,  is  passed  through 
a  dilute  acid  solution  of  ehloroparadihydroxyquinone.  chloranilic 
acid  is  obtained  ;  if  bromine  be  used,  bromochloranilic  acid  is  formed. 

lodochlorodihydroxygtiinone  [02 :  (OH)2  :  I  :  Cl  =  1  :  4  :  2  :  5  :  3  :  G] 
is  obtained,  as  a  red,  crystalline  powder,  when  a  strongly  acid 
solution  of  the  chlorodihydroxyquinone  is  dropped  into  the  calcu¬ 
lated  mixture  of  potassium  iodide  and  iodate ;  it  is  insoluble  in  cold 
water,  and  is  decomposed  by  hot  water ;  it  decomposes  at  275°;  hot 
dilute  hydrochloric  acid  converts  it  into  chloranilic  acid  with  sepa¬ 
ration  of  iodine. 

Nitroso-  and  nitro-chloranilic  acids  are  obtained  respectively  when 
ehloroparadihydroxyquinone  is  treated  with  nitrons  and  nitric  acids 
respectively.  These  acids  ai’e  still  under  investigation. 
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fhloroparadiamidoquiitol  hydrochloride, obtained  by  digesting  cbloro- 
diimidnquiuol  with  stannous  chloride  and  hydrochloric  acid,  crystal¬ 
lises  in  large,  colourless,  rhombic  octahedra  or  prisms  very  soluble 
in  water.  The  free  base  has  not  been  obtained. 

Tetracrtylparadiamidochloroquinol,  [(OAc)2  :  (NHAc)2  :  Cl  = 
1  :  4  :  2  :  5  :  0],  is  obtained  b}’  heating  the  above  hydrochloride  with 
acetic  anhydride  and  sodium  acetate  for  half  an  hour  and  adding 
water;  it  crystallises  from  hot  glacial  acetic  acid  in  lustrous,  white, 
four-sided  tables,  melting  at  255°,  and  sparingly  soluble. 

Chloropuradiacetamidoquinone  [02  :  (i\THAc)s  :  Cl  =  1  :  4  :  2  :  5  :  6] 
is  formed  when  the  above  tetracetyl-compound  is  dissolved  in  dilute 
alkali,  acidified,  and  ferric  chloride  added  in  slight  excess.  It 
crystallises  in  brilliant,  golden  needles,  melts  at  225 — 22t>°,  and 
is  soluble  in  hot  alcohol  and  glacial  acetic  acid.  When  suspended 
in  ether  and  treated  with  hydrochloric  acid  and  stannous  chloride, 
chloroparadiacetitmidoquiuol  is  formed;  this  crystallises  in  colourless 
prisms  melting  at  about  300°,  and  soluble  in  hot  water,  alcohol,  and 
ether. 

A  discussion  of  the  constitution  of  some  of  the  foregoing  com¬ 
pounds  concludes  the  paper.  A.  G.  13. 

Desmotropy  in  Phenols.  By  J.  Herzig  and  S.  Zeisel  (Munatsh., 
10,  735 — 769  ;  compare  Abstr.,  1888,  822  ;  and  1889,  247  and  966). — 
On  adding  bromine  to  tetrethylphloroglucinol  in  molecular  propor¬ 
tion,  half  the  halogen  is  converted  into  hydrogen  bromide,  and  a 
mixture  of  two  isomeric  bromotetrethylpbloroglucinols  is  formed.  In 
this  operation  it  is  necessary  to  brominate  a  solution  in  absolute  alco¬ 
hol,  the  presence  of  water  in  the  alcohol  leading  to  the  formation  of 
dibromotetrethylphloroglncinol.  The  two  isomeric  monobromotetr- 
erhylphloroglucim  Is  are  best  separated  by  fractional  crystallisation 
irom  petroleum  (b.  p.  60 — 90°),  in  which  the  ^-compound  is  least 
soluble,  and  from  which  it  crystallises  in  thick  quadratic  plates 
a  :  h  :  c  —  1  0029  :  1  :  1'3749)  melting  at  85 — 88°.  The  /1-compound 
is  more  soluble,  and  crystallises  in  needles  melting  at  115 — lib0. 
If  the  «-compound  is  dissolved  in  cold  potash,  soda,  or  ammonia,  and, 
after  remaining  some  time,  precipitated  with  hydrochloric  acid,  it  is 
converted  into  the  /3-compound  ;  the  pure/3-compouud  is,  however,  not 
always  the  most  stable  form,  for  when  a  solution  in  acetic  acid  is  pre¬ 
cipitated  with  water,  a  mixture  of  the  a-  and  /3-compounds  is  obtained. 
If  the  acetic  acid  solution  is  boiled,  the  conversion  of  the  /3-  into  the 
a-compound  takes  place  completely,  and  the  same  result  is  produced 
on  boiling  a  solution  of  the  (8-compound  in  benzene  or  some  other 
solvent  without  chemical  action  on  it.  Sodium  /3-bromotetrethyl- 
phloroglucinol,  CuHjoBrOsXa,  is  obtained  in  long,  colourless  crystals, 
readily  soluble  in  water,  on  dissolving  the  /3-compound  in  a  small 
excess  of  pure  caustic  soda;  the  potassium  salt  much  resembles  it; 
the  silver  salt  is  crystalline  and  soluble  in  water  and  in  alcohol.  The 
a-compound  furnishes  the  same  salts. 

On  heating  with  acetic  anhydride,  both  *-  and  /3-bromotetrethyl- 
phloroglucinol  gave  the  same  monacetate,  C14H2oBrOaAc,  which  crys¬ 
tallises  in  monoclinic  prisms  («  :  h  :  c  —  1'7  :  1  :  ,r)  and  melts  at 
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66 — 68°.  When  jS-potassium  bromotetrethylphloroglucinol  is  healed 
with  an  excess  of  ethyl  iodide  for  three  hours,  ethyliodotetrethyl- 
phloroglucinol,  crystallising  from  petroleum  in  asymmetric  plates 
(a  :b  :  c  —  1  :  l’094l  :  0‘8947)  and  melting  at  51 — 53°,  is  formed. 
Both  *-  and  ^3-bromotetrethylphlorogIncinol  give  the  same  tetrethyl- 
phloroglueinol  (m.  p.  210 — 212°)  on  reduction  with  zinc,  and  the  same 
dibromide  on  bromination  in  dilute  alcoholic  solution.  The  dibromide 
melts  at  80 — 82°,  crystallises  from  dilute  alcohol  in  flat  needles  of  con¬ 
siderable  length,  contains  no  hydroxyl- group,  and  gives,  on  reduction 
with  zinc  and  acetic  acid,  tetrethylphloroglucinol  (m.  p.  209— 2ll°J, 
and  on  heating  with  acetic  anhydride,  the  above  described  monacetate. 

The  general  behaviour  of  the  isomeric  bromotetrethylphloro- 
glucinols  leads  the  authors  to  attribute  the  constitution 

[0  :  Et*  :  0  :  Et3  :  0  :  H,Br  =  1  :  2  :  3  :  4  :  5  :  6], 

to  the  a-compound,  and  [OH  :  Et2  :  0  :  Et2 :  0  :  Br  =  1  :  2  :  o  :  4 :  5  :  G] 
to  the  /f-ccmpound  ;  the  dibromide  produced  from  both  being  formed 
bv  isomeric  change,  and  represented  by  the  constitution 

[0  :  Et,  :  0  :  Br2  :  0  :  Et*  =  1  :  2  :  3  :  4  :  5  :  6], 

O.  T.  M. 

Constitution  of  Asarone.'  By  J.  E.  Evkman  (Per.,  22,  3172 — 
3176). — The  vapour- density  of  asarone,  the  crystalline  constituent  of 
asarum  oil,  determined  under  reduced  pressure,  was  found  to  be 
102-9;  an  optical  examination  of  a  mixture  of  asarone  and  safiolc 
showed  that  asarone  contains  a  propenyl-  and  not  an  allvl-group. 
The  constitution  of  asarone  is  therefore  [(OMe)3 :  C3H6  =  1:2:5:  4], 
where  C3Hs  =  CHlCHMe. 

The  liquid  constituent  of  asarum  oil  is  probably  a  methyl  ether  of 
isoeugcnol.  F.  S.  K. 

New  Sugar  With  an  Aromatic  Nucleus.  By  Maquexne 
(Compt.  rend.,  109,  812 — 814). — A  commercial  sugar,  pinite,  derived 
from  the  resin  of  the  Pinus  lambertiana  of  Nebraska,  resembles  the 
pinite  described  by  Berthelot  which  was  derived  from  the  same 
source,  but  differs  from  it  in  melting  point  and  rotatory  power. 
Both  are  very  soluble  in  water,  slightly  soluble  in  alcohol,  crystallise 
in  nodules,  and  have  a  high  rotatory  power.  Berthelot’s  pinite  has 
a  rotatory  power  of  [»]_,•  =  +  58  6  ;  the  new  sugar,  which  the  author 
distinguishes  as  /3-pinite,  has  a  rotatory  power  [«]D  =  6o°’51  and  melts 
at  186 — 1S7°  (corr.).  It  has  the  same  melting  point  and  rotatory 
power  as  sennite,  and  probably  is  identical  with  it. 

/3-Pinite  has  a  composition  intermediate  between  C7Hu06  and 
C6H16Or.  When  boi led  for  a  short  time  with  fuming  hydriodic  acid, 
it  yields  methyl  iodide  and  a  sugar,  C6H,,06,  which  crystallises  in 
small  tetrahedra,  melts  at  246°  (corr.),  dissolves  very  readily  in 
water,  and  is  almost  insoluble  in  alcohol  and  quite  insoluble  in  ether. 
Cryometric  estimation  of  its  molecular  weight  gave  the  numbers 
176 — 178,  so  that  it  is  isomeric  with  glucose.  When  heated  with 
nitric  acid,  it  yields  rhodizonic  acid,  which  can  be  converted  into 
tetrahydroxyquinone  by  the  action  of  hydrochloric  acid.  It  follows 
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from  tlicsc  results  that  /3-pinite  is  the  methyl  salt  of  the  sairar 
CstT^O,;,  and  the  latter  is  a  benzene-derivative  isomeric  with  inositc  ; 
it  may  be  distinguished  as  3-inosite. 

Bcrthelot’s  pinitc  also  yields  methyl  iodide  and  /3-inositc  when 
treated  with  hydriodic  acid.  C.  II.  B. 


Lactones  derived  from  Glycine?.  By  P.  W.  Ahkxiu«  (J.  pr. 
Chew.  [2],  40,  49S— 504:  compare  Abstr.,  1888,  825). — Glycolyl- 
phemjlglycine,  OH-CH,-CO-XPlrCH2-COOH,  is  prepared  by  heating 
chloracctophenylgdycocine  with  aqueous  soda  for  half  an  hour,  adding 
excess  of  hydrochloric  acid,  and  extracting  with  ether;  by  distilling 
the  ether  and  crystallising  the  residue  from  a  mixture  of  benzene  and 
alcohol,  the  new  glycine  is  obtained  in  large,  transparent,  rhombic 
tables  melting  at  127 — 128°,  soluble  in  water  and  alcohol,  and  sparingly 
in  ether  and  benzene.  The  calcium  salt  (with  G  mols.  H20)  and  the 
barium  salt  (with  7  mols.  H20),  are  described. 

COCHo 

Anlujdro'jhjcohjlpltemjlghjcine ,  NPh<^jj  -^q)>0  (compare  Knorr  s 

phenylmorpholine,  Abstr.,  1889,  1219),  is  obtained  by  heating  gly- 
colvlphenylglycine  at  160°  ;  it  crystallises  from  hot  alcohol  in  silky 
needles  which  melt  at  1  GO 3  and  dissolve  with  difficulty. 

Glycolylphenylglyciuamide,  OH'CHvCO'XPlrCHvCOXHo,  obtained 
by  passing  dry  ammonia  through  an  alcoholic  solution  of  the  last- 
mentioned  compound,  crystallises  in  lustrous  leaflets,  melts  at 
128 — 129°  and  dissolves  easily  in  water  and  alcohol,  but  only  sparingly 


in  benzene. 

Glycolylorthotolylglyeine  and  anhydroglycolylorthotolylglycine 
have  been  described  before  (Abstr.,  1888,  825)  ;  the  potassium  salt 
(with  I  mol.  H20),  the  silver  salt ,  and  the  barium  salt  (with  7  mols. 
H20)  of  the  former  are  here. described. 

Glyvolylorthotolylglycinam-ide ,  OH'CH2,CO'X(C6H4AIe),CH2,COXH;, 
obtained  from  the  latter  in  like  manner  to  glycolylphenylglycinamide, 
crystallises  in  rhombic  tables  and  melts  at  152°.  A.  G.  B. 


Metaphenylenedi amine  from  Resorcinol.  By  A.  Seyewitz 
(Gompt.  rend.,  109,  814 — 817)  — Resorcinol  is  heated  in  sealed  tubes 
at  280 — 300°  for  three  hours  with  four  times  its  weight  of  anhydrous 
(but  not  fused)  calcium  chloride,  previously  saturated  with  dry 
ammonia.  The  product  is  agitated  with  twenty  times  its  weight  of 
cold  water  for  ten  minutes,  filtered,  the  amine  extracted  with  ether 
after  addition  of  a  slight  excess  of  potassium  hydroxide,  and  the 
ethereal  solution  saturated  with  dry  hydrogen  chloride,  which  pre¬ 
cipitates  crystals  of  metaplienylenediamine  hydrochloride  in  quantity 
amounting  to  about  60  per  cent,  of  the  resorcinol  taken.  Xo  un¬ 
altered  resorcinol  is  left  in  ihe  tube.  The  amine  is  not  formed 
below  200°,  and  even  at  250°  some  resorcinol  remains  unaltered. 
Direct  experiments  show  that  the  maximum  yield  is  obtained  by 
heating  for  three  hourS  at  300°;  longer  heating  reduces  the  quantity 
of  diamine  obtained.  C.  H.  B. 
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Condensation-products  of  Carbodiimides  and  Orthodi¬ 
amines.  By  I.  Moore  (7 ?er.,  22,  3186 — 3201;  compare  Ahstr., 
1880,  083). — Dimethyldiphenyldiamidorncthyleneorthophpnylenediamiue, 
C19H16N4ile2,  prepared  by  boiling  the  phenyl ene-base  with  methyl  iodide 
and  potash  in  alcoholic  solution,  crystallises  from  alcohol  in  colourless 
needles  or  prisms  and  decomposes  at  about  200°,  but.  without  melting; 
it  is  readily  soluble  in  hot  benzene  and  hot  alcohol,  but  only  sparingly 
in  boiling  water,  and  almost  insoluble  in  ether.  The  tetranitroso- 
componnd,  Ci9H14N4(XO)4,  separates  in  slender  needles  when  the 
base  is  treated  with  sodium  nitrite  in  well-cooled  glacial  acetic  acid 
solution;  it  gradually  decomposes  at  about  110°,  melts  at  about 

137 —  138°,  and  is  readily  soluble  in  ether,  glacial  acetic  acid,  hot 
benzene,  and  alcohol,  but  insoluble  in  water.  It  dissolves  freely  in 
warm  dilute  hydrochloric  acid  and  dilute  sulphuric  acid,  aud  it  gives 
Liebermann’s  nitroso-reaetion. 

Diacetyldijjaratol  yldinviidometliyleneorthojthpnylenediamine, 

CbiHjoA  4  Aco, 

prepared  by  warming  the  paratolyl-base  (Joe.  c-it .)  with  acetic  an¬ 
hydride,  crvstallises  from  warm  dilute  alcohol  in  colourless  needles, 
melts  at  142 — 143°,  and  is  readily  soluble  in  alcohol,  benzene  and 
ether,  but  almost  insoluble  in  light  petroleum.  The  dibenzoyl- 
derivative,  C2iH2nN4Bz2.  is  obtained  when  the  base  is  heated  with 
benzoic  anhydride  at  130 — 140°  for  an  hour  ;  it  crystallises  from 
boiling  alcohol  in  colourless  needles  or  slender  prisms,  melts  at 
1S4 — 1S5°,  and  is  readily  soluble  in  hot  alcohol  and  hot  benzene,  but 
only  sparingly  in  ether  and  almost  insoluble  in  light  petroleum.  The 
tetrabenzoyl- derivative,  C2]HisX4Bz4,  prepared  by  heating  the  base 
with  benzoic  anhydride  at  240 — 250°  for  2^  hours,  crystallises  from 
boiling  alcohol  in  colourless,  slender  needles,  melts  at  273 — 274°, 
and  is  readily  soluble  in  boiling  cumene,  moderately  easily  in  hot 
alcohol  and  benzene,  and  almost  insoluble  in  light  petroleum.  The 
7e/ra«droso-derivative,  CaiH,sN4(N(J)4.  crystallises  in  slender,  yellow 
needles,  gradually  decomposes  at  about  120°  and  melts  at  about 
130°  ;  it  is  readily  soluble  in  alcohol,  ether,  and  warm  benzene,  but 
almost  insoluble  in  light  petroleum.  It  gives  Liebermann’s  nitroso- 
reaetion. 

T"traphenyhhamidndimpthyleneort.hophpnylenedvimine ,  C:taHo.,Nfi,  is 
obtained  when  diphenyldiamidomethyleneorthophenylenediamine  is 
heated  at  200°  with  carbodiphenylimide.  It  crystallises  in  colourless, 
well-defined  rhombic  prisms,  a  :  b  :  c  =  0  6033  :  1  :  0T)685,  melts  at 

138— 139°,  and  is  readily  soluble  in  alcohol,  ether,  and  benzene, 
but  almost  insoluble  in  light  petroleum.  When  distilled,  it  is  de¬ 
composed  into  aniline  and  diphenyldiainidomethyleneorthophenylene- 
diamine  ;  it  is  also  decomposed  by  20  per  cent,  hydrochloric  acid 
at  100°,  yielding  dipheny (carbamide  and  phenylenediamine.  The 
hydrochloride,  (C32HoJSr6):>,3HCl,  crystallises  in  thin,  colourless  plates 
and  is  readily  soluble  in  alcohol  and  hot  water.  The  plafino- 
chloride  (C32H2;,iST6)4,3H2ptCle,  which  crystallises  in  orange-red  plates, 
is  only  sparingly  soluble  in  hot  alcohol  and  insoluble  in  water 
and  ether.  The  sulphate ,  C32H28X6,2HaS04,  crystallises  from  alcohol 
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in  eolonrless,  prismatic  needles  and  is  readily  soluble  in  hot  alcohol 
and  hot  water,  but  insoluble  in  ether.  The  tetramethyl- deriva¬ 
tive,  CS3H„iNVMe4,  crystallises  from  warm  benzene  in  colourless, 
prismatic  needles,  melts  at  181 — 182°,  and  is  readily  soluble  in  warm 
alcohol,  ether,  and  benzene,  and  in  mineral  acids.  The  tetracetyl- 
derivativc,  C35Ho|NGAc4,  crystallises  from  a  mixture  of  benzene  and 
light  petroleum  in  colourless,  well-defined  prisms,  melts  at  125 — 126°, 
and  is  readily  soluble  in  alcohol,  ether,  and  benzene,  but  only 
sparingly  in  light  petroleum.  The  /(>/ra&e»;:o?/Z-derivative,  C33HstXeBz,, 
crystallises  from  hot  alcohol  in  small,  colourless  needles  or  prisms, 
melts  at  181—182°,  and  is  readily  soluble  in  hot  alcohol  and  benzene, 
but  only  sparingly  in  ether,  and  almost  insoluble  in  light  petroleum. 

Tetraparatolijhnnidodiinethiileueorthophenylenediamine,  C36H36N6,  can 
be  prepared  by  heating  orthophenylenediaminc  (1  mol.)  with  carbo- 
diparatolylimide  (1  mol.)  at  130 — 140°,  and  then  adding  a  further 
quantity  (1  mol.)  of  the  iinide  and  heating  again  for  3—4  hours  at 
2UO°.  It  crystallises  from  hot  alcohol  in  eolonrless  needles,  melts  at 
115—110°,  and  is  readily  soluble  in  hot  alcohol  and  benzene,  but  only 
very  sparingly  in  ether  and  light  petroleum.  It  dissolves  in  con¬ 
centrated  sulphuric  acid,  yielding  a  colourless  solution,  and  it  is  decom¬ 
posed  by  30  per  cent,  hydrochloric  acid  at  150°,  yielding  ortho- 
phenylenediamine  and  dipara tolyl carbamide.  The  hydrochloride, 
(C35H36X6)2,3HC1, crystallises  from  dilute  hydrochloric  acid  in  colour¬ 
less,  prismatic  needles  and  is  readily  soluble  in  alcohol  and  hot  water, 
but  only  very  sparingly  in  ether,  and  insoluble  in  benzene.  The 
platinochloride  (C3fiH36NB)4,3H2PtCls-l- 15H30  separates  in  orange-red 
plates  when  platinic  chloride  is  added  to  a  dilute  hydrochloric  acid  so¬ 
lution  of  the  base  ;  it  loses  its  water  at  100°  and  is  insoluble  in  water, 
ether,  and  benzene,  but  readily  soluble  in  warm  alcohol.  The  sulphate, 
C^HskN^FUSO,.  crystallises  in  colourless  needles  and  is  readily 
soluble  in  hot  alcohol  and  hot  water,  but  almost  insoluble  in  benzene 
and  ether.  The  /e/race/yZ-derivative,  C36H32N6Acj,  separates  from 
benzene  in  small,  granular  crystals,  melts  at  114 — 115°,  and  is  readily 
soluble  in  alcohol,  hot  benzene,  and  hot  light  petroleum,  but  very 
sparingly  in  cold  ether.  The  Zefja5e«.eot/Z-derivative,  C36K32N6Bz4, 
crystallises  from  alcohol  in  colourless  needles,  melts  at  145 — 146°,  and 
is  readily  soluble  in  hot  alcohol,  ether,  and  benzene,  but  almost  in¬ 
soluble  in  light  petroleum.  F.  S.  K. 

Pentamidobenzene.  By  A.  W.  Palmer  and  C.  L.  Jackson  ( Amer . 
Chem.  J.,  11,  448 — 450  ;  compare  Abstr.,  1888,  825,  and  A.  Barr, 
ibid.,  822). —  Triamidodinitrobevzene ,  C6  H  (  NIL)/ N 0,)2,  was  prepared 
by  heating  tribromodinitrobenzene,  melting  at  192°,  with  alcoholic 
ammonia  at  100°  under  pressure.  It  was  obtained  in  two  forms — in 
reddish-yellow  needles  and  in  black,  amorphous  masses;  it  does 
not  melt  even  above  300°,  but  is  decomposed  if  heated  more  intensely, 
and  is  insoluble  in  most  ordinary  solvents,  but  dissolves  slightly  in 
alcohol  and  in  chloroform,  from  which  solutions  it  crystallises  in  small, 
yellow  plates.  When  reduced  with  tin  and  hydrochloric  acid,  it 
yields  a  trihydrochloride  of pevtamidobevzene ,  CGH(NH2)2(NH3C1)3, ;  this 
crystallises  in  small,  colourless,  rhombic  plates,  turning  brown  after  a 
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time,  and  forming  a  tarry  substance  when  heated  with  hot  water  or 
oxidising  agents.  This  substance  is  sparingly  soluble  in  alcohol,  and 
dissolves  easily  in  water,  from  which  it  is  precipitated,  by  passing 
in  hydrogen  chloride  ;  it  is  insoluble  in  ether,  benzene,  and  chloro¬ 
form.  The  free  base  cannot  easily  be  prepared  from  it.  Evidence 
was  also  obtained  of  the  formation  of  a  pentahydroehloride  of 
this  base.  TrianiliJodinHrobmzenp ,  C6H(NHPh)3(N02)2,  was  also 
prepared  by  heating  aniline  with  tribromodinitrobenzeno ;  it  melts  at 
179°  and  crystallises  from  alcohol  in  oiange-red  needles,  from  ether 
in  groups  of  short  prisms;  from  solution  in  benzene  or  chloroform  it 
is  deposited  in  an  amorphous  form.  It  dissolves  readily  in  benzene, 
chloroform,  and  hot  alcohol,  moderately  in  ether,  carbon  bisulphide, 
acetic  acid,  and  acetone.  It  is  not  acted  on  by  hydrochloric  acid,  but 
dissolves  in  nitric  and  sulphuric  acids,  forming  yellow  solutions. 
This  research  has  been  discontinued  owing  to  the  publication  of  a  paper 
by  Barron  the  same  subject.  C.  F.  B. 


Action  of  Carbon  Bisulphide  on  certain  Azo-compounds 
and  Hydrazones.  By  P.  Jacobson  and  Y.  Schencke  ( Ber .,  22, 
8232 — 324-5). — It  has  previously  been  shown  by  Jacobson  (Abstr., 
1888,  4S7)  that  by  the  action  of  carbon  bisulphide  on  benzeneazo-/!- 
naphthol,  two  anhydro-compounds  of  «-amido-/3-naphthol  are  formed, 

namely,  thiocarbamidonaphtJiol,  CioH(i<j^^>C'SH,  and  carbamlamido- 


naphthol ,  C10Hs<^^C'NHPh. 


The  authors  have  examined  the 


action  of  carbon  bisulphide  onbenzeneazoparaoresol,benzeneazopsendo- 
cumenol,  and  benzenedisazoresoreinol,  and  find  that  in  all  these  cases 
the  reaction  proceeds  in  a  manner  exactly  analogous  to  that  described 
above.  They  have  also  extended  their  experiments  to  the  hydrazones 
of  /3-naphthaqninone  and  phenanthraquinone,  and  show  that  the 
same  reaction  takes  place  in  these  cases  also.  The  results  obtained 
form,  therefore,  a  further  confirmation  of  the  supposition  that  the 
atoms  in  the  characteristic  groups  of  these  azo-compounds  and  ortho- 
quinonehydrazones  are  combined  together  in  the  same  manner; 
whereas,  from  their  modes  of  formation,  it  would  be  expected  that 


the  groups  would  be  represented  by  the  formulae 


■OOH 

•C-NizN-Ph 


and 


•C=0 

•C— N— NHPh 


respectively.  Between  the  various  constitu¬ 


tional  formulae  which  have  been  proposed,  this  reaction,  -which  occurs 
at  a  high  temperature,  cannot  of  course  decide. 

In  carrying  ont  the  reaction,  1  part  of  the  azo-compound  or  liydr- 
azone  is  heated  with  2 — 3  parts  of  carbon  bisulphide  in  a  sealed  tube 
for  eight  hours.  The  temperature  necessary  is  190—210°,  except  in 
the  case  of  benzenedisazoresoreinol,  when  the  reaction  takes  place  at 
150 — 155°,  but  proceeds  less  smoothly  than  with  the  other  com¬ 
pounds. 

The  products  of  the  reaction  of  benzeneazoparacresol  and  carbon 
bisulphide  arc  t hincarbamidocrcsf'l ,  C6H3]\Ie<j^^>C-SH,  and  carbanil- 


ORUANIO  UliKAIISl'KY. 


249 


nmidocresol,  C6H3Me<^^>C‘NHPh.  The  former  crystallises  from 

dilute  alcohol  in  colourless,  stellar  aggregates  of  needles,  melting  at 
216 — 217°.  The  second  compound  crystallises  from  the  same  solvent 
in  long,  colourless  needles  which  melt  at  205 — 206°.  Its  picrate 
melts  at  216 — 217°,  and  its  ace/b/1-componnd  at  86 — 87°. 

The  first  product  of  the  reaction  of  benzcncazopseudoeumenol  and 

carbon  bisulphide,  ihiocarbamidocumenol,  C6IIMe3<^^>C*SH,  crystal¬ 
lises  in  colourless  needles  melting  at  252 — 253°.  By  the  action  of 
iodine  on  its  sodium  salt,  it  is  converted  into  the  bisulphide , 

S2[C<<^!^]>C6HMe3]2,  which  separates  from  chloroform  solution  in 


colourless,  prismatic  crystals  melting  at  150 — 151°.  The  second 

compound  formed,  carbanilamidocumenol ,  C6HMe3<^^>C*NHPh, 

crystallises  in  broad,  colourless  needles  melting  at  14-5°.  Its  picrate 
melts  at  197—198°. 

The  products  of  the  reaction  of  benzenedisazoresorcinol  and  carbon 
bisulphide  are  more  difficult  to  purify  than  those  previously  men¬ 
tioned.  The  first,  thiocarbodiamidoresorcinol ,  C6H2[<  j^^>C-SH]2, 


forms  an  amorphous,  yellowish-white  powder,  which  commences  to 
blacken  at  250°,  and  melts  with  decomposition  at  270°.  Carbanildi- 

amidoresorcinol,  C6H2[<^^>(>NIIPh]2,  is  likewise  an  amorphous 


powder,  which  blackens  at  240°,  and  melts  with  complete  decomposi¬ 
tion  at  270°.  It  unites  with  2  mols.  of  picric  acid  forming  a  picrate 
which  melts  above  240°. 

The  two  compounds  obtained  by  the  reaction  of  naphthaquinone- 
hydrazone  and  carbon  bisulphide  are  isomeric  with  those  obtained 
from  benzcneazo-/3-haplithoI,  in  which  the  nitrogen  and  oxygen- 
atoms  are  in  the  a-  and  /^-positions  respectively.  In  the  compounds 
to  be  described  these  positions  are  reversed.  Thiocarbamido-x - 

naphthol,  Ci0H0<[q^>C-SH,  crystallises  in  long,  colourless  needles, 


which  melt  with  decomposition  at  259 — 260°,  and  are  readily  soluble 
in  warm  alcohol,  acetic  acid,  and  benzene.  It  is  converted  by  potas¬ 
sium  ferricyanide  into  the  bisulphide.  The  second  compound,  carb- 

N 

anilamido-a.-naplitliol ,  CioHg-c^Q^C’NH’Ph,  crystallises  from  chloro¬ 


form  in  colourless  needles  melting  at  232 — 233°,  and  is  easily  soluble 
in  benzene,  alcohol,  and  acetic  acid.  Its  picrate  forms  microscopic 
prisms  and  melts  at  213 — 214°. 

Phenanthraquinonehydrazone  and  carbon  bisulphide. — Thiocarb - 

auiidophenanthrol,  ChH8<^^>(>SH,  is  formed  in  very  small  quantity, 

and  is  an  amorphous,  colourless  powder.  Carbauilauiidophenanthrol, 

CiiHb<^^C*NHPh,  crystallises  from  glacial  acetic  acid  in  pale- 

yellow  needles,  united  to  stellate  aggregates,  which  melt  at 
VOL.  LVI11.  S 
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192 _ 193°.  It  is  readily  soluble  in  alcohol  and  benzene,  less  so  in 

acetic  acid,  and  is  resolved  by  alcoholic  potash  into  aniline,  ammonia, 
carbonic  anhydride,  and  hydrophenanthraquinone.  Its  picrate 
forms  microscopic  prisms  melting  at  235  236  ,  and  its  acetyl- deriva¬ 

tive  crystallises  in  small,  colourless  plates,  and  melts  at  163 — 164°. 

The  hydrazones  of  orthodiketones  (formerly  regarded  as  mixed 
azo-compounds)  do  not  act  in  this  manner  with  carbon  bisulphide. 
Parahydroxyazo-componnds  are  attacked,  but  resinous  products  are 
formed.  Azobenzene,  on  the  other  hand,  is  converted  at  280 — 300° 

1ST 

into  the  compound  C6H4<g^>C*SH,  described  by  Hofmann  (Abstr., 
1887,  823).  H.  G.  C. 

Ethyl enephenylhydrazine.  By  0.  Burchard  (Annalen,  254, 
115 — 12S  ;  compare  Abstr.,  1889,  138). — *-Ethylenephenylhydrazine 
(m.  p.  90*5°)  dissolves  in  concentrated  sulphuric  acid,  and  on  adding 
a  trace  of  nitric  acid  an  intense  purple-red  coloration  is  produced. 
When  it  is  treated  with  sodium  nitrite  in  dilute  hydrochloric  acid 
solution,  nitrosoethylenediphenyldiamine  (m.  p.  160°)  is  precipitated. 
The  sulphate,  C2H4(NPh-NH»)o,H3S04,  crystallises  from  dilute 
alcohol  in  colourless  needles,  and  is  only  sparingly  soluble  iu  alcohol. 
The  nitrate ,  C3H4(NPh*NH3)3,2HN03,  crystallises  from  alcohol  in 
colourless  needles  or  plates,  is  readily  soluble  in  water,  and  melts  at 
17*2 — 173°  with  decomposition.  The  oxalate.  C2H4(NPh*NH3)3,C3H304, 
crystallises  in  needles  melting  at  183°  with  decomposition.  The 
dxacetyZ- derivative,  C3H4(NPlrNHAc)2,  crystallises  from  alcohol  in 
slender,  colourless  needles,  melts  at  222°,  and  is  readily  soluble  in 
glacial  acetic  acid,  but  only  sparingly  in  cold  alcohol,  and  insoluble  in 
ether. 

Fthy leneph enylhy drazin ed isuccin ic  acid, 

C3H4(NPh-CO-C3H4*COOH)2, 

prepared  by  heating  the  hydrazine  (1  mol.)  with  succinic  anhydride 
(2  inols.)  iu  alcoholic  solution,  separates  from  dilute  alcohol  in 
colourless  crystals,  melts  at  203°,  and  is  almost  insoluble  in  alcohol, 
but  readily  soluble  in  water.  The  sodium  salt  is  crystalline;  the  lead 
salt  separates  from  hot  water,  in  which  it  is  only  very  sparingly 
soluble,  in  the  form  of  a  crystalline  powder. 

NPlrXH-CO 

Succinylethy  lenep  heny  Ihyd  razi  ne,  C2H4  <  jq-  ^  ^  ^  q  >  C3  H4 ,  is 

obtained  when  the  hydrazine  is  heated  at  about  180°  with  succinic 
anhydride.  It  is  a  colourless  powder,  readily  soluble  in  alcohol  and 
chloroform,  but  insoluble  in  ether;  it  has  no  well-defined  melting 
point,  as  it  begins  to  sinter  together  at  100 — 110°,  and  only  becomes 
completely  liquid  at  about  126°.  When  boiled  with  alcoholic  potash,  it  is 
converted  into  a  compound,  probably  ethylenephenylhydrazinesuccinic 
acid,  which  has  acid  properties  ;  this  substance  is  a  colourless  powder, 
melts  at  137 — 140°  with  previous  softening,  and  is  readily  soluble  in 
alcohol,  but  only  very  sparingly  in  ether  and  chloroform. 

f.  7  7  ./  7  7  7  7  7  NPh-NHCO 

Oxaly lethylen epheny Ihydraz me,  C3H4<  ^  prepared  by 
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heating  the  oxalate  at  about  183°,  is  a  colourless,  amorphous  powder 
soluble  in  alcohol. 

E  thy  lend  riphenylthiosemicarbazvle, 

XHPh-CS-XH-XPh-C2H4-XPlrXH2, 

separates  as  an  oil  when  an  alcoholic  solution  of  the  hydrazine  is 
warmed  with  phenylthiocarbimide ;  it  crystallises  from  alcohol  in 
slender  needles,  melts  at  1C4'5°,  and  is  moderately  easily  soluble  in 
alcohol. 

Ethylenetetraphenyldithiosemicarbazide,  CbH^XPh'XH’CS'XHPh)^ 
is  a  crystalline  powder,  melts  at  194’5°,  and  is  sparingly  soluble  in 
alcohol. 

Acetonethylenephenyllnjdrazine ,  CMcaiX'XPlrChBvXPlrXHj,  pre¬ 
pared  by  boiling  the  hydrazine  with  acetone  in  alcoholic  solution, 
crystallises  from  alcohol  in  colourless  plates,  melts  at  71 — 72°, 
and  has  basic  properties.  The  acetophenone  condensation-product, 
C2H4(XPh’XICMePh)2,  crystallises  from  alcohol  in  golden  needles, 
melts  at  117—118°,  and  is  only  sparingly  soluble  in  alcohol. 

Attempts  to  prepare  condensation-products  with  dialdehydes  and 
diketones  were  unsuccessful.  F.  S.  K. 

Oximes.  By  H.  Goldschmidt  {Her.,  22,  3101 — 3114).  -Curb- 
anilidobenzaldoxime ,  CHPhiX’O'CO'N  llPli,  is  obtained  when  benzald- 
oxime  (1  mol.)  is  warmed  with  phenylcarbimide  (1  mol.)  in  benzene 
solution.  It  crystallises  from  benzene,  alcohol,  and  ether  in  colourless 
needles,  melts  at  135 — 136°,  and  is  decomposed  when  heated  above 
its  melting  point,  yielding  diplienylcarbamide,  benzonitrile,  water 
and  carbonic  anhydride  ;  other  earbanilidoximes  give  analogous  de- 
eomposition-prodnets  under  the  same  conditions.  When  warmed 
with  alcoholic  potash,  it  is  decomposed  into  benzaldoxime  and  ethyl 
plienylcarbamate,  and  when  boiled  with  alkalis,  it  yields  benzaldoxime 
and  aniline. 

Carbanilidoanisaldoxime,  OMe^oHj'CHiX'O'CO'XHPh,  crystallises 
from  benzene  in  long  needles  melting  at  S2°. 

Dicarbanilidosalicy  laid  oxime, 

.  XHPlrC0-0X:CH-C6H4-0-C0-XHPh, 

crystallises  from  benzene  in  small  scales  melting  at  115°. 

Carbanilidof urfuraldoxime,  C4H30'CH!X*0’C0’XHPh,  crystallises 
from  benzene  in  needles  melting  at  138°. 

Carbanilidoacetoxime,  CMe^X’O'CO'XHPli,  crystallises  from  benzene 
in  needles  and  melts  at  10S°. 

CarbanilidoacetopTiPnoneoxime ,  GMePhiX'O'CO'XHPh,  crystallises  in 
small,  colourless  needles,  and  melts  at  12(1°. 

Carbanilidobenzophenoneoxime,  CPh2!X'0'C0'XHPb,  crystallises 
from  benzene  in  colourless,  microscopic  needles  melting  at  176°. 

Carbanilidocarvoxime ,  CioHhIX’O’CO’XHPIi,  crystallises  from  ben¬ 
zene  in  prisms  and  melts  at  130°.  The  corresponding  derivative  of 
isocarvoxime  crystallises  from  benzene  in  needles  melting  at  150°. 

Garbamlidocamphoroxime ,  CiaH1(i;X-0‘CO'XHPli,  crystallises  from 
benzene  in  needles  and  melts  at  94°;  it  is  decomposed  when  heated 

s  2 
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at  120 — 130°,  yielding  diphenylcarbamide,  campholenenitrile,  carbonic 
anhydride,  and  water, 

Propionaldoxime  and  valeraldoxime  combine  with  phenylearb- 
imide  with  developmentof  beat,  yielding  oily  compounds;  mesitylene- 
oxime  also  gives  an  oily  product. 

Carbanilidoquinoneoxime,  C6H40:N'0-C0-NHPh,  crystallises  in  short, 
yellow  prisms,  begins  to  decompose  at  about  1 10°,  and  decomposes 
completely  at  100°,  but  without  melting.  It  is  decomposed  by  boiling 
alcohol,  yielding  quinoueoxime,  and  when  ti-eated  with  alkalis  it  is 
decomposed  into  quinoueoxime,  aniline,  and  carbonic  anhydride ; 
other  carbanilidoximes  of  this  class  show  a  similar  behaviour  with 
alkalis. 

Carbanilidothymoquinoneoxime ,  CmHioOiN'O'CO'NHPh,  crystallises 
in  long,  yellow  needles  melting  at  131 — 132°. 

Carbauilido-a.-naphthaquiuoneo.vime,  CinH6OiN‘CbCO'NHPh,  crystal¬ 
lises  in  yellow  prisms,  begins  to  decompose  at  about  160°,  and  melts 
at  170°. 

Carbanilido-fi-naplithaquinone-firoxime,  prepared  from  /3-nitroso-a- 
naphthol,  crystallises  from  benzene  (with  benzene)  in  greenish-yellow, 
microscopic  prisms,  and  decomposes  at  119 — 120°. 

Ca rhani lido-fi- naph thaquivone-a-oxime,  prepared  from  «-nitroso-/3- 
naphthol,  crystallises  in  small,  yellow  needles  and  melts  at  126 — 128°. 

When  /?-naphthaquinonedioxime  (1  mol.)  is  warmed  with  phenyl- 
carbimide  (2  mols.)  in  benzene  solution,  diphenylcarbamide  is  preci¬ 
pitated  and  the  solution  contains  /3-naphthaqninonedioxime  anhydride 
(in.  p.  78°).  Toludiquinoyltetroxime  is  also  converted  into  the  an¬ 
hydride  under  the  same  conditions,  the  phenylcarbimide  being  con¬ 
verted  into  diphenylcarbamide. 

Carbanilidoisonitrosobutyl  methyl  ketone,  COMe’CPriN’O’COfNHPh, 
crystallises  from  benzene  in  colourless  plates  and  melts  at  92 — 93°. 

Carbanilidomethylpropylyly oxime,  NOHiCMe’CPriN-CbCO'NHPh,  is 
obtained  w’hen  the  preceding  compound  is  treated  with  hydroxyl  - 
amine  hydrochloride  in  alcoholic  solution  ;  it  crystallises  from  benzene 
in  colourless  plates  melting  at  129 — 131°. 

Cicarbanilidomethylpropylgly  oxime, 

NHPlrCO*0-N:CMe-CPr:N*0*COjNHPh, 

prepared  by  treating  methylpropylglyoxime  with  phenylcarbimide  in 
benzene  solution,  crystallises  in  nacreous  plates,  melts  at  164 — 17U° 
with  decomposition,  and  is  only  sparingly  soluble  in  warm  benzene. 

Carbanilido-jt-benzilmonoxime,  COPh'CPhiN'O'CO-XHPh,  prepared 
from  ac-benzilmonoxime.,  crystallises  from  benzene  in  small  prisms, 
melts  at  144°,  and  is  decomposed  when  w’armed  with  alkalis,  yielding 
aniline  and  a-benziloxime  ;  it  turns  yellow  on  exposure  to  light. 

Carbanilido-y-benzilmonoxime,  prepared  from  y-benzilmonoxime, 
crystallises  from  benzene,  with  4  mol.  of  benzene,  in  colourless  needles, 
loses  its  benzene  at  10(J°,  and  melts  at  143°  ;  it  turns  yellow  on 
exposure  to  light,  and  is  decomposed  by  alkalis,  yielding  aniline  and 
the  y-oximc. 

D  tcarbanilido-oL  -benzildioxim  e, 

NHPh-CO-O-XiCPh-CPhIN-O-CO-NHPh, 
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crystallises  in  colourless,  microscopic  plates,  melts  at  180°,  and  is  only 
sparingly  soluble  in  tbe  ordinary  solvents;  it  is  decomposed  by 
alkalis.  1 

Dicarbanilido-fi-bev:ildioxime  crystallises  from  benzene  in  small 
prisms,  melts  at  187°,  and  is  decomposed  by  alkalis. 

Dic(irbanilido-<'i-benzildioxime  crystallises  from  benzene  in  colouldesst 
needles  containing  benzene,  and  melts  at  about  175°;  when  warmed 
with  alkalis,  it  is  decomposed  into  aniline  and  benzildioxime  tin- 
hydride  (m.  p.  94°). 

The  fact  that  all  the  benziloximes  react  with  phenylcarbimide 
with  equal  readiness,  yielding  compounds  of  equal  stability,  is 
evidence  in  favour  of  Auwers’  and  Meyer's  views,  namely,  that  the 
benziloximes  are  stereochemically  isomeric. 

Carbanilidoisobenzaldoxime ,  ChH|2N202,  is  obtained  when  isobenzald- 
oxime  (1  mol.)  is  treated  with  phenylcarbimide  (1  mol.)  in  ethereal 
solution,  the  precipitate  quickly  separated  by  filtration,  aud  recrystal¬ 
lised  from  cold  ether.  It  separates  from  benzene  in  colourless  needles, 
and  from  ether  in  quadratic  plates  melting  at  94°  with  decomposition. 
It  is  much  more  readily  decomposed  by  alkalis  than  its  isorneride  (see 
above),  yielding  diphenylcarbamide,  aniline,  and  isobenzaldoxime  ; 
this  behaviour  is  not  in  accordance  with  Beckmann’s  formula  for  iso¬ 
benzaldoxime,  neither  is  the  fact  that  carbanilidoisobenzaldoxime 
readily  undergoes  intra-molecular  change.  When  a  few  bubbles  of 
hydrogen  chloride  are  passed  into  a  cold,  saturated  benzene  solu¬ 
tion  of  carbanilidoisobenzaldoxime  it  is  wholly  converted  into  the 
isorneride  (m.  p.  Bio — 13(3°),  some  of  which  separates  from  the 
solution  in  crystals;  the  same  change  is  brought  about,  but  more 
slowly,  by  a  trace  of  phenylcarbimide.  F.  S.  K. 

Amidoximes  and  Azoximes.  By  F.  Tiejiaxx  ( Ber 22, 
3124 — 3130). — General  remarks  on  the  papers  of  Wurm  (this  vol., 
p.  2oS),  Zimmer  (next  abstract),  Stieglitz  (next  page),  and  Koch 
(this  vol.,  p.  200). 

Action  of  Aldehydes  on  Benzenylamidoxime.  By  H.  Ziiimer 
(Ber.,  22,  3140 — -3147). — Tiemann  has  shown  (this  vol.,  p.  44)  that 
acetaldehyde  forms  a  condensation-product  with  benzenylamidoxime. 
The  author  has  extended  this  reaction  to  other  aldehydes. 

N‘0 

Benzenylhydrazox,imephenylethylidene,  CPh<y^jj  )>CH*CH2Ph,  is 

formed  when  phenylacetaldehyde  acts  on  benzenylamidoxime.  It 
forms  small,  white  needles  sparingly  soluble  in  boiling  water,  easily 
so  in  ether,  chloroform,  and  benzene,  and  melts  at  136°.  Aqueous 
hydrochloric  acid  resolves  the  compound  into  its  components,  but  dry 
hydrogen  chloride  forms  with  it  a  crystalline  hydrochloride.  When 
oxidised  with  the  calculated  quantity  of  potassium  permanganate,  the 
hydrazoxime  yields  benzenylazoximephenylethenyl, 

T5Ph<^°>(>CH2Ph. 

This  is  crystalline,  insoluble  in  water,  soluble  in  alcohol  and  chloro- 
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form,  sparingly  so  in  ether,  and  melts  at  118°.  Neither  acids  nor 
alkalis  have  any  action  on  it. 

N-0 

Benzenylhydrazoxime'propylidene,  CPh<^Tjj  )>CHEt,  obtained  by 

the  action  of  propaldehyde  on  benzenylamidoxime,  forms  colour¬ 
less  crystals  sparingly  soluble  in  water,  easily  so  in  organic  solvents, 
and  melts  at  64°.  When  heated  with  alkalis  or  acids,  it  is  resolved 
into  its  components.  The  hydrochloride  is  crystalline.  Benzenyl- 

a zox hneprop en yl,  CPh<^  jj^>CKt,  is  a  colourless  oil  boiling  at 

230 — 235°.  It  is  soluble  in  alcohol,  insoluble  in  water.  Acids  and 
alkalis  are  without  action  on  it. 

N-0 

Benzenylhydrazoximeisobutylidene,  CPh<^j_j  ^>CH-CHMe3,  forms 

silky  needles  soluble  in  boiling  water,  in  organic  solvents,  and  in  cold 
concentrated  hydrochloric  acid.  When  heated  with  acids  or  alkalis, 
it  is  resolved  into  its  components.  The  hydrochloride  is  crystalline. 
Benzenylazoxinieixobutenyl  is  an  oil  soluble  in  alcohol,  ether,  and 
chloroform,  boils  at  253 — 255°,  and  is  indifferent  towards  acids  and 
alkalis. 

N*0 

Benzenylhydrazoximeisoamylidenc,  CPh<^^^^CH-CH3-CHMe3,  is 

sparingly  soluble  in  boiling  water,  easily  so  in  organic  solvents, 
crystallises  in  colourless  needles,  and  melts  at  83°.  It  is  decomposed 
by  hot  acids  or  alkalis,  and  forms  a  cry-stalline  hydrochloride.  Ben- 
zenylazoximeisoamenyl  is  an  almost  colourless  oil  of  slightly  aromatic 
odour,  and  is  soluble  in  organic  solvents.  It  boils  at  257°,  and  is 
indifferent  to  acids  and  alkalis. 

No  analogous  hydrazo-compound  could  be  obtained  from  benz- 
aldehyde,  dibenzenylazoxime  melting  at  107°  being  at  once  formed. 

N-0 

Benzenylhydrazoximesalicidene ,  CPh<^jj  ^CH-C6HyOH,  crystal¬ 
lises  in  colourless  needles,  and  melts  at  155u.  It  is  sparingly  soluble 
in  water,  easily-  so  in  organic  solvents  and  in  cold  alkalis. 

N-0 

Benzenylazoximesalicenyl ,  CPh<^  ^^'C-CeHyOH,  is  isomeric  with 

Spilker’s  salicenylazoximebenzenyl,  OH-C6HyC<^  ‘^>CPh  (this  vol., 

p.  143),  and  resembles  it  in  all  its  properties.  It  is,  therefore, 
probable  thar  these  two  compounds  are  identical,  a  molecular  re¬ 
arrangement  taking  place  during  one  or  other  mode  of  formation. 

The  lrydrochlorides  of  all  these  hydrazoximes  are  decomposed  by- 
water,  and  are  only  formed  by  the  action  of  dry  hydrogen  chloride. 

L.  T.  T. 

Behaviour  of  Amid  oximes  towards  Diazobenzene-deriva¬ 
tives.  By  J.  Stikqlitz  (Ber.,  22,  3148— 31G0).— When  benzenyl¬ 
amidoxime  acts  on  diazobenzene  chloride  or  sodium  diazobenzene- 
sulphonate,  diazoamidobenzene  and  a  compound  CuH13N30  are  formed. 
The  latter  compound  seems  to  be  formed  from  2  mols.  of  the  amid- 
oxime,  the  diazo-compound  playing  the  part  of  determining  agent 
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only,  probably  acting,  as  it  sometimes  does,  as  a  mixture  of  aniline 
and  nitrons  acid.  The  autlior  lias  obtained  the  same  compound 
C)|TJnN30  by  the  action  of  nitrous  acid,  and  of  some  mild  oxidising 
agents,  though  the  yields  were  small.  This  compound  benzenyl- 

hydrazoximeamidobenzylidenc,  CPh<v^  ^  )>CPlrNH2,  crystallises  in 

rhombic  plates,  and  melts  at  124 — 125°,  being  resolved  into  benzo- 
nitrile  and  benzenylamidoxime.  It  is  insoluble  in  water,  sparingly 
soluble  in  ether,  moderately  so  in  alcohol,  benzene,  and  chloroform. 
It  has  no  acid  properties,  and  is  only  very  slightly  basic,  its  unstable 
hydrochloride  only  being  formed  when  dry  hydrogen  chloride  is  passed 
into  a  chloroform  solution  of  the  base.  This  salt  is  soluble  in  water, 
but  after  a  time  the  aqueous  solution  gradually  deposits  the  free 
base.  It  crystallises  in  colourless,  microscopic  needles,  which  melt 
at  144 — 145°,  and  at  a  few  degrees  higher  temperature  decompose 
into  ammonium  chloride,  dibenzenylazoxime,  and  small  quantities  of 
benzonitrile.  The  same  decomposition  takes  place  very  rapidly  when 
the  alcoholic  solution  is  boiled.  The  platinochloride  forms  a  pale- 
yellow  precipitate  melting  at  125'5°,  and  charring  at  130 — 140°.  The 
picrate  forms  a  golden-yellow  precipitate,  melts  at  148 — 149°,  and 
explodes  at  a  few  degrees  higher.  The  free  base  is  not  attacked  by 
cold  dilute  acids  or  alkalis,  but  when  boiled  with  alkali  is  at  once 
resolved  into  benzonitrile  and  benzenylamidoxime.  When  heated 
with  strong  aqueous  hydrochloric  acid  at  100u,  benzenylamidoxime, 
benzoic  acid,  dibenzenylazoxime,  and  ammonia  are  formed.  Boiling 
glacial  acetic  acid,  or  alcoholic  solution  of  hydrogen  chloride,  yields 
dibenzenylamidoxime.  The  absence  of  a  free  oximido-gronp  is  shown 
by  ferric  chloride  giving  no  coloration.  This  base  is  stable  towards 
nitrous  acid.  Heated  with  carbon  bisulphide  at  100°,  it  yields  the 
compound  Cf,H6hr2S2  (Schubart,  this  vol.,  p.  49),  probably  after 
previous  partial  decomposition  into  benzenylamidoxime  and  beuzo- 
nitrile.  Taking  all  these  facts  into  consideration,  the  author  considers 
the  above  to  be  its  most  probable  formula. 

Orthohoinobenzenylhydrazoximeamido-orthohomobenzylidene, 

C6H4Me-C<^°  >  C(NH2> -C.H.Me, 

was  obtained  bj-  the  action  of  sodium  diazobenzenesulphonate  on 
orthohomobenzenylamidoxime.  It  forms  colourless,  microscopic 
crystals  easily  soluble  in  chlorofoi’m,  alcohol,  and  benzene,  less  so  in 
ether,  and  insoluble  in  water  and  aqueous  acids  and  alkalis.  It  melts 
at  109  — 110°,  and  although  stable  at  ordinary  temperatures,  gradually 
decomposes  in  hot  summer  weather  into  orthotolunitrile  and  ortho¬ 
homobenzenylamidoxime.  The  same  decomposition  is  readily  effected 
by  hydrochloric  acid  at  100°.  The  author  had  not  enough  of  this 
hydrazoxime  to  prepare  orthohomobenzoyl-orthohomobenzenylamidoxime, 
C6H4Me‘C(]NH2)iISr-0‘C0,C6H4iMe,  directly  from  it,  but  obtained  the 
latter  compound  by  the  action  of  orthotoluic  chloride  on  orthohomo¬ 
benzenylamidoxime.  ,  It  crystallises  in  long,  silky  needles  resembling 
asbestos,  is  easily  soluble  in  alcohol,  chloroform,  ether,  and  benzene, 
and  in  acids,  is  almost  insoluble  in  water  and  alkalis,  and  melts  at 
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117 — 118°.  At  180°  water  is  given  off,  and  di-orthohom ohenzemylaz- 
N'O 

oxime ,  C6H4Me-C<^  ^^>C-C6H4Me,  is  formed.  This  forms  very  thin, 

silky  needles  exceedingly  soluble  in  alcohol,  ether,  benzene,  and 
chloroform,  and  melts  at  58 — 59°.  It  sublimes  unchanged,  and 
volatilises  in  steam  or  alcohol  vapour. 

Metanitrobenzenylhydrazoximeamido-metanitrobenzylidene, 

N02-CfiH4-C<^g>C(NH2)-aH4'N02, 

was  obtained  by  the  action  of  sodium  diazobenzensulphonate  on 
metanitrobenzenylamidoxime ;  it  is  a  pale-yellow  substance  almost 
insoluble  in  the  usual  solvents.  It  is  most  soluble  (1  :  2000)  in 
alcohol.  It  melts  at  150 — 151°.  When  boiled  with  alkalis,  it  is 
decomposed  into  the  nitrile  and  amidoxime,  bnt  a  trace  of  vietanitro- 

N-0 

benzenylazoximemetanitrobenzenyl,  NQ3,C6H4,C<f  ^^CbCsHyNOg,  is 

also  formed.  The  latter  is,  however,  best  obtained  by  the  action  of 
strong  cold  sulphuric  acid  on  the  hydrazoxime.  A  mixture  of  meta¬ 
nitrobenzenylamidoxime  and  metanitrobenzonitrile  gave  no  trace  of 
the  azoxime  with  sulphuric  acid.  The  azoxirne  may  also  he  obtained 
from  the  hydrazoxime  by  boiling  the  latter  with  glacial  acetic  acid. 
It  forms  microscopic,  micaceous  needles  sparingly  soluble  in  cold 
organic  solvents,  melts  at  168°,  and  sublimes  unchanged.  The  author 
obtained  the  same  compound  by  acting  on  metanitrobenzenylamid¬ 
oxime  with  metanitrobenzoic  chloride. 

Attempts  to  get  analogous  compounds  by  the  action  of  diazobenzene 
chloride  on  compounds  of  the  general  formula  NHR'CPh!N*OH 
have  as  yet  proved  fruitless. 

In  the  course  of  his  work,  the  author  finds  that  in  the  action  of 
hydroxylamine  on  thiamides  and  thianilides  the  presence  of  excess  of 
alkali  is  an  advantage. 

Thiobenzorthotoluide,  CSPlrNH'CgH^Ie,  is  formed  by  fusing 
benzorthotoluide  with  phosphoric  pentasulphide.  It  crystallises  from 
benzene  in  pale-yellow  prisms,  and  melts  at  85 — 86°.  When  heated 
with  an  alcoholic  solution  of  hydroxylamine  hydrochloride,  it  yields 
benzenylorthetoluidoxime,  NOH:CPh-NH-C6H4Me.  When  excess  of 
alkali  is  present,  the  reaction  is  very  much  accelerated.  This  com¬ 
pound  crystallises  in  hexagonal  prisms,  is  easily  soluble  in  acids, 
alkalis,  and  organic  solvents,  and  melts  at  147°.  L.  T.  T. 

Constitution  of  Benzhydroxamic  Acid.  By  G.  Minunni  ( Ber ., 
22,  3070 — 3071). — The  compound  N2HPhlCPh,OII  is  formed  when 
benzhydroxamic  acid  is  heated  at  130 — 140°  with  plienylhydrazine  ;  it 
crystallises  from  dilute  alcohol  in  colourless  needles,  and  melts  at 
165 — 166°.  The  formation  of  this  compound  shows  that  benzhydr¬ 
oxamic  acid  has  the  constitution  OH-CPblNOH.  F.  S.  K. 

Oils  of  Wintergreen  and  Birch.  By  H.  Trimble  and  H.  J. 
M.  Schuoeter  (Pharm.  J.  Trans.,  20,  166— 168).— The  authors  find 
that  the  oils  of  wintergreen  and  birch  are  physically  and  chemically 
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identical,  each  consisting  of  methyl  salicylate  and  small  quantifies  of 
benzoic  acid  and  ethyl  alcohol,  together  with  from  0‘3  to  0‘447  per 
cent,  of  a  hydrocarbon  of  the  formula  C|5H2j.  A  sample  of  artificial 
oil  of  wintergreen  had  the  physical,  but  not  the  chemical  properties 
of  these  oils,  and  was  not  pure  methyl  salicylate.  11.  R. 

Methysticin.  By  C.  Pomeranz  (Monntsh.,  10,  783 — 703;  com- 
pare  Abstr.,  1888,  1207,  and  1S80,  278). — This  compound  exists  in  the 
root  of  Macropiper  mefhi/sticum,  from  which  it  may  be  best  prepared 
by  exhaustion  with  boiling  SO  per  cent,  alcohol ;  the  solution  is  con¬ 
centrated  and  allowed  to  remain  in  a  cool  place  for  some  days,  when 
a  crystalline  deposit  separates,  and  this  on  recrystallisation  from 
boiling  alcohol  furnishes  pure  methysticin  in  the  form  of  inodorous, 
tasteless,  prismatic  needles  melting  at  137°.  It  has  the  formula 
c15h,a,  is  insoluble  in  cold  water,  only  slightly  soluble  in  hot  water, 
light  petroleum,  and  ether,  but  is  readily  dissolved  by  boiling  alcohol, 
and  cannot  be  distilled  unchanged.  On  treatment  with  potash  or 
soda,  the  compound  is  dissolved  with  formation  of  the  potassium  or 
sodium  salt  respectively  of  an  acid  which  the  author  has  named 
methysticinic  acid.  The  free  acid,  CuHi205,  crystallises  in  yellow, 
prismatic  needles  resembling  piperic  acid,  is  sparingly  soluble  in 
ordinary  solvents,  dissolves  readily  in  solutions  of  the  alkalis,  molts 
at  1S0°  with  evolution  of  carbonic  anhydride,  and  is  coloured  red  by 
a  solntion  of  ferric  chloride.  On  oxidation  with  a  solution  of  potas¬ 
sium  permanganate,  it  is  converted  into  a  compound  identical  with 
Fittig  and  Reinsen’s  piperonylic  acid,  CH3!02iC<;H3'C00H 
[02  :  COOH  =  1:2:  4],  which  melts  at  227°,  and  gives  a  charac¬ 
teristic  calcium  salt. 

Methysticol  is  obtained  on  boiling  methysticinic  acid  with  alkalis  or 
dilute  acids.  It  melts  at  94°,  is  insoluble  in  alkalis,  but  is  readily  dis¬ 
solved  by  alcohol  or  ether,  crystallises  in  flat  prisms,  forms  a  com¬ 
pound  with  phenylhydrazine  which  melts  at  143°,  and  has  the 
formula  C|3H1203. 

In  consideration  of  its  behaviour  with  potash,  methysticin  must  be 
regarded  as  the  methyl  salt  of  methysticinic  acid,  CHz.CbiCiiHsAHA 
[O,  :  C7H,03  =  1  :  2  :  4],  the  group  C7H703,  if  methysticinic  acid 
is  regarded  as  a  /3-ketonic  acid,  being  represented  by  the  chain 
— CHiCH-CHiCH'CO’CHvCOOH.  The  author  has  not  succeeded 
in  detecting  the  least  trace  of  benzoic  acid  in  the  oxidation-product 
of  methysticin  (compare  Xolting  and  Kopp,  Mon.  Sci.,  1874,  921). 

G.  T.  M. 

Tannins.  By  C.  Etti  ( Monatsh .,  10,  805 — 806;  compare  this 
vol.,  p.  164).— Since  the  tannin  CjsHnOg,  obtained  from  the  aqueous 
extract  of  the  wood  of  the  Slavonian  oak,  is  a  dimethoxy-derivative 
of  a  ketonic  acid  formed  by  the  condensation  of  2  mols.  of  gallic 
acid,  each  of  which  has  two  hydroxyl-groups  placed  symmetrically  to 
the  carboxyl-group  ;  and  since  the  formation  of  the  kctonic  acid  must 
be  accompanied  by  the^pliting  off  of  a  molecule  of  water  from  one 
of  the  carboxyl-groups,  the  ketonic  acid  must  have  the  constitutional 
3.  °  5  1  2, 3,  4  6 

formula  C6H2(OH)3-CO  AH(OH)3-COOH. 
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It  has  yet  to  be  determined  which  of  the  hydroxyl-groups  represent 
the  two  methoxyl-groups  in  the  tannin.  G.  T.  M. 

Ethyl  Diphenaeylacetoacetate.  By  C.  Paal  and  A.  Hoekmaxn 
(Bar.,  22,3*225 — 3232). —  Paal  has  previously  shown  (Abstr.,  1884, 
538)  that  ethyl  phenacylacetoacelate  (ethyl  acetophenoneacetoacetate) 
is  converted  by  dilute  aqueous  potash  into  phenacylacetone.  In 
this  reaction,  a  small  quantity  of  a  semi-solid  insoluble  substance 
is  always  obtained,  consisting  of  a  crystalline  mass,  saturated  with 
oil.  The  latter  may  be  removed  by  extraction  with  cold  alcohol,  and 
the  residue  recrystallised  from  the  hot  liquid.  Two  kinds  of  crystals 
are  thus  obtained  and  can  be  separated  mechanically.  The  com¬ 
pound  present  in  smaller  quantity,  Ci6Hi3BrO,  does  not  combine  with 
phenylhydrazine  or  hydroxylamine,  and  is  very  stable  towards  re¬ 
ducing  agents,  but  the  amount  obtained  was  too  small  for  further 
examination. 

The  second  compound  may  be  obtained  pure  by  recrysrallisation 
from  alcohol,  and  forms  large,  transparent  monosymmetric  tables 
which  have  the  composition  C22HK05,  and  consist  of  ethyl  diphenacyl- 
acetoacetate,  CAc(CH2-COPh)3-COOEt,  the  ethyl  salt  of  a  tri- 
ketonic  acid.  It  forms  large,  monosymmetric  crystals,  a:  b  :  c  = 
1-67G6  :  1  :  IT  152;  (3  =  8G°  18'.  It  melts  at  82—83°,  is  insoluble  in 
water,  sparingly  soluble  in  alcohol,  but  readily  in  chloroform,  acetic 
acid,  and  benzene.  With  phenylhydrazine,  it  yields  a  dihydrazone, 
Ca4HMA403,  which  forms  yellow,  crystalline  flocks  melting  at  88 — 92°, 
and  readily  undergoing  decomposition.  With  hydroxylamine  it  forms, 
according  to  the  conditions  of  the  experiment,  a  mono-,  di-,  or  tri¬ 
oxime;  all  three  are  amorphous,  soluble  in  alkalis  and  most  organic 
solvents,  but  insoluble  in  water.  The  mono-  and  di-oxime  melt  at 
G1 — 63°,  and  the  trioxime  at  6G — 68°. 

The  ethyl  salt  is  very  stable  towards  aqueous  potash,  but  is  readily 
converted  by  alcoholic  potash  into  the  potassium  salt  of  diphenacyl- 
acetic  acid,  which  is  identical  with  the  acid  previously  obtained  by 
Paal  and  Kues  (Abstr.,  1887,  261),  and  yields,  with  phenylhydrazine, 
the  same  derivative,  l-3-diphenyl-5-phenacyl-6-pyridazonephenyl- 
lSTPh-rn  1  * 

hydrazone,  N<cpivCH Q>CH-CH2*CPh:N2HPh. 

When  heated  with  alcoholic  ammonia,  diphenylacetic  acid  is  con¬ 
verted  into  2  :  G-diphenylpyridine-4-carboxylic  acid. 

By  the  action  of  alcoholic  ammonia  on  ethyl  diphenacylaceto- 
acetate,  two  compounds,  melting  at  192°  and  136°  respectively,  are 
obtained,  both  of  which  yield  one  and  the  same  acid  on  hydrolysis, 
and  appear  to  be  the  amide  and  ethereal  salt  of  this  acid. 

H.  G.  C. 

Benzenylazoximemethenylcarboxylic  Acid  and  some  of  its 
Derivatives.  By  A.  Wubsi  ( Ber .,  22,  3130— 3139).— Ethyl  benzenyl- 
ain id uxim eoxalat e,  NHyCPlnX-O-CO-CO-OWt,  is  obtained  as  a  pre¬ 
cipitate  or  oil  when  a  well-cooled  chloroform  solution  of  benzenyl- 
ainidoxime  (2  mols.)  is  added  to  a  similar  solution  of  ethyl  chlor- 
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oxalate  (1  mol.).  When  this  substance  is  separated  from  the  benzenyl- 
amidoxime  hydro  chloride,  simultaneously  formed,  by  boiling  with 
water,  and  subsequently  precipitated  from  alcoholic  solution,  it  forms 
small,  glistening,  white  needles  which  decompose  suddenly  at  118°. 
It  is  insoluble  in  water,  chloroform,  and  benzene,  sparingly  soluble 
in  ether,  and  very  soluble  in  alcohol.  When  digested  for  some  days 
with  water  at  100°  or  saponified  with  weak  alkali,  it  jdelds  benzenyl- 
amidoximeoralic  arid,  NH/CPhiN'O'CCbCOOH,  which  crystallises  in 
scales  soluble  in  boiling  water,  and  melts  at  159°.  When  the  chloroform 
filtrate  from  the  oxalate  is  allowed  to  evaporate  spontaneously,  ethyl 

N‘0 

benzenylazoximemethenylcarboxylate,  CPh<^_^^>C-COOEt,  is  ob¬ 
tained.  It  may  also  be  prepared  by  heating  together  benzenylamid- 
oximeand  ethyl  chloroxalate,  and  is  the  substance  formed  by  the  sudden 
decomposition  alread}’  mentioned  of  the  oximeoxalate ;  finally  it  may 
be  prepared  by  heating  the  silver  salt  with  ethyl  iodide.  It  crystal¬ 
lises  in  needles  or  plates,  is  moderately  soluble  in  ether  and  alcohol, 
readily  in  chloroform,  and  very  sparingly  in  cold  water.  It  melts  at 
51°  and  distils  unchanged  at  26(3°.  When  hydrolysed,  it  jdelds  the 
free  acid,  which  crystallises  in  needles,  is  soluble  in  ether  and  alcohol, 
sparingly  so  in  cold  water,  and  melts  at  9S°.  It  is  very  sliglitl}’ 
volatile  in  steam,  and  chars  when  heated  above  its  melting  point. 
The  'potassium  and  calcium  salts  are  white  and  crystalline,  the  silver 
and  lead  salts  white  powders,  the  copper  salt  a  green  powder,  and  the 
methyl  salt  (obtained  by  heating  methyl  iodide  and  the  silver  salt 
together  at  100°)  forms  pale,  silky- white  needles  which  are  insoluble  in 
water,  but  easily  soluble  in  the  usual  organic  solvents;  it  melts  at  38°, 
and  boils  at  216°.  The  benzyl  salt,  obtained  by  digesting  the  silver  salt 
with  benzyl  chloride  at  200°,  forms  long  needles  soluble  in  alcohol  and 
ether,  insoluble  in  water;  it  melts  at  105°,  turns  brown  at  210°,  and 
distils  with  considerable  decomposition  at  300°.  The  amide , 
CgHsNaCh’NHj,  is  formed  when  the  ethyl  salt  is  digested  at  100°  with 
a  saturated  alcoholic  solution  of  ammonia,  or  by  the  action  of  am¬ 
monium  carbonate  on  the  chloride.  It  crystallises  in  needles  insoluble 
in  water  and  alkali,  soluble  in  organic  solvents,  and  melts  at  173°, 
The  chloride  is  prepared  by  acting  on  the  dry,  pure  acid  with  excess  of 
phosphoric  oxychloride.  It  is  a  clear,  limpid  liquid  with  an  intensely 
irritating  odour,  and  boils  at  153 — 155°.  It  is  miscible  with  chloro¬ 
form  and  benzene,  is  moderately  soluble  in  ether  and  alcohol,  and  is 
heavier  than  water,  in  contact  with  which  the  chloride  is  gradually 
decomposed. 

Bibenzenyldiazoximeoxalene,  CPh<^^.^>C — C<^^>CPh,  is  ob¬ 
tained  by  the  action  at  40°  of  the  above  chloride  on  the  sodium 
salt  of  benzenylamidoxime  suspended  in  chloroform.  It  crystallises 
in  very  pale,  glistening  scales  which  are  soluble  in  alcohol  and  ether, 
sparingly  so  in  chloroform,  insoluble  in  ether,  and  melt  at  142°.  It 
dissolves  in  boiling  water  without  change,  and  is  tolerably  stable 
towards  acids  and  alkalis.  This  substance  is  isomeric  with  Zinkeiscn’s 
oxalenediazoximedibenzenyl  (this  vol.,  p.  123),  and  analogous  to  the 
succinic  derivative  obtained  by  Schulz  (Abstr.,  1885,  1219).  It  is  prob- 
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able  that  during  its  formation  a  transitory,  intermediate  product, 


Cph<_^>C-C°-0*XMe-Cph,  is  formed. 


L.  T.  T. 


Action  of  Ethyl  Chloracetate  on  Benzenylamidoxime.  By 
H.  Kocn  ( Ber .,  22,  3161—3103). — When  ethyl  chloracetate  (1  mol.)  is 
gradually  added  to  an  alcoholic  mixture  of  benzenylamidoxime  (1  mol.) 
and  sodium  ethoxide  (2  mols.),  and  the  whole  boiled  for  three  hours, 
sodium  benzenylamidoximeglycollate  is  obtained.  This  forms  white 
crystals  very  soluble  in  water,  moderately  so  in  alcohol.  Acids  liberate 
from  this  salt  benzenylamidoximegly collie  acid , 

NH2-Cph:N-0-CH2-C00H. 

It  crystallises  in  white  needles,  melts  at  123 — 124°,  and  is  easily 
soluble  in  alcohol  and  ether,  sparingly  in  water.  It  has  both  acid  and 
basic  properties,  dissolving  readily  in  acids  and  in  bases,  but  its 
aqueous  solution  has  a  strongly  acid  reaction.  When  a  solution  of 
the  acid  in  hydrochloric  acid  is  boiled  for  some  time  the,  anhydride , 

N'OCH 

Cph<f"  I  is  formed.  This  internal  anhydride  is,  however, 

iNTH‘CO  J 

best  obtained  by  heating  the  acid  for  some  hours  at  130 — 140°.  It 
is  easily  soluble  in  alcohol,  ether,  glacial  acetic  acid,  and  boiling 
water  ;  crystallises  in  colourless  needles,  and  melts  at  148°.  It  has 
no  longer  basic  properties,  but  is  still  a  strong  acid,  and  yields  well- 
developed  salts.  It  is  very  stable1,  not  being  affected  by  bromine- 
water  or  sodium  nitrite.  permanganates  and  analogous  oxidising 
agents  readily  attack  it,  benzonitrile  being  formed.  It  appears  to  be 
analogous  in  composition  and  character  to  benzenylimidoximecarbonyl, 

Cph<XH>CO.  L  T  T 

Oxidation  of  Paratolyl  Benzyl  Ketone.  By  E.  Bucher  ( Chem . 
Centr .,  1889,  ii,  445  ;  from  Arch.  sci.  phys.  nat.  Geneve,  22,  75 — 76). — 
The  usual  oxidising  agents  split  up  the  paratolyl  benzyl  ketone  mole¬ 
cule ;  if,  however,  certain  of  its  bromine- derivatives  are  heated  with 
water  at  180°,  better  results  are  obtained.  By  treating  the  ketone 
with  bromine  in  carbon  bisulphide,  the  author  has  obtained  the  five 
bromine  substitution-derivatives  :  paratolyl  hromohenzyl  ketone, 
CHphBrCO  CBH4Me,  melting  at  "9°;  paratolyl  dibromobenzyl  ketone, 
CFhBiyCO’CfiHdMe,  melting  at  128'5° ;  bromoparatolyl  dibromobenzyl 
ketone,  CphBr>,CO,C6HyCH-.Br,  melting  at  127°;  dibromoparatolyl  di¬ 
bromobenzyl  ketone,  CFliBivCO'CeHyCHBr-,,  melting  at  120°;  and  tri- 
bromoparatolyl  dibromobenzyl  ketone,  ClPhBiYCO’CeHpCBrs,  melting 
at  124°.  By  heating  the  dibromo-derivative  with  water  in  a  sealed 
tube,  the  diketone,  COph*CO’C8HiMe,  is  obtained,  and  from  the 
pentabromo-derivative  the  diketonic  acid,  COph-CO,CeH4-COOH,  may 
be  prepared  by  the  same  treatment.  J.  W.  L. 


Azo-colours  from  Naphtharesorcinol.  By  S.  v. 
(Ber.,  22,  3163 — 3168). — Believing  that  Zincke  and  Th 


v.  Kostanecki 
Thelen’s  hydr- 
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oxynaphthaqninonchydrazine  (Abstr.,  1884,  1359)  was  really  a 
naplit haresoreinol- derivative,  analogous  to  the  nitroso-derivatives 
lately  described  by  himself,  the  author  lias  re-examined  it.  He  finds 
that  when  heated  with  acetic  anhydride  and  dry  sodium  acetate  for  a 
few  minutes,  or  even  if  digested  with  excess  of  acetic  anhydride  for 
some  hours,  a  diaceti/l-deriuatiue,  N-2PlrC10H6(OAc)2,  is  formed,  This 
crystallises  from  alcohol  in  needles  meltiug  at  122—123°.  The  forma¬ 
tion  of  only  a  monacetyl-dcrivative  was  one  of  the  chief  reasons  for 
Zineke  and  Thelen’s  formula,  and  taking  this  and  its  general  be¬ 
haviour  into  consideration,  the  author  believes  this  compound  to  be 
really  phenylazonaphtharesorcinol,  Ci0Hj(OH)yX2Ph. 

Wheu  this  compound  is  dissolved  in  a  little  alkali,  the  requisite 
quantity  of  sodium  nitrite  added,  and  the  mixture  poured  into  dilute 
hydrochloric  acid,  nitrosophevylasonapht haresoreinol, 

N2Ph*Ci0H1(ON'OH)-OH, 

is  formed.  This  crystallises  in  glistening,  brownish-red  scales,  easily 
soluble  in  glacial  acetic  acid,  but  very  sparingly  in  alcohol  and  boil¬ 
ing  water  and  alkalis.  It  dissolves  in  concentrated  sulphuric  acid  to 
a  dark-green  solution;  it  decomposes  at  175°.  It  dyes  mordanted 
stuffs,  but  much  less  intensely  than  nitrosophenylazoresorcinol.  When 
reduced  with  tin  and  hydrochloric  acid,  it  yields  amidonaphthalic  acid 
and  aniline.  This  proves  that  the  isonitroso-group  has  taken  the 
remaining  /1-position  in  the  nucleus. 

When  phenylazonaphtharesorcinol  is  dissolved  in  excess  of  alkali, 
and  diazobenzene  chloride  added,  diphenyldisazonaphtharesorcinol, 
Ci(,H4(A2Ph)2(OH)o,  is  formed.  This  crystallises  in  long,  red  needles, 
and  is  insoluble  in  alkalis,  but  soluble  in  chloroform  and  alcohol ;  it 
melts  with  decomposition  at  225°.  When  reduced  with  tin  and 
hydrochloric  acid,  it  yields  amidonaphthalic  acid  and  aniline,  like  the 
above  nitroso-compound,  and  has  thus  the  composition 

[(N2Ph)2 :  (OH)2  =  I  :  3  :  2  : 4]. 

It  is  very  similar  in  appearance  and  character  to  the  analogous 
resorcinol-derivative.  L.  T.  T. 

Oil  of  Camphor.  By  J.  Trimble  and  H.  J.  M.  Schroeter  ( Pharm . 
J.  Trans.,  20,  145 — 148). — A  sample  of  the  crude  oil  of  camphor,  as 
obtained  from  Japan,  was  found  to  have  a  reddish-brown  colour,  sp. 
gr.  0-9G32  at  16° ;  it  boiled  at  180°.  The  odour  resembled  that  of 
camphor  and  sassafras.  By  fractional  distillation,  &c.,  the  following 
definite  constituents  were  isolated  from  the  sample:  — 
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Formula. 

Boiling  point. 

Per  cent. 

C]0H16. . 

150° 

0'40 

C10H1S . 

159 

12-00 

Ci„H16 . 

168 

13-00 

c10H,6 . 

171 

5-00 

g]0h]bo . 

176 

1500 

C,oH16 . 

180 

4-00 

c10h16o . 

204 

10-00 

C,oHI803  . . . . 

213 

30-00 

CI0H10O2  .  .  .  . 

232 

7-00 

CioHnOi  .  .  .  . 

247 

2-00 

The  highest-boiling  fraction  (250 — 280°;  T60  per  cent.)  was  a 
bluish  -green  oil ;  the  quantity  was  insufficient  to  ascertain  if  it  was 
a  definite  substance. 

These  compounds  were  fragrant  oils,  usually  colourless,  and  having 
high  dextro-rotatory  powers.  The  authors  also  experimented  on 
seven  other  samples  of  oil  of  camphor,  which  differed  considerably 
from  the  former  in  physical  properties,  and  also  in  the  proportionate 
amounts  of  the  several  fractions,  some  of  these  being  indeed  entirely 
wanting  iu  certain  samples  (compare  Yoshida,  Trans.,  1885,  779). 

R.  R. 

Strophanthus  Hispidus.  By  T.  R.  Fraser  ( Pharm .  J.  Trans . 
[3],  20,  328 — 335). — This  paper  is  a  very  detailed  account  of  phar¬ 
macological  processes  and  of  the  reactions  of  the  various  extracts 
obtained  from  seeds  and  other  parts  of  Strophanthus.  The  main 
results  of  the  author’s  investigations  have  already  appeared  (Abstr., 
1888,  606). 

Strophanthin  melts  at  172-5°,  dissolves  in  55  parts  of  absolute 
alcohol,  300  parts  of  acetone,  and  1000  parts  of  amyl  alcohol,  and  is 
only  very  slightly  hydrolysed  by  ptyalin.  Strophanthidin  is  physio¬ 
logically  extremely  active.  R.  R. 

Senegin,  from  Polygala  senega,  L.  By  A.  Funaro  ( J .  Pharm. 
[5],  20,  450 — 453;  from  Gazzelta,  19,  21). — Senegin,  extracted  by 
Gelhen  in  1804,  was  found  by  Quevenne  to  yield  a  white  powder, 
which  he  named  polygalic  acid.  Bolley,  in  1855,  concluded  that  these 
two  substances  were  identical,  and  also  the  same  as  saponin ,  obtained 
by  Bossy  from  the  root  of  Saponaria.  The  author  finds  five  samples 
of  senegin  to  give  a  mean  of  C  =  54T3  ;  H  =  7'45  ;  but  these  amounts 
differ  notably  from  Bolley  and  Qne venue’s  figures,  and  also  from  the 
results  published  by  Rochleder  and  by  Christophson  for  saponin.  On 
boiling  senegin  with  dilute  acids,  glucose  is  formed,  and  a  gelatinous 
substance  separates,  containing  C  =  62*26,  H  =  8'21.  These  figures 
are  very  wide  of  those  obtained  for  sapogenin,  prepared  in  a  crystal¬ 
line  form  by  Rochleder.  The  formation  of  senegenin ,  C10Hs>Ou,  and 
glucose  from  senegin  is  represented  as  follows:  C64H1W034  +  4H20  = 
CjoHeiOn  4C6H12Or. 

The  author  evidently  considers  that  saponin  and  senegin  are  dif¬ 
ferent  compounds,  although  closely  related.  J.  T. 
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Pyrrol  ine- derivatives.  By  C.  Paai.  and  J7.  P.  Bkajkofk  ( Ber 22, 
3080-  3090). — Ethyl  orthotolyldiphenylpyrrolinecarboxylate, 

[C6HtMe  :  COOEt  :  Pli2  =  1:3:2:  5], 

prepared  by  boiling  ethyl  phcnacylbenzoylacetate  with  ortbotoluidine 
in  glacial  acetic  acid  solution,  crystallises  from  alcohol  in  long, 
colourless  needles,  melts  at  134 — 135°,  and  is  readily  soluble  in  alcohol, 
ether,  glacial  acetic  acid,  and  benzene.  The  corresponding  acid, 
C24Hl9N02,  obtained  by  hydrolysing  the  ethyl  salt  with  alcoholic 
potash,  crystallises  from  hot  alcohol  in  colourless  scales,  melts  at 
220 — 227°,  sublimes  undecomposed,  and  is  only  moderately  easily 
soluble  in  ether,  alcohol,  and  benzene. 

Orthotolyldiphenylpyrrnline,  C23H,9lNr,  is  obtained  by  distilling  the 
acid  over  lime;  it  crystallises  from  alcohol  in  flat,  colourless  needles, 
melts  at  114 — 115°,  boils  above  300°  without  decomposition,  and  is 
readily  soluble  in  most  organic  solvents. 

Ethyl  par atolyldiphenylpyrrolinecarhoxyl ate  crystallises  from  glacial 
acetic  acid  in  slender,  coiourless  needles,  melts  at  145°,  and  is  readily 
soluble  in  hot  alcohol,  benzene,  and  ether,  but  only  sparingly  in  light 
petroleum.  The  acid  crystallises  from  hot  glacial  acetic  acid  in 
small,  colourless  plates,  melts  at  205 — 200°,  sublimes  without  decom¬ 
position,  and  is  readily  soluble  in  boiling  nitrobenzene,  but  only  spar¬ 
ingly  in  ether,  alcohol,  and  benzene,  and  insoluble  in  light  petroleum. 

Paratolyldiphenylpyrroline  can  be  prepared,  as  described  in  the 
case  of  the  corresponding  ortho-compound  ;  it  crystallises  from  glacial 
acetic  acid  in  colourless  needles,  boils  without  decomposition,  and  is 
identical  with  the  substance  obtained  by  Baumann  (Abstr.,  1887,  730), 
by  distilling  paratolylpyrrolinedibenzoic  acid  over  baryta. 

Ethyl  metaxylyldi'phenylpyrrolinfcarboxylate  [C6H3j\le2 :  COOEt:  Ph2 
—  1:3:2:  5],  prepared  by  boiling  ethyl  phenacylbenzoylacetate  with 
metaxylidine  in  glacial  acetic  acid  solution,  is  a  thick  oily  compound. 
The  acid,  C25H21N02,  crystallises  from  glacial  acetic  acid  in  colourless 
needles,  melts  at  253 — 254°,  sublimes  undecomposed,  and  is  moderately 
easily  soluble  in  hot  alcohol  and  benzene. 

Metaxylyldiphenylpyrroline ,  crystallises  in  short,  colourless 

needles,  melts  at  147 — 149°,  distils  without  decomposition,  and  is 
soluble  in  most  organic  solvents. 

Ethyl  x-naphthyldiphenylpyrrolinecarboxylate ,  C29H23N 02,  crystallises 
in  colourless  needles  or  plates,  melts  at  181 — 182°,  and  is  readily  solu¬ 
ble  in  hot  alcohol  and  glacial  acetic  acid,  but  only  moderately  easily  in 
benzene.  The  acid ,  C27H)9N02,  crystallises  from  glacial  acetic  acid  in 
colourless  plates,  melts  at  271*5 — 272°,  sublimes  undecomposcd,  and  is 
sparingly  soluble  in  boiling  alcohol  and  benzene,  and  insoluble  in 
light  petroleum.  The  potassium  salt  is  sparingly  soluble  in  boiling 
water  and  insoluble  in  concentrated  potash. 

a.-Naphthyldiphenylpyrroline,  C2fiH,9N,  crystallises  from  hot  alcohol 
in  small,  yellowish  needles,  melts  at  148 — 149°,  distils  without  de¬ 
composition,  and  dissolves  freely  in  most  organic  solvents  when 
warmed  therewith.  ' 

Ethyl  ft-naphthyldiphenylpyrrolinecarboxylate ,  crystallises  from  hot 
alcohol  and  glacial  acetic  acid  in  small,  colourless  needles  melting  at 
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181  — 182°.  The  acid  is  obtained  by  boiling  the  ethereal  salt  for  a 
long  time  with  a  large  excess  of  alcoholic  potash  ;  it  crystallises  from 
hot  glacial  acetic  acid  in  colourless  plates,  melts  above  350°,  sublimes 
undecomposed,  and  is  only  sparingly  soluble  in  all  ordinary  solvents. 

(. 3-Naphthyldiphenylpyrroline  forms  flat,  colourless  needles  or  long 
plates,  melts  at  207 — 208°,  and  is  soluble  in  hot  alcohol,  glacial  acetic 
acid,  and  benzene. 

Ethyl  orthohydroxy, phenyldiphewylpyrrolinecarloxylate, 
OH-C6HyC4NHPb2-COOEt, 

prepared  by  boiling  ethyl  phenacylbenzoylacetate  with  orthamidophenol 
in  alcoholic  solution,  separates  from  alcohol  or  acetic  acid  in  colour¬ 
less,  indented  crystals,  melts  at  158 — 159°,  and  is  soluble  in  alkalis 
and  all  organic  solvents.  The  acid ,  C22HI7N03,  crystallises  from 
glacial  acetic  acid  in  colourless,  ill-defined  needles,  melts  at  244 — 245°, 
sublimes  without  decomposition,  and  is  readily  soluble  in  ether, 
alcohol,  and  glacial  acetic  acid,  but  only  sparingly  in  benzene,  chloro¬ 
form,  and  light  petroleum. 

Orthohydraxyphenyldiphenylpyrroline,  C22H17NO,  crystallises  from 
glacial  acetic  acid  in  yellowish  needles,  melts  at  175 — 176°,  and  is 
readily  soluble  in  ether,  alcohol,  benzene,  and  alkalis. 

Ethyl  paraphenylenedi-diphenylpyrrolmecarboxylate , 

C6H4(C4NHPh2-COOEt)2, 

crystallises  from  alcohol  in  yellowish  scales,  melts  at  249 — 250°,  and 
is  soluble  in  glacial  acetic  acid  and  benzene.  The  add , 
separates  from  hot  alcohol  in  small  crystals,  melts  above  800°,  sub¬ 
limes  undecomposed,  and  is  moderately  easily  soluble  in  alcohol  and 
glacial  acetic  acid,  but  only  sparingly  in  benzene  and  light  petroleum. 

E.  S.  K. 

Action  of  Hydroxylamine  on  Pyrrol ines.  By  G.  Ciamician 
and  C.  U.  Zanetti  (Ber.,  22,  3176 — 3179  ;  compare  Abstr.,  1889, 1208). 
— Acetonylacetoxime,  NOH.CMe-CH2*CH2,CMe!NOH  (m.  p.,  136‘5°, 
corr.),  identical  with  the  compound  prepared  by  Paal  (Abstr.,  1885, 
505),  is  formed  when  2  :  5-dimethylpyrroline  is  boiled  for  about  six 
hours  with  hydroxylamine  hydrochloride  and  sodium  carbonate  in 
alcoholic  solution.  This  reaction  tends  to  prove  that  the  compound 
(in.  p.,  173°)  obtained  by  treating  pyrroline  with  hydroxylamine  ( loc . 
cit .)  is,  in  reality,  the  oxime  of  succinaldehyde. 

When  aeetonydacetoxime  is  reduced  with  sodium  and  alcohol,  it  is 
converted  into  a  base,  the  hydrochloride  of  which  is  a  colourless, 
crystalline  compound,  and  has  the  composition  C6Hi6N2,2HCl.  This 
base  has  the  same  composition  as  the  diamidohexane  obtained  by 
Tafel  (Abstr.,  1889,  976)  by  reducing  the  dihydrazone  of  acetonyl- 
acetone. 

With  hydroxylamine  metadimethylpyrroline  yields  a  compound 
which  is  soluble  in  water,  and  has  powerful  reducing  properties  ;  this 
new  substance  is  converted  into  a  base  C6H16N2  when  it  is  reduced 
with  sodium  and  alcohol.  P.  S.  K. 
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Derivatives  of  1-Hydroxyquinoline.  By  R  Lippmax.v  and  F. 
Fleissxer  ( Monatsh .,  10,  794 — 797). — Amidohydroxyquinolinc  lias 
been  isolated  by  Fischer  and  Renonf  (Abstr.,  1884,  1370),  but  may 
be  more  conveniently  prepared  from  the  corresponding  nitroso-com- 
ponnd,  which  is  obtained  as  hydrochloride  by  adding  sodium  nitrite 
(2b  grams)  to  hydroxyquinoline  (50  grams)  in  an  aqueous  solution 
containing  hydrochloric  acid  (100  grams).  The  hydrochloride  of  the 
nitroso-compound  forms  an  orange-coloured,  crystalline  mass,  which  is 
only  slightly  soluble  in  water,  but  more  soluble  in  dilute  hydrochloric 
acid;  it  is  decomposed  on  boiling  its  aqueous  solution,  but  may  be 
obtained  in  yellow-  or  brownish-coloured  scales  or  needles  by  very 
careful  recrystallisation.  With  sodium  acetate,  it  gives  a  gelatinous 
precipitate  which  becomes  crystalline  on  standing.  Xitrosohydroxy- 
qninoline,  XO‘C9XH3*OH  [=  4  :  1],  crystallises  from  alcohol  in 
pale-yellow  or  greenish  needles,  only  slightly  soluble  in  benzene, 
ether,  and  chloroform,  and  decomposes  on  heating  to  230°.  The 
platinochloride ,  (C9H6X909).>, H>PtCl6,  crystallises  in  brown,  glistening 
scales,  and  is  decomposed  on  boiling  with  water.  In  order  to  deter¬ 
mine  the  relation  of  the  nitroso-group  to  the  hj-droxyl-group,  the 
authors  converted  it  by  means  of  nascent  hydrogen  intoamidohydroxv- 
quinoline,  which,  on  oxidation  with  potassium  dichromate  and  sul¬ 
phuric  acid,  and  reduction  with  sulphurous  anhydride,  furnished  quinol. 
If  the  reduction  is  brought  about  by  means  of  tin,  added  a  little  at 
a  time  to  a  solution  of  the  nitroso-compound  in  hydrochloric  acid,  a 
violent  reaction  ensues,  and  a  crystalline  double  salt  is  obtained.  On 
freeing  this  from  tin  by  hydrogen  sulphide,  and  adding  to  the  solution 
sodium  acetate,  a  dichloramidohydruxyquinoline ,  C9XH3Cl2(XH2),OH, 
separates  out  as  a  white,  crystalline  mass,  whilst  amidohydroxy- 
quinoline  remains  in  solution.  The  dichloro-derivative  crystallises 
from  alcohol,  benzene,  or  chloroform  in  slender,  white,  silky  needles, 
which  decompose  at  160°,  and  furnishes  a  hydrochloride  crystallising 
from  dilute  hydrochloric  acid  in  yellow  needles,  and  readily  decom¬ 
posed  by  boiling  water.  If  stannous  chloride  is  substituted  for  the 
metal,  amidohydroxyquinoline  is  the  sole  reduction-prodnct,  and  from 
this  a  dihydroxyquinoline  sulphate  decomposing  at  229°,  and  identical 
with  the  compound  described  by  Fisher  and  Renouf  (loc.  cit .),  may 
be  obtained.  It  must,  therefore,  be  concluded  that  the  nitroso- 
compound  contains  the  nitroso-group  in  the  para-position  relatively 
to  the  hydi’oxyl-group.  G.  T.  M. 

Bromoquinolinesulphonic  Acids.  By  A.  Claus  (/.  pr .  Chem. 
[2],  40,  444 — 447). — Bromoquinolinesulphonic  acids  may  be  obtained  : 
(1)  By  synthesis  from  bromamidobenzenesulpbonic  acid;  (2)  by 
btominating  quinolinesulpkonic  acids;  (3)  by  suiphonating  brorno- 
quinolines ;  (4)  by  substituting  bromine  for  a  hydroxyl-,  amido-,  Ac., 
group  in  a  hydroxy-,  amido-,  Ac.,  quinolinesulphonic  acid.  Of  these 
four  possible  methods,  the  third  gives  the  best  results.  The  orienta¬ 
tion  of  the  acid  is  settled  by  treatment  with  tin  and  hydrochloric 
acid  (Lellmann,  Abstr./ 1888,  296),  which  produces  a  hydroquinoline- 
sulphonic  acid.  The  hydroquinolinesulphonic  acids  arc  being  investi¬ 
gated  in  the  author’s  laboratory. 

VOL.  LVIII. 
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Hydroquinoline-4-sulphonic  acid  crystallises  in  large,  rhombic  tables, 
or  monoclinic  leaflets,  which  begin  to  melt  at  318°  (uncorr.)  with 
decomposition. 

Hydroquinoline-l-sulphonic  acid  crystallises  in  pointed  needles,  and 
decomposes  at  243°  (uncorr.). 

Hydroquinoline-3-sulphonic  acid  forms  characteristic,  glassy,  short, 
monoclinic  prisms,  the  measurements  of  which  are  given.  It  decom¬ 
poses  at  277J  (uncorr.).  A.  G.  B. 

Sulphonic  Acids  of  4'-Bromoquinoline.  By  A.  Claus  and  W. 
Schmeisser  (J.  pr.  Chevi.  [2],  40,  447 — 454). — 4'  :  4-Bromoquinoline- 
salphonic  acid  is  obtained  by  heating  4'-bromoquinoline  with  sulphuric 
acid  for  some  time  at  250° — 300°;  it  crystallises  from  alcohol  in 
beautiful,  silky  needles,  and  from  water  both  in  long,  slender  needles 
(with  1-|-  mols.  H20),  and  in  large,  anhydrous  prisms  which  become 
needles  when  recrystallised  from  hot  Avater.  It  is  insoluble  in  ether, 
decomposes  above  300°  without  melting,  and  is  stable  in  alkaline 
solutions.  When  treated  with  tin  and  hydrochloric  acid,  it  is  con¬ 
verted  into  hydroquinoline-4-sulphonic  acid.  The  potassium  salt  (with 
1  mol.  H20),  the  sodium  salt,  the  calcium  salt  (with  7  mols.  H20), 
the  barium  salt  (with  3  mols.  H20),  the  copper  salt  (with  7  mols. 
H20),  and  the  silver  salt  are  described.  The  ethyl  salt  forms 
transparent  needles  melting  at  125°  (uncorr.).  The  chloride, 
CgNHsBrSCUCl,  crystallises  from  chloroform  in  needles,  and  from 
ether  in  thick  prisms,  which  melt  at  82°  (uncorr.).  The  amide  forms 
small,  slender  needles  melting  at  255°  (uncorr.). 

4'  :  2-Bromoqmnolinesulphonic  acid  is  formed,  together  with  the 
above  4-sulpkonic  acid,  when  4'-bromoquinoline  (1  part)  is  heated 
with  sulphuric  acid  (5  parts)  containing  30 — 40  per  cent,  of  snl- 
pburic  anhydride  for  about  an  hour  on  the  water-bath.  If  the 
beating  is  longer,  or  the  temperature  higher,  the  2-sulphonic  acid 
is  converted  into  the  4-sulpkonic  acid.  The  two  acids  are  sepa¬ 
rated  by  crystallising  from  water,  and  treating  with  9G  per  cent, 
alcohol,  when  the  4-snlphonic  acid  dissolves.  4'  :  2- Bromoquinoline- 
sulphonic  acid  crystallises  in  colourless,  rhombic  tables,  which  are 
sparingly  soluble  in  cold  water  and  insoluble  in  other  solvents;  it 
can  be  heated  to  300°  without  melting  or  decomposing.  It  is  not 
acted  on  by  hot  alkalis.  Tin  and  hydrochloric  acid  convert  it  into 
a  hydroquinolinesulphonic  acid  which  melts  at  255°.  and  has  not  yet 
been  described  ;  it  is  probably  hydrnquinolinc-2-sidphonic  acid.  The 
sodium  salt,  the  potassiura  salt  (with  1  mol.  H20),  the  barium  salt 
(with  1  mol.  H20),  the  calcium  salt  (with  4  mols.  H20),  the  copper 
salt  (with  1  mol.  H20),  and  the  silver  salt  are  described.  The  ethyl 
salt  forms  short,  needle-shaped  crystals  melting  at  100°  (uncorr.). 
The  chloride,  CgNH5Br'S02Cl,  crystallises  from  chloroform  in  colour¬ 
less  needles,  and  from  alcohol  in  beautiful,  lustrous  leaflets;  it  melts 
at  130°  (uncorr.).  The  amide  crystallises  from  hot  water  in  small, 
white,  slender  needles  melting  at  213°  (uncorr.),  and  soluble  in 
alcohol. 

When  these  two  acids  are  brominated,  they  yield  different  tri- 
bromoquinolines.  The  2-sulphonic  acid  yields  a  tribromoquinoline 


0110 AX. C  CllEMlSTllV. 


207 


which  crystallises  in  colourless,  lustrous  prisms  melting"  at  171° 
(imcoiT.)  ;  while  the  4-snlphonic  acid  yields  a  tribromoquinoline 
which  crystallises  in  slender,  colourless  needles  melting  at  300° 
(uncorr.).  A.  G-.  11. 

Sulphonic  Acids  of  4-Bromoquinoline.  By  A.  Claus  and  O. 
Wurth  (J.  pr.  Chem.  [2],  40,  454 — 4G0). — When  4-bromoquinoline 
(1  part)  is  heated  in  a  flask  with  sulphuric  acid  containing  30  per 
cent,  of  sulphuric  anhydride  (5  parts)  at  130 — 140°  for  0 — 8  hours, 
the  1-  and  3-sulphonic  acids  of  4-bromoquinoline  are  obtained,  the 
former  in  considerable  quantify,  the  latter  in  small  quantity.  'I1  hey 
are  separated  by  crystallising  from  water,  when  the  1 -sulphonic 
acid  crystallises  first.  At  higher  temperatures,  disulphonie  acids  are 
produced  at  the  same  time. 

4:  1  -Jlromoqninolinesulphonic  acid  crystallises  (with  2  mols.  H-.0) 
in  colourless,  lustrous  needles  or  prisms  which  dissolve  in  hot  water, 
but  not  in  cold  water  or  in  alcohol.  The  anhydrous  acid  is  unchanged 
below  300°.  When  reduced  by  tin  and  hydrochloric  acid,  it  yields 
hydmquinoline-l-sulphonie  acid.  The  sodium  salt  (with  2  mols. 
H20).  the  potassium  salt  (with  2  mols.  LLO)  the  calcium  salt  (with 
4  mols.  H-,0),  the  barium  salt  (with  3  mols.  H20),  the  copper  salt 
(with  5  mols.  HjO),  the  silver  salt,  and  the  lead  salt  are  described. 
The  ethyl  salt  melts  at  110°  (uncorr.).  The  chloride,  CgXH^BrSChCl, 
crystallises  from  ether  in  small,  colourless  prisms,  and  from  alcohol 
in  tables;  it  melts  at  125°  (uncorr.).  The  amide  forms  small  needles 
melting  at  205°  (uncorr.),  and  soluble  except  in  water. 

4  :  S-Bromoq u inolinesulphnn ic  acid  crystallises  in  small,  lustrous, 
colourless,  anhydrous  needles  soluble  in  alcohol  and  in  water.  The 
sodium  salt  (with  1  mol.  H20),  the  calcium  salt  (with  7  mols.  H20), 
and  the  barium  salt  (with  2  mols.  H20)  are  described.  The  ethyl  salt 
melts  at  130°  (uncorr.)  ;  the  chloride  melts  at  95°  (uncorr.)  ;  the  amide 
forms  small,  dark-yellow  crystals  melting  at  195°  (uncorr.). 

When  the  acid  is  reduced  with  tin  and  hydrochloric  acid,  it  yields 
hydroquinoline-3-sulphonic  acid  (?)  melting  at  171°  ;  and  when  bromi- 
nated,  it  yields  a  tribromoquinoline  melting  at  248°  (uncorr.). 

A.  G.  B. 

3  : 1-Bromoquinolinesulphonie  Acid  and  4  :  3-Nitrobromo- 
quinoline.  By  A.  Claus  and  G.  Zuschlag  ( J .  pr.  Chem.  [2],  40, 
400 — 404). — La  Coste  (Abstr.,  1883,  90)  obtained  several  sulphonic 
acids  by  snlphonating  parabromoqui noline.  The  authors,  uhng 
fuming  sulphuric  acid  (30  per  cent,  sulphuric  anhj’dride)  at  120 — 12-5°, 
only  obtained  one  sulphonic  acid. 

3  :  1-Bromoqninol inesnlphonic  acid  crystallises  in  beautiful,  lustrous, 
white  needles  and  prisms,  which  are  anhydrous,  do  not  melt  at  350°, 
and  are  moderately  soluble  in  hot  water.  The  potassium  salt  (with 
1  mol.  LLO)  and  the  silver  salt  are  described  ;  the  ethyl  salt  forms 
long,  colourless,  silky  needles  melting  at  139°.  When  brominated,  it 
yields  a  tribromoquinoline  which  crystallises  in  colourless  needles,  and 
melts  at  185°  (uncorr.)f  Reduction  with  tin  and  hydrochloric  acid 
converts  it  into  hydroquinoline-l-sulphonic  acid. 

La  Coste’s  nitrobromoquinoline  (Abstr.,  1SS3,  91)  is  4  :  3 -nitro- 
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bromoquinoline ;  it  melts  at  130°  (uncorr.),  not  133°;  its  hydrochloride , 
platinochlorid e,  and  methiodule  were  obtained. 

4  :  3-amidobromoquinoline  ( loc .  cit .)  melts  at  100°  (uncorr.),  not  164°. 

A.  G.  R 

Hydroxyquinolinesulphonic  Acids.  By  E.  Lipphann  and  F. 
Feeissner  (Monatsh.,  10,  70S — 804). — When  1-hydroxyquinoline 
(1  part)  is  heated  with  sulphuric  acid  (3  parts)  in  a  sealed  tube  for 
three  hours  at  130°,  the  product  is  a  light-brown  syrup  wdiich  scarcelv 
smells  of  sulphurous  anhydride,  and  contains  a  sulpbonic  acid, 
0H*C9NH5-S03H  +  1-jH20,  which  crystallises  in  pale-yellow  needles, 
melts  with  decomposition  at  275°,  is  only  slightly  soluble  in  alcohol, 
aud  is  insoluble  in  ether.  The  aqueous  solution  is  strongly  acid, gives 
a  green  coloration  with  ferric  chloride,  and  an  almost  insoluble, 
crystalline  precipitate  with  lead  acetate.  The  potassium  salt  is 
anhydrous,  and  crystallises  from  water  in  light,  rose-coloured, 
glistening  scales.  Its  aqueous  solution  gives  a  green,  granular  preci¬ 
pitate  with  a  solution  of  cupric  sulphate,  and  a  crystalline  precipitate 
wiili  mercuric  chloride;  the  silver  salt  is  a  crystalline  powder;  the 
barium  salt  is  an  almost  insoluble  powder. 

Besides  the  above-described  compound,  1-hydro.ryquiuolinedisulph- 
ante  acid,  QH-C9AH4(S03H)2,  is  simultaneously  formed  in  small 
quantities.  It  may  be>more  readily  obtained  by  heating  a  mixture  of 
hydroxyquinoline  (25  grams),  sulphuric  acid  (75  grams),  and  phos¬ 
phoric  anhydride  (30  grams)  at  200°  for  five  hours.  It  is  a  very 
hygroscopic  substance,  aud  decomposes  at  200°.  The  hydrogen 
potassium  salt,  is  a  crystalline  precipitate;  the  basic  salt, 
OK*C9NH4(SO;jK)2,  a  compound  sparingly  soluble  in  water;  the 
basic  copper  salt,  Cu[0-C9NH1(SOa)-Gu]2  +  10H.2O,  a  light-green 
powder.  G.  T.  M. 

Paradiazine-derivatives.  By  P.  W.  Abenius  (/.  pr.<Chem.  [2], 
40,425 — 444;  compare  Abstr.,  1880,  134). 

Bromacetanilide,  NHPh-C(>CH2Br,  is  obtained  by  mixing  benzene 
solutions  of  aniline  (2  mols.)  and  bromacetic  bromide  (1  mol.),  eva¬ 
porating  the  benzene  at  the  ordinary  temperature,  and  washing  the 
residue  with  water,  which  leaves  bromacetanilide  undissolved.  It 
crystallises  in  slender,  whiten  eedles  which,  melt  at  130 — 131°,  and  are 
soluble  in  alcohol,  ether,  and.  benzene,  but  not  in  water. 

Chloracetylphemjlglycine ,  CHzChCO‘NPlvCH2*COOH,  is  formed 
when  phenyjglycine,  suspended  in  ether,  is  shaken  with  an  ethereal 
solution  of .  chloracetjc  chloride  (eq.  inols.)  ;  the  ether  is.  distilled  off, 
and  the  residue  treated  with  water,  when  ithe  chloracetylphenylgly- 
cine  separates  as  an  oil,  which  soon  crystallises.  It  forms  four-sided 
tables  or  prisms  melting  at  132 — 133°,  soluble  in.  alcohol  and  benzene. 

COCH 

Dip  It  eny  Idiketodih  yd  ropara  d  iazine,  NP1i<£,jj  .^Q^NPh,  is  iden¬ 
tical  with  Meyer’s  phenylglyeine  anhydride  (this  Journal,  1878, 
224)  ;  it  may  also  be  obtained  by  the  action  of  alcoholic  potash  or 
bromacetanilide,  and  by  heating  chloracetylphenylglycine  (1  mol.) 
with  aniline  (2  mols.)  at  143 — 150°  ;  this  last  reaction  settles  its  con¬ 
stitution.  It  melts  at  233°. 
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!  Phenvlglycinvlphenylglycine  lias  been  described  before  (Abstr., 
1888,  854;  compare  Hau  sd  or  for,  Abstr.,  18S9,  1014);  it  melts  at 
'129—1:10°. 

!  Bromacetoparatolnidide ,  C6H4Me-XH*CO’CH2Br  [Me  :  NH  =  1  :  4], 
'obtained  in  the  same  way  as  bromacetanilide,  crystallises  from  bot 
alcohol  in  long,  colourless  needles  which  melt  at  164°. 

|  Biparato  l  tjld  iketod  ihydropu  radiazw  e, 

I  C6H1Me-N<^‘Cc^>X-c6HiMe‘[Me  :  N  =  1  :  4], 

■is  obtained  from  bromacetoparatolnidide,  or  fronrparatolylglycocine,  in 
jthe  same  way  as  diphenyldiketodihydroparadiazine  is  obtained  from, 
the  corresponding  phenyl  compounds.  It  crystallises  from  alcohol  in 
beautiful,  long,  white  needles  which  melt  at  252 — -253°,  and  are 
Soluble  in  glacial  acetic  acid,  but  only  sparingly  soluble  in  other 
'solvents. 

'  flthylglycolylparatoluidide ,  C6H1Me,XH,CO,CH2*OEt  [Me  :  NH  — 
il :  4],  is  obtained  as  a  bye-product  in  preparing  the  above  paradiazine 
from  bromacetoparatolnidide  and  alcoholic  potash,  and  may  be  sepa¬ 
rated  from  the  mother  liquor  of  the  paradiazine  by  ether,  which  dis¬ 
solves  it.  It  crystallises  in  beautiful,  transparent  prisms  which  melt 
at  32°,  and  are  soluble  except  in  water. 

Farabromaceto-xiylidide,  C6H3Me2-NH-CO*CH.:.Br  [Me2:  XH=  1 : 4 : 3], 
prepared  by  mixing  benzene  solutions  of  paraxylidine  (2  mols.)  and 
bromacetic  bromide  (1  mob),  crystallises  in  slender,  white  needles 
which  melt  at  145°. 

Diparaxylyldiketodihydroparadiazine , 

C6H31\  1  e2-X < ^ > N •  GdH ,Me2  [Me,  :  N  =  V  :  4  :  2], 

is  obtained  by  the  action  of  alcoholic  potash  on  parabromaceto-xylidide; 
it  crystallises  from  bot  alcohol  in  beautiful,  flat  needles  melting  at 
203°,  and  soluble  in  benzene  and  acetic  acid,  but  not  in  water  and 
ether. 

Ethylglycolylparaxylidide ,  CeHaMe'/NH’CO'CHyOEt  [Me2  :  NH  = 
1:4:  2],  is  extracted  by  ether  from  the  mother-liquor  of  the  last- 
1  mentioned  paradiazine ;  it  crystallises  in  prisms  melting  at  50°,  and 
^  soluble  in  the  usual  solvents. 

!  ])i-x.-naphtliyld)ketodihydropciradiazine , 

CUlH/N<  cS2GCO>N  *C  ,oH” 

‘obtained  from  chloracetonaphthalide  and  alcoholic  potash,  crystallises 
from  glacial  acetic  acid  in  flat  needles  melting  at  274 — 275°,  and 
sparingly  soluble  in  alcohol,  benzene,  and  ether. 

Methyl  metanitrocumate ,  N02-C6H3PrC00Me  [Pr  :  MeO  :  X02  = 
4:1:  3],  is  obtained  by  dissolving  nitrocumic  acid  in  methyl  alcohol 
I  and  saturating  it  with  hydrogen  chloride  ;  it  forms  large  crystals  like 
nitre,  which  melt  at  64°,  and  are  soluble  in  most  solvents. 

1  Methyl  metumidorumate  is  obtained  by  reducing  the  nitrocnmate 
with  tin  and  hydrochloric  acid  ;  it  ciystallises  in  colourless,  transpa- 
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rent  prisms  or  tables  melting  at  51 — 52°,  and  easily  soluble  except  in 
light  petroleum. 

Methyl  metachloracetamidocumate ,  CHvCl*CO,XH*CsH3Pr-COOj\[e 
[Pr  :  COOMe  :  NH  =  4:1:3],  is  prepared  by  mixing  benzene  solu¬ 
tions  of  the  metamidoeumate  (2  mols.)  and  chloracetic  chloride 
(1  mol.),  evaporating  the  benzene  at  the  ordinary  temperature,  and 
washing  the  residue  with  water,  which  leaves  the  chloraceto-deriva- 
tive  undissolved.  It  crystallises  from  hot  dilute  alcohol  in  long, 
slender,  colourless  needles  melting  at  101 — 102°,  and  easily  soluble  in 
most  solvents  except  water  and  light  petroleum.  If  bromaeetic 
bromide  be  substituted  for  chloracetic  chloride  in  the  above  prescrip¬ 
tion,  methyl  metabromacetamidocumate  is  obtained  ;  it  melts  at 
100—107°. 

Dipropyldiphenyldiketodihydroparadiazinedicarboxylic  acid, 

C4N2H1(C6HiPr-COOH)2  [COOH  :  Pr  :  N  =  1  :  4  :  3], 

is  prepared  by  heating  alcoholic  potash  (1  gram)  with  methyl  meta¬ 
chloracetamidocumate  (4  grams)  in  alcohol  for  half  an  hour,  then 
adding  another  gram  of  potash,  and  heating  for  another  half  hour; 
the  alcohol  is  now  evaporated,  the  residue  treated  with  water,  and  an 
excess  of  hydrochloric  acid  added;  this  throw's  down  a  resinous  sub¬ 
stance,  which  is  w'ashed  and  heated  with  alcohol.  Part  dissolves  (see 
below),  leaving  the  diearboxylic  acid  as  an  insoluble  powder,  which 
decomposes  before  melting, and  dissolves  in  alkalis,  being  reprecipitated 
by  acids.  The  ethyl  salt,  obtained  by  the  action  of  dry  hydrogen 
chloride  on  an  alcoholic  solution  of  the  acid,  crystallises  in  Hat,  lustrous, 
oblique-ended  needles  melting  at  192 — 193°,  and  soluble  in  alcohol. 

Metethylqhjcohjlamidocumic  acid ,  OKt'CHa’CO'NH’CsH-jPrCOOH 
[COOH  :  Pr  :  MI  =  I  :  4  :  3],  is  that  portion  of  the  above-mentioned 
resin  wdiich  dissolves  in  alcohol;  the  alcohol  is  evaporated,  the  residue 
dissolved  in  potash,  reprecipitated  by  hydrochloric  acid,  and  crystal¬ 
lised  from  weak  alcohol.  It  forms  four-sided  tables  melting  at  140°, 
and  soluble  except  in  water  and  petroleum. 

r/ieuylorthotolyldiketodihydruparadiazine, 

Nph<^'2Ccij>N-C6H4Me  [Me  :  N  =  1  :  2], 

is  obtained  by  heating  chloracetorthotolylglycine  (1  mol.)  with 
aniline  (2  mols.)  in  a  sulphuric  acid  bath  at  160°;  the  product  is 
heated  with  water  and  hydrochloric  acid,  filtered,  and  the  undissolved 
portion  crystallised  from  alcohol.  It  forms  slender,  white  needles 
melting  at  165 — 166°,  soluble  in  hot  alcohol  and  benzene,  but  insoluble 
in  ether.  It  forms  no  platinochloride. 

Orthotolylparatolyldiketodihydroparadiazine, 

C6H4Me-N<^;Cc^>N-C6HJMe  [Lie  :  N  =  1  :  2  and  1  :  4], 

is  obtained  by  substituting  paratoluidine  for  aniline  in  the  prepara¬ 
tion  of  the  last  compound.  It  crystallises  in  long,  white,  felted 
needles  melting  at  179—180°,  soluble  in  alcohol  and  benzene,  but  not 
in  ether.  A.  Gf.  B. 


ORGANIC  CHEMISTRY. 


271 


Ditriazole-derivatives.  By  J.  A.  Bladi.v  ( Tier .,  22,  3114 — 
3117 ;  compare  Abstr.,  1889,  138). 


I)i-phenylethyltriazole , 
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,  prepared  by  boil¬ 


ing  cyanophenvlhydrnzine  with  excess  of  propionic  anhydride,  crystal¬ 
lises  from  alcohol  in  prisms,  melts  at  18G'5 — 1S7°,  and  is  readily 
soluble  in  alcohol,  but  insoluble  in  water.  The  hydrochloride, 
C2oHwXs,2HC1,  crystal  Uses. in  microscopic  prisms,  and  is  decomposed 
by  water.  The  platinochloride  crystallises  in  orange-yellow,  unstable 


prisms. 

Bi-diphenyltriazole,  C2,HV0XG,  prepared  by  treating  eyanophenyl- 
hydrazine  with  benzoic  chloride,  crystallises  from  alcohol  in  colour¬ 
less  needles,  with  2  mols.  HsO,  loses  its  water  at  100°,  melts  at 
257 — 25S°,  and  is  only  sparingly  soluble  in  alcohol,  very  sparingly  in 
ether,  and  insoluble  in  water;  it  is  a  very  feeble  base. 

Di-paratoliilmethyltriazole,  C20HMX6,  is  obtained  when  cyanoparatolyl- 
liydrazine  is  boiled  for  a  few  minutes  with  excess  of  acetic  anhydride. 
It  crystallises  from  alcohol  in  long,  prismatic  needles,  melts  at 
259 — 2GU°.  and  is  moderately  easily  soluble  in  alcohol,  but  only 
sparingly  in  benzene,  and  insoluble  in  water.  The  hydrochloride  is 
readily  soluble. 

Di-paratolylethyltriazole ,  C22H21X6,  prepared  from  propionic  anhy¬ 
dride  in  like  manner,  separates  in  crystals  from  alcohol  and  benzene, 
in  which  it  is  readily  soluble,  melts  at  202 — 203c,  and  is  insoluble  in 


water. 


Di-paratolylphenyltriazole ,  C3oH24X6,  prepared  from  benzoic  chloride 
in  like  manner,  crystallises  from  alcohol  in  microscopic  needles  with 
2  mols.  H20,  and  from  benzene  in  small  plates  with  1  mol.  of  benzene  ; 
it  melts  at  about  300°,  is  insoluble  in  water,  and  is  only  a  very  feeble 
base.  F.  S.  K. 


Bases  formed  by  the  Action  of  Potassium  Hydroxide  on  the 
Halogen-Alkyl  Salts  of  Papaverine.  By  A.  Claus  (/.  pr.  Che m. 
[2],  40,  4G5 — 479). — In  this  paper  the  author  replies  to  the  recent 
criticisms  of  Goldschmiedt  (this  vol.,  p.  179)  ou  the  work  which  he 
(the  author)  and  others  have  already  published  on  this  subject  (see 
Abstr.,  1S85,  99G ;  1889,  414).  A.  G-.  B. 

Belladonine.  By  E.  Durkopf  ( Ber .,  22,  31S3 — 31S4).— The 
brown  syrup  from  which  atropine  has  been  obtained  (commercially) 
is  a  mixture  of  belladonine,  atropine,  hyosevamine,  hyoseine,  and 
their  decomposition-products  tropine,  pseudotropine,  and  tropic  acid. 
When  the  syrup  is  boiled  with  chloroform  and  ether  in  acid  solution, 
the  hydrocarbons,  Ac.,  are  removed,  and  the  atropine  in  the  puri&ed 
base  can,  by  some  suitable  means,  be  converted  into  tropine  and 
tropic  acid  ;  the  belladonine  is  not  changed  by  this  treatment,  but  the 
hyoseine  (IS — 20  percent.)  passes  into  solution,  and  can  be  easily  iso¬ 
lated  by  means  of  the  aurochloride.  This  salt,  CnIl23X03,AnCl3, 
crystallises  in  prisms,  melts  at  200°,  and  is  sparingly  soluble  in  water. 

F.  S.  K. 
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Fumarine.  By  R.  Reichwald  ( Zeit .  anal.  Chem .,  28,  622 — 623). 
— Fumarine  is  soluble  in  11*2  parts  of  chloroform  and  in  78'6S  parts 
of  benzene,  but  is  only  very  sparingly  soluble  in  water,  alcohol,  ether, 
and  petroleum.  When  treated  with  Frohde’s  reagent,  it  fi vst  turns 
violet,  then  dark-green;  with  vanadyl  sulphate,  it  gives  an  emerald- 
green  colour  which,  after  some  hours,  becomes  yellowish-green ; 
with  sulphuric  acid  and  sugar,  it  gives  a  dirty-violet  coloration  ;  with 
selenosulphuric  acid,  a  pure  violet.  It  is  not  coloured  by  chlorine- 
water,  bnt  becomes  violet-brown  with  bromine-water  and  sulphuric 
acid.  A  crystal  of  potassium  nitrate  thrown  into  its  solution  in 
sulphuric  acid  colours  the  liquid,  as  it  dissolves,  first  green,  then 
violet,  and  lastly*  yellow.  Potassium  dichromate  added  to  a  fumarine 
salt  throws  down  fumarine  chromate ;  on  adding  concentrated 
sulphuric  acid,  intense  green  and  violet  sti*eaks  are  produced,  passing, 
after  a  few  minutes,  into  green.  M.  J.  S. 

Preparation  and  Properties  of  Albumin,  free  from  Ash.  By 

E.  Harxack  (Tier.,  22.  3046 — 3052 ;  compare  Abstr.,  18S2,  747). — 
Albumin,  free  from  ash,  can  be  obtained  ns  follows: — The  copper- 
compound  of  albumin,  prepared  as  previously  described  (loc.  cit,),  is 
purified  by  dissolving  it  in  very  dilute  soda,  reprecipitating  with 
acetic  acid,  and  washing  well  with  water,  the  process  being  repeated 
several  times;  the  precipitate  is  then  dissolved  in  a  considerable 
quantity  of  soda,  the  solution  kept  for  24  hours,  the  albumin  precipi¬ 
tated  by  neutralising  with  hydrochloric  acid,  washed  with  water,  and 
dried  at  100°. 

It  is  thus  obtained  in  the  form  of  a  gelatinous,  transparent,  brittle, 
yellowish-red  mass  which  is  almost  free  from  ash,  1  gram  leaving  a 
residue  of  about  1  milligram  on  ignition.  It  is  free  from  phosphorus 
and  phosphates,  and  iron  could  not  be  detected.  When  the  moist 
substance  is  treated  with  pure,  cold  water,  it  gradually  swells  up  and 
dissolves  ;  the  solvent  action  being  hastened  considerably  by  boiling. 
The  dry  substance  shows  a  like  behaviour,  but  it  dissolves  much 
more  slowly.  The  residue  obtained  on  evaporating  the  aqueous 
solution  to  dryness  seems  to  have  the  same  properties  as  the  original 
substance. 

Albumin,  free  from  ash,  is  precipitated  from  its  aqueous  solution 
by  acids,  the  precipitate  being  insoluble  in  excess  ;  also  by  neutral 
salts,  for  example,  sodium  chloride,  but  the  precipitate  dissolves 
again  if  the  solution  is  diluted  very  considerably.  The  precipitated 
albumin  has  the  same  properties  as  the  original  substance,  hut  if  the 
precipitate  is  boiled  with  the  solution,  it  is  gradually  converted  into 
a  modification  insoluble  in  water. 

Albumin,  free  from  ash,  is  precipitated  from  its  aqueous  solution 
by  salts  of  the  heavy  metals,  phosphomolybdic  acid,  potassium  ferro- 
eyanide,  &c. ;  but  it  is  not  precipitated  by  alcohol,  ether,  phenol,  or 
tannic  acid.  F.  S.  K. 

Heat  Coagulation  of  certain  Proteids.  By  .7.  B.  Haycraft 
and  C.  W.  D  EGG  AX  (Brit.  Med.  1890,  i,  167 — 169). — It  is  found 
that  there  are  various  circumstances  that  affect  the  temperature  at 
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winch  any  proteid  outers  into  the  condition  of  a  lieat-coagulum.  If 
a  solution  of  a  coagulable  proteid  is  heated  quickly,  the  proteid  will 
he  found  to  coagulate  at  a  higher  temperature  than  if  the  heat  is 
applied  more  slowly.  The  coagulation  point  is  considerably  raised  by 
.diluting  the  solution,  and  a  very  dilute  solution  may  not  coagulate 
even  on  boiling.  The  presence  of  certain  neutral  salts  lowers,  of 
others  raises  the  coagulation  temperature.  The  presence  of  acids 
lowers,  of  alkalis  raises  the  coagulation  temperature.  These  facts 
were  ascertained  to  be  true  for  egg  albumin,  serum  albumin,  vitellein, 
and  sernm  globulin. 

Halliburton  (J. Physiol.,  5)  and  Cox-in  and  Berard  (Abstr.,  18S9,  1075) 
attempted  to  separate  pi-oteids  by  means  of  fractional  heat  coagulation. 
'Without  doubting  the  possibility  of  fractionating  some  proteids, 
the  l-esult  of  the  present  experiments  seems  to  cast  a  doubt  on  the 
[method  adopted,  unless-  other  differences  be  demonstrated  to  exist 
between  the  various  proteids  thus  sepai-ated.  It  is  thus  possible  that 
serum  albumin  or  egg  albumin  may  be  single  proteids,  and  the  fact  that 
various  pi-ecipitates  at  different  temperatures  ai-e  obtainable  can  be 
explained  in  one  of  two  ways  :  either  that  the  heat  when  applied  for 
a  long  time  (in  Corin  and  Berard’s  experiments  for  upwards  of  an 
hour)  alters  the  chai-acter  of  the  proteid  in  solution  so  that  its  tem- 
perature  of  coagulation  is  heightened,  or  that  the  result  is  simply 
the  effect  of  dilution;  a  solution  of  serum  albumin  is  x-aised  to  7o°  ;  a 
precipitate  occurs,  and  is  filtered  off;  that  left  in  solution  is  now  more 
’diluted,  hence  its  coagulation  temperature  is  higher,  W.  D.  H. 

Precipitation  of  Albuminoids  from  Urine.  By  —  Boyitoxd  (./. 
Pharm.  [5],  20,  481 — 482). — In  attempting  to  form  a  filter  of  talc 
(previously  washed  in  hydrochloric  acid  and  watei*)  for  the  filtration 
of  turbid  urine,  the  whole  of  the  globulin  contained  in  the  urine  was 
found  to  be  removed  by  the  so-called  neutral  substance  composing  the 
ifilter ;  whether  any  serein  (P  serum-albumin)  was  removed  has  not 
lyet  been  determined.  Experiments  were  instituted  with  other  neutral 
substances,  and  it  was  found  that  bismuth  subnitrate  completely 
.removed  both  globulin  and  “  serein.”  This  i-esearch  is  still  being  pro¬ 
secuted.  J.  T. 

Haemoglobin.  By  A.  Jaquet  (Zeit.  physiol.  Chem.,  14,  289 — 29G). 
— A  sample  of  dog's  lia-moglobin,  prepared  according  to  Zinoffsky’s 
'method  (Abstr.,  1SS6,  1G5),  gave  the  following  pei-centage  composi¬ 
tion,  which  may  be  compared  with  the  results  obtained  previously 
with  dog’s  haemoglobin  (Abstr.,  1888,  731),  and  with  Zinoffsky’s 
[analysis  of  horse’s  haemoglobin,  in  the  following  table  : — 

Ucemoglobin  of  dog. 


Previous  analysis. 

Present  analysis. 

Of  horse  (ZinofTsky). 

c.. 

. . .  53-91 

54-57 

51-15 

H.. 

6-62 

7-22 

6-7G 

N. . 

...  15-98 

1G-38 

1794 

S.. 

0542 

0-5G8 

0-39 

Be 

0-333 

0-33G 

0-335 

0.. 

...  22-G2 

2'  )-93 

23-43 
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The  formula  for  dog’s  hsemoglobiu  deduced  from  this  second 
analysis  is  C^sH^NiasSsFeC^s- 

An  analysis  of  hen’s  haemoglobin  was  also  made;  the  percentage 
composition  was  C,  52*47 ;  H,  7*19;  N,  16*45 ;  S,  0*8586;  Fe,  0*3353; 
0,  22  5  ;  P,  0*1973. 

The  relation  of  S  :  Fe  =  9  :  2  ;  the  relation  of  Fe  :  P  =  1  :  1. 
The  only  other  preparation  of  birds’  blood  that  has  been  analysed  is 
that  of  goose’s  blood  by  Hoppe- Seyler.  He  also  found  phosphorus 
present  (0*77  per  cent.),  and  this  has  generally  been  regarded  as  due 
to  admixture  with  nuclein  ;  the  relation  of  phosphorus  to  iron  in  the 
present  research  seems  to  indicate  that  the  phosphorus  may  be 
actually  in  the  haemoglobin-molecule.  W.  D.  H. 
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Respiration  of  Entozoic  Worms.  By  G.  Bunge  (Zeit.  'physiol. 
Chem .,  14,  318 — 324). — In  an  earlier  communication  (?'6id.,  8,  48)  it 
was  shown  that  the  Ascaris  mystax,  the  worm  that  lives  in  the  intestine 
of  the  cat,  will  live  four  or  live  days  in  media  quite  free  from  oxygen. 

Renewed  experiments  with  Ascaris  actis,  from  the  intestines  of  the 
pike,  are  confirmatory  of  the  above  ;  these  worms  live  for  four  to  six 
days,  and  exhibit  movements,  in  media  free  from  oxygen.  In  the 
ultimate  respiratory  processes  of  these  animals  there  must  be  a  for¬ 
mation  of  energetic  reducing  substances  (nascent  hydrogen  and 
easily  oxidisable  organic  matter)  which  unite  with  one  atom  of  the 
oxygen-molecule,  even  to  a  greater  extent  than  in  animals  which 
breathe  oxygen.  These  animals  possess  no  respiratory  apparatus. 

In  order  to  investigate  this  question  more  fully,  larger  varieties  of 
Ascat'is  were  employed.  The  A.  megalocephala  of  the  horse  was 
found  unsuitable,  as  it  only'  lived  for  two  days  after  removal  from  the 
intestine  ;  the  A.  lumbricoides  of  the  pig  was  therefore  used  ;  this  ( 
lived  from  five  to  seven  days.  In  boiled  salt  solution  it  gave  off  j 
abundance  of  gas,  which  was  collected  over  mercury,  and  v*as  com¬ 
pletely*  absorbed  by  potash,  consisting  of  pure  carbonic  anhy*dride, 
and  containing  no  hydrogen.  The  quantity*  of  gas  obtained  in  this 
time  was  from  5  c.c.  to  10  c.c.  per  gram  of  the  animal’s  body-weight. 

In  three  experiments,  a  small,  measured  quantity  of  oxygen  was  added 
to  this  gas  artificially,  but  there  was  no  diminution  in  its  volume  after 
the  admixture  ;  thus  not  only  hy'drogen,  but  other  inducing  substances 
are  absent  also.  W.  D.  H. 

I 

Heat  developed  by  the  Action  of  Oxygen  on  the  Blood.  By 

BerthelOT  (Gompt.  rend.,  109,  776 — 781). — The  experiments  were 
made  with  detibrinated  fresh  sheep’s  blood  which  had  been  allowed  to  1 
remain  in  a  closed  flask  for  24  hours.  The  scarlet  colour  had  changed 
to  purple,  the  sp.  gr.  was  1*057  at  9°,  and  the  specific  heat  0*872.  tt  I 
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jWas  placed  in  the  calorimeter,  and  a  current  of  nitrogen,  saturated 
with  moisture,  was  passed  through  for  some  time.  Dry  oxygen  was 
then  passed  in,  and  the  temperature  observed  at  frequent  intervals. 
Before  weighing  the  calorimetric  vessel,  the  oxygen  in  the  empty 
'space  was  expelled  by  means  of  nitrogen. 

j  In  one  experiment,  100  vols.  of  blood  absorbed  20*2  vols.  of  oxygen, 
,in  another,  18*5  vols.  The  heat  developed  per  32  grams  of  oxygen 
jwas  14*63  Cals,  in  the  first  case  and  14  91  in  the  second,  or  a  mean  of 
'j  + 14*77  Cals.  The  formation  of  silver  oxide  develops  414*0  Cals.; 
of  barium  peroxide,  4*24*2  Cals.;  of  lead  peroxide,  4*24*5  Cals,  per 
•32  grams  of  oxygen  ;  and  it  is  evident  that  the  heat  liberated  by  the 
(formation  of  oxyhemoglobin  is  of  the  same  order  of  magnitude  as 
the  heat  of  formation  of  many  true  oxides. 

The  combination  of  carbonic  oxide  with  hemoglobin  developed 
4*18*0  Cals,  and  419*4  Cals.,  or  a  mean  of  418*7  Cals,  per  28  grams, 
a  disturbance  of  the  same  order  of  magnitude  as  the  heat  of  forma¬ 
tion  of  oxyhemoglobin,  but  distinctly  higher. 

The  heat  developed  by  the  action  of  oxygen  on  the  blood  is  almost 
exactly  one-seventh  of  the  heat  which  would  be  liberated  by  the  com¬ 
plete  oxidation  of  carbon  by  the  same  quantity  of  oxygen,  and  lienee 
it  follows  that  of  the  total  animal  heat  about  one-seventh  is  developed 
jin  the  lungs  by  the  combination  of  oxygen  with  the  blood,  and  the 
remaining  six-sevenths  in  other  parts  of  the  body  in  consequence  of 
oxidations  and  hydrations. 

The  development  of  heat  in  the  lnngs  is  almost  exactly  compen¬ 
sated  by  the  absorption  of  heat  due  to  the  liberation  of  carbonic 
, anhydride  and  water  vapour,  and  whether  the  temperature  of  the 
blood  in  the  lungs  rises  or  falls  is  determined  by  the  temperature  of 
the  inspired  air,  but  the  variation  in  one  direction  or  the  other  is  not 
'greater  than  the  tenth  of  a  degree.  C.  H.  B, 

Animal  Heat  and  the  Heat  of  Formation  and  Combustion 
of  Urea.  By  Bebthelot  and  F.  Petit  ( Gumpt .  rend.,  109,  759 — 704). 
— See  this  vol.,  p.  2U6. 

Artificial  Digestion  of  Proteids.  By  A.  Stutzer  ( Lavdw . 
Versuchs.  Skit.,  36,  321 — 328). — The  method  proposed  by  the  author 
(consists  in  treating  the  food  first  with  an  acid  pepsin  solution  and 
(then  with  an  alkaline  pancreatic  liquid,  and  determining  the  nitrogen 
in  the  undissolved  substance  ;  from  the  relation  of  the  indigestible 
,  to  the  total  prote'id  nitrogen,  the  digestibility  coefficient  is  calculated. 
[  The  method  gives,  according  to  Pfeiffer  ( Juurn .  f.  Landw.,  34,  444), 
|  results  nearly  identical  with  those  obtained  by  means  of  direct 
1  experiments  with  animals. 

The  pepsin  solution  is  prepared  by  cutting  the  mucous  skin  of  a 
Afresh  pig’s  stomach  into  small  pieces  and  keeping  it  for  one  or  two 
•days  with  5  litres  of  water,  100  c.c.  of  hydrochloric  acid  (con- 
Itaining  10  grams  of  hydrogen  chloride)  and  2’5  grams  of  salicylic 
lucid;  it  is  then  poured  through  a  flannel  bag  and  filtered,  first 
through  a  coarse  and  then  through  a  dense  filter  paper,  it  is  best  to 
prepare  several  extracts  at  once. 
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The  pancreas  extract  is  obtained  by  cutting-  up  the  pancreas 
(1000  grams)  of  a  bullock,  rubbing  it  up  with  sand,  and  exposing  it 
to  air  for  2-1 — 36  hours.  It  is  then  treated  with  lime-water  (300  c.c.), 
glycerol  (sp.  gr.,  T23  ;  1  litre),  and  some  chloroform,  kept  for  four  to 
six  days,  filtered,  heated  for  two  hours  at  37 — 40°,  and  again  filtered, 
if  necessary.  Before  using  the  extract,  250  c.c.  of  it  is  mixed  with 
sodium  carbonate  solution  (750  c.c.  containing  5  grams  of  the  an¬ 
hydrous  salt),  heated  at  37  to  40°  for  one  or  two  hours,  and  filtered. 

The  determination  of  digestible  substance  is  made  as  follows : — 
the  finely  powdered  food  (2  grams)  is  tied  up  in  paper  and 
extracted  with  ether  from  five  to  six  hours  to  remove  the  fat.  It  is 
then  treated  with  the  pepsin  solution  (250  c.c.)  and  heated  at  37  to 
40°  for  24  hours,  10  per  cent,  hydrochloric  acid  (2-5  c.c.)  being 
added  at  intervals  of  about  one  hour  until  the  solution  contains  1  per 
cent,  of  acid.  It  is  then  filtered  through  asbestos.  The  substance, 
with  the  asbestos,  is  heated  with  the  alkaline  pancreas  extract 
(100  c.c.)  for  six  hours  at  37 — 40°,  the  liquid  being  stirred  some¬ 
times.  After  this  it  is  filtered,  washed  with  water,  dried,  and  the 
nitrogen  determined  in  the  substance. 

It  was  found  that  if  the  substance  is  treated  with  400  c.c.  of  pepsin 
solution  containing  0'2  per  cent,  of  hydrogen  chloride,  without  sub¬ 
sequent  digestion  with  paucreas,  somewhat  less  nitrogen  is  dissolved 
than  when  the  less  amount  of  more  strongly  acid  pepsin  is  em¬ 
ployed.  But  if  the  food  is  afterwards  digested  with  pancreas,  the 
final  result  is  the  same  in  both  cases.  N.  H.  M. 

Absorption  of  Sugar  from  the  Small  Intestine.  By  S.  Gins¬ 
berg  ( Pfluger's  Archiv ,  44,  306 — 318). — v.  Mering  (Arch.  Anat. 
physiol.,  physiol.  Ahth.,  1877,  379)  showed  that  the  chyle  from  the 
thoracic  duct  of  the  dog  contained  no  more  sugar  during  the  diges¬ 
tion  of  carbohydrate  than  at  other  times,  but  that  the  percentage  of 
sugar  in  the  portal  blood  was  increased  under  these  circumstances. 

Heidenhain  pointed  out  (I’fluqer' s  Archiv.  Supp.,  1888,  71)  that 
this  is  probably  due  to  the  fact  that  the  water  and  substances,  like 
sugar,  easily  soluble  in  water  are  taken  up  by  the  blood-vessels  as 
they  lie  immediately  beneath  tlie  epithelium,  and  so  do  not  reach  the 
more  centi’ally  situated  lacteals  of  the  villi.  The  present  research, 
undertaken  under  Heidenhain’s  superintendence,  was  directed  to 
ascertaining,  whether  by  greatly  increasing  the  amount  of  sugar  and 
water  in  the  food,  some  might  not  be  found  even  in  the  chyle. 

The  first  experiments  were  performed  on  rabbits,  with  results 
given  in  the  following  table  (p.  277). 

These  show  that  during  a  normal  diet  the  amount  of  sugar  in 
both  blood  and  chyle  is  very  constant.  The  seemingly  higher 
percentage  in  the  latter  is  due  to  the  fact  that  the  percentage  is 
taken  for  the  total  blood,  including  corpuscles.  In  round  numbers 
100  parts  of  blood  contain  60  volumes  of  plasma;  hence,  the  per¬ 
centage  in  the  plasma  would  average  0-28,  which  is  higher  than  that 
in  the  chyle.  The  rise  of  the  percentage  during  sugar  feeding,  both 
in  blood  and  chyle,  is  very  marked. 
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1 

Percentage  of  sugar  in 

Food. 

Blood. 

Chyle. 

_ _ 

0-25 

Normal  diet. 

0-18 

0-23 

0-18 

0  25 

018 

0-23 

*> 

Mean . . 

0  '18 

0-24 

3* 

0*22 

0-3G 

5  grams  sugar  in  50  c.c.  water. 

0-31) 

0-7G 

13  „  100  „ 

7 . 

0-33 

0-30 

13  „  100 

S . 

0-31 

0-4G 

25  ,,  150  ,. 

Mean . 

0  31 

0-40 

The  second  series  of  experiments,  made  on  dogs  with  a  fistula  of 
the  thoracic  duct,  show  the  same  result,  and  are  still  more  satis¬ 
factory,  as  the  same  animal  could  be  used  in  the  two  experiments. 

The  following  table  contains  the  results  of  a  few  of  the  experi¬ 
ments  performed.  The  sugar  solution  was  injected  into  the  intestine. 


Percentage  of  .sugar  in 

Blood. 

Chyle. 

Amount  injected. 

Before 

After 

Before 

After 

injection. 

injection. 

injection. 

injection. 

1... 

0-14 

014 

0-24 

0-27 

30  grams  in  600  c.c.  of  water. 

0-07 

0-27 

0-25 

0-52 

40  „  400 

3.  . . 

0-09 

0-18 

0  22 

0-35 

20  „  400 

4. .. 

0-08 

0-28 

0TG 

0’42 

30  „  4U0 

W.  1).  H. 


Osmosis  with  Living  and  Dead  Membranes.  By  E.  W. 

Reid  ( Brit .  Med.  /.,  1890,  i,  160 — 167). — The  process  of  diffusion  of 
fluids  through  animal  membranes  is  well  known  to  be  influenced  by 
the  vital  condition  of  such  membranes.  (Cl.  Bernard,  Matteucci  and 
Cima,  &c.).  In  the  present  research  the  skin  of  the  frog  was  chiefly 
employed;  the  liquids  used  were  those  which  do  not  markedly  im¬ 
pair  the  vitality  of  living  tissues,  such  as  physiological  saline 
solution,  or  a  5  per  cent,  solution  of  glucose  in  this  solution.  The 
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osmometer  used  was  either  the  ordinary  Dutrochet  instrument,  or 
an  oil-discharging  osmometer  iu  which  the  pressure  was  kept  con¬ 
stant  in  order  to  avoid  error  from  the  occurrence  of  filtration.  For 
recording  purposes,  advantage  was  taken  of  the  photographic  method 
in  order  to  avoid  frictiou ;  the  height  of  the  column  of  liquid  being 
photographed  on  a  very  slowly  revolving  cylinder  covered  with 
sensitive  paper.  The  following  conclusions  are  drawn  from  the 
experiments: — (1.)  The  normal  direction  of  easier  osmotic  trans¬ 
ference  of  fluid  through  the  living  skin  of  the  frog  is  in  the  direc¬ 
tion  from  the  outer  towards  the  inner  surface.  (2.)  The  transference 
of  fluid  through  the  skin  in  the  above  direction  is  intimately  associated 
with  the  physiological  condition  of  its  tissues.  Conditions  or  agents 
tending  to  depress  vitality  diminish  the  transfer  in  the  normal 
direction,  while  stimulants  give  rise  to  augmentation.  (3.)  The 
cause  of  the  easier  transfer  of  liquid  from  the  outer  towards  the  inner 
surface  is  probably  to  be  found  in  the  existence  of  an  absorptive  force 
dependent  on  protoplasmic  activity,  and  comparable  to  the  secretive 
force  of  a  gland  cell.  (4.)  In  consequence  of  the  absorptive  force, 
acting  from  -without  inwards,  an  alteration  of  the  relations  of  the 
surfaces  of  the  skin  to  the  two  liquids  used  in  an  osmosis  experiment 
modifies  the  rapidity  of  the  trausfer  of  liquid  from  one  to  the  other 
side  of  the  membrane,  according  as  the  force  exerted  by  the  living 
tissues  is  wuth  or  against  the  osmotic  stream.  W .  D.  H. 

Effect  of  Feeding  on  the  Secretion  of  Amidic  Substances. 

Bv  E.  Schulze  (  Hi  f>0.  Ctntr.,  18,  733 — 734;  from  Pfiuger's  Archiv, 
25.  401 — 460). — The  following  are  the  results  of  the  author’s  experi¬ 
ments: —  (1.)  The  nearer  the  feeding  of  persons  approaches  to  a  pure 
animal  diet,  the  greater  is  the  amount  of  nitrogen  as  urea  in  propor¬ 
tion  to  the  total  nitrogen  of  the  urine.  (2.)  The  relation  of  uric  acid 
to  the  total  nitrogen  decreases  with  meat  diet  as  opposed  to  feeding 
wTi  th  mixed  food.  This  occurs  in  a  still  greater  degree  with  a  meat 
diet  with  use  of  abundance  of  alkaline  water  and  absence  of  alcohol 
and  narcotics,  although  the  absolute  amount  of  uric  acid  increases. 
(3.)  The  same  bolds  good  with  regard  to  the  relation  of  uric  acid  to 
urea.  (4.)  It  is  very  probable  that  in  fever,  even  in  absence  of  respi¬ 
ratory  derangement,  there  is  not  only  an  absolutely  larger  amount 
of  uric  acid  produced,  but  also  an  increased  proportion  of  uric  acid 
relatively  to  total  nitrogen  and  to  urea.  (5.)  The  use  of  plenty  of 
alkaline  -water  and  the  disuse  of  alcohol  in  treatment  of  gout  are  justi¬ 
fied  by  experimental  evidence  which  cannot  be  denied;  these  factors 
seem  to  be  of  greater  importance  than  the  prohibition  of  meat. 

N.  H.  M. 

Detection  of  Nitrous  Acid  in  Saliva.  By  L.  Ilosvay  de 
N.  Ilosya  {Bull.  8'oc.  Ghim.  [3],  2,  388 — 391). — The  saliva  is  boiled 
with  an  acetic  acid  solution  of  sulphanilic  acid,  the  clear  solution  is 
decanted,  and  naphtliylamine  is  added,  when  a  rose  coloration  indi¬ 
cates  the  presence  of  nitrous  acid,  -which  is  increased  after  a  meal  ; 
the  action  of  tobacco  smoke  retards  the  reaction  considerably. 

Nitrous  acid  could  not  be  detected  in  the  water  moistening  a  cylinder 
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through  which  air  had  been  respired;  when,  however,  the  respired 
air  was  passed  through  bulbs  containing  a  2  per  cent,  solution  of 
sodium  hydroxide  for  some  time,  an  indication  equal  to  that  afforded 
by  ordinary  air  under  similar  conditions  was  obtained,  although  from 
experiments  made  with  the  air  of  stables  the  authors  conclude  that 
respired  air  does  contain  more  nitrous  acid  than  ordinary  air. 

T.  G.  N. 

Reducing  Substances  in  Urine.  By  H.  H.  Ashpowx  (Brit. 
Med.  J.,  1890,  i,  109 — 172). — The  most  important  substance  that 
reduces  an  alkaline  solution  of  copper  oxide  and  that  is  apt  thei*cfore 
to  be  mistaken  for  sugar  in  urine,  is  glycuronic  acid.  It  can  only  be 
identified  with  certainty  by  isolating  it  and  examining  its  properties. 
A  ready  distinction,  however,  between  sugar  and  this  substance  is  that 
the  addition  of  yeast  to  the  former,  even  when  dissolved  in  the  urine, 
causes  the  occurrence  of  the  alcoholic  fermentation,  and  to  the 
latter  does  not. 

Inman,  the  diagnosis  of  diabetes  must  in  future '  be  always  more 
carefully  made,  as  in  one  case,  the  first  hitherto  recorded,  the  re¬ 
ducing  substance  was  found  to  be  wholly  glycuronic  acid  ;  the  man 
in  whom  this  occurred  is  in  perfect  health,  and  no  symptoms  of 
diabetes  are  present.  If  this  state  of  things  be  shown  to  occur  in 
other  cases,  the  question  becomes  important  in  relation  to  life 
assurance. 

In  animals,  the  appearance  of  glycuronic  acid  in  the  urine  is 
readily  produced  by  the  administration  of  certain  drugs,  camphor, 
phenol,  Ac. 

In  the  present  research,  the  following  experiments  were  made: — 
The  urine  secreted  after  drugging  with  morphine  contains,  not  sugar, 
but  glycuronic  acid  ;  after  the  administration  of  chloroform,  glycuronic 
acid,  not  susrnr,  is  present.  This  confirms  a  previous  investigation 
of  Meyer.  The  so-called  glycosuria  of  curare  poisoning  does  not 
depend  on  the  presence  of  sugar;  there  is  no  fermentation  with 
yeast.  The  quantities  of  urine  obtainable  under  these  circumstances 
are,  however,  so  small  that  it  was  not  possible  to  separate  out  glyc¬ 
uronic  acid.  The  administration  of  ether  does  not  cause  the  appear¬ 
ance  of  any  reducing  substance  in  the  urine.  After  section  of  the 
renal  nerves,  a  paralytic  secretion  occurs:  this  contains  a  reducing 
substance,  which  was  found  to  be  glycuronic  acid,  AY-.  D.  H. 

Nitrogenous  Constituents  of  Dog’s  Urine.  By  L.  Bleibtrku 
(Pfliiyer's  Archiv ,  44,  512 — 585). — This  investigation  was  carried  out 
by  the  methods  used  by  Bbhland  (Abstr.,  1889,  58G),  and  by  Pfifio-er 
and  Bleibtreu  (this  vol.,  p.  808).  The  results  when  the  animal  was 
fed  on  a  meat  diet  are  compared  with  those  obtained  when  a  mixed 
diet  was  used  ;  they  are  given  in  the  following  table  (p.  280);  the 
numbers  are  percentages. 

The  urea  thus  increases  in  proportion  when  the  diet  is  chiefly  albu¬ 
minous,  and  diminishes  on  a  mixed  diet.  It  is  also  seen  that  in 
filtrate  II,  that  is,  in  the  urine  after  the  separation  of  “extractives  ” 
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Total 

nitrogen 

(Kjeldahl). 

_ 

Nitrogen 
in  urea. 

Nitrogen 
not  in 
urea. 
Total  N 
=  100. 

Nitrogen 
in  filtrate 
II  after 
subtract¬ 
ing  am¬ 
monia. 

i 

Nitrogen  in  filtrate 
II  which  is  not 
present  in  the 
form  of  urea  or 
ammonia.  Total 

N  in  filtrate  = 
100. 

Meat 

H  • 

mm 

4-59 

10  -9G 

4‘6S2 

1  -9G 

diet 

12. 

4-931 

4-07 

5  -0036 

2-G 

Mixed 

f  3. 

1  0135 

— 

1  -061 

4-3 

diet 

1  4. 

0-721 

0G1G3S 

14-5 

0  'GS41 

9-9 

by  means  of  phosphotungstic  acid,  there  is,  in  addition  to  urea  and 
preformed  ammonia,  a  nitrogenous  substance  which  contains  about 
‘2  per  cent,  of  the  total  nitrogen  in  this  filtrate  when  the  diet  is  albu¬ 
minous,  but  rises  to  double  or  quadruple  the  amount  when  the  diet  is 
a  mixed  one.  W.  D.  H. 

Nitrogenous  Constituents  of  Human  Urine.  By  E.  Schultze 
(Pflur/er's  Archiv ,  45,  401 — 460). — This  is  a  research  carried  out  on 
the  same  lines  as  that  in  the  preceding  abstract.  The  investigation 
was  carried  out  on  the  human  subject,  its  object  being  to  compare  the 
variations  in  the  amount  of  urea-nitrogen  with  the  non-urea-nitrogen 
in  relation  to  diet.  The  fullest  details  of  analysis  are  given;  the 
methods  adopted  were  those  of  Pfliiger  and  Bleibtreu.  The  conclu¬ 
sions  arrived  at  are  as  follows  : — 

1.  The  urea-nitrogen  increases  in  proportion  to  total  nitrogen  as 
the  diet  approaches  a  purely  albuminous  composition. 

2.  The  uric  acid  increases  absolutely,  but  diminishes  relatively, 
both  to  total  nitrogen  and  to  the  urea  on  a  meat  diet,  especially  if 
large  quantities  of  alkaline  water  be  taken  and  alcoholic  drinks  and 
narcotics  be  avoided. 

3.  Probably  in  fever  the  same  relation  of  uric  acid  to  total  nitrogen 
and  urea  holds. 

4.  The  use  of  abundant  quantities  of  water  and  withdrawal  of 
alcoholic  beverages  in  cases  of  gout  has  thus  a  scientific  basis. 

W.  D.  H. 

Action  of  related  Chemical  Compounds  on  Animals.  By 

W.  Gibbs  and  H.  A.  Haue  (Amer.  Chem.  J.,  11,  435—448). — This 
paper  contains  an  account  of  the  first  part  of  a  research  having  for  its 
object  a  systematic  study  of  the  relation  between  the  chemical  consti¬ 
tution  of  compounds  and  their  action  on  the  animal  organism.  Dogs 
and  frogs  were  experimented  on,  and  a  description  is  given  of  the 
action  of  the  nitrophenols,  the  nitranilines,  and  the  amido-  and  nitro- 
benzoic  acids  on  these  animals  when  administered  by  the  stomach  or 
hypodermically. 
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The  nitroplicnols  cause  death  by  paralysing  the  heart,  and  not  by  a 
respiratory  action;  the  nervous  system  is  unaffected  by  them,  except 
that  the  vagus  nerves  arc  slightly  stimulated  by  the  ortho-  and  meta- 
compounds,  but  depressed  by  the  para-eompound.  The  lethal  dose 
per  kilo,  of  body  weight  is  01  gram  of  the  ortho-,  about  0T  gram  of 
the  meta-,  or  O'Ol  gram  of  the  para-compound,  when  injected  into  the 
jugular  vein.  The  nitranilines  all  act  b}”  stimulating  the  peripheral 
vagi,  and  so  producing  a  very  marked  slowing  of  the  pulse.  In  the 
case  of  the  ortho-compound,  the  lethal  dose  is  0  3  gram  per  kilo.  ; 
methamioglobin  is  produced  in  the  blood,  and  the  sensory  side  of  the 
spinal  cord  is  slightly  aff ‘ctcd,  but  this  is  probably  caused  indirectly 
by  the  changes  in  the  blood.  Given  by  the  stomach  it  produces  curious 
paroxysms  of  sneezing.  The  meta-compound  has  but  a  very  feeble 
effect  on  the  nerves,  and  this  depends  on  the  development  of  met- 
lnemoglobin  in  the  blood,  all  the  symptoms  being  those  of  aniline 
poisoning.  The  para-compound  is  the  most  poisonous,  the  lethal 
dose  being  0'04  gram  per  kilo,  of  body  weight  when  injected  into  the 
jugular  vein.  The  amidobenzoic  acids  and  the  nitrobenzoic  acids 
were  found  to  be  without  effect  on  the  animal  organism. 

C.  F.  B. 

Is  Potassium  Ferrocyanide  Poisonous  P  By  P.  Carles  (./. 
Pharm.  [5],  20,  4SG — 4S9). — The  evidence  here  collected  from 
various  sources  leads  to  the  conclusion  that  this  salt  is  not  poisonous. 

J.  T. 
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Influence  of  Yeast  on  the  Bouquet  of  Wines.  By  A.  Rommier 
(Bull.  Soc.  Clam.  [3],  2,  297 — 300). — Having  previously  shown  that 
cultivated  yeast  determined  the  non-development  of  the  cells  occur¬ 
ring  naturally  on  the  grape  when  the  former  was  added  to  juice  in 
which  the  latter  existed,  the  author  fermented  the  juice  of  an  inferior 
grape  and  of  hothouse  grapes  respectively  with  yeast  cultures  ob¬ 
tained  from  the  Champagne,  Cote  d’Or,  and  Buxy  districts,  and  found 
that  in  each  case  the  resulting  wines  had  the  bouquet  of  the  wines 
from  whence  the  yeasts  were  derived.  T.  G.  N. 

Influence  of  Carbonic  Anhydride  on  the  Products  of  Fer¬ 
mentation.  By  L.  Lixdet  (Bull.  Soc.  Chim.  [3],  2,  195). — The  car¬ 
bonic  anhydride  evolved  during  fermentation  by  means  of  yeast  was 
not  allowed  to  escape,  but  retained  in  the  vessels  under  pressures  of 
20,  200,  430,  and  600  mm.  of  mercury  respectively,  without  affecting 
the  amount  of  alcohol  produced  or  the  weight  of  yeast  formed. 

T.  G.  N. 

Inverting  Ferment*  By  O.  Kellner,  Y.  Mori,  and  M.  Xaoaoka 
(Zeit.  physiol.  Chem.,  14,  297 — 317). — Koji  is  the  name  of  a  sub¬ 
stance  used  in  China  and  Japan  in  the  preparation  of  rice  wine  and 

VOL.  lyiii  zi 


282 


ABSTRACTS  OF  CHEMICAL  PAPERS. 


alcohol.  It  consists  of  the  mycelium  and  spores  of  a  fungus.  When 
investigated,  it  was  found  to  contain  a  powerful  inverting  ferment 
which  changes  cane  sugar  into  dextrose  and  levulose,  maltose  into 
dextrose,  and  starch  into  dextrin,  maltose,  and  dextrose  ;  it  prob¬ 
ably  does  not  alter  lactose  or  inulin.  The  invertin  of  yeast 
acts  on  cane  sugar  only,  and  the  name  suggested  for  the  ferment  of 
Koji  is  inverlase.  Its  action  is  much  hindered  by  the  presence  of 
common  salt,  but  it  is  not  wholly  destroyed  even  by  20  per  cent,  of 
that  salt.  "  W.  D.  H. 

Nitrification  of  Ammonia.  By  T.  Schloestxg  ( Compt .  rend.,  109, 
888 — 887). — Under  normal  conditions,  nitrification  of  ammonia  takes 
place  without  any  loss  of  free  nitrogen,  but  when  a  large  excess  of 
ammonium  salt  is  present,  there  is  a  very  distinct  loss  of  nitrogen 
in  this  manner.  This  loss  is  due  to  the  formation  of  a  small  quantity 
of  nitrite,  owing  to  absence  of  an  excess  of  oxygen.  The  nitrite 
interacts  with  the  ammonium  salt,  with  production  of  free  nitrogen  ; 
it  also  retards  nitrification,  and  is  itself  but  slowly  oxidised. 

It  is  possible  that  the  free  nitrogen  is  not  the  result  of  interaction 
between  the  nitrite  and  the  ammonium  salts,  but  is  liberated  as  a 
result  of  limited  oxidation  of  the  ammonia;  this  point,  however,  can 
only  be  determined  by  further  experiment.  C.  H.  B. 

Fermentation  of  Manure  in  Absence  of  Oxygen,  By  T. 

Schloesing  (Compt,  rend.,  109,  835 — 840). — When  fresh  manure 
from  cows  is  kept  at  42°  to  52°  in  an  atmosphere  of  carbonic  anhy¬ 
dride,  it  undergoes  fermentation  with  evolution  of  hydrogen,  methane, 
and  carbonic  anhydride,  but  no  free  nitrogen  is  evolved.  Hydrogen 
is  only  liberated  in  the  early  stages  of  the  change,  and  disappears 
from  the  gases  as  fermentation  progresses.  The  ratio  of  methane  to 
carbonic  anhydride  approaches  unity  only  towards  the  end  of  the 
process,  and  varies  irregularly  throughout  the  fermentation. 

No  nitrogen  is  evolved  at  any  stage,  but  the  quantity  of  ammonia 
present  increases.  The  quantity  of  oxygen  and  hydrogen  in  the 
evolved  gases  is  greater  than  the  quantity  lost  by  the  manure,  and  it 
is  evident  that  the  water  which  is  present  plays  an  active  part  in 
the  fermentation,  the  oxygen  combining  with  carbon  to  form  carbonic 
anhydride,  whilst  the  hydrogen  is  converted  into  methane. 

C.  H.  B. 

Formation  of  Cane  Sugar  in  Etiolated  Plant  Shoots.  By 

E.  Sciiulze  ( Chem .  Centr.,  188b,  ii,  694—095;  from  Her.  Deut.  hot. 
(■resell.,  7,  280 — 281). — The  etiolated  shoots  of  Lupinus  luleus  were 
examined,  by  means  of  the  method  described  by  the  author  (compare 
Abstr.,  1888,  624),  for  cane  sugar,  of  which  30  grams  (crystallised) 
was  obtained  from  800  grams  of  air-dry  shoots,  besides  a  consider¬ 
able  amount  which  must  have  been  lost  in  the  separation  and  purifi¬ 
cation.  Before  germination,  not  the  least  trace  of  sugar  was 
detectable  in  the  lupins.  As  is  already  known,  starch  is  also  formed 
during  the  process  of  germination  of  this  seed  in  the  absence  of  light, 
the  other  nitrogen-free  substance  which  is  present  in  the  seeds  as 
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reserve  material  disappearing  as  the  formation  of  sugar  and  starch 
proceeds.  J.  W.  L. 

Living  Vegetable  Protoplasm.  By  T.  Bokornv  (Djliiyer's 
Arc.hiv,  45,  199 — 219). — The  diflicnlty  of  applying  chemical  reagents 
to  living  structures  in  many  cases  consists  in  the  fact  that  the  reagent 
destroys  tlie  life  of  the  material  under  investigation.  Weak  solu¬ 
tions  of  alkalis  have  not,  however,  this  objection  ;  they  produce 
changes  in  the  cells,  but  these  are  considered  to  be  vital  changes, 
that  is,  evidence  of  the  living  activity,  and  not  of  the  death  of  the 
protoplasm. 

These  changes  may  be  grouped  together  under  the  general  term 
“  aggregation.”  This  term  was  first  used  by  Darwin  to  express  the 
change  that  occurs  in  the  tentacles  of  Drosera  on  the  application  of 
weak  solutions  of  ammonium  carbonate  ;  this  consists  in  the  collec¬ 
tion  of  the  protoplasm  into  separate  particles.  The  term  has  since 
been  extended  to  somewhat  similar  phenomena  in  other  plants ;  De 
Vries  ( Botan .  Zeit.,  1880,  1),  however,  limits  it  to  the  contraction  of 
the  vacuole  wall,  and  does  not  speak  of  the  formation  of  proteid 
granules  in  the  vacuole  contents  as  aggregation.  Pfeffer  distinguishes 
between  an  outer  and  inner  cell-membrane,  the  former  lining  the  cell 
wall  proper,  the  latter  surrounding  the  vacuole  fluid,  and  betweeen 
the  two  is  what  he  terms  granule-plasm  (Korner-plasma),  but  which 
does  not  necessarily  always  contain  granules. 

In  the  present  research,  a  large  number  of  careful  microscopic 
observations  are  recorded.  The  plants,  the  cells  of  which  were  ex¬ 
amined  were  Spirogyra,  Drosera ,  Tnlipa,  Crocus ,  Cotyledon  coccinea, 
Ac.  The  weak  alkalis  chiefly  used  were  ammonia  (1  :  5000)  and 
caffeine  (1  :  1000).  Weak  potassium  hydroxide,  various  amines, 
tetrethylammonium  hydroxide,  tolnylenediamine,  quinine,  atropine, 
etc.,  were  also  used  in  some  experiments. 

The  following  cases  of  aggregation  could  be  distinguished: — 
(1.)  The  whole  protoplasm  contracts  equally;  this  is  somewhat 
different  from,  but  very  similar  to  plasmolysis  ;  it  is  seen  in  crocus 
papillae.  (2.)  The  vacuole  wall  (inner  cell-membrane  of  Pfeffer) 
contracts  alone,  or  to  a  much  greater  extent  than  the  rest  of  the 
cytoplasm;  this  is  well  seen  in  the  red  epidermal  cells  of  the  petals 
of  tulips  and  primulas.  (3.)  The  “granule-plasm”  collects  into 
granules  or  discs;  these  are  exceedingly  minute  from  the  action  of 
ammonia  on  Spirogyra  cells,  but  much  larger  from  the  action  of 
solution  of  caffeine  on  sections  of  the  leaves  of  Cotyledon  coccinea  and 
Echeveria  gebbiflora.  (4.)  The  vaenole-fluid,  that  is,  the  cell-sap  with 
active  albumin  either  in  solution  or  in  a  greatly  swollen  condition, 
becomes  pervaded  with  larger  or  smallar  granules  ;  this  is  seen  in 
D  rosera,  Spirogyra,  and  several  other  plants.  W.  D,  H. 

Vegetable  Cell-membranes.  By  E.  Schulze,  E.  Steiger,  and 
W.  Maxwell  (Zeit.  physiol.  Chem.,  14,  227 — 273;  compare  Abstr., 
1889,  916). — This  investigation  shows  that  the  membrane  of  vegetable 
cells  contains  in  addition  to  cellulose  several  other  carbohydrates 
which  differ  from  it  -widely  in  their  properties.  They  are  all  insoluble 
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in  cuprammonium  hydroxide,  hut  differ  in  certain  other  reactions  ;  by 
hydrolysis,  however,  they  all  yield  pentaglucoses  (arabinose,  xylose, 
&c.)  ;  by  warming  with  pliloroglucinol  and  hydrochloric  acid  give  a 
cherry-red  colour;  and  by  treatment  with  very  dilute  mineral  acids 
differ  from  cellulose  in  being  quickly  converted  into  sugar;  the 
varieties  of  sugar  formed  being  galactose,  mannose  (seminose),  and 
pentaglucoses.  The  term  cellulose  as  used  by  Reiss  (Abstr.,  1889, 
087)  evidently  includes  these  carbohydrates  ;  it  is,  however,  advisable 
to  restrict  the  word  cellulose  to  those  constituents  of  the  cell-wall 
which  are  but  little  affected  by  strongly  diluted  mineral  acids,  which 
are  soluble  in  cuprammonium  hydroxide,  which  further  are  coloured 
blue  by  chloride  of  zine  and  iodine,  or  iodine  and  sulphuric  acid,  and 
which  lastly  are  converted  by  strong  sulphuric  acid  into  dextrose. 
The  term  proposed  for  these  other  carbohydrates  is  that  of  “  para- 
galactan-like  substances.”  It  appears  doubtful  as  to  whether  cellu- 
1<  sc  is  a  single  substance,  but  this  was  not  specially  investigated. 

The  paragalactan-like  constituents  of  the  cell-wall  appear  to  be 
of  some  physiological  importance ;  they  seem  to  be  more  soluble 
than  cellulose,  and  enter  into  solution  during  germination,  function¬ 
ing  as  a  reserve  material  before  that  process  commences.  It  is  very 
doubtful  if  true  cellulose  acts  in  this  way. 

The  nutritive  value  of  these  substances  in  the  animal  economy 
appears,  like  that  of  cellulose,  to  be  small,  as  they  are  not  digestible 
by  the  various  digestive  juices.  On  oxidation  with  nitric  acid,  they 
yield  mucic  acid.  "From  the  point  of  view  of  analyses  of  starch  in 
vegetable  substances,  these  paragalactan-like  materials  arc  of  some 
importance,  as  they,  like  starch,  pass  into  solution  on  treatment  with 
dilute  mineral  acids.  W.  D.  H.  • 

Non-Nitrogenous  Reserve  ‘Substance  of  “the  Seeds  of 
Lupinus  luteus.  By  E.  Schut/ze  and  E.  Steiger (Landio.  Versuchs.- 
Stat.,  36,  391 — 478). — The  ethereal  extract  of  the  seeds  of  Lupinvs 
luteus  contained  ^Glycerides,  fatty  acids,  and  wax  5’99,  cholesterin 
015, and  lecithin  0T7  percent,  in  the  dry  matter  of  the  seed  (freed  from 
the- shells).  A  further  amount  of  lecithin  can  be  extracted  from  the 
seed  by  Alcohol,  making  a  total  of  2T0  per  cent,  (in  dry  seed).  After 
being  allowed  to  germinate  for  14  days,  787  parts  of  dry  matter 
remained  and  yielded  an  ethereal  extract  containing  : — Glycerides,  &c., 
1/50  part,  cholesterin  0'25  part,  and  only  a  trace  of  lecithin.  The 
amount  of  lecithin  extracted  by  alcohol  was  044  part. 

/3-Galactan  (Steiger,  Abstr.,  1886,  60S)  is  a  white,  amorphous 
powder,  consisting  of  microscopic  globules.  The  aqueous  solution  is 
not  coloured  by  iodine,  and  only  reduces  Fehling’s  solution  when  it 
has  been  heated ‘with  an  acid.  New  -determinations  of  rotatory  power 
gave  the  mean  J>]D  =  +  148-6°.  When  /3-galactan  (100  parts) 
is  heated  with  nitric  acid,  mucic  acid  (4146  parts)  is  formed.  The 
acetyl-derivative  is  a  white  powder  melting  at  101 — 102°.  The 
amount  of  /3-galactan  contained  in  the  dry  seeds  (without  shells) 
was  determined  indirectly  (1)  as  glucose,  (2)  as  mucic  acid.  The 
first  method  gave  in  different  samples: — (a)  10'20,  ( b )  10'02,(c)  948 
and  (d)  636  per  cent. ;  the  second  method  gave  in  sample  (a)  8‘5 
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and  in  ( e )  7'G5  per  cent.  With  regard  to  the  first  method,  it  is 
shown  that  the  seeds  contain  no  cane-sugar  which  would  affect  the 
results. 

Pavagalaetan  (paragalactin,  Abstract,  1887,  400),  CsIIioCb  (?), 
could  not  be  obtained  free  from  cellulose.  It  dissolves  partly  in 
water  when  heated  under  a  pressure  of  1^  or  2  atmospheres;  the 
filtered  solution,  when ■  heated  with  l^alrochloric  acid,  reduces 
Fehling’s  solution,  and  the  residue  obtained  by  evaporating,  the 
solution  yields  mncic  acid  when  oxidised  by  nitric  acid.  It  is  not 
soluble  in  diastase  solution.  When  heated  with  phloroglucinol  and, 
hydrochloric  acid,  a  cherry  colour  is  produced.  5  per  cent,  aqueous 
potash  dissolves  it  partly;  a  salt  seems  to  be  formed. 

Paragalactan  is  contained  not  only  in  the  cotyledons,  but  also  in  the 
seed-shell.  A  carbohydrate  probably  identical  with  paragalactan 
was  found  in  the  seeds-  of  S"ja  hispida ,  Pimm  sativum,  and  Faba 
vulgaris. 

When  lupin  seeds  are  allowed  to  germinate  in  the  dark  for  six 
days,  all  the  /3-galactan  is  used  up,  whilst  a  great  part  of  the  para¬ 
galactan  dissolves  ;  glucose  (not  galactose),  cane-sugar,  and  cellulose 
are  formed.  X.  H.  Al. 

Carrotene  in  Leaves,  By  Arxaud  ( Compt .  rend.,  109,  911 — 
914). — The  proportion  of  carrotene  in  leaves  varies  with  the  species 
of  the  plant,  but  oscillates  between  O'l  and  0’2  per  cent,  of  the  dried 
leaf.  It  varies  with  the  age  of  the  plant,  is  at  a  maximum  during 
inflorescence,  and  then  gradually  diminishes,  but  never  entirely  dis¬ 
appears.  Its  quantity  is  affected  by  light,  and,  like  chlorophyll,  it 
tends  to  disappear  in  the  dark. 

Carrotene  can  absorb  24  per  cent,  of  its  weight  of  oxygen,  but 
remains  unaltered  in  the  living  leaf,  and  very  probably  undergoes 
alternate  oxidation  and  reduction  in  such  a  manner  that  its  quantity 
I'emains  almost  constant  for  short  intervals  of  time.  It  is  highly 
probable  that  carrotene  is  of  very  great  physiological  importance. 

C.  H.  B. 

Musscenda  Coffee.  By  W.  R.  Duxstax  ( Phann .  J.  Trans.  [3], 
20,  381). — It  has  been  asserted  by  Lapeyrere,- that  the  seeds  of  a 
plant  which  he  considers  to  be  a  new  species  of  Mussa-nda ,  and  calls 
Mussoenda  borbonica,  may  be  employed  as  a  substitute  for  coffee. 
The  plant  grows  in  the  island  of  Reunion,  and  its  seeds  are  said  to 
contain  0‘3 — O  o  per  cent,  of  caffeine.  An  examination  of  the  plant 
at  Kew  showed  that  it  is  not  a  Mussoenda,  but  Gcertnera  vaginata , 
which  belongs  to  the  natural  order  Loganiacece.  The  author  found 
that  the  seeds  contained  neither  caffeine  nor  theobromine  ;  strychnine 
and  bi’ucine  were  also  absent,  and  the  only  alkaloid  that  could  be 
detected  was  a  trace  of  choline.  W.  R.  D. 

Wine  Statistics  of  Germany.  ( Zeit .  anal.  Chem.,  28,  525 — 
oSO). — The  analyses  of  wines  and  musts  here  given,  in  continuation, 
of  those  published  in  Zeit.  anal.  Chem.,  27,  729,  et  seq .,  include 
numerous  brands  from  -the  wine  districts  of  Rhein-Hesse,  Rheingau, 
Rhine  Palatinate,  Baden,  Wiirtemberg,  Lower  Franconia,  Alsace, 
and  Lorraine,  and  of  vintages  from  1884  to  1S88.  M.  J,  8, 
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Experiments  on  Ensilage  conducted  at  Crawley  Mill  i 

Farm,  Woburn,  1884-87.  By  J.  A.  VouLCKER  ( Journ .  Roy.  Ayr.  \ 
t$oc.  [2],  22,  483 — 513,  and  23,  403 — 417). — The  object  of  the  expe¬ 
riments  was  to  determine  the  relative  feeding  values  of  silage  as  com¬ 
pared  with  roots  and  hay- chaff.  The  method  employed  was  to  feed  four 
bullocks  with  weighed  amounts  of  hay-cliaff  and  swedes,  and  four  more 
with  an  amount  of  silage  containing  the  same  quantities  of  dry  | 
matter,  woody-fibre,  and  nitrogen  as  the  hay-chaff'  and  swedes  con¬ 
tained  ;  all  the  animals  had,  besides,  weighed  amounts  of  decorticated 
cotton-cake  and  maize-meal.  In  the  first  year’s  experiments,  grass 
silage  of  inferior  quality  and  clover  silage  which  was  of  thoroughly 
good  quality  were  employed.  In  both  eases  a  much  greater  increase 
was  obtained  with  roots  and  hay-chaff  than  with  silage. 

In  the  second  year  the  following  series  of  experiments  were  made  : — 

(1)  sour  silage  against  roots  and  hay- chaff ;  (2)  sweet  silage  against 
roots  and  hay-cliaff;  (3)  oat  silage  against  roots  and  straw-cliatf; 

(4)  oat  silage  against  hay.  This  time  the  grass  employed  was  of 
very  fair  quality.  The  bullocks  fattened  well  on  both  sour  and  sweet 
grass  silage  of  good  quality,  but  still  not  so  well  as  with  roots  and 
hay-cliaff  ;  whilst  oat  silage  proved,  in  this  instance,  to  be  superior 
to  either  straw-chaff'  with  roots  or  to  hay.  It  was  found  that  the  oat 
silage  when  well  made  keeps  perfectly  for  at  least  two  years.  The 
following  table  shows  the  percentage  of  nitrogen,  albuminoid  i 
nitrogen,  and  non-albuminoid  nitrogen  in  the  silage : — 


in  fresh. 

In  dry. 

Albuminoid 

nitrogen. 

Non-albumi¬ 
noid  nitrogen. 

Total 

nitrogen. 

Albuminoid 

nitrogen. 

Non-albumi¬ 
noid  nitrogen.  J 

Total 

1  nitrogen. 

Sweet  silage  (grass).. 

!  0*45 

0-22  | 

0-07 

■PMH 

0-t>2 

Sour  silage  (grass. ... 

1  0*2u 

0-23 

0-51 

0-S5 

Oat  silage . 

'  0-15 

0-15 

0-30 

0  "04 

Hay . 

!  I  -37 

0-37 

1  -74 

jflEH 

0-43 

The  object  of  the  third  year’s  experiments  was  to  determine  the 
value  of  grass  made  into  hay  as  against  that  of  the  same  grass  con-  , 
verted  into  silage.  The  grass  employed  was  of  very  fair  quality,  and  ( 
the  silage  was  extremely  good  and  well  made. 

The  percentage  of  nitrogen,  albuminoid  nitrogen,  and  non-albu¬ 
minoid  nitrogen  in  the  grass,  and  in  the  hay  and  silage  prepared 
from  it,  was  as  follows : — 


In  fresh. 

In  dry. 

Albuminoid 

uitrogen. 

Non-albumi-  i  Total 
noid  nitiogen.  nitrogen. 

Albuminoid 

nitrogen. 

i 

Non-albumi-  1 
noid  nitrogen,  j 

Total 

nitrogen. 

Gra.-s . 

0-34 

■BBI 

i  -2y 

0-30 

1-59 

Hay . 

I  -10 

1  -41 

0  -23 

1  -«4 

Silage  (sour)..... . 

C-24 

0-ijJ 

0  -!W 

1  -So 

VEGETABLE  PHYSIOLOGY  AND  AGRICULTURE. 


2S7 


100  parts  of  grass  gave: — Good  silage  S7’I5  parts,  inferior  and 
mouldy  silage  4  56  parts,  loss  by  fermentation,  <fcc.,  7'29  parts.  The 
produce  in  hay  was: — good  hay  29-77  parts,  inferior  hay  2‘01  parts, 
water  and  loss  07‘02  parts. 

Tlie  experiments  show  that  the  silage  from  28,095  lbs.  of  grass  (the 
produce  of  2 '4  acres)  and  the  hay  from  34,442  lbs.  of  grass  (the 
produce  of  2'S  acres)  gave  equal  feeding  results. 

The  results  of  similar  experiments  made  at  Wilmington,  near 
Shrewsbury,  showed  a  slightly  larger  gain  with  silage  than  with 
hay  prepared  from  the  same  grass.  N.  H.  31. 

Ammonia  and  the  Nutrition  of  Plants.  By  A.  Mint/. 
(/.  Pharm.  [5],  20,  4S9 — 492). — Experiments  were  made  to  ascer¬ 
tain  whether  salts  of  ammonia  could  be  utilised  by  the  roots  of  plants 
without  first  being  converted  into  nitrate.  Seeds  of  bean,  horse-bean, 
maize,  barley,  and  hemp  were  freed  from  nitrification  germs,  and 
sown  in  soil  freed  from  nitrates  and  germs,  and  placed  in  glazed 
|  boxes  supplied  with  sterilised  air.  Ammonia  in  the  form  of  sulphate 
was  supplied.  A  similar  set  of  pots  was  prepared  containing  germs 
of  the  nitric  ferment.  The  sterilised  soil  contained  no  nitrates  either 
at  the  beginning  or  end  of  the  experiment;  the  non-sterilised  soil 
contained  no  nitrates  at  beginning,  but  yielded  91 '2  and  420'0  milli- 
i  grams  per  kilo,  at  the  end  of  the  .trial,  hi  the  sterilised  pots,  the 
plants  grew  well,  and  assimilated  all  the  nitrogen  required  from  the 
ammonium  salt,  showing  that  nitrification  is  not  essential. 

S  J,  T. 

!  Effect  of  Manuring  with  Ammonium  Sulphate  and  with 
Sodium  Nitrate.  By  M.  Maerckbr  (Biecl.  Centr.,  18,  724—729).— 
In  order  to  determine  the  effect  of  calcium  carbonate  on  the  manurial 
I;  action  of  ammonium  sulphate,  six  plots  of  land,  supplied  with  phos¬ 
phoric  acid,  or  kainite,  received  the  following: — (a)  Nothing; 
(c)  ammonium  sulphate  (87  to  130  lbs.  per  acre)  ;  (e)  twice  the 
amount  of  ammonium  sulphate  supplied  to  c.  I,  tl,  aud/  were  treated 
in  the  same  way  as  a,  c,  and  e  respectively,  except  that  calcium  car- 
|  bonate  (15  6  ewt.  per  acre)  was  added.  The  crops  grown  were  : 
oats,  barley,  winter  wheat,  beetroot,  mangel-wurzel,  and  potatoes. 
The  plots  with  the  larger  amounts  of  nitrogen  gave  much  more 
,  produce  than  the  others,  and  the  addition  of  calcium  carbonate  was 
S  beneficial  in  every  case,  with  the  exception  of  the  beetroot,  which  had 
no  ammonia. 

Experiments  were  also  made  on  the  comparative  manurial  values  of 
<  ammonium  sulphate  and  sodium  nitrate  on  barley,  oats,  potatoes,  and 
•  beetroot.  When  smaller  amounts  of  the  two  manures  were  used,  the 
same  increase  of  crop  was  obtained  in  all  cases.  The  same  holds 
good  for  corn  crops  when  greater  amounts  of  the  manures  were 
applied;  whilst  in  the  case  of  the  root  crops,  a  heavy  manuring  with 
i  sodium  nitrate  was  found  to  be  superior  to  an  equal  amount  of  nitro¬ 
gen  in  the  form  of  ammonia.  N.  H.  M. 

j  Amount  of  Mineral  Matter  and  the  Manurial  Value  of  the 
Cupules  of  the  Beech  from  Different  Soils.  By  B.  Hornbergeu 
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( Landiv .  Versuchs-Stat.,  36,  329 — 335). — The  beech  cupules  which 
were  examined  were  from  trees  grown  on  two  different  soils, 
the  Buntsandstein  and  the  Mnschelkalk.  The  cupules  from  the 
Musclielkalk  are  generally  the  larger  and  stronger,  1000  containing 
(314  4  grams  of  dry  substance,  whilst  1000  cupules  from  the  Bunt¬ 
sandstein  yield  only  500'5  grams  of  dry  matter.  The  following  are 
the  analytical  results  : — 

Pure  ash.  Nitrogen 

p.  c.  in  dry.  p.  c.  in  dry. 

1.  Cupules  from  Buntsandstein. .  . .  2T>F2  0'330 

II.  „  „  Mnschelkalk  ....  1825  0-379 

The  pure  afeh  contains,  per  cent. : — 

K..O.  Na20.  CaO.  MgO.  Fe203.  Mn304.  P2Ofi.  S03.  Si02. 

1.32-09  2*20  8-44  333  7-84  322  5-05  1  63  3442 

II.  38-87  1-83  29-04  3  59  4-44  T21  7'29  4-56  10'21 

The  manurial  value  of  the  cupules  differs  very  little  for  the  two  1 
kinds,  and  is  relatively  small,  owing  to  the  lowr  percentage  of  nitro¬ 
gen. 

The  following  analyses  show  the  percentage  composition  of  the  dry 
matter  of  (1)  the  shells;  (2)  the  seeds  ;  and  (3)  the  whole  beech-nuts 
from  trees  grown  in  the  Buntsandstein.  1000  of  the  beech-nuts  con¬ 
tained  159-86  grams  of  dry  matter,  105"82  grams  of  which  belonged 
to  the  seeds,  and  54"04  grams  to  the  shells. 


Pure  asli. 

Nitrogen. 

1. 

Shells  . 

...  1-5160 

0-4930 

2. 

Seeds  . 

.  . .  3-9900 

3-9400 

3. 

Whole  beech-nuts.. 

. . .  3-1536 

2-7747 

The  pure 

ash  contained,  per  cent. : — 

k2o. 

Na20.  CaO.  MgO. 

Fe203.  Mn;,04. 

P2Ofi.  so3. 

Si02. 

1. 

2-744 

0-462  6-949  1‘092 

0-344  1-475 

0-572  0-467 

0-865 

2. 

14-597 

0-243  4-301  4-1S0 

0-320  1-824 

11-291  2-221 

0-159 

3. 

10-590 

0-317  5-196  3-136 

0-328  1-706 

7-668  1-628 

0-397 

N.  H.  M. 


Analytical  Chemistry. 

Bottle  for  Washing  and  Absorbing  Gases.  By  F.  A.  Kuhnlenz 
(Zeit.  anal.  Chem.,  28,  608). — The  gas  bubbles  passing  through  the 
liquid  are  caught  by  a  series  of  glass  bells,  each  of  which  has  a  short, 
straight  tube  through  it  to  carry  off  the  unabsorbed  gas  as  soon  as  the 
bell  becomes  full,  and  these  tubes  are  alternately  on  opposite  sides  of 
the  bells,  so  as  to  retard  the  exit  of  the  gas  as  much  as  possible. 

M.  J.  S. 
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Detection  of  Free  Chlorine  in  Hydrochloric  Acid.  By 
Kupi’FERSCHLAEGER  (Bull.  Soc.  Chim.  [3],  2,  134 — 13G). — Pure  con¬ 
centrated  hydrochloric  acid  diluted  with  one-fourth  its  volume  of 
water  does  not  attack  granulated  copper  until  heated  at  200°,  but 
slight  traces  of  chlorine  determine  the  solution  of  the  metal  in  the 
cold,  with  consequent  coloration  of  the  acid. 

Although  pure  hydrochloric  acid  has  no  action  on  phosphorus,  in 
the  presence  of  free  chlorine  an  action  obtains,  and  the  solution  pro¬ 
duced  gives  a  coloration  and  precipitate  with  ammonium  molybdate, 

T.  G.  x\T. 

Action  of  Sulphuric  Acid  on  the  Haloid  Salts  of  the  Alkalis 
in  Presence  of  some  Metallic  Salts.  By  D.  Vitali  (Chem.  Centr., 
1889,  ii,  398 — 399;  from  VOrosi ,  12,  225 — 229). — Although  concen¬ 
trated  sulphuric  acid  liberates  the  halogen  acids  from  their  alkaline 
salts  when  salts  of  the  heavy  metals  are  absent,  this  docs  not  always 
take  place  if  certain  of  the  latter  are  present.  If,  for  instance,  sul- 
,  phuric  acid  is  added  to  a  chloride  in  presence  of  an  excess  of  cupric 
sulphate,  anhydrous  cupric  chloride  is  precipitated. 

The  study  of  several  reactions  of  this  nature  has  led  the  author 
to  recommend  them  as  a  means  of  distinguishing  between  chlorides, 

!  bromides,  and  iodides  of  the  alkalis.  If  a  little  of  a  solution  con- 
j  taining  a  chloride  or  bromide  is  evaporated  to  dryness,  and  one  or  two 
j  drops  of  concentrated  sulphuric  acid  containing  cupric  sulphate  in 
solution  added,  a  yellow  coloration  is  indicative  of  the  presence  of  a 
;  chloride,  whereas  bromides  cause  a  deep  violet  coloration ;  both 
|  colours  are  discharged  on  adding  water.  In  the  case  of  an 
iodide,  iodine  is  liberated,  and  if  cupric  sulphate  is  present,  the  mix¬ 
ture  becomes  black,  and  cuprous  iodide  is  formed,  which  remains 
as  a  white  precipitate  on  adding  water.  The  liberated  iodine  may 
be  separated  by  shaking  with  chloroform.  These  latter  reactions 
!  serve  to  distinguish  iodides  from  bromides.  If  after  adding  a  sul¬ 
phuric  acid  solution  of  cupric  sulphate  to  a  bromide  the  mixtnre 
I  is  shaken  with  ether,  the  latter  becomes  grass-green.  Nickel 
1  salts  alone  cause  a  yellow  coloration  with  sulphuric  acid,  which  is 
not  altered  in  presence  of  chlorides  or  bromides,  but  iodides  cause  a 
brown  coloration  with  nickel  sulphate  and  sulphuric  acid  ;  the  solu- 
j  tion  contains  free  iodine,  hut  no  precipitate. 

Both  ferric  and  ferrous  salts  cause  a  beautiful,  blood-red  coloration 
with  alkaline  bromides  and  strong  sulphuric  acid  ;  this  disappears  on 
;  addition  of  water. 

j  Gold  salts  produce  a  cherry-red  coloration  under  these  circum¬ 
stances,  changing  to  yellow  on  addition  of  water. 

Cobalt  salts  dissolve  in  concentrated  sulphuric  acid  with  a  violet 
coloration,  which  changes  to  peach  colour  on  addition  of  bromides, 
whilst  chlorides  cause  a  passing  blue  coloration  at  the  junction  of  the 
liquids,  the  whole  becoming  peach-coloured  on  shaking. 

.T.  W.  L. 

Estimation  of  Sulphur  in  Organic  Compounds.  By  W.  M. 

Burton  ( Amer .  Chem.  11,  472 — 474). — A  modification  of  Sauer’s 
method  (compare  this  Journal,  1873,  939).  The  substance  to  bo 
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examined  is  burned  in  a  combustion  tube  arranged  in  the  manner 
recommended  by  Sauer,  and  the  products  of  combustion  are  collected 
in  excess  of  a  standard  solution  of  potash  ;  the  excess  of  potash  is 
ascertained  by  titration  with  standard  sulphuric  acid,  the  indicator 
used  being  tropaeolin  00,  which  is  not  sensitive  to  carbonic  anhy¬ 
dride,  or  to  alkaline  sulphites.  The  sulphuric  acid  solution  contained 
0’015312  gram  per  1  c.c.,  and  the  potash  solution  was  roughly 
equivalent  to  this  ;  accurate  results  were  obtained. 

The  amount  of  potash  neutralised  by  the  sulphurous  anhydride 
evolved  during  the  combustion  is  a  measure  of  the  sulphur  in  the 
substance  examined.  A  slightly  diminished  pressure  is  maintained  in 
the  tube  during  the  experiment,  and  at  its  conclusion  any  gases  left 
are  swept  out  by  a  current  of  air  or  oxygen.  A  figure  of  the  appa¬ 
ratus  is  given  in  the  paper.  It  is  evident  that  this  method  cannot 
be  used  in  the  case  of  compounds  containing  phosphorus,  arsenic,  or 
any  of  the  halogens.  C.  F.  B. 

Simultaneous  Estimation  of  Sulphur  and  Carbon.  By  L. 

Prunier  ( Gompt .  rend.,  109,  904 — 900). — The  substance  is  mixed 
with  80  to  100  times  its  weight  of  pure  crystallised  potassium  per¬ 
manganate,  and  the  combustion  is  conducted  as  with  cupric  oxide. 
The  evolved  gas  is  passed  through  a  solution  of  potassium  perman¬ 
ganate  ;  all  the  sulphur  and  carbon  remain  in  this  solution,  or  in  the 
combustion  tube.  The  contents  of  the  tube  are  treated  with  water 
and  filtered  through  asbestos;  all  the  sulphur  passes  into  solution. 
Half  the  filtrate  is  heated  with  hydrochloric  acid,  and  the  sulphur 
precipitated  as  barium  sulphale  in  the  usual  way.  The  remainder 
is  boiled  for  a  long  time  with  sulphuric  acid,  care  being  taken 
that  excess  of  permanganate  is  present,  and  the  evolved  carbonic 
anhydride  is  absorbed  in  the  usual  way.  Any  carbon  in  the  insoluble 
portion  is  oxidised  in  a  similar  manner.  The  permanganate  must 
be  free  from  nitrates,  chlorates,  and  other  substances  which  would 
interfere  with  the  estimation  of  the  carbon.  C.  H.  B. 

Titration  of  Small  Quantities  of  Gases  in  Mixtures.  By 

P.  Bekrend  and  H.  Kast  ( Dingl .  polyt.  270,  423 — 435). — The 
authors  have  examined  Bunte’s  process  for  estimating  volumetrically 
small  quantities  of  gases  in  mixtures  by  means  of  Bunte’s  gas  burette. 
The  volume  of  gas  employed  is  only  about  100  c.c.  The  method  is 
applicable  to  the  estimation  of  hydrogen  sulphide,  ozone,  and  sulphur¬ 
ous  anhydride.  For  the  determination  of  hydrogen  sulphide,  a  solu¬ 
tion  of  iodine  is  u»ed  which  contains  1T34  grams  of  iodine  in  1  litre, 
so  that  1  c.c.  =  0T  c.c.  of  hydrogen  sulphide.  100  c.c.  of  the  gaseous 
mixture  is  measured  olf  into  the  burette,  the  remainder  of  the  water 
in  the  measuring  tube  then  run  out  to  the  lower  mark  of  the  same, 
and  iodine  solution  added  gradually,  with  constant  shaking,  until  the 
mixture  assumes  a  yellow  tint.  The  turbidity  formed  owing  to  the 
separation  of  sulphur  assists  in  determining  the  end  of  the  reaction, 
which  may  be  still  further  aided  by  introducing  a  few  drops  of  thin 
starch  paste,  previously  treated  with  sodium  hydrogen  carbonate,  1 
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into  the  burette.  The  authors  have  employed  this  method  for  the 
determination  of  hydrogen  sulphide  in  a  mixture  of  this  gas  with 
coal  gas,  the  results  being  checked  gravimetrically  by  passing  a 
weighed  volume  of  the  gas  through  an  acetic  acid  solution  of  lead 
jacetate  and  agaiu  weighing.  The  results,  which  are  tabulated  in  the 
'paper,  show  a  mean  difference  of  0‘04  per  cent,  between  the  two 
methods.  The  process  has  also  been  used  in  order  to  ascertain  the 
rate  of  formation  of  hydrogen  sulphide  at  various  stages  during  the 
carbonisation  of  coal,  the  samples  of  gas  being  taken  from  the  ascen¬ 
sion  pipes.  The  coals  employed  were  :  Bohemian  lignite,  Saar  coal,  and 
Tyne  Boghead  Cannel.  The  results  show  that  the  first  two  kinds  of 
Icoal  give  off  the  maximum  amount  of  hydrogen  sulphide  immediately 
after  the  retorts  have  beeu  charged,  whilst  in  the  case  of  the  English 
coal,  the  maximum  formation  of  gas  takes  place  35  minutes  after 
charging. 

In  order  to  determine  ozone  in  oxygen  containing  this  gas,  a 
measured  volume  (90  or  100  c.c.)  is  treated  in  the  gas  burette  with 
’an  excess  of  potassium  iodide  solution  (about  7  grams  of  a  solution 
t containing  17  grams  of  iodide  in  100  c.c.)  and  dilute  sulphuric  acid. 
'The  iodine  thus  separated  is  then  titrated  with  standard  sodium 
thiosulphate,  and  from  the  quantity  of  iodine  found  that  of  the  ozone 
|j  is  calculated.  I).  B. 

j  Action  of  Sulphides  on  Chloral  and  Chloroform.  By  Prunieu 
(J.  Pharm,  [5],  20,  365 — 390). — The  author  deals  with  the  reactions 
;  involved  in  Baudrimont’s  proposed  application  of  chloral  for  the 
\  detection  of  alkaline  sulphides  and  hydrosulphides.  In  aqueous 
|  solution,  the  monosulphide  gives  a  brownish-red  coloration  or  precipi¬ 
tate,  whilst  the  hydrosulphide  gives  a  white  precipitate.  It  is  neces- 
|  sary  that  the  chloral  should  be  in  excess,  and  the  solution  should 
j  remain  slightly  acid  or  at  least  neutral  to  litmus,  the  condition  which 
■  obtaius  wheu  the  sulphide  is  added  to  excess  of  chloral.  J.  T. 

Estimation  of  Nitrogen  in  Ammonium  Magnesium  Phos¬ 
phate.  By  P.  Maissen  and  E.  Rossi  ( Chem .  Cent.,  1889,  ii,  611 — - 
I,  612,  from  VAgric.  pratica,  3,  43U — 432). — A  specimen  of  this  salt 
j  contained  5*40  per  cent,  of  nitrogen  as  determined  by  Dumas’  method. 

;  When  distilled,  however,  with  excess  of  magnesia  in  water,  only 
i  4113  to  4'598  per  cent,  of  nitrogen  could  be  obtained,  or  by  pro¬ 
tracted  distillation  up  to  4*772  per  cent.,  and  finally,  when  the  distil¬ 
lation  was  proceeded  with,  until  Kessler’s  reagent  showed  the  absence 
I  of  ammonia  in  the  distillate,  up  to  5*25  per  ceut.  of  nitrogen  was  found 
to  pass  over.  If,  on  the  other  hand,  the  phosphate  is  dissolved  in 
j  hydrochloric  acid  and  the  solution  neutralised  with  magnesia,  5*382  to 
[  5*412  per  cent,  of  nitrogen  passed  over  with  the  first  two-thirds  of  the 
k  liquid.  Boussingault  has  drawn  attention  to  this  stability  of  the 
ammonium  magnesium  phosphate  when  boiled  with  excess  of  mag¬ 
nesia;  and,  since  in  the  estimation  of  ready  formed  ammonia  in 
manures  this  becomes  of  importance,  the  author  recommends  that 
such  substances  should  be  first  acidified  with  hydrochloric  acid  and 
,  then  rendered  alkaline  with  magnesia,  J.  W.  L. 
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Jodlbauer's  Modification  of  Kjeldahl’s  Method  for  the  Esti- 
mation  of  Nitrogen  in  Nitrates.  By  A.  Devarda  ( Chem .  Zeit .,  13, 
388 — 389). — With  regard  to  the  Jodlbauer  method,  it  is  pointed  out: 

—  1.  That  it  is  very  good  for  the  estimation  of  the  total  nitrogen  in  I 
manures,  but  for  nitrate  manures,  even  when  all  precautions  are  taken,  | 
it  cannot  compare  with  the  author’s  evaporation  method  as  regards 
accuracy  and  simplicity;  2.  That  the  nse  of  a  mixture  of  sulphuric 
acid,  phenol,  and  phosphoric  acid  instead  of  phenol  and  sulphuric  acid, 
is  not  altogether  an  advantage  ;  3.  That  with  0‘5  gram  of  a  nitrate 
the  results  are  no  better  with  than  without  cooling,  but  in  the 
presence  of  much  organic  matter,  cooling  is  advisable  during  nitra¬ 
tion  ;  4.  That  by  adding  sulphuric  acid  at  the  same  time  as  the 
phenol-sulphuric  acid  rather  lower  results  are  obtained  than  by 
adding  the  sulphuric  acid  subsequent  to  the  nitration  with  phenol- 
sulphuric  acid.  D.  A.  L. 

Detection  of  Nitrous  Acid  in  Saliva.  By  L.  Ilosvay  dr 
N.  Ilosva  (Bull.  Son.  Ghim.  [3],  2,  383 — 391). — See  this  vol.  p.  278.  I 

Quantity  of  Nitric  Oxide  produced  in  the  Combustion  of 
Nitrogenous  Organic  Compounds  with  Copper  Oxide.  By 

F.  Kunuemann  (Ber.,  22,  3064 — 3069). — The  author  has  made  a 
large  number  of  experiments  with  the  object  of  ascertaining  the 
quantity  of  nitric  oxide  which  is  produced  in  the  combustion  of 
nitrogenous  organic  compounds  with  copper  oxide. 

Frankland  and  Armstrong’s  method  for  determining  nitrogen 
(and  nitric  oxide)  was  employed  (compare  this  Journal,  1868,  109). 

The  results,  which  are  given  in  tables,  show  that  the  quantity  of 
nitric  oxide  produced  is  independent  of  the  relative  quantity  of 
nitrogen  in  the  compound ;  hydrazine-derivatives,  for  example, 
although  containing  a  large  proportion  of  nitrogen  give  little  or  no 
(generally  0  to  l'O  per  cent.)  nitric  oxide,  whilst  azines  and  glyox- 
alines,  in  spite  of  the  small  proportion  of  nitrogen  which  they  contain, 
yield  very  considerable  quantities  (generally  5  to  10  per  cent.)  of 
nitric  oxide.  Nitro-componnds  give  very  variable  (from  0  to  b  per 
cent.)  quantities  of  nitric  oxide;  picric  acid  yields  6  per  cent. 

F.  S.  K. 

Estimation  of  Phosphoric  Acid  in  Slags.  Formation  of 
Tetrahydrated  Ferric  Phosphate.  By  Or.  Arth  (Bull.  Soc.  Chim. 
[3],  2,  324 — 327). — In  eliminating  by  means  of  nitric  acid  the 
residual  hydrochloric  acid  from  slag,  which  had  been  treated  with 
the  latter  reagent  to  remove  silica,  a  probable  source  of  error  is 
described  by  the  author,  insomuch  as  a  tetrahydrated  ferric  phosphate, 
Fe>(P04)2  +  4H20,  is  precipitated  as  a  yellow,  granular  powder.  This 
differs  from  the  normal  ferric  phosphate  resulting  from  the  precipita¬ 
tion  of  a  ferric  salt  by  disodium  phosphate  in  not  suffering  dehydra¬ 
tion  at  110°.  It  may  be  artificially  produced  by  evaporating  a  , 
solution  of  ferric  chloride  (4  mols.)  and  disodium  phosphate  (1  mol.) 
with  an  excess  of  nitric  acid  ;  as  the  solution  becomes  syrupy,  an 
abundant  separation  of  this  phosphate  occurs.  T.  G.  N. 
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'  Analysis  of  Natural  Phosphates.  By  H.  Lasne  (Hull.  Soc. 
Chim.  [3],  2,  313 — 324). — The  author  states  that  all  natural  phos¬ 
phates  contain  calcium  fluorophosphate,  CaF^CasPOj,  and  describes 
at.  length  his  method  for  estimating  all  the  constituents  of  these 
minerals.  T.  G.  N. 

Estimation  of  Hypophosphites.  Bv  F.  Moerk  (Ghent .  Ccntr .. 
1S89,  ii,  553;  from  Amer.  J.  Phann 61,  326). — The  solution  of 
sodium  hypophosphite  is  oxidised  with  bromine  (4  mols.  of  hydrogen 
bromide  being  formed  by  the  oxidation  of  each  molecule  of  hypo- 
phosphite).  The  solution  is  boiled  to  expel  the  excess  of  bromine, 
and  excess  of  calcium  chloride  is  added,  each  molecule  of  sodium 
dihydrogen  phosphate  liberating:  two  molecules  of  hydrogen  chloride. 
;  The  solution  is  finally  titrated  with  alkali,  phenolphthalein  being 
S  used  as  indicator ;  each  molecule  of  hypophosphite  being  equivalent 
to  6  mols.  of  potassium  hydroxide.  It  is  to  be  noted  that  the  author 
does  not  take  into  account  the  loss  of  hydrogen  bromide  which 
!  would  occur  when  boiling  off  the  bromine.  J.  W.  L. 

! 

|  Detection  and  Estimation  of  Alkaline  Hydroxides  in  Pre- 
|  sence  of  Alkaline  Carbonates.  By  L.  Dobbix  (J.  Soc.  Client,  hid.. 
j  7,  829 — 830).— This  method  is  based  on  the  fact  that  a  solution  of 
"  potassium  mercuric  iodide  mixed  with  even  a  large  quantity  of  a 
j  solution  of  potassium  or  sodium  carbonate  remains  quite  colourless 
on  the  addition  of  ammonium  chloride,  -whilst  an  abundant  brown 
precipitate  is  produced  on  the  addition  to  this  mixture  of  a  fewr  drops 
\  of  alkaline  hydroxide  solution.  For  use  as  a  qualitative  test  for  alka¬ 
line  hydroxide,  a  very  delicate  reagent  is  prepared  in  a  short  time  by 
I  taking  a  small  quantity  of  a  solution  of  mercuric  chloride,  adding 
potassium  iodide  until  the  red  precipitate  just  redissolves,  and  then 
adding  a  drop  of  ammonium  chloride  solution  ;  whilst  for  quantita- 
j  tive  estimation  a  standard  ammonium  chloride  and  double  iodide  solu¬ 
tion  is  employed,  the  alkali  to  be'estimated  being  used  in  a  sufficiently 
dilute  solution  to  produce  a  yellow  coloration  only,  the  intensity  of 
which  is  then  compared  in  narrow,  flat-bottomed  tubes  (smaller  than 
j  those  usually  employed  for  performing  Kessler’s  test)  with  a  standard 
j  solution  of  sodium  hydroxide,  in  like  manner  to  the  mode  of  estimating 
ammonia  in  dilute  solution  by  means  of  Kessler’s  reagent.  The  method 
|  is  inapplicable  to  solutions  containing  sulphides,  as  the  darkening 
j  due  to  the  formation  of  mercuric  sulphide  interferes  with  the  yellow 
j  coloration.  D.  B. 

Volumetric  Estimation  of  Sodium  Carbonate  and  Hydroxide 
in  Commercial  Caustic  Soda.  By  H.  Goebei.  (Ghem.  Ze>t.}  13, 
696). — The  following  method  has  given  good  results: — The  quantity 
I  of  acid  required  for  neutralisation  is  ascertained  by  a  preliminary 
experiment,  and  a  quantity  of  standardised  hydrochloric  acid  less 
than  this  is  placed  in  a  flask  along  with  some  phenolphthalein, 
the  desired  quantity  of  the  solution  of  the  soda  under  examination  is 
dropped  in,  the  whole  diluted,  and  titrated  cold  until  colourless. 
I’oirricr  blue  is  then  added,  and  the  titration  in  the  cold  continued 
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until  the  liquid  is  dark  bine.  The  first  titration  gives  the  amount  of 
hydroxide;  the  second,  half  the  quantity  of  carbonate  present. 

D.  A.  L. 

Estimation  of  Zinc  in  Manganiferous  Flue  Deposits.  By 

E.  Jenscu  ( Ghem .  Zeit .,  13,  465,  726 — 727). — The  customary  method 
of  estimating  zinc  in  flue  deposits  is  to  dissolve  in  hydrochloric  or  sul¬ 
phuric  acid,  oxidise  with  potassium  chlorate  or  nitric  acid,  remove  the 
excess  of  oxidising  agent,  and  titrate  the  zinc  by  Schaffner’s  method 
with  sodium  sulphide  in  the  ammoniacal  solution,  from  which  the 
iron  and  alumina  have  been  removed.  If  previous  to  oxidation  the 
acid  solution  is  evaporated  to  a  syrup,  mixed  with  dilute  acid,  pre¬ 
cipitated  with  ammonia,  and  oxidised  by  two  or  three  hours  con¬ 
tact  with  hydrogen  peroxide,  then  not  only  is  the  excess  of  hydrogen 
peroxide  much  more  readily  got  rid  of  than  the  chloride,  &c.,  but  ' 
also  all  the  manganese,  as  well  as  the  iron  and  alumina,  is  precipitated 
from  solution.  The  author  shows  by  numerous  comparative  experi¬ 
ments  and  analyses  that  in  the  other  method  the  manganese  was  held  I 
in  solution,  and  although  it  was  gradually  deposited,  yet  even  after  ( 
168  hours,  only  70  per  cent,  of  it  had  separated,  and  in  all  the  various 
analyses  the  missing  manganese  was  found  in  the  precipitate  pro¬ 
duced  in  the  titration  of  the  zinc,  making  the  results  too  high. 

D.  A.  L. 

Use  of  Double  Pyrophosphates  in  the  Electrolytic  Estima¬ 
tion  and  Separation  of  Metals.  By  A.  Brand  (Zeit.  anal.  Ghem., 
28.  581 — 605). — Most  of  the  metals,  when  their  solutions  are  mixed  j 
with  an  excess  of  sodium  or  ammonium  pyrophosphate,  form  soluble  f 
double  pyrophosphates,  and  the  solutions  of  these  are  not  precipi¬ 
tated  by  ammonia  or  ammonium  carbonate.  The  ammoniacal  liquids 
so  obtained  are  peculiarly  suitable  for  electro-deposition.  Nickel, 
cobalt,  iron,  and  zinc  are  very  satisfactorily  deposited  from  solutions 
of  the  double  pyrophosphates  mixed  with  ammonium  carbonate. 
Cadmium  requires  the  presence  of  an  abundant  excess  of  ammonia. 
Metals  which  form  peroxides  behave  differently.  Manganese  is  de¬ 
posited  by  a  feeble  current  from  a  solution  of  manganese  sodium 
pyrophosphate  as  peroxide,  adhering  firmly  to  the  anode.  It  may  be 
washed  with  distilled  water  (not  with  alcohol),  ignited  over  the  blow¬ 
pipe,  and  weighed  as  manganoso-manganic  oxide.  Copper  is  best 
precipitated  from  a  solution  of  the  pyrophosphate  in  excess  of  sodium 
pyrophosphate,  but  this  method  presents  no  advantages  over  the  use 
of  an  acid  solution.  For  silver,  the  pyrophosphate  solution  acidified 
with  nitric  acid  may  be  used,  but  it  is  in  no  way  preferable  to  the 
cyanide  solution.  The  mercuric  double  salt  dissolved  in  ammonia  or 
ammonium  carbonate  yields  good  results  ;  mercurous  salts  must  first 
be  oxidised.  Tin  cannot  be  satisfactorily  estimated  by  the  electro¬ 
lysis  of  the  double  pyrophosphates.  Stannous  solutions  are  easily 
reduced,  but  part  of  the  salt  oxidises  at  the  anode,  and  the  stannic 
salt  produced  requires  a  very  strong  current  for  its  electrolysis; 
even  then  the  results  are  low.  Chromic  salts  are  converted  into 
chromic  acid  when  electrolysed.  If  nickel  or  cobalt  is  present  to¬ 
gether  with  the  chromium,  it  is  completely  precipitated;  should, 
however,  the  solution  contain  chromic  acid  at  the  outset,  neither 
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nickel  nor  cobalt  can  be  thrown  down.  Iron  also  is  reduced  at 
first,  but  when  chromic  acid  begins  to  appear  the  reduction  ceases, 
and  a  reddish-yellow  precipitate  containing  iron  and  pyrophosphoric 
acid  appears  at  the  cathode. 

Lead  and  thallium  cannot  be  precipitated  from  alkaline  solutions 
without  the  formation  of  peroxide  on  the  anode.  In  acid  solutions 
this  does  not  occur,  but  the  rapid  oxidation  of  the  metal  prevents  an 
exact  estimation.  Bismuth  is  best  thrown  down  from  a  solution  con¬ 
taining  ammonium  oxalate.  The  acid  bismuth  solution  is  mixed  with 
four  or  five  times  as  much  sodium  pyrophosphate  as  is  necessary  for 
the  formation  of  the  double  salt,  then  ammonium  carbonate  is  added 
|  just  to  alkaline  reaction,  and  then  3  to  5  grams  of  ammonium  oxalate. 
Traces  of  peroxide  are  deposited  on  the  anode.  They  are  removed  by 
adding  a  little  oxalic  acid  towards  the  end  of  the  operation.  Anti¬ 
mony,  although  quantitatively  deposited  from  a  pyrophosphate  solu¬ 
tion  mixed  with  ammonium  carbonate,  does  not  adhere  firmly  to 
the  cathode. 

Manganese  may  be  separated  from  nickel,  cadmium,  zinc,  and 
mercury  by  electrolysing  a  solution  of  the  double  salt  mixed  with 
15  per  cent,  of  concentrated  ammonia.  The  manganese  is  deposited 
(  as  peroxide  on  the  anode,  whilst  the  other  metals  adhere  to  the 
i  cathode.  If  iron  or  cobalt  is  present,  a  basic  salt  is  deposited  with 
the  manganese.  Manganese  can  be  separated  from  metals  which  can 
i  be  deposited  from  an  acid  solution,  such  as  copper,  cadmium,  and 
mercury,  by  electrolysing  such  a  solution  containing  pyrophosphoric 
acid,  when  the  manganese  remains  dissolved  as  manganic  pyrophos¬ 
phate,  and  can  subsequently  be  thrown  down  from  the  washings  after 
concentration,  reduction  with  oxalic  acid,  and  addition  of  ammonia. 

I  The  separation  of  manganese  from  iron  and  cobalt  may  be  effected 
j  after  the  addition  of  ammonium  oxalate  to  the  pyrophosphate  solution, 

;  as  under  these  circumstances  no  manganese  is  thrown  down  as  long  as 
any  ammonium  oxalate  remains  undecomposed.  Cadmium  can  be 
separated  from  zinc,  iron,  nickel,  and  cobalt  by  electrolysing  a  solu¬ 
tion  acidified  with  sulphuric  acid.  If  manganese  also  is  present, 
sodium  pyrophosphate  must  be  added  before  throwing  down  the 
'  cadmium.  M.  J.  S. 

^  Separation  of  Copper  from  Cadmium.  By  J.  H.  Kastle 
)  (Amer.  Ghem.  ./.,  11,  5U3 — 504). — It  is  proposed  to  precipitate  the 
)  copper  with  metallic  iron,  the  author  preferring  this  to  the  mel/hod 
i  commonly  used  in  qualitative  analysis,  which  he  thinks  should  be 
|  avoided  by  young  students,  as  it  involves  the  use  of  potassium 
cyanide.  The  filtrate  from  bismuth,  if  seen  by  its  blue  colour  to 
j  contain  copper,  is  acidified  with  nitric  acid  and  evaporated  to  dryness. 
|  The  residue  is  ignited  until  the  nitrates  are  decomposed,  and  when 
j  cool  treated  with  a  few  drops  of  hydrochloric  acid  ;  the  solution  is 
diluted  and  filtered  into  a  test-tube,  iron  wire  is  added,  and  the  whole 
heated  at  80°  in  a  water- bath.  The  copper  is  precipitated  as  a  red 
deposit  on  the  iron,  and  cadmium,  if  present,  may  be  detected  in  the 
colourless  solution  by  the  yellow  precipitate  which  it  gives  with 
hydrogen  sulphide.  (J.  F.  B. 
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Analysis  of  Organic  Substances  containing  Copper.  By 

J.  Walker  (7 hr.,  22,  3246 — 3217). — The  analysis  of  copper  salts  of 
/3-diketones  and  other  substances  containing  the  group  ■COCByCO, 
is  attended  with  some  difficulty,  as  they  are  slightly  volatile,  and  if 
treated  with  nitric  acid  frequently  explode.  The  author  obtains  good 
results  by  placing  a  weighed  quantity  of  the  salt  in  a  Rose’s  crucible, 
and  subjecting  it  to  the  action  of  a  current  of  hydrogen  sulphide  in 
the  cold.  After  15 — 20  minutes,  the  crucible  is  heated  to  drive  off 
the  liberated  ketone  or  its  decomposition-products,  the  current  of  hy¬ 
drogen  sulphide  is  then  stopped,  and  hydrogen  passed  over  the  heated  | 
cupric  sulphide  until  it  is  converted  into  cuprous  sulphide,  in  which 
form  it  is  weighed.  An  estimation  requires  14  hours.  H.  Gr.  C. 

Estimation  of  Iron  by  means  of  Potassium  Permanganate 
in  Hydrochloric  Acid  Solutions,  By  C.  Reinhardt  ( Ghem .  Zeit., 
13,  323  -325). — After  some  tentative  experiments,  the  following 
method  was  adopted  : — |  to  1  gram  of  the  finely  pulverised  and  dry 
material  is  ignited  until  all  the  carbon  or  sulphur  is  expelled  ;  it  is  then 
dissolved  in  25 — 30  c.c.  of  hydrochloric  acid,  sp.  gr.  1' 19,  warmed,  and 
reduced  by  gradually  adding  stannous  chloride  solution  to  slight  excess. 

60  c.c.  of  mercuric  chloride  solution  is  added  to  remove  the  excess  of 
stannous  chloride,  and  the  whole  mixed  with  about  14  litres  of  water 
containing  60  c.c.  of  a  manganous  sulphate  solution  containing  free 
phosphoric  and  snlphuric  acids  and  previously  reddened  with  per¬ 
manganate;  then  the  iron  is  titrated  with  permanganate  until  a  pink 
colour  appears.  The  standard  permanganate  contains  6  grams  per 
litre,  the  mercuric  chloride  50  grams  per  litre,  and  the  stannous  chlo¬ 
ride  is  made  by  dissolving  30  grams  of  tin  free  from  iron  in  hydro¬ 
chloric  acid,  filtering,  and  making  up  to  1  litre  with  moderately  dilute 
hydrochloric  acid,  whilst  for  the  manganous  sulphate  solution  a  mix-  I 
ture  of  1000  c.c.  of  phosphoric  acid,  sp.  gr.  1‘3,  mixed  first  with 
600  c.c.  of  water,  and  then  with  400  c.c.  of  sulphuric  acid,  sp.  gr. 
TS,  is  poured  into  a  solution  containing  200  grams  of  crystalline 
manganous  sulphate  dissolved  in  a  litre  of  water  with  the  addition  of 
a  little  dilute  sulphuric  acid,  aud  the  whole  is  made  up  to  3  litres. 
Special  stopper  arrangements  for  preserving  the  solutious  are  de¬ 
scribed.  D.  A.  L.  | 

I 

Macro-  and  Micro-chemical  Iron  Reactions.  By  S.  S. 
Zaleski  {Zeit.  physiol.  Ghem.,  14,274 — 282;  compare  Abstr.,  1886, 
1054). — The  importance  of  iron  both  in  animal  and  plant  life  and 
the  many  important  questions  still  unsettled  in  regard  to  it  are 
pointed  out.  Before  these  can  be  investigated,  however,  it  is  im¬ 
portant  that  we  should  have  at  hand  reactions  by  which  iron  can  he 
recognised  in  the  tissues  themselves.  Observations  on  vegetable 
tissues  are  still  wanting,  but  the  reactions  found  most  suitable  for 
animal  tissues  and  organs  are  those  with  potassium  thiocyanate  and 
hydrochloric  acid,  or  with  potassium  ferrocyanide  or  ferricyanide  and 
hydrochloric  acid.  The  method  adopted  is  the  following  : — A  small 
piece  of  the  tissue  is  allowed  to  remain  for  24  hours  in  65  per  cent, 
alcohol,  and  then  transferred  for  another  24  hours  to  96  per  cent.  I 
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alcohol,  to  which  a  few  drops  of  yellow  ammonium  sulphide  has  been 
added.  The  piece  of  tissue  becomes  greenish,  not  only  on  the 
surface,  but  throughout  its  thickness,  the  intensity  of  the  colour 
varying  with  the  amount  of  iron  present.  It  is  finally  transferred  for 
I  a  short  time  to  absolute  alcohol  coloured  with  ammonium  sulphide  in 
order  to  complete  the  process  of  dehydration.  Sections  may  then  bo 
'  cut  with  a  microtome  or  by  the  hand.  The  sections  are  first  soaked  in 
65  per  cent,  alcohol,  and  subsequently  in  a  1  per  cent,  solution  of  potas¬ 
sium  ferrocyanide  or  ferricyanide  for  24  hours,  or  for  two  or  three 
days  in  potassium  thiocyanate  dissolved  in  96  per  cent,  alcohol.  The 
]  sections  are  then  placed  in  1  to  2  per  cent,  hydrochloric  acid  in  96  per 
cent,  alcohol  for  24  hours,  then  in  absolute  alcohol,  and  finally 
mounted  permanently;  or  the  whole  piece  of  tissue  maybe  soaked 
I  in  these  reagents  successively  before  the  sections  are  made.  Whole 
embryos,  or  even  small  animals,  may  be  similarly  stained  in  bulk. 

W.  D.  H. 

Estimation  of  Iron  in  Blood.  By  L.  Lapicque  (Bull.  Soc. 
Chim.,  [o],  2,  295 — 297). — Blood  (2  grams)  is  warmed  in  a  fiask 
with  pure  sulphuric  acid  (3  c.c.),  a  few  drops  of  nitric  acid  are  added, 
and  after  slight  heating  the  liquid  is  dilnted  with  water  and  boiled 
for  a  few  minutes;  to  the  cooled  liquor  after  dilution  to  40  c.c.  with 
distilled  water,  10  c.c.  of  a  20  per  cent,  solution  of  ammonium  thiocya- 
|  natc  is  added,  and  the  amount  of  iron  present  is  ascertained  by  means 
of  Duboscq’s  colorimeter.  T.  G.  N. 

Estimation  of  Nickel  by  Precipitation  as  Sulphide.  By  A. 

Lecreniek  ( Chem .  Zeit.,  13,  431;  449 — 450). — The  precipitation  of 
nickel  as  sulphide  by  ammonium  sulphide  is  not  complete  when  the 
latter  contains  any  polysulphides.  The  author  now  finds  that  by  using 
2  vols.  of  a  10  per  cent,  solution  of  sodium  sulphite  to  1  vol.  of 
.  ammonium  sulphide  solution  and  heating  on  a  water-bath,  the  polv- 
'■  sulphides  disappear  in  a  few  minutes;  but  even  this  solution  only 
■I  produces  complete  precipitation  of  nickel  as  sulphide  when  the  solu- 
i;  tions  do  not  contain  less  than  0T  gram  of  nickel  to  200  c  c.  of  water. 

The  complete  precipitation  of  the  nickel  by  this  colourless  ammonium 
■  sulphide  may  be  ensured  even  from  very  dilute  solutions  by  adding 
ammonium  carbonate,  chloride,  or  acetate,  &c.  Ammonia  prevents 
;  the  precipitation  of  nickel  sulphide,  either  partially  or  entirely 
according  to  the  strength  of  the  solutions,  therefore  with  certain 
;  concentrations,  colourless  solutions  may  be  obtained  containing  both 
a  nickel  salt  and  ammonium  sulphide.  With  ammoniacal  solutions, 
it  is  therefore  advisable  to  boil  off  the  greater  part  of  the  am- 
•  monia  and  to  neutralise  the  rest  with  carbonic  anhydride,  or  the 
;  ammonia  may  be  neutralised  by  an  acid  and  the  solution  made  alka- 
|  line  by  adding  ammonium  carbonate.  For  analysis,  the  nickel  sul- 
j  phide  is  dissolved  in  aqua  regia  and  determined  eloctrolytically. 

The  author  considers  the  retention  of  nickel  sulphides  in  solution 
is  due  to  the  formation  of  an  ammonium  thionickelate,  in  support  of 
}  which  view  he  adduces  the  following  facts  : — 

1.  In  the  absence  of  oxidising  influences,  ammonium  sulphide 
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decolorised  by  mercury  completely  precipitates  nickel  sulphide  from 
solutions  of  any  dilution.  2.  Pure  ammonium  kydrosulpkide  (free 
from  ammonia)  saturated  with  sulphur  dissolves  nickel  sulphide 
completely,  probably  indicating  the  formation  of  a  higher  sulphide  of 
nickel,  and  although  sodium  sulphite  prevents  the  solution  of  nickel 
sulphide,  yet  a  solution  of  the  latter  in  ammonium  polysulphide  is 
not  precipitated  by  boiling  with  the  former.  Therefore  when  once 
the  higher  sulphide  has  formed  and  combined  with  the  ammonium 
sulphide,  the  sodium  sulphite  cannot  decompose  it;  ammonium  thio- 
stannate  behaves  in  a  similar  manner.  I).  A.  L. 

Volumetric  Estimation  of  Chromium  in  Chrome-iron  Ore. 

— By  C.  Reinhardt  ( Chem .  Zeit .,  13,  430). — For  estimating  chromium 
in  chrome-iron  ore  volumetrically,  the  author,  after  fusing  with  a 
mixture  of  soda-lime  and  potassium  chlorate,  dissolves  in  water,  adds 
hydrochloric  acid,  or  sulphuric  acid  if  much  manganese  is  present, 
warms  and  reduces  writb  a  measured  quantity  of  ferrous  sulphate 
(25  grams  per  litre)  solution,  and  titrates  back,  using  the  permanga¬ 
nate  and  manganous  sulphate  pi'eviously  recommended  (this  vol., 
p.  296),  the  end  reaction  being  violet  in  this  case.  D.  A.  L. 

Analytical  Examination  of  Water  for  Technical  Purposes. 
By  A.  II.  Allen  (•/.  Soc.  Chem.  Jnd.,  7,  795 — 806). — The  author  con¬ 
tends  that  although  Clark’s  process  for  determining  the  hardness  of 
water  gives  constant  and  fairly  accurate  results  when  applied  to 
certain  waters  of  moderate  hardness,  it  gives  misleading  results  when 
applied  to  hard  water,  highly  magnesian  wrater,  or  waters  outside  the 
general  run  of  those  met  with  in  the  south  of  England.  In  such  cases 
the  soap  test  must  be  abandoned  in  favour  of  other  methods  which 
furnish  the  information  required  more  accurately,  such  for  instance  as 
boiling  down  the  water  to  a  small  bulk  with  sodium  carbonate,  filter¬ 
ing  aud  washing  the  precipitate,  dissolving  it  in  standard  acid,  and 
titrating  back  with  standard  alkali  and  methyl-orange.  The  result 
represents  the  total  calcium  and  magnesium  very  closely,  and  may 
be  expressed  in  terms  of  calcium  carbonate.  By  titrating  the  origi¬ 
nal  water  with  standard  acid  and  methyl-orange,  an  estimate  of  the 
earthy  carbonates  (temporary  hardness)  can  be  obtained  in  a  few 
minutes.  The  author  gives  many  valuable  analyses  of  special  waters, 
the  results  of  w’hich  furnish  the  sti'ongest  proofs  of  the  untrust¬ 
worthy  nature  of  the  soap  test.  In  the  remaining  part  of  the  paper 
the  author  discusses  at  some  length  the  question  of  stating  the  re¬ 
sults  of  the  analysis  of  waters,  which  in  his  opinion  should  depend 
on  circumstances.  For  technical  purposes,  grains  per  gallon  seems 
to  be  the  most  generally  convenient  mode  of  expression,  although  ir 
the  case  of  feed  waters  it  is  often  useful  to  add  another  tabh 
showing  pounds  per  1000  gallons.  With  regard  to  the  method  o' 
recording  acids  and  bases  in  combination  as  salts,  a  more  regulai^ 
and  generally  accepted  practice  is  desirable.  In  the  case  of  sulphate: 
the  author  is  in  favour  of  expressing  all  the  calcium  as  CaSCh,  oi 
at  any  rate  all  -which  is  in  excess  of  that  required  to  form  carbonate 
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assuming  of  course  that  the  sulphates  are  present  in  excess.  The 
combined  carbonic  anhydride  should  as  far  as  possible  be  expressed 
in  the  form  of  calcium  carbonate.  li.  B. 

,  Estimation  of  Alkalis  in  Water.  By  F.Muck  ( Zeit.  anal .  Ghent., 
:  28,  628). — A  rough  method  in  use  consists  in  converting  all  the 
bases  into  sulphates  and  deducting  from  the  gross  weight  that  of 
j  the  silica  and  the  calcium  and  magnesium  sulphates.  The  water  is 
evaporated  to  dryness,  and  the  residue  is  moistened  with  alcohol  con¬ 
taining  about  three  drops  of  concentrated  sulphuric  acid  per  c.c. 
The  alcohol  is  then  set  on  lire  and  burnt  off,  when,  if  the  quantity 
of  acid  added  is  sufficient,  the  residue  will  appear  damp,  and  acid 
'  fumes  will  be  given  off.  In  the  contrary  case,  the  residue  will  remain 
dry  and  will  require  a  repetition  of  the  treatment  with  the  acid 
alcohol.  In  this  way  the  quantity  of  acid  is  very  conveniently  ad¬ 
justed.  The  final  ignition  with,  ammonium  carbonate  is  performed 
as  usual.  M.  J.  S. 

Estimation  of  Methoxyl.  By  R.  Bexedikt  and  A.  Geussxek 
t  ( Chetn .  Zeit.,  13,  872 — 873). — The  authors  describe  and  illustrate  an 
apparatus  which  answers  well  for  the  estimation  of  methoxyl  by 
Zeisel’s  method.  A  distilling  flask  serves  for  the  reaction,  carbonic 
anhydride  beiug  conducted  to  the  bottom  by  a  tube  passing  through 
a  cork  in  the  neck,  the  side  tube  bends  upwards  and  terminates 
in  a  neck,  into  which  is  fitted,  by  a  cork,  the  end  of  an  upright 
tube  which  continues  to  a  series  of  three  bulbs,  one  above  another  ; 
the  first  (lowest),  of  30  c.c.  capacity,  is  connected  with  the  second,  80 
to  100  c.e.  capacity,  by  a  tube  projecting  well  into  the  latter,  whilst  a 
tube  starts  from  the  bottom  of  the  second  and  terminates  in  a  down¬ 
ward  bend  about  midway  in  the  third  bulb,  which  has  the  same 
capacity  as  the  second  ;  above  these  three  bulbs  there  is  auother,  but 
much  smaller  bulb,  and  then  a  long  tube,  bent  twice  at  right  angles, 
passing  downwards  into  the  absorption  apparatus  consisting  of  a  dis- 
i.  tilling  flask  connected  by  its  side  tube,  which  is  bent  downwards  for 
the  purpose,  'with  a  second  flask.  When  in  operation,  the  three  bulbs 
are  surrounded  by  a  condenser,  the  second  and  third  being  charged 
by  means  of  a  wash-bottle  with  amorphous  phosphorus  and  water  ; 
water  at  70°  is  caused  to  circulate  in  the  condenser,  and  by  means 
.  of  the  bulbs  the  water  and  almost  all  the  hydriodic  acid  run  back 
•  into  the  reaction  flask,  the  iodine  is  washed  out,  and  the  methyl 
j  iodide  and  carbouic  anhydride  pass  on  to  the  absorption  apparatus. 

By  retaining  the  condenser  at  89°,  isopropyl  iodide  has  been  surcess- 
j  fully  carried  to  the  absorption  flasks.  D.  A.  L. 

^Estimation  of  Glycerol.  By  T.  Morawski  (Chem.  Zeit.,  13, 
431)- — About  2  grams  of  glycerol  is  weighed  into  a  crucible  con- 
I  taining  from  50 — 60  grams  of  lead  oxide,  and  sufficient  alcohol  is 
added  to  permit  of  the  mass  being  well  mixed  ;  it  is  dried  in  a  vacuum 
'  water-oven  and  then  heated  at  120—130°  to  constant  weight.  The 
|  results  differ  by  0'5 — 0‘6  per  cent,  on  an  average,  and  judging  from  a 
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table  of  numbers  obtained  by  various  means,  this  method  gives  results 
agreeing  fairly  well  with  numbers  obtained  by  combustion,  tfcc.  | 

D.  A.  L. 

Estimation  of  Glycerol  in  Crude  Glycerol.  By  J.  Lewko- 
wiTScn  ( Ghem .  Zeit 13,  659). — The  author  has  already  found  the  | 
Benedikt- Cantor  acetin  method  (Abstr.,  1889,  748)  effective,  and 
now  gives  results,  confirming  that  view,  obtained  with  crude  glycerols 
of  various  origins;  moreover,  from  these  results  he  recommends  the 
adoption  of  the  method  in  all  cases  where  a  more  or  less  pure  crude 
glycerol  is  obtained  in  course  of  analysis,  as,  for  instance,  iu  the 
glycerol  estimations  in  fats  or  in  wine  or  beer  analyses.  The  author 
has  estimated  the  gl3'cerol  in  the  fat  of  Sawarri  nut,  obtaining 
88’48  and  88'29  per  cent,  of  pure  glycerol  ;  the  method  does  awaj* 
with  the  waiting  for  drying,  and  also  the  ash  determinations.  The 
author  neither  considers  nor  has  he  found  the  lead  oxide  method  I 
(Morawski,  preceding  abstract)  trustworthy  for  crude  glycerols,  at 
least  in  its  present  form.  D.  A.  L. 

Examination  of  Commercial  Carbolic  Acid  and  of  Disin¬ 
fectant  Powders  ■  made  therefrom.  By  R.  Williams  ( J .  Soc. 
Chem.  hid .,  7,  826 — 828). — Most  of  the  commercial  carbolic  acid 
examined  by  the  author  was  found  to  contain  little  or  no  phenol, 
but  consisted  of  cresols  and  still  higher  homologues,  For  the 
estimation  of  the  water  in  carbolic  acid,  the  distillation  method  is 
the  most  accurate.  In  the  case  of  carbolic  acid  powders,  the  per¬ 
centage  of  tar  acids  may  be  determined  by  the  following  process 
devised  by  the  author,  which  is  said  to  be  simple  in  execution,  yield 
accurate  results,  and  to  be  applicable  to  a  large  number  of  samples 
at  the  same  time: — 600  grains  of  the  sample  is  placed  in  a  stoppered 
bottle,  and  digested  for  one  or  two  hours  with  3000  grains  of  strong 
alcohol,  the  mixture  being  shaken  frequently.  It  is  then  passed 
through  a  double  filter,  after  which  two-thirds  of  the  whole  is  trans¬ 
ferred  to  a  10-oz.  porcelain  basin.  300  grains  of  a  10  per  cent,  solu¬ 
tion  of  sodium  hydroxide  is  now  added,  and  the  mixture  evaporated 
until  all  the  alcohol  has  been  expelled.  The  residue  is  transferred; 
to  a  long,  narrow  tube,  holding  1000  grains,  and  carefully  graduate^' 
into  500  divisions.  100  grains  of  hydrochloric  acid  is  added,  and  tht 
liquid  saturated  with  salt.  After  mixing  well  and  allowing  to  coo 
to  15°,  the  volume  of  tar  acids  is  read  off.  As  the  sp.  gr.  of  thes< 
acids  usually  lies  between  1'04  and  1'05,  their  approximate  weigh’ 
may  be  ascertained  by  adding  one-twentieth  to  the  volume  found. 

D.  B. 

Percentage  Glucosometer.  By  A.  W.  Gerrard  (Lancet,  1S90, 1 
15 — 16). — -This  instrument  is  designed  to  enable  medical  practitioner 
to  determine  rapidly  by  means  of  Fekling’s  solution  the  percentage  c 
dextrose  in  diabetic  urines.  It  consists  of  a  pair  of  burettes,  claspe 
by  a  pair  of  swinging  arms  supported  on  an  upright  brass  stand 
the  burettes  can  be  moved  at  will,  so  as  to  be  brought  over  a  dis 
containing  10  c.c.  of  boiling  Fehling’s  solution  diluted  with  watei 
The  burettes  are  graduated  in  degrees  which  correspond  with  pei' 
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centages  of  dextrose  in  a  urine  diluted  to  20  volumes  with  water. 
The  instrument  indicates  percentages  between  1  and  10;  and  the 
two  burettes  are  of  different  sizes,  one  thin  and  narrow  for  high 
percentages,  the  other  of  larger  capacity  fot  -low  percentages.  The 
savin"  of  time  to  the  busy  practitioner  thus  accomplished  is  obvious. 

W.  D.  H. 

Analysis  of  Sugars.  By  E.  Juxgfreiscu  and  L.Grimbert  ( Compt . 
reiul.,  109,  867 — S70). — The  authors  have  previously  shown  (Abstr., 
1SS9,  479)  that  feeble  acids  do  not  affect  the  rotatory  power  of 
levulose,  but  that  strong  acids  produce  considerable  variations,  the 
effect  being  greater  when  the  levulose  is  formed  by  inversion  in 
presence  of  the  strong  acid  than  when  the  latter  is  added  to  levulose 
previously  prepared.  This  action  of  the  strong  acids  introduces 
serious  errors  into  Clerget’s  inversion  method  for  the  analyses  of 
sugars,  and  the  use  of  acetic  acid  for  producing  inversion  has  been 
adopted  by  some  chemists. 

The  authors  find  that  although  alkaline  acetates  have  no  influence  on 
[  inversion  bystrongacids,  they  prevent  complete  inversion  by  acetic  acid, 
i  even  when  the  latter  is  used  in  large  excess.  Alkaline  citrates,  formates, 
lactates,  and  tartrates,  and  zinc  and  lead  acetates,  produce  a  similar 
effect,  but  calcium  acetate  is  much  less  injurious.  Salts  of  the  strong 
monobasic  acids  do  not  affect  inversion  by  acetic  acid.  Normal  salts 
I  of  bibasic  acids  interfere  when  they  contain  monad  metals,  but  not 
i  when  the  metals  are  dyad.  Acid  salts  of  strong  poly-basic  acids  do 
[not  interfere,  and  some  of  them,  like  the  acid  sulphates  and  acid 
l:  oxalates,  can  themselves  produce  inversion.  C.  H.  B. 

i 

j  Estimation  of  Raffinose  in  Raw  Sugar.  By  T.  Breter  (Client. 

-  Zed.,  13,  559 — 560). — 50  c.c.  of  the  solution  for  polarisation,  con- 
!  taining  26'048  grams  per  100  c.c.,  is  mixed  with  5  c.c.  of  hydro- 
j  chloric  acid,  sp.  gr.  T182,  in  a  50 — 55  c.c.  flask,  which  is  then  placed 
.  in  a  water- bath,  along  with  a  similar  flask  filled  with  water,  and 
!  with  a  thermometer  in  it ;  the  heat  is  regulated  so  that  this  ther¬ 
mometer  registers  6S — 69°  for  five  minutes,  five  minutes  being 
I  allowed  for  it  to  reach  this  temperature.  The  solution  is  then  quickly 
cooled,  and  removed  to  the  polarising  room  ;  after  some  hours,  the 
>  flask  is  filled  to  the  mark,  decolorised  with  dry  animal  charcoal  if 
necessary,  and  polarised  in  a  cylinder  with  a  tube  for  the  thermometer 
attached.  The  apparent  amount  of  saccharose  can  be  calculated  by 
:  Ulerget’s  formula  from  the  polarisation  before  and  after  inversion 
and  the  thermometer  readings.  In  the  absence  of  substances  reducing 
{  beh  ling’s  solution,  and  with  a  difference  of  U'5  or  above  from  the 
direct  polarisation  indicating  the  presence  of  some  other  optically 
active  substance,  the  actual  amount  of  saccharose  can  be  calculated 
by  a  formula  given  in  the  paper,  which  is  a  combination  of  Clergct’s 
and  Creydt’s  formulas.  The  difference  between  the  n umber  so  found 
and  the  direct  polarisation  may  be  assumed  to  be  due  to  a  definite 
[  quantity  of  raffinose,  which  may  be  calculated.  It  is  shown  that 
i  neither  differences  in  concentration  nor  in  temperature,  within  certain 
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limits,  will  affect  Creydt’s  constants  for  the  inversion  of  raffinose 
solutions,  but  if  greater  refinement  is  required,  a  formula  embodying 
the  necessary  corrections  is  given.  D.  A.  L. 

Detection  of  Rye-Meal  and  Bran  in  Wheat-Meal  and  Bran. 

By  F.  Benecke  ( Landw .  Versuchs.-Stat.,  36,  337 — 366). — The  method 
proposed  by  the  author  is  based  on  the  fact  that  whilst  the  ripe  rye- 
corn  of  nearly  every  description  contains  a  blue  colouring  matter, 
that  of  wheat  does  not  (with  the  exception  of  one  unimportant 
variety).  To  determine  whether  wheat-bran  is  free  from  rye-bran, 
or  whether  rye-bran  is  very  much  adulterated  with  wheat-bran,  the 
product  is  so  finely  ground  as  to  pass  through  a  millimetre  sieve;  the 
meal  is  then  sifted  off  through  fine  muslin,  and  the  remaining  bran 
(about  a  teaspoonful)  rubbed  with  ether,  until  the  ether  is  made  only 
slightly  turbid.  It  is  then  washed  into  a  beaker  with  ether,  the 
ether  poured  off,  and  olive  oil  added.  It  is  then  examined  by  a  micro¬ 
scope  magnifying  from  100  to  200  times.  To  find  how  much  rye- 
bran  is  mixed  with  wheat-bran,  the  relation  of  coloured  to  colourless 
particles  in  100  units  of  surface  is  determined.  It  is  possible  to  detect 
the  presence  of  rye-bran  without  a  microscope  by  putting  the  olive- 
oil  containing  the  bran  on  a  glass  plate  over  a  white  surface. 

The  following  method  was  found  to  be  the  easiest  and  most  trust¬ 
worthy  for  the  determination  of  rye-meal  in  wheat-meal : — 100  grams 
of  the  meal  is  put  into  a  pear-shaped  vessel  (500 — 600  c.c.  capacity), 
which  is  then  two-thirds  filled  with  chloroform.  The  whole  is  well 
shaken,  so  as  to  distribute  the  meal  equally,  and  the  vessel  nearly 
tilled  with  chloroform,  again  shaken,  and  allowed  to  settle.  The  dirt 
aud  dust  settle  first,  and  after  about  24  hours  a  further  separation 
takes  place.  With  rye-  and  wheat-meal,  the  gluten  settles  to  the 
bottom,  whilst  the  other  constituents,  especially  the  starch,  form  a 
solid,  floating  mass.  Between  the  sediment  and  the  floating  portion 
is  a  more  or  less  clear,  yellow  chloroform  solution.  The  differences 
in  colour  of  the  sediments  and  floating  portions  from  the  two  kinds 
of  meal  is  very  striking,  and  is  shown,  as  well  as  that  of  various  mix¬ 
tures,  in  coloured  tables.  For  instance,  the  colour  of  the  residue! 
from  rye-meal  of  poorest  quality  is  dark  olive-green,  and  the  floating 
portion  light-brown;  with  wheat  of  best  quality,  the  colours  are' 
brownish-yellow  and  almost  white  respectively.  A  further  difference 
is  that  the  amount  of  sediment  with  rye-meal  of  worst  quality  is  far 
greater  than  that  of  the  best  wheat-meal.  The  better  kinds  of  meal 
give  less  sediment.  AVhilst  the  amount  of  sediment  depends  on  the 
quality  of  the  meal,  the  colour  depends  on  its  origin. 

To  detect  with  certainty  the  presence  of  10  per  cent,  of  rye-meal  of 
best  quality  in  wheat-meal  of  second  quality,  the  floating  portiou  is 
carefully  stirred  and  washed  out  with  chloroform  ;  ether  is  then 
poured  into  the  vessel,  the  sediment  stirred  up,  washed  into  a  dish, 
and  allowed  to  settle  ;  the  ether  is  poured  off,  moderately  strong 
acetic  acid  is  added,  and  the  wdiole  boiled  and  stirred  ;  wheat-meal  sr 
treated  gives  a  yellowish-brown  colour,  rye  a  splendid,  deep  rose-red 
colour  (shown  in  the  table).  The  colours  produced  with  various 
mixtures  are  also  shown. 


ANALYTICAL  CHEMISTRY. 


30H 


Adulteration  of  wheat-meal  with  rye-meal  is  less  frequent  than 
than  that  of  rye  with  wheat;  but  the  above  method,  owing  to  its 
trustworthiness  and  ease  with  which  it  is  used,  is  of  considerable 
value.  N.  U.  M. 

Estimation  of  Cellulose.  By  G.  Lange  (Zeit.  physiol.  Ghem., 
14,  283— 28S). — The  method  depends  on  the  fact  that  cellulose 
remains  unaltered  after  fusion  with  alkaline  hydroxides. 

10  grams  of  the  material  is  mixed  with  30 — 40  grams  of  an  alkaline 
hydroxide  and  30 — 40  c.c.  of  water  in  a  retort  which  is  heated  at 
140 — 180°  for  an  hour;  it  is  then  cooled  to  80°,  and  the  contents  of 
the  retort  washed  out  with  hot  water  and  finally  with  cold  water  into 
a  beaker.  The  mixture  is  here  acidified  with  dilute  sulphuric  acid,  and 
again  carefully  made  just  alkaline  with  dilute  sodium  hydroxide,  so 
that  all  substances  precipitated  by  the  acid  enter  into  solution  again 
with  the  exception  of  the  cellulose ;  the  precipitate  is  collected  on  a 
filter,  weighed,  incinerated,  and  the  amount  of  ash  deducted.  The 
method  gives  very  concordaut  results  ;  they  are  a  little  higher  than 
those  obtained  by  F.  Schulze’s  method  ( Ghem .  Centr.,  1857,  321). 

AV.  D.  H. 

Valuation  of  Wine-lees.  By  P.  Boessneck  (Ghem.  Zeit.,  13, 
356 — 357). — Goldenberg’s,  Fresenius’s,  and  v.  Lorenz’s  methods  are 
individually  inaccurate  for  the  estimation  of  total  tartaric  acid  in 
wine-lees,  but  concordant  results  are  obtained  by  a  combination  of  the 
Goldenberg-Geromont  and  Fresenius  methods.  10  grams  of  the  finely- 
powdered  wine-lees  is  digested  for  some  hours,  with  frequent  agitation, 
j  iu  15  c.c.  of  hydrochloric  acid,  sp.  gr.  1*1.,  and  the  same  volume  of 
water,  and  made  up  to  203  c.c. ;  it  is  then  filtered,  and  100  c.c.  heated, 
made  strongly  alkaline  with  potash,  and,  after  prolonged  boiling,  again 
I  filtered.  The  filtrate  and  washings  are  treated  with  hydrochloric 
acid  until  only  feebly  alkaline,  evaporated  to  20  c.c.,  and  when  cold 
treated  with  5  or  6  c.c.  of  glacial  acetic  acid.  After  10  minutes’ 
warming,  100  c.c.  of  absolute  alcohol  is  poured  in,  and  in  two  hours’ 
time  it  is  filtered.  The  precipitate,  consisting  of  all  the  tartaric 
acid  of  the  lees  as  potassium  salt,  is  washed  free  from  acid  with 
strong  alcohol,  and  titrated  at  first  to  neutrality,  and  then,  after 
boiling  for  some  time,  to  the  finishing  point,  using  the  artificially- 
prepared  lituius-eolouring  matter,  “  azolitminum.”  Potassium  hydro¬ 
gen  tartrate  may  be  determined  in  the  presence  of  gypsum  by  boiling 
with  excess  of  antimonious  anhydride  and  estimating  the  antimony  in 
the  filtrate  containing  the  potassium  tartrate  as  the  potassium  antir 
mony  salt;  or  the  whole  of  the  tartaric  acid  may  be  determined  by 
treating  the  lees  first  with  potassium  oxalate  to  eliminate  calcium, 
then  boiling  with  antimonious  anhydride  and  decomposing  the  potas¬ 
sium  antimony  oxalate  with  gypsum,  finally  estimating  the  antimony 
.  in  the  filtrate.  The  strength  of  the  solution  and  the  quantity  of 
j  antimonious  anhydride  present  influence  the  results.  The  use  of 
I  litmus  tincture  in  the  v.  Lorenz  method  is  not  approved  of. 
i  '  D.  A.  L. 

!  Analysis  of  Argol.  By  N.  v.  Lorenz  (Ghem.  Zeit.,  13,  093— GD4 ; 
compare  Abstr.,  1888,  327,  and  preceding  abstract). — The  author 
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criticises  in  detail  Goldenberg’s  methods  of  estimating  tartaric  acid, 
and  asserts  their  untrustworthiness,  but  upholds  the  efficiency  of  his 
own  method  ;  he  experiences 'no  difficulty  in  using  litmus  tincture  as 
an  indicator,  and  attributes  the  failure  of  other  chemists  to  the  use 
of  litmus  either  of  inferior  quality  or  not  prepared  according  to  his 
directions.  He  regards  the  Grosjean-Warington  and  the  Sheurer- 
Kestner  processes  as  even  less  trustworthy  for  the  purpose  than  the 
Goldenberg  method.  D.  A.  L. 

The  Fokker-Salkowski  Method  of  estimating  Uric  Acid  in 
Normal  and  Pathological  Urines.  By  R.  Pott  ( Fflilger's  Archiv, 
45,389 — 400). — Fokker’s  method  of  estimating  uric  acid  w'as  compared 
with  Salkowski’s  ;.in  some  cases  the  two  methods  gave  identical  results, 
in  others  they  did  not ;  the  highest  percentage  difference  obtained 
was  about  3.  It  was  generally  much  less.  The  results  were  sometimes 
higher  by  one  method,  sometimes  by  the  other.  Such  variations  are 
not,  however,  regarded  as  very  serious,  and  the  cause  of  their  occur¬ 
rence  is  not  apparent.  The  experiments  were  performed  with  normal 
and  with  various  kinds  of  morbid  urine,  and  the  final  conclusion  is  that 
Fokker’s  method  of  estimating  uric  acid  is  applicable  to  all  kinds  of 
urine.  W.  D.  H. 

Simplified  Fat-extraction  Apparatus.  By  J.  T.  Crawley 

( Amer .  Chem.  J.,  11.  507 — 508). — This  consists  of  (1)  a  glass  tube 
4  cm.  wide  and  20  cm.  long,  drawn  out  at  one  end  so  as  to  pass  i 

through  a  rather  large  hole  in  the  cork  of  a  flask;  (2)  a  large  sized  I 

test-tube,  fitting  into  the  larger  tube  so  as  to  reach  within  3  cm.  of  the 
top ;  (3)  a  glass  tube  of  about  |-cm.  bore,  bent  so  that  one  end  dips 
down  to  the  bottom  of  the  test-tube,  whilst  the  other  limb  lies  between 
the  two  tubes  (1)  and  (2)  with  the  other  end  reaching  to  the  narrowed 
part  of  the  outer  tube.  The  upper  part  of  (1)  is  connected  with  a  con¬ 
denser,  and  ether  or  alcohol  is  boiled  in  the  flask,  the  substance 
under  examination  being  placed  in  the  test-tube.  The  vapour  is 
condensed,  and  flows  back  into  the  test-tube,  and  when  this  is  nearly  ' 
full,  capillary  attraction  draws  the  liquid  through  the  syphon,  and 
the  contents  of  the  test-tube  with  the  extracted  fats  are  syphoned  off 
into  the  flask  below.  C.  F.  B. 

I 

Estimation  of  Fat  in  Sour  Milk.  By  It.  Kufin  {Chem.  Cenlr ., ' 
1889,  ii,  303 ;  from  Milch-Zeit.,  18,  561 — 562). — The  sour  milk  is 
rendered  just  alkaline  with  aqueous  potash  (40  grams  in  1  litre  of 
water),  thereby  dissolving  the  casein.  10  grams  of  the  alkaline  milk 
is  poured  on  to  a  mixture  of  25  grams  of  ignited  gypsum,  4  grams  of 
precipitated  calcium  carbonate,  and  2  grams  of  potassium  hydrogen 
sulphate,  dried,  ground  up,  and  extracted  in  a  Soxhlet’s  extractor.  The 
addition  of  potassium  hydrogen  sulphate  prevents  the  slight  excess  of 
alkali  from  saponifying  the  butter  fat,  whilst  the  calcium  carbonate 
ueutralises  the  remainder  of  the  potassium  hydrogen  sulphate. 

J.  W.  L. 

Rapid  Estimation  of  Fat  in  Milk.  By  A.  Stokes  (Chem. 
Kelt's,  60,  214 — 215). — The  author  finds  the  following  method,  sag- 
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jested  by  ^r-  Schmid,  to  be  rapid  and  accurate.  10  c.c.  of  milk  is 
1  pipetted  into  tubes  partly  graduated  up  to  50  c.c.,  hydrochloric 
acid  is  poured  iu  roughly  to  the  20  c.c.  mark,  the  mixture  is  boiled, 

;  not  more  than  two  minutes,  with  frequent  shaking,  until  it  turns 
brown  (watered  milks  do  not  turn  deep-brown,  whilst  condensed  or 
sugared  milks  become  almost  black)  ;  then  after  about  three  minutes 
it  is  cooled,  and  the  tube  filled  up  roughly  with  ether  to  50  c.c., 
corked,  and  shaken  for  half  a  minute.  In  five  minutes’  time,  20  c.c.  of 
the  ethereal  solution  is  carefully  pipetted  off,  evaporated,  and  the  fat 
dried  in  an  air-bath  and  weighed.  The  volume  of  ether  left  in  the  tube 
is  read  off,  taking  three-quarters  of  the  stratum  of  casein,  if  any  is 
present,  as  ether,  and  the  fat  calculated  on  the  whole  volume  of  ether, 
Ac.  The  differences  between  the  fat  observed  by  this  method  and 
the  fat  calculated  never  reaches'  a  tenth  per  cent.  D.  A.  L. 

Examination  of  Butter.-  By  S.  Saixatori  (Z?<W.  Centr .,  18, 
788;  from  > Stas.  Sper.  Agrar.  Ital.,  14,  510 — 520). — Dronot’s  method 
for  examining  butter  consists  in  melting  it  slovdy,  when,  if  the  butter 
is  pure,  a  clear  liquid  is  obtained,  the  water  and  casein  settling  at  the 
bottom;  an  artificial  butter,  on  the  other  hand,  remains  turbid,  and 
only  becomes  clear  when  heated  much  above  its  melting  point.  The 
author  finds  that  the  method  is  not  always  trustworthy,  inasmuch  as 
purified  natural  fats  of  all  kinds,  oleomargarin,  and  frequently  natural 
butter  give  very  clear  liquids,  natural  butter  being  further  charac¬ 
terised  by  a  sediment;  the  latter,  iu  artificial  butters,  is  amorphous, 
and  renders  the  liquid  turbid  as  it  settles  slowly.  Some  melted 
samples  of  natural  butter  were  also  turbid,  from  the  presence  of  drops 
of  water.  When  natural  is  mixed  with  artificial  butter,  the  addition 
of  margariu  or  fat  cannot  be  established  with  certainty. 

N.  H.  M. 

Rapid  Method  for  the  Analysis  of  Tallow.  By  H.  Taffr 
(Tlull.  Soc.  Chim.  [3],  2,  209 — 210). — Ordinary  tallow,  when  titrated 
for  free  stearic  acid,  yields  3‘G  per  cent.,  whereas  stearine  candles  of 
good  quality  yield  100  per  cent. ;  olive  oil  yields  2*5  per  cent,  of  free 
oleic  acid. 

The  method  consists  in  determining  the  acid  factor  for  a  solution  of 
the  fat  in  an  already  titrated  olive  oil  by  means  of  normal  potash, 
using  turmeric  as  an  indicator.  T.  G.  N. 

Analysis  of  Wool  Oils.  Bv  H.  Horwitz  ( Dingl .  polyt.  J.,  271, 
29—30). — The  materials  used  in  the  manufacture  of  woollen  goods 
for  imbuing  the  fibres  intimately  with  oil  are  emulsions  of  liquid  fats 
and  aqueous  alkaline  solutious.  Those  examined  by  the  author  were 
mostly  mixtures  of  olive  and  cotton-seed  oils  with  solutions  of 
ammonia  and  sodium  hydroxide.  As  olive  oil  is  often  adulterated 
with  mineral,  resin  and  drying  oils,  which  have  an  injurious  effect 
on  the  subsequent  manufacturing  operations,  the  author  recommends 
the  following  process  for  the  quantitative  estimation  of  these  adulte¬ 
rants  1*5  to  2  grams  of  the  oil  is  weighed  in  a  closed  vessel, 
and  digested  for  some  hours  with  alcohol  and  ether.  The  sodium 
hydroxide,  which  remains  undissolvcd,  is  collected  on  a  fared  filter, 


306 


ABSTRACTS  OF  CHEMICAL  PAPERS. 


dried  at  100°,  and  weighed.  One  half  of  the  filtrate  is  evaporated 
and  dried  at  100 — 120",  in  order  to  obtain  the  fat,  whilst  in  the  other 
half  the  ammonia  is  determined  by  treating  the  solution  with  hydro¬ 
chloric  acid  and  precipitating  with  platinic  chloride.  The  water  is 
determined  by  drying  another  portion  of  the  oil  at  100 — 120°, 
weighing,  and  deducting  from  the  weight  the  quantity  of  ammonia 
found.  The  following  analysis  is  given  as  an  example  : — 

Fat.  Sodium  hydroxide.  Ammonia.  Water. 

14T6  0-91  0-32  S4*45 

showing  that  for  the  preparation  of  the  wool  oil  in  question 
14T6  parts  of  fat,  091  part  of  soda,  and  84-77  parts  of  ammonia  of 
sp.  gr.  O90S3  had  been  used.  D.  B. 

Examination  of  Commercial  Olein  for  Linole'ic  Acid.  By 

K.  Hazura  ( Zeit .  any.  Chem .,  1S89,  283 — 284;  compare  Abstr.,  1887, 
359,  798,  913;  1SSS,  SI 6,  SI 7,  1269,  1270;  1889,  374).— Olive  oil 
contains  chiefly  oleic  acid,  with  a  small  quantity  of  linolic  acid, 
C18H3202.  On  oxidising  its  alkaline  solution  with  potassium  perman¬ 
ganate,  the  products  are  dihydroxy  stearic  acid  (melting  point  137°; 
almost  insoluble  in  water  and  ether),  sativic  acid,  CISH3202(k0H)4  (imp. 
173 — 175°;  slightly  soluble  in  water,  insoluble  in  ether),  and  azeldic 
acid ,  C9H1604  (easily  soluble  in  water  and  ether).  The  acid  of  linseed 
oil  consists  mainly  of  linulenic  acid  and  isoliuolenic  acid ,  Ci8H30Oj(OH)6, 
with  small  quantities  of  oleic  and  linolic  acids.  The  solid  products 
of  oxidation  are  diliydroxystearic  acid,  sativic  acid,  azelaic  acid,  and 
two  hexaliydroxystearic  acids,  C.i8H3o02(OH)6,  namely,  linusic  acid 
(m.p.  203° ;  completely  insoluble  in  ether,  sparingly  soluble  in  water), 
and  isolinusic  acid  (m.p.  173° ;  soluble  in  water,  but  insoluble  in 
ether). 

50  grams  of  the  oil  is  saponified  with  alcoholic  potash,  freed  from 
the  alcohol,  and  diluted  to  1  litre.  To  the  solution,  which  must  he 
strongly  alkaline,  there  is  then  added  a  litre  of  5  per  cent,  solution  of 
potassium  permanganate.  After  an  hour  it  is  filtered;  the  filtrate  is 
acidified  with  sulphuric  acid,  filtered,  neutralised  with  potash,  evapo¬ 
rated  to  300  c.c.,  and  again  acidified,  whereupon  a  second  precipitate  is 
obtained.  The  whole  is  then  shaken  with  ether,  when,  if  the  pre¬ 
cipitate  dissolves,  it  consists  of  azelaic  acid,  and  the  oil  was  free 
from  linolelc  acid.  If  it  does  not  dissolve,  it  is  collected,  crystal¬ 
lised  once  or  twice  from  water  or  alcohol,  and  its  melting  point 
determined.  If  this  is  above  160°,  linole'ic  acid  was  certainly  present. 
Less  than  1  per  cent,  canuot,  however,  be  detected.  M.  J.  S. 

Estimation  of  Fat  in  Poppy-cake.  By  P.  Baessler  (Landic 
Ver sucks- S  tat.,  36,  367 — 372).- — It  was  previously  shown  (Abstr. 
1S89,  321)  that  too  low  results  are  obtained  when  the  fat  of  linseed 
cake  is  determined  after  drying  the  substance  at  100°,  and  experi 
ments  described  in  the  present  paper  show  that  the  same  holds  goo*, 
with  poppy-cake.  For  example,  a  sample  of  cake  containing  7’54  per 
cent,  of  fat  (when  dried  for  4  to  6  hours  at  110°  in  a  stream  o 
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hvdvo o-en)  lost  0  84-  per  cent,  when  heated  for  two  hours,  3*  1 1  per 
cent,  when  heated  for  four  hours,  and  3*67  per  cent,  when  heated  for 
six  hours  at  100°  in  air;  at  110°  the  loss  was  still  greater.  Determi¬ 
nations  made  after  drying  in  a  vacuum  over  sulphuric  acid  were  also 
unsatisfactory,  the  results  being  in  one  case  1*10,  and  in  another 
0*31  too  low. 

With  regard  to  the  determinations  of  water,  it  is  found  that  when 
the  substance  is  heated  at  10u°  in  a  stream  of  dry  hydrogen  and  the 
water  weighed,  the  results  obtained  are  too  high,  owing  to  an  oily 
substance  being  carried  over  into  the  absorption  apparatus. 

The  best  results,  both  with  regard  to  water  and  fat,  were  obtained 
bv  heating  the  substance  from  two  and  a  half  to  three  hours  at  90°. 

X.  H.  M. 

Estimation  of  Cotton-seed  Oil  in  Lard,  By  Bockairy  (Bull. 
Soc.  Chim.  [3],  2,  310 — 313;  compare  this  vol.,  p.  93). — The  sp.  grs. 
of  the  following  substances  at  50°  are  :  — 

Lard .  0*SS9 — 0*S915  Ox- kidney*  fat .  0*SS95 

Rancid  lard .  0*8S95  Fresh  cotton-seed  oil  0*897 

Oleostearine .  0'SSS5  j  Old  ,,  ,,  0'896 

and  mixtures  of  cotton-seed  oil  with  pure  lard  determine  a  pro¬ 
portionate  rise  in  the  density. 

Hiibl‘s  iodine  test  does  not  give  sufficiently  accurate  data  with  the 
crude  mixtures,  but  the  author  finds  that  the  iodine  numbers  given 
by  the  solid  fatty  acids  separated  from  these  mixtures  are  more  satis¬ 
factory,  and  he  is  working*  on  a  process  for  this  estimation. 

T.  G.  X. 

Iodine  Absorption  as  a  Test  for  Essential  Oils.  By  H.  W. 
Snow  (Fharm.  J.  Trans.  [3],  20,  4;  compare  this  vol.,  pp.  199,  200). 
— Determinations  are  given  of  the  iodine  absorptions  of  a  number  of 
essential  oils.  The  process  followed  was  Hiibl’s,  but  the  author 
found  that  the  absorption  was  usually  not  complete  in  less  than 
4U  hours.  The  experiments  have  shown  that  although  these  iodine 
absorptions  are  not  constant,  they  afford  valuable  indications  in 
determining  the  purity  of  oils,  and  they  may  be  directly  employed 
for  the  detection  of  turpentine  in  oil  of  peppermint.  R.  R. 

Detection  of  Ordinary  Turpentine  in  Venice  Turpentine. 

By  E.  HirschsOUN*  (Arch.  Fharm.  [3],  27,  999 — 1000,  from  Fharm. 
Zeit.  lluss.,  36,  561). — The  behaviour  of  turpentine  towards  am¬ 
monia  not  only  affords  a  certain  means  of  discriminating  between  the 
two  kinds  of  turpentine,  but  up  to  a  certain  point  serves  to  detect 
one  variety  in  presence  of  the  other. 

A  small  quantity  of  ordinary  turpentine  treated  with  strong  am¬ 
monia  gradually  mixes  to  form  a  milk;  with  Venice  turpentine  the 
liquid  remains  clear.  If  a  glass  rod  is  used  to  stir  up  the  mixture,  the 
Venice  turpentine  gradually  becomes  a  semi-solid,  colourless,  opaque 
mass,  whilst  the  liquid  is  only  slightly  turbid ;  ordinary  turpentine, 
on  the  other  hand,  dissolves  readily  and  forms  a  milky  liquid,  which 
after  a  short  time  sets  to  a  jelly,  especially  when  5  parts  of  ammonia 
is  added  to  1  part  of  turpentine.  Venice  turpentine  containing  50  per 
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cent,  of  ordinary  turpentine  is  readily  disseminated  through  ammonia; 
the  mixture  sets  after  five  minutes,  and  when  placed  in  boiling  water 
becomes  clear;  a  mixture  of  30  per  cent,  of  ordinary  turpentine 
behaves  similarly,  sets  in  about  10  minutes,  and  becomes  clear  on  the 
water-bath  ;  with  20  per  cent.,  the  mixture  readily  becomes  milky,  | 
does  not  set,  but  becomes  clear  on  the  water-bath  ;  mixtures  contain¬ 
ing  less  than  20  per  cent.,  can  only  be  detected  by  comparison  with  I 
genuine  Venice  turpentine.  Mixtures  containing  not  less  than  30  per  ' 
cent,  of  ordinary  turpentine  can  to  some  extent  be  detected  by  the 
nse  of  SO  per  cent,  alcohol  ;  on  shaking  up  1  part  of  turpentine  with 
3  parts  of  alcohol,  Venice  turpentine  gives  an  almost  clear  solution, 
whilst  with  ordinary  turpentine  over  half  the  quantity  employed 
separates  after  a  short  time.  J.  T. 

Estimation  of  Urea.  By  E.  Pfluger  and  L.  Bleibtreu  (Pfliiger's 
Archiv.,  44,  1 — 116). — This  is  a  series  of  six  articles  related  one  to 
the  other.  The  first  two  are  by  E.  Pfluger  alone,  and  relate  to 
technical  details,  whilst  the  next  four  deal  with  the  actual  analyses, 
full  details  of  which  are  given ;  the  outcome  of  the  whole  is  the  com¬ 
parison  of  three  methods  of  urea  analysis,  Bunsen’s  method  (compare 
Boh  land,  Abstr.,  1889,  63S),  the  method  of  heating  with  caustic  alkali,  | 
and  lastly  the  phosphoric  acid  method.  Bunsen’s  method  with  I 
Bohland’s  modifications,  and  with  certain  precautions  fully  detailed  iu  j 
the  present  communications,  is  one  of  the  greatest  possible  accuracy.  | 
The  alkali  method  is  simpler,  but  yields  somewhat  less  ammonia  eveu  j 
if  the  heating  is  continued  for  six  hours.  The  phosphoric  acid  method  ' 
is  far  simpler  than  either,  and  although  it  gives  somewhat  higher 
results  than  Bunsen’s  method,  is  regarded  as  being  sufficiently 
accurate  for  most  purposes.  The  apparatus  and  reagents  necessary 
are: — a  Schlosing-i'7eubaucr  apparatus  for  the  estimation  of  the  pre¬ 
formed  ammonia  in  urine;  copper  drying  chamber  of  special  construc¬ 
tion,  which  is  fully  described  ;  a  distilling  apparatus;  solution  of  sul¬ 
phuric  acid,  of  such  a  strength  that  1  c.c.  corresponds  with  0  001 
gram  of  nitrogen,  an  equivalent  solution  of  sodium  thiosulphate;  a 
20  per  cent,  solution  of  potassium  iodide,  and  a  4  per  cent,  solution  i 
of  potass  in  m  iodate  ;  a  mixture  of  hydrochloric  and  phosphotungstic  I 
acids;  phosphoric  acid  in  crystals,  or  a  strong  solution  of  phosphoric  I 
acid.  The  method  is  briefly  as  follows  : — 1  volume  of  urine  is  mixed 
with  2  volumes  of  the  acid  mixture  to  remove  “extractions;”  this  is 
allowed  to  remain  for  24  hours,  and  filtered  into  a  mortar  (filtrate  1). 
This  is  rubbed  up  with  chalk  until  alkaline,  covered  with  a  glass 
plate  until  the  blue  colour  disappears,  and  filtered  (filtrate  II)  ;  three 
burettes  are  filled  with  this  filtrate  and  closed  with  good  stoppers. 
8ome  of  this  filtrate  serves  for  the  estimation  of  preformed  ammonia. 

10  grams  of  phosphoric  acid  crystals  is  placed  in  each  of  four  distilling 
flasks,  and  15  c.c.  of  filtrate  II  added.  The  flasks  are  then  placed  in 
the  oven  and  heated  for  three  hours  to  a  temperature  of  230 — 360  . 
To  each  about  70  c.c.  of  sodium  hydroxide  of  1'3  sp.  gr.,  and  600  c.c. 
of  water  are  added,  and  the  distillate  received  in  a  measured  volume 
of  the  standard  sulphuric  acid,  which  is  then  treated  with  iodine  and 
thiosulphate,  and  from  the  amount  of  this  used  the  nitrogen  from  urea 
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and  ammonia  is  calculated;  the  ammonia  is  known,  and  can  be 
subtracted  from  this.  The  average  is  thus  taken  of  the  four 
estimations.  W.  D.  H. 

In  the  same  volume  (pp.  273 — 300)  is  an  article  by  Pfliiger  relating 
to  the  details  and  precautions  necessary  in  the  titration  of  acids  and 
bases,  especially  of  ammonia,  by  means  of  iodine  and  thiosulphate. 

W.  D.  H. 

Analysis  of  Methylanilines.  By  H  Giraud  {Bull.  Soc.  C/dm. 
[3],  2,  142 — 144;  compare  Abstr.,  1889,  1038). — The  author  objects 
to  the  process  described  by  Revcrdin  and  De  la  Harpe  (Abstr.,  1889, 
1038),  on  account  of  the  difficulty  in  procuring  and  of  preserving 
absolute  acetic  anhydride,  and  recommends  the  employment  of  a 
10  per  cent,  solution  of  this  substance  in  dimethylaminc,  which  is 
easily  standardised  by  barium  hydroxide,  using  phenolphthalei'n  as  an 
indicator.  The  analysis  of  a  sample  is  thus  conducted  : — 1  gram  of  the 
methylaniline  is  added  to  10  c.c.  of  the  above  acetic  anhydride  solu¬ 
tion,  and  allowed  to  remain  one  hour  in  contact,  when  the  mixture 
is  to  be  diluted  with  water  and  titrated  ;  the  difference  in  the  two 
values  for  acetic  anhydride  determining  the  methylaniline  present. 

The  author  also  states  that  the  formation  of  nitro-  and  of  nitroso- 
nitrosamines  in  Nolting’s  process,  noticed  by  the  above-mentioned 
authors,  is  probably  due  to  their  employing  too  great  an  excess  of 
nitrite.  T.  G.  N. 

Test  for  Antipyrin.  By  A.  C.  Stars  (Pham.  J.  Trans.  [3],  19, 
949). — The  green  colour  produced  when  a  liquid  containing  anti¬ 
pyrin  is  added  to  sulphuric  acid  with  which  a  little  weak  solution  of 
potassium  nitrate  has  been  mixed,  is  a  delicate  and  characteristic 
test.  R.  R. 

Estimation  of  Cinchona  Alkaloids.  By  T.  Fawssett  (Pharm. 
J.  Trans.  [3],  19,  914). —  1  gram  of  the  alkaloid  or  salt  is  dissolved  in 
just  sufficient  dilute  sulphuric  acid,  and  the  solution  is  diluted  to 
GOO  c.c.,  in  a  cylindrical  vessel  at  a  temperature  not  much  below  15°. 
Bromine- water,  which  has  immediately  before  been  standardised  in 
the  usual  way,  is  run  in  in  quantities  of  5  c.c.,  the  colour  being  allowed 
to  disappear  after  each  addition,  until  a  permanent  yellow  tint  is 
produced.  The  excess  of  bromine  is  estimated  colorimetrically  by 
determining  the  quantity  of  the  bromine-water  required  to  produce 
an  identical  tint  in  GOO  c.c.  of  pure  water  contained  in  a  similar 
vessel.  The  amount  of  bromine  decolorised  by  the  alkaloid  is  easilv 
calculated.  It  was  found  that  the  amount  of  bromine  absorbed  by  each 
molecule  of  quinine,  quinidine,  and  cupreine  was  G  atoms ;  4  atoms  by 
a  molecule  of  hydroquinine,  2  atoms  by  each  molecule  of  cinchonidinc 
cinchonine,  and  amorphous  quinine.  The  average  amount  of  bromine 
absorbed  by  1  gram  of  various  specimens  of  commercial  sulphate  of 
quinine  was  found  to  be  1'029  gram.  The  process  gives  constant  and 
accurate  results,  the  maximum  error  found  by  control  experiments 
being  only  O'OOS  gram  of  bromine.  •  R.  R. 
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Estimation  of  Alkaloids  in  Coca  Leaves.  By  v.  d.  if  ark  (./, 
Pharm.  [5],  20,  500;  from  Pharm.  Zeits.  Puss.,  28,  1889,  349). — 50 
grams  of  the  powdered  leaves  and  20  grains  of  calcined  magnesia  are 
moistened  with  a  little  water,  dried  at  00°,  and  exhausted  with  ether. 
The  ether  is  removed  by  distillation,  and  the  residue  treated  with 
2  per  cent,  hydrochloric  acid  ;  after  filtering,  the  filtrate  is  shaken 
with  a  little  ether,  just  sufficient  to  remove  the  colouring  matter; 
ammonia  in  excess  is  now  added,  and  again  ether.  This  last  opera-  | 
tion  is  repeated  three  times,  employing  25  c.c.  of  ether  each  time. 
The  ethereal  liquids  are  mixed,  and  freed  from  the  small  quantity  | 
of  water  they  may  contain  by  the  addition  of  some  fragments  of 
fused  calcium  chloride.  Finally,  the  ether  is  removed  by  evapora¬ 
tion,  and  the  residue  dried  and  weighed.  J.  T. 

Cinnamyl cocaine  in  Coca  Leaves.  By  B.  H.  Paul  and  A.  J. 

C  own  ley  {Pharm.  J.  Trans.  [3],  20,  166). — The  amount  of  cocaine  in 
coca  leaves  cannot  be  determined  by  the  amount  of  alkaloid  crystal- 
lisable  from  light  petroleum,  for  the  authors  have  found  that  the 
leaves  contain  also  cinuamylcoca'ine,  which  is  similarly  crysta disable. 

R.  R. 

Assay  of  Emetine  in  Ipecacuanha  Wine.  By  T.  P.  Blunt 
(Pharm.  J.  Trans.  [3],  20,  254). — This  method  depends  on  the  fact  , 
that  emetine  removes  mercnric  iodide  from  its  solution  in  potassium 
iodide,  and  that  it  is  therefore  possible  to  measure  the  amount  | 
removed  by  determining  the  solvent  power  of  the  liberated  potassium 
iodide  for  mercuric  iodide.  Practically  the  method  employed  is  to 
add  a  standard  solution  of  mercuric  chloride  until  a  permanent  pre¬ 
cipitate  is  obtained. 

50  c.c.  of  the  wine  is  evaporated  on  the  water-bath  to  20  c.c.,  then 
10  c.c.  of  Mayer’s  solution  is  added  ;  the  precipitate  is  allowed  to 
settle,  and  the  liquid  passed  through  a  dry  filter.  To  the  25  or  27  c.c. 
of  filtrate  thus  obtained,  a  centinormal  solution  of  mercuric  chloride 
is  gradually  added  from  a  pipette  until  a  faint  permanent  cloudiness  is 
obtained.  From  4  to  6  c.c.  will  be  required,  according  to  the  amount 1 
of  emetine  present. 

Maver’s  solution  is  prepared  by  adding  saturated  mercuric  chloride 
solution  to  100  parts  of  a  10  per  cent,  solution  of  potassium  iodide 
until  there  is  a  slight  permanent  precipitate,  filtering,  and  making  up1 
to  200  parts  with  water.  R.  R- 

Reactions  of  the  Alkaloids.  By  A.  L.  Brociner  (,T.  Pharm. 
[5],  20,  390 — 392). — A  test  solution,  prepared  by  dissolving  1 
gram  of  potassium  perrutheniate  in  20  c.c.  of  pnre  concentrated 
sulphuric  acid,  gives  the  following  reactions: — With  solanine,  the 
liquid  slowly  becomes  red,  the  colour  disappearing  at  a  gentle  heat. 
Ononine  becomes  reddish-browu  immediately.  Chelidonine  gives  a 
green  coloration ;  with  potassium  sulphoniobate,  this  same  alkaloid 
becomes  brownish-red.  Iniperatorine,  obtained  by  Ossan  from  Impera- 
toria  ostruthivm,  gives  with  the  test  solution  a  blue  coloration  which 
quickly  becomes  intense  green.  This  reaction  is  very  delicate  with 
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the  perrutheniate,  although  the  other  alkaloids  give  the  best  results 
with  the  rntbeniate. 

Freshly  prepared  ammonium  sulphonranate  (1  gram  of  ammonium 
mranate  in  20  c.c.  of  concentrated  sulphuric  acid)  gives  with  codeine 
ja  blue  coloration  on  gently  heating;  imperatorine  gives  a  blue  colora- 
jtion  which  quickly  disappears  on  heating  ;  morphine  gives  a  dirty- 
green  on  gently  heating ;  and  chelidonine  slowly  affords  a  green 
coloration.  J.  T. 

Colouring  Matter  of  Wines.  By  Monnet  (Bull.  Foe.  Chim. 
[31,  2,  144). — In  contradistinction  to  the  other  metallic  sulphides 
,which  remove  the  colouring  matter  from  wines,  arsenic  sulphide 
yields  the  colour  up  to  unacidified  alcohol,  and  the  violet  substance 
obtained  on  evaporation  of  the  tincture  is  soluble  in  alcohol,  glycerol, 
etherised  water,  and  slightly  less  so  in  ordinar}-  water. 

The  residue  obtained  on  evaporating  the  tincture  yielded  by  the 
arsenic  sulphide  precipitate  to  alcohol,  acidified  with  acetic  acid,  is 
blue  and  partly  soluble  in  alcohol  ;  whilst  that  similarly  obtained  by 
;means  of  lead  sulphide  is  iusoluble  in  alcohol,  and  is  not  the  normal 
colouring  matter  of  wine,  as  it  was  deemed  to  be  by  jVliilder  and 
Maumene.  T.  G.  1ST. 

Detection  of  Alkanna  Red  in  Wine.  By  J.  Heuz  (Zeit.  anal. 
Chem.,  28,  637). — Alkanna  red  is  very  easily  taken  up  from  its  solu¬ 
tions  by  amyl  alcohol.  On  adding  to  the  amyl  alcohol  solutions  a 
few  drops  of  olive  oil  or  oil  of  almonds,  and  evaporating  off  the  alco¬ 
hol  on  the  water-bath,  the  oily  residue  (after  washing  with  water) 
has  a  tine  red  colour,  which,  on  saponification,  becomes  a  rich  blue,  or, 
•  if  the  alkanna  used  was  old,  a  green.  M.  J.  S. 

Valuation  of  Indigo.  By  AX.  Honig  (Zeit.  ang.  Cliem.,  1SS9, 
280 — 283). — The  reduction  and  oxidation  methods  for  estimating  the 
indigotin  in  indigo  give  resnlts  which  are  respectively  much  below 
and  above  the  truth.  The  author  prefers  to  weigh  the  indigotin  after 
; extraction  with  boiling  aniline  or  nitrobenzene.  For  this  purpose, 
about  0'5  to  0-8  gram  of  the  indigo,  finely  powdered  and  dried  at 
100 — 110°,  is  well  mixed  with  three  or  four  times  its  bulk  of  ignited 
pumice  in  grains  of  about  a  cubic  millimetre.  The  mixture  is  intro¬ 
duced  into  a  small  Zulkowski-W olfbauer  percolation  apparatus,  which 
is  connected  with  an  upright  condenser  aud  a  flask  containing  50  c.c. 
of  dry  auiline.  On  boiling  the  aniline  the  vapours  pass  to  the  upper 
part  of  the  percolator,  and,  condensing,  fall  while  hot  upon  the  mixture, 
j  It  is  essential  to  a  rapid  extraction  th.at  the  aniline  should  percolate 
through  the  mixture  while  as  hot  as  possible  ;  hence  the  necessity  for 
avoiding  the  presence  of  pumice  dust.  When  the  extract  no  longer 
runs  off  bine,  the  apparatus  is  cooled,  and  the  aniline  adhering  to  the 
pumice  is  displaced  by  95  per  cent,  alcohol,  which  is  collected  apart. 
:  The  extracted  mixture  should  be  dried,  broken  down,  and  returned 
'  to  the  percolator,  to  be  once  more  extracted  with  the  aniline.  The 
i  aniline  solution  is  then  concentrated  to  about  10  c.c.,  and  after  cool- 
mg  is  measured  in  order  to  make  a  correction  of  1’3  milligrams  per 
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c.c.  (2T  milligrams  if  nitrobenzene  has  been  used)  for  the  solubility 
of  indigotin  in  the  cold.  It  is  then  mixed  with  five  or  six  volumes 
of  alcohol  (that  which  had  been  used  for  washing  the  pumice),  and 
the  indigotin  is  collected  on  a  tared  filter,  washed  with  alcohol  as 
long  as  the  washings  have  a  brown  colour,  dried  at  110°,  and 
weighed.  It  is  well  to  determine  any  ash  it  may  contain,  as  par¬ 
ticles  of  pumice  may  have  passed  through  the  plug  of  cotton-wool 
placed  at  the  bottom  of  the  percolator.  M.  J.  S.  I 

Lime  in  Tanning  Materials.  By  M.  Petrowitsch  (Zeit.  aval 
Ghem .,  28,  606 — 607). — In  examining  tanning  materials,  it  is  not 
usual  to  do  more  than  determine  the  tannin,  as  they  are  rarely 
adulterated.  The  author  has  met  with  a  specimen  of  valonia,  which, 
when  used  for  tanning,  produced  bluish-black  stains,  such  as  might  j 
be  attributed  to  the  presence  of  lime.  •  The  ash  amounted  to  6'36  per  | 
cent.,  which  is  24  times  as  much  as  in  pure  valonia ;  and  the  lime  j 
constituted  6-37  per  cent,  of  the  ash,  being  about  twice  as  much  as  it  j 
should  have  been.  From  the  sample  there  was  easily  picked  out  i 
0‘815  per  cent,  of  small  pebbles,  some  of  which  were  calcareous.  I 

M.  J.  S.  | 

Trichloracetic  Acid  as  a  Reagent  for  Albumin.  By  Boymond  i 
(J.  Pharm.  [o],  20,  482 — 484). — Marsanlt,  Languepin,  and  Patein  j 
have  indicated  the  existence  in  some  urines  of  a  variety  of  albumin 
which  is  coagulated  by  heat,  but  which  is  redissolved  by  acetic  acid. 
Trichloracetic  acid  precipitates  this  variety  of  albumin,  and  the 
author  recommends  the  substitution  of  this  acid  for  nitric  acid  in  a 
process  given  by  Patein  for  the  examination  of  urine,  in  which  the 
globulin  is  determined  by  the  aid  of  magnesium  sulphate,  the  serein 
(?  serum  albumin)  in  a  second  portion  by  boiling  with  the  addition  of 
a  few  drops  of  acetic  acid,  and  in  the  filtrate  from  this  portion,  the 
new  variety  is  precipitated  by  the  addition  of  nitric  acid  and  boiling. 

J.  T. 

Determination  of  Casein.  By  H.  Auriol  and  D.  Monnier 
(Chem.  Centr.,  1889,  ii,  521  ;  from  Arch.  sci.  phys.  nat.  Geneve ,  22, 
55 — 58). — Case’in  is  precipitated  by  copper  sulphate,  the  copperj 
caseate  being  insoluble  in  excess  of  the  reagent,  whereas  the 
analogous  precipitates  obtained  with  albumin  and  protein  substances, 
are  soluble  in  excess  of  copper  sulphate,  the  only  other  exception 
being  globulin.  In  applying  this  fact  to  the  quantitative  determina-, 
tion  of  casein,  1  or  2  c.c.  of  milk  is  precipitated  with  5  c.c.  of  a  5  per 
cent,  solution  of  copper  sulphate,  the  mixture  warmed  on  the  water- 
bath,  with  constant  stirring,  and,  after  cooling,  the  precipitate  is 
filtered,  washed  with  distilled  water,  alcohol,  and  ether,  and  weighed; 
from  this  weight,  the  weight  of  the  mineral  matter  carried  down  with 
it  is  deducted.  The  latter  was  found  to  be  usually  10  per  cent. 

J.  W.  L. 


313 


General  and  Physical  Chemistry. 


Studies  in  Chemical  Optics  with  Reference  to  the  Dissocia¬ 
tion  Theory.  By  M.  Le  Blanc  ( Zeit .  phr/sikal.  Ghem.,  4,  553 — 
fMiO). — The  atomic  refractions  of  the  elements  are  subject  to  varia¬ 
tions  as  yet  unexplained,  and  hence  in  many  cases,  even  when  no 
.double  bond  is  present,  the  molecular  refraction  is  not  equal  to  the 
puim  of  the  atomic  refractions.  Gladstone  has  already  pointed  out 
'that  in  hydrogen  chloride  the  hydrogen  has  apparently  a  greater  re¬ 
fractive  power  than  in  hydrogen  bromide,  and  the  author  finds  that 
this  is  the  case  with  other  acids,  the  refractive  power  of  hydrogen 
[increasing  with  the  dissociation  of  the  acid,  and  hence  decreasing  with 
jthe  concentration.  The  influence  of  dissociation  on  the  refraction  of 
[salt  solutions  is  also  apparent,  but  is  not  of  as  definite  a  character. 

|  H.  C. 

j  Spectra  of  Gases  at  Low  Temperatures.  By  K.  R.  Kocn 
{Ann.  Phys.  Ghern.  [2],  38,  213 — 216). — The  author  finds  that  down 
j:o  a  temperature  of  — 1009  no  change  takes  place  in  the  spectra  of 
jiir,  oxygen,  and  hydrogen.  Hence  he  concludes  that  the  spectrum 
of  the  Aurora  Borealis  is  not  merely  that  of  air  at  low  temperature, 
hi  nee  the  lines  in  the  first  are  of  far  greater  intensity  than  those  of 
pie  latter.  H.  0. 

j  Circular  Polarisation  of  certain  Tartrate  Solutions.  By  J. 

i  .  Long  ( Amer .  J .  Sci.  [3],  38, 264 — 276 ;  compare  Abstr.,  1889,  380^, 
—The  author  has  continued  his  investigation  of  the  influence  of 
inactive  salts  on  the  optical  rotation  of  many  tartrate  solutions. 

|  Potassium  Antimony  Tartrate. — The  rotatory  power  decreases  with 
■ise  of  temperature,  but  increases  with  the  concentration  of  the  solu- 
ion;  at  20°  with  a  2  percent,  solution  [a]  ==  140  7°,  and  with  a 
5  per  cent,  solution  [«]  =  141*4°.  It  is  reduced  by  addition  of 
■hlorides,  nitrates,  or  acetates  of  ammonium  or  sodium,  the  effect  in- 
•reasing  in  the  order  given. 

Thallium  Tartrate ,  2  I'LCjHjCL  +  H20. — In  a  5  per  cent,  solution 
it  20  [a]  =  4*758°,  but  the  rotatory  power  increases  with  the  tem- 
>erature.  It  is  also  increased  by  addition  of  sodium  and  potassium 
;alts,  the  effect  being  greatest  in  the  case  of  potassium  carbonate  ; 
Jon bt less  owing  to  the  formation  of  some  potassium  tartrate. 

Thallium  hydrogen  tartrate ,  HTlH4CiOfi,  in  a  1  per  cent,  solution  at 
.10°  has  a  rotatory  power  [a]  =  12  02°. 

Thallium  Sodium  Tartrate,  TlNaH^CL  +  4H^O. — The  rotatory 
imwer  decreases  with  the  concentration;  in  a  5  per  cent,  solution  of 
he  hydrated  salt  at  20°,  [a]  =  9‘065°,  in  a  20  per  cent,  solution, 
*]  =  6*492°.  It  increases,  however,  with  the  temperature;  with  a 
:;0  per  cent,  solution  of  the  anhydrous  salt,  [«]  =  8  595°  at  20°,  and 
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9 - 490°  at  28°.  Sodium  sulphate  increases  the  rotatory  power,  hut 
thallium  sulphate  reduces  it. 

Thallium  Lithium  Tartrate ,  TlLiETjC^Oe  +  LLO. — The  rotatory 
power  decreases  rapidly  with  the  concentration  ;  in  a  5  per  cent, 
solution  at  20°,  [«]  =  9-456°,  and  in  a  20  per  cent,  solution  [«1  = 

6- 693°.  Lithium  salts  increase  the  rotatory  power,  but  thallium 
sulphate  produces  a  marked  reduction. 

Thallium  antimony  tartrate ,  TlSbOTT^Oe  *f  H20,  is  obtained  in 
small  crystals  resembling  the  potassium  salt  by  boiling  antimony 
oxide  with  thallium  hydrogen  tartrate.  The  rotatory  power  decreases 
with  the  temperature;  in  a  2  per  cent,  solution,  [a]  =  100-443°  at 
20°,  and  99  644°  at  28°.  The  rotatory  power  is  reduced  by  inactive 
salts,  especially  acetates. 

Thallium  Potassium  Tartrate ,  TlKOiH4Ofi. — The  rotatory  power 
decreases  with  the  concentration,  but  increases  with  the  temperature; 
in  a  5  per  cent,  solution  at  20°,  [«]  =  10-057°,  in  a  20  per  cent,  solu¬ 
tion,  [a]  =  8'173°;  in  a  10  per  cent,  solution,  [«]  =  8"840°at  20°,  and 

10- 072°  at  30°.  Potassium  and  sodium  salts  increase  the  rotatory 
power;  thallium  salts  reduce  it. 

Thallium  Ammonium  Tartrate ,  TUSTELCjILOs. — The  rotatory  powrer 
decreases  with  the  concentration,  but  the  increase  -with  the  tempera¬ 
ture  is  more  rapid  than  in  the  case  of  the  potassium  salt;  in  a  5  per 
cent,  solution  at  20°,  [«]  =  10'032°,  in  a  20  per  cent,  solution,  [a]  = 

7- 563°. 

Potassium  Porn-tartrate,  KB0C4Hj06. — This  salt  retains  water  over 
sulphuric  acid,  and  was,  therefore,  dried  at  100°.  The  rotatory  power 
increases  markedly  with  the  concentration,  but  decreases  with  the  tem¬ 
perature  ;  in  a  5  per  cent,  solution  at  20°,  [«]  :=  58-101°,  in  a  20  per  cent, 
solution,  [«]  =  68'287° ;  with  a  10  per  cent,  solution,  [«]  —  59  055°  at 
20°,  and  57'286°  at  29°,  Inactive  salts  and  boric  acid  produce  a  con¬ 
siderable  increase  in  the  rotation,  a  result  rvhich  is  unexpected,  because 
the  rotatory  power  of  the  sodium  and  potassium  salts  is  lower  than 
that  of  the  boro- tartrate.  It  seems  that  boric  acid  is  liberated  in  the 
manner  indicated  by  the  equation  KBOCiHiOg  +  HaCl  4-  2H20  = 
KNaCjHgO.!  +  H:,B03  4-  HC1.  a  supposition  confirmed  by  the  taste 
and  reaction  of  the  solution,  and  by  the  fact  that  a  mixture  of  sodium 
potassium  tartrate,  boric  acid,  and  hydrochloric  acid  has  practically 
the  same  rotatory  power.  Boric  acid  probably  acts  on  the  alkaline 
tartrates  forming  complex  compounds  of  high  rotatory  power  ana¬ 
logous  to  those  described  by  Gernez. 

The  effect  of  inactive  salts  is  probably  due  to  partial  interchange 
of  the  bases,  and  observations  of  the  rotatory  power  should  afford 
evidence  of  the  extent  of  such  changes.  Mixtures  of  the  alkaline 
acetates  and  the  antimony  tartrates  -which  show  such  a  marked  reduc¬ 
tion  in  rotatory  power  are  in  a  state  of  unstable  equilibrium,  and 
readily  form  precipitates  after  some  time,  or  if  heated.  The  optical 
properties  of  solutions  in  unstable  equilibrium  seem  worthy  of  further 
investigation.  C.  H.  B. 

Theory  of  the  Voltaic  Cell  and  of  Galvanic  Polarisation. 

By  B.  Warburg  (-Ihh.  Phys.  Ghem.  [2],  38,  321 — 344). — The  author 
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regards  the  polarisation  of  the  electrodes  and  change  in  the  E.M.F. 
of  voltaic  cells  as  being  in  great  measure  caused  by  the  presence  of 
absorbed  air.  Cells  consisting  of  electrodes  of  the  same  metal  in  one 
and  the  same  electrolyte,  the  air  contained  in  which,  however,  varied 
at  the  two  electrodes,  were  constructed  and  examined.  Such  cells  the 
author  terms  air  cells. 

Air  cells,  the  electrolyte  of  which  is  a  salt  of  the  metal  forming  the 
electrodes,  have  an  E.M.F.  which  is  small  and  decreases  with  the 
concentration  of  the  electrolyte.  With  mercury  electrodes,  and  some 
chloride  as  electrolyte,  the  E.M.F,  is  small;  with  a  sulphate  as  electro¬ 
lyte,  the  E.M.F.  is  very  much  greater.  The  author  regards  these  air 
cells  as  a  special  form  of  Grove’s  gas  battery,  the  active  gas  being 
oxygen.  The  oxygen  combines  with  the  metal  of  the  electrode,  some 
of  which  dissolves  in  the  electrolyte,  thus  bringing  about  a  difference 
in  concentration  at  the  two  electrodes  and  cansing  a  concentration 
current.  This  effect  will  of  course  be  more  marked  in  dilute  than 
in  concentrated  solutions,  and  with  mercury  less  in  the  case  of 
chlorides  than  in  that  of  sulphates,  as  the  mercury  is  more  readily 
dissolved  by  the  latter.  It  is  shown  that  when  mercury  is  agitated 
in  contact  with  a  magnesium  sulphate  solution  containing  absorbed 
air,  oxide  is  formed  on  the  surface  and  some  of  it  goes  into  solution. 

This  behaviour  of  air  cells  will  of  course  be  common  to  all  other 
voltaic  cells.  Each  electrode  will  become  surrounded  by  a  weak 
solution  of  a  salt  of  its  own  metal,  and  the  differences  in  concentration 
will  cause  a  change  in  the  E.M.F.  of  the  cell.  Hence  a  portion  of  the 
so-called  polarisation  current  may  be  simply  a  concentration  current. 

H.  C. 

Measurement  of  the  Internal  Resistance  of  Batteries.  By 
B.  0.  Peirce  and  R.  W.  Willson  ( Amcr .  J.  Sci  [3],  38,  405—468). 
— The  method  of  alternating  currents  did  not  give  satisfactory  results 
when  the  poles  of  the  battery  were  connected  with  a  conductor  of 
moderate  resistance  for  an  interval  of  less  than  10  *00  of  a  second,  it 
being  assumed  that  the  E.M.F.  of  the  battery  was  the  same  during  this 
short  interval  as  it  was  immediately  before  when  the  circuit  was 
open.  By  means  of  a  special  apparatus,  the  poles  of  the  battery  could 
be  connected  with  shunts  of  various  resistances  for  any  interval  o£ 
time  between  03  and  O'OOOl  of  a  second,  and  during  this  interval  a 
condenser  of  suitable  capacity  was  charged  by  connecting  its  poles 
with  the  poles  of  the  battery,  and  then  disconnecting  them.  The 
charge  received  by  the  condenser  was  afterwards  measured  by  means 
of  a  ballistic  galvanometer.  No  signs  of  fatigue  in  the  batterv  were 
observed,  and  the  results  were  the  same  whether  the  battery  was 
shunted  for  0'5  or  O'OOl  of  a  second.  The  values  for  the  internal 
resistances  of  various  cells  measured  in  this  way  were  always  greater 
than  the  values  obtained  by  the  method  of  alternating  currents,  and 
in  most  cases  there  is  a  tendenC}'  for  the  internal  resistance  to  decrease 
as  the  strength  of  the  current  which  the  cell  is  delivering  increases. 

C.  H.  B. 

Theory  of  the  Secondary  Cell.  By  F.  Streixtz  {Ann.  Flnjs. 
CTiem.  [2],  38,  344 — 302). — The  author,  in  conjunction  with  Aulinger 
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(Ann.  Phyg.  Chem.  [2],  27,  178),  formerly  advanced  the  theory  that 
the  hydrogen  plate  is  the  seat  of  the  decrease  of  the  E.ll.F.  of  the 
secondary  cell;  this  is  shown  to  be  the  case  in  the  present  paper 
by  experiments  on  the  charging  and  discharging  of  secondary  cells, 
during  discharge,  the  potential  of  the  positive  plate  remaining  prac¬ 
tically  constant  and  of  a  value  to  which  that  of  the  negative  plate 
gradually  approximates.  In  cells  containing  two  negative  plates  and 
only  oue  positive  plate,  each  negative  plate  may  be  discharged  and 
the  potential  brought  to  that  of  the  positive  plate,  while  the  latter 
remains  practically  unaltered.  In  fact,  the  durability  of  the  positive, 
in  comparison  with  that  of  the  negative  plate,  is  very  great. 

The  study  of  the  effect  of  current  density  on  the  potential  differ¬ 
ences  led  to  the  discovery  that  lead  has,  in  a  very  marked  degree,  the 
power  of  oecluding  hydrogeu,  the  oeclusion  being  apparently  similar 
in  character  to  that  observed  in  palladium.  H.  C. 

Maximum  Polarisation  of  Platinum  Electrodes  in  Sulphuric 

Acid.  By  C.  Fkomme  (Ann.  Phys.  Chem.  [2],  38,  3t>2 — 395). — In  a 
former  paper  (Abstr.,  1888,  390),  the  author  has  described  experiments 
on  the  polarisation  of  platinum  electrodes  in  sulphuric  acid,  and  in 
continuation  of  this  work  he  has  now  examined  the  polarisation  of 
platinised  platinum  electrodes.  The  change  in  the  amount  of 
polarisation  with  the  concentration  of  the  acid  was  formerly  found  to 
take  place  in  a  most  complicated  manner,  several  maxima  and  minima 
occurring  on  the  curve  representing  this  change.  With  platinised 
electrodes,  this  is  not  the  case  ;  the  change  is  found  to  be  a  very 
regular  one,  and  the  polarisation  is  almost  independent  of  concentra¬ 
tion.  If  the  cathode  alone  be  platinised,  the  change  is  also  perfectly 
regular,  but  in  this  case  the  polarisation  increases  with  the  concentra¬ 
tion.  With  only  the  anode  platinised,  however,  irregularities  are  still 
observed  in  the  polarisation  in  dilute  solutions,  but  in  concentrated 
solutions  (from  20  per  cent,  acid)  the  polarisation  is  small  and  prac¬ 
tically  constant.  This  is  explained  by  the  fact  that  the  platinising  of 
the  cathode  decreases  the  polarisation  in  a  dilute,  but  has  very  little 
effect  in  a  concentrated  solution,  whereas  platinising  the  anode  very 
considerably  decreases  the  polarisation  in  concentrated,  and  exercises 
practically  no  influence  on  dilute  solutions.  Hence  the  maxima  of 
polarisation  formerly  observed  with  non-platinised  electrodes  are  due 
to  the  cathode  in  dilute  solutions,  and  to  the  anode  in  concentrated 
solutions,  and  when  both  electrodes  are  platinised  these  no  longer 
occur.  It  would  seem  that  the  platinising  of  the  cathode  assists  the 
formation  of  gas  hubbies  in  the  dilute  acids,  and  the  formation  of 
secondary  products,  such  as  persulphuric  acid  and  hydrogen  per¬ 
oxide,  takes  place  at  the  anode  with  greater  readiness  when  not 
platinised. 

The  above  effects  with  platinised  electrodes  cannot  be  obtained  by 
merely  increasing  the  size  of  those  formerly  used.  The  maximum  of 
polarisation  is  reached  in  a  very  much  shorter  time  by  platinised  than 
by  the  other  electrodes.  With  a  platinised  cathode  in  dilute  solution, 
or  a  platinised  anode  in  concentrated  solution,  the  polarisation  is  found 
to  be  independent  of  the  strength  of  the  current.  H.  C. 
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Transfer  of  Ions  in  Fused  and  Solid  Silver  Iodide.  By  (). 

LrcilMAXV  (A  nu.  Phi jg.  Chan.  [2],  38,  390 — 402). — A  microscopic;!  1 
examination  of  the  behaviour  of  silver  iodide  on  electrolysis,  in  which 
various  cases  are  distinguished  and  minutely  described.  H.  C. 

Resistance  of  Electrolytic  Cells.  By  EL  R.  Sax  key  ( Proc .  Roij. 
Soc.,  45,  541 — 543). — The  author  has  examined  the  increase  of 
resistance  with  decrease  of  current  density  in  electrolytic  cells,  known 
as  “  transfer”  resistance.  A  current  of  2'7  milliamperes  was  gradu¬ 
ally  increased  up  to  370  milliamperes,  with  the  result  that  as  the 
current  increased  the  resistance  diminished,  rapidly  at  first,  afterwards 
more  slowly.  The  current  was  now  again  decreased  to  2' 7  milliam¬ 
peres,  when  the  resistance  became  smaller,  but  immediately  began  to 
rise.  The  current  was  now  increased  as  before,  with  the  result  that 
the  resistance  again  diminished,  but  more  slowly  than  before.  When 
the  current  had  again  reached  370  milliamperes,  the  resistance  was 
practically  the  same  as  on  the  first  occasion,  and  the  transfer  resist¬ 
ance  was  small.  The  author  considers  that  the  “  transfer”  resistance 
is  not  due  to  a  non-conducting  layer  formed  on  one  or  both  electrodes, 
since,  in  this  ease,  the  resistance  should  increase  as  the  current 
increases,  and  should  be  greater  after  the  application  of  a  strong 
current  than  before,  but  that  it  may  be  due  to  a  molecular  interaction 
at  the  junction  of  the  electrodes  with  the  electrolyte  offering  a  greater 
resistance  to  weak  currents  than  to  strong.  With  weak  currents,  the 
“transfer”  resistance  diminished  very  rapidly  as  the  temperature 
increased,  becoming  very  small  at  70°.  EL  K.  T. 

Electrolysis  of  Mixed  Solutions.  By  O.  Lehmaxx  (Zeit. physical. 
Chem.,  4,  525 — 531). — The  author  has  examined  microscopically  the 
separation  of  two  metals  from  their  mixed  solutions  on  electrolysis, 
in  order  to  ascertain  whether  the  metals  would  simply  separate  out 
side  by  side,  form  mixed  crystals,  or  enter  into  chemical  combination 
to  form  an  alloy  of  definite  crystalline  structure  and  physical  proper¬ 
ties.  From  mixtures  of  zinc  and  stannous  chlorides  and  cadmium 
and  stannous  chlorides,  the  metals  appear  to  separate  out  side  by  side. 
The  appearance  of  the  separated  metals  in  the  first  ease  seems  to 
warrant  the  assumption  that  tin  is  more  readily  deposited  on  a  tin, 
and  zinc  more  readily  on  a  zinc  electrode.  From  a  mixture  of  silver 
and  mercury  nitrates,  silver  and  mercury  are  deposited  separately, 
but  some  amalgam  is  also  formed.  H.  C. 

Voltaic  Energy  of  Dissolved  Chemical  Compounds.  By  G. 
Gore  (Proc.  Roy.  Soc.,  45,  442).— The  author  has  examined  the 
voltaic  energy  of  nearly  2-50  different  solutions  of  salts  by  means  of 
the  voltaic  balance  (compare  Abstr.,  1SS9,  GG5).  The  solutions 
examined  comprise  compounds  of  elements  with  elements,  elements 
with  mono-,  bi and  tri-basic  acids;  acids  of  these  three  classes  with 
each  other;  elements  with  mono-,  bi-.  and  tri-basic  salts;  mono-,  bi-, 
and  tri-basic  acids  with  all  these  classes  of  salts,  and  all  these  salts 
with  one  another.  The  general  results  of  the  investigation  prove 
that  “  every  electrolytic  substance  or  mixture  when  dissolved  in  water 
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unites  chemically  in  definite  proportions  by  weight  with  every  other 
such  dissolved  body.”  The  present  research  has  discovered  nearly 
250  such  compounds.  H.  K.  T. 

Dilatation  of  Salt  Solutions.  By  N.  A.  Tcheenay  (/.  Runs. 
Chem.  Soc- .,  21,  170 — 183  ;  compare  Abstr.,  1S89,  204,  330,  1101), 
The  following  table  gives  the  dilatation  of  solutions  of  the  chlo¬ 
rides  : — 


HC1 

+ 

50H-O 

vt 

— 

1 

+ 

0-0000052*  + 

0-000004355*2 

LiCl 

+ 

50H,O 

V( 

:= 

1 

+ 

557 *  + 

4036t* 

NH4C1 

+ 

50H2O 

Vt 

= 

1 

+ 

746*  + 

399  7*2 

NaCl 

+ 

100H,0 

Vt 

:= 

1 

+ 

002*  + 

4S25*2 

KC1 

+ 

100H,0 

Vt 

— 

1 

+ 

590*  + 

440  7*2 

MgCl2 

+ 

100H,0 

Vt 

1 

+ 

088*  + 

3922*2 

HC1 

+ 

25HoO 

Vt 

1 

+  0-0001515*  + 

3209*2 

NN4C1 

T 

25H20 

Vt 

= 

1 

+ 

1407*  + 

3049*2 

NaCl 

+ 

50H,O 

Vt 

= 

1 

+ 

1457*  + 

375S*2 

KC1 

+ 

50H2O 

Vt 

1 

+ 

1239*  + 

36 1 1*2 

KbCl 

+ 

50H2O 

Vt 

= 

1 

+ 

1207*  + 

371 6*2 

IdgCb 

+ 

50H2O 

Vt 

= 

1 

+ 

1394*  + 

2892*2 

CaCL 

+ 

IOOHoO 

Vt 

= 

1 

+ 

1085*  + 

3613*2 

BaClo 

+ 

100H,0 

Vt 

= 

1 

+ 

1345*  + 

3537*2 

HC1 

+ 

12'5H20 

Vt 

1 

+ 

2S00*  + 

1650*2 

NaCl 

+ 

25HsO 

Vt 

1 

+ 

2573*  +• 

2393*" 

KC1 

+ 

24-7H20 

Vt 

= 

1 

+ 

2141*  + 

258S*2 

MgCh 

+ 

25H20 

Vt 

— 

1 

+ 

1941*  + 

1850*2 

CaCl2 

+ 

50TLO 

Vt 

= 

1 

+ 

1925*  + 

2G47*2 

SrCL 

+ 

50H20 

Vt 

:  _ 

1 

+ 

2204*  + 

2542*2 

BaCl2 

+ 

50Ho0 

Vt 

1 

+ 

2393*  + 

245G*2 

HC1  . 

+ 

C'25H20 

Vt 

= 

1 

+ 

4460*  + 

2125*2 

NaCl 

+ 

12  *5H20 

Vt 

= 

1 

+ 

3040*  + 

1237 *3 

Here,  as  in  the  case  of  nitrates,  some  of  the  solutions  exhibit  an 
analogous  dilatation  by  heat,  although  the  relation  of  the  number  of 
salt-molecules  to  that  of  the  water-molecules  is  not  the  same;  foi 
example,  potassium  and  sodium  chlorides  with  100H2O,  and  lithium 
and  ammonium  chlorides  with  50H2O,  show  the  same  dilatation. 

The  same  regularity  is  observed  in  the  case  of  the  dilatation  coefffi 
cients  (<$),  the  increment  of  the  coefficient  with  increasing  tempera¬ 
ture  being  larger  for  KC1  and  NaCl  solutions  than  for  solutions  oi 
HC1.  LiCl,  and  NH4C1,  even  in  the  case  of  different  concentrations 
This  shows  that  the  physical  and  chemical  processes  (dissociation 
follow  different  laws  for  each  group  of  solutions,  so  that  the  molecula 
constitution  of  the  salt  hydrates  of  both  groups  must  be  different 
The  values  are  : — 


NaCl 

+ 

100 

h2o 

a  — 

0-0000602 

+ 

0-0000090* 

KC1 

+ 

100 

h2o 

h  = 

590 

+ 

88* 

HC1 

+ 

50 

h2o 

b  ~ 

052 

+ 

87* 

LiCl 

+ 

50 

HoO 

h  — 

557 

+ 

SI* 

NH4C1 

+ 

50 

HoO 

0  = 

746 

+ 

79* 
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NaCl 

+ 

50 

H,0 

a 

0-0001457  + 

0-0000075* 

KC1 

+ 

50 

H,0 

?  = 

1239  + 

72 * 

HC1 

+ 

25 

h2o 

a  — 

1515  + 

64* 

NH.C1  + 

25 

H.O 

Cl  = 

1407  + 

61* 

NaCl 

+ 

25 

h2o 

a  = 

2573  + 

47* 

KC1 

+ 

24-7 

h2o 

c  =. 

2157  + 

48* 

HC1 

+ 

12-5 

H.O 

a  — 

2800  + 

33* 

NaCl 

+ 

12-5 

H20 

<5  = 

3640  + 

24* 

HC1 

+ 

0'25H2O 

o  = 

4460  -j- 

04* 

A  similar  relation  is  found  to  hold  in  the  case  of  the  dilatation 
coefficients  of  CaCl2,  SrCl2,  BaCl2  solutions  on  the  one  hand,  and 
those  of  MgClj  on  the  other,  the  first  showing  a  dilatation  analogous 
to  that  of  a  solution  of  MgCl2  containing  only  half  the  amount  of 
Kvater-molecules,  and  the  increment  of  dilatation  with  rising  tempera¬ 
ture  is  smaller  for  MgCl2  solutions  than  for  those  of  CaCL,  SrCl2, 
BaCL  solutions,  thus  : — 


CaCl2  + 

50H,O  a  = 

0-0001925  + 

0-0000053* 

SrCl,  + 

50H-O  5  = 

2204  + 

51* 

BaCl2  + 

50h2o  a  = 

2393  + 

49* 

MgCl2  + 

25H20  a  = 

1941  -r 

37* 

SrCL  + 

100H,0  a  = 

1085  t 

72* 

BaCl2  + 

luOHoO  a  = 

1345  + 

71* 

MgCl2  + 

50H,O  a  = 

1394  + 

56* 

There  are  two  types  of  salt  solution  :  the  one  expanding  more,  the 
other  less,  in  the  same  molecular  concentration.  To  the  first  type 
jbelong  the  chlorides  of  Na,  K,  Rb,  Ca,  Sr,  Ba ;  to  the  second  type 
those  of  H,  Li,  Nil,,  and  Mg.  Supposing  that  the  dilatation  depends 
ion  the  relation  betsveen  the  salt-molecules  and  the  water-molecules, 
(the  author  concludes  that  the  solutions  of  the  second  type  contain 
only  half  the  number  of  molecules  that  those  of  the  first  type  do. 
The  molecules  of  MgCl2  in  solution  are  therefore  at  least  Mg,Cl4 
(derived  from  the  type  H4C14,  those  of  CaCl2  being  simple  and  derive! 
from  H2C12.  But  as  the  solutions  of  MgCl2,  HC1,  LiCl,  and  NH4C1 
;show  an  analogous  dilatation,  they  must  all  correspond  with  the  tyoe 
H4C1,  ;  whilst,  for  the  same  reason,  those  of  CaCl2,  KOI,  NaCl  must 
belong  to  the  type  H2C12.  There  may  be  some  relation  between  this 
;and  J.  Thomsen’s  hypothesis  that  the  solution  of  hydrogen  chloride 
coutains  H2ChOH.  B.  B. 

5 

Heat  of  Formation  of  Potassammonium  and  Sodammonium. 

By  Joaxnis  ( Compt .  rend.,  109,  905 — 967). — The  compounds  (this 
ivol.j  p.  209)  were  formed  in  a  glass  vessel  which  could  be  closed  by  a 
stopcock,  and  the  vessel  was  immersed  in  the  calorimeter  and  the 
^stopcock  opened.  The  compound  dissociated,  and  the  ammonia 
escaped  through  a  serpentine  tube  also  immersed  in  the  calorimeter. 
J  he  quantity  of  heat  absorbed  under  these  conditions  is  equal  to  the 
heat  of  formation  of  the  compounds  from  the  alkali  metal  and  gaseous 
ammonia  at  atmospheric  pressure. 
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XH,  ^as  +  Na  solid  =  NH:iXa  solid .  develops  4-5’2  Cals. 

XH3  liquid  +  Na  solid  =  NH3Na  solid....  „  -fO'S  „ 

NHj  "as  4-  K  solid  -  NH3K  solid . .  develops  +  6'3  Cals. 

NH3  liquid  +  K  solid  —  NH3K  solid .  ,,  4-1 ‘9  ,, 

Tt  is  evident  that  when  these  compounds  take  part  in  reactions, 
and  the  ammonia  escapes  without  producing  secondary  changes,  the 
effect  will  he  practically  the  same  as  that  of  the  alkali  metal  alone; 
but  if  the  ammonia  takes  part  in  the  reaction,  these  derived  ammo¬ 
nias  will  act  more  energetically  than  the  sodium  or  potassium  which 
they  contain.  C.  H.  B. 

Thermochemical  Data  respecting  Succinic  and  Isosuccinic 
Acids.  By  S.  Tax  at  a  R  (./.  Jluss.  Chem.  Soc.,  21,  183 — 1S8). — The 
thermochemical  data  obtained  by  the  author  give,  in  combination 
with  other  data  obtained  by  previous  investigators,  the  following 
results  :  — 

Heat  of  formation  of  potassium  and  sodium  succinates — 

G4H604  (solid)  4-  2KOH  (solid)  —  C4H4K204  (solid)  4- 

2H20  (solid)  4-  45,215  cal. 

C4H604  (solid)  +  2NaOH  (solid)  =  C4H4Na204  (solid)  + 

2H20  (solid)  4-  3S,4S3  eal. 

The  heat  of  formation  of  sodium  isosuceinatc — 

C4H604  (solid)  +  2NaOH  (solid)  =  C4H4Na204  (solid)  4- 

2H20  (solid)  4-  39,693  cal. 

Tn  aqueous  solution  the  heats  of  formation  of  the  succinates  are — 

C4Hfi04  +  2KOH  =  25,653  cal.;  C4He04  4-  2NaOH  =  25,506  cal. 

The  corresponding  values  for  the  isosuccinates  are — 

C4H604  +  2KOH  =  27,354  cal. ;  C4H604  4-  2NaOH  =  27,320  cal. 

Tt  is  seen  that  the  formation  of  sodium  isosuccinate  from  the  acid  ( 
and  sodium  hydroxide  is  accompanied  by  the  development  of  more 
heat  than  the  formation  of  sodium  succinate,  not  only  in  solution,  but  I 
also  in  the  solid  state. 

The  heat  of  dissolution  of  succinic  acid  at  9'5C  is  C4H604  4*  400H20 
=  —  G,3S1  cal.  The  corresponding  value  for  isosuccinic  acid  at  12° 
is  C4H604  4-  200H20  =  —  4,097  cal.  Similar  relations  are  observed 
in  case  of  fumaric  and  maleic  acids,  and  again  with  itaconic  and 
citraconic  acids.  B.  B. 

Heat  of  Combustion  of  Isodibutylene  and  Isotributylene. 

By  Malijot  (Hull.  Soc.  Ohim.  [3],  2,  481 — 482). — On  fractionating 
the  product  of  the  action  of  zinc  chloride  on  isobutyl  alcohol  (Abstr., 
1889,  842),  isodibutvlene  and  isotributylene,  distilling  respectively 
at  110 — 113°  and  178 — 181°  under  a  pressure  of  768  mm.,  are  ob- 
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tained.  Their  heals  of  combustion  at  15°  have  the  mean  values  : 
for  isodihutylene  1252  5  cals.,  and  for  isotributylene  1858  0  cals. 

T.  G.  1ST. 

Relation  of  Volume,  Pressure,  and  Temperature  in  the  case 
of  Liquids.  By  C.  Bakus  {Amor.  J.  Set.  [3],  38,  407 — 408). — 
Experiments  with  alcohol,  etlier,  paratoluidine,  diphenylamine, 
paraflin,  and  thymol,  and  less  complete  experiments  with  other 
organic  compounds,  show  tliat  if  temperature  and  pressure  vary 
linearly  at  a  mean  rate  of  about  011°  per  atmosphere,  there  will 
be  no  change  of  volume.  This  holds  good  between  30°  and  300°,  and 
between  20  atmos.  and  500  atrnos..  and  therefore  through  a  range  of 
pressure  six  or  seven  times  as  large  as  that  used  by  Ramsay  and 
Young. 

Other  conditions  being  equal,  the  pressure  necessary  to  solidify  a 
substance  is  decidedly  in  excess  of  the  pressure  at  which  it  liquefies 
again.  The  author  has  investigated  this  as  a  typical  “lag”  phe¬ 
nomenon.  and  has  obtained  data  relating  to  paraffin,  naphthalene,  and 
palmitic  and  cldoracetic  acids. 

At  1S53,  under  a  pressure  of  20  atmos.,  water  attacks  lead  glass  so 
rapidly  that  in  very  fine  capillary  tubes  the  contents  became  opaque 
and  solid  in  about  an  hour.  During  this  action  the  compressibility 
of  the  water  at  185°  increased  gradually  and  regularly  to  about  three 
times  its  original  value,  and  the  isothermal  volume  of  the  silicated 
water  decreased  at  least  13  per  cent  of  the  original  volume. 

In  the  case  of  mercury,  the  decrease  in  electrical  resistance  r  and 
volume  v  through  increased  pressure  between  0  and  400  atmos.  were 
found  to  be  proportional  to  each  other.  C.  H.  B. 

New  Method  of  Determining  Gas  Densities.  By  J.  P.  Cooke 
(Amor.  Chem.  J.,  11,  509 — 541). — The  gases  are  weighed  in  a  glass 
balloon  of  about  5  litres  capacity  and  570  grams  weight.  This  is 
provided  with  two  tubes,  one  reaching  to  the  bottom  of  the  balloon, 
the  other  attached  to  the  top  of  its  neck ;  these  tubes  are  fitted  with 
well-ground  stopcocks.  The  balloon  is  filled  with  gas  by  placing 
it  in  a  calorimeter,  a  thermometer  in  which  indicates  the  same  tem¬ 
perature  as  another  placed  in  the  external  air,  and  passing  into  it  a 
current  of  gas  purified  by  passing  successively  through  solutions  of 
potash  and  of  baryta,  then  up  two  long  tubes  placed  at  a  slight  inclina¬ 
tion  to  the  horizontal  and  containing  strong  sulphuric  acid,  and  finally 
through  two  vessels  containing  phosphoric  anhydride ;  a  second 
vessel  of  phosphoric  anhydride  was  found  to  be  necessary,  as  the 
anhydride  in  the  first  became  granular  after  a  time,  and  failed  to 
j  remove  the  last  traces  of  moisture  from  the  gas.  In  the  case  of 
carbonic  anhydride,  the  potash  and  baryta  solutions  are  of  course 
’dispensed  with.  In  weighing  the  balloon,  it  was  supended  from  one 
pan  of  a  balance,  and  from  the  other  was  hung  as  a  counterpoise 
another  balloon  of  exactly  equal  volume.  The  wires  by  which  these 
.are  suspended  pass  through  holes  in  the  floor  of  the  balance-casc,  and 
the  balloons  hang  in  a  shect-mctal  chamber  beneath,  and  are  weighed 
'only  when  a  thermometer  inside  this  chamber  indicates  the  same 
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temperature  as  another  thermometer  placed  in  the  external  air. 
Temperature  readings  were  accurate  to  0'01°,  barometer  readings  to 
0‘1  mm. 

The  first  thing  was  to  ascertain  the  tare  of  the  empty  balloon.  This 
was  first  done  by  a  modification  of  Kegnanlt’s  method.  The  balloon 
was  filled  with  hydrogen,  and  then  exhausted  to  a  known  pressure 
(T40  turn.)  and  weighed.  This  weight,  when  corrected  for  the  weight 
of  residual  hydrogen  and  for  the  contraction  of  volume  consequent 
on  exhausting  the  globe,  gives  the  tare  of  the  empty  balloon.  This 
tare  was  then  ascertained  by  the  following  “chemical  method.”  The 
balloon  was  filled  with  carbonic  anhydride  and  weighed.  One  of  the 
stopcocks  was  then  opened,  and  the  gas  sucked,  by  means  of  a  Bunsen 
pump,  through  the  following  series  of  absorbing  vessels  :  a  bulb  con¬ 
taining  potash  soluion,  a  (J-tube  containing  soda-lime,  a  (J-tube  con¬ 
taining  phosphoric  anhydride,  a  third  (J -tube  containing  glass  beads 
with  a  lew  drops  of  strong  sulphuric  acid  to  indicate  any  sucking 
back  (this  tube  was  not  weighed),  and  lastly  a  bulb  contaiuing  50  c.c. 
of  normal  barium  hydroxide  solution.  Finally  by  opening  the  second 
stopcock,  a  current  of  air  was  drawn  through  the  purifying  apparatus, 
in  order  to  sweep  all  the  rest  of  the  carbonic  anhydride  out  of  the 
balloon  into  the  absorbing  vessels.  The  potash  bulb,  soda-lime 
tube,  and  phosphoric  anhydride  tube  were  weighed  separately  before  j 
and  after  the  experiment,  and  the  amount  of  baryta- water  neu-  j 
tralised  was  determined  by  titration  with  oxalic  acid;  elaborate 
corrections  were  also  made  to  reduce  the  weighings  to  a  vacuum,  i 
The  total  gain  in  weight  gives  the  weight  of  carbonic  anhydride  con-  I 
tained  in  the  balloon,  and  this,  when  subtracted  from  the  weight  of 
the  balloon  when  lull  of  carbonic  anhydride,  gives  the  tare  of  the 
empty  balloon.  This  was  found  to  be  g'5573  by  Rcgnault’s,  2'55703 
by  the  chemical  method,  each  number  being  the  mean  of  three  , 
closely  agreeing  experiments. 

The  balloon  was  now  filled  with  purified  air  and  with  hydrogen  at 
the  atmospheric  temperature  and  pressure,  and  its  weight  ascertained,  j 
three  experiments  being  made  in  each  case  ;  its  weight  when  full  of  t 
carbonic  anhydride  is  already  known.  (The  hydrogen  was  obtained 
from  an  electrolytic  generator,  the  carbonic  anhydride  from  marble 
and  hydrochloric  acid.)  By  subtracting  from  these  weights  the  tare  i 
of  the  empty  balloon,  the  weights  of  the  different  gases  wThich  fill  the 
globe  are  ascertained,  and  from  these  numbers  the  densitj"  of  hydro¬ 
gen  was  calculated  to  be  0'06958  using  Regnault’s,  and  0'UB962 
using  the  chemical  method  of  determining  the  tare,  the  density  of  air  i 
being  taken  as  unity.  For  carbonic  anhydride  the  density  is  1 '52850 
(air  =  1),  or  21'971  (hydrogen  =  1)  by  Regnault’s  method,  and  by 
the  chemical  method  1 '52854  or  2L957  respectively.  And  further, 
using  Regnault’s  number  (1T0562)  for  the  density  of  oxygen  referred 
to  air,  and  his  own  numbers  for  hydrogen,  the  author  calculates,  as 
the  moan  of  three  experiments,  that  the  density  of  oxygen  (hydrogen 
=  1)  is  15'891  by  Regnault’s,  or  15'882  by  the  chemical  method., 
Lord  Rayleigh  obtained  the  number  15'SS4. 

The  author  regards  his  results  as  showing  that  the  atomic  weight 
of  oxygen  (H  =  1)  is  decidedly  less  than  16.  He  points  out  that,  as 
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i  compared  with  hydrogen,  the  density  of  oxygen  is  slightly,  and  that 
of  carbonic  anhydride  considerably  greater  than  the  halves  of  their 
respective  molecular  weights,  and  this  is  what  one  would  expect, 
I  having  regard  to  the  fact  that  at  the  atmospheric  temperature 
J  oxygen  is  considerably,  and  carbon  anhydride  very  much  nearer  its 
j  critical  point  than  hydrogen  is  at  that  temperature.  Finally,  the 
i  author  expresses  his  approval  of  the  provisional  system  of  atomic 
1  weights  which  assumes  0  —  lb  as  its  basis.  C.  F.  13. 

|  Formulae  for  Calculating  the  Molecular  Volumes  of  Organic 
!  Compounds.  By  \V.  Lossex  ( Annulen ,  254,  42 — 83). — The  mole- 
!  cular  volume  of  a  compound  CaHmOp  if  of  the  fatty  series  is  given 
by  the  formula  10'45m  +  5225m.  +  10'45p  +  — 2)2  +  1*3/1,  if  of 

the  aromatic  series  by  10'45h  -f  5*225 in  +  lU'45p  -f  — 4)*  +  l*5/«, 

|  where  ,u  denotes  the  number  of  hydrogen-atoms  necessary  to  convert 
an  unsaturated  into  a  saturated  compound.  With  the  aid  of  these 
formula,  the  author  has  calculated  the  molecular  volumes  of  407 
,  organic  compounds,  and  in  only  cases  or  24  per  cent,  are  the  calcu- 
I  lated  within  2  per  cent,  of  the  observed  values.  The  author  there- 
!  fore  concludes  that  it  is  impossible,  taking  account  of  every  known 
;  influence,  to  express  the  molecular  volume  by  any  general  formula 
that  shall  serve  for  all  compounds.  Results  which  are  in  good  agree¬ 
ment  with  the  observed  may  however  be  obtained  from  the  expres¬ 
sions  (1024  +  xOmb)(n  +  p)  +  (5T2  +  xQ"2b)m  +  |(?i  — 2)2  +  1‘4/t, 
where  x  ma}'  vary  between  0  and  1  for  the  different  homologous 
series,  hut  is  constant  for  the  members  of  one  and  the  same  series. 

H.  C. 

Vapour-pressure  of  Aqueous  Solutions.  By  R.  Emden  (Ann. 
Phys.  Cham.  [2],  38,  447 — 453).— A  reply  to  a  paper  by  Tammanu 
on  the  same  same  subject  (Abstr.,  1889,  368),  in  which  the  accuracy 
of  the  author’s  own  experiments  and  of  Babo’s  law  is  upheld. 

H.  C. 

Determination  of  the  Molecular  Weight  from  Vapour-pres¬ 
sure  Reductions.  By  E.  Beckmann  (Zeit.  physical.  Chem.,  4,  532 
— 552). — The  author  describes  various  modifications  which  he  has 
made  in  the  present  methods  for  determining  the  reduction  of  the 
vapour  pressure  of  a  solution  by  any  dissolved  substance,  with  the 
view  of  making  this  method  of  determining  molecular  weights  of 
general  use  in  the  laboratory.  The  chief  of  these  are  those  intro¬ 
duced  for  the  purpose  of  accurately  determining  the  boiling  points  of 
solutions,  and  from  the  rise  in  the  boiling  point  of  the  solvent  the 
molecular  weights  of  the  dissolved  substances.  A  thick  platinum 
wire  sealed  into  the  bottom  of  the  vessel  serves  to  conduct  the  heat 
to  the  solution,  and  overcomes  the  difficulty  arising  from  boiling  with 
bumping.  The  bulb  of  the  thermometer  which  must  be  placed  in  the 
liquid  is  surrounded  with  a  layer  of  asbestos  tied  on  with  platinum 
wire,  and  in  this  way  is  effectually  shielded  from  currents  of  super¬ 
heated  liquid,  aud  gives  a  constant  register  of  the  temperature  of  the 
boiling  solution.  In  order  also  to  overcome  as  far  as  possible  the 
cllect  of  convection  currents,  the  vessel  is  filled  to  about  half  the 
%olume  of  the  solution  with  g^ass  beads.  The  vessel  itself  which 
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contains  the  solution  is  provided  with  three  tubular  necks,  through 
one  of  which  passes  the  thermometer,  through  the  second  the  end  of 
the  condenser  tube,  whilst  the  third  serves  for  the  introduction  of 
the  substance  the  molecular  weight  of  which  is  being  determined. 

The  calculation  of  the  results  is  similar  to  that  employed  in  the 
ease  of  the  reduction  of  the  freezing  point.  A  gram-molecule  of 
substance  dissolved  in  100  grams  of  the  solvent  will  raise  its  boiling 
point  through  t  degrees,  so  that  if  the  number  of  grams  of  substance 
in  100  grams  of  the  solvent  necessary  to  raise  the  boiling  point  1° 
be  determined,  and  this  multiplied  by  t,  the  molecular  weight  will 
be  obtained.  The  number  t  may  either  be  directly  determined  from 
observations  with  a  substance  of  known  molecular  weight,  or,  accord¬ 
ing  to  Arrhenius,  t  —  0  02T2/W,  where  T  is  the  boiling  point  in 
absolute  temperature,  and  \V  the  heat  of  vaporisation  of  1  gram  of 
the  solvent.  H.  C. 

Cryoscopic  Method  of  Determining  Molecular  Weights. 

By  J.  1'.  Eykmax  (Zeit.  physical.  Ghtvi .,  4,  497 — 519). — The  author 
has  determined  the  molecular  reductions  of  the  freezing  points  of  a 
number  of  organic  solvents  from  observations  with  compounds  of 
known  molecular  weight,  the  apparatus  used  being  that  previously 
described  (Abstr.,  1889,  336).  The  results  are  tabulated  and  given 
in  curve  form.  From  the  moleeular  reduction,  the  latent  heat  of 
fnsion  is  calculated  by  means  of  \ran’t  Hoff’s  formula,  a  correction 
being  applied  for  that  portion  of  the  solvent  which  by  crystallisation 
is  removed  from  the  sphere  of  action  of  the  osmotic  pressure.  The 
calculated  latent  heats  of  fusion  and  the  corrected  molecular  reductions 
of  the  solvents  used  are  as  follows: — 


Latent  heat 

Molecular 

of  fusion. 

reduction. 

Diphenyl . 

.  29-4 

79-4 

Diphenyl  methane  .... 

.  27T 

05'6 

Phenol  . .  .  .  .  . 

.  269 

720 

Parabromophenol  . .  .  . 

22-9 

98-0 

Paracresol . 

.  27-1 

690 

Thvmol . 

.  279 

73-9 

Cetyl  aleohol  . 

.  34-3 

59-7 

Chloral  aleoholate  .  .  .  . 

.  27-0 

74-4 

Anethoil . 

, .  27  9 

61-2 

Benzophenone  . 

.  23-2 

87-8 

Phenylpropionic  acid  . 

.  21-8 

82-0 

Capric  acid  . 

40"6 

44-7 

Stearic  acid . 

, .  54"4 

42o 

Stearin . 

473 

49-2 

Urethylane  . 

48 '5 

430 

Urethane . . 

. .  41-0 

49-6 

Acetoxime . . 

. .  41-4 

52-9 

Azobenzene . 

. .  29-4 

77-0 

Paratoluidine . .  . 

. .  38'6 

51T 

For  diphenyl,  thymol,  azobenzene,  and  urethane  the  latent  heats 
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fusion  were  also  directly  determined,  the  numbers  obtained  being 
28-o,  27-5,  29,  and  408/  H.  C. 

Dissociation  of  Substances  in  Solution.  By  D.  MexdelGeff 
J.  Russ.  Chevi,  Soc.,  21,  19S— 202). — Van’t  Hoff’s  highly  interesting- 
paper,  “  Lois  de  l’equilibre  chimique  dans  l’etat  dilue  gaseux  on 
dissous  ”  (1886),  bas  attracted  general  interest  to  those  values  of  i 
wbicb  are  found  from  the  osmotic  pressures,  from  the  isotonic  coeffi¬ 
cients,  from  the  freezing  temperatures,  and  from  the  vapour-pressures 
of  dilute  solutions.  Ostwald  and  Arrhenius  have  given  a  new  method 
of  determining  the  same  value  of  i  from  the  electric  conductivity  of 
wf»ak  solutions,  but  as  soon  as  Arrhenius,  Planck,  and  Ostwald,  in 
1S88,  attempted  to  explain  the  deviation  of  i  from  unity  for  electro- 
lvtes  by  the  assumption  that  the  compounds  in  solutions  dissociate  to 
free  electrolytes,  Mendeleeff  began  to  doubt  the  correctness  of  this 
hypothesis,  which  assumes  (1)  that  conducting  solutions  have  a  con¬ 
stitution  different  from  that  of  non-conducting  solutions  ;  (2)  that  in 
j  solutions  of  the  first  kind  the  value  of  i  is  larger  than  the  unit,  on 
account  of  the  presence  of  free  ious,  and  (o)  that  in  non-conducting 
solutions  there  is  no  such  dissociation,  and,  therefore,  i  —  1. 

The  phenomena  of  dissolution  are,  in  a  great  many  cases,  identical 
in  both  kinds  of  solutions,  and  the  assumption  of  free  ions  is  very 
different  from  the  very  probable  and  satisfactory  explanation  given 
by  Clausius  as  to  there  being  a  certain  degree  of  interchange  of  atoms 
between  the  molecules  of  dissolved  substances.  The  author  does  not 
agree  with  the  hypothesis  of  free  ions,  as,  after  a  continued  study  of 
solutions,  he  considers  the  phenomena  to  be  most  satisfactoi-ily 
explained  by  the  assumption  that  dissociated  systems  always  exist, 
not  only  of  the  dissolved  compounds,  hut  also  of  their  definite  liquid 
-  hydrates,  similar  to  melted  crystal lobydrates(CaCh,6HoO,  for  example), 
or  of  unstable  hydrates  like  those  of  AVroblewski,  Roozehoom,  etc. 
(See  Mendeleeff’s  work  “  On  Solutions,  &c.,  1877.”) 

The  assumption  of  dissociation  and  of  a  reciprocal  decomposition 
of  molecules  of  the  hydrates  formed  in  solution  does,  according  to  the 
author,  satisfy  the  claims  by  which  Arrhenius,  Planck,  and  Ostwald 
j  are  bound  to  assume  free  ions  in  solutions.  The  author  shows,  by 
|  the  discussion  of  the  depression  of  the  freezing  point,  that  differences 
i  in  the  value  of  i  for  different  compounds  may  be  explained  without 
assuming  free  ions  in  solutions.  He  shows,  first,  that  the  molecular 
depression  dm  (d  being  the  depression  for  1  gram  of  a  substance  with 
the  mol.  wt.  ?«,  dissolved  in  100  grams  of  water)  of  the  anhydrous 
salt  in  weak  solutions  will  be  equal  to  the  molecular  depression  of 
any  hydrate  of  the  same  salt.  Let  a  definite  hydrate  with  ?tH,(J  be 
1  assumed.  The  depression  for  1  gram  of  the  anhydrous  salt  being  d , 
tor  1  gram  of  the  hydrate  (d„),  it  will  be  as  many  times  smaller  than 
d  as  m  is  smaller  than  m  +  n  18  if  the  solution  be  a  weak  one,  that 

is  dn  =  - - - —  .  If  the  solution  be  concentrated,  then  for  1  gram  of  the 

I  m  -b  nlS  ° 

’  hydrate  in  100  grams  of  water,  d„  = - — — --  -b  ( 1  —  — —  \  ln 

I  m  -ff  ?tl8  \  7u  +  18n/ 


i 
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dilute  solutions  tlie  divisor  1 - — —  will  be  nearly  equal  to  1,  , 

m  +  18n  ’  1 

cIths 

and,  therefore,  for  such  solutions,  dn  = - - — — - .  The  molecular  de- 

m  +  lb?t 

nression  of  the  hydrate  will  therefore  be  = - C^m  (m  4-  18u),  or  ' 

J  m  4-  lbn 

=  dm,  that  is,  equal  to  the  molecular  depression  of  the  anhydrous 
salt.  A  dilute  solution  of  the  anhydrous  salt  (m)  or  that  of  the 
hydrate  (m  +  18»)  will  give  the  same  i,  for  this  is  equal  to  the 
molecular  depression  divided  by  1S'5,  as  shown  by  Van’t  Hoff  (Zoc.  i 
c?V.,  p.  24).  ' 

For  MgSOi  the  isotonic  coefficients,  as  well  as  the  molecular  depres-  j 
sion,  give  i  =  1"04,  from  which  dm  —  1"04  X  1S'5  =  19'24,  and  d  = 

O-lfiO0.  According  to  the  formula  d„  =  — .  ,  for  the  hydrate 

m  +  18u  J 

MgSCh  +  7HoO  («  =  7)  dn  =  0-078°.  He  Coppet  and  Riidorff  have 
shown  that  the  depression  of  such  a  solution  is  proportional  to  the 
amount  of  the  hcptahyd rated  (not  anhydrous)  salt  dissolved,  namely, 

1  gram  =  0’072 — 0-073°,  which,  calculated  as  above,  gives  i  —  0"9f>. 
This  number  differs  very  little  from  the  value  1"04,  calculated  for  the  . 
depression  0"078o,  or  i  —  1.  The  value  of  i  is,  within  the  limit  of 
error,  identical  for  weak  solutions  of  both  MgSOj  and  MgS04,7H20, 
and  the  same  will  be  the  case  for  MgS04,10H30. 

As,  for  dilute  solutions,  the  same  value  of  i  is  obtained  both  for  j 
anhydrous  and  for  hydrated  salts,  the  author  concludes  that  neither  j 
the  determination  of  osmotic  pressures,  nor  of  isotonic  coefficients, 
nor  of  the  vapour-pressure  of  weak  solutions,  nor  of  the  molecular 
depression,  nor  of  the  electrolytic  conductivities,  will  show  whether 
the  value  of  i,  obtained  by  means  of  them,  refers  to  anhydrous  com¬ 
pounds  or  to  hydrates  (or  generally  to  compounds  formed  with  the 
solvent). 

These  methods  cannot  show  the  degree  of  hydration  of  the  sub¬ 
stance  dissolved  in  water,  and  they  cannot  contradict  the  hypothesis  ; 
which  assumes  the  existence  of  particular  dissociated  hydrates  in  j 
aqueous  solutions.  If  there  is  a  possibility  and  need  of  explaining 
the  variation  of  i  by  means  of  dissociation,  it  would  be  better,  prior 
to  assuming  a  dissociation  of  J1X  in  solution  to  M  +  X,  to  inquire 
whether,  in  solutions  of  salts  MX,  the  action  of  the  water  does  not  i 
give  rise  to  molecules  MOH  4-  HX,  or  whether  the  hydrates 
JlX(n  4-  1)H,0  may  not  dissociate  into  the  hydrates  M0HtoH20  4- 
HX(»— m)H50,  or  directly  the  hydrates  MX«H,0  into  separate 
molecules.  Such  an  hypothesis,  in  connection  with  that  of  the  inter¬ 
change  of  atoms  between  molecules,  explains  sufficiently  the  identity 
of  i,  obtained  by  different  methods,  as  well  as  its  variation  for 
different  substances.  Before  going  further  than  Van’t  Hoff,  it  is 
necessary  to  investigate  exactly  (1)  how  the  value  of  i  changes  with 
varying  concentration  for  compounds  giving  different  values  for  ?, 
and  (2)  whether  the  values  of  i  remain  far  from  integers  (for 
example,  for  CaCl2,  i  —  2’5,  for  alums,  i  —  4*5,  &c.)  for  varying 
temperatures  and  concentrations.  B.  B. 
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Supersaturated  Solutions.  By  A.  Potilttzin  ( J .  Buss.  Chem. 
Soc.).  See  p.  333. 


Rate  of  Chemical  Change.  By  G.  Gore  ( Bros .  Boy.  Soc.,  45, 
440 — 442). — This  is  a  continuation  of  the  author’s  experiments  on 
the  use  of  the  voltaic  balance  for  determining  the  rate  of  chemical 
change  in  solution  (compare  Abstr.,  1SS9,  665),  Two  solutions  were 
^examined:  one  containing  equivalent  quantities  of  chlorine  and 
'potassium  iodide,  the  other  equivalent  quantities  of  potassium  chloride 
land  iodine.  The  general  results  of  the  investigation  are,  that  the 
(first  solution  is  very  unstable  and  loses  energy,  partly  while  being 
'mixed,  and  to  a  further  extent  after  a  time,  the  change  not  beinq- 
complete  after  a  lapse  of  six  days  at  a  temperature  of  12°.  The 
‘second  solution  is  nearly,  but  not  quite,  stable,  as  it  increases  slightly 
in  voltaic  energy  after  a  time.  The  two  solutions  ultimately  acquire 
a  compositioTi  represented  by  0*23  part  of  potassium  iodide,  74*49 
parts  of  potassium  chloride,  126'S  parts  of  iodine,  and  0*0497  part  of 
chlorine. 

The  rate  of  change  did  not  seem  to  be  affected  by  daylight,  but 
two  minutes’  ebullition  had  as  much  effect  in  altering  the  composition 
of  the  first  solution  as  an  interval  of  six  days  at  the  ordinary  tem- 
perature.  With  the  first  solution,  the  loss  of  energy  on  mixing  is 
greater  the  greater  the  concentration  of  the  constituents.  The  loss 
|  was  also  greater  when  the  chlorine  solution  was  added  to  the  iodide 
5  solution  than  when  the  reverse  order  of  mixing  was  adopted.  The 
f  colours  of  the  solutions  were  in  accordance  with  the  above  observa¬ 
tions,  that  of  the  first  solution  being  light,  and  gradually  becoming 
'  darker,  that  of  the  second  undergoing  no  appreciable  change. 

The  “  voltaic  balance  ”  method  can  be  used  in  measuring  the  rate  of 
change  in  liquids  already  mixed.  It  is  simpler  and  more  sensitive 
'  than  thermochemical  or  colorimetric  methods,  and  can  be  used  for 
colourless  liquids.  H.  K.  T. 


Determination  of  Affinity  Coefficients.  By  M.  Conrad  and  C. 
BrIcrner  ( Zeit .  physikal.  Chem.,  4,  631 — 657  ;  see  this  vol.,  p.  4). — 
The  authors  have  studied  the  action  of  the  alkyl  oxides  of  sodium  and 
■i  potassium  on  the  chlorides,  bromides,  and  iodides  of  organic  radicles. 
The  relation  between  the  coefficients  obtained  is  found  to  depend  on 
the  nature  of  the  alkyl  oxide  and  of  the  halogen,  but  is  independent  of 
i  the  metal.  Thus,  for  the  ethoxidc  of  sodium  or  potassium  the  rela¬ 
tions  between  the  affinity  coefficients,  that  of  the  propyl  compound 
i  being  in  each  case  taken  as  unity,  are  as  follows : — 


Propyl. 

Ethyl. 

Ally]. 

Benzyl. 

Cl . 

1 

120*5 

Br . 

1 

3  *24  ! 

G1  *34 

120*1 

I . 

1 

2*85 

54  *34 

03  *05 

r 
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The  coefficients  of  the  other  groups  approach  that  of  the  propyl  as 
the  atomic  weight  of  the  halogen  with  which  they  are  associated 
increases. 

If,  however,  the  action  of  the  potassium  salt  be  compared  with  that 
of  the  sodium  salt,  the  former  is  found  to  have  the  greater  activitv, 
for,  setting  that  of  potassium  ethoxide  in  each  case  at  100,  that  of 
sodium  ethoxide  becomes  for  allyl  chloride  79*0,  and  for  benzyl 
chloride  S8'4. 

The  comparative  activities  of  chlorine,  bromine,  and  iodine,  putting 
that  of  the  iodide  in  each  case  as  1000,  are  shown  by  the  following 
u  ambers  : — 


Iodide. 

Bromide. 

Chloride. 

1000 

473 

A  lid' . 

lOUO 

532 

1000 

C04 

Methyl  bromide  shows  an  exceptional  behaviour,  and  is  found  to 
have  an  activity  greater  than  that  of  the  iodide.  H.  C. 


Increase  in  Chemical  Energy  at  the  Free  Surface  of  Liquid 
Substances.  By  W.  Spring  ( Zeit .  physikal.  Ghem.,  4,  658 — 662). — 
The  author  shows,  by  various  experiments,  that  there  exists  at  the 
free  surface  of  any  liquid  a  layer  which  possesses  a  superior  chemical 
activity  to  that  of  the  rest  of  the  liquid.  For  instance,  if  a  prism  of 
calcspar  be  immersed  to  about  half  its  length  in  hydrochloric  acid, 
the  action  at  the  surface  is  so  vigorous  that  in  a  short  space  of  time 
the  prism  is  cat  in  two,  and  the  lower  half  sinks  in  the  acid.  No 
satisfactory  explanation  for  these  facts  can  be  given,  H.  C. 

Chemical  Energy  at  the  Surface  of  Liquids.  By  J.  Bechhold 
(Zeit.  physikal.  Ghem.,  5,  68). — The  phenomena  observed  by  Spring 
( preceding  abstract)  are  explained  by  the  author  on  the  assumption 
that  the  liquid  at  the  surface  on  dissolving  some  of  the  crystal  becomes 
denser  and  sinks  in  the  solution  down  the  sides  of  the  crystal,  thus 
protecting  the  lower  portion  from  the  action  of  the  solvent,  and  also 
making  way  for  fresh  quantities  of  the  latter  at  the  surface.  If  in  the 
calcspar  experiment  the  upper  portion  of  the  prism  be  coated  with  wax, 
and  the  whole  then  immersed  vertically  in  the  acid,  the  prism  will 
now  be  cut  in  two  at  the  boundary  of  the  wax  coating,  although  this 
is  far  below  the  surface  of  the  liquid.  H.  C. 

Isomorphism.  By  J.  W.  Retgees  (Zeit.  physikal.  Ghem.,  4 
593 — 630  ;  compare  Abstr.,  1889,  931). — This  paper  contains  a  studi 
of  the  isomorphism  of  the  nitrates  of  the  alkali  metals  and  of  silve 
bv  means  of  the  specific  gravities  of  the  mixed  salts.  The  nitrates  o 
ammonium,  potassium,  thallium,  and  silver  crystallise  in  the  rhombi 
system,  those  of  sodium,  lithium,  rubidium,  and  caesium  in  the  hexaj 
gonal  system.  Sodium  and  silver  nitrates  form  an  isodimorphou1 
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series,  hexagonal  crystals  being  formed  containing  as  much  as  .r>2‘57  per 
cent,  of  silver  nitrate,  and  rhombic  crystals  containing  up  to  0’8  per  cent, 
of  sodium  nitrate  from  mixed  solutions  of  the  two  salts.  Isodi morphism 
is  also  observed  with  mixtures  of  the  other  nitrates,  although  not 
quite  to  as  marked  a  degree  as  in  the  above  example.  The  author 
concludes  from  this  that,  although  a  salt  may  crystallise  in  some  stable 
form,  it  is  capable  of  existing  in  an  indefinite  number  of  unstable 
modifications,  and  that  polymorphism,  far  from  being  the  exception, 
is  probably  the  rule  for  all  solid  chemical  substances.  H.  C. 
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Apparatus  for  Distillation  under  Reduced  Pressure.  By 

j  H.  Gautier  {Ball.  Soc.  Ghim.  [31,  2,  G75). — To  the  base  of  a  wide 
glass  tube,  smaller  tubes  are  fused  in  such  a  way  that  by  the  rotation 
on  an  upper  accurately-ground  tube  carrying  the  delivery  tube  of  the 
condenser,  the  latter  may  be  successively  approximated  to  their  upper 
orifiees  and  several  flasks  be  filled  without  vitiating  the  vacuum. 

T.  G.  N. 

;  Colour  and  Spectrum  of  Fluorine.  By  H.  Moissax  {Compt. 
rem 109,  937 — 940). — Fluorine  in  small  quantities  seems  to  be 
colourless,  but  when  examined  in  a  platinum  tube  SO  cm.  in  length, 
with  plane  ends  of  colourless  fluorspar,  it  is  seen  to  have  a  distinct 
greenish-yellow  colour,  paler  than  that  of  chlorine  and  deeidcdly 
'  yellower.  A  column  of  the  gas  1  metre  in  length  shows  no  definite 
absorption  bands. 

If  a  small  quantity  of  water  is  introduced  into  the  tube  containing 
the  fluorine,  it  is  decomposed  with  formation  of  hydrogen  fluoride  and 
i 'zone,  the  latter  having  the  deep  indigo-blue  colour  described  by 
Hautefeuille  and  Chappuis. 

Salet  compared  the  spectra  of  silicon  fluoride  and  silicon  chloride 
and  described  the  spectrum  of  fluorine  as  consisting  of  five  lines  in 
the  red.  The  author  employed  a  platinum  tube  closed  by  transparent 
stoppers  of  fluorspar  and  provided  with  sparking  wires  of  platinum 
and  of  gold.  He  examined  the  spectra  when  the  tube  was  filled  with 
air  and  when  it  was  tilled  with  fluorine,  making  observations  with  both 
the  gold  and  platinum  electrodes,  and  he  also  examined  the  spectra  of 
hydrogen  fluoride,  silicon  fluoride,  and  phosphorus  triflnoride.  The 
lines  common  to  all  these  spectra  are  regarded  as  the  lines  due  to 
fluorine,  and  their  wave-lengths  are  as  follows  : — vert/  faint,  749,  740, 
734;  faint ,  714,  704,  G91,  G87‘5,  G85’5,  G83'5;  strong ,  G77,  G40'5,  G34, 
G23.  Salet  gives  the  wave-lengths  of  two  feeble  lines  .as  692  and  G8G, 
and  of  three  strong  lines  as  078,  G40,  G23. 

The  spark  spectrum  of  hydrogen  fluoride  contains  several  very 
broad  and  indistinct  bands  in  the  orange  and  the  violet,  but  their 
wave-lengths  could  not  be  determined.  C.  H.  B. 
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Formation  of  Ozone  during  Rapid  Combustion.  By  0.  Lofay 
(Her.,  22,  33*2-5 — 332(5). — Ilosvay  comes  to  the  conclusion  (Bull.  So c. 
Ghim.  [3],  2,  360 — 377)  that  ozone  is  never  formed  during  rapid 
combustion.  The  author  has  clearly  obtained  the  odour  of  ozone 
when  a,  rapid  current  of  air  was  blown  across  the  upper  part  of  a 
flame.  This  is  especially  noticeable  with  a  Bunsen  burner.  Thann 
and  Schnauss  have  made  similar  observations  (Jahresb.,  1870). 

L.  T.  T. 

Composition  of  Water.  By  Lord  Rayleigh  (Proc.  Roy.  Soc., 
45,  425 — 430). — This  paper  is  a  continuation  of  the  author’s  re¬ 
searches  on  the  relative  densities  of  hydrogen  and  oxygen  (compare 
Abstr,,  1888,  643).  Various  attempts  were  made  to  obtain  lighter 
hydrogen  than  hitherto,  especially  by  means  of  aluminium  in  alkaline 
solution,  but  without  success.  The  gas  was  also  purified  by  absorp¬ 
tion  with  palladium  so  as  to  free  it  from  nitrogen,  but  the  hydrogen 
was  no  lighter  than  before.  In  the  author’s  previous  researches,  the 
composition  of  water  was  determined  by  combining  the  ratio  of 
densities  with  that  found  by  Scott  (Abstr.,  1888,  411}  for  combina¬ 
tion  by  volume.  In  this  paper,  experiments  are  described  in  which 
the  combining  proportions  are  determined  by  direct  weighing.  The 
gases  were  weighed  in  glass  globes,  from  which  they  were  exhausted 
bv  means  of  Sprengel  pumps,  first  into  a  mixing  chamber  and  thence 
into  a  eudiometer.  The  manipulative  difficulties  were  very  great, 
owing  to  the  necessity  of  maintaining  the  gases  in  approximately 
equivalent  proportions.  When  sufficient  quantities  of  the  gases  had 
been  pumped  out,  the  flasks  were  again  weighed,  the  (calculated) 
weight  of  the  residual  gas  (generally  oxygen)  in  the  eudiometer  being 
deducted  from  the  weight  of  the  gas  taken.  A  mean  of  five  experi¬ 
ments  gave  15*89  as  the  atomic  weight  of  oxygen  after  allowing  for 
the  effect  of  pressure  on  the  glass  globes  (loc.  cit.').  This  result  is 
somewhat  lower  than  the  value  (15*01)  obtained  from  the  relative 
densities  of  hydrogen  and  oxygen  and  Scott’s  combining  ratio  by 
volume.  The  residual  gas  (from  2000  c.c.  of  mixed  gases)  was 
analysed,  and  was  found  to  contain  0*1  c.c.  of  nitrogen  and  0*05  c.c.  of 
carbonic  anhydride.  As  these  gases  were  probably  contained  in  the 
oxygen,  their  effect  is  negligible.  The  water  of  combustion  was 
examined  for  nitric  acid  with  negative  i*esults.  H.  IC.  T.  ! 

Thiosulphates.  By  A.  Focx  and  K.  Kluss  (Ber.,  22,  3310 — 3316; 
compare  this  veil,  p.  210). — The  authors  have  prepared  the  following 
thiosulphates : — Sr2S203  -f  FLO,  MgS203  -j-  6FLO,  NISoO..  +  6H20 
CoS203  -J-  6HjO,  and  Fe2S203  -f-  5H20 ;  the  crystal  measurements  of 
the  salts  are  given.  F.  S.  K. 

Preparation  of  Nitrogen.  By  Berthelot  (Bull.  Soc.  CMm.  [3] 
2,  643—645). — Nitrogen  obtained  by  the  action  of  copper  am 
ammonia  solution  on  air  is  always  contaminated  by  ammonia  am 
traces  of  nitrite,  which  are  best  removed  by  passing  the  gas  firs 
through  aqueous  potash  and  then  through  sulphuric  acid,  the  fiua 
traces  of  oxygen  being  absorbed  by  chromous  chloride  solution.  Th 
usual  order  is  thus  reversed,  because  sulphuric  acid  decomposes  th 
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nitrite  to  form  traces  of  nitrogen  dioxide,  which  are  not  absorbed  by 
the  potash.  T.  G.  N. 

Freezing  Points  of  Arsenic  Chloride  and  Stannic  Chloride. 

BvBbsson  (Gompt. rmrf.,109,940 — 1)41).— -Arsenic  trichloride  carefully 
purified  from  excess  of  chlorine  solidifies  at  — 18°  with  very  consider¬ 
able  contraction,  and  crystallises  in  white,  nacreous  needles.  If.  how¬ 
ever,  the  chloride  is  saturated  with  chlorine  at  0°,  the  product  does 
not  solidify  above  —30°,  but  at  this  temperature  it  freezes  with  very 
[great  contraction.  At  — 30°  the  arsenic  chloride  will  absorb  a  much 
[larger  quantity  of  chlorine,  yielding  a  yellow  liquid  which  does  not 
[solidify  at  — 60°.  If  this  liquid,  cooled  to  — 50°,  is  thrown  into  water, 
a  large  volume  of  chlorine  is  liberated,  and  the  solution  contains  arsen- 
ions  acid  and  not  arsenic  acid ;  it  follows  that  no  arsenic  penta- 
Ichioride  is  formed.  If  liquid  chlorine  at  — 35°  is  brought  in  contact 
with  arsenic  chloride  at  the  same  temperature,  and  the  temperature 
is  allowed  to  rise  slowly,  the  arsenic  chloride  melts,  and  the  two 
liquids  gradually  mix  by  diffusion  without  any  development  of  heat 
-!or  any  other  evidence  of  combination. 

j  Stannic  chloride  free  from  excess  of  chlorine  solidifies  at  — 33°, 
and  forms  small,  white  crystals.  Like  arsenic  chloride,  it  absorbs 
large  quantities  of  chlorine  at  a  low  temperature,  with  considerable 
increase  in  volume,  and  the  freezing  point  of  the  solution  is  much 
power  thau  that  of  the  stannic  chloride.  C.  H.  B. 

•  Preparation  of  Boron*  By  II.  C.  C.  Maisch  (Chem.  Centr 1880, 
’Si,  905;  from  Chem.  tech.  Centralameiyer,  7,  359 — 360,  369,  379). — 
The  author  has  prepared  boron  by  reducing  anhydrous  borax  with 
{magnesium  powder:  8  grams  of  magnesium  and  15  grams  of  borax 
jure  suitable  proportions.  J.  W.  L. 

I 

Reduction  of  Oxygen  Compounds  by  Magnesium.  By  C. 
Tinkler  ( Her 23,44 — 57). — The  exceptionally  high  heat  of  com¬ 
bustion  of  magnesium  lias  led  the  author  to  examine  the  action  of 
the  powdered  substance  on  the  oxygen  compounds  of  a  large  number 
of  metals.  In  this  paper  the  results  are  given  so  far  as  Mendeleeff’s 
first  group  is  concerned. 

j  In  the  case  of  the  alkali  metals,  the  carbonates  were  employed  as 
(with  the  exception  of  lithium  oxide,  the  oxides  of  these  metals  can 
pnly  he  obtained  pure  with  difficulty,  but  in  the  other  cases  the  oxides 
[were  used.  Sufficient  magnesium  powder  was  added  to  combine  with 
Ihe  whole  of  the  oxygen  present  in  the  carbonate  or  oxide;  the  latter 
.being  carefully  dried  by  ignition,  and  intimately  mixed  in  a  warmed 
mortar  with  the  necessary  quantity  of  magnesium  powder.  After 
making  a  preliminary  examination  with  very  small  quantities,  to 
jjiscei tain  the  behaviour  of  the  mixture  on  heating,  a  somewhat  larger 
quantity  was  heated  in  a  tube  closed  at  one  end,  over  the  flame  of  an 
ordinary  burner,  or,  if  necessary,  by  a  blowpipe. 

j  Ihe  reaction  takes  [dace  below  a  red  heat,  and  is  ex- 

lomely  violent;  with  0'2  gram,  an  explosion  takes  place,  and  the  tube 
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is  destroyed.  With  smaller  quantities,  the  whole  becomes  red-hot,  but 
the  tube  remains  intact.  The  product  has  no  metallic  appeai'ance,  but 
evolves  hydrogen  when  placed  under  water,  and  must  therefore  con¬ 
tain  lithium. 

Sodium. — The  mixture  becomes  first  black,  and  when  a  red  heat  is 
reached,  a  violent  reaction  takes  place,  a  bright  sodium  flame  issuing 
from  the  mouth  of  the  tube,  the  interior  of  which  becomes  coated 
with  a  mirror  of  metallic  sodium.  Part  of  the  mixture  is  ejected 
from  the  tube,  whilst  the  residue  consists  of  carbon  and  magnesia. 
The  reaction  does  not  succeed  equally  well  in  all  cases.  If  freshly 
ignited  magnesia  be  added,  a  mixtnre  of  magnesia,  charcoal,  and 
sodium  is  obtained,  which  decomposes  water  violently,  and  ignites 
the  evolved  hydrogen. 

Potassium. — The  reaction  in  this  case  proceeds  much  more  quietly,  no 
violent  evolution  of  potassium  taking  place  under  any  circumstances, 
and  the  temperature  necessary  to  commence  the  reaction  appears 
also  to  be  lower  than  with  sodium.  The  mixture  is  preferably  heated 
in  a  porcelain  boat  in  a  current  of  hydrogen,  the  potassium  condensing 
as  a  mirror  on  the  cooler  parts  of  the  tube.  The  residue  consists  of 
magnesia  and  charcoal,  and  has  only  a  slightly  alkaline  reaction, 
showing  that  the  potassium  is  completely  driven  off.  This  method 
might  perhaps  be  employed  as  a  technical  method  for  the  preparation 
of  potassium,  but  it  has  the  disadvantage  that  no  gas  is  formed  to 
carry  forward  the  potassium  vapour,  and  the  formation  of  the  explo¬ 
sive  compound  of  carbon  monoxide  and  potassium  is  not  avoided. 
The  formation  of  this  compound  is  due  to  the  fact  that  two  atoms  of 
oxygen  are  more  readily  given  off  than  the  third,  and  if  1  mol.  of 
potassium  carbonate  be  heated  with  2  atoms  of  magnesium,  this  com¬ 
pound  and  magnesia  are  the  sole  products ;  the  author  therefore 
concludes  that  it  has  the  formula  COK2.  If  sufficient  magnesium  is 
present  to  combine  with  all  the  oxygen,  the  explosive  compound 
is  only  formed  when  the  mixture  is  heated  gradually,  and  to  a  mode¬ 
rate  temperature. 

Potassium  hydroxide  is  also  readily  reduced  by  magnesium,  and  in 
this  case  the  above  explosive  compound  cannot,  of  conrse,  be  formed. 
When  the  mixture  is  heated  in  a  tube  closed  at  one  end,  a  somewhat 
violent  reaction  takes  place,  hydi'Ogen  being  evolved,  and  a  mirror  of 
metallic  potassium  formed.  If  a  few  grams  be  heated  in  a  current  of 
hydrogen,  the  reaction  is  so  violent  as  to  become  dangerous,  but  a 
mixture  of  36  parts  of  potash,  24  parts  of  magnesium  powder,  and 
56  parts  of  magnesia  may  be  heated  without  any  risk,  the  metal 
distilling  over  quietly,  and  a  residue  of  magnesia  remaining 
behind.  The  reaction  might  also  be  moderated  by  allowing  the  fused 
potash  to  flow  on  to  heated  magnesium  bars.  Either  method  would 
probably  enable  potassium  to  be  obtained  much  more  cheaply  than  at 
present. 

Rubidium. — The  carbonate  of  this  metal  behaves  with  magnesium 
in  a  manner  very  like  that  of  potassium  carbonate.  Heated  in  a  tube 
closed  at  one  end,  the  reaction  commences  at  a  moderate  red  heat, 
and  a  mirror  of  metallic  rubidium  is  obtained.  The  latter  is  also 
formed  when  the  mixture  is  heated  in  a  porcelain  boat  in  a  current  of 


INORGANIC  CHEMISTRY. 


333 


hydrogen.  The  residue,  which  also  contains  rubidium,  decomposes 
water  with  violence,  and  takes  lire  in  the  air.  Metallic  rubidium  is 
most  readily  prepared  by  this  method. 

Co.’sium. — The  mixture  of  caesium  carbonate  and  magnesium 
powder  blackens  on  heating  from  separation  of  charcoal,  but  no 
metallic  ctesium  is  obtained  even  in  the  blowpipe  flame.  Small 
quantities  of  potassium  and  rubidium  contained  as  impurities  are 
volatilised,  so  that  it  is  thus  possible  to  separate  these  metals  from 
ctesium.  The  residue  consisted  of  unaltered  magnesium,  magnesia, 
charcoal,  and  ctesium  oxide. 

Copper. — Cuprous  oxide  is  acted  ou  by  magnesium  at  a  moderate 
heat,  with  a  hissing  noise,  the  mixture  being  partially  ejected  from 
the  tube.  The  residue  consists  of  a  mixture  of  copper  and  magnesia. 
Cupric  oxide  and  maguesium  explode  violently  on  heating,  the  tube 
being  destroyed. 

Silver. — Silver  carbonate  and  magnesium  unite  with  a  slight  ex¬ 
plosion,  the  contents  of  the  tube  being  ejected,  but  the  tube  remains 
intact.  With  silver  oxide,  the  reaction  is  much  more  violent,  and  a 
loud  explosion  takes  plaee. 

Gold. — When  aurons  oxide  and  magnesium  are  heated,  the  former 
quietly  decomposes  into  gold  and  oxygen,  the  magnesium  taking  no 
part  in  the  reaction. 

From  these  results  it  follows  that  the  observation  of  Warren  (this 
vol.,  p.  195)  that  magnesium  does  not  reduce  the  alkalis  and  alkaline 
earths,  is  incorrect.  With  the  exception  of  etesium,  all  the  alkali 
metals  are  reduced,  the  intensity  of  the  reaction  decreasing  with  the 
increase  of  atomic  weight.  In  the  sub-group  the  reverse  is  the  case, 
the  apparent  exception  in  the  case  of  gold  being  due  to  the  insta¬ 
bility  of  its  oxide  at  high  temperatures.  H.  C.  C. 

Some  Properties  of  Sodium  Perchlorate :  Supersaturated 
Solutions.  By  A.  Potilitzix  (J.  Euss.  Chem.  Soc .,  21,  25S — 274). — 
This  salt  was  investigated  by  Serullas  and  by  Penny,  who  found  that 
it  forms  deliquescent,  rhombic  crystals  (not  rhombohedra,  as  quoted 
in  Grnelin-Kraut.  Mandb.,  ii,  1,  211).  Potilitzin  prepares  sodium 
perchlorate  from  perchloric  acid  and  sodium  hydroxide  prepared  from 
sodium.  After  separating  the  ferric  oxide  and  alumina,  the  salt  is 
treated  with  an  excess  of  perchloric  acid,  in  order  to  destroy  the 
chlorate  and  chloride,  which  are  always  present  in  traces.  At  the 
ordinary  temperature,  the  salt  XaC10j,H20  crystallises  in  lanceolate 
prisms  belonging  to  the  rhombic  system  ;  it  becomes  anhydrous  at 
45 — 50°,  and  at  or  above  54°  the  anhydrous  salt  crystallises  out  from 
saturated  solutions  in  the  form  of  long,  rectangular  prisms.  Neither 
kind  of  crystal  is  hygroscopic,  but  the  weight  of  the  anhydrous  salt 
increases  slightly  on  exposure  to  air.  The  same  anhydrous  salt 
separates  out  from  supersaturated  solutions  at  the  ordinary  tempera¬ 
ture.  A  supersaturated  solution  contains  not  only  the  anhydrous,  but 
also  the  hydrated  salt,  as  seen  from  the  fact  that  the  solution  solidi¬ 
ties  on  contact  with  a  crystal  either  of  the  hydrated  salt,  or  of  the 
anhydrous  salt  the  surface  of  which  has  been  converted  into  ihe 
hydrated  salt  by  plunging  it  for  a  short  time  into  water.  The  crys- 
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tills  of  the  anhydrous  salt  alone  do  not  cause  crystallisation,  but  dis¬ 
solve  in  a  supersaturated  solution. 

The  author  discusses  the  different  views  on  supersaturated  solutions, 
and  shows  that  the  mechanical  theory  of  heat  alone  (Coppet)  does 
not  explain  why  certain  salts  form  supersaturated  solutions  whilst 
others  do  not.  Again,  Shtcherbatcheff's  view,  that  the  snpersaturation 
of  a  solution  is  due  to  the  formation  of  a  lowTer  hydrate  having  a 
greater  solubility,  does  not  explain  the  existence  of  supersaturated 
solutions  of  anhydrous  salts.  The  third  view,  according  to  which 
a  supersaturated  solution  is  one  of  the  anhydrous  salt,  is  of  j 
older  date,  and  has  been  defended  especially  by  Nicol  (Trans.,  | 
1SS7,  3S9,  &c.).  The  author  shows  that  this  hypothesis  is  not  in 
accordance  either  with  the  change  of  specific  gravity  which  takes 
place  on  dissolution  and  on  dilution  of  solutions;  with  thermal  data 
connected  with  the  formation  of  hydrates  and  the  dissolution  of 
hydrated,  dehydrated,  and  anhydrous  salts  ;  with  the  colour  pheno¬ 
mena  occurring  on  dilution  or  change  of  temperature  ;  or  with  the 
change  in  the  coefficients  of  refraction  and  other  properties  of  salt 
solutions.  The  author  shows  that  the  values  of  the  heats  of  formation 
of  chlorides  in  solution  from  R,0  or  KO  and  2HC1  are  not  identical, 
as  assumed  by  Nicol,  but  that  the  largest  value  (27,900  cal.)  corre¬ 
sponds  ■with  calcium  chloride,  which,  according  to  Rudorff,  exists  in 
solution  as  CaCh,CH>0.  Nmol's  views  do  not  explain  the  existence  of 
solutions  of  anhydrous  salts  and  of  such  substances  as  sulphur.  The 
author  shows  that,  in  accordance  with  Mendelceff’s  views  on  solutions 
in  general,  the  supersaturated  solutions  of  salts  undoubtedly  contain 
the  salt  hi  the  state  of  several  (probably  of  all  possible)  hydrates,  as 
well  as  in  the  form  of  the  anhydrous  salt;  the  relative  quantity  of j 
these  changing  with  varying  dilution  and  temperature.  Such  solu¬ 
tions  can  be  formed  only  by  the  substance  forming  compounds  which 
are  either  isomeric  or  of  different  composition,  and  differ  in  their 
solubility  and  crystalline  form.  B.  B. 

Allotropic  Silver.  By  M.  C.  Lea  ( Amer .  J.  Sci.  [3],  38, , 
237 — 240  and  241). — The  three  allotropic  forms  of  silver  previously 
described  (this  vol.,  p.  210)  are  merely  the  most  stable  forms  amongst 
a  very  large  number.  Modifications  were  also  obtained  the  body 
colours  of  which  were  blue,  many  different  shades  of  green,  red. 
yellow',  and  purple.  In  one  case  a  soluble  modification  yielding  ai 
intense  yellowish-brown  solution  was  obtained,  but  on  addition  o) 
sodium  phosphate  this  changed  to  bright  scarlet,  and  afterwards  de 
colorised  with  separation  of  a  purple  precipitate,  and  the  laitej 
became  bluish-green  when  washed  on  the  filter. 

Blue  allotropic  silver  is  very  stable,  and  may  be  kept  in  the  mois 
state  for  a  long  time  without  undergoing  any  change,  but  the  gold 
coloured  mod  ideation  always  tends  to  pass  into  normal  grey  silvei 
especially  in  presence  of  the  mother  liquor  or  of  water.  The  chang 
is  produced  even  by  friction  of  the  partieles  of  the  dried  substanc 
with  one  another.  Both  modifications  evolve  oxygen  with  hydroge 
peroxide. 

•Both  4he  blue  and  the  golden  modifications  are  attacked  by  sul 
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stances  "which  have  little  action  on  normal  silver.  Not  only  solutions 
of  the  halogens,  and  chlorinating  or  brominating  mixtures,  but  also 
alkaline  sulphides,  potassium  permanganate  and  ferrncyanide,  and 
phosphorous  acid  produce  brilliant  blue,  green,  red,  or  purple  colora- 
Itions  when  brushed  over  dry  films  of  the  allotropie  silver.  Auric, 
stannic  and  platinic  chlorides  do  not  give  these  colour  reactions,  and 
the  haloid  salts  of  the  alkalis  also  give  no  colours  but  convert  the 
allotropie  silver  into  normal  silver. 

Pure  preparations  of  the  blue  allotropie  silver  are  converted  into  the 
yellow  modification  by  the  action  of  light  (compare  luc.  cit.),  and 
afterwards,  if  the  exposure  is  continued,  into  grey  normal  silver. 

If  a  small  crystal  of  iodine  is  placed  on  a  film  of  allotropie  silver,  it 
produces  brilliautly  coloured  interference  rings.  C.  H.  B. 

Darkened  Silver  Chloride  not  an  Oxychloride.  By  AL.  C.  Lea 
^Amer.  J.  Sci.  [3],  38,  350—301).- — Bure  silver  chloride  was  fused 
and  poured  into  refined  petroleum,  in  which  it  solidified.  When  ex¬ 
posed  to  light  under  the  petroleum,  the  silver  chloride  immediately 
blackeued,  and  the  author  regards  this  result  as  proof  that  darkened 
silver  chloride  does  not  coutain  oxygen,  and  therefore  is  not  an 
oxychloride. 

Pure  silver  reduced  by  means  of  cadmium  was  heated  nearly  to 
reduess,  and  whilst  very  hot  was  dropped  into  petroleum.  A  small 
^quantity  of  iodine  was  then  added,  and  as  it  dissolved  in  the  petroleum 
it  combined  with  the  silver,  until  after  some  time  no  free  iodine  re- 
[rnained,  and  the  silver  had  been  converted  into  a  black  photo-iodide, 
which  from  the  conditions  of  its  formation  could  not  be  an  oxy-salt. 

Any  satisfactory  theory  must  explain  the  period  of  so-called  in¬ 
duction  when  silver  chloride  is  exposed  to  light,  and  the  fact  that  the 
; decomposition  of  the  silver  chloride  is  incomplete  even  after  prolonged 
exposure.  According  to  the  author,  the  period  of  induction  corre¬ 
sponds  with  the  formation  of  an  almost  colourless  photocliloride 
(Abstr.,  1888, 1),  which  is  much  more  sensitive  than  the  normal  chloride, 
and  rapidly  darkens  after  it  has  once  been  formed.  The  decomposition 
of  the  silver  salt  is  limited  by  the  reconversion  of  the  snbchloride  or 
photocliloride  into  normal  chloride  by  the  chlorine  liberated  from  the 
adjacent  particles  of  chloride  which  are  acted  upon  by  light. 

;  C.  H.  B. 

;  Peculiar  Crystalline  Alloy  of  Copper,  Tin,  and  Lead.  By 
A.  French  (/.  Sac.  Chem.,  Inti.,  8,  36 — 37). — This  crystalline  alloy 
was  found  within  a  cavity  in  the  bottom  of  a  cupola  furnace,  which 
[was  being  put  off  after  having  been  used  for  lead-smelting.  The 
'crystals  form  plates,  and  flat,  lengthy,  four-sided  prisms.  They  resist 
; atmospheric  oxidation,  and  are  not  affected  by  strong  sulphuric  or 
jhydiocliloric  acids.  Hot  nitric  acid  attacks  them,  but  there  are 
smaller  crystals  amongst  them  which  resist  this  action.  Analysis 
gave — 

Insoluble 

I’b.  Cu.  Sn.  Sb.  Fo.  Si.  S.  in  UNO,.  Total. 

66-85  1132  10-22  370  075  2'09  073  B50  100-00 

j  D.  B. 

I 
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Ternary  Alloys.  By  C.  R.  A.  Wright  and  C.  Thompson  ( Proc . 
Roii.  Sue.,  45,  461 — 4S1). — If  tin,  lead,  and  zinc  are  melted  together 
and  left  at  rest  in  a  fused  condition,  no  separation  takes  place  if  the 
proportion  of  tin  exceeds  a  certain  amount,  but  if  the  quantity  of  tin 
is  less  than  this,  the  alloy  separates  into  two  layers,  like  certain  mix¬ 
tures  of  alcohol,  ether,  and  water,  each  layer  consisting  of  a  ternary 
alloy  of  the  above  three  metals.  The  authors  have  examined  the  nature  I 
of  this  separation,  and  the  composition  of  the  alloys  under  different 
conditions.  The  method  of  experiment  consisted  in  maintaining  the 
fused  mixture  at  a  temperature  of  COO — 700°  for  some  hours,  care 
being  taken  to  avoid  convection  currents,  and  analysing  the  two 
layers,  which  were  usually  quite  distinct.  In  order  to  obtain  separa¬ 
tion,  the  proportion  of  tin  must  not  exceed  § ths  by  weight  of  the  whole. 
The  heavier  alloy  consists  of  a  saturated  solution  of  zinc  in  lead  I 
containing  tin,  the  lighter  consists  of  a  saturated  solution  of  lead  in 
zinc  containing  tin.  The  two  alloys  always  correspond  with  two  con-  , 
jugate  points  on  the  solubility  curves  of  zinc  in  lead-tin,  and  of  lead 
in  zinc-tin.  The  tin  does  not  distribute  itself  equally  in  the  two  t 
alloys,  except  when  present  in  a  particular  proportion,  which  varies  I 
with  the  ratio  of  zinc  to  lead.  With  less  tin  than  (his,  the  lighter  | 
alloy  takes  up  the  excess  of  tin  5  with  more,  the  heavier  takes  up  the  I 
excess.  Consequently  an  indefinite  number  of  mixtures  may  be  pre-  j 
pared  in  which  the  heavier  alloy  will  always  be  the  same,  the  lighter 
alloy  varviug  in  composition,  whilst  in  another  set  the  lighter  alloy  I 
will  remain  constant,  the  lower  varying.  In  the  absence  of  tin,  lead  | 
dissolves  zinc  forming  an  alloy  containing  1‘24  per  cent,  of  zinc,  and 
zinc  dissolves  lead  formiug  an  alloy  containing  1T4  per  cent,  of  lead. 

H.  K.  T.  j 

Compounds  of  Vanadic  Pentoxide  with  Sulphuric  Acid.' 

By  L.  Muxzixg  (Ghent.  Centr .,  1889,  ii,  9US — 909). — In  a  critical  essay 
on  the  various  compounds  of  vanadic  and  sulphuric  acids,  said  to  have 
been  prepared  by  several  workers,  the  author  considers  that  tbe 
anhydrous  compounds  which  Fritsche  and  Ditti  claim  to  have  prepared 
are  not  obtainable,  and  that  their  yellow  or  orange  compound  is. 
identical  with  that  of  Berzelins.  Gferland’s  octohedral  compound, 
Y-.05,3803,  is  identical  with  Berzelius’s  brown  compound. 

J.  W.  L. 


Mineralogical  Chemistry. 


Occurrence  of  Hydrogen  Sulphide  and  Sulphur  in  thi 
Stasslurt  Salt  Deposits.  By  E.  Pfeiffer  (Arch.  Fharm.  [3],  27 
1134 — 1137). — In  a  new  shaft  sunk  near  Grusten,  compact  anhydrit 
was  passed  through  at  a  depth  of  lOo  to  133  metres;  the  salt  clay  w  a 
also  regularly  and  compactly  deposited,  but  at  its  contact  with  rock 
salt  it  was  permeated  by  strings  of  crystallised  sulphur  as  thick  as  th 
finger.  E.  Reiehardt  first  explained  such  an  occurrence  of  snlphui 
ascribing  it  to  the  action  of  decomposing  vegetable  matter  collecte 
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:on  the  shores  of  the  ancient  sea,  which  decomposing  substances  in 
contact  with  anhydrite  caused  the  separation  of  sulphur  and  the  for¬ 
mation  of  hydrogen  sulphide,  whilst  the  lime  set  free  was  converted 
Siuto  calcium  chloride  by  the  action  of  magnesium  chloride,  magnesia 
being  deposited.  The  free  magnesia  is  detectable  in  the  salt  clay, 
iand  the  calcium  chloride  in  the  secondary  product  tachydrite.  The 
{occurrence  of  sulphur  in  these  deposits  affords  some  confirmation  of 
j'Reichardt’s  view  of  the  origin  of  the  gaseous  hydrocarbons  so  fre- 
jqueutly  found  in  quantity  in  the  cavities  of  the  carnallitc  deposits, 
which  he  also  ascribes  to  the  decomposition  of  vegetable  matter. 

:  j.  t. 

j  Native  Lead  from  Pajsberg,  Sweden.  By  A.  Ham  hero  (Zeit. 
Kryst.  Min.,  17,  253 — 263). — Native  lead,  in  distinct  crystals,  has 
recently  been  found  at  the  Harstigen  mine,  near  Pajsberg,  in  \Ve rm- 
jland.  It  occurs  only  in  open  cavities,  not  filled  in  with  calcite.  The 
jforms  observed  on  the  crystals  collected  by  the  author  were :  0, 
coOco,  coO,  202,  50,  co04.  An  analysis  of  the  lead  crystals  failed  to 
indicate  the  presence  of  any  other  element.  The  sp.  gr.  was  found 
-to  be  1P372.  The  author  is  of  opinion  that  the  lead  has  been  reduced 
by  arsenious  acid,  as  arsenic  compounds,  especially  arsenates,  are 
of  frequent  occurrence  in  the  Wermland  mines.  B.  H.  B. 

Fluorspar,  Opal,  Amber,  and  Diamond.  By  G.  F.  Kusz 
\(Amer.  J.  Sci.  [3],  38,  72 — 74). — The  author  describes  some  crystals 
of  fluorspar  found  in  a  cave  in  Archaean  limestone  at  Macomb,  St. 
| Lawrence  Co.,  New  York.  The  cave  contained  at  least  15  tons  of  the 
| mineral,  the  crystals  being  simple  cubes  of  a  uniform,  light,  sea-green 
[colour.  The  author  also  describes  specimens  of  a  very  remarkable 
[amber  from  an  unknown  locality  in  Southern  Mexico.  The  colour  is 
fa  rich  golden-yellow,  and  the  mineral  exhibits  fluorescence  similar  to 
[that  of  uranine.  A  specimen  of  fire  opal  was  found  near  John  Davis 
River,  Oregon.  It  is  the  first  opal  found  in  the  United  States  that 
[exhibits  colour.  In  conclusion,  the  author  notes  that  a  small 
J  diamond  is  said  to  have  been  found  in  Itussel  Co.,  Kentucky, 
i  B.  H.  B. 

Artificial  Copper-bismuth- glance.  By  R.  Schneider  (J.  pr. 
Chem.  [2],  40,  564 — 573  ;  compare  Abstr.,  1889,  354). — 0  no  gram 
of  finely  powdered  potassium  bismuth  sulphide,  K2S,Bi2S3,  prepared 
by  fusing  powdered  bismuth  (1  part)  with  potassium  carbonate 
(6  parts)  and  sulphur  (6  parts),  is  put  into  a  flask  (50 — 60  c.c.), 
which  is  then  filled  with  a  feebly  ammoniacal  solution  of  0'235  gram, 
of  cuprous  oxide  iu  hydrochloric  acid,  and  well  shaken.  After  8  or 
10  days  the  solution  becomes  colourless,  and  a  nearly  black  powder 
settles  down  ;  this  is  a  mixture  or  compound  of  cuprous  sulphide, 
bismuth  sulphide,  potassium  sulphide,  and  bismuth  trioxide  ;  it  is 
put  into  a  flask  which  is  filled  with  a  mixture  of  equal  quantities  of 
flesh  hydrosulpb uric  acid  and  dilute  hydrochloric  acid  (l:2U),and 
well  shaken.  The  resulting  powder  is  found  to  have  the  same  com¬ 
position  as  coppor-bismuth-glance,  and  when  it  is  fused  assumes  the 
light-grey  colour  and  crystalline  fracture  of  the  natural  mineral.  Its 
specific  gravity7  at  15°  is  6T0,  that  of  the  natural  mineral  being 
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5*137 — 5'2G3  according  to  Weisbach,  and  G  23 — 6*38  according  to 
Frenzel. 

Copper-bismuth-glance  is  also  artificially  obtained  by  fusing  cuprous 
sulphide  Avitli  bismuth  sulphide  (equal  mols.).  It.  is  thus  evident 
that  the  rational  formula  of  this  mineral  is  Cu2S,Bi2S3. 

By  passing  hydrogen  sulphide  through  a  mixture  of  cuprous 
chloride  (o  mols.)  with  bismuth  trichloride  (2  mols.),  and  fusing  the 
precipitate  formed,  artificial  copper-bismuth  ore  (Wittichenite), 
3Cu2S,Bi2S3,  is  obtained.  c  A.  G.  B. 

Metallurgical  Products  from  the  Mechernich  Lead  Works. 

By  A.  Brand  ( Zeit .  Kryst.  Min.,  17,  264 — 268). — Some  crystals 
from  the  Mechernich  lead  furnaces  were  examined  by  the  author, 
and  two  types  are  described  in  detail.  The  crystals  of  the  first  type 
Avere  flat,  triangular,  and  irregular,  and  exhibited  a  perfect  metallic 
lustre  and  steel-grey  colour.  They  were  found  to  be  tAvinned 
octahedra  of  the  regular  system,  and  to  give  on  analysis  the  following 
results  : — 

S.  Cu.  Pb.  Fe.  Total. 

18*43  49*73  18*47  13*41  100*U4 

This  is  eAudently  an  isomorphous  mixture  of  Cu2S,  Fc2S,  and  PbS. 
A  mineral  crystallising  in  the  regular  system  with  the  composition 
2PbS  +  Cu2S  (cnproplumbite)  is  known,  as  are  also  regular  crystals 
of  artificially  prepared  copper-glance.  This  metallurgical  product  is 
consequently  chiefly  of  interest  on  account  of  its  crystallising  in  the 
regular  system  in  the  presence  of  so  much  iron  as  Fe-S. 

The  crystals  of  the  second  type  appear  to  be  distinct  oetohedra. 
Analysis  gave  the  following  results: — 

Sb.  Pb.  Cu.  Ki.  Co.  Fe.  S.  Total. 

32*80  19*32  41*25  4*60  0*48  0*27  0*66  99*68 

This  the  author  considers  to  be  an  isomorphous  mixture  of 
NiSb,PbS  and  Cu2S,PbSb,  and  CuuSb.  B.  H.  B. 

Preparation  of  Crystallised  Iron  Disulphide  (Iron  Pyrites). 

By  E.  Glatzel  (Be?*.,  23,  37 — 40). — Iron  pymites  may  be  artificially 
prepared  by  the  action  of  phosphorus  pentasulphide  on  ferric  chloride. 
For  this  purpose,  a  mixture  of  ferric  chloride  (50  grams)  and  phos¬ 
phorus  pentasulphide  (25  grams)  is  carefully’  heated  in  a  retort  as  long 
as  thiophosphoryl  chloride  distils  oA’er  rapidly’,  and  then  strongly  heated 
uutil  the  evolution  ceases  entirely’.  On  cooling,  a  greyish- white  mass 
is  formed  under  a  crust  of  unaltered  ferric  chloride  and  phosphorus 
pentasulphide,  which  may  readily  be  detached.  The  mass  is  then 
treated  with  water,  which  removes  ferrous  chloride,  and  the  residual 
mixture  of  iron  pyrites  and  lighter  impurities  sifted  and  washed  to 
remove  the  latter.  The  reaction  is  represented  by  the  equation — 

6FeCl3  +  2P2S5  =  3FeCb  +  3FeS2  +  4PSC13. 

The  iron  pyrites  thus  obtained  forms  microscopic,  sharply-developed 
crystals,  consisting  of  pentagonal  dodecahedra  or  cubes,  or  combina¬ 
tions  of  these,  and  also  combinations  of  the  pentagonal  dodecahedron' 
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land  octahedron.  The  yield  is  very  good,  but  considerable  quantities 
are  lost  in  the  washing  process.  H.  G.  C. 

|  Minerals  from  the  Tyrol  and  other  Localities.  By  H.  v. 

[Foullon  {Jahrb.  f.  Min.,  1889,  ii,  Bef.  414 — 420;  from  Jahrb.  k.k. 
\<jeol.  Beichmnst .,  38,  1 — 38). — This  memoir  is  divided  into  nine 
heads.  The  first  deals  with  the  minerals  found  at  Hall,  in  the  Tyrol, 
the  minerals  described  being  galena,  brennerite,  and  bloedite.  Of 
the  last  two,  a  number  of  analyses  are  given.  The  second  section 
is  devoted  to  a  description  of  the  brucite  which  occurs  with  car¬ 
bonates  of  calcium,  magnesium,  and  strontium  at  the  Stein  pass,  near 
lmst,  in  the  Tyrol.  The  specimen  examined  so  closely  resembled 
Sgurhofian,  that  the  author  was  induced  to  examine  that  mineral  from 
(Gurhof,  Windhof,  and  Altcnberg.  The  results  of  the  analysis  of 
[the  specimen  from  Windhof  showed  it  to  be  composed  of  4’80  per 
■cent,  of  serpentine,  89  00  percent,  of  calcium  and  strontium  carbonate, 
3’89  per  cent,  of  magnesium  carbonate,  and  T48  per  cent,  of  magne¬ 
sium  hydrate.  A  product  of  the  alteration  of  serpentine  so  rich  in 
lime  is  remarkable,  and  it  would  beof  interest  to  know  whether  other 
serpentines  when  altered  actually  yield  magnesium  hydrate. 

The  remaining  sections  deal  with  (3)  realgar  from  Wolfsberg,  in 
, Carinthia ;  (4)  minerals  from  Truskawiee,  in  Galicia;  (5)  minerals 
fiom  Kozep-hcgy,  near  Kosenau,  in  Upper  Hungary;  (0)  quartz 
2 from  Bereghszasz,  (7)  siderite  in  the  opal  of  Nagy  Laaz,  in  Hungary  ; 
:  (8)  similarity  of  the  Japanese  and  Greek  glaucophane  rocks;  and 
(9)  similarity  of  the  eruptive  rocks  of  the  province  of  Karassi,  in 
Asia  Minor,  and  those  of  Sehemnitz,  in  Hungary.  B.  H.  B. 

|  Plattnerite  from  Idaho.  By  H.  A.  Wheeler  (Amer.  J.  Sci.  [3], 
38,79). —  The  author  notes  a  new  occurrence  of  plattnerite  (lead 
dioxide)  from  one  of  the  lead  mines  of  the  Coenr  d’Alene  district, 
Idaho.  The  specimen  was  irregular,  massive,  and  of  an  iron-black 
colour,  with  a  chestnut-brown  streak.  The  hardness  is  5  to  5*5,  and 
[the  sp.  gr.  9*411.  Analysis  gave  the  following  results  : — 

Tb0.2.  SiO,.  Fe,0:).  Total. 

90-03  1-C2  1*12  99-87 

|  The  percentage  of  lead  is  83-09.  This  rare  mineral  is  called  a  doubt¬ 
ful  species  in  Dana’s  System  of  Mineralogy  (compare  next  abstract). 

B.  H.  B. 

;  Plattnerite  from  Idaho.  By  J.  D.  Hawkins  and  E.  N.  Hawkins 
{Amer.  J.  Sci.  [3],  38,  105 — 100). — Two  analyses  of  plattnerite  from 
ia  mine  near  Wallace,  Shoshone  Co.,  Idaho.  The  results  were  as 
tollows  : — 


Pb02. 

90-99 

ZnO. 

0-07 

Si02.  A1,03. 
2-08  0*98 

Fo203. 

5-09 

Total. 

99-71 

91*03 

0-07 

34)0 

5 -SO 

99-90 
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The  sp.  gr.  of  the  powdered  mineral  is  7'2o,  which  seems  to  he  more 
in  accordance  with  the  sp.  gr.  of  massicot  (8"0)  than  with  that  given 
hy  Wheeler  (preceding  abstract).  The  specimen  was  found  in  a 
fissure  vein  in  quartzite,  and  appears  to  be  a  direct  alteration  from 
galena.  B.  H.  B. 

! 

Urao  (Natural  Soda).  By  T.  Chata-rd.  (Amer.  J.  Sci.  [3], 
38,  59 — 64). — The  salts  described  by  the  author  were  obtained  | 
by  the  spontaneous  solar  evaporatiou  of  the  water  of  Owen’s  Lake,  j 
California,  and  consequently  are  regarded  as  minerals.  The  urao  of  ! 
Venezuela,  analysed  by  Boussingault,  is  an  almost  theoretically  pure 
salt,  showing  only  a  small  loss  of  water  and  a  trifling  increase  of 
sodium  hydrogeu  carbonate.  The  existence  of  a  native  sodium  sesqui- 
carbonate,  Na2C03,2NaHC03  +  3Il20,  to  whi'-li  the  name  of  trona 
has  been  given,  rests  on  an  analysis  by  Klaproth,  and  to  this  mineral  | 
the  numerous  published  analyses  of  natural  sodas  have  been  referred.  ! 
A  recalculation  of  these  analyses  shows  that  none  of  them  agree  with 
this  formula,  but  that  the  salts  were  uraos,  with  a  widely  varying 
excess  of  one  or  the  other  of  the  two  carbonates.  Additional  proof  I 
was  afforded  by  the  fact  that  the  artifical  salt  produced  b}r  Winkler’s  | 
method  was  a  urao  with  an  excess  of  sodium  hydrogen  carbonate. 
Thus,  there  is  no  such  salt,  either  natural  or  artificial,  as  sodium 
sesquicarbonate,  but  the  true  salt  has  the  formula  Na2C03,NaHC03  -f 
2H,0,  although  the  presence  of  an  excess  of  sodium  hydrogen  carbonate  , 
may  occasionally  give  results  approaching  the  compositiou  of  a  sesqui¬ 
carbonate.  The  five  salts  of  which  analyses  are  appended  were  obtained 
from  Owen’s  Lake.  Nos.  1  and  2  are  from  the  same  specimen,  and 
were  formed  in  an  artificial  ground  vat,  No.  1  being  well  crystallised 
and  translucent,  sp.  gr.  2T473,  and  No.  2  the  undissolved  portion  of 
the  first  product.  No.  3  was  formed  on  a  branching  grass-root.  No.  4 
is  from  a  small  lagune  on  the  east  side  of  the  lake.  No.  5  was  formed 
in  a  vat  which  was  dug  in  the  beach,  and  allowed  to  fill  with  per¬ 
meating  water  from  the  surrounding  soil. 


l. 

2. 

3. 

4. 

5. 

Insol.  inorganic. 

0-02 

0-22 

2-92 

0-40 

4-10 

Insol.  organic  .  . 

— 

— 

014 

0-12 

0-27 

SiO, . 

— 

o-io 

0-05 

0-09 

0-04 

CaO  . . 

— 

— 

— 

006 

— 

MgO . 

— 

— 

— 

0-02 

— 

K>0 . 

— 

— 

— 

trace 

— 

Na»0 . 

40-99 

41-26 

4022 

4008 

39-36 

Cl . 

0-19 

1-57 

2-73 

0-21 

1-83 

so3 . 

070 

0-79 

076 

0-63 

084 

CO,  . 

3S-13 

37-00 

35-24 

37-50 

35-10 

h2o . 

20-07 

19-62 

18-31 

19-94 

18-58 

Total  . 

100-10 

100-56 

100-37 

99-05 

100-12 

0  -  Cl  . 

004 

0-35 

0-61 

0-05 

0-41 

100-06 

100-21 

99-76 

99-00 

99-71 
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Encli  of  these  samples  is  urao,  differing  very  slightly  from  the 
theoretical  figures — 


A'aoCO;,. 

46-90 


AallCOj. 

37-17 


h,o. 

15-93 


A  series  of  experiments  was  undertaken  in  order  to  determine  the 
conditions  under  which  urao  is  formed.  In  no  case,  no  matter 
what  the  relative  proportions  of  the  salts  might  be,  was  any  other 
mixed  carbonate  but  urao  obtained.  It  is  therefore  remarkable  that 
Ithis  salt,  which  seems  to  be  the  natural  form  of  sodium  carbonate, 
should  either  not  be  mentioned  in  treatises  on  the  sodium  salts,  or  be 
confounded  with  another  which  docs  not  appear  to  exist  at  all. 

B.  H.  B. 


j  Kaliborite,  a  new  Boron  Mineral.  By  W.  Feit  ( Chem .  Zeit., 
13,  1188). — In  the  mines  at  Schmidtmannshall,  near  Ascherslcben, 
not  only  are  boracite,  pinnoite,  and  stassfurtitc  found  in  the  upper 
(layers  of  the  kainite,  but  there  is  also  another  mineral  present,  in 
fragment,  either  quite  pure  or  associated  with  the  above  minerals. 
Disregarding  the  1  to  2  per  cent,  of  sodium  chloride  it  contains,  it 
has  the  following  composition  : — 


AO. 

6-48 


MgO. 

12-06 


BA. 

57-46 


AO. 

24-00  =  100 


from  which  is  deduced  the  complex  formula — 

K4Mg9B4,Os3  +  39H20,  or  2K2BsOio  4-  OilgBA  +  39H20. 

I  This  new  mineral  is  called  kaliborite;  itssp.gr.  is  2'05,  and  superficially 
it  resembles  pinnoite,  but  its  fracture  resembles  that  of  kieserite,  and, 
like  the  latter  mineral,  it  falls  to  powder  under  water ;  this  is  attributed 
to  the  solution  of  the  small  proportion  of  sodium  chloride  which  prob¬ 
ably  acts  as  a  cement  The  powder  consists  of  microscopic,  colourless, 
sharp-edged  grannies,  clear  as  water,  hut  on  which  crystalline  faces 
cannot  be  detected.  The  mineral  is  slightly  soluble  in  water  yielding 
an  alkaline  solution,  but  is  not  decomposed  by  it;  it  dissolves  readily 
when  warmed  with  mineral  acids.  Before  the  blow-pipe,  it  fuses  with 
difficulty  to  a  colourless  glass. 

It  is  suggested  that  kaliborite  is  formed  from  pinnoite,  the  strong 
,  r°<ash  solutions  in  the  mine  abstracting  magnesium  and  introducing 
potassium,  for  although  laboratory  experiments  have  failed  to  produce 
kaliborite  by  soaking  pulverised  pinnoite  in  saturated  solntions  of 
j  potassium  chloride,  yet  under  the  conditions  in  the  earth  it  may  be 
I  probable,  and  a  fragment  was  found  consisting  of  pinnoite  grown  on 
boracite,  a  portion  of  the  former  being  covered  over  with  a  layer  of  tho 
new  mineral,  2  to  10  mm.  thick.  D.  A.  L. 

f 

Descloizite  from  new  Localities.  By  W.  F.  IIillewuno  (.bn/?n 
A  >ici.  [3],  37,  434 — 439). — The  author  gives  the  three  following 
analyses  of  descloizites  from  new  localities  in  America  : — 
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PbO.  CuO.  FeO. 

ZnO. 

Y205. 

As205. 

P,o5. 

JT.,0. 

Cl. 

I.  55-93  1-15  0-70 

1594 

20-80 

0-32 

0-27 

4-37 

— 

11.  50-01  1  05  0-07 

17-73 

20-44 

0-94 

0-26 

2-45 

0-04 

III.  57-00  11 

•21  trace 

4-19 

19-79 

1-10 

0-19 

2-50 

0-07 

SiO,. 

CaO. 

MyO. 

K,0. 

Na;0. 

CO,. 

Total. 

I.  0-18 

0-10 

006 

— 

— 

— 

99-82 

TI.  1-01 

0-04 

003 

— 

— 

— 

10007 

III.  o-so 

1-01 

0-04 

o-io 

0-17 

0-S2 

98-99 

No.  I  is  a  friable,  uncrystallised  material,  from  Mayflower  Mine, 
Beaverhead  Co.,  Montana.  It  has  a  dull-yellow  to  pale-orange  colour, 
and  consists  chieflv  of  a  vanadate.  The  percentage  of  water  is  double 
that  required  by  descloizite,  R>(0H)V04 ;  but  this  is  not  considered 
sufficient  cause  for  separating  the  mineral  from  descloizite,  although 
the  close  agreement  of  water-determinations  made  ou  different  samples 
appears  to  indicate  the  correctness  of  the  formula 
2[R;(0H)V04]  +  H>0. 

No.  IT.  from  the  Commercial  Mine,  Georgetown,  New  Mexico,  is 
one  of  the  most  interesting  occurrences  of  descloizite  known,  becanse 
of  the  extreme  brilliancy  of  colouring  of  the  mineral.  It  varies  from 
yellow  through  all  shades  of  orange-red  to  deep  reddish-brown. 

No.  Ill  was  found  in  the  Lucky  Cuss  Mine,  Tombstone,  Arizona, 
as  an  incrustation  on  quartz.  Its  colour  is  brown,  its  hardness  3’5, 
and  its  sp.  gr.  5'88.  The  low  total  in  the  analysis  is  probably  owing 
to  a  loss  of  zinc.  There  can  be  no  doubt  that  the  general  formula 
for  this  vanadate  is  that  of  descloizite.  It  closely  resembles  the  des- 
cloizite  of  Pcnfield  (Abstr.,  18S4.  24),  the  cupro-deseloizite  of 
Rammelsberg  (Abstr.,  1885,  731),  and  perhaps  the  tritochorite  of 
Frenzel  (Abstr.,  1S82,  473).  Tlie  specific  identity  of  all  these  sub¬ 
stances  seems  highly  probable,  and  it  might  be  well  to  designate  them 
by  some  distinctive  name.  For  this  purpose  cupro-descloizite  is  the 
most  suitable.  B.  H.  B. 

Pharmacolite  from  the  Vosges.  By  K.  Janxetaz  (.Tahrb.f.  Min., 
1889,  ii,  Ref.  409  ;  from  Bull.  Soc.  fran.  min.,  11,  212 — 215). — The 
crystals  found  at  Sainte-Marie-anx-mines,  Vosges,  arc,  as  usual,  grouped 
radially.  They  have  a  sp.  gr.  of  2*535,  and,  after  subtraction  of  0’70 
per  cent,  of  silica  and  035  per  cent,  of  ferric  oxide,  gave  on  analysis 
the  following  results  : — 

As203.  P205.  CaO.  MgO.  H20.  Total. 

51-05  0-30  24*54  0’50  24’00  100-39 

B.  H.  B. 

Silicic  Acids.  By  G  F.  Becker  (Amer.  J.  Set.  [3],  38,  154— 
157)  - — The  silicic  acids  usually  assumed  to  be  necessary  to  account 
for  the  natural  silicates  are  ortliosilieic  acid,  H4Si04,  metasilicic  acid, 
H2Si03,  polysilicic  acid,  H4Si2Os,  and  disilicic  acid,  H,Si205.  Grotli, 
however,  has  shown  that  polysilicic  acid  may  be  regarded  as  a  com¬ 
bination  of  H2Si2Os  and  H2SiOa,  thus  reducing  the  number  of  acids  to 
three.  If  disilicic  acid  is,  as  Grotli  suggests,  a  constituent  of  the 
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alkaline  felspars,  it  is  remarkable  that  it  is  not  of  more  frequent 
occurrence  independently,  for  whilst  polysilicates  are  amongst  the 
most  abundant  minerals  found,  di, silicates  are  represented  only  by 
petalitc  and  milarite.  The  author  proposes  to  simplify  the  series  of 
acids  in  another  way,  namely,  by  regarding  lf2Si04  and  H,.SisOs  as 
forming  4H2Si03,  an  hypothesis  which  is  supported  by  the  fact  that 
both  of  the  constituents  are  very  abundant  in  nature.  There  are,  too, 
grounds  in  the  behaviour  of  the  silicates  favourable  to  this  view  of 
their  constitution.  It  remains  to  be  considered  how  disilieie  acid  is 
to  be  regarded.  This  the  author  regards  as  a  poly  si  1  ici  e  acid  from 
which  orthosilicic  acid  has  been  removed,  a  process  represented  by 
SHtSijOs  —  IljSiOi  =  411oSh05.  The  constitution  of  petalitc  and 
milarite  appears  to  be  insufficiently  established,  and  it  is  not  neces¬ 
sary  to  assume  for  them  an  acid  not  known  to  exist  elsewhere. 

B.  H.  B. 

New  occurrence  of  Gyrolite.  By  F.  W.  Clarke  (Amer.  J.  Sri. 
[3],  38,  128 — 129). — A  mineral,  lining  crevice  veins  in  the  New 
Almaden  quicksilver  mine  in  California,  locally  supposed  to  be  white 
fluorspar,  is  found  by  the  author  to  be  gyrolite,  having  the  following 
composition  : — 

ILO.  SiO...  A1,03  +  Fe203.  CaO.  K„0.  XiuO.  F. 

14-60  32-54  071  29-97  176  0'27  075 

The  gyrolite  is  obviously  not  perfectly  pure,  but  it  agrees  approxi¬ 
mately  with  the  formula  Ca2Si30  +  3H20.  B.  H.  B. 

Artificial  Magnesia  Mica.  By  K.  v.  Chroustschoff  (Zeit.  En/H. 
Min.,  17,303-  from  Ttschermak’s  min.  Mitth.,  9,  55). — An  artificially 
prepared  glass,  having  approximately  the  composition  of  a  basalt  free 
from  felspar  and  poor  in  iron,  was  pulverised  and  melted  in  a  platinum 
crucible  with  the  constituents  of  an  iron-magnesia  mica,  amorphous 
silicic  acid,  and  a  mixture  of  potassium  silicofluoridc,  sodium 
fluoride,  and  aluminum  fluoride.  The  product  of  the  melting  con¬ 
sisted  of  brown  tablets  of  mica,  spinel,  and  glass.  The  mica  (I)  and 
spinel  (II)  gave  on  analysis  the  following  resnlts  : — 

Si02.  A1,03.  Fe203.  FeO.  MnO.  MgO.  K20.  Xa20.  F.  Total. 

I.  39*1 1  18-09  2-17  8-55  trace  21  02  7:23  1-74  1  65  99-56 

II.  —  63-15  4-19  10-82  —  22  85  —  —  —  101-01 

B.  H.  B. 

Barytic  Felspars  from  Sweden.  By  L.  J.  Igelstrom  (Jahrb.  f. 
Min.,  1889,  ii,  Ref .  409 — 410;  from  Bull  Soc.  f  ran.  Min.,  11,  263 — 264). 
• — At  the  Sjb  Mine,  Orebro,  a  red  felspar,  resembling  the  hyalophane 
of  Jacobsberg,  occurs  in  association  with  gurnet,  specular  iron  ore, 
hansmannite, rhodonite.  On  analysis,  the  results  given  under  I  were 
obtained  : — 

Si02.  A1203.  FeO  +'MnO.  BaO.  MgO.  CaO.  K20  +  NaO.  Total. 

I.  61-90  15-80  5-00  9*58  1-30  0'40  (5*02  loO-OO 

II.  54-15  29-69  —  1-26  1'52  1-00  12*47  100-00 
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The  second  analysis,  [I,  is  that  of  a  white  felspar, “optically  re¬ 
sembling  albite,  bnt  much  more  basic.  It  occurs  in  association  with 
rhodonite  and  calcite.  B.  H.  B. 

Andesine  from  Bodenmais.  By  M.  Schuster  and  H.  v.  Focjllon 
(Zeit.  Kryst.  Min.,  17,  300;  from  Jahrb.  k.k.  Oeol.  Reichsanst.,  37, 
2L9). — Analysis  of  this  felspar  gave  the  following  results: — 

SiCU  AL03.  CaO.  MgO.  K,0.  Na2G.  Fc,03.  S.  Total. 

5  9  •  2  *2  25-88  7‘08  0'28  0'54  6/0  0-96  0'03  100-78 

This  composition  is  that  of  the  mixture  of  albite  and  anorthite 
represented  by  the  formula  Ab7An4.  The  optical  properties  of  the 
felspar  are  intermediate  between  those  of  the  mixtures  Ab2An,  and 
Ab3An2.  The  angle,  for  instance,  made  by  the  direction  of  extinction 
with  the  edge  formed  by  the  faces  OP  and  coPco  on  a  cleavage  plate 
taken  parallel  to  OP  is  —1°  47',  the  corresponding  angles  in  the 
mixtures  Ab.Anl  and  Ab3An2  being  —0°  35'  and  —2°  12'  respectively. 

B.  II.  B. 

Cossa'ite  from  the  Upper  Susa  Valley.  By  G.  Piolti  (Jahrb.  f. 
Min.,  1889,  ii,  Kef.  428;  from  Atti  Acc.  Sci.  Turin,  23,  7). — This 
mineral  occurs  interbedded  in  lime  mica  schists,  ft  is  of  an  apple- 
green  colour,  and  easily  yields  a  white  powder.  It  looks  as  if  it  were 
amorphous,  but  under  the  microscope  is  seen  to  be  composed  of  a 
number  of  small  plates.  Thin  sections  polarise  very  distinctly,  and 
the  mineral  is  seen  to  be  anisotropic  and  biaxial.  Its  hardness  is  2  5, 
and  its  sp.  gr.  3"07.  Analysis  gave  the  following  results  : — 

SiO.,.  A1203.  Fe203.  Li.,0.  Na20.  K20.  H20.  Total. 

40-49  40-68  2-08  trace  4' 75  1-33  4;57  100-50 

According  to  Dana,  cossa'ite  is  identical  with  paragonite.  The 
author,  however,  regards  this  mineral  as  cossaite,  and  is  of  opinion 
that  cossaite  should  not  be  classed  as  onkosin,  but  as  a  member  of  the 
mica  group.  B.  H.  B. 

Epidote  and  Muscovite.  By  H.  v.  Fout.uon  and  V.  Goldschmidt 
(Zeit.  Kryst.  Mtn.,  17,  299 — 300;  from  Jahrb.  k.k.  rjeol.  Reichsanst., 
37,  1). — Analysis  I  gives  the  composition  of  epidote  from  a  coarse¬ 
grained  glaucophane  schist  from  the  island  of  Syphnos  ;  Analysis  II 
that  of  pale-green  muscovite  from  the  glaucophane  schist  of  Syra  : 

Si02.  A1203.  Fe203.  FeO.  CaO.  MgO.  Ignition.  Na20.  H20.  Total. 

I.  40-23  23-74  1P95  0-50  20-49  072  2‘35  —  —  99'98 

II.  49-34  23-69  684  —  T25  2-97  4-40  078  10-74  100-01 

B.  H.  B. 

Aegirine.  By  J.  Machado  (Zeit.  Kryst.  Min.,  17,  304,  from 
Tschermak's  min.  Mitth.,  9,  318). — The  augite  from  the  coarse-grained 
nepheline  syenite  of  Barriero,  Minas  Geraos,  Brazil,  proved  to  be 
aegirine,  having  the  following- composition  : — 

Si02.  A1o03.  Fe203.  FeO.  CaO.  JMgO.  K;0.  Na20.  Ignition.  Total. 

51-60  1*92  26-29  4-20  4-25  M5  1-05  8‘89  0-56  99'91 
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This  represents  a  mixture  of  3XaFeSiaOs,  1  Xa-Ah>Si06,  2CaFeSi,0«, 
and  2Ca3Ig8i,06.  B.  H.  B. 

Inesite,  a  Manganese  Silicate  from  Dillenburg.  By  A. 

Sciineioer  (Zeit.  T\rifst.  3 fin.,  17,  298 — 299  ;  from  Jahrb.  prmss.  grot . 
Tt rich «« ».«/,  1888,  472). — At  Xanzenbach,  near  Dillenburg.  manganese 
ore  is  mined  in  a  contaet-vein  between  clay-slate  and  diabase,  the  ore 
being  chiefly  manganese  silicate  in  amber-vellow  masses.  This  sili¬ 
cate  is  a  mixture  similar  to  klipsteinitc.  Besides  this  ore  and  man- 
ganite.  psilomelane,  wad,  pyrites,  native  copper,  and  anthracite  occur. 
At  the  sides  of  the  vein,  a  new  mineral,  inesite  (from  7 re*,  muscles), 
has  been  found  in  radiated  masses  of  a  reddish  colour.  It  has  a 
hardness  of  G,  and  gave  on  analysis — 

SiO,.  Al/V  FoO.  MnO.  CaO.  MgO.  IFO.  Total. 

4392  0-29  0-69  37 '87  8‘40  0‘33  922  10072 

Taking  into  account  the  fact  that  the  mineral  is  slightly  altered, 
the  most  probable  formula  appears  to  be  (3InCa)(M nOH)>Si;,Os  +- 
H-O.  The  crystals  are  asymmetrical,  the  axial  ratio  being  a  :  h  •.  c  — 
0-9753  :  1  :  1  320S:  «  =  92°  18',  ft  =  132°  56',  7  =  93  '  51'.  The 
mineral  most  closely  resembling  it  is  the  hydro-rhodonite  of  Engstrom, 
but  this,  although  containing  the  same  amount  of  silica,  contains  less 
manganese  oxide  and  more  magnesia.  B.  H.  B. 

Peridotite  from  Arkansas.  By  J.  C.  Braxxer  and  R.  N. 
Brackett  (Amer.  J.  Sci.  [3],  38,  50 — 59). — This  rock,  which  extends 
over  an  area  of  2400  feet  by  1600  feet,  occurs  in  association  with 
palscozoic  and  cretaceous  rocks,  and  is  shown  by  the  coloured  geo¬ 
logical  map  accompanying  the  memoir  to  be  of  eruptive  origin.  The 
eruption  took  place  at  the  close  of  the  cretaceous  period.  The  specific 
gravity  of  a  comparatively  unaltered  variety  was  found  to  be  2  728 
to  2'651,  whilst  that  of  a  highly  decomposed  variety  was  2‘317.  The 
latter  is  traversed  by  veins  of  barytes  and  serpentine.  The  rock  is 
rendered  porphyritie  by  crystals  of  olivine  and  brownish-yellow  mica. 
The  olivine  is  almost  always  altered  into  serpentine,  and  then  fre¬ 
quently  exhibits  trichites  of  magnetite.  The  ground-mass  consists 
of  angite,  perovskite,  and  magnetite.  Enstatite  and  titaniferons  iron 
are  absent,  and  garnet  is  of  rare  occurrence.  The  rock  contains  0'89 
per  cent,  of  titanic  anhydride.  B.  H.  B. 

Porphyrite  Bosses  in  New  Jersey.  By  J.  F.  Kemp  {Amer.  J. 
Sci.  [3],  38,  130 — 134). — The  author  describes,  with  the  aid  of  a 
map,  the  eruptive  rocks  in  the  north-western  portion  of  Xew  Jersey. 
There  are  eight  exposures  in  all.  The  rocks  are  to  be  classed  with 
the  porphy rites  according  to  the  types  systematised  by  Rosenbusch, 
and  might  be  termed  biotite-angite-porphyrite.  They  agree  with  the 
porphyrites  of  Thuringia  in  composition,  structure,  and  .alteration- 
products.  The  author  gives  the  following  analyses  of  the  rock  from 
two  localities  (1  and  2)  and  of  the  biotite  (3)  : — 
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Si02.  A1203.  Fe.203.  CaO.  MgO.  Iv20.  Na;0.  P,Os.  Ignition.  Total. 

1.  40-47  11*86  17-44  16-80  3' 10  4-21  1-90  —  3'60  99-38 

2.  31-80  18-78  15-20  14-60  3-32  5  07  M0  0‘95  8-10  98-92 

3.  34-61  15-74  8'52  trace  2003  17T4  trace  —  2'80  98'84 

The  sp.  gr.  of  No.  1  is  3'102,  that  of  No.  2  is  2939.  '  The  former 
effervesced,  the  latter  did  not.  Alteration  consequently  lowers  the 
specific  gravity.  B.  II.  B. 

New  Meteorite  from  Mexico.  By  J.  E.  Whitfield  ( Amer .  J. 
Sci.  [3],  37,  489 — 440). — The  author  describes  a  mass  of  meteoric 
iron  weighing  33  kilos.,  found  on  La  Bella  Roca,  a  peak  of  the  Sierra 
de  San  Francisco,  in  the  State  of  Durango.  The  date  of  its  discovery 
and  the  name  of  the  finder  are  unknown.  The  composition  of  the 
metallic  portion  is  as  follows  : — 

Fe.  Ni.  Co.  P.  S.  C.  Total. 

91-48  7-92  0-22  0'21  0*21  O'OO  100-10 

On  one  side  of  the  meteorite  there  are  large,  deep  pittings,  greater 
in  diameter  just  below-  than  immediately  at  the  surface.  Remains  of 
a  substance  that  evidently  originally  filled  the  cavities  proved  to  be 
troilite  having  the  composition — 

NiS.  FeS.  Fe. 

2-13  85-27  9-37 

The  exposed  portions  of  the  troilite  were  greatly  decomposed,  and 
gave  on  analysis — 

NiS.  FeS.  Fe203.  11,0. 

2-07  37-51  37-8  19:85 

The  deep  pittings  were  probably  formed  by  the  removal  of  troilite 
nodules  while  the  mass  w-as  hot,  and  by  the  subsequent  weathering. 
Nodules  of  troilite  occur  throughout  the  mass,  but  the  pittings  have 
been  formed  only  on  the  front  side  of  the  meteorite.  Thin  sections  of 
the  meteorite,  when  etched,  show  Widmannstattian  figures  and  dark 
diagonal  bands  of  troilite.  B.  H.  B. 

Meteorite  from  Mighei,  Russia.  By  S.  Meitnier  (Compt. 
rend.,  109,  976 — 978). — This  meteorite  fell  on  June  9th,  1889,  at 
Mighe'i,  in  the  south  of  Russia.  It  is  a  dark,  greenish-black,  triable, 
earthy  substance  which  soils  the  fingers  and  paper;  sp.  gr.  at  12° 
=  2'495.  In  thin  sections  under  the  microscope  it  is  almost  entirely 
opaque,  with  small  crystalline  nuclei  consisting  chiefly  of  magnesian 
pyroxene  with  some  peridote.  It  contains  OS67  per  cent,  of  a  very 
fine  magnetic  substance  consisting  almost  entirely  of  iron  with  a  little 
nickel,  and  there  are  also  a  few-  grains  of  pyrrhotine  ;  35T67  per 
cent,  of  the  meteorite  is  soluble  in  acids,  and  has  sensibly  the  com¬ 
position  of  peridote,  Si02,  36-21  ;  ilgO,  34-91 ;  FeO,  26*48  =  97-60. 
The  inorganic,  part  of  the  insoluble  portion  has  the  composition — 
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SiO,.  MgO.  FeO.  CaO.  Ab03.  Mil  and  Cr  oxides. 

58-42  28  04.  10-99  3  04  1  12  traces  =  101G1 

The  meteorite  contains  472  j>cr  cent,  of  organic  matter  which,  when 
heated  to  redness  in  a  current  of  hydrogen,  splits  up  into  carbon  and 
a  small  quantity  of  a  bituminous  substance  with  a  powerful  odour. 
Jf  the  meteorite  is  heated  with  alcohol,  it  yields  0’050  per  cent,  of  a 
yellow  resin  very  similar  to  the  kabaite  of  Wohler. 

When  the  meteorite  is  treated  with  water,  it  yields  a  colourless, 
limpid  solution  which  has  an  odour  of  amber,  and  contains  a  small 
quantity  of  organic  matter,  but  it  also  contains  some  inorganic  sub¬ 
stance,  amounting  to  T728  per  cent,  of  the  meteorite,  which  with 
barium  chloride,  gives  a  heavy,  white  precipitate,  and  with  silver 
nitrate  a  brilliant  red,  curdy  precipitate  insoluble  in  nitric  acid.  In 
contact  with  the  mother  liquor,  it  is  partially  converted  into  colour¬ 
less,  hyaline,  highly  refractive  crystals;  when  exposed  to  light,  it 
rapidly  blackens.  The  exact  nature  of  this  substance  has  still  to  be 
determined.  (J.  H.  B. 

New  Meteorite  from  Chili,  *  By  F.  v.  Sandberger  ( Jahrb .  f. 
Min.,  18S9,  ii,  Mem.,  173  -180). — The  author  describes  a  meteorite 
found  at  Carcote,  in  Chili.  It  was  originally  mistaken  for  silver  ore. 
The  main  portion  of  the  mass  is  of  a  light-grey  to  whitish  colour,  and 
is  as  hard  as  quartz.  The  specific  gravity  of  the  mass,  after  removal 
of  nickel-iron,  was  found  to  be  3*466.  In  addition  to  minute  grains 
of  chrome-iron  ore,  the  meteorite  contains  grains  of  two  distinct 
silicates.  A  portion,  0’476  per  cent.,  of  the  meteorite  was  soluble  in 
distilled  water,  and  gave  on  analysis — 

CaO.  MgO.  S03.  KC1,  &c. 

33-83  S-40  27-52  3025 

Hydrochloric  acid  dissolved  the  silicate  which  formed  38*88  per  cent, 
of  the  mass.  This  consisted  of  colourless  graius  which  behaved  like 
olivine  under  the  microscope,  and  which  gave  on  analysis — 

Si02.  MgO.  FeO.  A1,03. 

38-35  35-83  25-28  0*54 

This  is  the  composition  of  an  olivine  fairly  rich  in  iron.  The  second 
silicate  formed  40*73  per  cent,  of  the  meteorite.  It  gave  on 
analysis — 

Si02.  A1o03.  FeO.  MgO.  CaO.  Na20.  1C,0. 

57-43  5-20  10-07  2036  2*85  3’35  074 

This  is  obviously  an  alkali-bearing  compound  of  the  diopside  group, 
a  mineral  which  has  hitherto  but  rarely  been  met  with.  Black  grains 
of  chrome-iron  ore  disseminated  throughout  the  meteorite  form  but 
1*39  percent,  of  the  mass.  The  troilite,  which  forms  5"83  per  cent,  of 
the  mass,  is  not  distinguishable  from  ordinary  magnetic  pyrites.  The 
nickel-iron  gave  on  analysis — 

Fe.  Ni  +  Co.  Mu.  Cu  +  Sn.  P. 

87-08  8.85  1-44  .  0*60  2*03 

2  a  2 
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This  is  similar  to  the  composition  of  the  nickel-iron  from  the  meteor¬ 
ite  of  Deesa.  As  the  alteration-products  contain  the  same  elements 
in  equal  proportions,  the  ferric  oxide,  nickel  oxide,  and  manganese 
oxide  may  be  calculated  as  metal.  This  gives  8  36  per  cent,  of  the 
mass,  which  with  1‘66  per  cent,  of  unaltered  nickel-iron,  represents 
10  02  per  cent,  of  the  meteorite.  Minute  quantities  of  the  rhabdite 
of  Gk  Rose  also  appear  to  be  present.  The  most  remarkable  sub¬ 
stance,  however,  occurring  in  this  meteorite  is  dull-black,  has  great 
hardness  (0),  is  not  attacked  by  acids,  and  consists  exclusively  of 
carbon.  In  one  place  it  forms  a  segregation  3  mm.  in  breadth,  and 
appears  to  be  black  diamond.  Other  carbonaceous  matter  is  present, 
but  has  not.  been  accurately  estimated.  The  results  of  the  investiga¬ 
tion  are  of  considerable  interest,  as  this  meteorite  represents  a  new 
type  for  Chili — a  country  in  which  numerous  meteorites  have  been 
found.  Similar  meteorites  are,  however,  known  in  other  districts. 
Thus,  this  meteorite  resembles  the  Altianello  meteorite  which  fell  on 
February  16,  1883,  and  probably  also  that  of  New  Concord,  Ohio. 

B.  II.  B. 


Organic  Chemistry. 

Arrangement  in  Space  of  the  Atoms  in  the  Molecule  of  Car¬ 
bon  Compounds  containing  Nitrogen.  By  A.  Hantzsch  and  A. 
Werner  (Ber.,  23,  II — 30). — At  the  present  time  a  certain  number 
of  geometrically  isomeric  compounds  are  known  in  which  the 
isomerism  cannot  be  explained  in  the  same  manner  as  in  the  case  of 
fumaric  and  maleic  acids  (Abstr.,  1888.  36).  The  compounds  in 
question  are  the  isomeric  mono-  and  di-oximes  of  benzil,  the  two 
benzaldoximes,  the  two  ethyl  hydrogen  oximidosuccinates,  the  modi¬ 
fications  of  the  hydroxamic  acids,  and  lastly  the  two  isomeric  paraz- 
oxytolnenes,  and  trinitroazotolnenes. 

In  order  to  explain  the  existence  of  isomeric  benzil  mono-  and 
di-oximes,  Anwers  and  V.  Meyer  assume  that  \ran’t  Hoff’s  second 
hypothesis  (according  to  which  isomeric  compounds  of  the  general 

Bin  /K1 

formula  Rt  yC — C^-Rj  cannot  exist)  does  not  hold  true  in  all  cases, 
It/  XR2 

but  that  under  certain  conditions,  three  geometrically  isomeric  com¬ 
pounds  of  such  a  formula  may  be  obtained  (these  Abstr.,  L888,  549, 
597).  The  existence  of  two  isomeric  benzaldoximes  has  been  ex¬ 
plained  by  Beckmann  (Abstr.,  1889,  608)  on  the  assumption  of  a 
different  structure  of  the  oximido-group  in  the  two  compounds,  but 
Goldschmidt  considers  this  explanation  to  be  incorrect  (this  vol., 
P-  253). 

An  examination  of  the  above  compounds  shows  that  all  of  them 
contain  one  or  more  nitrogen-atnms.  The  authors  point  out  that 
np  to  the  present  time  geometrical  considerations  concerning  the 
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arrangement  of  the  atoms  in  the  molecule  have  been  fertile  most  part 
con  timid  to  the  carbon- atom,  ami  it  therefore  appeared  to  them  that  an 
application  of  the  same  principles  to  the  nitrogen-atom  might  lead  to 
an  explanation  of  the  above  cases  of  isomerism,  without  making'  any 
modification  of  Van’t  Hoff’s  second  hypothesis. 

The  following  consideration  forms  the  starting-point  of  the  theory 
proposed.  If  Van’t  Hoff’s  first  hypothesis,  that  u  the  valencies  of  the 
carbon-atom  ait;  equally  distributed  in  space,  and  correspond  to  the 
corners  of  a  regular  tetrahedron  inscribed  in  a  sphere,”  be  accepted, 
it  is  manifest  that  in  the  cyanogen  compounds,  and  in  those  rings  of 
carbon-  and  nitrogen-atoms  in  which  all  three  valencies  of  t lie  latter 
are  combined  with  carbon,  these  valencies  cannot  lie  in  the  same 
plane  as  the  nitrogen-atom.  This  is  expressed  generally  as  fol¬ 
lows  ; — 

The  valencies  of  the  triad  nitrogen-atom  do  not  necessarily  lie  in  the 
same  plane  as  the  nitrogen-atom  itself. 

From  this  consideration  is  deduced  the  hypothesis  that  ‘‘in  certain 
compounds  the  valencies  of  the  nitrogen-atom  are  directed  towards 
the  corners  of  an  irregular  tetrahedron,  the  nitrogen-atom  itself 
occupying  the  fourth  corner.” 

On  this  hypothesis  the  nitrogen-atom  may  be  in  a  certain  sense 
represented,  as  a  tetrahedron,  and,  therefore,  when  a  nitrogen- 
atom  is  united  by  two  of  its  valencies  either  to  a  carbon-atom  or  to  a 
second  nitrogen-atom,  we  may  have  cases  of  isomerism  similar  to  that 
of  fumaric  and  maleic  acids.  Thus  a  compound  of  the  formula 

_  X-OY  X-C-Y 

XYiC _ XZ  should  exist  in  two  forms,  it  and  n  ,  the  com¬ 

ic.  ‘Z  ZX 

,  XX  X-X 

pound  X*X — iVY  in  two  forms,  and  ^ 

It  would  further  follow  from  this  hypothesis  that  compounds  of 
the  formula  X  ft,  might  possibly  exist  in  optically  isomeric  forms, 

X-X-Y  x*X*Y 

and  that  isomeric  hydrazines  of  the  formula;  I  n  an<3  r,  it 
J  U'X'Z  Z-X-U 

might  also  be  obtained.  Such  compounds  are  not,  however,  at  pre¬ 
sent  known. 

According  to  this  theory,  the  above-mentioned  special  cases  of 
isomerism  receive  the  following  explanation 

H'C'"Ph 

Benmldoxime  can  exist  in  the  two  following  forms,  H  and 

°  ’  IVOH 

H-CvPh 

-  G  ;  sufficient  data  are,  however,  not  available  to  show  which 

formula  corresponds  with  benzaldoxime,  which  with  isobenzaldoxime. 

.  -  ,  ,  -  „  PirC — OPh 

henzilmonoxtme  can  exist  also  in  two  forms,  n  II  and 

.  0  X-OII 

Ph-C - CvPh  _  .I7.  . 

M  un  vr  ’  benzildwxune  should  exist  in  three  forms: 

L)  nU’ii 
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PlrC - C-Ph  PlrC— C  Ph  ,  Ph-C - C‘Ph 

fl  II  1 1  1 1  and  I '  II. 

N-OH  N*OH’  HO-N  N-OH’  N-OH  HON 


This  agrees  well  with  the  facts,  two  benzilmonoximes  and  three 
dioximes  being  known.  The  third  formula  probably  represents  the 
7-dioxime,  as  that  comnonud  yields  an  anhydride  so  readily;  the 
/J-dioxime,  which  is  the  most  stable,  has  probably  the  second  formula, 
whilst  the  et-dioxime,  which  in  its  properties  is  intermediate  between 
the  other  two,  has  probably  the  first  formula.  If  these  assumptions 
are  correct,  the  first  formula  given  above  for  the  benzilmonoximes 
must  represent  the  a-monoxime,  and  the  second  the  7-monoxime. 

Ethyl  ITydroqen  Ox  i  mid  os  ucciuates. — The  two  isomeric  compounds 

COOEt-C-CH3-COOH 

will  be  represented  by  the  formuke  and 


COOEt-OCH,-COOH 
1 1 

HON 


Lossen’s  substituted  hydroxamic  acids  may  also  be  regarded  as 


geometrical  isomerides,  having  the  general  formulas 


cnvooH 

•'ll 

HO-N 


C,H/C-OH 

and  M  but  matters  are  here  more  complicated,  as  these 

N  ■  ( J  H 

tautomeric  compounds  may  exist  in  desmotropic  modifications. 

Trlnitroazotolnenes. — These  two  compounds  receive  the  formnla? 
N-C6H3Me-N02  N-C6H3Me-N02 

N-C6H2Me(N02)2  and  C6H2Me(N02)2-N 

The  Parazoxy  toluenes  are  represented  in  a  similar  manner  as 
,  11  n  JST-O.H, 

fo"°"S:  0<N-C,HlandC,HI^<N  • 


To  this  theory  the  objection  may  be  possibly  raised,  that  if  these 
considerations  were  correct  the  number  of  such  isomerides  would  be 
extremely  large,  whereas,  in  reality,  only  a  very  limited  number  are 
known.  In  answer  to  this  the  authors  point  out  that  only  a  very 
small  number  of  the  theoretically  possible  geometrical  isomerides  of 
carbon  compounds  have  been  as  yet  obtained ;  and  that,  further,  such 
geometrical  isomerides  as  are  here  described  can,  according  to  the 
theory,  only  be  formed  when  the  three  valencies  of  the  nitrogen-atom 
are  not  in  the  same  plane  as  the  atom  itself,  and  it  is  quite  possible 
that  in  a  large  number  of  instances  this  condition  may  not  be  ful¬ 
filled,  in  which  case  the  number  of  isomerides  corresponding  with 
those  discussed  above  would  be  greatly  diminished.  Experiments  arc 
now  being  made  to  see  whether,  under  any  circumstances,  optical 
isomerides  of  ammonia  or  hydrazine  derivatives  cau  exist. 


H.  G.  C. 


Sulphur  Compounds  in  Raw  Petroleum  and  in, Petroleum 
Residues.  By  C.  E.  Mabery  and  A.  W.  Smith  (Per.,  22,  3303 — 3305). 
— Ohio  petroleum  contains  considerable  quantities  of  sulphur  com¬ 
pounds  which  are  present  in  the  largest  proportion  in  the  portions 
"boiling  between  200  and  300°.  The  sulphur  compounds  can  be  ex¬ 
tracted  by  treatment  with  concentrated  sulphuric  acid  and,  on  neu- 
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tralising  the  diluted  acid  solution  with  lead  carbonate  (or  lime)  and 
evaporating,  a  salt  separates  from  the  solution.  When  this  salt  is 
distilled  with  steam,  the  sulphur  compounds  collect  in  the  receiver 
in  the  form  of  a  light  yellow  oil  ;  this  product,  which  contains 
14-97  per  cent,  of  sulphur,  was  distilled  under  a  pressure  of  100  mm. 
and  the  following  fractions  collected  : — 

Fraction..  80  —  90°  100  — 105°  135--1400  150 — 155°  185 — 190J 

Sulphur..  none  18'23  15’52  16'44  1421 

The  fractions  boiling  above  100°  all  contained  sulphides,  but  thiophen 
compounds  and  mercaptans  were  absent  in  every  case;  those  of  lower 
boiling  point  gave  crystalline  precipitates  with  an  alcoholic  solution 
of  mercuric  chloride,  whilst  the  higher  fractions  gave  oily  compounds 
which  subsequently  solidified  when  kept  or  recrystal lisec I  from 
benzene.  They  all  combine  with  bromine  with  explosive  violence. 
The  fraction  boiling  at  SO — 90°  combined  with  bromine,  yielding  a 
heavy  oil  which  seems  to  have  the  composition  Ci7Hullr...  All  the 
fractions  boiling  below  135°  combined  with  hydrobromic  acid  yielding 
oily  products. 

Analyses  of  the  mercury  compounds  showed  that  the  sulphur 
compounds  present  are  ethyl,  propyl,  and  butyl  sulphides. 

If.  S.  K. 

Derivatives  of  Diallyl.  By  G.  Ciamiciax  ( Uer .  22,  3326). — A 
reply  to  Wagner’s  note  (this  vol.,  p.  223). 

Cyanogen  Monosulphydrate.  By  R.  Axsciiutz  (Annalen,  254, 
262 — 204). — Pure  cyanogen  monosulphydrate  (flaveanwasserstoff) 
CsHaRoS,  can  be  obtained  by  passing  hydrogen  sulphide  and  excess 
of  C3'anogen  into  alcohol  and  reerystallising  the  dark-coloured  pro¬ 
duct  from  boiling  chloroform.  It  forms  pale  yellow  needles,  begins 
to  darken  at  about  80°,  and  melts  at  87 — 90°  with  decomposition. 

F.  S.  K. 

Action  of  Ammonia  on  the  Compounds  of  Mercuric  Cyanide 
with  Metallic  Chlorides.  By  R.  Varet  ( Compt .  rend.,  109, 
941 — 944). — Aqueous  ammonia  added  to  an  aqueous  solution  of  mer¬ 
curic  ckloroc)ranide  gives  a  white  precipitate  of  niercurammonium 
chloride,  NH.HgCl,  and  the  solution  contains  mercuric  cyanide  and 
ammonium  chloride.  It  follows  that  mercuric  cyanide  has  no  in¬ 
fluence  on  the  action  of  ammonia  on  mercuric  chloride.  If  zinc 
cyanide  is  added  to  the  solution  of  mercuric  chlorocyanide  which  has 
been  mixed  with  excess  of  ammonia,  the  precipitate  redissolves,  and 
when  the  liquid  is  concentrated  over  potash,  the  compound 
HgCy3,ZnCy2,HgClo,4NH3  separates  in  nodules. 

The  action  of  a  solution  of  dry  ammonia  in  absolute  alcohol  oil  dry 
mercuric  chlorocyanide  at  a  low  temperature  yields  a  precipitate  of 
the  composition  HgCl2,3NH3,  and  the  liquid,  when  concentrated  over 
potash,  yields  prismatic  needles  of  the  compound  HgCy3,2NH3.  The 
compound  HgCl2,3NH3  alters  rapidly  when  exposed  to  air  and  is  de¬ 
composed  by  water. 

The  action  of  dry  ammonia  on  dry  mercuric  chlorocyanide  at  7(T 
yields  a  greyish-white  compound,  2Hg.Cy.CI.,3X  HL3,  which  is  dccom- 
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posed  by  water  and  by  aqueous  ammonia,  and  when  heated  yields  a 
blackish  powder. 

Mercuric  zinc  chloroeyanide,  HgCy>.ZnCy3,HgCl2  +  6H20,  in 
an  aqueous  solution,  yields  with  ammonia  a  white  precipitate  of  zinc 
cyanide  and  mercurammoniuin  chloride,  soluble  in  excess.  When 
treated  with  dry  ammonia,  it  loses  water  and  combines  with  4  mols. 
of  ammonia.  When  treated  with  aqueous  ammonia,  it  dissolves  and 
the  solution  yields  small,  crystalline  nodules  of  the  compound 
HgCy2,ZnCy2,HgC]3,4NH3,  which  is  decomposed  by  water,  loses 
ammonia  when  exposed  to  the  air,  and  is  only  slightly  soluble  in  cold 
alcohol  or  cold  aqueous  ammonia. 

Mercuric  cupric  chloroeyanide  dissolves  in  aqueous  ammonia,  and 
when  the  liquid  is  concentrated,  it  yields  blue,  prismatic  needles  ot‘ 
the  compound  2HgCy3,CuCl3,4NH3,  which  can  be  heated  at  100J 
without  loss  of  ammonia,  and  is  only  slightly  soluble  iu  cold,  aqueous 
ammonia,  but  is  decomposed  by  water. 

Mercuric  chloroeyanide  alone  is  decomposed  by  ammonia,  but  in 
presence  of  another  metallic  cyanide  a  triple  compound  is  formed 
and  the  decomposition  of  the  mercuric  salt  is  prevented. 

C.  H.  B. 

New  Method  of  Preparing  Potassium  Ferrieyanide.  By 

(i.  Kassner  (Ghem.  Zeit .,  13,  1701). — Recognising  the  unsatisfactory 
character  of  the  methods  employed  for  the  conversion  of  potas¬ 
sium  ferrocyanide  into  the  ferrieyanide,  the  author  recommends  the 
following  : — 

An  aqueous  solution  of  calcium  plumbate  is  boiled  with  an  alkaline 
carbonate  ;  the  precipitate,  consisting  of  plumbic  peroxide  and  calcium 
carbonate,  converts  ferrocyanide  into  ferrieyanide.  When  carbonic  an¬ 
hydride  is  present  to  neutralise  the  base  formed,  the  reaction  is  as 
follows 2K4PeC6Nf.  +  PbO,(  +  2CaC03)  +  2CO,  =  K6Fe,C12N,,  -p 
K2C03  +  PbC03(-f-  2CaC03).  The  ferrieyanide  and  potassium  car¬ 
bonate  are  dissolved  out,  and  the  mixture  of  lead  and  calcium  car¬ 
bonates  is  reconverted  into  calcium  plumbate  by  igniting  in  the  air. 
The  process,  the  author  argues,  is  economical,  inasmuch  as  there  is  no 
loss  of  material,  and  it  amounts  simply  to  utilising  the  atmospheric 
oxygen  ;  moreover  the  bye-products  are  valuable,  caustic  alkalis 
from  the  decomposition  of  the  plumbate,  and  therefore  it  ought  to 
tend  towards  the  technical  application  of  potassium  ferrieyanide 
(compare  next  abstract),  D.  A.  L. 

New  Application  of  Potassium  Ferrieyanide.  By  G.  Kassxek 
( Chem.  Zeit .,  13,  1302,  1338,  1407).- — The  author  has  observed 
that  wheu  alkaline  potassium  ferrieyanide  and  hydrogen  peroxide 
are  mixed,  oxygen  is  evolved,  the  former  being  converted  into  ferro¬ 
cyanide  ;  the  following  equations  explain  the  change  : — K6Feo(JioN13  + 
2KHO  =  2K3FeC«N6  +  H20  +  0  and  0  +  H303  =  H20  +  02.'  The 
quantity  of  alkali  regulates  the  reaction  ;  therefore  the  following  is 
suggested  as  a  method  for  preparing  oxygeu  : — Potassium  ferrieyanide 
dissolved  in  a  little  water  is  mixed  with  3  per  cent,  hydrogeu  per¬ 
oxide  in  a  Hask  furnished  with  a  delivery  tube  and  a  tap  lunnel 
down  which  the  potash  is  delivered  as  quickly  as  desired,  ob  grams 
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of  ferricyanide  and  100  c.e.  of  3  per  cent,  hydrogen  peroxide  yield 
2  litres  of  oxygen. 

Alkaline  carbonates  also  convert  ferricyanide  into  ferroeyanide  in 
the  presence  of  hydrogen  peroxide  with  the  liberation  of  oxygen  and 
carbonic  anhydride,  the  carbonates  being  more  active  than  the  hydro¬ 
gen  carbonates.  It  is  noteworthy  that  in  these  reactions  there  is  no 
loss  of  valuable  substance.  Ineidently  it  is  noted  that  when  ferri¬ 
cyanide  is  agitated  and  digested  with  about  20  per  cent,  potash  and 
some  milk  of  lime,  oxygen  is  evolved,  and  the  residue  contains  calcium 
hydroxide,  some  calcium  carbonate,  but  no  potassium  ferroeyanide, 
inasmuch  as  the  latter  has  become  converted  into  a  very  sparingly 
soluble  double  ferroeyanide  of  potassium  and  calcium  which  adheres 
to  the  containing  vessel.  Potassium  ferricyanide  is  to  a  great  extent 
decomposed,  when  heated  at  189° in  a  sealed  tube  with  milk  of  lime 
and  some  potash,  yielding  ferric  oxide,  ammonia,  potassium  cyanide, 
and  potassium  ferroeyanide.  D.  A.  L. 

Ethereal  Salts  of  Nitrous  Acid.  By  G.  Bertoni  ( Oazzetla ,  18, 
431).  —  In  continuation  of  his  previous  investigations  (compare  Abstr., 
188b,  217  and  375,  1887,  458),  the  author  lias  nowr  prepared  the 
following  com  pounds,  using  the  methods  already  described  : — 

JJulijl  nitrite,  ChHyXOj.  A  yellowish,  mobile  liquid  of  un¬ 
pleasant  odour.  On  inhalation,  it  produces  the  same  symptoms  as 
ordinary'  amyl  nitrite.  It  is  only  very  sparingly  soluble  in  water, 
by  which  it  is  decomposed  on  prolonged  contact,  but  dissolves  in 
ether,  chloroform,  carbon  bisulphide,  tie.  ;  it  is  insoluble  in  glycerol. 
It  boils  at  75°  and  its  sp.  gr.  at  IT*  —  0'9l 14.  It  exhibits  the  general 
reactions  of  alcoholic  nitrites. 

Secondary  butyl  nitrite,  CHAIeEfXO>,  lias  the  general  properties 
of  the  alcoholic  nitrites,  and  is  insoluble  in  glycerol.  It  boils  at  38°, 
and  its  sp.  gr.  at  9°  —  U'SdSl. 

Normal  heptyl  nitrite,  CtH^’XQo,  exhibits  the  same  general  reac¬ 
tions.  It  bods  at  155°,  and  its  sp.  gr.  at  tP  —  U‘o939.  It  is  insoluble 
in  glycerol.  S.  B.  A.  A. 

First  Oxide  of  the  Pentahydric  Alcohol  from  Diallyl  Car- 
binol.  By  8.  Reform atsky  ( J .  liuss.  Client .  Soc.,  21,  295 — 319). — 
lu  order  to  obtain  a  pentatomie  alcohol,  the  preparation  of  which 
was  attempted  in  vain  by  Saytzeff  and  by  iJiett,  the  author  first 
treated  diallyl  earbinul  with  hypoehlorous  acid,  and  then  decomposed 
the  elilorhy drill  thus  obtained  by  potash  (this  vol.,  p.  129)  ;  the 
potash  was  then  saturated  with  sulphuric  acid  or  carbonic  anhydride, 
and  the  water  removed  by  evaporation.  The  alcoholic  extract  of  the 
residue  thus  obtained  was  fractionally'  precipitated  with  ether  in 
order  to  remove  the  salts  and  other  impurities,  and  the  alcohol- 
ether  solution  evaporated,  when  it  yielded,  not  the  alcohol  required,  but 
its  oxide  (first  anhydride),  C;HH(Oii)30,  as  a  viscid,  sweet  oil,  which 
partly  solidilied  to  a  crystalline  mass  after  being  kept  two  years.  It  is 
soluble  in  water  and  alebhol,  insoluble  in  ether,  and  cannot  be  distilled 
without  decomposition  even  under  reduced  pressure.  The  same  pro¬ 
duct  was  lornied  on  decomposing  the  chlorbydrm  with  lead  oxide. 
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Dieff's  triacetate  was  obtained  by  the  action  of  acetic  anhydride  at 
150°;  the  pentacetate  and  the  pentabenzoate  were  also  obtained  in 
an  impure  condition.  As  regards  the  constitution  of  the  anhydride 
in  question,  which  is  discussed  by  the  author  at  some  length,  the  con¬ 
clusion  is  drawn  that  its  formula  is  most  probably  : 


CH(OH)< 


CHo-OH(OH)-CH,.  0 
CH3-CH(OH)-CH3'>U 


X 


The  analogy  between  the  constitution  of  this  anhydride'  and  that  of 
the  o-lncoses  is  not  complete,  as  aniline  has  no  action  on  it. 

°  -nr) 


First  Oxide  of:  a  Tetrahydric  Alcohol  from  Diallyl.  By 

S.  Reformatsicy  (J.  Russ.  Chem.  Soc.,  21,  320 — 326). — The  author, 
on  attempting  to  obtain  a  tetratomic  alcohol  from  diallyl,  by  first  con¬ 
verting  it  into  the  chlorhydrin,  CfiH1(1(OH),Cl5,  by  means  of  hypo- 
chlorous  acid,  and  then  acting  on  this  with  potash,  obtained  only  the 
same  oxide,  CsH„,0(0H)2,  as  Pribytek.  This,  however,  is  not  con¬ 
verted  into  the  alcohol  by  assimilation  of  the  elements  of  water,  as 


stated  by  Pribytek.  After  studying  the  acetate,  and  comparing  the 
properties  of  the  oxide  with  those  of  the  pentatomic  alcohol  described 
in  the  preceding  abstract,  the  author  concludes  that  the  substance  in 

question  bas  the  constitution  :  £Hj.CH(0H).CH!>°-  B-  B- 


Dehydration  of  Monhydric  Alcohols.  By  A.  Volkoff. 
(/.  Hass.  Chevi.  Soc.,  21,  327 — 341). — Prom  experiments  on  the 
dehydration  of  a  series  of  saturated  monhydric  alcohols  the  author 
draws  the  following  conclusions.  Heating  the  alcohols  to  a  high 
temperature  alone  (up  to  253°  and  in  some  cases  to  310°)  does  not 
<dve  rise  to  dehydration,  but  it  remains  an  open  question  whether 
this  effect  is  not  produced  in  some  cases  by  heating  to  400°  or  higher. 
On  heating  secondary  and  tertiary  alcohols  with  a  small  quantity  of 
methyl  iodide,  however,  complete  decomposition  takes  place,  whereas 
primary  alcohols  are  converted  into  simple  ethers  containing  the 
radicle  of  the  primary  alcohol  ;  one  of  the  first  phases  of  the  reaction 
Tieing  the  formation  of  the  corresponding  iodide.  This  conversion  is 
either  represented  by  the  equation :  otC«H3b+i,OH  +  Mel  = 
C»H2fi  +  J  +  Me-OH  +  ( m  —  1  )C„H2h+1,OH,  or  the  compound  methyl 
ether  is  first  formed  together  with  hydrogen  iodide,  which  in  the 
second  phase  of  the  reaction  gives  the  alkyl  iodide  : 


(I)  n?(Cj(Hu,t  +  yOH)  p  Mel  —  Me'O'C^Huji  +  j  p  (??i  —  l)C«Hs»  +  yOH 

p  HI 

and 

(II)  (m  —  1)C«H2,h  yOH  p  HI  =  C,tH3„  +  ;I  p  (m  —  2)C„H2n  +  yOH 

P  H20. 

The  further  progress  of  the  reaction  is  dependent  on  the  stability 
of  the  iodide  formed  under  the  conditions  of  the  experiment, 
so  that  secondary  and  tertiary  iodides  are  decomposed,  yielding  the 
hydrocarbons  of  the  ethylene  series  and  hydrogen  iodide,  whereas  the 
primary  iodides  react  with  a  molecule  of  the  alcohol  present  in  excess, 
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forming  the  simple  other  thus :  C„H2„  +  jl  +  C„H2„  +  |01I  = 
(C„ll;„  +  i)20  +  III.  The  hydrogen  iodide  finis  produced  again 
gives  rise  to  the  formation  of  a  fresh  molecule  of  the  iodide,  and  the 
reaction  proceeds  continuously  in  this  way,  until  all  the  alcohol  is 
converted,  and  at  last  free  hydrogen  iodide  remains.  The  author  is 
about  to  publish  an  account  of  similar  experiments  with  unsaturated 
aloohols.  B.  B. 

/i-Inosite.  By  Maqck.vnk  ( Compt .  rend.,  109,  908 — 970). —  If 
heated  at  100 — 170°  with  saturated  hydriodic  acid  in  presence  of 
some  red  phosphorus,  /1-inosite  yields  a  phenol  which,  when  treated 
with  iodine  and  potassium  hydroxide,  yields  an  insoluble  iodo-deriva- 
tive.  The  latter  crystallises  from  alcohol  or  chloroform  in  slender, 
yellowish  needles,  soluble  in  alkalis,  but  insoluble  in  water  and  dilute 
acids.  With  nitric  acid  it  yields  trinitrophenol,  and  hence  is  identical 
with  the  product  obtained  from  inosite  under  the  same  conditions. 
This  resnlt  and  the  fact  that  it  yields  qninones  on  oxidation  prove  that 
^-inosite  has  the  same  formula  as  ordinary  inosite.  The  absence  of 
aldehydic  or  ketonic  groups  is  proved  by  the  absence  of  reducing 
power  and  the  non- formation  of  any  compound  with  phenylhydrazine 
acetate. 

Hexacetyl-ft-inosite,  ChH.XOAc,)^  obtained  by  the  action  of  acetic 
anhydride  in  presence  of  zinc  chloride,  could  not  be  obtained  in 
crystals.  It  is  very  fusible,  and  even  volatile,  dissolves  in  alcohol 
and  ether,  but  is  insoluble  in  water. 

JIexabenzoyl-13-inosite.  obtained  by  the  action  of  benzoic  chloride  in 
presence  of  small  quantities  of  zinc,  crystallises  from  amyl  alcohol  in 
brilliant,  white  needles  which  melt  at  ’253°,  and  are  insoluble  in  most 
solvents  in  the  cold,  although  somewhat  soluble  in  hot  amyl  alcohol. 

/3-lnosite,  in  a  10  per  cent,  solution  at  14'3°,  has  a  rotatory  power 
[*]d  =  05’0°,  almost  identical  with  that  of  /3-pinite.  It  differs  in  the 
physical  and  chemical  properties  of  itself  and  its  derivatives  from 
ordinary  inosite,  the  quebrachite  of  Tauret,  and  the  matezo-dambose 
of  A.  Girard. 

It  follows  from  these  and  the  previous  results  that  pinite  is  the 
mono-methyl  ether  of  /I-inosite,  and  is,  therefore,  isomeric  w  it  U 
bornesite  and  quebrachite.  C.  H.  B. 

Rhamnodiazine.  By  B.  Rayman  and  O.  Pohl  (Per.,-  22, 
3247 — 3249  ;  compare  Abstr.,  1889,  485).— Rhamnodiazine  is  decom¬ 
posed  when  boiled  with  methyl  iodide  in  methyl  alcoholic  solution, 
yielding  methydamine  and  brown,  amorphous  substances.  It  is 
decomposed  by  glacial  acetic  acid  with  liberation  of  rhamnose.  A 
crystalline  compound  is  obtained  when  rhamnodiazine  is  treated  with 
hydrogen  chloride  in  alcoholic  solution,  but  it  cannot  be  easilyr 
separated  from  the  ammonium  chloride,  which  is  also  formed  in  the 
reaction  ;  it  has  probably"  the  composition  CuH22N207,2HC1. 

When  rhamnose,  in  alcoholic  solution,  is  treated  at  the  ordinary 
temperature  with  ethybacetoacctate  (1  mol.),  and  an  amido-componnd 
(2  mols.)  such  as  aniline,  toluidine,  /1-naphthydamine,  or  ethyl’  imido- 
crotonate,  x-rhamnosamine  is  formed. 
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Rhamnodiazine  probably  has  the  constitution— 

CjHn04*CH(X:CMe‘CH2-C00Et)2.  F.  S.  K. 

Melitose.  By  Berthelot  (Bull.  Soc.  Chim.  [3],  2,  655 — 657  ; 
compare  Abstr.,  1886,  138). — Melitose  (raffinose)  obtained  from  cotton- 
cake  separates  from  alcohol  in  small,  bard,  granular  crystals,  having 
the  formula  C36H6.,0.13  +■  10H2O,  but  when  crystallised  from  aqueous 
alcohol  yields  lamellar  crystals  of  C3jHmOb  +  12H20 ;  the  rotatory 
power  being  the  same  for  both  hydrates. 

Good  beer  yeast  determines  the  total  fermentation  of  melitose; 
with  feeble  baker’s  yeast,  a  complete  arrest  of  fermentation  occurs 
after  48  hours,  and  a  residue  of  carbohydrate  amounting  to  67 — 75 
per  cent,  of  the  original  melitose  remains.  In  one  instance,  100  parts 
of  melitose,  fermented  with  a  feeble  yeast,  yielded  carbonic  anhydride, 
15'G,  alcohol,  16,  and  residual  carbohydrates,  74'3  parts,  of  which 
30  per  cent,  is  reducing  sugar. 

The  ferment  probably  causes  a  prior  hydrolysis  of  melitose  to  a 
glucose  and  either  a  reducing  saccharose  or  two  glucoses,  of  which 
bnt  one  is  reducing.  T.  G.  N. 

An  Unfermentable,  Dextrorotatory  Constituent  of  Honey. 

By  E.  v.  Ballmer  ( Zeit .  any.  Ghent.,  1880,  607 — 60(J). —  Sieben  has 
stated  that  the  presence  of  starch-sugar  in  honey  can  be  detected  by 
means  of  its  unfermentable  dextrin,  since,  according  to  his  experi¬ 
ments,  honey  contains  no  substauce  which  could  be  mistaken  for  it. 
The  author  has,  however,  recently,  examined  a  number  of  specimens 
of  honey,  including  several  which  were  unquestionably  genuine,  and 
they  all,  after  fermentation,  exhibited  dextrorotation.  Some  of  the 
active  substance  was  prepared  in  a  state  bf  approximate  purity  by 
precipitation  with  alcohol  and  washing  with  ether.  It  appears  to 
belong  to  the  class  of  dextrins,  and  different  preparations  showed  a 
specific  rotatory  power  of  52°  to  68°,  which,  by  inversion,  was 
diminished  to  about  half.  The  reducing  power  of  two  different  pre¬ 
parations  was  respectively  0’455  and  0‘304  of  copper  for  1  part  of 
substance:  by  inversion  this  was  increased  in  the  ratio  of  2’7  :  1. 
After  inversion  the  substance  fermented  completely,  its  rotatory 
power  diminishing  during  the  fermentation,  but  always  remaining 
positive,  whence  it  is  inferred  that  ljevulose  is  not  present. 

M.  J.  S. 

Allyltrimethylammonium  Compounds.  By  A.  Partite  il 
(Ber.,  22,  3317  —  3324).  —  Weiss  has  described  ( Ghent .  Centr., 
1887,  1345)  the  tribromide,  C3H5BtvNMe3Rr,  of  this  base.  When 
this  derivative  is  treated  with  alcoholic  potash  or  fresh  silver  oxide, 
hromallijUrimetht/lamvicnium  bromide ,  CaHjBr-NMeaBr,  is  formed. 
This  salt  crystallises  in  colourless  prisms,  soluble  in  water,  alcohol, 
and  warm  chloroform,  insoluble  in  ether,  and  melts  at  165°.  The 
l datinochlonde  forms  easily  soluble,  reddish-brown  plates  melting 
with  decomposition  at  220°;  the  aurochJoride ,  sulphur-yellow  crystals 
me  lting  at  181°.  With  excess  of  bromine  it  yields  bromallyldibromide- 
triiuethylammonium  bromide,  CHBivCHBi"UH2-XMc3Br,  which  crys- 
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tallises  in  colourless  scales  and  molts  .at  1  56°.  When  the  mono, 
bromo- bromide  is  further  treated  with  alcoholic  potash,  frimcihyltri- 

C1I 

mefhineammonium  bromide,  NMe3BrCH<(*  •  ,  is  formed,  which  is  not 

U  i  L 

soluble  in  chloroform,  and  yields  the  free  base  when  digested  with 
excess  of  alcoholic  potash.  The  anrocldoride  forms  yellow  scales. 
Xo  platinochloride  could  be  obtained,  as  it  was  so  easily  reducible ; 
the  anrocldoride  deposited  gold  when  boiled  with  water.  When  the 
bromide  is  treated  with  excess  of  bromine,  it  yields  a  perbromide 
crystallising  in  dark,  yellowish-brown  plates;  when  this  is  boiled 
with  absolute  alcohol,  it  is  converted  into  the  base 


crystallising  in  colourless  needles,  and  melting  at  187°.  The  plnfinn- 
cldoride  forms  brownish-red  plates  melting  at  232°,  the  anrocldoride, 
citron-yellow  plates  melting  at  193°.  When  boiled  with  silver 
nitrate,  the  bromide  yielded  the  compound  C3H3BiyXMe3'X03. 

When  allyltrimethylammonium  iodide  is  treated  with  hydriodic 
acid  at  100°,  ’'{•moniodopropyltrimefhylamvionium  iodide ,  C:jHfil‘Xi\Je,,T, 
is  formed.  This  crystallises  in  colourless  needles  soluble  in  water  and 
alcohol,  and  meltsat  151°.  The  platinochloride,  (C3H6l'XAreCl)^Pt014, 
forms  reddish-yellow  needles,  and  melts  with  decomposition  at  237°; 
the  anrocldoride ,  brownish -yellow  scales,  and  melts  at  135°.  When 
boiled  for  some  time  with  silver  nitrate,  the  iodide  yields  7-homo¬ 
choline.  Hydrobromic  and  hydrochloric  acids,  at  about  160 — 170°. 
yield  similar  additive-produets,  but  these  were  not  obtained  pure; 
the  plat innchlo rid p,  (C3HsCbN  Me3Cl)i>,PtCli,  crystallises  in  dark, 
brownish-red  needles;  the  anrocldoride  in  golden-yellow  plates  melt¬ 
ing  at  185°. 

Hypochlorous  acid  forms  two  isomeric  additive-products  with 
allyltrimethylammonium  chloride.  The  first  yields  a  sparingly  soluble 
platinochloride,  (OH'CbHsChNMe^l^PtCh,  crystallising  in  yellow 
scales  melting  at  234 — 233°,  and  a  moderately  soluble  anrocldoride , 
crystallising  in  yellow  plates,  melting  at  162°.  When  heated  with 

silver  oxide,  the  compound,  XMe3ClCH-CH<(  1  .  is  formed,  which 

CHo 

crystallises  in  yellowish-red,  easily  soluble,  octohedral  needles,  and 
melts  at  207°.  The  second  isomeride  forms  an  easily  soluble  plativo- 
cldoride,  crystallising  in  yellowish -red  needles  melting  with  decom¬ 
position  at  225 — 226°,  and  an  easily  soluble  anrocldoride  melting  at 
192b  L.  T.  T. 

Ketoaldehydes.  By  L.  Claishx  and  L.  Meterovhtz  (Ber.,  22, 
3273 — 3281;  compare  Abstr..  1SS9,  619).  —  For wyldi ethyl  ketone 
( propionylpropionaldehyde ),  COEt'CHMe'COII,  is  prepared  by  gradu¬ 
ally  adding  a  well-cooled  mixture  of  ethyl  formate  (11  grams)  and 
diethyl  ketone  (13  grams)  to  finely-divided  sodium  ethoxide  (105 
grams),  covered  with  dry  ether  (10  parts).  After  keeping  for  12  hours, 
the  sodium-derivative  (about  12  grams)  is  separated  by  filtration,  dis- 
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solved  in  ice-cold  water,  the  solution  acidified  with  hydrochloric  acid, 
and  the  oil  extracted  with  ether;  the  crude  product  is  purified  by- 
distillation  under  reduced  pressure  (45 — 50  mm.).  It  forms  colour¬ 
less  crystals,  melts  at  about  40°,  boils  at  75 — 85°  (45 — 50  mm.),  and 
dissolves  freely  in  water  and  the  ordinary  organic  solvents.  It  has  a 
peculiar  odour,  recalling  that  of  the  fatty  aldehydes,  and  also  that  of 
ethyl  acetoacetate.  "When  exposed  to  the  air,  the  crystals  turn 
reddish-brown,  and  slowly  deliquesce.  In  alcoholic  solutions,  ferric 
chloride  produces  an  intense  dark-violet  coloration.  When  heated  in 
small  quantities,  it  distils  without  decomposition  at  164 — 166°,  under 
the  ordinary  pressure. 

The  ammonium -derivative,  CgHjO/NEh,  separates  in  colourless,  very 
deliquescent  crystals  when  ammonia  is  passed  into  an  ethereal  solution 
of  the  ketoaldehyde.  The  copper  compound,  (C6H90j)2Cu,  separates  as  a 
green  precipitate  when  copper  acetate  is  added  to  an  alcoholic  solution 
of  the  ketoaldehyde;  it  dissolves  freely  in  alcohol  and  warm  benzene, 
but  on  adding  light  petroleum  to  the  benzene  solution,  it  is  reprc- 
cipitatcd  in  greyish-green  needles  melting  at  IG7 — 168°.  A  com¬ 
pound,  of  the  composition  CiiHltN2,  most  probably  methyletbylphenyl- 
pyrazole,  is  formed  when  the  ketoaldehyde  is  treated  with  phenyl- 
hydrazine;  it  is  a  colourless  liquid  with  an  odour  of  quinoline, 
boils  at  282 — 284°,  and  has  a  sp.  gr.  =  T0476  at  15c\  This  com¬ 
pound  is  isomeric  with  the  propylphenylpyrazole  prepared  from 
methyl  propyl  ketone,  ethyl  formate,  and  phenylhydrazine  (Abstr., 
188b,  671). 

Formylethyl  phenyl  kefon e  (benzoylpropnldchyO e),  COPlrCHMe'COH, 
is  prepared  from  phenyl  ethyl  ketone,  as  described  in  the  cose  of  the 
preceding  compound,  but  as  the  sodium-derivative  of  the  ketoalde¬ 
hyde  cannot  easily  be  separated  by  filtration,  the  whole  of  the  product 
of  the  reaction  is  treated  with  ice-cold  water;  the  supernatant 
ethereal  solution  then  separated,  the  residual  alkaline  solution 
acidified  with  hydrochloric  acid,  and  the  precipitate  recrystallised 
from  dilute  alcohol.  The  ethereal  solution  contains  about  50  per  cent, 
of  the  phenyl  ethyl  ketone  employed  ;  if  this  unchanged  ketone  is 
treated  again  with  ethyl  formate  and  sodium  ethoxide,  51  grams  of  the 
ketoaldehyde  can  be  obtained  from  54  grams  of  the  ketone.  Formyl- 
ethyl  phenyl  ketone  crystallises  from  alcohol  in  slender,  colourless 
needles,  melts  at  118 — 119°,  and  is  readily  soluble  in  alcohol,  benzene, 
methyl  alcohol,  and  ethyl  acetate,  and  moderately  easily  in  ether, 
carbon  bisulphide,  and  hot  water,  but  only  very  sparingly  in  light 
petroleum.  In  alcoholic  solutions,  ferric  chloride  produces  a  dark- 
violet  coloration,  and  copper  acetate  an  olive-green,  crystalline  pre¬ 
cipitate.  It  dissolves  freely,  and  without  change,  both  in  alkalis  and 
in  alkaline  carbonates.  The  anilide ,  COPlrUH^Ie-CHiNPh,  prepared 
by  heating  the  ketoaldehyde  with  aniline  at  150°,  crystallises  in 
colourless  needles,  melts  at  132°,  and  dissolves  freely  in  ether,  but  is 
reprecipitated  on  adding  light  petroleum. 

Formyl-propyl  phenyl  ketone  ( benzoylhutaldehyde ),  COPlrCHEt'COH, 
crystallises  from  hot  dilute  alcohol  in  colourless  plates,  melts  at 
86 — 87°,  and  shows  the  same  behaviour  with  ferric  chloride,  copper 
acetate,  alkalis,  and  alkaline  carbonates  as  the  preceding  compound. 
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The  aniline,  Ci-TTnON,  crystallises  in  colourless  needles,  melts  at 
120°,  and  gradually  decomposes  on  keeping. 

Formylileoxijhavzo'in  (benzayljthevyhicetaldehijde),  COPh'CIlPh'COH 
forms  yellow  crystals,  melts  at  11U°.  and  is  readily  soluble  in  alkalis 
and  moderately  easily  in  alkaline  carbonates.  It  gives  a  dark-violet 
coloration  with  ferric  chloride,  and  a  light-green  copper-derivative 
with  copper  acetate. 

Phenyl  isopropyl  ketone  docs  not  react  with  etlivl  formate  and 
sodium  ethoxide ;  the  behaviour  of  a  ketone  under  these  conditions 
may  serve  as  n  means  of  ascertaining  its  constitution  by  determiniu<>- 
whether  the  carbonyl-group  is  in  direct  combination  with  a  primary 
radicle  on  the  one  hand,  or  with  a  secondary  or  tertiary  radicle  on  the 
other. 

Experiments  lately  carried  out  seem  to  show  that  camphoraldehyde 
(Abstr.,  18S9,  G19)  has  probably  the  constitution 

CO 

and  is  not  a  true  aldehyde;  if  this  is  really  the  case,  the  ketoaldehvde 
described  above  have  probably  an  analogous  constitution, 

r-co  cr:ch-oh.  f.  s.  k. 


Symmetrical  Tetrabromodi  acetyl.  By  H.  F.  Keller  (Ber.,  23, 
35 — 37). — When  diacetyl  is  treated  with  bromine  in  carbon  bisul¬ 
phide  solution,  the  reaction  does  not,  as  previously  stated  (Abstr 
1889,  491),  stop  with  the  formation  of  a  dibromo-derivative,  but  pro¬ 
ceeds  further,  although  somewhat  slowly,  the  final  product  being  tetra- 
bromotUacetyl,  CHBiyCO’CO'CHBr..  This  crystallises  from  carbon 

bisulphide  in  large,  transparent, yellow  tablets, ’which  melt  at  95 _ 9fi° 

It  strongly  resembles  in  all  its  properties  the  tetrachlorodiacetvl 
obtained  by  Levy  and  Jedlicka  (Abstr.,  1888,  444;  see  also  this  vol 
p.  232)  by  the  action  of  hydrochloric  acid  and  potassium  chlorate  on 
chloranilio  acid.  Like  this  compound,  it  dissolves  in  ether  chloro¬ 
form,  and  benzene,  forming  a  yellow  solution,  but  gives  a  colourless 
solution  in  hot  water,  and  is  readily  attacked  by  aqueous  soda 
It  also  unites  with  phenylhydrazine  in  alcoholic  solution,  formiim  a 
compound,  ChfiHuBr.iSLO,  which  crystallises  from  benzene  in  cinnabar- 
red,  granular  crystals.  These  become  brown  at  185°,  and  melt  with 
decomposition  at  190°. 

The  striking  analogy  between  the  tetrabromo-derivative  and  Levy 
and  Jedlieka’s  compound,  removes  the  last  doubts  as  to  the  correctness 
of  the  constitution  assigned  to  the  latter  substance.  H.  G.  C 


Decomposition  of  Acetic  Anhydride  by  Water.  By  N.  Wex- 
shctkin  and  M.  Vasilieff  (,/.  Muss.  Cheat.  Soc.,  21,  1SS— 198)."— 
The  aim  of  the  present  investigation  was  to  collect  experimental 
material  in  reference  to  the  hydration  of  organic  anhydrides.  The 
first  member  of  the  compounds  in  question  is  acetic  anhydride,  and 
the  authors  attempted  to  find  the  constant  of  velocity  of  its  livd ra¬ 
tion.  Although  a  great  many  experimental  data  are  given  in  the 
form  of  tables,  they  are  not  suited  for  abstraction,  and  the  result  of 
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the  investigation  is  that  the  authors  did  not  succeed  in  solving  the 
problem  in'  question,  the  difficulty  being  that  the  two  substances  do 
not  mix  in  all  proportions,  and  no  solvent  could  be  found  which  did 
not  act  either  on  the  substances  themselves  or  on  the  products  of  the 
reaction.  In  order  to  give  a  rough  idea  of  some  of  the  reactions  of 
hydration,  a  table  is  given  of  the  decomposition  of  acetic  anhydride, 
acetamide,  and  ethyl  acetate  by  1  mol.  of  water  at  100  under  the 
same  conditions.  The  experiments  were  made  in  the  presence  of 
acetic  acid,  however,  for  the  reason  stated  above. 

Acetic  anhydride  Acetamide  Ethyl  acetate 
Substance.  +  IHjO.  +1H20.  +1J120. 

Acetic  acid  added..  1TS6  p.  c.  15-85  p.  c.  11-45  p.  c. 


Time. 


Decomposition  in  percents. 

_ _ A - 


1  min. 

25-08 

4-51 

0-2 

11  „ 

82-9 

4'64 

0-5 

Cl  „ 

98-5 

4-94 

0-87 

121  „ 

99-5 

5-S2 

0-99 

181  ., 

99-7 

6-41 

— 

It  is  seen  from  an  inspection  of  this  table  that  acetic  anhydride  is 
almost  completely  decomposed  after  one  hour;  whereas  the  decompo¬ 
sition  of  acetamide  is  very  small,  and  that  of  ethyl  acetate  has 
scarcely  begun.  B.  B. 


7-Amidobutyric  Aqid.  By  S.  Gabriel  {Tier.,  22,3335—3.130). — 
Attempts  to  obtain  tlm  compound  C8H40.2'.N-CH3-CH,<CH2*0N'  by  t lie 
action  of  potassium  or  mercuric  cyanide  on  bromopropylphthnlimide 
proved  fruitless.  7- Tiromnbutymnitrile ,  CH,Br-C  H^CHvCN.  was  ob¬ 
tained  by  mixing  200  grams  of  tin  methylene  bromide  with  60  grams 
of  potassium  cyanide  in  aqueous  solution  and  enough  alcohol  to  cause 
mixture  of  the  layers,  and  then  allowing  the  whole  to  remain  for 
14 — 1G  hours  at  40°.  It  is  a  heavy  oil  boiling  at  205°.  When  this  suit- 
stance  is  heated  at  150°  with  potassium  phthalimide  in  molecular 
proportion,  it  yields  the  sought- for  7- cyanopropylphthalimide , 

c6h4o2:n-c3h6-cn. 


This  is  also  produced  when  7-cldoi’obntyronitrile  is  substituted  for 
the  bromine-compound.  It  forms  transparent,  colourless,  rhombic 
crystals  melting  at  80  5 — 81-5°.  It  is  soluble  in  the  usual  solvents 
when  hot.  When  digested  for  three  hours  with  27  per  cent,  hydro¬ 
chloric  acid,  it  is  resolved  into  phthalic  acid  and  7 -amidobutyric  acid , 
NlIo-CHyCHvCHs-COOH.  The  latter  crystallises  in  snow-white 
scales  soluble  in  alcohol  and  water,  melts  at  186 — 184°,  and  begins 
to  lose  water  at  the  same  temperature ;  if  the  beating  is  continued 

ch2.ch, 

for  some  time  at  200°,  pyrrolidone,  NH<  1  ‘  is  formed.  This 


forms  a  colourless,  fibrous,  crystalline  mass  melting  at  25 — 28°,  and 
having  an  odour  resembling  that  of  acetamide.  It  is  very  soluble  in 
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water,  the  solution  reacting  neutral  and  yielding  a  crystalline  jdatino- 
chloride  and  aurochloride.  \Vrhen  exposed  to  moist  air,  the  crystals 
first  deliquesce,  and  the  liquid  afterwards  again  solidifies  to  rhombic 
or  hexagonal  plates  of  the  hydrate  C4H,NO  +  H20,  which  melts  at 
35°  and  is  isomeric,  not  identical  with  the  acid. 

7-Aniidobntyric  acid  is  probably  identical  with  Schotten’s  piperi- 
dinic  acid  (Abstr.,  1883,  813).  L.  T,  T. 

Thio-derivatives  of  the  Crotonic  Acids,  By  W.  Autenrieth 

(Annalen,  254,  223 — 252). — (i -Thioplieny l crotonic  acid ,  n  ^  qqjj> 

is  obtained  when  the  sodium  salt  of  chlorocrotonic  acid  (rn.  p.  9-k5°) 
is  treated  with  sodophenylmcrcaptide,  as  described  by  Escales  and 
Baumann  (Abstr.,  1886,  878)  in  the  preparation  of  /3-thiophenyliso- 
erotonic  acid.  The  yield  is  almost  quantitative.  It  melts  at 
157 — 158°  yielding  carbonic  anhydride  and  p’-thiophenylpropylcne 
(b.  p.  207 — 208°),  identical  with  the  compound  obtained  by  K scales 
and  Baumann.  It  is  readily  soluble  in  hot  alcohol,  ether,  chloroform, 
and  light  petroleum,  and  in  other  respects  behaves  like  the  isomeride 
referred  to  above.  The  salts  of  the  alkalis  and  alkaline  earths  are 
readily  soluble  in  water.  The  barium  salt,  (Cl0H9SO2)2Ba  +  tLO, 
crystallises  in  colourless  plates  or  needles.  The  silver,  mercury,  and 
lead'  salts  are  amorphous. 

Me-C-SEt 

/3 -lhioethylisocrotonic  acid,  jj  q  COOH’  Preliare^  by  treating  (3- 

ehlorisocrotonic  acid  with  sodioethylmercaptide,  separates  from  alco¬ 
hol  in  well-defined  crystals,  melts  at  91 — 92°  with  evolution  of 
carbonic  anhydride,  and  is  readily  soluble  in  chloroform,  ether, 
benzene,  and  light  petroleum,  but  almost  insoluble  in  boiling  water. 
It  gives  a  dark-green  coloration  when  warmed  with  isatin  and  sul¬ 
phuric  acid,  and  behaves  in  other  respects  like  the  corresponding 
phenyl-componnds.  The  salts  of  the  alkalis  and  alkaline  earths  are 
very  readily  soluble  in  water.  The  silver  salt  is  readily  soluble  in 
water,  but  it  is  decomposed  when  the  solution  is  boiled.  The  barium 
salt  (C6H9SO,!)2Ba  +  H20,  crystallises  from  water  in  thin  plates. 

.  .  .  SEt-C-Me 

(3-Thioethylcrotonic  acid,  G  ,  prepared  from  chloro- 

H'O'EUUrf 

crotonic  acid  (m.  p.  94’5°)  in  like  manner,  sepai’ates  from  water  in 
well-defined  crystals,  melts  at  112 — 113°  with  evolution  of  carbonic 
anhydride,  and  resembles  the  preceding  compound  in  its  behaviour 
and  properties.  The  barium  salt  crystallises  with  2  mols.  H20  ;  the 
other  salts  resemble  generally  those  of  the  isomeric  acid,  except  that 
the  silver  salt  is  not  decomposed  by  boiling  water. 

fi-Thioethy  Ip  ropy  lene,  SEt*CMe.CH2,  prepared  by  heating  cither  of 
the  thioethylcrotonic  acids  above  its  melting  point,  is  a  colourless,  dis¬ 
agreeably  smelling  oil  boiling  at  109 — 110°  ;  it  gives  a  green  colora¬ 
tion  when  warmed  with  isatin  and  sulphuric  acid. 

fi-Phenoxy crotonic  acid ,  G  is  obtained  by  heating  sodium 

H-O'CUOH 

/J-cldorisocrotonate  with  sodium  phenoxideat  about  130°,  or  by  heating 
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sodium  /3-chlorocrotonate  with  sodium  phenoxide  at  about  180°.  It 
separates  from  light  petroleum  in  well-defined  crystals,  melts  at 
149 — 150°  with  decomposition,  and  is  readily  soluble  in  ether,  alco¬ 
hol,  and  chloroform,  but  only  sparingly  in  boiling  water.  It  is  readily 
decomposed  with  liberation  of  phenol,  so  that  it  gives  the  charac¬ 
teristic  reactions  of  phenols. 

fi-Ph enoxypropy lene,  OPlrCMeiCLL,  prepared  by  heating  the  pre¬ 
ceding  compound  above  its  melting  point,  is  a  colourless,  pleasant 
smelling  oil  boiling  at  160 — 162°.  ft  is  not  decomposed  when  boiled 
with  water  or  when  distilled  with  concentrated  potash.  It  gives  a 
red  coloration  when  boiled  with  IMillon’s  reagent,  and  a  yellow 
brominated  derivative  when  treated  with  bromine. 

H-CAIe 

x-Thiophenylcrotonic  acid,  gp^.Q.QQQjj*  can  "e  easily  prepared 


from  the  sodium  saltof  a-chlorocrotonic  acid  (m.  p.  97°),  as  described 
in  the  case  of  the  corresponding  /^-compound.  It  separates  from 
water  in  long  needles,  and  from  alcohol  in  well-defined  crystals,  melts 
at  86°,  and  decomposes  at  145 — 150°  with  evolution  of  carbonic  anhy¬ 
dride.  It  is  readily  soluble  in  ether,  chloroform,  and  alcohol,  but 
only  sparingly  in  cold  light  petroleum,  and  is  almost  insoluble  in  cold 
water.  It  is  much  more  stable  than  the  corresponding  /3-acid,  and 
when  heated  with  concentrated  hydrochloric  acid  or  with  potash,  it 
yields  only  a  trace  of  mercaptan.  When  warmed  with  concentrated 
sulphuric  acid,  it  gives  a  cherry-red  coloration.  The  salts  of  the 
alkalis  are  soluble  in  water  aud  alcohol.  The  potassiuui  salt  forms 
colourless,  deliquescent  crystals.  The  salts  of  the  alkaline  earths  are 
readily  soluble  in  water  and  do  not  crystallise  readily.  The  mercury, 
copper,  and  silver  salts  are  soluble  in  boiling  water. 

x-Thiophemylisocrotonic  acid,  G  6  1 1  ^  ,  prepared  from  a-chlor- 

oih'O  uUOH 


isocrotonic  acid  (Wisliconus,  Abstr.,  1887,  665),  crystallises  from 
water  in  nacreous  plates,  melts  at  80°,  and  decomposes  at  160 — 165° 
with  evolution  of  carbonic  anhydride.  It  is  very  readily  soluble  in 
alcohol,  ether,  and  chloroform,  but  almost  insoluble  in  cold  water. 
The  salts  resemble  those  of  the  isomeric  acid. 

x-Thiophenylpropylene  is  formed  when  either  of  the  a-thiophenyl- 
crotonic  acids  is  distilled  ;  it  is  a  colourless  oil  insoluble  in  water. 
The  compound  obtained  from  the  iso-acid  boils  at  220 — 228°,  that 
obtained  from  «-thiophenylerotonic  acid  at  217 — 223°,  but  otherwise 
no  marked  difference  between  the  two  substances  was  observed. 

The  two  thioethylcrotonic  acids,  prepared  by  treating  the  two 
<*-chloroerotonie  acids  with  sodioethylmereaptide  in  alcoholic  solution, 
are  oily  liquids  which  show  no  difference  in  behaviour  or  in  proper¬ 
ties.  R.  S.  K. 


Linoleic  Acid.  By  A.  Reformatsky  (J.  Puss.  Chem.  Soc.,  21, 
202 — 226).  — Linoleic  acid  was  subjected  to  a  most  careful  purifica¬ 
tion,  and  then  to  elementary  analysis,  in  order  to  find  its  true 
formula;  but  no  satisfactory  results  could  be  obtained  ow'ing  to  the 
rapid  oxidation  of  the  acid  by  atmospheric  oxygen.  The  acid  cannot 
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l>e  distilled  under  reduced  pressure  without  undergoing  a  thorough 
change.  Subsequent  researches,  especially  the  analysis  of  its  deriva¬ 
tives,  have  shown,  however,  that  its  formula  is  not  Ci6H  h02,  as 
hitherto  assumed,  but  that  it  consists  principally  of  the  compound 
C1hH3202;  for  the  ethyl  salt  is  Cnl  RiO’OEt,  and  from  this  the  pttre 
acid  can  be  obtained  by  saponification  and  subsequent  decomposi¬ 
tion  of  tbc  alkali  salt  with  dilute  sulphuric  acid. 

The  additive-product  with  iodine  has  the  formula  CISH3,O.I4,  but  it 
could  not  be  isolated;  that  with  bromine  is  C,sH3303Br4 ;  the  hexabro- 
mide,  CigtljuCTBr,;,  therefore,  is  partly  a  product  of  substitution.  Oxi¬ 
dation  with  alkaline  permanganate  yielded  tvtrahydroxy stearic  acid , 
C18H3303(0H)4,  the  four  hydroxyl -groups  being  added  on  at  the  two 
double  unions.  In  addition  to  this,  azelaic  and  formic  acids  were 
also  formed.  The  dihydroxystearic  acid  obtained  at  the  same  time 
is  probably  due  to  the  presence  of  some  oleic  acid.  Hazara’s 
“  linolenic  ”  and  “  isolinolcnic  ”  acids  could  not  be  found  among  the 
products  of  oxidation.  It  remains  an  open  question,  therefore,  whether 
liuolcic  acid  is  really  a  heterogeneous  substance,  as  Hazura  states  it 
to  be.  B.  B. 

Monosubstituted  Succinic  Acids.  By  R.  Anschutz  and  C. 
Bennert  ( Annalen ,  254,  155 — 168;  compare  Abstr.,  1885,  1049). — 
Chlorosuccinic  acid  yields  fn marie  acid  when  it  is  boiled  with  water. 
Methyl  chlorosuccinate  boils  at  220’8°  (772'5  mm.)  without  decom¬ 
position  ;  methyl  bromosnccinate  is  decomposed  into  methyl  fninst- 
rate  and  hydrogen  bromide  when  it  is  distilled  under  the  ordinary 
pressure. 

Monochloro-  and  monobromo-succinic  anhydrides  are  decomposed 
when  distilled  under  the  ordinary  pressure,  yielding  maleic  anhydride 
and  the  halogen  acid.  Dimethyl  levomalate  is  easily  decomposed  by 
water;  when  distilled  under  the  ordinary  pressure,  it  gives  methyl 
fumaratc  and  water. 

Acetylmalic  acid,  prepared  by  treating  acetyl  malic  anhydride  with 
the  theoretical  quantity  of  water,  is  a  colourless,  crystalline  com¬ 
pound,  melts  at  132°,  and  is  decomposed  by  warm  water.  The  methyl 
salt  yields  acetic  acid  and  methyl  fumarate  when  it  is  distilled  under 
the  ordinary  pressure.  F.  S.  K. 

Isomerism  of  Maleic  and  Fumaric  Acid.  By  R.  Axscnirrz 
( Annalen ,  254,  168—182;  compare  Abstr.,  1887,  916,  and  1888, 
448). — The  author  does  not  agree  with  Wisliccnus  in  the  view  that 
maleic  acid  and  fumaric  acid  are  stereocbemically  isomeric,  and  lie 
points  out  that  Wislicenus’  explauation  of  the  conversion  of  maleic 
into  fumaric  acid  by  hydrochloric  acid  is  not  in  accordance  with 
experiment,  since  the  change  is  brought  about  by  concentrated  hydro¬ 
chloric  acid  at  a  temperature  (about  10°)  at  which  chlorosuccinic 
acid  is  not  changed  by  hydrochloric  acid.  The  fact  that  chlorosuccinic 
anhydride  docs  not  yield,  fumaric  acid  when  treated  with  water  is 
also  evidence  against  Wisliccnus’  assumption  that  chlorosuccinic 
acid  is  an  intermediate  product  in  the  conversion  of  maleic  into 
fumaric  acid.  F.  S.  K. 
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Ethyl  Methylenemalonate  and  its  Polymeride.  By  N. 

Zemxsky  ( Be>\,  22,  3204 — 3302). — A  polymeride  of  ethyl  methylene- 
malonate,  CH2;C(COOEt)2,  is  obtained  when  ethyl  malonate  (16 
prams)  is  treated  with  methylene  iodide  (26‘8  grams)  and  sodium 
ethoxidc  (=  4*6  grams  of  sodium)  in  alcoholic  solution.  After  boil¬ 
ing  for  about  10  hours,  water  is  added,  the  precipitated  oil  extracted 
with  ether,  and  the  unchanged  methylene  iodide  and  ethyl  malonate 
removed  by  distilling  with  steam.  The  residual  oil  has  the  com¬ 
position  Cb'H1204  ;  when  it  is  submitted  to  fractional  distillation  under 
reduced  pressure  (120 — 130  mm.),  it  can  be  separated  into  a  solid, 
amorphous  substance  and  a  thick,  oily  liquid  of  higher  boiling  point, 
both  of  which  have,  however,  the  same  percentage  composition. 

The  solid  compound  is  a  colourless,  odourless,  paraffin-like  snb- 
stance,  which  melts  at  155 — 156°,  and  boils  at  about  225 — 235° 
(120 — 130  mm  ).  It  is  rather  sparingly  soluble  in  ether,  benzene, 
and  alcohol,  and  almost  insoluble  in  water.  A  molecular  weight  de¬ 
termination  by  Raoult’s  method  in  glacial  acetic  acid  solutiou  showed 
that  it  has  the  molecular  formula  C16H2408.  When  it  is  heated,  it 
gives  off  heavy  vapours,  which  have  a  most  irritating  odour,  and  on 
further  heating  it  distils  at  about  290 — 300°  under  the  ordinary 
pressure,  seemingly  without  decomposition,  yielding  a  heavy,  oily  dis¬ 
tillate  with  an  irritating  odour;  this  distillate  gradually  solidifies 
when  kept  over  sulphuric  acid,  but  it  retains  its  sharp  smell. 

If  the  product  of  the  action  of  methylene  iodide  on  ethyl  sodiomalo- 
nate  is  distilled  under  the  ordinary  pressure,  a  considerable  quantity 
passes  over  between  120°  and  21 0°.  This  fraction  is  a  mobile  oil 
with  an  irritating  odour  ;  it  can  be  kept  under  water  for  a  long  time 
without  undergoing  polymerisation,  and  when  treated  with  bromine 
it  is  converted  into  a  compound  of  the  composition  C8H]2Br204.  This 
additive-product  is  a  yellow,  sharp-smelling  oil,  and  boils  at  185 — 190° 
(75 — 85  mm.)  with  slight  decomposition.  When  kept  for  some  time, 
it  deposits  a  crystalline  compound  which  has  not  yet  been  investi¬ 
gated. 

When  the  solid  polymeride  (m.  p.  155 — 156°)  referred  to  above  is 
hydrolysed  with  potash,  it  is  converted  into  an  acid,  the  calcium  salt 
of  which  is  much  more  readily  soluble  in  cold  than  in  hot  water. 
This  salt  seems  to  have  the  composition  C4H405Ca.  When  an  aqueous 
solution  of  the  acid  is  kept  over  sulphuric  acid,  a  thick,  gummy  mass 
is  obtained,  and  finally  a  small  quantity  of  a  crystalline  compound  is  1 
deposited.  F.  S.  K. 

I 

Circular  Polarisation  of  certain  Tartrate  Solutions.  By  t 

.1.  H.  Long.  See  this  vol,  p.  313.  [ 

Conversion  of  Ethyl  Acetone  oxalate  into  Symmetrical  | 
Hydroxytoluic  Acid.  By  L.  Ceaisen  (Ber.,  22,  3271—3273).— 
The  acid  (m.  p.  90°)  previously  described  (Claisen  and  Stylos,  Abstr., 
1887,  917),  which  is  obtained  from  ethyl  sodacetoneoxalate  (ethyl 
sodacetylpyruvate),  has  the  molecular  formula  C[2H1608.  An  analog-  ^ 
ous  compound  of  the  composition  CnHu08  can  be  obtained  in  like 
manner  from  methyl  sodacetoneoxalate.  Both  these  substances  act  ; 
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like  monobasic  acids,  and  form  normal  salts  with  alkalis  and  with 
barium.  The  aqueous  solutions  of  these  salts  are  colourless,  but 
become  golden-yellow  on  adding  an  alkali  or  baryta,  owing  to  the 
formation  of  a  basic  salt.  When  a  solution  of  the  acid  in  excess  of 
baryta  is  warmed,  barium  oxalate  is  preci  pita  ted  in  considerable 
quantity,  and  the  solution  contains  the  salt  of  liydroxytoluic  ac.d 
[Me  :  Oil  :  COOH  =1:3:  5], 

The  compound  Ci2H,6Ofl  is  an  ethyl  hydrogen  salt  formed  from 
ethyl  acetoneoxalate  according  to  the  equation  2COMe*C  H2,CO,COOMt 
+  H20  =  COMe-CHs-C(OH)(COOH)CHAcCO-COOEt  +  C2H5-OH. 
When  warmed  with  excess  of  baryta,  it  is  probably  decomposed  into 
oxalic  acid  and  diacetoneoxalic  acid,  (COMe*CH2)2!C(OH  )-COO  11, 
and  the  latter  is  then  converted  into  liydroxytoluic  acid  according 
to  the  equation  (COMe-CH,).,;C(OH)-COOH  =  C8HB03  +  2H,0. 

F.  S.  K. 


Acetyltrichlorophenomalic  Acid.  By  R.  Anschutz  (Anualrri, 
254,  152 — 154;  compare  Abstr.,  1887,  916). — Acetyltrichloropheno- 
-7  en  ^-CH-C(OAcVCC13  . 

malic  acid ,  ^  ,  is  readily  obtained  by  heating 

trichlorophenomalic  acid  for  half  an  hour  at  100°  with  excess  of  acetic 
anhydride.  It  crystallises  from  dilute  alcohol  in  colourless  prisms, 
melts  at  86°,  and  is  very  readily  soluble  in  glacial  acetic  acid, 
ether,  benzene,  and  chloroform,  and  readily  in  alcohol.  It  is  not 
changed  by  boiling  water,  but  it  is  decomposed  by  boiling  baryta- 
water,  with  formation  of  chloroform,  acetic  acid,  and  maleic  acid. 
The  formation  and  behaviour  of  this  compound  are  in  accordance 
with  the  author’s  views  that  trichlorophenomalic  acid  has  the  consti- 

,  ..  XH-C(OH)-CCl3 

tut, on  CH<C0.O  .  F.  S.  K. 


Formation  of  Hydanto'in.  By  R.  Anschutz  ( Annalen ,  254, 
258 — 261). — Hydantoiu  is  formed  when  sodium  dihydroxvtartrate 
(10  grams)  is  rubbed  to  a  paste  with  carbamide  (5  grams)  and  25  per 
cent,  hydrochloric  acid  (12  c.c.),  and  the  mixture  warmed  to  50 — 60CT. 
The  crude  substance  which  separates  from  the  filtered  solution  can 
be  easily  obtained  in  a  pure  condition  by  recrystallisation ;  it  melts 
at  215—216°.  F.  S.  K 


Chlorobenzenes  obtained  from  Anisoil.  By  L.  Hugounexq 
(Bull.  Soc.  Ghim.  [3],  2,  603 — 605). — Chlorine  (1200  grams)  is  passed 
into  anisoil  (108  grams)  containing  iodine  (2*5  grains),  the  fla-dc 
being  heated  from  60°  to  230°  as  chlorination  progresses.  The  pro¬ 
duct,  after  cooling,  washing,  and  crystallisation  from  a  hot  mixture 
of  equal  parts  of  benzene  and  alcohol,  yields  hexachlorobenzoue, 
pentachlorobenzene,  and/ 1  :  2  :  4  :  5-tetrachlorobenzene.  From  the 
mother  liquor,  an  oil  boiling  at  247 — 250°  separates,  which  appears 
to  be  a  mixture  of  tetrachlorobenzene  and  trichlorobenzene.  The  gas 
evolved  in  the  reaction  is  carbon  oxychloride.  T.  Cr.  N. 
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Derivatives  of  Bromothymol.  By  G.  Mazzara  ( Gazzetta ,  18, 
514. — Benzoy  Ibromothymol , 

CeHjBrMePr-OBz  [Me  :  OBz  :  Pr  :  Br  =  1  :  3  :  4  :  6]. 

To  prepare  this  compound,  thymol  is  mixed  with  an  equal  amount  of 
benzoic  chloride,  and  heated  first  on  the  water-bath,  and  then  on  the 
oil-bath  at  160 — 180°  in  a  reflux  apparatus  under  an  additional  pres¬ 
sure  of  ^  atmosphere,  until  hydrogen  chloride  ceases  to  come  off. 
The  product  is  cooled  in  a  stream  of  carbonic  anhydride,  dissolved  in 
carbon  bisulphide  which  has  been  freshly  dehydrated  with  phos¬ 
phoric  anhydride,  and  bromine  added  in  molecular  proportion  to  the 
thymol  originally  taken.  The  whole  is  then  allowed  to  remain  for 
21  hours  in  order  that  the  carbon  bisulphide  may  evaporate  spon¬ 
taneously. 

On  recrystallising  the  residue  from  alcohol,  after  washing  it  with 
water  and  pressing,  the  benzoylbromothymol  is  obtained  in  white, 
lustrous  needles  which  melt  at  65 — 66°,  From  light  petroleum  it 
separates  in  large,  colourless  crystals  which  melt  at  66 — 68°. 

A  cetylbromothymol, 

C6HaBrMePr-OAc  [Me  :  OAc  :  Pr  r  Br  =  1  :  3  :  4  :  6], 

is  prepared  from  acetic  chloride  and  bromothymol.  When  freshly 
prepared,  it  is  a  transparent,  colourless  liquid,  which  acquires  a  red¬ 
dish  tinge  on  exposure  to  light.  Tt  becomes  syrupy  at  low  tempera¬ 
tures,  and  is  decomposed  by  potash. 

Met  hy  Ibromothymol, 

CsB-jB l’MePi- OMe  [Me  :  OMc  :  Pr  :  Br  =  1  :  3  :  4  :  6], 
is  obtained  on  heating  a  mixture  of  the  proper  quantities  of  methyl 
iodide  and  of  a  solution  of  bromothymol  In  methyl  alcohol,  heating 
the  product  with  slightly  alkaline  water,  and  distilling  in  a  current 
of  steam.  It  is  a  dense,  colourless  liquid,  with  a  faint,  unpleasant 
odour. 

Dibromocymeue  is  prepared  by  heating  bromothymol  (100  parts) 
with  phosphoric  bromide  (46  parts)  on  a  sand-bath  until  no  more 
hydrogen  bromide  comes  off,  and  distilling  the  product  in  a  current 
of  steam.  It  is  a  heavy,  colourless  oil,  boiling  at  272°.  When  heated 
in  a  sealed  tube  with  nitric  acid  of  sp.  gr.  1*12  for  36  hours  at  180°.  it 
is  converted  into  dibromoterephthalic  acid,  which  melts  at  316 — 317° 
to  a  brown  liquid.  The  ethyl  salt  of  this  acid  melts  at  123 — 125°. 
These  reactions  indicate  that  the  product  obtained  is  paradibromo- 
cymene.  Consequently  the  constitution  of  bromothymol  must  be 

[Me  :  OH  :  Pr  :  Br  =  1  :  3  :  4  :  6]. 

Nitrobromothymol, 

CGHBrMePr(K02)-OH  [Me  :  OH  :  Pr  :  Br  =  1  :  3  :  4  :  6] 

(compare  Abstr.,  1886,  1016),  prepared  by  the  action  of  fuming 
nitric  acid  (sp.  gr.  1*46)  on  a  solution  of  bromothymol  in  glacial 
acetic  acid,  forms  thick,  yellow  prisms  which  melt  at  106 — 107°. 
It  separates  from  its  solution  in  hot  light  petroleum  in  slender, 
prismatic  needles  which  melt  at  107 — 108°.  The  mother  liquor  from 
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the  nitrohromothymol,  on  further  evaporation,  gave  a  reddish-brown 
oil,  supposed  to  be  an  isomeride,  and  now  under  investigation. 

S.  13.  A.  A. 

Isomerism  of  Halogenthymoquinones.  By  F.  Kehrmanx 
(Tier.,  22,  3- Go — 3270  ;  compare  Alistr.,  1S89,  1 1S4). — Mazzara 
( Gazzctta ,  19,  337)  has  stated  that  the  bromotliymoquinone  obtained 
from  bromouitrothymol  is  identical  with  the  compound  obtained 
from  bromonitroeai'vacrol,  and  also  that  dinitrothymol  and  dinitro- 
carvacrol  yield  one  and  the  same  hydroxythymoquinone ;  the  author’s 
experiments,  however,  seem  to  show  that  Mazzara’s  conclusions  are 
erroneous. 

Bi-omothymoqninone  [O*  :  Ale  :  Br  :  Pr  =  1  :  4  :  2  :  3  :  5]  is 
formed  by  oxidising  dibromothymol  [OH  :  Pr  :  Br>  :  Me  = 
1  :  2  :  4  :  G  :  5]  with  chromic  acid,  by  oxidising  bromamidothvmol 
[OH  :  Pr  :  NIL  :  Me  :  Br  =1:2:4:  5 :  6]  with  ferric  chloride  and 
by  oxidising  bromothymolparasnlphonic  acid  [OH  :  Pr :  S03U  :  Me  :  Br 
=  1  :  2  :  4 :  5  :  0]  with  chromic  acid.  It  can  be  easily  prepared 
in  large  quantities  by  dissolving  thymol  (1  mol.)  in  glacial  acetic 
acid  and  gradually  adding  a  glacial  acetic  acid  solution  of  bromine 
(2  mols.)  to  the  well-cooled  solution.  Water  is  added,  the  pre¬ 
cipitated  oil  separated,  dissolved  in  a  little  glacial  acetic  acid,  and 
treated  with  a  glacial  acetic  acid  solution  of  chromic  acid  in  the 
cold  until  no  further  development  of  heat  occurs.  The  product  is 
then  precipitated  with  water,  distilled  with  steam,  and  crystal¬ 
lised  from  cold  ether.  It  forms  long,  hexagonal,  orange  prisms 
melting  at  47 — 4S°.  This  compound  is  identical  with  the  bromo- 
quinone  obtained  by  Mazzara  and  Discalzo  (Abstr.,  1S36,  1019)  by 
oxidising  orthobromoparamidothymol  with  nitrous  acid  and  also  with 
the  /3-bromothymoquinone  prepared  by  Schniter  (Abstr.,  1S87,  720) 
by  treating  thymoquinone  with  hydrobromic  acid  and  oxidising  the 
product  with  ferric  chloride.  The  oxime,  Ci0H,2BrNO>  [XOI1  :  Me 
=  1 :  2],  crystallises  in  long,  lemon-yellow  needles,  melts  at  14S — 152°, 
and  is  readily  soluble  in  alcohol,  glacial  acetic  acid,  benzene,  and 
ether,  but  only  sparingly  in  hot,  and  insoluble  in  cold  water.  When 
warmed  for  a  short  time  with  nitric  acid  of  sp.gr.  1*42  it  is  converted 
into  dinitrothymol  melting  at  54 — 55°.  The  sodOtwi-derivative  crystal¬ 
lises  in  small,  violet-brown  needles,  and  is  readily  soluble  in  water, 
but  only  sparingly  in  concentrated  alkalis.  The  potassium-derivative 
crystallises  in  greenish-brown  needles,  the  ammonium-derivative  in 
small,  reddish-brown  prisms.  The  ocetyZ-derivative,  C^IIuBrNOs, 
separates  from  dilute  alcohol  in  yellow  crystals,  melts  at  83°,  and  is 
readily  soluble  in  all  organic  solvents.  When  the  oxime  is  treated 
with  stannous  chloride  and  alcoholic  solution  of  hydrogen  chloride,  it 
is  converted  into  a  bromamidothymol  identical  with  the  compound 
prepared  by  Mazzara  and  Discalzo  ( loc .  cit.')  by  reducing  orthobromo- 
paranitrothymo],  and  also  with  the  substance  obtained  by  Andrescn 
(Abstr.,  1SSI,  590)  by  treating  thymoqninonechlorimidc  with  hydro¬ 
bromic  acid.  , 

Bromotliymoquinone  [03  :  Me  :  Pr  :  Br  =  1  :  4  :  2  :  5  :  6]  cau  be 
obtained  by  oxidising  bromocarvacrolparasulphonic  acid 

[OH  :  Me  :  SOaH  :  Pr  :  Br  =  1  :  2  :  4  :  5  :  G] 
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or  bromamidocarvacrol  [OH  :  Me  :  NH.  :  Pr  :  Br  =  1  :  2  :  4  :  5  :  6] 
with  chromic  acid.  It  crystallises  from  alcohol  in  large,  orange 
plates,  melts  at  54 — 55°,  sublimes  readily,  and  is  volatile  with  steam. 
It  is  readily  soluble  in  alcohol,  ether,  benzene,  and  glacial  acetic  acid. 
The  oxime  [Me  :  NOH  =  2  :  4],  prepared  by  boiling  an  alcoholic 
solution  of  the  quinone  for  four  to  five  days  with  a  large  excess  of 
hydroxylamine  hydrochloride,  crystallises  from  alcohol  in  large, 
lemon-yellow  rhombohedra,  melts  at  148°  with  decomposition,  and  is 
readily  soluble  in  alcohol,  ether,  &c.  It  is  most  probably  identical 
with  the  bromonitrosocarvacrol  prepared  by  Mazzara  ( loc .  cit.)  by 
brominatmg  nitrosocai'vacrol.  F.  S.  K, 

Action  of  Aniline  on  Citraconic  Acid  and  on  Itaconic  Acid. 

By  R.  Anschutz,  F.  Reuter  and  0.  Scharfenberg  ( Annolen ,  254, 
129 — 152  ;  compare  Abstr.,  188S,  594). — Aniline  citraconate  separates 
as  a  jelly  when  citraconic  acid  is  treated  with  aniline  in  dry  ethereal 
solution.  It  separates  from  boiling  water  in  crystals  and  melts  at  90°, 
being  converted  into  mesaconanilic  acid  (m.  p.  153°). 

When  finely-divided  citraconanil  (compare  Gottlieb,  Annalen,  77, 
77)  is  dissolved  in  warm  baryta,  it  is  converted  into  mesaconanilic 
acid. 

Mesaconanilic  acid  dissolves  unchanged  in  cold  alkaline  carbonates, 
but  when  heated  above  its  melting  point,  or  when  its  aqueous  solution 
is  boiled,  it  is  converted  into  citraconanil.  Mesaconanilic  acid  is  the 
principal  product  of  the  action  of  aniline  (1  mol.)  on  citraconic  acid 
(1  mol.)  in  cold  aqueous  solution,  but  small  quantities  of  citraconanil 
are  also  formed. 

Mesaconanilic  acid  is  most  conveniently  prepared  by  treating 
citraconic  anhydride  with  aniline  in  well-cooled  ethereal  or  chloro¬ 
form  solution;  it  is  decomposed  by  boiling  hydrochloric  acid  and  by 
boiling  alkalis,  yielding  mesaconic  acid. 

The  above  experiments  show  that  the  anilic  acid  obtained  from 
citraconanil  by  boiling  it  with  baryta  is  identical  with  that  prepared 
from  citraconic  anhydride  and  aniline,  and  also  with  that  obtained 
from  aniline  citraconate. 

Gottlieb’s  and  Michael  and  Palmer’s  (Abstr.,  1888,  461)  citra- 
conanilic  acid  (m.  p.  175°)  is  named  by  the  authors  mesaconanilic 
acid  because  it  yields  mesaconic  acid  when  treated  with  potash  under 
conditions  which  do  not  change  citraconic  acid  into  mesaconic  acid. 

Itaconanilic  acid,  CnHnR03,  can  be  obtained  in  a  pure  condition  by 
treating  itaconic  acid  with  aniline  in  well-cooled  ethereal  solution. 
It  melts  at  151 ‘5°,  and  is  readily  soluble  in  alcohol  and  hot  water  ;  it 
dissolves  unchanged  in  cold  sodium  carbonate,  but  when  boiled  wntli 
potash,  water,  or  lrydrochloric  acid,  it  is  converted  into  itaconic 
acid. 

The  compound  prepared  by  Gottlieb  and  also  by  Michael  and 
Palmer  (loc.  cit.),  and  termed  by  them  itaconanilic  acid,  does  not 
behave  like  an  anilic  acid,  and  is,  therefore,  named  pseudoitacuiianilic 
acid  by  the  authors.  It  can  he  obtained  in  the  following  manner 
Ftliyl  itabromopyrotartrate  is  heated  at  100°  with  aniline  (2  mols.) 
for  four  to  five  hours,  the  alcoholic  solution  separated  from  the 
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crystals  of  aniline  hydrobromidc,  and  washed  with  water  ;  the 
residual  brown  oil  is  dissolved  in  ether,  the  solution  dried,  and  the 
ether  evaporated  at  a  low  temperature.  The  crude  product  (ethyl 
itanilidopyrotartrate)  is  boiled  with  alcoholic  potash  and  the  solution 
acidified  ;  on  evaporating,  crystals  of  psendoitaconanilic  acid  (m.  p. 
190c)  separate  from  the  solution.  This  synthesis  of  psendoitaconanilic 
acid  seems  to  show  that  it  is  an  anilidoparaconic  acid, 


NPlrCH; 

CO-CH, 


>CH-COOH, 


as  does  also  its  behaviour  with  phosphoric  chloride. 

NPlrCH, 

Psendoitaconanilic  chloride ,  I  *>CH-COCl,  is  obtained  when 

CO  —  UH; 

the  acid  is  suspended  in  chloroform  and  treated  with  phosphoric 
chloride  at  50°;  it  is  a  yellow,  crystalline  substance,  and  is  very 
readily  reconverted  into  the  acid  by  water. 

Pseudoitaconanilic  acid  anilide,  1  „  '>CH-CONPh,  is  easily  ob- 

(jU-Lno 

taiued  by  treating  the  preceding  compound  with  aniline  in  chloroform 
solution  ;  it  is  identical  with  Gottlieb’s  itaconic  acid  anilide,  and, 
when  heated  with  concentrated  hydrochloric  acid,  it  is  reconverted 
iuto  psendoitaconanilic  acid. 

Pseudoitaconanilic  acid  is  decomposed  by  boiling  baryta-water,  yield¬ 
ing  the  barium  salt  of  /3-anilidopyro  tart  rate,  but  it  is  not  acted  on  by 
potash  at  100°  or  b}’  boiling  hydrochloric  acid  ;  when  barium  /tf-anil- 
idopyro tartrate  is  treated  with  hydrochloric  acid,  it  yields  pseudo¬ 
itaconanilic  acid. 

Pseiidoitaconparatolilic  acid ,  6  4  I  ']>CH-COOH,  pre- 

pared  by  heating  itaconic  acid  with  paratoluidine  in  aqueous  solution, 
crystallises  from  boiling  water  in  slender,  colourless  needles,  and 
melts  at  1S4 — 1S5°.  It  is  readily  soluble  in  hot  alcohol  and  chloro¬ 
form,  but  only  sparingly  in  cold  alcohol,  and  insoluble  in  ether. 

Pseudoitaconphenylhydrazilic  acid,  I  ]>CH-COOH, 

GO*CH2 

prepared  in  like  manner,  crystallises  from  hot  water  or  alcohol  in 
small,  j’ellow  prisms,  melts  at  193 — 194°,  and  is  only  sparmgly  soluble 
in  ether  and  chloroform. 

C  —  CH 

P seudoitacon-OL-naphthilic  acid,  ‘  I  >CH-COOH,  sepa- 

CO‘CH2 

rates  from  hot  water  as  a  colourless,  crystalline  powder,  melts  at 
205 — 200°,  and  is  only  verv  sparingly  soluble  in  ether  and  chloroform. 

F.  S.  K. 

Dihydroxydiphenylamine  and  a  Brownish-red  Colouring 
Matter.  By  Seyewitz  ( Compt .  rend.,  109,  946 — 949). — I hhydroxy- 
diphenylamine ,  NH(CfibIi‘OH)o,  obtained  by  heating  resorcinol  in 
sealed  tubes  at  190 — 200°  for  10  hours  with  four  times  its  weight  of 
ammoniacal  calcium  chloride,  may  be  purified  by  repeated  solution  in 
alcohol  and  precipitation  by  water,  and  is  finally  crystallised  from  hot 
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aqueous  alcohol.  It  forms  brownish-yellow,  indistinct,  microscopic 
crystals,  only  slightly  soluble  in  cold  or  hot  water,  insoluble  in 
benzene  or  ether,  but  very  soluble  in  alcohol,  yielding  a  solution 
with  a  fluorescence  similar  to  that  of  fluorescein.  It  is  somewhat 
soluble  in  hydrochloric  acid,  but  yields  uo  crystallisable  hydrochloride, 
is  soluble  with  a  green  colour  in  concentrated  sulphuric  aeid,  and  is 
coloured  violet  by  nitric  acid.  It  dissolves  readily  in  alkalis,  and 
with  barium  hydroxide  forms  an  unstable  compound  which  crystallises 
from  alcohol  in  very  distinct  yellow  plates.  With  sodium  nitrite  in 
acid  solution,  it  yields  a  violet-red  nitroso- derivative,  and  it  forms 
colouring  matters  with  diazo-derivatives.  If  distilled  with  zinc- 
powder,  it  yields  diphenyiamine. 

If  resorcinol  and  ammoniacal  calcium  chloride  in  the  same  propor¬ 
tions  are  heated  at  300°  for  about  eight  hours,  a  brownish-red  colouring 
matter  is  formed,  and  is  left  undissolved  when  the  product  is  treated 
with  water.  This  colouring  matter  contains  nitrogen,  and  has  many 
of  the  properties  of  the  amines.  It  dissolves  in  hydrochloric  acid,  and 
is  precipitated  by  ammonia  ;  it  melts  at  7(» — 72°,  is  insoluble  in  water 
and  alkalis,  but  dissolves  readily  in  alcohol  ;  it  yields  a  diazo-deriva- 
tive  which  forms  colouring  matters  with  phenols. 

It  gives  fine  brown  colours  on  cotton  mordanted  with  tannin  and 
tartar  emetic,  or  on  linen  mordanted  with  potassium  dichromate. 

C.  H.  B. 

Benzoyl- derivatives.  By  0.  Hinsherg  and  L.  v.  UdkaxVszey 
(Annalnn,  254,  252 — 25S). — Monohydroxy-  aud  amido-compounds 
can  be  easily^  converted  into  the  corresponding  benzoyl-derivative  by 
Baumann’s  method  (Abstr.,  18S7,  228)  ;  methylaniline  yields  a 
benzoyl-derivative  less  easilv.  Tbe  benzoyl-derivative  of  metanitr- 
aniline  can  be  easily'  obtained,  but  not  so  those  of  ortho-  and  para- 
nitraniline.  Orthonitropbenol  does  not  yield  a  benzoyl-derivative 
when  it  is  treated  by  Baumann’s  method,  but  the  para-compound 
does  so  fairly  readily'.  The  dihydroxyoenzenes  are  easily  converted 
into  the  dibenzoyl-derivatives. 

Dibnnzoylorthoylievylenediamine,  Csnllie^Ch,  crystallises  in  plates 
and  melts  above  2S0°.  The  corresponding  pare-compound  crystallises 
in  colourless  plates,  melts  above  300°,  and  is  only  sparingly'  soluble  in 
glacial  acetic  acid,  alcohol,  and  ether,  and  almost  insoluble  iu  water; 
it  yields  a  ?u7ro-derivativc,  K02‘C’gII1(XHBz)2,  which  crystallises 
in  small,  yellow  needles,  melts  at  251°,  and  is  converted  into  nitro- 
paraphenylenediamine  (m.  p.  137°)  by  sulphuric  acid. 

Dibenzoylorthotoluylenediaminc  melts  at  263 — 264°,  and  not  at 
260 — 261°  as  stated  byHiibner  (Annalen,  208,  314)  ;  when  boiled  for 
a  short  time  with  concentrated  hydrochloric  acid,  it  is  converted  into 
benzoyl toluylenediamine,  but  when  boiled  with  concentrated  sulphuric 
acid  for  some  hours,  it  is  converted  into  toluylenediamine. 

Dihen zoyLit-li-napldhylenediamine,  ClllH6(iS’II*COPh)2,  crystallises 
in  reddish  plates,  melts  at  291°,  and  is  only  sparingly  soluble  in 
alcohol  and  glacial  acetic  acid,  and  almost  insolnble  in  water. 

Tribenzoyltriamidobenzene  [1:3:4]  crystallises  from  glacial  acetic 
acid  in  small,  colourless  needles,  melts  at  260°,  and  is  sparingly 
soluble  in  the  ordinary  solvents. 
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Dibenzoylorthamidophenol  and  I  lie  corresponding  para-compound 
can  be  easily  obtained  by  Baumann’s  method. 

Tetrabenzoyltricunidojdienol  [OBz  :  (NHBz)j  =  1  :  2  :  4  :  6]  crys¬ 
tallises  from  hot  glacial  acetic  acid  in  slender,  colourless  needles, 
melts  at  250°,  and  is  almost  insoluble  in  alcohol  and  water.  It  is  not 
acted  on  by  strong  mineral  acids  or  by  a  mixture  of  potassium  dieliro- 
mate  and  sulphuric  acid,  but  when  heated  with  strong  nitric  aeid,  it 
yields  a  yellowish  compound — probablv  a  nitro-derivative. 

F.  S.  K. 

Formation  of  Amidines.  By  A.  Kihlweix  ( Ghem .  Centr.,  1889, 
ii,  917). — When  earbotriphenyltriamine  is  heated  with  carbon  bisul¬ 
phide  at  150°,  a  yellow  substance  is  formed  wdiich  cannot  be 
obtained  in  crystals;  it  is  probably  awidobenzothioanilide.  Cyanogen 
forms  a  readily  decomposable  substance  -with  earbotriphenyltriamine. 

Amidotoluylenediorthotolylumidiue,  CiiH2i173,  melting  at  155°,  and 
the  isomeric  para-compound,  melting  at  149  5 — 150°,  are  prepared 
from  the  respective  toluidines  by  warming  with  carbon  tetrachloride. 
The  hydrochloride  and  nitrate  of  the  former  are  sparingly  soluble ; 
the  hydrochloride,  nitrate,  acetate,  sulphate,  and  oxalate  of  the  latter 
are  readily  soluble. 

and  /3-naphthylamines  also  react  with  carbon  tetrachloride;  di- 
phenylamine  does  not  appear  to  do  so.  J.  W.  L. 

Action  of  Aromatic  Amines  on  Bromopropiolic  Acid  and 
on  Substituted  Acrylic  Acids.  By  C.  F.  AIabery  and  A.  H. 
Krause  (Her.,  22,  3305 — 3310). — Ethenyldiphenylamidine,  CuHuN2 
(m.  p.  131 — 132°),  is  formed,  together  with  a  compound  melting  at 
22u\  when  bromopropiolic  acid  is  treated  writh  aniline  in  alcoholic 
solution.  The  hydrochloride  crystallises  in  needles  and  melts  at 
214 — 215°,  the  platinoehloride  in  small,  yellow  prisms.  When  the 
base  is  heated  with  water  at  150°  for  twTo  hours,  it  is  completely  con¬ 
verted  into  a  crystalline  compoiind  which  melts  at  111 — 112°,  and  is 
soluble  in  water  (compare  Hofmann,  Ber.,  2,  649)  ;  at  higher  tem¬ 
peratures,  acetic  acid  and  a  compound  which  is  insoluble  in  acids  and  in 
water  are  formed.  The  compound  melting  at  220°,  referred  to  above, 
is  insoluble  in  hydrochloric  acid  and  almost  insoluble  in  water ;  it  has 
the  composition 

Kthenylditolylamidine,  Ci6Ht9Kj,  and  a  compound  melting  at 
241- — 242°  are  obtained  when  paratoluidine  is  treated  with  bromo¬ 
propiolic  acid  ;  the  hydrochloride,  Ci6HlsN2,HCl,  melts  at  198 — 200°. 
When  the  base  is  heated  with  water  at  150°,  it  is  completely  converted 
into  a  colourless,  crystalline  compound  melting  at  145 — 146°  ;  at 
higher  temperatures  it  behaves  like  the  corresponding  phenyl-com¬ 
pound.  The  substance  melting  at  241 — 242°  (see  above)  has  the 
composition  C^HniS^O^P),  and  is  insoluble  in  water  and  acids. 

The  compound  CnH19lST202,  prepared  by  treating  bromopropiolic  acid 
with  orthotoluidine,  crystallises  from  alcohol  in  colourless  needles, 
melts  at  184 — 185°,  and  is  insoluble  in  water  and  acids,  and  only 
sparingly  soluble  in  alcohol. 

Metatoluidine  combines  with  bromopropiolic  acid  with  evolution 
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of  carbonic  anhydride,  yielding  a  compound  which  crystallises 
yellow  needles. 

«-Naphthylamine  (2  mols.)  combines  with  bromopropiolic  at 
(1  mol.)  with  evolution  of  hydrogen  bromide,  yielding  a  yello 
crystalline  compound. 

A  compound  of  the  composition  Ci5H13X2Br  separates  in  yelh 
crystals  when  aiS-dibromaerylic  acid  is  treated  with  aniline  in  the  co 
It  crystallises  from  alcohol  in  yellow  needles,  melts  at  145°,  and 
insoluble  in  water,  and  only  sparingly  soluble  in  acids. 

The  condensation-product  obtained  from  paratoluidine  in  li 
manner  crystallises  in  yellow  needles,  melts  at  165 — 166°,  and  has  t 
composition  Ci7Hi8N2Br;  it  is  almost  insoluble  in  water  and  aci< 
but  soluble  in  soda.  A  compound  of  the  composition  Ci7H17N2B 
which  melts  at  164°  and  is  insoluble  in  soda,  is  also  formed  in  t 
reaction. 

Orthotoluidine  combines  with  «/3-dibromacrylic  acid  in  alcoho 
solution,  yielding  a  base  of  the  composition  C]7H  18N2Br;  this  crystallis 
from  alcohol  in  pale-yellow  needles  melting  at  115°.  The  hydrobromu 
Cj7Hi8N2Br,HBr,  crystallises  in  yellow  needles  and  melts  at  208 — 20! 

/3/3-Dibrom  aery  lie  acid  also  gives  condensation-products  with  ai 
matic  amines.  F.  S.  K. 

Action  of  Potassium  Phthalimide  on  Halogen-compoun 
containing  Oxygen.  By  C.  Schmidt  ( Ber .,  22,  3249 — 3257;  co 
pare  Goedeckemeyer,  Abstr.,  1888,  1294). — Meta n itrop henacylphth 
imide,  NOyCftHyCO-CH^NiCgHjCb,  is  obtained  when  metanitroph 
acyl  bromide  (1  mol.)  is  mixed  with  potassium  phthalimide  (1  mo 
and  the  mixture  heated  at  about  100°  for  an  hour.  It  separates  fix 
hot  glacial  acetic  acid  in  small,  pointed  crystals,  melts  at  204°,  and 
only  sparingly  soluble  in  alcohol  and  cold,  glacial  acetic  acid.  It 
not  decomposed  by  hydrochloric  acid  or  by  boiling  potash. 

Phthalimidoprnpiophenone,  COPlvC-jHpNlCaH^Os,  can  be  obtain 
by  heating  a  mixture  of  bromopropiophenone  and  potassium  plith: 
imide  at  160 — 170°  for  a  short  time.  It  crystallises  from  alcohol 
large  prisms,  melts  at  853,  and  is  readily  soluble  in  hot  ether,  b 
insoluble  in  water.  The  corresponding  acid ,  Ci7Hi5N04,  prepared 
treat  ng  the  imido-compotind  with  alcoholic  or  aqueous  potash,  cn 
tallises  in  slender  needles  melting  at  140°.  It  dissolves  in  warm  alcob 
being  thereby  partially  reconverted  into  the  imide  ;  the  same  chan 
takes  place  when  the  acid  is  heated  at  100°  for  two  days,  but  resino 
products  are  also  formed.  The  silver  salt,  C)7HuN04Ag,  which  crysti 
lises  with  1  mol.  H20,  is  soluble  in  water  and  alcohol,  and  is  read 
decomposed  when  heated,  yielding  a  sublimate  of  phthalimide. 
aqueous  solutions  of  the  ammonium  salt,  lead  salts  produce  a  colo 
less,  ferric  salts  a  brown,  and  copper  sulphate  a  light-blue  precipitt 
which  is  sparingly  soluble  in  cold  water. 

Amidopropiophenone  hydrochloride,  COPh,G2H4'NH2,HCl,  is  form* 
together  with  resinous  products,  when  propioplienonephthalamic  a 
is  boiled  for  an  hour  with  concentrated  hydrochloric  acid.  The  cc 
solution  is  filtered  to  separate  the  phthalic  acid,  evaporated  to  dryne: 
the  residue  taken  up  with  alcohol,  and  the  salt  obtained  in  a  crystalli 
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condition  by  mixing  the  filtered  solution  with  ether.  The  platino - 
chloride,  (C9H11NO)2,H3PtCl6,  forms  orange-red  crystals.  Th  e  pi  orate, 
C9HuN 0,C6H3N307,  crystallises  in  yellow  needles,  turns  brown  at  140°, 
melts  and  turns  black  at  160°,  and  decomposes  completely  at  170'’. 
When  the  base  is  set  free  by  treating  one  of  the  salts  with  potash,  it 
seems  to  decompose  very  quickly  yielding  resinous  products;  it  gives 
the  carbylamine  reaction.  On  the  addition  of  ammonia  to  a  solution 
of  the  hydrochloride  there  is  produced  after  some  time  a  yellow  pre- 
ieipitate,  which  dissolves  in  hydrochloric  acid  yielding  a  red  solution. 
When  the  amnioniacal  solution  is  extracted  with  ether,  two  compounds 
are  obtained  ;  the  one  is  a  colourless,  crystalline  substance  melting  at 
j  124°,  the  other  a  volatile  liquid  with  an  aromatic  odour  recalling  that 
of  benzaldehyde. 

When  an  alcoholic  ammoniacal  solution  of  bromopropiophenone, 
! prepared  from  propionic  chloride,  benzene,  and  aluminium  chloride 
by  Claus  and  Wollner’s  method  (Abstr.,  1SS5,*1136),  is  kept  for  a 
long  time  and  then  allowed  to  evaporate,  a  colourless,  crystalline  sub¬ 
stance  melting  at  1*24°  separates  from  the  solution.  This  compound 
is  most  probably  identical  with  the  crystalline  product  obtained  by 
decomposing  amidopropiophenone  hydrochloride  with  ammonia,  and 
is  probably  dimetbyldiphenylaldine.  It  is  a  feeble  base,  and  dissolves 
in  concentrated  hydrochloric  acid,  but  is  reprecipitated  on  adding 
water;  iu  a  warm  solution  of  the  hydrochloride,  platinic  chloride 
produces  an  orange  precipitate  which  seems  to  have  the  composition 
C4X2Ph2Me2,H2PtCl6,  and  is  decomposed  by  water. 

Diphenylaldine  platinochloride ,  CiNaH2Ph3,H2PtClB,  prepared  by 
adding  a  solution  of  platinic  chloride  in  fuming  hydrochloric  acid  to 
a  warm  solution  of  isoindole  (diphenylpyrazine)  in  fuming  hydro¬ 
chloric  acid,  crystallises  in  small,  bronze-coloured  plates,  and  does 
not  melt  below  300° ;  it  is  quickly  and  completely  decomposed  by 
water,  alcohol,  and  dilute  hydrochloric  acid,  with  separation  of  the 
base. 

Phennxyethylphthal  imide,  0Ph*C2HJ-N!C8H102,  is  formed  when 
j;  potassium  phthalimide  is  heated  at  190 — 200’  for  two  hours  with 
bromethyl  phenyl  ether  (/I-bromophenetoiil).  It  crystallises  in  plates, 
melts  at  129 — 130°,  and  is  soluble  in  boiling  alcohol,  benzene,  and 
carbon  bisulphide.  Phenoxyethylphthulamic  acid,  Ci6H,5N 04,  prepared 
by  warming  the  imide  with  potash,  is  a  crystalline  compound  melting 
at  125°;  it  is  reconverted  into  the  imide  when  heated  at  140°,  when 
boiled  with  alcohol,  or  when  hydrogen  chloride  is  passed  into  its 
alcoholic  solution. 

;  Phenoxyethy  la  mine  hydrochloride ,  OPh*C2H4*XH2,HCl,  is  obtained 
i  by  heating  the  preceding  compound  with  concentrated  hydrochloric 
|  acid,  and  separating  the  phthalic  acid  and  the  regenerated  imide  by 
(filtration.  It  crystallises  from  alcohol  in  long,  flat  needles,  and  melts 
at  215°.  The  platinochloride,  (CliH|1NO)2,Hv.PtClfi,  crystallises  in  small, 
golden  needles.  The  picrate ,  forms  small,  light- 

yellow,  granular  crystals.  The  free  base  separates  as  a  colourless  oil 
when  the  hydrochloride  is  decomposed  with  potash;  it,  is  soluble  in 
f  (‘ther,  and  absorbs  carbonic  anhydride  with  great  readiness  forming  a 
I  crystalline  carbonate. 
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Picryl  chloride  and  potassium  phthalimide  react  very  readily 
when  *  warmed  together  at  about  70°,  yielding  picrylphthalimide, 
CeH^NOo^NiCgHiCb.  This  compound  separates  from  glacial  acetic 
acid  in  large,  yellow  crystals,  melts  at  250°,  and  dissolves  in  boiling 
soda  with  a  brownish-red  coloration  ;  it  is  decomposed  by  concentrated 
hydrochloric  acid  at  180°  yielding  phtkalic  acid  and  picramide  (m.  p. 
188°).  F.  S.  K. 

Substitution  of  the  Anilido-group  for  a  Halogen-atom  in 
the  Benzene-nucleus.  By  M.  Schopff  ( Ber .,  22,  3281 — 3289; 
compare  Abstr.,  1S89,  772). — Metanitroparanilidobenzoic  acid  ( meta - 
nitrodiphenylamineparacarboxylic  acid)  [COOH  :  N02  :  NHPh  — 
1:3:4]  is  formed  when  parabromometanitrobenzoic  acid  is  boiled 
with  excess  of  aniline;  the  yield  is  almost  quantitative.  It  crystallises 
from  alcohol  in  garnet-red  needles,  melts  at  254°,  and  is  readily 
soluble  in  alcohol,  acetone,  chloroform,  and  amyl  alcohol,  but  only 
moderately  easily  in  benzene,  and  insoluble  in  light  petroleum..  The 
sodium  salt,  C13H9N04iSra,  crystallises  from  alcohol  in  small,  red, 
anhydrous  plates  and  from  dilute  alcohol  in  orange  needles  containing 
1  mol.  HoO,  which  is  expelled  at  100°.  The  barium  salt,  (C,3H9NOj)2Ba 
+  3H20,  crystallises  in  small,  orange  needles.  The  other  metallic 
salts  are  yellow  or  orange,  and  are  only  sparingly  soluble.  The  ethyl 
salt,  Ci5H14N204,  separates  from  alcohol  in  hexagonal  crystals,  melts  at 
123°,  and  is  readily  soluble  in  acetone,  chloroform,  and  benzene,  but 
only  sparingly  in  ether,  and  almost  insoluble  in  light  petroleum. 

Metamidoparanilidobenzoic  add  [COOH  :  N  H3  :  JSTHPh  —  1  :3:4], 
prepared  by  reducing  the  nitro-acid  with  an  alcoholic  solution  of 
ammonium  sulphide  at  120°,  crystallises  from  water  in  small,  colour¬ 
less  needles,  melts  at  153°,  and  turns  reddish  on  exposure  to  the  air. 
It  is  readily  soluble  in  alcohol,  acetone,  and  chloroform,  bat  only 
moderately  easily  in  benzene,  and  is  insoluble  in  light  petroleum  ;  it 
dissolves  in  concentrated  sulphuric  acid  with  a  reddish  coloration, 
which  becomes  dark  red  on  adding  a  trace  of  nitric  acid.  The 
hydrochloride,  Ci3Hi2N202,HC1,  crystallises  in  needles,  and  is  decom¬ 
posed  by  water.  The  ethyl  salt,  C:f,HlsN202,  prepared  by  reducing  the 
ethyl  salt  of  the  nitro-acid  with  alcoholic  ammonium  sulphide,  crys¬ 
tallises  from  dilute  alcohol  in  colourless  plates,  and  melts  at  76 — 77°. 
When  the  acid  is  distilled,  it  is  converted  into  orthamidodiphenylamine 
(pheuylorthophenylenediamine)  identical  with  the  compound  obtained 
by  reducing  orthonitrodiphenylamine  (Inc.  dt.)  with  ammonium  sul¬ 
phide  in  alcoholic  solution. 

NPh 

Phenylazimidobenzoic  acid ,  _)>C6H3-COOH,  is  obtained  when 

metamidoparanilidobenzoic  acid  is  treated  with  sodium  nitrite  in 
dilute  hydrochloric  acid  solution  or,  better,  with  amyl  nitrite  and 
hydrochloric  acid  in  alcoholic  solution.  It  crystallises  from  alcohol 
in  rose-coloured  needles  melting  at  272°. 

Metanitroparatoluilidobenzoic  acid  [COOH  :  X02  :  NH'CgHjMe  = 
1:3:  4],  prepared  by  heating  bromonitrobenzoic  acid  with  para- 
toluidine,  is  a  crystalline  compound  melting  at  257°;  it  resembles  the 
corresponding  anilido-dcrivative  in  its  behaviour. 
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Metanitroparahydroxyavilidobcmoic  acid  [COOH:  X02:  XJT-CVHpOH 
=  1:3:  4],  prepared  by  heating  araidophenol  with  an  alcoholic  solu¬ 
tion  of  bromonitrobenzoic  acid  at  120°  for  seven  hours,  crystallises  in 
small  brown  needles,  melts  at  2 GO — 2G1°,  and  is  readily  soluble  in 
alcohol  and  acetone,  but  only  sparingly  in  benzene,  chloroform,  light 
petroleum,  and  hot  water.  1<\  S.  Iv. 

Synthesis  of  Hydratropic  Acid.  By  V.  Oliyeei  (Gazsetta,  18, 
572 — 575). — Pure  benzyl  cyanide  (18  grams)  is  gradually  added  to  a 
solution  of  sodium  (3‘5  grains)  in  anhydrous  methyl  alcohol  (GO  c.c.), 
methyl  iodide  (40  grams)  is  then  added,  and  the  mixture  heated  on 
the  water-bath  in  a  reflux  apparatus  until  a  test  portion  diluted  with 
water  no  longer  reddens  blue  litmus;  the  alcohol  and  excess  of  methyl 
iodide  are  then  distilled  off,  and  the  oily  residue  washed,  dried,  and 
distilled.  The  distillate,  which  consists  of  a  mixture  of  the  nitriles  of 
hydratropic  and  phenylacetic  acids,  is  saponified,  decomposed  with 
dilute  sulphuric  acid,  dried,  and  distilled.  A  mixture  of  hydratropic 
acid  and  phenylacetic  acid  passes  over  at  2G0 — 2G3°,  and  from  this 
the  former  may  be  isolated  by  strongly  cooling,  filtering  off  the  crystal¬ 
line  deposit  which  separates,  and  redistilling  the  liquid  filtrate  in  a 
current  of  steam;  the  hydratropic  acid,  CHMePlrCOOH,  which 
passes  over  is  a  colourless  oil  boiling  between  260°  and  261°. 

The  author  considers  that  Trinius’  synthesis  of  phloretie  acid  from 
pnramidohvdratropic  acid  by  the  diazo-reaction  (Abstr.,  18S5,  529)  is 
open  to  objection  on  account  of  the  energetic  reagents  employed,  and 
proposes  to  synthesise  phloretie  acid  from  parahydroxypbenylaceto- 
nitril.  S.  B.  A.  A. 

Orthocresolglycollic  Acid.  By  A.  Ogltaloeo  and  G.  Oaxxoxe 
( Gazzetta ,  18,  511). — The  acid  was  prepared  by  the  action  of  mono- 
chloracetic  acid  on  orthocresol,  following  the  directions  given  by 
Giacosa  for  the  preparation  of  phenolglycollic  acid.  It  is  somewhat 
soluble  in  hot  water,  less  so  in  cold,  crystallising  from  the  hot  aqueous 
solution  in  nacreous  laminae  which  melt  at  151 — 152°. 

The  sodium  salt  (unlike  the  paraeresolglycollate)  is  very  soluble  in 
water.  The  barium  salt,  Ba^ctLjO,,);,  +  4H20,  is  deposited  in  groups 
of  white  lamime  on  treating  the  acid  with  baryta-water  and  concen¬ 
trating  the  solution  ;  it  melts  in  its  water  of  crystallisation  at  120°. 
The  lead  salt,  P^GcthCb^  +  H20,  is  prepared  by  double  decom¬ 
position  from  the  barium  salt.  It  is  only  sparingly  soluble  in  boiling 
water,  and  crystallises  in  small,  white  prisms.  It  is  easily  decom¬ 
posed.  S.  B.  A.  A. 

Derivatives  of  Benzallevulinic  Acid.  By  H.  Erdmaxn  (Annalen, 
254,  182 — 222). — Benzallevulinic  acid  (y-phenyl-^-acetylisocrotonic 
acid),  CHPlGCAc’CHyCOOH  (compare  Abstr.,  188G,  241),  melts  at 
125°.  The  alkaline  salts  are  very  readily  soluble  in  alcohol  and  water. 
The  calcium,  salt,  (Ci-dinC^Ca  -f  3jH20,  and  the  barium  salt 
(with  5J420)  crystallise  in  needles,  and  are  very  readily  soluble  in 
water.  The  silver  salt  separates  unchanged  from  boiling  water. 
Several  other  metallic  salts  were  prepared.  The  methyl  salt,  CiaHuCb, 
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prepared  by  warming  the  acid  with  methyl  alcohol  and  a  little  con- 
rentrated  sulphuric  acid,  is  a  colourless  oil  boiling  at  200 — ‘230° 
(38  mm.)  ;  it  combines  readily  with  bromine  in  chloroform  solution 
Yielding-  an  oily  product. 

B rom obenzyllevul inic  acid,  CHjPh-CBrAc-CHvCOOH,  was  obtained, 
but  only  in  an  impure  condition,  by  warming  finely  divided  benznl- 
levulinic  acid  with  fuming  hydrobromic  acid.  It  melts  at  125 — 130°, 
and  dissolves  freely  in  cold  sodium  carbonate,  but  the  solution 
gradually  undergoes  decomposition. 

When  benzallevulinic  acid  is  heated  at  120°  with  acetic  anhydride 
and  sodium  acetate,  it  yields  a  yellow,  amorphous  compound  ;  with 
acetic  chloride  in  the  cold,  it  gives  resinous  products,  and  when  treated 
with  fuming  nitric  acid  it  seems  to  yield  a  mixture  of  an  ortho-  and 
a  paranitro-compound. 

Aceto-ct-naphthol  (Abstr.,  1SS8,  488)  crystallises  from  dilute  acetic 
acid  in  long,  yellowish-brown  needles,  melts  at  168°,  and  is  readily 
soluble  in  alcohol  and  glacial  acetic  acid,  but  only  sparingly  in  most 
of  the  other  ordinary  solvents,  and  very  sparingly  in  water.  The 
sodium-derivative  crystallises  in  yellow  plates;  its  aqueous  solution 
gives  the  «-naphtliol  reaction  with  paradiazonaphthalenesnlphonic 
acid,  an  intense  blue  coloration  with  quinone  chlorimides,  and  with 
silver  nitrate  a  colourless  precipitate,  which  rapidly  darkens  on 
warming.  The  acetyl- derivative.  Cutli203,  crystallises  in  colourless 
needles,  melts  at  108  —  109°,  and  is  insoluble  in  cold  alkalis.  The 
oxime,  Cl2Hn02N,  prepared  by  boiling  the  ketone  with  hydroxylamine 
m  alkaline  solution,  crystallises  in  colourless,  microscopic  prisms, 
mehs  at  173 — 174°,  and  is  soluble  in  alcohol  and  toluene. 

Benzyllevulinic  acid,  CHjPh'CHAc-CllyCOOH,  is  obtained  when 
benzallevulinic  acid  is  suspended  in  hot  water  and  treated  with  excess 
of  8  per  cent,  sodium  amalgam,  the  solution  being  kept  acid  in  order 
to  avoid  the  formation  of  benzylvalerolactone  (see  below).  The  yield 
is  95  per  cent,  of  the  theoretical  quantity.  It  crystallises  from  dilute 
alcohol  in  long,  compact  needles,  melts  at  9S— 99°,  and  boils  at 
230 — 235°  (40  mm.)  with  slight  decomposition.  It  dissolves  in  concen¬ 
trated  sulphuric  acid  yielding  a  yellow  solution,  which  turns  green, 
and  then  greenish-blue  if  kept  for  two  or  three  days.  The  calcium 
salt  (Ci2H,303)>Ca  +  3H20,  crystallises  in  needles  which  effloresce 
on  exposure  to  the  air.  The  silrer  salt  crystallises  unchanged  from 
hot  water,  but  it  gradually  darkens  on  exposure  to  light.  The  oxime, 
Cr.H1503X,  is  a  mobile  oil  readily  soluble  in  alkalis  and  in  mineral 
acids,  but  only  sparingly  in  water. 

Bensylangelicalactone ,  Ci^H^Oo,  prepared  by  heating  benzyllevulinic 
acid  at  its  boiling  point  for  lU — 20  minutes,  is  a  yellowish  oil 
sparingly  soluble  in  boiling  water.  It  is  only  very  slowly  decomposed 
by  boiling  water,  but  it  is  reconverted  into  benzyllevulinic  acid  by 
boiling  baryta-water.  It  combines  with  bromine  in  carbon  bisulphide 
solution,  yielding  an  oily  additive  compound. 

Benzylvalerolactone ,  C12H1402,  is  obtained  when  benzal-  or  benzyl¬ 
levulinic  acid  is  reduced  with  sodium  amalgam  in  alkaline  solution. 
It  separates  from  carbon  bisulphide  in  well-defined  crystals,  melts  at 
86°,  and  is  very  readily  soluble  in  toluene,  but  only  spaiingly  in  hot 
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water;  it  is  not  changed  by  cold  alkaline  carbonates,  but  is  converted 
into  bcnzylhvdroxy  valeric  acid  when  honied  with  alkalis. 

fi- 7 'enzyl-y-bydra nj ra l eric  acid,  OH-CHMo-CH(C7I1:)-CIT4*COOH, 
crystallises  from  water  with  1  mol.  11*0  in  small  prisms,  which  melt  at 
55 — 50°,  ami  lose  their  wfiter  over  sulphuric  at“id  ;  the  anhydrous 
compound  melts  at  75 — 76'.  It  is  moderately  easily  soluble  in  water, 
and  when  boiled  with  dilute  mineral  acids  is  reconverted  into  the 
lactone.  The  harimu  salt  erystall isos  in  colourless  plates  or  prisms, 
and  is  sparingly  soluble  in  water.  The  calcium  salt, 

(C12ll150,),Ca  +  611,0, 

separates  from  cold  water  in  microscopic  prisms. 

J^icw/hvigclic  d'jf'toxe,  CnH„,0..,  prepared  by  distilling  a-phenyl- 
levulinic  acid  (Weltner,  Abstr.,  188  f,  7-1-7)  under  reduced  presume 
(88  nun.),  crystallises  from  a  mixture  of  carbon  bisulphide  and  light 
petroleum  in  colourless  plates  melting  at  53J.  It  is  very  readily 
soluble  in  carbon  bisulphide,  but  only  sparingly  in  light  petroleum. 
It  is  not  decomposed  by  boiling  water,  but  it  is  readily  converted  into 
the  acid  by  boiling  lime-water.  When  treated  with  bromine  in  chloro¬ 
form  solution,  it  yields  an  oily  additive-compound.  E.  S.  K. 

Action  of  Ethyl  Sodiomalonate  on  Tribromodinitrobenzene. 

By  C.  L.  Jackson'  and  W.  S.  Roinxsox  (Amur.  Chem.  ./.,  11,  541 — 557). 
— A  continuation  of  the  research  described  in  a  previous  paper 
(Abstr.,  1889.  781).  The  formation  of  ethyl  hromodinitrophenyl- 
malonate  by  the  action  of  ethyl  sodiomalonate  on  tribromodinitro¬ 
benzene  is  shown  to  take  place  according  to  the  following  equa¬ 
tions  : — 

(1.)  C6HBr3(NO,)2  +  CHNa(COOEt),  =  NnBr  + 

C6HBiv(XOs)2-CH(COOEt)... 

(-2.)  C6HBr.>(X03)vCH(CO0Et)2  +  CHXn(COOEt), 

=  C6HRr.,(XO,),-CXa(COOEt>,  +  CH,(COOEt)„. 
(3.)  =  C6H2Br(N02)2-CXa(C00Et)2  +  CHBr(COOEt),. 

(4.)  CHXa(COOEt)s  +  H,0  =  XnOH  +  CH-TCOO  Et>. 

(5.)  CUBr(COOEt)s  +  XaOH  =  XaBr  +  CH(OH)(COOEt)2. 

Of  these  reactions  1.  2,  and  3  take  place  before,  4  and  5  after  the 
addition  of  water  used  in  working  up  the  product. 

Ethyl  broinodinitrophemjhnalnnatc,  Cf;H2Br(X02)2’CH(C00  Et)2 
[=  3  :  4  :  6  :  1],  was  prepared  by  making  a  strong  solution  of 
20  grams  of  tribromodinitrobenzene,  C6HBr2(X02)2  [=  1  :  3  : 5  : 4  :  6], 
in  benzene,  and  treating  it  with  ethyl  sodiomalonate,  made  by  adding 
to  16  grams  of  ethyl  malonate  the  sodium  cthoxide  obtain ’d  from 
2'3  grams  of  sodium  and  100  to  125  c.c.  of  alcohol.  The  mixture  was 
allowed  to  remain  all  night  at  the  ordinary  temperature,  and  was  then 
treated  with  water,  and  the  aqueous  solution  separated  by  means  of  a 
separating  funnel  from  the  benzene  solution,  which  contained 
unaltered  tribromodinilrbbenzene,  together  with  an  oily  product  of 
the  reaction.  The  ethyl  broniodinitrophenylmalonate  was  thrown 
down  from  the  aqueous  solution  as  a  yellowish  precipitate  hy  adding 
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dilute  sulphuric  acid  ;  when  recrystallised  from  hot  alcohol,  it  melted 
at  76°.  The  yield  was  only  half  the  theoretical,  much  remaining  dis¬ 
solved  in  the  oily  product  of  the  reaction.  It  was  shown  that  two- 
thirds  of  the  bromine  contained  in  the  original  tribromodinitroben- 
zene  is  removed  as  sodium  bromide,  and  also  that  the  oily  product  of 
the  reaction  gives  tartronic  acid  when  heated  with  strong  hydro¬ 
chloric  acid  in  a  sealed  tube  at  180°  ;  hence  the  reaction  is  represented 
by  the  equations  given  above. 

Metab  roviodinitrophenylacet  ic  acid,  CeHoBi^NO-^vCHj-COOH 
[=  3:4:6:  1],  was  prepared  by  boiling  2  grams  of  ethyl  bromo- 
dinitrophenylmalouate  with  100  c.c.  of  dilute  sulphuric  acid  (of  sp. 
gr.  1  '44)  in  a  reflux  apparatus  until  it  all  dissolved.  The  solution,  on 
cooling,  deposited  the  acid  in  long,  pale-yellow  needles,  which  may  be 
recrystallised  fiom  water  containing  a  few  drops  of  sulphuric  acid, 
but  are  decomposed  by  pure  water  and  by  alcohol.  The  yield  is 
quantitative. 

Metabromodinitrophenylacetic  acid  melts  at  177°,  and  dissolves  in 
acetone,  glacial  acetic  acid,  and  ether,  but  not  to  any  extent  in  the 
other  common  solvents.  When  boiled  with  alcohol  or  water,  it  is 
decomposed,  losing  carbonic  anhydride,  and  forming  a  bromodinitro- 
toluene  which  has  been  shown  to  have  the  constitution 

[CH, :  Br  :  (XO,)*  =  1:  3:4:6], 

From  this  follow  the  formulas  which  have  been  assigned  to  the  com¬ 
pounds  mentioned  above.  The  acid  dissolves  in  ammonia,  giving  a 
solution  which  is  colourless  if  the  acid  is  in  excess,  green  if  the 
ammonia  is  in  slight  excess,  brown  if  it  is  in  large  excess.  The 
colourless  solution  gives  precipitates  with  salts  of  many  of  the  heavy 
metals.  The  precipitate  with  silver  nitrate  is  at  first  flocculent,  but 
becomes  crystalline  after  a  time;  it  has  the  formula 

CfiH,Br(X  02)  •/  C  Hy  C  0  0  Ag  +  H*0. 

With  aqueous  soda,  the  acid  gives  a  green  coloration,  changing  to 
brown  as  excess  of  soda  is  added.  With  acids,  the  green  solution 
gives  a  colourless  precipitate,  which  becomes  purple  when  moistened 
with  alcohol.  The  brown  solution  on  treatment  with  acids  yields  a 
viscous  red  substance,  probably  of  the  nature  of  a  phenol.  In  both 
these  reactions  bromine  is  removed.  C.  F.  B. 

Action  of  Aniline  on  Ethyl  Oxalacetate  and  Ethyl  Methyl- 
oxalacetate.  By  W.  Wislicenus  and  K.  Spiro  (Ber.,  22,  3348 — 
3352). — When  aniline  and  ethyl  oxalacetate  are  mixed  in  the  cold, 
water  separates,  and  ethyl  aniloxalacetate , 

COOEt-C(XHPh):CH-COOEt, 

is  formed.  This  is  a  yellowish  oil,  which  under  a  pressure  of  10  mm. 
of  mercury  begins  to  distil  at  200°,  but  at  the  same  time  undergoes 
considerable  decomposition.  It  is  insoluble  in  water  and  dilute  acids 
or  alkalis,  easily  soluble  in  alcohol  and  ether.  Alkalis  and  acids  cause 
a  separation  of  aniline.  When  heated,  water  and  alcohol  sepai  ate, 
and  two  substances,  CuHl5N03,  melting  at  107 — 10S°,  and  CuHn^Os, 
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melting  at  *21*2 — '213°,  are  formed,  but  have  not  been  further  investi¬ 
gated.  When  the  action  of  aniline  on  ethyl  oxalacetate  is  carried  on 
at  a  high  temperature  (about  130 — 150°  is  found  to  be  the  best), 
2  mols.  of  aniline  enter  into  the  reaction,  phenylamidomale'ic  acid 
phenvlimide  (Michael,  Ahstr.,  188G,  60S)  being  formed. 

Aniline  acts  less  readily  on  ethyl  methyloxalacetate,  but,  on  wann¬ 


ing,  ethyl  auilomethyloxalacctate  is  formed, 
salt  is  heated  with  aniline  (2  mols.)  at  about 

CO - XPh 

acid  phenidinnde,  XP1i.C<T/.<tt,  r  ,  is 
1  J  CHMe'CO 


When,  however,  the  ethyl 
180°,  methijlctn  dido  maleic 

formed.  It  is  easily 


soluble  in  boiling  glacial  acetic  acid  and  alcohol,  insoluble  in  water 
and  ether.  It  crystallises  in  glistening,  golden-yellow  scales,  and  melts 
at  158 — 1G0°  to  a  reddish-yellow  liquid.  L.  T.  T. 


Sulphone-derivatives.  Py  I{.  Otto  (/.  pr.  Ghent.  [2],  40,  505 — 
5G4). 

1.  Action  of  alkaline  sulphicates  on  polyhalogen-derivatives  of 
hydrocarbons,  in  which  the  halogen-atoms  are  linked  to  one  carbon- 
atom  : — 

The  action  of  sodium  aromatic-sulphinates  on  methylene  iodide 
has  been  investigated  by  Michael  and  Palmer  (Abstr.,  1885,  53G),  and 
by  the  author  (Abstr.,  1S88,  482).  There  is  here  given  the  crystallo¬ 
graphy  of  met  hylphenylsul  phone,  methylene-iodophenylsuiphone, 
melhylparatolylsulphone  and  met hyleue-iodoparatolylsul phone. 

EthyUdenechlorophenylsulphone ,  CHMeChS02Pb,  is  obtained  when 
ethylidene  chloride  (1  mol.)  and  sodium  benzenesulphinate  (2  mols.) 
arc  heated  together  in  alcohol  in  a  sealed  tube  at  150 — 100°.  Ethyl 
chloride  escapes  on  opening  the  tube  ;  water  separates  from  the  con¬ 
tents  a  dark-brown  ethereal  solution  containing  much  phenyl  bisulph¬ 
ide,  little  phenylbenzenethiosulphonate  and  ethylidenecldorophenyl- 
sulphone,  together  with  unaltered  ethylidene  chloride.  The  aqueous 
solution  contains  unaltered  sulphinate,  sodium  chloride,  and  sodium 
sulphonate.  The  sulphone  is  separated  by  evaporating  the  ether,  and 
fractionally  crystallising  from  alcohol  ;  it  melts  at  52°.  It  differs 
from  the  isomeric  phenylsulphonethyl  chloride  (Abstr.,  1885,  263)  in 
that  it  is  not  converted  into  ethylenediphenylsulphone  when  heated 
with  sodium  benzenesulphinate. 

When  sodium  paratoluenesulphinate  is  substituted  for  the  benzene¬ 
sulphinate  in  the  above  reaction,  ethylideneehloroparatolylsulphoue 
(see  below)  is  obtained. 

When  the  above  experiments  are  compared  with  those  on  methylene 
iodide  (Abstr.,  188S,  4S2),  it  is  evident  that  the  SO_>IT  group  is  more 
easily  substituted  for  the  halogen  in  the  methylene-derivative  than 
in  the  ethylidene-derivative. 

Benzylidenechlorophenyhulphone ,  CHPlrChS02Ph,  is  prepared  by 
heating  benzylidene  chloride  (10  grams)  with  sodium  benzeuesul- 
phinate  (20  grams)  in  alcohol  in  a  reliux  apparatus,  the  solution 
being  kept  neutral  by  addition  of  sodium  carbonate.  The  alcohol  is 
distilled  off,  the  residue  treated  with  water,  and  immediately  shaken 
with  ether,  which  does  not  dissolve  the  sulphone.  It  crystallises 
from  glacial  acetic  acid  in  small,  broad,  vitreous,  sparingly  soluble 
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needles  (m.p.  not  given).  Benzaldehyde,  phenyl  bcnzenethiosulphonate, 
phenyl  mercaptan,  and  phenyl  bisulphide  are  dissolved  by  the  ether, 
the  sodium  chloride  and  sodium  benzenesulphonate  by  the  water. 

BenzylidenecJtloroparatolylsitlphone,  CHPhCTSO/CkH,.  obtained  in 
like  manner  from  benzylidene  chloride  and  sodium  paratoluenesnlphi- 
nate,  crystallises  from  hot  glacial  acetic  acid  in  small,  yellowish-white, 
lustrous  needles  melting  at  2l)3°. 

The  above  reactions  confirm  the  author's  generalisation  as  to  the 
action  of  alkaline  sulphinates  on  dihalogen  derivatives  of  hydrocarbons 
(Ahstr.,  1888,  482). 

The  action  of  sodium  benzenesulphinate  on  the  trihalogen-deriva¬ 
tives  of  hydrocarbons,  chloroform,  and  methylchloroform,  has  been 
described  before  (AbstV.,  1SSS,  S41)  :  that  ethyiidenedisulphone  should 
be  produced  in  the  ea-m  of  nietln lehloroform  is  remarkable,  and  indi¬ 
cates  that  one  of  the  chlorine-atoms  first  displaces  a  hydrogen-atom 
in  the  methyl-group,  forming  CHdCTCHCk  (compare  the  formation 
of  symmetrical  succinic  acid  from  ethylidene  chloride  and  potassium 
cyanide,  Krlcnmeyer  and  Simpson,  Zdt.  ('h  m.  2\  3,  3  do,  073). 

Jjensylphfuylsulphone  (Ahstr.,  1888.  841)  crystallises  in  lustrous, 
slender  prisms  melting  at  140-— 147  ,  and  insoluble  in  water,  but 
soluble  in  alcohol.  Its  erystallogia  ph  y  is  given. 

The  SOoR  group  is  more  easily  substituted  for  chlorine  in  benzo- 
triehloride  (  phenylebloroform)  than  in  met  Ity lehloroform,  and  more 
easily  in  this  than  in  chloroform  (compare  Rusz  and  Kekule,  Abstr., 
18b8,  302).  In  trihalogen-dorivati  ves  of  hydrocarbons  in  which 
three  atoms  of  halogen  are  linked  to  one  carbon -a tom,  only  one  such 
atom  is  displaced  by  the  SOdl-group,  the  others  being  displaced  by 
hydrogen. 

2.  Action  of  alkaline  sulphinates  on  polyhalogen  derivatives  of 
fatty  acids,  in  which  the  halogen-atoms  are  linked  to  one  carbon- 
atom  : — 

When  sodium  benzeuesnlphiuate  (6‘3  grams)  is  heated  on  the 
water-bath  with  diehloraectic  acid  (2  o  grams)  neutralised  with 
sodium  hydroxide,  cTth'roiindhifJpltnylsMlfihoiip,  identical  with 
niethyleneehlorophcnyJsulphone  (Ab.^tr.,  l8'8,  483),  sodium  chloride, 
and  sodium  carbonate  an  formed.  (  Zdors  ’/,■  t/U  htlmlfhone,  obtained 
from  sodium  toluenesulphinatc  and  diehloraectic  acid,  crystallises  in 
vitreous  tables,  whose  crystallography  is  given  :  it  melts  at  84°,  is 
insoluble  in  water,  but  soluble  in  hot  alcohol  or  benzene.  It  can  also 
be  obtained  by  the  action  of  methylene  chloride  on  sodium  toluene¬ 
sulphinatc. 

The  action  of  sodium  benzol  esulphiuate  on  sodium  <z-dich]oro- 
propionnte  produces  cth  vlenediphenylsulphone  (Abstr..  1S85,  261), 
and  may  he  compared  with  that  of  the  same  salt  on  methylchloroform 
(see  above).  A  small  quantity  of  ethylidenechlorophenylsulphoiie  is 
obtained  at  the  same  time.  lH}dn'uyhv?phmt-fhtd<nuivt\  obtained  by 
the  action  of  ammonia  on  Hhyleredipbeuylsulphone,  has  been  de¬ 
scribed  be  ore  (Abstr.,  1883,  337)  ;  its  crystallography  is  here 
given. 

EthiiliJrtuThl-irriur,ri?<th(?*iHii>hi-no  is  the  chief  product  of  the  action 
of  sodium  pnrat  luen.es. :  piiinate  on  sodium  «-dichloropropiouate, only 
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u  little  cl hylidonedipnrat  Ivlsnlj  h  *no  (  Abstr.,  1SS5,  53H ,  being  pro¬ 
duced.  It  crystallises  in  lliin,  rhombic  tables  (crystal  h.graphy  given) 
melting  at  fed  ;  it  is  uncharged  hy  lio:i t i iii>'  with  sodium  >  •  nm 
sulpliinate.  The  corresponding  l;rom»  Mem  stive  was  not  •  b;  suited 
when  sotl’uui  *- d ibnnnoprr ?pion:it c  was  substituted  for  the  x-Tiohh  r  - 
propionate. 

Kthvl  ilichloracclate  (1  mol.)  was  iu  ai  d  with  seuiatvi  l>ci:/.em  i  S 
pinnate  an  I  tolncuesnlpiihmu,  respectively  i  2  mols.  >.  in  alcohol  for 
eight.  days;  chlomm  ct !  1  v  1 1 ihetn  Isiilplione  aiul  eitlo  *  im  taviielvls  «i- 
phone,  respectively,  were  obtained,  together  with  sodium  chloride, 
sodium  snlplsonate,  and,  in  t ho  fdrini  r  case,  wKiiain  pl’euylscdjdion- 
acotate. 

There  is  iv>  action  between  souinm  licsjtphiniitc  or  t duem- 

salphinnte  and  trieiiloracetsue  when  heated  t,  gt  tlicr. 

il.  Action  of  chlorine  and  bromine  <1  snlohom a  nrboxylie  acids  :• 
Jh>/; lie  7i ylph'nyhu fyh •: :••< -- ,  CH(M.-S( bPls,  is  obt  aia.d,  together 
with  carbonic  anhydride,  when  chlorine  is  passed  through  warm 
aqneons  plienv lsnlphonaeetie  arid  in  diffused  daylight,  ns  an  nil 
which  separates  from  alcoln  1  or  ot hy  i  acetate  in  prismatic  crystals, 
melting  at  59’. 

On  mixing  bromine  with  plicnylsnlphonatsetie  acid  (equal  mols.), 
two  bnmio-dt  rivatives  are  obtained  ;  these  may  be  separated  by  crystal¬ 
lising  from  hot  alcohol,  when  brosii-^rthyiph^uyh^phcii::  remains  dis¬ 
solved  ;  it  forms  thick,  lustrous,  tubular  crystals  melting  at  4b — 4S’, 
and  insoluble  in  water.  Jji brOt<; ? •»!■: , :  *  ' l  ah  ay is «:  1 ph <  n  forms  many-sided 
crystals  (melting  point  not  given  t,  insolt  b!e  in  water. 

There  have  also  1*  en  obtarned  in  the  same  way ,dickhr*:mctJiu!par  r- 
tch/ls>  ’/r  v<r.  which  terms  lustrous  crystals  melting  at  114  ;  b,r.,i<> - 
met  hut  pa  ■.■M-  ijflsulj'hi  ue,  Im-ming  slender  needles  melting  at  90 — 92'  ; 
dtlrWiOii;  :t -yipa-rato  iih'tlphnc,  which  forms  prismatic  crystals  malt¬ 
ing  at  110 — lL/°.  These  are  all  soluble  in  hot  alcohol,  but  insoluble 
in  water.  The  crystallography  of  the  last  five  compounds  is  given. 

It  is  thus  seen  t hat  dihalogen-derivatives  of  a  sulpboneacetic  acid, 
if  formed  at  all,  immediately  decompose  into  dihalogen  derivatives  of 
sulphones  and  carbonic  anhydride. 

x-Pheiiylsiilphouepropivuic-  acid, ,  SChPh-CHAIe’COOH,  is  prepared  by- 
heating  ethyl  a-bromopropionate  with  sodium  benzenesulphinate  (equal 
mols.)  for  1  to  2  days  in  alcohol  using  a  reflux  condenser  ;  t lie  alcohol  is 
evaporated,  water  added,  and  the  ethyl  salt  thus  separated,  washed 
and  saponified  w  ith  aqueous  soda.  The  acid  crystallises  in  aggregates 
of  minute,  white,  monosym metric  or  asymmetric  needles,  melting  at 
115 — llb°,  and  soluble  in  the  usual  solvents.  The  sodium  salt,  the 
barium  salt  (with  2  mols.  H;0).  and  the  ethyl  salt  are  described. 

OL-Phenylsulphoue-a.-bromopropionic‘acid  is  obtained  by  the  action  of 
bromine  on  the  last-mentioned  acid  in  ether  or  water  at  the  ordinary 
temperature  ;  it  crystallises  in  small,  thick,  lustrous  prisms  and  very 
slender  needles,  melting  at  134°,  and  soluble  in  most  solvents. 

Kt hyl itlen eb rcmiop henylsulphon e,  CHileBvSOjPh,  is  obtained,  to¬ 
gether  with  carbonic  anhydride,  when  the  aqueous  solution  of  the 
above  is  heated  ;  it  crystallises  in  rhombic,  rectangular  tables  melting 
at  49 — 50°,  and  is  soluble  in  alcohol  and  benzene. 
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Attempts  to  make  a-phenylsulphonepropionic  acid  by  beating  ethyl 
phenylsulphonacetate  with  sodium  and  methyl  iodide  in  alcohol 
failed  (compare  Abstr.,  188b,  994). 

a-Paratohjlsulphonepropiovic  acid,  prepared  similarly  to  a-phenyl- 
sulphonepropionic  acid,  forms  colourless  crystals  melting  at  37°. 

The  ultimate  product  of  the  action  of  bromine  on  ethyl  phenylsul- 
plionacetate  and  on  paratolylsulphonacetate  at  90°  is  dibromomethyl- 
pbenylsulphone  and  dibromomethyltolylsulphone  respectively. 
Chlorine  has  no  action  on  these  ethyl  salts. 

When  phosphorus  pentachloride  and  phenylsulphonacetic  acid  are 
mixed  together  in  molecular  proportion,  phosphorus  oxychloride  and 
phenylsulphonacetic  chloride  (m.  p.  58°)  are  formed.  When  2  mols. 
of  the  pentachloride  and  1  mol.  of  the  acid  are  heated  together  at  110°, 
phosphorus  trichloride,  phosphorus  oxychloride,  and  a  crystalline 
mass,  probably  phenylsulphonediehloracetie  chloride,  SO.Ph’CCU’  CO  Cl, 
are  obtained  ;  but  when  treated  with  water,  the  crystalline  mass 
evolves  carbonic  anhydride  and  is  converted  into  dichloromethyl- 
phenylsulphone. 

The  author  concludes  with  some  remarks  as  to  the  analogy  between 
the  ketonic  acids  and  sulphone  acids  (compare  Abstr.,  1888,  360, 
577). 

The  crystallography  of  sodium  benzenesulphinate  and  propyl- 
phenylsulphone  is  incidentally  described  in  the  paper.  A.  G.  B. 

“Methylsaccharin,”  or  Methylbenzoic  Sulphinide.  ( Chem . 
Centr .,  188*9,  ii,  795 — 796;  from  German  Patent  48583  of  the  Umlische 
Anilin-  nnd  Sodafabrik.  1889). — The  following  new  method  has  been 
applied  to  the  preparation  of  Reinsen  and  Fall  1  berg’s  sulph  in  ides  : — 

“  Methylsaccharin ,”  or  methylbenzoic  sulphinide,  has  been  prepared 
by  it,  and  its  preparation  exemplifies  the  method- 

100  kilos,  of  paratoluidinemetasnlphonic  acid  [Me  :  S03H  :  NIL 
=  1:3:  4]  is  converted  into  the  diazo-compound,  and  this  is  mixed 
with  water  and  gradually  transferred  to  an  almost  boiling  solution  of 
48  kilos,  of  cuprous  cyanide,  104'5  kilos,  of  potassium  cyanide,  and 
500  kilos,  of  water.  After  the  violent  evolution  of  nitrogen  has 
ceased,  the  solution  is  heated  a  short  time  to  boiling,  and  then  just 
sufficient  sulphuric  acid  added  to  decompose  the  potassium  cyanide, 
when  the  whole  of  the  cuprous  cyanide  is  precipitated.  The  hydrogen 
cyanide  liberated  is  collected  in  solution  of  potassium  hydroxide. 
The  solution  is  filtered  from  the  cuprous  cyanide,  and  concentrated 
until  crystallisation  commences.  The  potassium  salt  of  toluene- 
cyanosulphonic  acid  crystallises  out  in  deep-yellow,  lustrous  prisms, 
containing  water  of  combination.  The  salt  is  readily  soluble  in  water, 
but  only  sparingly  in  alcohol,  which  renders  a  dilute  alcohol  of  advan¬ 
tage  for  purifying  it. 

To  obtain  the  sulphochloridc ,  CN'CaHsMe'SChCl,  the  potassium  sul- 
phonate  is  completely  dehydrated  by  heating  at  100 — 110°  ;  it  is  then 
mixed  with  an  equal  weight  of  phosphorus  pentachloride  and  heated 
in  a  reflux  apparatus  at  about  100°.  The  reaction  takes  place  at  once  ; 
the  mass  froths  slightly  at  first,  then  becomes  a  limpid  liquid.  The 
contents  of  the  retort  are  next  heated  somewhat  higher,  in  order  to 
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distil  off  t lie  phosphorus  oxychloride,  after  which  it  is  allowed  to  cool 
and  solidify.  The  potassium  chloride  is  extracted  by  agitating  the 
ground-up  product  with  water  several  times,  after  which  the  residue 
is  dried  and  recrystallised  from  light  petroleum.  It  melts  at  07°. 

The  sulphochloride  is  next  converted  into  the  sulphonamide  by  the 
action  of  ammonia.  Either  aqueous,  alcoholic,  or  g-aseous  ammonia  is 
applicable.  It  is  extremely  insoluble  in  water  and  methylated  spirit. 
From  boiling  pyridine,  it  crystallises  in  white  plates.  It  dissolves 
readily  in  cold  water  containing-  free  alkali. 

SO-> 

Methylbenzoic  sulphinide,  C6lI3Me<(  qq2^>isH,  is  prepared  from  the 

sulphonamide  by  hydrolysis  with  water.  10  kilos,  of  the  sulphon- 
nniide  is  dissolved  in  50  kilos,  of  hot  water,  by  means  of  just  sufficient 
sodinm  hydroxide  for  its  complete  solution.  This  solution  is  then 
boiled  in  a  reflux  apparatus  for  4 — 5  hours,  and  allowed  to  cool.  Tin- 
addition  of  an  acid  to  the  solution  now  precipitates  the  sulphinide  as 
a  white,  crystalline  powder.  It  is  only  requisite  to  crystallise  the 
crude  product  once  from  water  in  order  to  obtain  colourless,  lustrous 
crystals,  melting  at  246‘.  In  cold  water  it  is  very  insoluble,  hut  is 
much  more  readily  soluble  in  hot  water.  Like  benzoic  sulphinide 
(“saccharin  ”),  it  tastes  extremely  sweet,  and  may  be  applied  to  the 
same  purposes.  If  too  much  alkali  is  used  for  the  solution  of  the 
sulphonamide,  the  product  obtained  after  hydrolysis  will  be  found  to 
be  an  acid,  and  to  have  lost  all  the  properties  of  the  sulphinide. 

J.  W.  L. 


Synthesis  of  Indigo  from  Bromacetanilide.  By  \V.  Fliiim 
(Her.,  23,  57 — GO). — The  action  of  potash  on  bromacetanilide  varies 
according  to  the  conditions  under  which  it  takes  place.  Thus  aqueous 
potash  splits  it  up  into  its  constituents,  some  phenylcarbamine  being 
also  formed,  whilst  alcoholic  potash  converts  it  into  diphenyldiketo- 
piperazine  (Abenius,  Abstr.,  1S89,  134).  If,  however,  a  mixture  ct' 
the  anilide  and  solid  potash  be  fused  together  in  small  quantities, 
until  a  homogeneous,  reddish-brown  melt  is  obtained,  the  latter  dis¬ 
solved  in  water,  and  a  little  ammonia  or  ammonium  chloride  solution 
added,  indigo  speedily  separates  out.  The  melt  may  also  be  dissolved 
in  hydrochloric  acid,  aud  ferric  chloride  added,  in  which  case  the 
indigo  separates  at  once.  The  compound  gives  all  the  charaetei  istic 
reactions  of  indigo,  and  shows  the  same  absorption  spectrum.  The 
yield  is.  however,  small,  amounting  only  to  4  per  cent,  of  the  anilide 
employed. 

It  would  appear  probable  that  the  compound  first  formed  from 


monobromaeetanilide  is 


NH- 


ldoxyl,  C6H4<^qjjj^>CH,  or 


pseud ind- 


oxyl,  C6H4< 


NH 

CO 


>CH2,  and  that  this  then  undergoes  oxidation  with 


formation  of  indigo. 

Bromacetoparatoluidide  is  converted  on  similar  treatment  into  di- 
mefhylindigo.  This  can'  scarcely  be  distinguished  externally  from 
indigo,  but  yields  paratoluidine  on  distillation  with  excess  of  potash. 
The  following  compounds  were  also  subjected  to  the  same  treatment, 
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but  did  not  yield  corresponding  compounds  :  bromaceto-a-naphthalide, 
bromaceto-/3-naphthalide,  bvomacetodiphenylamine,  and  brotnaceto- 
ortliotoluidide.  H.  G.  C. 

Symmetrical  Diphenyltrimethyiene  Cyanide  and  Symmetri¬ 
cal  Diphenylglutaric  Acid,  By  N\  Zelinsky  and  M.  Feldmann 
(Der.,  22,  3289 — 3203;  compare  Abstr.,  1889,  692). — xa-Dipheiri/ltri- 
methylene  cyanide ,  CH2(CHPh,CN)2,  is  obtained  when  finely  divided, 
anhydrous  sodium  hydroxide  (8  grams)  is  added,  in  small  portions  at  a 
time,  to  a  mixture  of  benzyl  cyanide  (23'4  grams)  and  methylene  iodide 
(26'S  grams)  and  the  mixture  heated,  gently  at  first,  and  then  more 
strongly  to  complete  the  reaction.  The  oily  product  is  extracted  with 
ether,  the  unchanged  benzyl  cyanide  and  methylene  iodide  removed  by 
distilling  with  steam,  and  the  residual  diphenyltrimethyiene  cyanide 
recrystallised  from  alcohol.  The  yield  of  the  pure  product  is  8  grams, 
and  considerable  quantities  remain  dissolved  in  the  alcoholic  mother 
liquors.  It  forms  well-defined  rhombic  crystals,  a  :  b  :  c  — 

?  :  1  :  0'4S77,  melts  at  70 — 71°  and  its  molecular  weight,  determined 
by  Raoult’s  method  in  glacial  acetic  acid  and  in  benzene  solution,  was 
found  to  be  in  accordance  with  the  formula  given  above. 

Diphenyl  ylidaric  acid,  CH2(CHPlrCOOH)2,  prepared  by  hydro¬ 
lysing  the  preceding  compound  with  alcoholic  potash,  crystallises 
from  hot  water  in  small  needles  melting  at  164.°  F.  S.  K. 

Fichtelite.  By  E.  Bamberger  and  L.  Strasser  (Her.,  22,  3361 — 

3368;  compare  Abstr.,  1SM9,  714,  and  Hell,  ibid.,  614). — The  author 
has  carefully  determined  the  boiling  point  of  this  compound,  using  a 
Zineke  thermometer  with  the  mercury  column  in  the  vapour.  In  this 
way  the  boiling  point  was  found  to  be  355*2°  at  719  mm.,  235*6°  at 
43  mm.  and  233  6"  at  42  mm.  In  the  previous  determinations  by  the 
author  and  by  Hell  of  the  vapour  density  of  fichtelite,  made  in  air  by  1 

A7.  Meyer’s  process,  the  numbers  obtained  varied  between  7*37  and  I'll,  j 

hut  both  observers  noticed  an  apparent  partial  oxidation.  The  author  j 
has  therefore  repeated  the  vapour-density  determinations  in  pure  dry  jl 

nitrogen,  and  obtained  the  numbers  8'66  and  8*72,  no  sign  of  clecom-  | 

position  being  observed.  This  number  agrees  very  closely  with  that 
(S*58)  required  for  Ci6H32,  the  formula  previously  adopted  by  the 
author  as  the  most  probable  one.  This  formula  would  correspond  [ 
with  a  perhydride  of  retene,  and  its  correctness  is  made  more 
probable  by  the  fact  that  fichtelite  and  retene  are  so  often  found 
together  in  peat  moors.  Liebermann  and  Spiegel  have  lately  obtained 
(Abstr.,  1SS9,  720)  retene  dodecaliydride,  by  the  action  of 

hydriodic  acid  and  phosphorus  on  retene  at  about  250A  but  were  then 
unable  to  obtain  the  perhydride  (compare  next  Abstr.).  In  his 
previous  communication  (lac.  cit.),  the  author  described  a  substance 
which  he  obtained  by  heating  fichtelite  with  iodine,  and  which  he 
believed  to  be  dehydrofichtelite.  He  has  now  further  investigated  this 
reaction.  AYhen  27  grams  of  iodine  and  25  grams  of  fichtelite  were 
heated  together,  evolution  of  hydrogen  iodide  began  at  120°  and 
became  very  energetic  at  150°.  After  keeping  the  mixture  at  200° 
until  evolution  of  gas  ceased,  and  subsequent  purification,  dehydro- 
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fichtelitc ,  was  obtained  as  a  clear,  colourless,  thick  oil  lmviii*;  a 

beautiful  pale-blue  fluorescence.  Under  38  mm.  pressure  it  boils  at 
224 — 225°  (curr.),  and  under  atmospheric  pressure  (714  mm.)  at 
344 — 3l8°  (corr.).  but  in  the  latter  case  slight  decomposition  takes 
place.  Vapour  density  determinations  carried  out  in  air  gave  numbers 
varying  between  (5'15  and  8‘1G,  bnt  the  compound  showed  signs  of 
decomposition  ;  iu  pure  dry  nitrogen,  the  vapour  densities  found  were 
S'59  and  S'85,  theory  requiring  S‘51.  The  same  substance  seems 
to  be  formed,  although  in  little  more  than  traces  by  the  action  of 
sulphur  and  ot'  zinc-dust  on  lichtelite  at  high  temperatures.  The 
properties  of  this  deliydride  seem  to  correspond  with  those  of  reteue 
dodeeahydride,  except  that  attempts  to  obtain  reteue  from  it  proved 
unsuccessful.  Lieberniann  and  8piegel  state  that  they  obtained 
retene  by  distilling  the  dodeeahydride  with  zinc-dust,  bnt  that  the 
yield  was  very  small,  and  t he  authors’  want  of  success  may  very 
probably  be  owing  to  the  small  quantity  of  substance  they  had  to 
treat.  The  lower  boiling  point  given  by  Liebermsmn  and  Spiegel 
was  uncorrected,  and  so  corresponds  very  closely  with  that  found 
by  the  authors.  By  further  treatment  of  the  dehydride  with  iodine, 
a  detetrahydride  boiling  at  23(1°  under  3S  mm.  pressure  was  obtained, 
but  no  lower  hydrides  could  be  isolated.  \\  hen  spongy  platinum 
was  suspended  in  the  boiling  deliydride,  and  a  current  of  oxygen 
passed  through  the  liquid,  oxidation  took  place,  and  from  the  pro¬ 
ducts  a  small  quantity  of  a  heavy  oil  boiling  about  330°  and  soluble 
in  glacial  acetic  acid  was  isolated;  this,  when  oxidised  with  chromic 
acicl.  yielded  an  orthodiketone  crystallising  in  small,  red  needles.  The 
quantity,  however,  was  too  small  to  establish  with  certainty  its  identity 
with  retenequinonc. 

These  results,  although  not  conclusive,  leave  little  doubt  that  Sclitel- 
ite  is  reteue  perhydride,  c1sh32.  l.  t.  T. 

Constitution  of  Fichtelite.  By  L.  Spiegel  ( Ber .,  22,  3369 — 
3371  ;  compare  preceding  abstract). — In  the  preparation  of  consider¬ 
able  quantities  of  retene  dodeeahydride  (Lieberniann  and  Spiegel, 
Abstr.,  1889,  720),  the  author,  by  strongly  cooling  the  dodeeahydride, 
obtained  small  quantities  of  glistening  crystals  melting  at  4S°.  The 
same  substance  seems  to  be  formed  when  the  dodeeahydride  is 
treated  with  phosphorus  and  hydrogen  iodide.  .  Although  the  author 
lias  not  yet  obtained  enough  of  this  substance  for  absolute  proof, 
there  seems  little  doubt  that  it  is  identical  with  iielitelite,  which  must, 
therefore,  be  retene  perhydride.  L.  T.  T. 

Behaviour  of  «/3-Dinaphthylamine  when  Combining  with 
Diazobenzene.  By  P.  Hatihes  (Iter.,  22,  3344—3348). — When  an 
acetone  solution  of  a/3-dinaphthylamine  is  added  to  a  solution  of 
diazobenzene,  in  the  presence  of  sodium  acetate,  oL-benzeneazo-oiji-di - 
vajdithylamiue,  XT2PlrC10H5-X'H'CioH7  [NH  :  X2Ph  =  2:1],  is  alone 
formed,  but  when  the  reaction  is  carried  out  in  the  presence  of 
hydrochloric  acid  at  40 — 59  ,  besides  this  aa/l-compound,a-6m^ci/e- 
azo-fix-dinaphthylcnnine  [XII;  X5Ph  =  1  :  4],  and  a  (/ismro-derivative, 
X2Ph-Ci0H6-XH-C10H6'X2Ph  [Xll  :  X5Ph  =  2:1  and  XH  :  X2Ph  = 


386 


ABSTRACTS  OR  CHEMICAL  PAPERS. 


1  :  4]  are  also  formed.  The  disazo-compound  is  much  less  soluble  in 
alcohol  than  the  two  azo-derivatives,  and  can  be  thus  separated  from 
them.  It  crystallises  in  long,  woolly,  violet  needles  melting  at  “238°. 
This  compound  is  also  formed  by  the  action  of  diazobcnzene  chloride 
on  either  of  the  azo-derivatives,  if  enough  solvent  is  used  to  keep 
these  sparingly  soluble  substances  in  solution.  When  boiled  for 
some  time  with  glacial  acetic  acid,  it  is  coverted  into  the  azin <=, 

C10H6<rf>CluH5-IsT,Ph  [X  :  N  =  1  :  2  and  N  :  N  :  X,Ph  =1:2:  4]. 
N 

This  crystallises  in  brownish-yellow  woolly  needles  sparingly  soluble 
in  the  usual  solvents  and  melting  at  287°  ;  by  reducing  agents  it 
appears  to  be  converted  into  a  eurhodine,  which,  however,  has  not 
yet  been  isolated. 

The  separation  of  the  azo-compounds  is  move  difficult,  as  their 
solubilit}7  in  most  solvents  is  very  similar.  The  1  :  2-compound  is, 
however,  less  soluble  in  benzene  than  the  1  :  4-derivative,  and  can  be 
obtained  pure  when  crystallised  from  that  solvent;  it  forms  long, 
woolly,  intensely  red  needles  melting  at  Ui7°.  When  treated  with 
mineral  acids,  it  is  converted  into  an  mine.  The  1  :  4-compound 
cannot  he  obtained  pure  directly  from  the  mother  liquor;  the  best 
way  is  to  dissolve  the  mixed  azo-compounds  in  acetic  acid  and  treat 
with  hydrochloric  acid.  The  1  :  2-derivative  is  thus  changed  into 
the  azine,  whilst  the  1  :  4-derivative  is  converted  into  its  hydro¬ 
chloride.  The  two  are  then  precipitated  with  water,  and  separated 
by  means  of  alcohol,  in  which  the  hydrochloride  is  easily  soluble, 
the  azine  almost  insoluble;  the  azo-base  is  then  liberated  by  means  of 
ammonia.  It  crystallises  from  alcohol  in  short,  thick,  yellowish-red 
prisms  melting'  at  187°.  L.  T.  T. 

a-Naphthylamine-  and  «-Naphthol-f-Disulphonic  Acids.  By 

A.  Berxthshx  (Her.,  22,  8327 — 3835)  — When  the  mixture  of  1  :  4'- 
and  1  :  3'-naphthalenedisnlplionic  acids,  obtained  by  sulphonating 
naphthalene  in  the  cold  with  chlorosulphonic  acid  or  with  fuming 
sulphuric  acid  containing  35  per  cent,  of  sulphuric  anhydride,  is  ni¬ 
trated  and  the  resulting  nitro-acids  reduced,  two  isomeric  a-naphthyl- 
aminedisulplionic  acids  (7-  and  c-  )  are  formed.  These  can  be  separated 
by  fractional  crystallisation  of  the  normal  sodium  salts,  inasmuch  as 
the  normal  sodium  salt  of  the  so-called  Scbollkopf  or  a-naphtliyl- 
amine-S-disul phonic  acid  [XH2  :  S03H  :  S03H  =  1/  :  1  :  4']  (German 
patent  40571)  is  relatively  sparingly  soluble  in  water,  whilst  that  of 
the  e-acid  remains  in  the  mother  liquors,  and  is  best  obtained  by 
treating  these  with  excess  of  hydrochloric  acid,  which  converts  it 
into  the  less  soluble  hut  well  crystallised  sodium  hydrogen  salt 
(Actiengesellschaft  fur  Anilinfabrikation,  German  patent  45776). 
a. - X ap h thylamine-e- di snl phonic  acid,  NH27Ci0H5(SO3H)2  +  3H20,  which 
can  also  be  obtained  by  nitrating  pure  1  :  3  -naphthalenedisulphonic 
acid,  and  reducing  the  resulting  nitro-acid  (Ewer  and  Pick,  G.  P.-A., 
E.  2318;  Badisclie  Anilin-  und  Sodafabrik,  G.  P.-A.,  B.  9514),  crys¬ 
tallises  in  colourless,  lustrous  ’  scales  and  is  extremely  soluble  in 
hot,  sparingly  soluble  in  cold  water  ;  the  sodium  salt,  with  6  mols. 
H20,  crystallises  in  long  needles  or  thin  prisms,  and  is  extremely 
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soluble  in  water;  the  sodium  hydrogen  salt,  with  2  inols.  HvO,  crystal¬ 
lises  in  long1  needles  or  thin  prisms;  the  barium  salt  crystallises  with 
M  mols.  HsO  in  bright-yellow  aggregates  of  needles,  and  with  4  inols. 
11  oO  in  colourless,  lustrous,  Hat  needles,  and  is  readily  soluble  in  hot, 
sparingly  soluble  in  cold  water;  the  barium  hydrogen  salt,  with 
5  mols.  UUO,  crystallises  in  white,  microscopic  needles  and  is  sparingly 
soluble  in  cold  water.  The  diazo-aeid  is  readily  soluble  in  water,  but 
its  sodium  salt  is  sparingly  soluble  and  crystallises  in  spherical 
aggregates  of  small,  white  needles. 

oc-Naphthol-e-disulpkonic  acid  is  formed  when  the  diazo-eomponnd 
of  the  naphthylamine  acid  is  boiled  with  dilute  sulphuric  acid.  Its 
sodium  salt,  OH-CinH^SOjNa).  -p  (jH20,  crystallises  in  long,  colourless 
prisms,  is  soluble  in  5'5  parts  of  water  at  the  ordinary  temperature, 
is  precipitated  from  its  conce  a  tinted  aqueous  solution  by  addition  of 
salt,  and  gives  a  deep  blue  colour  with  ferric  chloride.  Concentrated 
nitric  acid  oxidises  it  readily,  but  does  not  convert  it  into  a  compound 
resembling  naphthol-yellow.  The  azo-dyes  derived  from  a-naphthol- 
t-disnlphonic  acid  are  characterised  by  their  purity  of  shade  and  by 
the  fact  that  they  crystallise  well ;  the  dye  obtained  by  combination 
with  aniline  is  orange-yellow ;  with  xylidine,  ponceau  ;  with  a-napli- 
thylamine  red;  and  with  benzidine,  violet. 

Naphthas ultousnlphonic  acid  e  (naphthalenesulphonelactonesul phonic 
acid  g  ;  /i-naphthol-*8-disu]phonie  acid  of  G.  P.-A .,  E.  23 18  ;  f-naph- 
tholdisulphonic  acid  of  Gr.  P.-A.,  B.  9514)  is  obtained  when 
diazonaphthalenedisulphonic  acid  e  is  boiled  with  water  and  a 
small  quantity  of  sulphuric  acid  only  long  enough  to  expel  all 
the  nitrogen,  and  then  at  once  rapidly  cooled.  In  this  way, 
long  slender  needles  of  the  sodium  salt,  CjoHsSO^SOjXa  -f  3H2U, 
are  obtained,  which,  after  drying  at  110°,  have  the  composition 
C10H3SO3*SO3Na.  This  salt  requires  93  parts  of  water  for  its  solution 
in  the  cold,  but  it  is  more  soluble  in  hot  water,  is  precipitated  from 
a  1  per  cent,  solution  by  the  addition  of  salt,  gives  no  colour  with 
ferric  chloride,  and  is  not  affected  when  boiled  for  a  short  time  with 
concentrated  nitric  acid.  The  barium  salt  crystallises  in  long,  colour¬ 
less  needles  and  is  insoluble  in  cold  water;  the  acid  crystallises  in 
silky  needles  and  melts  at  241°.  Wheu  treated  with  alkalis  or 
alkaline  carbonates,  naphthasultonsulphonic  acid  e  is  rapidly  converted 
in  the  cold  or  at  once  on  warming  into  a-naphlhol-e-disulphonic  acid  ; 
on  treatment  with  ammonia,  however,  it  forms  x-naphtholsulphonamid- 
sulphonic  acid  g,  OH,Ci0H5(SO3H)’SO2NH2,  which  differs  from  the 
napbthol-e-disulphonic  acid  in  yielding  azo-dyes  having  a  distinctly 
redder  or  bluer  shade.  The  sulphonnmidsulphonic  acid  crystallises 
in  compact  needles,  or  long,  sleuder  prisms,  and  is  somewhat  readily 
soluble  in  cold  water;  the  sodium  ammonium  salt,  C]oHsNS206Na,]STH3 
+  H20,  forms  small,  compact  crystals  and  is  very  soluble  in  water  ; 
the  barium  salt,  (C10HaNS2O6)2Ba  T  5H20,  is  sparingly  solable  in 
cold  water. 

The  author  assigns  the  constitution  [NH2 :  SOaH  :  S03H  —  1' :  1  :  3  ] 
to  a-naphthylamine-e-disulphonie  acid  since  (1)  it  is  obtained  by  the 
nitration  of  the  1  :  3,-naphthalenedi.sulphonic  acid;  (2)  it  contains 
its  NHrgroup  in  an  a-position,  inasmuch  as  it  yields  a-naphthylamine 
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on  distillation  with  lime  ;  and  (3)  it  yields  a  snltone  (sulphonelnctone), 
a  reaction  hitherto  obtained  only  in  the  case  of  the  1:1/  naplithol- 
sulphonic  acid  (Erdmann,  Abstr.,  1S89,  157).  W.  P.  W. 

Xnfe  by  Abstractor :  The  constitution  assigned  by  Bernthsen  to 
so-called  a-naphthylamine-e-disulphonic  acid  has  been  confirmed  by 
Armstrong  and  Wynne  (Proc.,  1890,  10).  W .  P.  W. 

a-Naphthylamlne-e-disulphonic  Acid.  By  G.  Schultz  (Per.,  23, 
77). —  In  Bernthsen ’s  paper  (preceding  Abstr.),  it  is  stated  that 
a-naphthylamine-e-disulphonic  acid  [X :  S03H  :  S0.5H  —  1'  :  1  :  3  ] 
is  obtained  by  the  reduction  of  the  nitro-acids  obtained  by  nitrating 
naphthalenedisulphonic  acids  produced  by  the  sulphonation  of  naph¬ 
thalene  by  three  different  methods.  The  author  points  out  that  in 
each  of  these  cases  1  :  3'-naphthalenedisulphonic  acid  is  present  and 
undergoes  nitration,  and  that  therefore  one  method  alone  exists  for 
the  production  of  *-naphthylamine-e-disulphonie  acid. 

In  addition  to  a-naphthylamine-e-disulphonic  acid,  other  naphthyl- 
aininedisnlphonic  acids  are  produced  when  1  :  o'-naphthalenedisul- 
phonic  acid  is  nitrated,  and  the  nitro-acids  reduced;  one  of  these  the 
author  has  examined  and  fiuds  to  be  a  /1-naphthylaminedisulphonic 
acid.  Further  details  are  promised.  W.  P.  W. 

New  Class  of  Diketones.  By  A.  B£hal  and  V.  Auger  ( Com  pi . 
rend.,  109,  970 — 973). — The  authors  have  previously  shown  that 
methylmalonic  and  ethylmalonic  chlorides  react  with  hydrocarbons 
of  the  benzene  series,  with  formation  of  diketones  of  the  type 
R-CO’CHX-CO’Ii.  The  best  results  were  obtained  by  mixing 
500  grams  of  metaxylene  with  80  grams  of  ethylmalonic  chloride, 
and  adding  about  IbO  grams  of  aluminium  chloride  in  quantities  of 
20  grams  at  a  time.  When  the  reaction  becomes  less  energetic, 
the  mixture  is  heated  at  G0°  for  two  hours.  The  product  after 
purification  crystallises  from  alcohol  of  95  per  cent,  in  contused 
needles  which  melt  at  63°,  and  have  the  composition  CisHuOj.  It  is 
probably  methyldiliydrometanaqAithaquinune 

[Me  :  O  :  H,Et  :  O  :  E,  =  1' :  1  :  2  :  3  :  4]. 

All  the  products  formed  by  methylmalonic  chloride  or  ethylmalonic 
chloride  under  similar  conditions  will  have  the  same  general  constitu¬ 
tion.  With  ammonia  and  the  alkaline  hydroxides  or  carbonates, 
they  all  give  an  intense  red  coloration,  which  is  due  to  the  hydrogen 
attached  to  the  carbon  between  the  two  ketonic  groups,  for  if  this 
hydrogen  is  displaced  by  ethyl  the  coloration  is  not  produced.  The 
chromogenic  power  also  disappears  if  the  diketone  is  oxidised  by  a 
ferricyanide  in  presence  of  an  alkali. 

With  hydroxylamine,  the  diketone  yields  a  dioxime  which  ervs- 
tallises  in  aggregations  of  needles,  and  melts  at  235°  with  some 
previous  decomposition.  When  heated  with  baryta-water  at  195 — 209°, 
the  diketone  yields  monobasic  methylbutylqdienylacetic  acid,  which 
melts  at  74°,  is  only  slightly  soluble  in  water,  and  crystallises  with 
difficulty.  When  this  acid  or  the  original  diketone  is  oxidised,  it 
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violds  propionic  ;ici<l  and  bibasic  methyl  carboxyphenyl  noetic  acid, 
COOH-C6H3Me-CII-/OOOH,  melting  at  1  78v.  When  the  latter  is 
heated  at  its  melting  point,  it  loses  carbonic  anhydride,  and  yields  a 
dimetliylbenzoic  or  a  methylphenylacetic  acid  melting  at  113 — 114°. 

C.  H.  13. 

Compounds  of  the  Euxanthone  Series.  13 y  E.  Piiomixa 
(Chem  Centr.,  1889,  ii,  732 ;  from  Arch.  sci.  phys.  not.  Geneve  T3d, 
21,  429-"  440)  — In  continuation  of  the  author’s  researches  on 
the  hydroxy  ketones,  he  finds  that  potassium  hydroxide  converts 
the  ketone  oxides  into  dihytlroxyketones  of  the  general  formula 
011'C1.|Hm*C0*Cj-Hm*0II.  Attempts  to  substitute  hydrogen  for  the 
“  ketone  ”  oxygen  by  reducing  agents  such  as  hydrogen  iodide  or  zinc- 
dust  proved  fruitless. 

/ 3-lTydroxynaphthylhydroxyphenyl  ketone,  OH-C,.JIs'CO-C6I:TyOII, 
melts  at  108 — 109 and  dissolves  in  organic  solvents,  but  is  insoluble 
in  water.  The  potassium  salt  crystallises  in  minute,  sulphur-yellow 
needles.  The  dimethyl  ether  melts  at  00 — 08°,  and  dissolves  in 
organic  solvents,  from  which  it  crystallises  in  small  plates.  The 
diethyl  ether ,  which  melts  at  1-3S — 141°,  is  soluble  in  alcohol  and  ben¬ 
zene,  crystallising  from  the  latter  in  plates.  The  product  from  benzene 
appears  to  be  impure.  The  diacetate  melts  at  107 — 10S°,  and  crystal¬ 
lises  in  plates  from  alcohol.  The  hydrazone  melts  at  198°.  The  oxime 
melts  at  187 — 18S°,  and  is  soluble  in  alcohol  and  benzene. 

Hydroxy-x-naphthylhydroxtjphenyl  ketone,  O  II -Cm  II  yCO'CJE'OII, 
melts  at  04 — 00°,  aud  is  readily  soluble  in  benzeue  and  alcohol.  The 
diacetate  melts  at  135 — 137°.  and  crystallises  in  yellow  plates.  The 
oxime  melts  at  195 — 196°,  and  dissolves  readily  in  alcohol  and  ben¬ 
zene. 

Hydroxytolylliydroxyphenyl  ketone,  OH'GjlBAle'CO-CsHyOII,  is  an 
oil,  and  its  derivatives  appear  also  to  he  oils  ;  they  were  not  analysed. 

J.  W.  ‘L. 

Tertiary  Pyrrolines.  By  G.  De  Varda  ( Gazzetta ,  18,  540 — 54S). 
— In  a  preceding  communication  (Abstr.,  1889,  57),  the  author  showed 
that  1-metliylacetylpyrroline  yields  1  -metliylpyrrylglyoxylic  acid  on 
oxidation  with  potassium  permanganate.  In  order  to  determine  the 
position  of  the  acetyl  and  of  the  glyoxylic  residue,  the  acid  was  bro- 
minated  by  Ciamician  and  Silber’s  method,  with  a  new  to  its  sub¬ 
sequent  transformation  into  methyldibromomaleimide.  The  product 
described  was  supposed  to  be  1-metliyldibromopyrrylglyoxylic  acid; 
this  composition  is  now  confirmed  by  analysis. 

On  adding  the  brominated  acid  to  10  times  its  weight  of  fuming 
nitric  acid,  heating,  and  diluting  with  water,  an  oil  separates,  which 
may  be  removed  by  distillation  in  a  current  of  steam,  leaving  a 
turbid  liquid  ;  on  cooling,  the  latter  deposits  long,  colourless  needles 
which  melt  at  121°  to  a  faintly  yellow  liquid,  and  exhibit  all  the  pro¬ 
perties  of  methyldibromomaleimide.  The  two  atoms  of  bromine  in 
l-methvldlbromop3'rrylglyoxylic  acid  therefore  occupy  the  positions 
3:4;  1-metliylacetylpyrroline  and  its  product  of  oxidation,  1 -methyl - 
pyrrylglyoxylic  acid,  must  therefore  contain  the  acetyl  or  glyoxyl 
residue  in  one  of  the  positions  2  or  5. 
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1  -Methyltrihromopyrrylghjoxylic  acid. — By  prolonged  boiling  of  an 
acetic  acid  solution  of  1-methylpyrrylglyoxylic  acid  with  a  large  excess 
of  bromine,  a  yellow,  crystalline  product  is  formed,  which  after  repeated 
recrystallisation  still  contains  more  than  2  atoms  of  bromine;  the 
author  considers  this  product  to  be  a  mixture  of  l-methyl-di-  and  tri- 
bromopyrrylglyoxylie  acids.  S.  B.  A.  A. 


Phenanthridine.  By  A.  Pictet  and 

C  H  *  t1  H 

3339 — 3344). — Phenanthridine,  i8  ‘ 


H.  J.  Anicersmit  (Per.,  22, 
,  was  obtained  by  passing 


the  vapour  of  benzylideneauiline,  CHPlnNPh,  through  an  iron  tube 
filled  with  pumice  and  heated  to  bright  redness  or  nearly  to  white¬ 
ness.  It  crystallises  in  long,  white  needles,  melts  at  104°,  and  boils 
above  360°.  It  is  slightly  soluble  in  boiling  water,  readily  so  in 
alcohol,  ether,  carbon  bisulphide,  chloroform,  and  benzene,  and  is 
somewhat  volatile  in  steam.  Its  aqueous  solution  shows  a  slight  blue 
fluorescence.  When  cold  it  is  odourless,  but  its  vapour  is  pungent, 
though  less  so  than  that  of;  acridine.  It  is  a  tolerably  strong  base, 
and  yields  yellow  and  mostly  crystalline  salts,  which  are  more 
soluble,  less  coloured,  and  not  so  fluorescent  as  the  corresponding 
acridine  salts.  The  hydrochloride  forms  broad  needles,  the  nitrite 
yellow  crystals.  Phenanthridine  forms  no  nitrosamine,  and  is  there¬ 
fore  a  tertiary  base.  The  platinochloride  crystallises  in  needles  which 
are  still  solid  at  225°;  the  aurochloride  in  prismatic  needles  almost 
insoluble  in  boiling  wafer;  the  mercurochloride  in  prisms  or  needles 
melting  at  190°  ;  the  picrate  in  thin  needles  still  solid  at  220°  ;  the 
dichromate  in  hair-like  needles  easily  soluble  in  hot  water;  the  meth- 
iodide  in  thick  prisms  melting  at  199 — 201°  ;  and  the  methochloride 
platinochloride,  (Ci3H9N',MeCl)2PtCb,  forms  a  nearly  white  preci¬ 
pitate. 

Phenanthridine  thus  resembles  its  isomeride,  acridine,  very  closely, 
the  principal  difference  being  in  the  behaviour  of  the  two  substances 
with  reducing  agents,  acridine  yielding  a  non-basic  derivative,  and 
phenanthridine  a  hydro-base  which  crystallises  in  white  needles  melt¬ 
ing  at  100°;  it  has  not  yet  been  analysed. 

In  preparing  acridine  salts  for  comparison,  the  authors  found  the 
melting  point  of  acridine  mercurochloride  to  be  223°,  B.  T.  T. 


Cmnamylcocai'ne  occurring  naturally  in  Coca  Leaves. 

By  h\  Giesel  ( Ghem .  Centr.,  1889,  ii,  7G5;  from  Pharm.  Zeit.,  34, 
510). — The  author  has  isolated  einnamylcoca'ine  from  the  crude  bases. 
Its  properties  agree  completely  with  those  of  the  synthetically  pre¬ 
pared  specimens.  Tt  differs  from  cocaine  in  its  high  melting  point,  121°, 
and  in  its  decomposition  with  potassium  permanganate,  in  which  case 
benzaldehycle  is  formed.  Hydrolysis  is  effected  by  hydrogen  chlo¬ 
ride,  when  eegonine  and  cinnamic  acid  are  formed  quantitatively.  The 
author  recommends  the  reaction  with  potassium  permanganate  as  a 
sure  means  of  detecting  this  base  in  commercial  samples  of 
cocaine.  The  amorphous  isatropylcocaines  would  not  be  included 
in  this  reaction,  but  could  hardly  be  present  in  a  well-crystallised 
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specimen  of  cocaine  (compare  Abstr.,  lbS9,  180.  283,  419  :  this  vol., 
p.  010).  -1.  W.  L. 

Brieger’s  Typhotoxine.  By  L.  nr  Br..\si  ( dazzetta ,  18.  021— 527). 
—  To  determine  whether  the  ptomaine  obtained  by  Brioger  from  the 
broth  cultures  of  Kberth’s  bacillus  is  due  to  the  specific  action  of  that 
organism,  or  only  to  the  action  of  heat  and  acids  on  the  albuminoids, 
three  portions  of  a  slightly  alkaline  sterilised  beef  extract  were  taken, 
and  to  two  of  these  (A  and  B)  a  pure  culture  of  Eberth’s  bacillus 
was  added,  and  to  the  third  portion  (C),  a  pure  cnltnre  of  Micrococm* 
camlidaH*;  they  were  then  allowed  to  remain  at  a  temperature  of  37° 
for  40  days  and  treated  as  follows : — 

A. — This  portion  was  directly  extracted  first  with  ether  and  then 
with  ch Ion  form  ;  the  ethereal  extract  was  treated  with  water,  acidified 
with  a  few  drops  of  hydrochloric  acid,  the  solution  made  alkaline 
with  soda,  again  extracted  with  ether,  washed,  and  distilled.  On 
acidification,  the  residue  gave  a  slight  greenish  coloration  with 
pliosphoniol  vbdic  acid,  a  reddish-yellow  precipitate  with  potassio- 
mercuric  iodide,  a  yellow  precipitate  with  a  solution  of  iodine  in 
potassium  iodide,  and  a  white  precipitate  with  mercuric  chloride,  but 
no  reaction  was  obtained  either  with  tannin,  platinic  chloride,  or 
polassiobismuth  iodide. 

Xo  indication  of  the  presence  of  any  alkalo'ulal  compound  was 
obtained  either  from  the  ethereal  distillate  or  from  the  chloroform 
extract. 

B  was  treated  by  Brieger’s  method,  and  the  alcoholic  extract 
divided  into  two  parts.  In  one  of  these,  platinic  chloride  produced 
no  precipitate,  but  anric  chloride  yielded  a  precipitate  of  yellowish, 
hexagonal  prisms  containing  40'3S  per  cent,  of  gold.  The  other 
portion  was  freed  from  alcohol,  and  the  residue  taken  up  with  water. 
The  solution  gave  precipitates  with  phosphomolvbdic  acid,  potassio- 
mercuric  iodide,  potassiobismuth  iodide,  and  with  a  solution  of  iodine 
in  potassium  iodide.  Tannin  produced  no  effect. 

0  was  treated  by  Brieger's  method.  The  alcoholic  extract  gave 
no  precipitate  with  either  platinic  or  auric  chloride;  the  aqueous 
solution  yielded  a  slight  brown  precipitate  with  a  solution  of  iodine 
in  potassium  iodide,  but  did  not  react  witli  any  of  the  other  reagents. 

On  iuoculating  a  guinea-pig  with  au  aqueons  solution  of  the  extract 
from  B,  pathological  symptoms  were  developed  identical  with  those 
described  by  Brieger  ;  inoculation  with  the  extract  from  the  micro¬ 
coccus  culture  gave  rise  to  no  morbid  symptoms  whatever.  The 
author  concludes  that  the  method  of  direct  extraction  is  valueless  for 
the  isolation  of  any  definite  alkaloid,  but  that  Brieger's  method 
is  efficient,  and  that  the  negative  result  obtained  from  the  culture  of 
the  lion-pathogenic  organism  demonstrates  that  typhotoxine  is  either 
the  direct  product  of  the  activity  of  Eberth’s  bacillus,  or  is  due  to  the 
secondary  action  of  heat  and  acids  on  some  unstable  substance  pro¬ 
duced  by  that  bacillus/.  The  results  of  inoculation  with  the  sub¬ 
stances  extracted  from  the  culture  of  M,  candidans  prove  that  the 
action  of  heat  and  acids  was  ineffectual  to  produce  any  toxic  sub¬ 
stance  from  it.  S,  A.  A. 


392 


ABSTRACTS  OF  CHEMICAL,  PAPERS. 


Composition  of  Albumin.  By  E.  Harxack  ( Per. ,  23.  40 — 43). 
— The  author  has  determined  the  amount  of  sulphur  contained  in  the 
albumin  free  from  ash,  the  preparation  of  which  he  hac  recently 
described  (this  vol.,  p.  272),  and  finds,  as  a  mean  of  five  closely 
agreeing  analyses,  that  it  contains  1*91  per  cent.  This  number  is 
higher  than  the  one  previously  obtained  by  the  author,  but  agrees 
with  that  found  by  Lieberkiilm,  and  also  by  Loew  (Pfliigers  Arcfo'v, 
31.  393);  and  the  empirical  formula  suggested  by  the  latter,  namely, 
C2ii,H:<3„'N’520MS3,  is  regarded  as  the  most  probable. 

A  comparison  of  the  number  of  sulphur-atoms  and  the  number  of 
carbon-atoms  in  the  different  albuminoids,  according  to  the  present 
analysis,  shows  a  very  curious  relation — 

Thus  in  egg-albumin  there  is  1  atom  of  sulphur  to  79  of  carbon. 

„  globulin  „  ,,  „  14b  „ 

„  haemoglobin  „  „  ,,  330  ,, 

or  the  numbers  of  carbon-atoms  present  for  each  snlphnr-afom  in 
these  three  compounds  are  in  the  almost  exact  proportion  of  1:2:  5. 
Whether  this  simple  relation  is  due  to  chance  or  not,  can  only  be 
ascertained  by  a  long  series  of  further  investigations.  H.  G.  C. 


Physiological  Chemistry. 


Respiration  in  the  Horse  during  Rest  and  Work,  By  F. 

Smith  (J.  Physiol.,  11,  05 — 78). — Recently  Zuntz  and  Lehmann 
(Zrit.  wiss.  Landwirlhsch..  18)  have  published  a  paper  on  this  subject. 
They  placed  the  horse  on  what  was  practically  a  treadmill,  in  order 
to  obtain  work.  In  the  present  research,  33  horses  were  used,  and 
250  experiments  made  in  all.  A  closely-fitting  mask  was  fitted 
on  the  horse’s  face  ;  this  was  connected  by  tubes  with  a  meter  to 
measure  the  gases;  the  expired  air  was  collected,  and  for  the  analysis 
Hcmpel’s  apparatus  with  absorption  pipettes  was  used.  In  one  series 
of  experiments,  A,  water  was  used  as  a  confining  medium  ;  in 
another  series,  B,  mercury  was  employed  instead.  The  horse  was 
allowed  to  perform  natural  work  ;  walking,  trotting,  galloping,  Ac.  ; 
and  immediately  after  coming  in,  the  mask  was  adjusted,  and  an 
observation  made.  The  mask  was  on  for  2(> — 30  seconds  in  each 
experiment.  This  method  is  regarded  as  being  superior  to  the 
method  of  artificial  work  produced  by  Zuntz  and  Lehmann’s  move¬ 
able  platform. 

The  capacity  of  a  horse’s  lungs  is  about  1  cubic  foot,  the  rate  of 
respiration  during  repose  is  9  to  12  per  minute;  this  is  accelerated 
by  work  in  proportion  to  the  severity  of  the  work.  The  diet  em¬ 
ployed  was  12  lbs.  of  hay  and  10 — 12  lbs.  of  oats  dailv. 

The  following  table  gives  a  summary  of  the  respiratory  changes  at 
the  different  paces  : — 
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Series. 

Air  expired 
per  hour  in 
cubic  feet. 

C02  expired 
per  hour  in 
cubic  feet. 

O  absorbed 
[ter  hour  in 
cubic  feet. 

Respira¬ 
tory  quo¬ 
tient. 

Undeter¬ 
mined 
puses  per 
hour  in 
cubic  feet. 

Repose  - 

A. .  . . 
U  . .. 

SO  -7S3 

67  '5-76 

1  -023 

1  -234 

1  -566 

1  "7u3 

0  -650 

0  7*23 

0-4S9 

0-308 

Walk  .  • 

A. . . . 

150  -5S8 

1  -097 

2-231  1 

0-491 

1  -148 

B.... 

116-520 

1  058 

1 "  S 13 

0  "574 

0  "705 

Trot.  . .  - 

' 

A . .  . . 

258-000 

2  048 

5-637 

0-523 

2-520 

B. . . . 

317-733 

4  331 

7-314 

0  -ooo 

2  482 

Canter  - 

A. .  . . 

421-503 

4  010 

7  -861  | 

0  -625 

2  -877 

L 

B.. .. 

360  -400 

5  -008 

S-830 

0  "500 

3  741 

Gallop  . 

340  -009 

14-072 

20  -071 

0  -574 

6  "005 

W.  D.  H. 


Influence  of  Inorganic  Salts  on  Development.  By  S.  Ringer 
(J.  Physiol .,  11,  79 — 84). — In  a  number  of  communications  (/. 
Physiol.,  4,  5,  6.  7),  the  author  has  previously  shown  the  necessity 
of  inorganic  salts  for  sustaining  life  and  vital  activity,  in  muscular 
contraction,  the  heart  beat,  the  action  of  cilia,  and  the  life  of  tislies. 
Of  these,  calcium  salts  seem  the  most  important,  and  there  is 
antagonism  between  the  action  of  these  salts  and  those  of  sodium  and 
potassium.  An  excellent  fluid  for  sustaining  the  heart’s  beat  is  made 
by  mixing  suitable  small  proportions  of  the  salts  of  all  these  metals  ; 
and  of  the  calcium  salts,  the  phosphate  appears  to  be  the  most 
effective.  A  fish  which  dies  in  distilled  water  in  a  few  minutes  lives 
for  weeks  in  river  water,  which  always  contains  the  necessary  saline 
ingredients.  In  the  present  researches,  the  inquiry  is  extended  in 
order  to  ascertain  whether  the  same  is  true  for  the  development  of 
frog’s  spawn,  and  the  growth  of  tadpoles,  and  it  was  found  that  it  is 
so.  Placed  in  distilled  water,  they  die  in  a  few  hours;  the  addition 
of  sodium  hydrogen  carbonate,  or  of  lime-water,  or  calcium  chloride, 
is  insufficient  to  maintain  life.  Calcium  hydrogen  carbonate  and 
tribasic  calcium  phosphate,  on  the  other  hand,  sustain  life  for  a  con¬ 
siderable  time,  and  development  progresses.  It  would  appear  that 
those  salts  of  lime  where  the  base  is  least  saturated  by  the  acid  are 
those  most  capable  of  sustaining  function.  W.  D.  H. 

Method  of  Raising  the  Specific  Gravity  of  the  Blood.  By 

W.  Hunter  ( J .  Physiol.,  11,  116 — 120). — After  injecting  blood  into 
the  peritoneal  cavity  of  an  animal,  the  blood  corpuscles  of  the  animal 
become,  within  an  hour  or  two,  apparently  much  increased  in 
number.  This  is  not  a  real  increase,  but  is  due  to  the  fact  that  the 
density  of  the  animal’s  blood  (as  determined  by  Roy’s  method,  Abstr., 
1887,  608)  is  increased.  The  increase  of  specific  gravity  is  due  to 
the  fact  that  the  injection  into  the  peritoneum  sets  up  irritation,  and 
leads  to  the  transudation  of  blood  plasma  from  the  circulation.  Later 
this  subsides,  and  then  there  is  a  real  increase  in  the  animal’s 
blood  corpuscles,  due  to  absorption  of  those  from  the  foreign  blood 
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which  is  injected.  The  injection  of  a  solution  of  sodium  phosphate, 
or  other  neutral  salt,  similarly  raises  the  specific  gravity  of  the  blood  ; 
but  the  effect  is  not  so  marked  and  is  more  transient. 

W.  D.  H. 

Human  Chyle.  By  D.  Noel  Paton  (J.  Physiol.,  11,  109 — 114). — 
Very  few  analyses  of  human  chyle  have  been  recorded.  Rees  ob¬ 
tained  a  specimen  from  a  criminal  after  execution  (Phil.  Trans., 
1S42).  Specimens  have  also  been  obtained  in  cases  where  the 
thoracic  duct  or  the  lacteals  have  ruptured  into  a  serous  cavity  ; 
here,  however,  one  has  to  deal  with  a  mixture  of  chyle  and  the  lymph 
of  the  serous  membrane.  In  one  of  these  cases,  the  analysis  was  made 
by  Hasebrock  (Abstr.,  1SSS,  736). 

In  the  present  case,  chyle  was  obtained  from  a  patient  in  whom 
the  thoracic  duct  had  been  cut  in  an  operation  for  the  removal  of  a 
tumour  of  the  neck.  Systematic  observations  could  only  be  made  at 
the  time  when  the  patient  was  in  an  emaciated  and  dying  condition  ; 
but  from  these  it  was  roughly  estimated  that  in  health,  the  flow  must 
have  been  between  3,000  and  4.700  c.c.  in  24  hours,  or  between  5’2 
and  7'9  kilos,  per  100  kilos,  of  body  weight.  Four  specimens  were 
obtained  for  analysis  ;  the  following  table  gives  the  results  in  parts 
per  1,000 


Water  .... 

Solids . 

Inorganic  . 
Organic  . . 
Proteids  . . 

Fats . 

Cholesterin 
Lecithin.  . . 


943  — 958 
56  —  41 
6-2—  6-7 
35  —  50 
11-8—  13-7 
24 
0-6 
0-36 


The  percentage  of  solids  gradually  decreased  as  the  patient  became 
weaker ;  this  was  due  to  a  decrease  in  the  organic  constituents.  The 
proteids  were  present  in  smaller  amount  than  in  previously  recorded 
analyses.  The  diet  given  was  rich  in  fats,  which  accounts  for  the 
high  percentage  of  fat  in  the  chyle.  W.  D.  H. 


Nutritive  Value  of  Different  Albuminoids.  By  S.  Gabriel 
(Pied.  Centr.,  18,  807 — 815  ;  from  J.  f.  Landw.,  37,  175 — 190). — A 
wether  was  fed  daily  with  barley-straw  (500  grams  containing  3‘25 
grams  of  nitrogen)  and  an  amount  of  albumin  containing  9  grams  of 
nitrogen  ;  this  latter  was  mixed  with  starch  in  such  quantity  that  the 
amount  of  non-nitrogenous  extract  always  remained  the  same.  The 
experiment  was  divided  into  eight  periods,  in  the  first  seven  of  which 
a  different  albuminoid  was  used  ;  in  the  last,  no  albuminoid  was 
given.  The  substances  given  daily  during  the  eiirlit  periods  were  as 
follows: — T,  rye  (559  00  grams);  II,  peas  (272'73  grams),  and 
starch  (302'28  grams)  ;  III,  conglutin  (63'02  grams),  and  starch 
(512  32  grams)  ;  IV,  meat  meal  (free  from  fat,  63'65  grams),  and 
starch  (512’32  grams)  ;  V,  albumin  (74'87  grams),  and  starch  (5 12  32 
grams);  VI,  casein  (71’31  grams),  and  starch  (512 "32  grams);  VII, 
glutin  (63'38  grams),  and  starch  (512'32  grams);  VIII,  starch  (5S0  32 
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grama).  In  each  case  the  animal  had,  in  addition,  salt  (8  grams)  and 
water  (.’!  litres)  ;  the  water  which  was  left  was  weighed.  The  urine 
and  fmces  were  daily  collected,  weighed,  and  the  nitrogen  deter¬ 
mined.  The  amount  of  nitrogen  digested  was  found  by  subtracting 
the  amount  in  the  fa?ces  from  the  amount  in  the  food  (12  25  grams)  ; 
whilst  the  amount  of  nitrogen  of  the  albuminoid  food  which  re¬ 
mained  undigested  was  found  by  subtracting  4'4  grams  (the  amount 
of  nitrogen  in  the  fmces  during  the  period  (VIII)  when  no  albumin 
was  given)  from  the  nitrogen  of  the  fieces  from  the  other  experi¬ 
ments.  The  results  indicate  that  of  the  pure  albuminoids  (III,  V, 
VI),  1 2  *2  to  15*5  per  cent,  remains  undigested.  Stutzer  found  in 
artificial  digestion  experiments  for  conglutin  098  per  cent.,  and  for 
casein  S"24  per  cent,  of  the  total  nitrogen  remained  undigested. 
When  the  amount  of  nitrogen .  fixed  by  the  animal  (the  nitrogen 
digested  less  that  of  the  urine)  is  calculated  to  a  percentage  of  the 
total  digested  nitrogen,  great  differences  are  found.  The  number  for 
meat  meal  is  4T88,  for  rye  6*31.  and  for  conglutin,  albumin,  casein, 
and  free  albumin  27' 70,  32*50,  29'77,  and  21‘62  respectively.  The 
fact  that  when  glutin,  which  is  not  capable  of  assimilation,  was 
given,  the  animal  not  only  did  not  lose,  but  gained  nitrogen,  points  to 
the  conclusion  that  the  glutin  saved  the  whole  of  the  digestible 
albumin  of  the  straw  from  being  destroyed  and  caused  it  to  be 
deposited. 

With  regard  to  the  last  period  where  no  albumin  was  given,  it 
was  found  that  the  faeces  always  contained  starch  ;  this  observation 
agrees  with  that  of  Haubner  and  others  that  large  amounts  of  starch 
are  only  completely  digested  when  a  certain  amount  of  albumin  is 
present. 

Neither  the  nitrogen  nor  the  carbon  in  different,  albuminoids  forms  a 
criterion  of  their  nutritive  value.  Conglutin,  which  differs  most  in 
its  composition  from  other  prote'ids,  approaches  albumin  and  casein 
very  nearly.  On  the  whole,  the  three  animal  albuminoids  seem  to 
act  more  favourably  than  those  of  vegetable  origin  ;  but  more  experi¬ 
mental  evidence  is  required  before  generalising  this  fact. 

X.  H.  M. 

Value  of  Commercial  Foods.  By  W.  Kxiekim  (Hied.  Centr., 
18,  815 — 820). — The  object  of  the  experiments  first  described  wTas  to 
determine  the  relative  values  of  several  kinds  of  cake  with  regard  to 
the  production  of  milk.  The  cow  received  15  kilos,  of  clover-hay 
and  1*5  kilo,  of  cake.  Rape-cake  produced  an  increased  amount  of 
milk  on  the  first  day;  the  same  was  observed  with  cocoanut-cake. 
The  increase  was,  in  both  cases,  considerable,  and  the  effect  of  the 
cocoanut-cake  was  more  lasting  than- that  of  the  rape-cake.  In  other 
experiments,  in  which  10  kilos,  of  green  fodder  was  given,  linseed- 
cake  (1*5  kilo.)  gave  an  increase  of  12  per  cent.,  and  cocoanut  cake 
raised  the  yield  of  milk  by  11  per  cent.  ;  hemp-cake  had  no  effect  at 
all.  Sunflower-cake,  poppyseed-cake,  and  cocoanut-cake  (1*5  kilo,  in 
each  case)  were  given,  together  with  meadow  hay  of  bad  quality 
(14  kilos.)  ;  in  each  case  the  yield  of  milk  was  considerably  increased 
— the  greatest  increase  being  produced  by  the  cocoanut-,  and  the  least 
by  the  sunflower-cake. 
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Further  experiments  are  described,  in  which  oat-meal,  sunflower- 
cake,  cocoauut-cakc,  and  pea-meal  (1'5  kilo.)  were  given,  along  with 
a  still  poorer  food,  consisting  of  hay  (9  kilos.)  and  oat-straw  (3'5  kilos.). 
Coeoanut-cake  and  sunflower-cake  gave  equally  good  results;  pea- 
meal  was  less  effective. 

In  order  to  determine  whether  the  failure  of  hemp-cake  was  due  to 
its  being  less  digestible,  experiments  were  made  with  bullocks,  horses, 
sheep,  and  rabbits.  The  effect  on  bullocks  was  comparatively  slight. 
The  horses  were  found  to  be  capable  of  doing  much  less  work  when 
much  hemp-cake  was  given  to  them,  whilst  with  sheep  the  cake  was 
found  to  be  distinctly  injurious,  causing  the  animals  to  become 
thinner.  Rabbits  could  not  be  kept  alive  on  hemp-cake  alone.  It  is 
possible  that  the  cake  might  give  better  results  when  used  with  less 
nitrogenous  fodder. 

Sesame-cake  was  also  found  to  be  a  very  good  milk  producer. 

Experiments  with  rabbits  showed  that  cotton-seed-cake  and  earth- 
nut-cake  are  very  digestible.  N.  H.  M. 

Nutritive  Value  of  Wheat-meal.  By  A.  W.  Blyth  ( Proc .  Boy. 
Soc.,  45,  549 — 553). — In  these  experiments,  two  persons  were  fed  on 
whole-meal  and  distilled  water  for  a  period  of  28  days  in  one  case, 
and  a  week  in  the  other,  the  food  and  excreta  being  analysed  in 
each  case.  The  experiment  on  the  first  patient  consisted  of  three 
parts  :  (1)  a  period  of  8  days,  during  which  the  insufficient  quantity 
of  16  ozs.  per  day  of  whole-meal  was  taken  ;  (2)  a  period  of  14  days, 
during  which  20  ozs.  per  day  was  taken  ;  and  (3)  a  period  of  7  days, 
during  which  28  ozs.  per  day  was  taken.  In  the  second  case  the 
oroportion  of  whole-meal  per  day  was  16 — 22  ozs.  In  the  first 
case  there  was  loss  of  weight  during  the  first  two  periods,  but  a 
slight  increase  during  the  third.  In  the  first  period,  nitrogen  was 
excreted  in  excess  of  that  ingested,  phosphoric  acid  was  in  equilibrium, 
but  more  salts  were  excreted  than  taken  in.  In  the  second  period 
nitrogen  and  phosphoric  acid  were  in  equilibrium,  and  there  was 
retention  of  salts.  During  the  third  period  there  was  retention  of 
nitrogen,  phosphates  being  in  equilibrium.  In  both  cases  there  was 
an  excretion  of  sulphates  in  the  urine,  and  of  unoxidised  sulphur 
from  the  intestinal  canal,  although  the  flour  only  contained  traces  of 
sulphur.  In  the  first  case,  chlorine  was  excreted  in  excess  of  that 
taken  in.  The  above  renders  it  evident  that  the  sulphur  in  albumin 
is  of  importance  as  a  food,  and  that  the  sulphur  excreted  must  have 
been  obtained  from  snlpbur  stores  in  the  body.  If  the  excretion  of 
the  bowel  is  considered  as  waste,  then  15'6  per  cent,  of  the  nitrogen 
in  food  is  not  assimilable,  37  per  cent,  of  the  fat  is  not  digested,  and 
5T8  per  cent,  of  the  ash  also  passes  away.  H.  K.  T. 

Occurrence  of  Mercury  in  Tapeworms.  By  L.  Oelkers 
( Ber .,  22,  3310 — 3317). — Two  tapeworms  from  a  syphilitic  patient, 
who  had  used  mercury  ointment,  were  found  to  show  a  peculiar  grey 
colour,  due  to  the  presence  of  some  mercury  compound,  probably  the 
oxide  or  sulphide.  E.  S.  K. 
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Influence  of  Nicotine  and  Atropine  on  Salivary  Secretion. 
By  J.  X,  Langley  (,/.  Physiol.,  11,  123 — 158). — This  paper,  which 
is  the  sixth  in  a  series  of  communications  on  the  salivary  secretion, 
relates  chietlv  to  the  connections  of  the  nerves  which  pass  to  the  sub- 
maxillary  and  sublingual  glands  to  various  groups  of  nerve-cells  or 
ganglia  in  different  animals.  An  important  method  of  determining 
this  point  depends  on  the  fact  that,  whereas  atropine  paralyses  the 
secretion  by  affecting  the  nerve-endings,  and  has  no  poisonous  effect 
on  nerve-cells  or  gland-cells,  nicotine,  on  the  other  hand,  produces  a 
somewhat  similar  effect,  by  its  poisonous  effect  on  nerve-cells;  it 
leaves  nerve-fibres  and  gland-cells  intact ;  this  is  true,  whether  the 
drug  be  injected  into  the  circulation,  or  applied  locally  to  the 
ganglion.  W.  D.  H. 

Influence  of  Sodium  Phosphate  on  the  Excretion  of  Uric 
Acid.  By  A.  Haig  (. Medico-Chir .  Trans.,  72,  399 — 406). — Disodium 
hydrogen  phosphate  is  a  well-known  solvent  of  uric  acid,  and  in¬ 
creases  the  excretion  of  that  substance.  When,  however,  commercial 
preparations  of  the  phosphate  were  employed  in  cases  of  gout,  it  was 
found  that  attacks  were  precipitated,  and  both  in  these  cases  and  in 
healthy  persons  the  amount  of  uric  acid  excreted  was  diminished. 
Analysis  revealed  the  fact  that  these  preparations  contained  from 
1*2  to  6‘8  per  cent,  of  sodium  sulphate;  it  is  this  impurity  which 
causes  the  retention  of  uric  acid.  The  pure  phosphate  prepared  from 
sodium  hydroxide  and  phosphoric  acid  acts  as  stated  at  the  com¬ 
mencement  of  this  abstract. 

The  addition  of  a  little  sodium  hydrogen  carbonate  increases  the 
efficiency  of  the  phosphate  in  this  direction ;  the  addition  of  acid 
(such  as  dilute  phosphoric  acid,  which  causes  the  formation  of  dihy¬ 
drogen  sodium  phosphate)  diminishes  it.  The  acid  phosphate  is 
another  frequent  impurity  of  commercial  preparations,  and  this  is  an 
additional  reason  why  the  pure  salt  should  be  employed.  The  phos¬ 
phate  and  the  salicylate  (Abstr.,  1888,  1322)  act  differently  iu  relation 
to  acidity  of  the  urine,  the  excretion  of  uric  acid  being  hindered  by 
acidity  in  the  former  case,  accelerated  in  the  latter.  In  many  cases 
where  the  powerful  effect  of  salicylate  is  unnecessary,  or  its  toxic 
effects  are  to  be  feared,  the  use  of  the  phosphate  as  a  substitute  is 
recommended.  W.  D.  H. 

Clay-coloured  Stools  without  Jaundice.  By  T.  S.  Walker 
( Medico-Chir .  Trans.,  72,  257 — 273). — The  object  of  this  paper  is  to 
establish  the  following  propositions : — That  the  presence  of  the  pan¬ 
creatic  juice  in  the  intestines  is  as  essential  as  that  of  the  bile  to 
produce  the  brown  colour  (stercobilin)  of  the  dejections  ;  that  clay- 
coloured  stools  may,  consequently,  be  caused  by  disease  of  the  pancreas 
when  the  liver  is  perfectly  healthy  ;  that  they  may  be  caused  either 
by  cutting  off  the  supply  of  bile  as  in  ordinary  obstructive  jaundice, 
or  tbe  supply  of  pancreatic  juice;  that  the  bile  pigment  which  appears 
in  the  ftcces  is  that  only  which  has  been  acted  on  by  the  pancreatic 
juice,  and  that  consequently  the  latter  organ  has  a  hitherto  uusus- 
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pectecl  physiological  and  pathological  importance  as  a  factor  in  the 
elimination  of  bile. 

These  propositions  are  supported  by  the  records  of  two  cases  : 
Case  1  was  that  of  a  man  who  died  in  Ids  ninety-first  year,  and  who, 
for  24  years  previously,  had  passed  colourless  stools  ;  during  all  this 
time,  except  for  a  few  days,  jaundice  was  absent.  Post  mortem ,  the 
liver  was  healthy,  the  bile-ducts  patent,  and  fresh  l)ile  was  present  in 
the  duodenum.'  The  pancreas,  on  the  other  hand,  was  enlarged,  and 
its  duct  absolutely  impervious,  owing  to  the  presence  in  it  of  a  large 
stone,  about  8  inches  long.  Case  2  was  similar;  clay-colonred  stools 
occurred  for  seven  years  ;  jaundice  was  absent.  Post  mortem,  liver  and 
bile-ducts  healthy;  pancreatic  duct  obliterated,  owing  to  cicatrisation 
of  an  old  ulcer.  In  these  cases  the  question  arises  what  becomes  of 
the  bile-pigment,  and  it  is  suggested  that  as  it  is  not  acted  on  by 
pancreatic  juice,  it  is  completely  reabsorbed. 

In  conclusion,  it  is  pointed  out  that  Bernard  noticed  the  occurrence 
of  a  brown  tint  when  bile  was  mixed  with  pancreatic  juice  ;  that  pre¬ 
vious  clinical  observers  have,  in  a  few  scattered  cases,  noted  the 
simultaneous  occurrence  of  clay-coloured  stools  with  pancreatic 
disease,  and  that  in  the  foetus,  meconium  is  coloured  by  unchanged 
bile-pigments,  not  by  stercobilin  ;  the  pancreas  not  beginning  to 
secrete  until  after  birth,  and  the  process  of  absorption  being  probably 
also  in  abeyance  until  then.  W.  D.  H. 

Physiological  Action  of  the  Active  Principle  of  Jequirity. 

By  S.  Martin  and  R.  N.  Woi-fexden  ( Proc.Eoy .  Soc.,  46,94 — 1U0). — • 
Klein  has  shown  that  the  poisonous  properties  of  the  seeds  of  Abrus 
precatorius  (jequirity)  cannot  be  due  to  a  bacillus,  and  Warden  and 
Waddell  (Non- bacillar  nature  of  Abrus  poison,  Calcutta,  1SS4)  showed 
it  to  be  due  to  the  action  of  a  poisonous  prote'id.  The  prote'ids  in  the 
seeds  are  two  in  number,  a  globulin  and  an  albumose,and  the  present 
paper  relates  to  the  physiological  action  of  the  first  of  these.  The 
prote'ids  were  obtained  by  extracting  the  crushed  seeds  with  15  per 
cent,  solution  of  sodinm  chloride;  they  were  precipitated  from  this 
extract  by  saturation  with  ammonium  sulphate ;  the  precipitate 
was  redissolved  by  adding  water  ;  and  from  this  solution  the  globulin 
was  precipitated  by  dialysis,  collected,  washed,  and  dried. 

The  actions  ascribable  to  this  globulin  are  the  production  of  local 
oedema  and  infiammation  when  snbeutaneously  injected  or  applied 
to  the  eye,  the  presence  post  mortem  of  petechim  beneath  the  serons 
membranes,  and  the  occurrence  of  haamorrhagic  gastro-enteritis.  It 
also  produces  a  remarkable  fall  of  body  temperature  after  subcu¬ 
taneous  injection,  and  in  lethal  doses,  it  causes  rapidity  of  breathing 
shortly  before  death.  It  has  little  or  no  effect  on  blood  pressure. 
The  activity  of  this  globulin  is  destroyed  by  heating  the  solution  to 
75°  or  80°,  the  temperature  at  which  it  enters  into  the  condition  of 
a  heat  coagulum.  W.  D.  H. 

Toxic  Action  of  the  Albumose  from  Jequirity  Seeds.  By 

S.  Martin  ( Proc .  Hoy.  Soc.,  46,  100 — 108). — This  is  a  continuation  of 
the  research  of  which  the  preceding  abstract  is  a  resume.  The 
albumose  was  obtained  by  precipitating  the  two  prote'ids  of  the  seeds 
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bv  moans  of  alcohol.  The  precipitate  was  allowed  to  remain  undtr 
absolute  alcohol  for  several  months  :  the  globulin  was  thus  rendered 
insoluble;  the  albumose,  however,  was  freely  soluble  in  water  afier 
this  treatment.  It  gave  the  following  reactions  :  The  aqueons  solu¬ 
tion  was  neutral  to  litmus-paper,  and  gave  no  precipitate  on  boiling. 
Acetic  acid  and  also  nitric  acid  gave  precipitates  which  dissolved  on 
heating,  and  reappeared  on  cooling.  Copper  sulphate  gave  a  preci¬ 
pitate  soluble  in  excess  of  the  reagent.  Copper  sulphate  and  potash 
gave  a  “  biuret  ”  reaction.  Mercuric  chloride  gave  a  precipitate  in¬ 
soluble  in  excess  of  the  reagent.  The  symptoms  produced  by  the 
albumose  closely  resemble  those  noticed  wlieu  the  globulin  is  hypo¬ 
dermically  injected.  There  is  gradually  increasing  weakness,  with 
rapid  breathing  aud  lowering  of  body  temperature,  but  no  convulsions 
or  paralysis.  It  also  causes  severe  conjunctivitis  when  applied  to 
the  eye.  Its  poisonous  properties  are  lessened  by  heating  at  70—75°, 
and  completely  destroyed  at  S5°. 

The  albumose  is  not,  however,  so  powerful  a  toxic  agent  as  the 
globulin,  the  dose  necessary  to  produce  the  same  effects  being  larger. 

A  comparison  is  drawn  between  the  action  of  these  prote'ids  and 
those  of  other  poisonous  substances  of  the  same  class,  especially  those 
in  snake- venom. 

T1  10  following  table  contrasts  the  activity  of  the  venom  of  various 
snakes  and  of  Abrus  : — 

Common  adder. — Fatal  dose  in  man,  0'0021  gram  per  kilo,  of  body 
weight  (Fontana). 

Australian  tiger-snake. — Fatal  dose  in  dog,  0'004S5  gram  per  kilo, 
of  body  weight. 

Cobra. — Fatal  dose  in  dog,  0'000079  gram  per  kilo,  of  body  weight 
(Vinceut  Richards). 

Abrus  poison — 

Globulin. — Fatal  dose,  O'Ol  gram  per  kilo,  of  body  weight. 
Albumose. — Fatal  dose,  0‘06  gram  per  kilo,  of  body  weight. 

Peptic  albumoses. — Fatal  dose  in  dog,  any  dose  over  O'o  gram  per 
kilo,  of  body  weight  (Pollitzer).  W.  D.  H. 

Acetonuria  and  Diabetic  Coma.  By  S.  West  ( Medico-Chir . 
Trans.,  72,  91 — 110). — A  systematic  examination  of  the  urine  for 
acetone  was  made  in  a  number  of  cases  of  healthy  people,  of  those 
suffering  from  various  complaints,  aud  of  those  suffering  from  dia¬ 
betes.  The  tests  employed  were  le  Nobel’s  or  Legal’s  nitro-prusside 
test,  and  Lieben’s  iodoform  reaction.  The  first  was  applied  to  the 
urine  direct,  the  latter  to  the  distillate  from  the  urine.  In  addition  to 
these,  the  red  reaction  which  is  given  by  ferric  chloride  was  sought; 
whether  this  is  produced  by  ethyl  acetoacetate  or  some  allied  com¬ 
pound  is  at  present  uncertain.  The  main  results  of  the  investigation 
were  as  follows  : — Acetoue  is  absent,  or  almost  so  in  healthy  urine. 
Acetonuria  is  common  in  diabetes  without  coma,  and  is  not  constantly 
present  in  cases  of  diabetic  coma.  It  varies  greatly  in  the  same  case 
from  time  to  time,  without  any  evident  cause.  It  stands  in  no  rela¬ 
tion  to  the  amount  of  sugar  in  the  urine,  but  varies  independently  of 
variations  in  the  sugar  and  specific  gravity.  It  is,  moreover,  often 
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found  in  other  diseases  than  diabetes  ;  for  instance,  in  four  cases  of 
pneumonia,  in  one  case  of  cirrhosis  of  the  liver,  in  one  of  spinal 
affection,  in  one  of  cerebral  haemorrhage,  and  in  one  of  delirium 
tremens. 

The  iron  reaction  (?  diaceturia),  on  the  other  hand,  is  rare  except 
in  cases  of  diabetes.  It  may  be  present  when  acetone  is  absent,  or 
absent  when  acetone  is  present.  They  may,  however,  be  both  pre¬ 
sent  or  both  absent  at  the  same  time,  and  neither  appears  to  stand 
in  any  definite  relation  to  coma.  The  presence  of  acetone  in  the 
urine,  or  the  occurrence  of  the  iron  reaction  is,  however,  by  no  means 
without  clinical  significance.  They  indicate  defective  metabolism, 
and  that  the  patient  is  in  a  worse  condition  than  when  the  tests 
applied  gave  negative  results.  Acetone  and  the  substance  which 
gives  the  iron  reaction  may  be  bye-products  in  the  formation  of 
the  at  present  unknown  poison,  and  their  presence  often  indicates  the 
presence  of  this  poison  and  the  onset  of  coma.  The  occurrence  of 
the  iron  reaction  should  be  regarded  as  more  serious  than  that  of 
acetone. 

These  conclusions  confirm  in  the  main  those  of  v.  Jaksch  (Aceton- 
uria  u.  Diaceturie,  Berlin,  1885)  ;  the  terms  acetonremia  and  acetonuria 
are  misleading  if  used  as  synonymous  with  diabetic  coma. 

W.  D.  H. 

Pernicious  Anaemia.  By  F.  W.  Mott  and  S.  A.  Yasky  ( Lancet , 
1890, 1,287 — 289). — In  a  case  of  pernicious  anaemia  previously  recorded 
{Lancet,  1889,  1,  520),  it  was  noted  that  the  urine  had  a  high  colour, 
although  its  specific  gravity  was  low,  and  that  the  liver  post  mortem,  on 
staining  sections  with  potassium  ferrocyanide  and  hydrochloric  acid, 
became  intensely  blue  and  thus  gave  evidence  of  excess  of  iron.  It 
was  therefrom  inferred  that  in  the  liver  the  haemoglobin  of  the  cor¬ 
puscles  is  split  up  into  an  iron-free  pigment  of  the  nature  of  hydro¬ 
bilirubin,  which  passes  into  the  urine  as  urobilin,  and  an  iron-contain¬ 
ing  constituent  which  remains  behind  in  the  liver  cells. 

A  case  of  a  precisely  similar  kind  is  now  related,  and  the  view 
above  stated  is  fully  borne  out  by  the  results  of  analysis  : — 


Weight  in 
grams. 

Ferric  oxide 
per  cent, 
in  organ. 

Total  ferric 
oxide  in 
whole  organ. 

Total  ash 
in  organ. 

Percentage 

1  of  ferric 
oxide  in  ash. 

Anaemic  liver . . 

an 

0  '29 

3  -GO 

27’2 

,,  Isidney 

IBB 

traces 

_ 

1-25 

,,  spleen. 
Normal  liver.  . . 

trace 

0-9 

_ 

traces,  along 
with  distinct 
traces  of  copper. 

1  -16 

An  interesting  point  in  addition  to  the  high  percentage  of  ferric 
oxide  obtained  from  the  liver  is  the  low  percentage  in  the  spleen. 
This  is  especially  noteworthy,  as  the  view  is  very  generally  held  that 
the  spleen  is  an  important  site  for  the  destruction  of  blood  corpuscles. 
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The  above  analysis,  as  well  as  certain  experiments  of  Schafer,  show¬ 
ing  the  absence  of  free  lnemoglobin  in  the  blood  of  the  splenic  vein, 
lend  no  support  to  this  doctrine. 

Hunter  (. Practitioner ,  Sept.,  1SS9)  has  published  a  similar  case  to 
the  above.  The  pigment  in  the  urine  in  this  case  was  not,  as  in  Mott’s 
case,  normal  urobilin,  but  pathological  urobilin. 

Copcman  ( Lancet. ,  1S90,  1,  375)  records  a  fourth  case  of  the  same 
nature,  and  in  this,  as  in  Mott’s  case,  the  urinary  pigment  was  normal 
urobilin.  W.  1).  H. 

Pfeiffer’s  Test  for  Latent  Gout.  By  W.  Roberts  ( Lancet .  1890, 
1,9 — 10). — At  the  seventh  congress  of  German  physicians  (Wiesbaden, 
18SS)  Pfeiffer  introduced  the  following  urinary  test  for  discovering 
the  condition  known  as  latent  gonf,  and  the  allied  condition  uro¬ 
lithiasis;  the  acid  urine  of  the  24  hours  is  divided  into  two  parts,  one 
part  is  passed  through  a  filter  on  which  pure  uric  acid  has  been 
placed,  the  other  part  is  not  so  treated.  An  equal  volume  of  each 
portion  is  then  acidified  with  strong  hydrochloric  acid,  and  set  aside 
until  the  precipitated  uric  acid  lias  fully  separated.  The  two  pre¬ 
cipitates  are  collected  and  weighed.  In  normal  urine,  the  weight  is 
approximately  the  same  in  both  cases.  But  in  the  case  of  gout,  or 
uro-lithiasis,  the  portion  passed  through  the  uric  acid  filter  is  found 
to  have  the  greater  portion  of  its  uric  acid  removed  from  it,  and  little 
or  no  formation  of  uric  acid  crystals  occurs  on  subsequently  treating 
the  filtrate  with  hydrochloric  acid.  On  repeating  these  experiments 
in  the  present  research,  the  test  was  found  to  be  most  untrustworthy 
and  misleading.  Nearly  all  acid  urines  desposit  a  portion  of  their 
uric  acid  upon  the  pure  acid  on  the  filter  ;  but  the  amount  so  deposited 
in  normal  acid,  as  well  as  in  gouty  urine,  depends  on  the  interaction 
of  a  number  of  factors,  namely  : — the  degree  of  acidity  of  the  urine, 
its  comparative  richness  in  uric  acid,  the  rate  of  filtration,  and  the 
amount  of  uric  acid  placed  on  the  filter.  A  simpler  and  more  trust¬ 
worthy  test  consists  in  placing  several  portions  of  the  urine  in  corked 
phials  in  a  warm  place  (to  prevent  precipitation  of  urates),  a  few 
drops  of  chloroform  being  added  to  prevent  putrefaction.  Sooner  or 
later  crystals  of  uric  acid  are  deposited  if  the  urine  is  acid  ;  the  time 
at  which  crystals  first  make  their  appearance  giving  an  indication  of 
the  degree  of  precipitabihty  of  the  urine,  that  is  of  its  pronenoss  to 
deposition  of  uric  acid.  If  crystals  generally  appear  in  2  or  3  hours, 
this  would  indicate  a  morbid  imminence  of  gravel;  if  only  after  12 
or  24  hours,  the  occurrence  does  not  come  within  the  range  of  patho¬ 
logical  significance.  W.  D.  H. 


Chemistry  of  Vegetable  Physiology  and  Agriculture. 


Behaviour  of  the  Vegetable  Cell  with  very  Dilute  Alkaline 
Silver  Solution.  By  0.  TjOew  and  T.  Bokouny  (Cher*.  Centr.,  l.'-89, 
ii,  849 — 850,  from  Bat.  Centr.,  1S89,  39).  The  authors  have  made 
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several  further  experiments  with  the  object  of  determining  the  cause 
of  this  reaction  (Abstr.,  1888,  083),  more  especially  since  Pfeifer 
(Abstr.,  1889,  1028)  has  concluded  that  the  reducing  power  is  due  to 
albumin  tunnate  or  to  tannin. 

Having  observed  that  if  spirogyra  be  cultivated  in  solutions  of 
nitrates,  a  part  of  the  tannin  disappears,  the  authors  cultivated  Spiro¬ 
gyra  nitida  in  a  solution  containing  1  part  of  sodium  and  potassium 
nitrates,  and  of  sodium  and  magnesium  sulphates  in  10,000  parts  of 
distilled  water.  When  sown,  the  spirogyra  contained  a  fair  quantity 
of  starch,  fat,  and  tannin.  After  allowing  the  vessel  to  remain  for 
12  days  in  a  somewhat  shaded  part  of  the  room,  the  algre  were  quite 
healthy,  and  were,  moreover,  free  from  fat  and  tannin,  and  contained 
but  little  starch.  Dilute  ammonia  caused  a  considerable  precipitate, 
which  was  free  from  fat  and  tannin,  but  still  reduced  silver  solution 
with  energy.  Thirty  per  cent,  acetic  acid,  of  protracted  heating  at 
70 — 80°  destroyed  this  reducing  power.  Since  these  tannin-free  cells 
contain  nothing  besides  albumin,  the  authors  conclude  that  the 
reducing  power  must  he  attributed  to  it,  and  that  the  treatment  with 
acetic  acid  or  the  process  of  heating  causes  such  a  change  in  the 
albumin  as  to  destroy  its  reducing  power.  J.  W.  L. 

Occurrence  of  Iodine  in  Fucus  vesiculosus  and  Chondrus 
crispus.  By  L.  van  Itallie  (Arch.  Pharm.  [3],  27,  1132 — 1134). — 
By  Fliickiger’s  method  (Abstr.,  1887,  996),  a  faint  iodine  reaction  was 
obtained  with  3  grams  of  Fuctis  vesiculosus,  and  with  10  grams  of 
Chondrus  crispus.  50  grams  of  the  former  plant  was  extracted  with 
40  vol.  per  cent,  alcohol,  the  solution  neutralised  with  sodium  car¬ 
bonate,  evaporated  to  a  syrup,  this  extracted  with  water,  and  treated 
with  chloroform  ;  the  chloroform  remained  colourless.  The  addition 
of  nitrous  acid  dissolved  in  dilute  sulphuric  acid  set  free  its  iodine, 
which  amounted  to  5T435  milligrams,  or  O'Ollo  per  cent,  of  the 
absolutely  dry  substance,  and  0'01029  per  cent,  of  the  plant  dried 
over  lime.  The  whole  of  the  iodine  was  found  to  be  extracted 
by  the  above  process.  The  material  separated  by  absolute  alcohol 
gave  no  reaction  for  iodine.  Jb'rom  these  reactions,  the  author  con¬ 
cludes  that  the  iodine  is  present  in  F.  vesicidosns  as  iodide.  The 
amount  of  iodine  in  C.  crispus  was  too  minute  to  estimate.  Neither 
plant  gave  evidence  of  the  presence  of  bromine.  J.  T. 

Chemical  Constituents  of  Scopola  carniolica.  By  W.  R. 

Dunstan  and  A.  E.  Chaston  (Pharm.  J.  Trans.  [3],  20,  461 — 464). — 
Scopola  carniolica  is  a  solanaceous  plant  indigenous  to  Austro- 
H  ungary.  It  has  lately  been  exported  (o  this  country  with  a  view  to 
its  employment  in  medicine  as  a  substitute  for  belladonna.  The  total 
alkaloid  was  extracted  from  the  carefully  dried  (30—40°)  rhizome, 
no  temperature  above  40°  being  employed  in  the  process,  and  no  alkali 
being  used,  except  very  weak  ammonia,  so  that  the  possibility  of  the 
occurrence  of  any  change  in  the  alkaloids  during  their  extraction  was 
avoided;  on  crystallising  the  alkaloid  from  ether,  jmre  hyoscyamine 
(m.  p.  108 — 109°)  was  obtained.  To  ascertain  whether  any  other 


VEGETABLE  PHYSIOLOGY  AND  AGRICULTURE. 


403 


mydriatic  alkaloid  was  present,  the  residue  obtained  from  the 
ethereal  liquid  was  dissolved  in  diluted  hydrochloric  acid,  and  frac¬ 
tionally  precipitated  with  gold  chloride;  each  fraction  was  then 
rccrystallised  until  its  melting  point  was  not  changed  by  a  repetition 
of  the  process.  From  the  eight  fractions  of  precipitate,  27  specimens  of 
rccrystallised  aurochloride  were  obtained.  With  the  exception  of  what 
wras  possibly  a  trace  of  hyoscine  aurochloride,  nothing  but  hyoscyaiuine 
aurochloride  was  found  (m.  p.  159 — 1(52°,  corr.).  A  similar  process 
of  fractional  precipitation  of  the  aurochloride  was  conducted  with  a 
small  quantity  of  alkaloid,  which  had  not  been  extracted  by  ether 
from  the  alkaline  aqueous  liquid.  This  yielded  only  hyosevamino 
aurochloride.  The  salt  was  identified  by  its  melting  point,  as  well  as 
by  the  results  afforded  by  its  analysis  ;  the  alkaloid  was  also  regene¬ 
rated  from  it,  and  shown  to  correspond  with  pure  hyoscyaiuine.  The 
plant  is  abundant,  and  would  therefore  seem  to  constitute  au 
important  source  of  this  alkaloid.  The  rhizome  is  also  shown  to 
contain  rather  more  than  O'l  per  cent,  of  cholesterol,  melting  at 
142 — 133°,  and  affording  analytical  results  which  agree  with  the 
formula  C26HuO  +  H20.  When  dried  at  100°,  the  crystals  lost  water, 
leaving  the  anhydrous  substance,  which  melts  at  137*5°.  The  benzoate 
was  prepared  by  dissolving  the  substance  in  benzoic  chloride,  and 
heating  the  liquid  for  15  minutes  near  its  boiling  point.  On  pouring 
it  into  aqueous  soda,  the  benzoate  remains  insoluble;  after  purification 
and  crystallisation  from  ether,  it  melted  at  145  5°.  The  cholesterol 
from  S.  carniolica  most  nearly  resembles  the  phytosterin  of  Hesse. 
The  substance  has  not  before  been  obtained  from  an  atropaceous  plant, 
but  the  authors  have  since  isolated  it  from  Atropa  belladonna.  There 
were  also  obtained  from  S.  carniolica  a  fat  which  is  under  examina¬ 
tion,  a  crystalline  sugar  yielding  an  osazone  identical  with  that  of 
dextrose,  and  a  crystalline  substance  whose  aqueous  solution  when 
alkaline  is  highly  fluorescent,  and  appears  to  be  methylaisculetin. 
The  paper  is  followed  by  others  in  which  different  observers  record 
the  results  of  therapeutical,  botanical,  and  pharmaceutical  examina¬ 
tions  of  the  plant.  Therapeutically  it  appears  to  have  some  marked 
advantages  as  compared  with  belladonna.  W.  R.  D. 

Analyses  of  the  Seed  of  Calycanthus  glaucus.  By  H.  W. 

Wiley  {Amer.  Chem.  J.,  11,  557 — 5b7). — The  analyses  cannot  be 
given  in  full.  The  seeds  were  found  to  contain  only  a  very  small 
quantity  of  starch,  but  large  amounts  of  sugars,  albuminoids,  and  oil : 
there  beiug  as  much  as  47  per  cent,  of  the  latter. 

This  oil  has  a  faint  yellow  colour,  and  a  peculiar  odour.  Its  sp.  gr. 
when  obtained  by  extracting  the  seeds  with  petroleum  =  0'9058 ; 
the  sp.  gr.  of  the  expressed  oil  =  0*9110  (water  at  100°  :=  1),  It  is 
free  from  volatile  acids,  gives  a  fatty  acid  crystallising  at  12*5°,  and 
has  a  refractive  index  of  1*47351  at  28°  (water  at  28°  =  1*33338). 
The  crude  expressed  oil  absorbs  129*53  per  cent,  of  iodine,  the  puri¬ 
fied  extracted  oil  128*06/ per  cent. 

The  oil  contains  an  alkaloid  discovered  by  Eceles,  and  named 
by  him  calycanthine.  This  was  obtained  from  the  seeds  by  powdering 
them,  extracting  the  fat  with  petroleum,  and  digesting  the  residue 
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with  various  liquids,  best  with  dilute  sulphuric  acid  (1  :  50). 
The  sulphuric  acid  extract  is  made  strongly  alkaline  with  ammonia, 
and  extracted  repeatedly  with  ether ;  on  evaporating  the  ether 
extract,  ealycanthine  crystallises  in  feathery  masses  on  the  sides  of 
the  dish.  The  kernels  of  the  seeds  contain  about  3  per  cent,  of  the 
alkaloid,  the  hulls  about  1  per  cent.  The  alkaloid  is  insoluble  in 
alcohol  and  water.  With  sulphuric  acid,  it  gives  a  pale-yellow 
colour,  with  nitric  acid  a  persistent  bright-green,  with  sulphuric  acid 
and  potassium  dichromate  a  line,  blood-brick-red,  and  with  sulphuric 
acid  and  cane-sugar  a  fine  purple,  persisting  for  some  time,  and 
finally  changing  to  blue.  Owing  to  the  presence  of  sugar  in  the 
seed,  this  last  reaction  may  be  obtained  by  the  simple  application  of 
sulphuric  acid  to  the  raw  seed.  C.  F.  B. 

Bark  of  Quina  morada  (Pogonopus  febrifugus,  Be  nth. -Hook.). 

By  P.  N.  Aiut.a  and  F.  Caxzoneki  ( Gazzetta ,  18,  409 — 421).' — The 
authors  have  examined  a  specimen  of  bark  found  in  Bolivia  and  in  the 
north  of  the  Argentine  Republic,  commonly  known  as  “  Cascarilla,” 
or  “  Quina  morada,”  and  credited  with  many  of  the  therapeutic  cha¬ 
racteristics  of  the  true  cinchona  bark.  For  a  variety  of  reasons  the 
authors  consider  it  to  belong  to  the  Pogonopus  febrifui/us,  JJenih.-Hook., 
syn.  Howard ia  TFedd,  rubiacea,  described  by  Griselbach.  In  appear¬ 
ance  the  bark  is  irregular  on  the  outside  and  scaly  within;  the  colour 
varies  from  yellowish- white  to  reddish,  and  is  a  dirty-white  on 
freshly-exposed  surfaces  ;  it  is  soft  and  spongy  to  the  touch,  a  little 
lighter  than  water,  has  a  slightly  bitter  taste,  scarcely  any  odour,  and 
burns  very  readily,  leaving  a  white  ash.  It  imparts  a  bluish  fluor¬ 
escence  to  water  with  which  it  has  been  boiled,  and  a  yellowish-blue 
fluorescence  to  alcohol. 

Two  substances  were  extracted  from  this  bark,  namely,  a  blue 
fluorescent  substance,  moradin,  and  an  alkaloid,  moradeine. 

To  isolate  these,  the  powdered  bark  is  extracted  with  alcohol,  the 
extract  treated  with  an  alcoholic  solution  of  lead  acetate,  filtered, 
freed  from  lead,  and  concentrated,  when  a  crystalline  deposit  of 
moradin  is  obtained.  The  mother  liquor  is  then  treated  with  potash 
and  ether,  the  ethereal  extract  treated  with  hydrogen  chloride,  and 
the  precipitate  of  moradeine  hydrochloride  purified  by  again  treating 
it  with  soda,  ether,  Ac. 

. 'Moradin  contains  no  nitrogen,  and  its  formula  is  either  C2iH)s0.j  or 
C]6HuOfi.  The  former  agrees  better  with  the  composition  of  the 
acetyl-derivative,  triaectylmoradin. 

jNIoradin  crystallises  in  slender,  colourless  needles,  or  in  large, 
anhydrous  prisms,  and  melts  at  201' — 202°.  It  has  the  characters  of 
an  acid,  but  none  of  its  salts  could  be  isolated.  Alkalis  increase,  and 
acids  (except  acetic)  diminish  the  fluorescence  of  its  solutions.  Ferric 
chloride  gives  a  green  coloration  and,  after  a  time,  a  green  precipitate; 
gold  chloride  gives  a  blue  coloration  and  green  precipitate.  It  is 
dissolved  by  concentrated  sulphuric  acid,  forming  a  yellow  solu¬ 
tion,  from  which  it  is  re-precipitated  unchanged  on  adding  water. 
Although  not  a  glucoside,  it  reduces  Fehling’s  solution  when  heated 
with  it ;  it  also  reduces  silver  nitrate  and  basic  lead  nitrate.  Potas- 
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sium  pei  niangannte  in  alkaline  solution  and  ferric  chloride  in  alco¬ 
holic  solution  oxidise  it  to  quinone.  The  action  of  nitric  acid  is 
characteristic;  the  concentrated  acid  lias  no  action  in  the  cold,  hut 
forms  oxalic  acid  on  heating  ;  on  boiling  with  very  dilute  (4  percent.) 
acid,  quinhydrone  and  quinone  are  successively  formed.  Its  reactions 
place  it  in  the  class  of  oxyhydroquiuones,  since  it  gives  as  products  of 
decomposition  a  di-  or  tri-liydroxybenzoic  acid  which  colours  ferric 
salts  green,  a  polyvalent  phenol,  probably  hydroxyquinol,  and  quinone. 
It  is  probable  that  two  of  the  oxygen-atoms  are  contained  in  the 
same  way  as  in  hydroxycomnarin  (umbelliferon). 

TnacetylmoraJin  crystallises  from  its  alcoholic  solution  in  white, 
shining  prisms  which  melt  at  177 — I7S°.  It  is  not  fluorescent,  and 
has  no  acid  properties.  It  is  insoluble  in  alkalis  in  the  cold,  and 
decomposes  when  warmed  with  them. 

Moradeine  crystallises  in  opaque,  colourless  prisms,  very  soluble  in 
alcohol,  ether,  chloroform,  &c.,  but  only  slightly  in  water.  It  melts 
at  199 — 200°,  and  exhibits  the  general  reactions  of  an  alkaloid, 
forming  a  well-crystallised  platinochloride  and  anrocliloride,  &c. 

S.  B.  A.  A. 

True  Winter  Bark.  (Drymis  Winter-Forster.)  By  P.  X. 

A  rata  and  F.  Caxzonf.ri  ( Gazzetta ,  18,  527 — 539). — After  an  histori¬ 
cal  summary  of  the  introduction  of  the  bark  into  Europe,  the  author 
describes  the  genuine  bark  from  the  Straits  of  ^Magellan  ;  this  occurs 
in  the  form  of  deeply-furrowed,  cnrled-np  fragments  with  an  earthy 
fracture,  exhibiting',  when  in  small  pieces,  an  internal  reddish-brown 
coloration.  When  fresh,  it  has  a  bitter  and  pungent  taste  and  an 
agreeable  odour,  recalling  both  turpentine  and  cloves.  The  sun-dried 
bark  yielded  :  water  (at  110°),  13  713  per  cent. ;  ash,  3'338  percent. ; 
soluble  in  ether,  3‘S4d  per  cent. ;  in  alcohol,  G‘465  percent.;  in  water, 
13  981  per  cent.  ;  ligneous  matter,  49'2(J0  per  cent.  An  analysis  of 
the  ash  is  also  given.  The  ethereal  solution  contains  a  peculiar 
essence,  fatty  compounds,  resins,  and  waxy  matter ;  the  alcoholic 
extract  contains  reddish,  uncrystal lisable  resins.  Citric  acid  was 
carefully  looked  for,  but  not  found.  The  essence  was  isolated  by  dis¬ 
tilling  the  bark  with  water,  exhausting  the  distillate  with  petroleum, 
and  distilling  off  the  solvent.  The  crude  oil,  amounting  to  0'G42S 
per  cent,  of  the  weight  of  the  bai’k  employed,  is  a  mixture  of  several 
substances. 

Winterene ,  Ci5H24,  is  the  essential  oil  separated  from  this  by 
fractional  distillation.  It  passes  over  between  2G0°  and  2Go° ;  sp. 
gr.  at  13°  =  0  93437.  Index  of  refraction  =  P493I  ;  sp.  rotatory 
power  at  16°  \_x\j  =  +11 '2.  It  is  readily  oxidised  on  exposure  to 
the  air,  becoming  yellow.  The  formula  C.25H10  was  calculated  from 
the  ultimate  analysis  and  vapour-density,  but  the  authors  consider 
that  the  ready  oxidisability  of  winterene  and  its  analogy  to  similar 
essences  points  rather  to  the  formula  Cisl+i,  which  would  place  it  in 
the  group  of  sesquiterpenes,  such  ns  cedivne,  cubebene,  &c.,  the 
boiling  points  of  which  'are  between  250°  and  2GS°. 

Iodine  dissolves  in  winterene  producing  a  grcenish-vellow  colora¬ 
tion  which  changes  to  green  after  a  time. 


406 


ABSTRACTS  OF  CHEMICAL  PAPERS. 


On  adding  picric  acid  containing  a  few  drops  of  sulphuric  acid  to 
winterene,  a  yellowish-red,  crystalline  compound  is  formed. 

Pure  winterene  is  coloured  green  by  a  solution  of  bromine  in  chlo¬ 
roform,  orange-red  by  a  solution  of  chloral  hydrate  in  sulphuric  acid, 
rose  to  yellow  bv  concentrated  sulphuric  acid  or  by  sulphuric  acid 
and  chloroform,  dirty  -yellow  by  Frohde’s  reagent  and  by  ferric  chloride 
and  sulphuric  acid,  rose  to  violet  by  nitric  acid. 

The  reactions  of  the  essence  after  oxidation  are  also  given. 

S.  B.  A.  A. 

Nitrous  Acid  in  the  Atmosphere.  By  L.  Ilosvay  (Bull.  Soc. 
Chim.  [3],  2,  666 — 667). — The  liquid  obtained  by  washing  with 
water,  bedewed  grass  and  foliage-leaves,  collected  in  the  morning, 
contains  nitrons  acid,  which  is  absent  from  noonday  and  evening 
gatherings.  Nitrites  are  condensed  on  leaves  during  the  day  in 
damp,  dull,  rainless  weather,  and  in  dry,  clear,  sunny  weather  arc 
replaced  by  nitric  acid  and  ammonia. 

Washed  soils  moistened  and  exposed  to  air  determine  similar 
surface  condensations,  the  nitrogen-compounds  being  derived  from 
the  atmosphere  and  varying  in  amount  with  the  duration  of  ex¬ 
posure.  T.  G.  N. 

Causes  of  the  Exhaustion  of  Arable  Soil  by  Cropping  with¬ 
out  Manures.  By  P.  P.  Drhfraix  (dnn.  Agronom.,  15,  481 — 505). 
— The  author  has  made  a  comparative  study  of  certain  plots  at  the 
experimental  station  of  Grignon,  some  of  which  have  been  cropped 
without  manuring  for  a  number  of  years,  while  others  have  received 
regular  dressings  of  farmyard  manure. 

Unmanured  Flats. — Plots  21,  37,  and  53  received  no  manure  since 
iS74. 

Manured  Plots. — Plots  32,  33,  36,  and  49  had  received  regular 
dressings  of  farmyard  manure. 

Comparative.  Crops.  Sugar-beet. — In  18S7  plot  37  yielded  13,900 
kilos.,  and  plot  53  10,000  kilos,  per  hectare,  against  35,000 — 40,000 
kilos,  yielded  by  the  regularly  manured  plots.  Red  clover:  in  1888 
plot  37  yielded  3,200  kilos,  hay  per  hectare,  and  plot  53  2,600  kilos, 
against  8,800  kilos,  yielded  by  a  plot  manured  during  the  preceding 
years.  Trifolium  incarnation  :  the  continuously  unmanured  plot  yielded 
3,600  kilos,  green  in  1888  against  15,000  kilos,  by  the  regularly 
manured  plot.  Cereals :  for  these  crops  the  exhaustion  is  much  less 
noticeable  than  for  the  preceding.  In  18SS,  plot  37  yielded  31  metric 
quintals  of  oats  (avoine  des  salines)  against  33  by  the  manured  plots  ; 
and  plot  53  yielded  22  quintals  of  oats  (avoine  a  grappes)  against  32 
yielded  by  the  manured  plots. 

Although  the  difference  is,  in  the  case  of  the  phosphoric  acid, 
considerable,  yet  it  cannot  be  said  that  the  unmanured  plots  fail  to 
yield  crops  on  account  of  exhaustion  of  mineral  food. 
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Phosphoric  Acid  and  Potash  in  the  Soil. 


Percentage  in  the  soil  (depth  not 
stated)  of 

Continuously  unmanured. 

Regularly 

manured. 

Plot  37.  [ 

Plot  53. 

Plot  31). 

Total  P.,0,  . 

0-102 

0  T  04 

■  M 

l’,Os  soluble  in  acetic  acid . 

0-O12 

0  015 

Hr  ■  7  * 

Total  K.,0  soluble  iu  aqua  regia . 

0  -090 

0-091 

Organic  Matter  in  the  Soil. — The  carbon  and  nitrogen  in  the  soils  of 
plots  37  and  21  (unmanured)  and  of  plots  32  and  40  (manured)  were 
determined  in  1«78  and  again  in  18S8  after  10  years’  interval. 

The  results  so  far  seem  to  connect  the  exhaustion,  so  conspicuous 
when  beet-root  or  clover  is  grown,  with  the  great  loss  of  organic,  and 
especially  carbonaceous  matter,  the  diminution  in  the  important 
plant  foods,  nitrogen,  phosphoric  acid,  and  potash  being  relatively 
inconsiderable. 


Plots. 

Plots. 

37. 

21. 

49. 

32. 

Percentage  of  nitrogen  in  1S7S. . . . 

0-167 

0-174 

0  200 

0-200 

„  „  „  1SSS. . . . 

0-14S 

0-150 

0-190 

0-1S6 

Loss . 

0  019 

0-024 

o-oio 

0-014 

Percentage  of  carbon  in  1S7S . 

1  -519 

1  -630 

1  -52 

1  "66 

„  „  „  isss  . 

0  730 

0-730 

1  -61 

1  -60 

Loss  or  gain . 

-0-7S9 

-0-900 

+  0-09 

-0-06 

Proportion  ^  in  1S7S . 

9-0 

9  3 

7  6 

S-3 

„  „  ISSS . 

4-9 

4-S 

S-4 

8-5 

The  author  next  examines  the  various  reasons  that  suggest  them¬ 
selves  to  account  for  this  connection. 

Retention  of  Moisture  by  Htimzis.- — Parallel  plots  in  the  same  strip 
of  ground  were  selected  from  those  continuously  unmanured,  and 
therefore  poor  in  organic  matter,  and  from  those  regularly  or  frequently 
manured  and  rich  in  organic  matter,  and  samples  taken  carefully  to 
the  same  depth  and  under  exactly  similar  circumstances  during  every 
month  from  November,  18S8,  to  November,  1SS9,  for  the  determination 
of  moisture.  The  results  of  each  pair  of  plots  are  plotted  in  curves 
showing  the  percentage  of  moisture  at  the  consecutive  dates;  but  the 
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general  results  may  be  summed  up  thus  : — The  soil  of  the  unmanured 
] dots  21,  37,  and  53,  poor  in  organic  matter,  gave  an  average  of  17'6 
per  cent,  of  water  over  the  time  named  ;  that  of  the  manured  plots, 
17,  33,  and  49,  rich  in  organic  matter,  18’5  per  cent.  If  this  dif¬ 
ference  is  reckoned  on  the  hectare  of  soil,  it  amounts  to  324  tons  of 
water ;  but  as  the  total  water  contained  in  the  soil  is  623  6 — 666  tons, 
no  weight  can  be  attached  to  the  absence  of  so  small  a  fraction. 
Other  experiments  showed  that  the  difference  in  the  loss  by  drainage 
was  not  greater  than  in  the  case  of  two  samples  of  the  same  soil. 

Quantity  of  Nitrates  Formed. — Equal  weights  of  the  different  soils 
were  placed  in  glazed  pots,  and  the  initial  nitrogen  as  nitrate  deter¬ 
mined  in  each.  These  pots  were  placed  in  the  open,  the  drainage- 
water  from  each  collected  from  Hay  14  to  November  12,  and  the 
nitrogen  as  nitrate  determined  in  each  lot  of  water.  The  mean 
results  for  the  plots  in  question  were  — 


Rain¬ 

fall. 

Drainage. 

Initial  N 
as  nitrate 
in  soil. 

N  as 

nitrate  in 
drainage. 

Plots  17  and  33  regularly  manured  . . 
,,  21,  37,  and  53  unmanured  .... 

litres. 

31-64 

3164 

litres. 

8- 360 

9- 116 

grams. 

0  -368 

0  -322 

grams. 

0‘877 

0-624 

From  these  figures  it  appears  that  the  quantity  of  nitrate  formed, 
even  in  the  exhausted  soils  during  the  growing  seasou,  was  amply 
sufficient  for  the  requirements  of  good  crops ;  0'3'22  gram  of  nitrogen 
nitrified  per  30  kilos,  soil  being  equivalent  to  113  kilos,  per  hectare. 

Production  of  Carbonic  Anhydride. — Determinations  made  by 
Boussingault  and  Dewy’s  method  of  the  carbonic  anhydride  con¬ 
tained  in  100  litres  of  the  interstitial  air  of  two  soils  on  the  same 
dates  gave — 

June  7.  June  18. 

grams.  grams. 

Plot  53  unmanured .  113  0-98 

,,  49  manured . . .  P38  1*16 

These  differences  are  again  slight,  and  tend  to  confirm  recent  results 
of  Wolny  and  of  Schloesing,  showing  that  there  is  no  direct  relation 
between  the  richness  of  a  soil  in  organic  matter  and  that  of  its  inter¬ 
stitial  air  in  carbonic  anhydride.  The  foreuoiug  experiments  fail  to 
yield  any  explanation  of  the  facts,  but  the  following  one  shows  con¬ 
clusively  the  actual  importance  of  the  organic  matter  of  soil  to  the 
growth  of  sugar-beet.  30  kilos,  of  the  rich  soil  of  plot  49  and  30 
kilos,  of  the  exhausted  soil  of  plot  53  were  placed  in  similar  pots,  the 
latter  being  enriched  by  the  addition  of  3  grams  of  sodium  nitrate, 
3  grams  of  superphosphate,  and  3  grams  of  potassium  chloride,  equiva¬ 
lent  to  360  kilos,  of  each  per  hectare.  Sugar-beet  seeds  were  sown  in 
each  pot ;  on  -July  17  all  the  young  plants  but  one  were  removed  from 
each  pot,  and  on  October  25  the  weight  of  the  single  root  grown  in 
each  pot  was  taken. 
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Soil  rich  in 
organic  matter 
(40). 

Soil  artifi¬ 
cially  enriched 

>3). 

grams. 

0  '78 

grams. 

2-51 

165 

02 

1111 

10*12 

730 

410 

Percentage  of  snjar  in  juice . 

lf>  -04 

61  -60 

From  all  the  facts  given  in  this  paper  the  author  concludes  that 
a  portion  of  the  organic  matter  of  soil  frequently  manured  with 
farm-yard  manure  probably  serves  as  direct  nutriment  for  the  sugar- 
beet  and  some  other  plants,  and  that  for  this  purely  mineral  food 
cannot  be  successfully  substituted.  J.  M.  H.  M. 

Experiments  at  Rothamsted  on  the  Growth  of  Potatoes. 

By  J.  H.  Gilbert  (Agr.  Students'  Gazette ,  4,  Pt.  ii). — ’The  experiments 
were  conducted  for  12  years  on  the  same  land.  The  following  table 
shows  the  various  manuring  as  well  as  the  average  yearly  produce 
per  acre  for  the  12  years,  except  in  the  farm-yard  manure  series, 
where  the  average  of  six  years  is  given  : — 


|  Good. 

Small. 

Diseased. 

Total. 

tons. 

eu-ts. 

tons. 

cuts. 

tons. 

eu-ts. 

tons, 

.  cuts. 

TTnmantrred . 

1 

13*5 

0 

5  0 

0 

1*25 

1 

19*75 

Superphosphate  of  lime . 

3 

5  ‘0 

0 

5  *6 

0 

2*75 

3 

13*4 

Mixed  mineral  manures . 

3 

7  *75 

0 

4*9 

0 

2*6 

3 

15  25 

Ammonium  salts . . . 

1 

17-75 

0 

6*1 

0 

1*9 

2 

5  75 

Sodium  nitrate . 

Ammonium  salts  and  mixed 

2 

4*6 

0 

5-25 

0 

2*6 

2 

12*5 

minerals . . . 

Sodium  nitrate  and  mixed 

5 

18*9 

0 

7*25 

0 

8*4 

6 

14*5 

minerals . 

5 

17*4 

0 

6*4 

0 

9  25 

6 

13*0 

Farm-yard  manure  ........ 

Farm-yard  manure  and  super- 

4 

11  -9 

0 

7-0 

0 

5  *75 

5 

4*6 

phosphate  . 

Farm-yard  manure  and  super¬ 
phosphate  and  sodium  ni- 

4 

16-9 

0 

7  ’25 

0 

7*5 

5 

11  *6 

trate  . 

5 

17  '75 

0 

6  *6 

0 

17-9 

7 

2  *25 

The  mixed  minerals  include  superphosphate  and  potassium,  sodium, 
and  magnesium  salts.  The  ammonium  salts  contained  S6  lbs.  of 
nitrogen  whilst  farm-yard  manure  supplied  about  200  lbs.  of  nitrogen 
per  acre  per  annum.  It  is  remarkable  that  there  is  much  less  increase 
of  produce  of  potatoes  by  nitrogenous  manures  alone  than  by  mineral 
manures  alone. 

With  regard  to  the  various  constituents  of  the  tubers,  the  average 
amount  of  nitrogen  per  acre  in  those  grown  without  manure  was 
vol.  lviii.  2  e 
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only  14'9  lbs.,  which  is  less  than  would  be  yielded  by  wheat  or  barley 
grown  under  the  same  conditions.  Mineral  manures  alone  raised  the 
amount  of  nitrogen  to  about  20  lbs.,  whilst  nitrogenous  manures  alone 
only  raised  the  amount  taken  up  to  19*7  lbs.  (with  ammonium  salts) 
and  23-0  lbs.  (with  nitrate).  With  the  same  application  of  nitrogen, 
but  in  conjunction  with  mixed  minerals,  the  amouut  of  nitrogen 
stored  up  in  the  tubers  is  raised  to  about  50  lbs.  per  acre.  Of  the 
other  constituents,  the  most  prominent  is  potash  ;  under  the  influence 
of  superphosphate  alone,  30  lbs.  per  acre  more  potash  is  taken  up  than 
without  manure,  with  superphosphate  and  mixed  minerals  (including 
potash)  the  increase  is  33  lbs.,  whilst  with  minerals  and  nitrogenous 
manure  together,  nearly  /0  lbs.  more  potash  is  recovered  per  acre  than 
where  no  manure  is  applied.  The  presence  of  potash  seems  to  be 
essential  for  the  formation  of  starch  and  sugar.  The  accumulation 
of  phosphoric  acid,  which  is  more  directly  connected  with  the  nitro¬ 
genous  constituents,  is  much  less  than  that  of  potash. 

As  to  the  composition  of  the  whole  tubers  and  of  the  juice,  there  is 
an  indication  that  the  juice  is  richer  in  nitrogen,  the  more  nitrogen 
there  is  applied  in  the  manure  and  the  less  matured  the  crop;  it  in¬ 
cludes,  in  fact,  material  for  further  maturation.  The  amount  of  juice 
is  generally  about  80  per  cent,  of  the  fresh  tubers.  The  percentage  of 
ash -constituents  is  higher  in  the  juice  than  in  the  tubers  ;  its  amount 
varies  considerably  according  to  the  manuring,  but  the  composition  of 
the  ash  of  the  tubers  and  the  juice  is  always  very  similar.  The 
greater  part  of  the  nitrogen  is  in  the  juice. 

Of  the  total  nitrogen  of  the  tubers,  Schulze  found  an  average  of 
18‘3  per  cent,  to  exist  as  albuminoids  in  the  marc.  In  the  Rotham- 
sted  experiments,  the  average  was  found  to  be  only  15  per  cent.  The 
average  percentage  of  total  albuminoid  nitrogen  was  5G‘2  (Schulze) 
and  63'G  (Rothamsted).  The  two  sets  of  experiments  show  that, 
as  a  rule,  less  than  20  per  cent,  of  the  total  nitrogen  is  in  the  form  of 
insoluble  albuminoid.  On  the  other  hand,  Schulze’s  results  show  an 
average  of  43'8,  and  those  obtained  at  Rothamsted  36’2  per  cent,  of 
total  nitrogen,  of  the  tubers  to  be  non-albuminoid  :  most  of  it  existing 
as  amides  and  much  less  as  ammonia  and  nitric  acid  than  is  usual  in 
the  case  of  root  crops.  The  nutritive  value  of  this  large  proportion 
of  nitrogenous  matter  is,  to  say  the  least,  doubtful,  and  inasmuch  as 
most  of  the  albuminoid  matter  itself  is  in  the  juice  of  the  potato,  it  is 
probable  that  a  good  deal  is  lost  as  food. 

Provided  that  the  necessary  minerals  care  present,  the  use  of  nitro¬ 
genous  manure  gives  rise  to  a  great  increase  of  starch  in  the  potato, 
just  as  in  the  case  of  root  crops  there  is  an  increase  of  sugar  under 
these  conditions,  and  in  the  case  of  the  cereals  an  increase  of  starch 
and  cellulose.  It  is  chiefly  for  tho  increased  production  of  non- 
nitrogenous  substances  (starch,  sugar,  and  cellulose)  that  direct 
nitrogenous  manures  are  used. 

Diseased  potatoes  contain  considerably  less  dry  matter  than  good 
ones,  which  is  shown  by  the  higher  percentage  of  mineral  matter  in 
tho  dry  substance  of  the  bad  ones  to  bo  due,  not  to  acquisition  of 
water,  but  to  the  loss  of  solid  substance,  and  it  is  further  shown  that 
it  is  chiefly  the  non-nltrogenous  organic  substance  which  is  lost.  The 
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cause  of  the  disease  is  a  fungus  which  converts  the  starch  into  sugar; 
the  loss  of  substance  is  perhaps  mainly  due  to  the  evolution  of  carbonic 
anhydride,  as  a  coincident  of  the  growth  of  the  fungus  deriving  its 
nutriment  from  ready-formed  organic  substance  ;  a  characteristic  action 
in  the  growth  of  these  non-ehlorophyllons  plants.  The  fungus  accu¬ 
mulates  a  large  proportion  of  both  the  mineral  and  nitrogenous 
substance  of  the  juice  of  the  tubers,  which  perhaps  partly  explains  the 
fact  that  the  disease  develops  much  more  in  tubers  grown  by  highly 
nitrogenous  manures,  and  which  have  a  highly  nitrogenous  juice, 
than  in  those  grown  under  ordinary  conditions.  X.  II.  M. 

Experiments  with  Farm-yard  Manure.  By  E.  Heiden  ( Lied. 
Centr.,  18,  794— 79b;  compare  Abstr.,  1888,  S72). — The  object  of  the 
experiments  was  to  determine  what  changes  take  place  when  the 
liquid  manure  is  kept  alone,  when  treated  with  sulphuric  acid  con¬ 
taining  phosphoric  acid,  and  when  kept  covered  with  a  layer  of  oil. 
The  manure  was  well  mixed,  aud  three  lots  of  10b  kilos,  put  into 
barrels  and  treated  ns  described.  Xitrogen  as  ammonia  and  organic 
nitrogen  was  determined  in  the  manure  at  the  beginning  and  at  the 
end  of  the  experiment,  which  lasted  about  six  months.  The  manure 
kept  without  any  preservative  lost  11'9  per  cent,  of  the  nitrogen  as  am¬ 
monia  and  IS'5  per  cent,  of  its  organic  nitrogen,  corresponding  with 
12  9  per  ceut.  of  the  total  nitrogen.  The  sample  treated  with  acid 
lost  13  S  per  cent,  of  the  amiuoniacal  nitrogen,  but  the  amount  of 
organic  nitrogen  was  almost  doubled,  so  that  the  loss  of  total  nitrogen 
was  only  1'5  per  cent.  The  manure  kept  under  oil  lost  G'8  per  cent, 
of  the  total  nitrogen,  or  5  per  cent,  of  the  ammoniacal  nitrogen  and 
18  per  cent,  of  the  organic  nitrogen.  X.  H.  II. 
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Modified  “  Orsat  ”  Apparatus.  By  J,  Ruffle  (./.  Soc.  Chem.  Lid., 
8,  3 — 4). — The  author  describes,  with  the  aid  of  a  diagram,  a  new 
form  of  bulb,  which  is  said  to  be  less  subject  to  fracture  and  more 
easily  prepared  and  cleaned  than  the  bulb  used  in  Orsat’s  apparatus 
for  the  rapid  determination  of  oxygen.  D.  B. 

Gas  Sampling  and  Testing  Apparatus.  By  J.  E.  Stead  (./.  Soc. 
Chem.  J.nd.,  8,  17b — 178). — The  author  describes,  with  the  aid  of  :i 
number  of  diagrams,  various  forms  of  apparatus  for  sampling  and 
testing  gases,  designed  by  him  for  the  purpose  of  examining  blast  and 
other  furnace  gases.  The  sampler  is  a  modification  of  the  apparatus 
described  by  Gruner,  by  which  a  large  vessel  filled  with  mercury  is 
used  to  collect  the  gas.  The  author’s  apparatus  is  so  arranged  as  not 
only  to  take  the  sample,  but  also  to  take  the  place  of  the  old  form  of 
gas  pipette.  Three  forms  of  gas-testing  apparatus  are  described, 
their  mode  of  working  being  explained  with  the  help  of  diagrams. 

D.  B. 
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The  Concentration  of  Reagents.  By  R.  Blochmann  (her.,  23, 
31 — 35). — When  the  usual  instructions  for  the  preparation  of  reagents 
are  canned  out,  the  concentration  of  the  solution  obtained  shows  no 
relation  whatever  to  that  of  an  “  equivalent  ”  solution.  It  is,  there¬ 
fore,  very  difficult  to  estimate  the  amount  of  the  reagent  necessary  in 
processes  of  precipitation,  neutralisation,  etc.,  and  the  author  proposes, 
in  order  to  overcome  this  difficulty,  to  make  all  the  solutions  approxi¬ 
mately  double-normal,  normal,  or  semi-normal,  according  to  the 
solubility  of  the  substance;  using  the  last-named  strength  for  all 
expensive  reagents.  Very  sparingly  soluble  salts,  such  as  calcium 
sulphate,  may  be  employed  in  saturated  solutions,  and  the  strength  of 
oxidising  and  reducing  solutions  should  be  such  that  1  litre  will  give 
off  or  absorb  (0/2  =  )  8  grams  of  oxygen.  Under  “ concentrated  acids” 
are  understood  anhydrous  sulphuric  acid,  a  saturated  solution  of 
hydrochloric  acid,  and  a  mixture  of  equal  weights  of  anhydrous  nitric 
acid  and  water.  Tables  giving  the  specific  gravity  and  percentage 
composition  of  these  solutions  may  be  found  in  the  original. 

H.  G.  C. 

Note  by  Abstractor. — A  similar  proposition  to  the  above  was  made 
many  years  ago  in  Harconrt  and  Madan’s  “  Exercises  in  Practical 
Chemistry,”  and  the  necessary  directions  for  the  preparation  of  the 
solutions  may  be  found  on  p.  439  (3rd  edition).  H.  G.  C. 

Estimation  of  Chlorine  and  Hydrogen  Chloride  in  a  Mixture 
of  the  two  Gases.  By  W.  Younger  (J.  Soc.  Chem.  hid.,  8,  88 — 90). 
— 'Phis  method,  which  the  author  finds  to  give  very  accurate  results,  is 
based  on  the  absorption  of  the  gases  in  a  standard  solution  of  arsenious 
acid,  to  which  a  small  qnantuy  of  sulphindigotic  acid  has  been  added. 
The  absorption  is  accomplished  in  one  vessel,  described  with  the  aid 
of  a  diagram,  which,  along*  with  a  graduated  box  as  an  aspirator, 
renders  it  possible  to  read  off  the  grains  of  chlorine  per  cubic  foot,  the 
aspiration  being  stopped  when  the  sulphindigotic  acid  is  bleached. 
The  hydrogen  chloride  may  be  estimated  in  tlic  same  solution  by 
titration  with  silver  nitrate.  D.  B. 

Analysis  of  the  Atmosphere.  By  0.  Pettersson  and  A. 
Hogland  (tier.,  22,  3324 — 3325). — The  authors  find  that  the  oxygen 
of  the  air  may  be  accurately  determined  in  the  portable  apparatus 
previously  described  (Abstr.,  1887,  999),  by  means  of  absorption  with 
a  solution  of  sodium  hyposulphite.  The  mean  of  very  numerous 
determinations  made  in  Stockholm  during  October,  November,  and 
the  first,  half  of  December,  1889,  gave  the  oxygen  in  the  air  as  20*940 
per  cent.  L.  T.  T. 

Estimation  of  Free  Oxygen  in  Water.  By  M.  Yuller  (Chem. 
Zeit.,  13,  118S — 1190). — The  author  comments  on  the  uncertainty  of 
the  present  methods  for  ascertaining  the  wholesomeness  of  water; 
he  considers  it  desirable  to  inquire  into  the  quality  as  well  as  the 
quantity  of  organic  matter  present,  for  which  purpose  oxidation  with 
permanganate  is  not  efficient,  but  the  free  oxygen  in  the  water  appears 
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to  be  an  important  factor.  Ho  has  noticed  in  numerous  experiments 
when  waters  have  been  retained  in  perfectly  full,  well-stoppered 
bottles,  that  in  good  waters  the  oxygen  suffers  only  slight  reduction 
or  none  at  all,  whereas  in  bad  waters  the  oxygen  is  consumed  with 
comparative  rapidity  in  a  few  days,  presumably  on  account  of  decom¬ 
posing  the  readily  oxidisal.de  organic  matter,  it  is  pointed  out  that 
the  free  oxygen  is  not  eliminated  from  water  by  boiling  even  for  two 
hours.  The  author  has  devised  the  following  method : — Some  crystal¬ 
line  manganous  sulphate  is  dissolved  in  the  water,  which  completely 
fills  a  two-  to  three-litre  bottle,  fitted  with  a  doubly  bored  india- 
rubber  stopper,  and  connected  by  means  of  one  bore  with  an  upright 
wide  tube  Idled  with  the  same  water;  by  lowering  this,  potassium 
hydroxide  is  admitted  from  the  tap  funnel  in  the  other  bore,  causing 
the  precipitation  of  manganous  hydroxide,  which  absorbs  all  the 
free  oxygen,  forming  manganic  hydroxide.  Hydrochloric  acid  and 
potassium  iodide  are  now  added  through  the  funnel,  the  manganic 
oxide  gives  rise  to  the  liberation  of  chlorine,  which  in  its  turn  sets 
free  iodine,  the  latter  is  titrated  in  a  dish  with  sodium  thiosulphate, 
and  the  amount  of  oxygen  corresponding  therewith  is  calculated.  If 
nitrous  acid  is  present,  it  is  determined  by  adding  hydrochloric  acid 
and  potassium  iodide  to  a  quantity  of  water  equal  to  that  taken  for 
the  oxygen  estimation,  titrating  the  liberated  iodine,  and  deducting 
this  quantity  from  the  oxygen  titration. 

R.  Hefolmann  and  K.  Barth  (ibid.,  1337)  point  out  that  this  method 
is  only  applicable  to  waters  free,  or  almost  free,  from  organic  matter, 
because  organic  matter  not  only  absorbs  iodine,  but  even  chlorine, 
and  also  renders  the  direct  estimation  of  nitrous  acid  impossible. 

D.  A.  L. 

Estimation  of  Sulphur  in  Pyrites.  By  G.  Lunge  (Zeit.  any. 
Chem.,  1889,  473 — 477). — Objections  have,  on  various  grounds,  been 
raised  to  the  oxidation  of  the  sulphur  in  pyrites  by  aqua  regia,  as 
advocated  by  the  author.  Alien  barium  sulphate  is  precipitated 
from  a  solution  containing  iron,  low  results  arc  always  obtained,  in 
spite  of  the  fact  that  the  precipitate  invariably  contains  iron. 
Jannasch  and  Richards  have  shown  that  this  is  due  to  the  precipi¬ 
tation  of  a  barium  iron  sulphate,  which  slowly  loses  sulphuric  anhy¬ 
dride  on  ignition.  When  oxidising  the  pyrites  in  the  dry  way, 
Fresenius  obtained  about  1  per  cent,  more  sulphur  than  by  wet  oxida¬ 
tion.  In  1881  the  author  recommended  as  an  improvement  on  his 
process  that  the  iron  should  be  removed  by  ammonia  before  precipi¬ 
tating  with  barium  chloride.  To  this  Jannasch  and  Richards  ob¬ 
jected  that  part  of  the  sulphur  would  be  contained  in  the  precipitate 
as  basic  ferric  sulphate.  The  author  now  shows  that  if  the  precipi¬ 
tation  is  performed  according  to  the  rules  which  he  laid  down  in 
1881,  and  which  arc  embodied  in  the  Taschenbuch  fur  Sodajabrikation 
— ,l  The  warm  solution  to  be  mixed  with  a  moderate  excess  of  am¬ 
monia,  filtered  after  10  minutes,  and  the  precipitate  most  thoroughly 
washed  with  boiling  water  ” — the  precipitate  will  not  retain  a  trace 
of  sulphate,  aud  the  results  agree  exactly  with  those  obtained  by  dry 
oxidation.  Results  only  about  0'2  per  cent,  lower  can  be  obtained 
by  the  author’s  “  old  method  ”  if  the  precipitate  is  only  moderately 
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ignited,  the  errors  compensating'  one  another  (compare  Abstr.,  1883, 
85).  Jannasch  and  Richards  ignited  their  precipitate  very  intensely,  1 
and  state  that  even  after  half  an  hour  the  expulsion  of  the  sulphuric 
anhydride  was  not  complete.  The  fusion  method  is  less  rapid  than  the 
aqua  regia  process,  and  is  liable  to  the  error  of  including  in  the  esti¬ 
mation  the  sulphur  in  impurities  (barytes,  &c.),  which  is  not  avail¬ 
able  in  practical  use.  M.  J.  S. 

Estimation  and  Occurrence  of  Sulphur  in  Coal.  By  G.  H, 

Bailey  {J.  ISoc.  Chem.  IniL,  8,  560 — 365).- — The  author  has  examined 
the  different  methods  in  use  for  determining  sulphur  in  coal.  He 
finds  that  the  magnesia  method  (Eschkn’s  process)  gives  constant 
results,  whilst  the  methods  based  on  oxidation  with  potassium 
chlorate  or  potassium  nitrate,  and  the  methods  due  to  Grace  Calvert, 
show  large  variations  between  one  determination  and  another.  Ex¬ 
periments  were  also  made  with  a  view  of  learning  what  portion  of 
the  sulphur  appeared  in  the  flue  gases,  and  what  part  remained  in 
the  ash,  and  whether  these  numbers  were  actually  such  as  are  arrived 
at  by  an  examination  of  the  coal  according  to  the  method  suggested 
by  Calvert.  The  results  show  that  the  sulphur  existing  in  coal  in 
the  form  of  sulphates  remains  in  the  ash,  and  does  not  take  part 
in  the  production  of  sulphurous  anhydride  in  the  flues.  A  large 
qnantity  of  sulphur  is  also  retained  by  the  flue  dust,  and  in  samples 
examined  by  the  author  as  much  as  15  to  20  per  cent,  of  sulphur  has 
been  found.  B.  B. 

Estimation  of  Sulphuric  Anhydride  in  Fuming  Sulphuric 
Acid.  By  B.  SeTi.ik  {Chem.  Zuit.,  13,  1670). — The  following  method 
is  based  on  the  fact  that  sulphuric  acid  only  fumes  so  long  as  sul¬ 
pha  ric  anhydride  is  present.  AVater  is  run  drop  by  drop  from  a 
graduated  burette  into  100  grams  of  the  fuming  sulphuric  acid  con¬ 
tained  in  a  flask  and  well  cooled.  The  operation  is  complete  when  a 
drop  falling  in  the  middle  of  the  acid  dissolves  quietly  without 
fumes;  1  c.c.  of  water  corresponds  with  4'444  per  cent,  of  sulphuric 
anhydride.  Acids  containing  above  35  per  cent,  of  sulphuric  anhy¬ 
dride  should  be  diluted  to  30 — 35  per  cent,  with  monohydrated  sul¬ 
phuric  acid  of  undoubted  strength  before  titrating  with  water. 

D.  A.  L. 

Volumetric  Estimation  of  Combined  Sulphuric  Acid.  By 

L.  AV.  Andrews  (Amur.  Chem.  J.,  11.  567 — 571).- — The  solution  of 
the  sulphate  is  diluted  until  it  contains  not  more  than  2  per  cent, 
of  sulphuric  anhydride,  and  is-then  heated  to  boiling.  Excess  of  a  solu¬ 
tion  of  pure  barium  chromate  in  hydrochloric  acid  is  gradually  added, 
and  the  boiling  continued  for  a  few  minutes.  Pure  calcium  carbonate 
now  added  to  the  hot  liquid  until  no  more  carbonic  anhydride  is 
evolved,  and  the  boiling  again  continued  for  a  few  minutes.  The 
precipitate  is  filtered  and  washed  until  the  wash-water  is  colourless, 
potassium  iodide  and  hydrochloric  acid  are  added  to  the  filtrate,  and 
the  iodine  liberated  is  titrated  with  a  decinormal  solution  of  sodium 
thiosulphate,  1  c.c.  of  which  is  equivalent  to  0  002662  gram  SOs. 
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Tn  the  presence  °f  ferric,  nickel,  or  zinc  salts,  ammonia  must  be 
used  instead  of  calcium  carbonate  to  neutralise  the  acid  liquid.  The 
precipitate  is,  however,  much  more  dillicnlt  to  wash  in  this  case,  and 
a  very  thick  filter  must  be  used.  The  method  is  not  available  in  the 
S  presence  of  phosphoric  acid  or  of  reducing  agents.  Test  experiments 
are  given,  in  which  the  error  varies  from  OT  to  0'4  per  cent.  It  is 
proposed  to  use  this  method  for  the  indirect  determination  of  sodium 
and  potassium  by  weighing  them  as  sulphates  and  estimating  the 
sulphuric  anhydride  as  described  above.  C.  F.  B. 

Kjeldahl’s  Method  of  Estimating  Nitrogen.  By  B.  Xiebling 
(Chem.  Zeit.,  13,  1670 — 1671). — The  author  takes  exception  to  the 
introduction  of  unnecessary  complications  in  the  distilling  apparatus 
required  for  the  Kjeldahl  method.  He  points  out  that  with  a  bulb 
in  the  distillation  tube,  into  which  perhaps  the  continuation  of  the 
tube  may  protrude,  no  soda  passes  over  when  the  operation  is  con¬ 
ducted  properly ;  moreover,  with  a  tube  sufficiently  long  to 
1  metre),  even  cooling  may  be  dispensed  with,  the  ammonia  being 
completely  absorbed  if  the  tube  only  dips  into  the  acid  ;  such  apparatus 
is  readily  rinsed  and  cleaned.  To  prevent  bumping,  zinc-dust  is  added 
to  the  alkaline  liquid  before  distilling.  The  boiling  should  pro¬ 
ceed  slowly  at  the  commencement.  When  measuring  the  acid  with 
a  pipette,  the  last  drops  are  most  uniformly  removed,  not  by  blow¬ 
ing,  but  by  touching  the  side  of  the  flask  neck.  D.  A.  L. 

Estimation  of  Nitric  Acid  by  Diphenylamine.  By  J.  A. 

Muller  (Bull.  Sac.  Chirn.  [3],  2,  670 — 672). — 5  c.c.  of  a  solution  of 
diphenylamine  (0‘2  gram)  in  concentrated  sulphuric  acid  (1  litre)  is 
shaken  with  1  c.c.  of  the  clear  liquid  to  be  estimated,  and  the  amount 
of  nitric  acid  present  is  determined  by  a  comparison  of  the  blue 
tint  produced  with  that  yielded  by  solutions  of  potassium  nitrate, 
corresponding  to  0‘5 — 5  milligrams  of  nitric  anhydride  per  litre. 
The  solutions  to  be  estimated  must  not  contain  more  than 
O'Ol  gram  of  nitric  anhydride  per  litre,  or  the  colour  produced  is 
too  deep  for  comparison. 

The  tint  is  not  affected  by  dilute  hydrochloric  acid,  but  is  altered 
by  hydrobromic  and  hydriodic  acids.  T.  Gr.  X. 

Detection  of  Traces  of  Nitrous  Acid.  By  G.  Lunge  (Zeit. 
any.  Chem.,  1889,  666 — 667). —  llosvay  has  improved  Grriess*  test  by 
using  acetic  acid  instead  of  a  mineral  acid.  The  colour  is  more 
intense  and  more  rapidly  developed.  He  dissolves  (L)  0*5  gram  of 
sulphanilic  acid  in  150  c.c.  of  dilute  acetic  acid,  (2)  boils  OT  gram  of 
a-naphthylamine  with  20  c.c.  of  water,  pours  off  the  colourless  solu¬ 
tion,  and  mixes  it  with  150  grams  of  dilute  acetic  acid.  The  author 
prefers  to  mix  these  two  solutions,  thus  gaining  the  advantage  of 
having  only  a  single  reagent  instead  of  two,  and  one  which  indicates 
by  its  colour  whether  it  has  become  contaminated  by  nitrons  acid 
derived  from  the  air.  The  mixture  is  not  affected  by  light,  but 
should  be  protected  from  the  air.  Should  it,  however,  become 
coloured  by  absorption  of  nitrous  acid,  it  may  be  shaken  with  zinc- 
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dust  and  filtered  :  tlie  colourless  filtrate  is  as  serviceable  as  the  original 
reagent.  It  will  detect  1  part  of  nitrous  acid  in  1,000,000,000  parts 
of  water.  M.  J.  S. 

Gotz’s  Method  of  Estimating  Phosphorus  in  Iron.  By  K. 

Bormann  ( Zeit .  any.  Chem.,  1880,  638 — 639  ;  see  Abstr.,  1887,  865).— 
The  author  has  improved  the  method,  so  that  it  is  applicable  to  samples 
rich  in  carbon.  1'2  grams  of  steel  is  dissolved  in  25  c.c.  of  nitric  acid  ; 
the  solution  is  concentrated  as  much  as  possible  and  treated  with  8  to 
16  drops  of  potassium  permanganate  solution  containing  12  grams  in 
a  litre.  The  precipitated  manganic  peroxide  is  dissolved  by  a  little 
hydrochloric  acid,  and  the  solution  is  again  concentrated  as  much  as 
possible.  While  hot  it  is  mixed  with  10  c.c.  of  a  25  per  cent,  solution 
of  ammonium  nitrate,  and  then  25  c.c.  of  Finkener’s  ammonium 
molybdate  solution,  and  the  whole  is  rinsed  with  ammonium  nitrate 
solution  into  a  pear-shaped  vessel  of  60 — 70  c.c.  capacity,  having  at  its 
smaller  end  a  tubular  prolongation  of  40  mm.  length,  0'2  c.c.  capacity, 
and  marked  with  40  graduations.  A  number  of  these  vessels  are 
then  rotated,  at  the  same  time,  in  a  Braun’s  centrifugal  machine  for 
two  minutes,  whereupon  the  precipitate  collects  in  the  narrow  tube, 
and  its  volume  can  be  read  oil.  Up  to  0'25  per  cent.,  silicon  has  no 
disturbing  influence,  but  above  that  percentage  gelatinous  silica 
separates.  A  single  estimation  occupies  half-an-hour,  but  60  to  80 
can  be  completed  in  four  or  five  hours,  and  the  results  agree  with 
gravimetric  methods  within  +  0'005  per  cent.  M.  J.  S. 

The  “  Citrate  Method  ”  of  Phosphoric  Acid  Estimation. 

By  O.  REiiiiAJK.  (Zeit.  any.  Chem.,  1889,  702 — 709). — The  author 
gives  a  copious  review  of  the  investigations  and  proposals  that  have 
been  made  in  connection  with  this  process,  and  then  submits  the 
following  view  of  the  nature  of  the  reactions  which  take  place: — The 
solution  in  ammonium  citrate  of  the  insoluble  orthophosphates  of  the 
formula  M"HP04  or  M"3P04(M"3  —  M'"2)  results  from  the  formation 
of  soluble  double  salts  of  the  constitutiou  M,N’^4P04,(NH4)3C6H507. 
When,  however,  M''  is  magnesimn,  this  double  salt  readily,  but  never 
quite  completely,  decomposes,  with  separation  of  MgNH4PG4,  especi¬ 
ally  in  presence  of  an  excess  of  a  magnesium  salt.  Now,  on  adding 
magnesia  mixture  to  an  ammoniacal  solution  containing  phosphate 
and  citrate,  a  small  amount  of  this  double  salt  is  produced,  together 
with  magnesium  ammonium  phosphate  and  magnesium  ammonium 
citrate,  and,  since  the  latter  is  incapable  of  decomposing  the  double 
salt,  a  portion  of  the  phosphoric  acid  escapes  precipitation.  If,  now, 
the  original  solution  contains  the  double  citrate  of  an  earthy  or 
alkaline  earthy  metal,  the  principal  reaction  consists  in  the  conversion 
of  this  by  magnesium  ammonium  citrate  into  the  magnesium  double 
salt,  which  is  then,  by  a  further  quantity  of  magnesium  chloride, 
decomposed  as  before,  but  when  the  excess  of  magnesium  chloride  is 
laigc,  a  small  part  of  the  original  salt,  M"NH4P04,  is  precipitated, 
whilst  if  the  excess  of  magnesium  chloride  is  small,  part  of  the  mag¬ 
nesium  double  salt  escapes  decomposition.  ^Moreover,  if  the  amount  of 
ammonium  citrate  is  insufficient,  the  double  earthy  phospho-citrate 
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may  be  incompletely  converted  into  iMgXHJPOJ,(NH4)3CoHj07>  with 
the  result  that  the  precipitation  will  be  slow  and  incomplete.  Since 
the  error  caused  by  tlie  imperfect  decomposition  of  the  magnesium 
ammonium  phospho-citrate  is  fairly  constant,  its  percentage  amount 
may  be  reduced  by  taking  a  large  quantity  of  substance;  the  quantity 
of  ammonium  citrate  used  must  not  be  too  small,  but  as  the  citrate  is 
increased  the  quantity  of  magnesia  mixture  must  be  augmented  also. 
The  error  caused  by  precipitation  of  M"NH4P04  will  be  examined  in 
a  later  communication.  M.  J.  IS. 

Estimation  of  Water  and  Carbonic  Acid  in  Salts.  By  T. 

M.  Chatakl)  (jlmer.  J.  Sci.  [3],  37,  4GS — 471). — The  author  gives  a 
drawing  of  an  apparatus  that  has  been  used  for  the  analysis  of 
natural  and  artificial  alkaline  carbonates  with  very  satisfactory 
results.  About  1  gram  of  the  salt  is  placed  in  a  platinum  boat,  and 
inserted  in  a  combustion-tube  with  a  hot  asbestos  plug  pushed  in 
close  behind  the  boat.  The  tube  is  connected  with  a  (J-tube  ctm' 
taining  glass  beads  moistened  with  sulphuric  acid,  and  is  gradually 
heated.  A  water- bath  is  now  placed  so  that  one  limb  of  the  (J-tubc, 
attached  to  the  combustion-tube,  tits  into  a  curved  recess  in  the  side 
of  the  bath.  A  small  spirit-lamp  keeps  the  bath  hot,  so  that  the 
water  driven  out  of  the  salt  may  not  condense  in  the  upper  part 
of  the  limb.  After  highly  heating  the  tube  for  half-an-honr,  the 
water-bath  is  removed,  and  the  apparatus  allowed  to  cool.  Through¬ 
out  the  process  a  current  of  perfectly  dried  air  is  passed  through. 
As  soon  as  the  tube  is  cool,  the  ’s  disconnected,  and  the  bunt, 

with  its  contents,  removed,  and  placed  in  a  weighed,  well-stoppered 
glass  tube.  The  increase  of  weight  of  the  U‘fu^e  gives  the  amount 
of  water  in  tlie  sample,  whilst  the  weight  of  the  small  tube  subtracted 
from  the  sum  of  the  weights  of  the  tube,  the  boat,  and  the  salt,  shows 
a  loss,  winch  is  water  plus  the  carbonic  anhydride  originally  existing 
as  hydrogeu  alkali  carbonate  in  the  salt.  It  is  found  impracticable 
to  collect  and  weigh  the  carbonic  an  hydride  without  sacrificing  the 
water  determination.  The  method  is  more  rapid  and  quite  as 
accurate  as  the  distillation  process.  B.  FL.  B. 

Volumetric  Estimation  of  Carbonates.  By  J.  A.  Muller 
(Bull.  buc.  Chim .  [3],  2,  483 — 4S5). — The  coefficient  of  absorption 
per  c.c.  for  carbonic  anhydride  in  hydrochloric  acid  (containing 
32  per  cent,  of  hydrogen  chloride)  is  O’OOIS  gram  per  c.c.,  and  in 
presence  of  quantities  of  calcium  chloride,  varying  from  0  03 — 0‘07 
gram  per  c.c.  is  0'0014  gram  per  c.c.  T.  G.  N. 

Estimation  of  Calcium  in  presence  of  Phosphoric  Acid,  Iron, 
Aluminium,  and  Manganese.  By  O.  Reitajair  (Zeit.any.  Ghem.,  1S&9, 
357 — 302). — For  the  rapid  estimation  of  calcium  in  such  substances 
as  basic  slag,  Immendorf  precipitates  it  with  ammonium  oxalate  in  a 
solution  feebly  acidified  with  hydrochloric  acid.  The  precipitate  is 
free  from  phosphoric  acid.  It,  however,  contains  small  quantities  of 
the  other  metals  (as  oxalates)  and  of  silica,  so  that,  whether  the 
estimation  is  completed  gravimetrieally  or  by  titration  with  perman- 
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ganate,  the  results  care  too  high.  The  impurities  can,  for  the  most 
part,  be  removed  by  igniting  the  precipitate,  dissolving  in  hydro¬ 
chloric  acid,  oxidising  with  bromine,  and  precipitating  with  ammonia 
and  ammonium  sulphide.  An  abridged  method  consists  in  dissolving 
the  impure  calcium  oxalate  in  hydrochloric  acid  without  previous 
ignition,  and  reprecipitating  by  addition  of  ammonium  oxalate  and 
acetic  acid,  but  the  result  is  less  exact.  Still  better  is  it  to  make  1 
both  precipitations  by  Classen’s  method  (Abstr.,  1879,  969)  with  an  ! 
intermediate  ignition  of  the  precipitate.  The  method  is  rapid,  since 
filtration  can  be  commenced  a  few  minutes  after  precipitation,  and 
the  precipitates  obtained  are  purer  than  by  the  other  processes.  The 
first  is  apt  to  contain  somewhat  considerable  proportions  of  man¬ 
ganese,  besides  traces  of  other  metals;  the  second  is  pure  calcium 
oxalate.  M.  J.  S. 

Estimation  of  Zinc  in  Calamine.  By  W.  Minor  (Chem.  Zeit., 

13,  1670). — Ordinary  calamine  contains,  besides  zinc  carbonate,  vary¬ 
ing  amounts  of  ziuc  silicate  and  sulphide  (blende).  The  total  zinc  is 
readily  estimated  in  the  usnal  manner;  whilst  the  proportion  of 
blende  may  be  determined  by  boiling  the  calamine  carefully  with 
dilute  sodium  hydroxide,  which  dissolves  the  zinc  carbonate  and 
silicate,  leaving  the  sulphide.  The  quantity  of  blende  and  zinc 
silicate  together  may  be  determined  by  boiling  with  50  per  cent, 
acetic  acid,  which  removes  the  zinc  carbonate.  In  this  way  the  pro¬ 
portion  of  all  three  is  ascertained. 

Boiling  with  ammonia  is  of  no  use,  as  some,  but  never  the  whole  of 
the  zinc  silicate,  dissolves  as  well  as  the  zinc  carbonate.  D.  A.  L. 

Separation  of  Zinc  from  Nickel.  By  H.  Ar/r  and  J.  Schulze 
( Ber .,  22,  3259 — 3262). — When  hydrogen  sulphide  is  passed  into  an 
aqueous  solution  of  zinc  sulphate  and  nickel  nitrate,  strongly  acidified 
with  succinic  acid,  the  zinc  is  precipitated  completely,  whilst  the 
whole  of  the  nickel  remains  in  solution  ;  the  solution  may  be  hot  or 
cold,  and  an  excess  of  hydrogen  sulphide  has  no  effect  on  the  results, 
but  the  precipitation  must  take  place  in  absence  of  salts,  otherwise 
nickel  sulphide  is  precipitated.  Quantitative  experiments  gave  very 
accurate  results. 

The  quantitative  analysis  of  an  alloy  such  as  German  silver, 
is  best  carried  out  as  follows  :  The  alloy  (1'5  to  2  grams)  is  dis¬ 
solved  in  nitric  oxide,  the  solution  freed  from  acid  by  evaporating, 
the  stannic  oxide  separated  by  filtration,  and  the  copper  precipitated 
with  hydrogen  sulphide.  The  filtrate  is  evaporated  to  a  small  bulk 
to  free  it  from  hydrogen  sulphide,  almost  neutralised  with  potash, 
heated  to  boiling,  and  treated  with  a  10  per  cent,  solution  of  sodium 
acetate  (10  to  20  drops)  ;  the  employment  of  a  larger  quantity  of 
sodium  acetate  is  unnecessary  and  disadvantageous.  The  basic  ferric 
acetate  is  separated  by  filtration,  the  acetic  acid  expelled  by  boiling 
with  a  mineral  acid,  and  the  boiling  solution  treated  with  sodium 
carbonate.  The  precipitated  zinc  and  nickel  carbonates  are  washed, 
dissolved  in  succinic  acid,  the  solution  filtered  to  free  it  from  threads 
of  paper,  and  diluted  to  a  known  volume  (500  c.c.).  A  portion 
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(100  c.c.)  of  this  solution  is  mixed  with  succinic  acid  (5  grams), 
diluted  with  a  little  water,  heated  almost  to  boiling,  and  hydrogen 
sulphide  passed  in  excess.  The  solution  is  kept  for  24  hours  to  allow 
the  precipitate  to  settle,  then  filtered,  and  the  zinc  sulphide  washed 
in  the  tisnal  way  and  weighed  (as  sulphide).  The  liltrate  from  the 
zinc  sulphide  is  acidified  with  hydrochloric  acid,  evaporated  to  expel 
the  hydrogen  sulphide,  heated  to  boiling,  and  the  nickel  precipitated 
with  potash.  Even  in  presence  of  a  large  quantity  of  succinic  acid, 
the  precipitation  of  the  nickel  is  complete. 

An  analysis  of  German  silver,  carried  out  as  described  above,  gave 
the  following  results  (in  percentages)  : — Sn  =  0  08,  Fe  =  T08, 
Cu  =  03*25,  Zn  =  20*20,  and  Xi  =  15*34,  total  99*05  per  ceut. 

F.  S.  K. 

Application  of  Hydrogen  Peroxide  in  Analysis.  By  C.  ITiece 
(Chew.  Zeit.,  13,  1303). — The  author  suggests  the  following  expedient 
to  avoid  the  inconvenience  experienced  by  the  separation  of  sulphur 
from  the  aqueous  solution  obtained  by  extracting  the  cold  mass,  after 
the  fusion  with  sulphur  and  anhydrous  sodium  carbonate,  in  the 
analysis  of  alloys  containing  tin,  antimony,  copper,  lead,  bismuth,  &c. 
The  solution  containing  the  tin  and  antimony  is  mixed  with  sodium 
hydroxide,  heated  to  boiling,  treated  with  hydrogen  pei oxide  until 
colourless,  avoiding  excess,  and  a  little  hydrogen  sulphide  is  then 
passed  through  the  solution,  or  some  sodium  sulphide  added  to  convert 
any  heavy  sulphates  into  sulphides.  On  acidifying  this  solution,  tin  and 
antimony  sulphides  are  precipitated  in  a  good  condition  to  he  readily 
washed  or  otherwise  treated. 

The  hydrogen  peroxide  must  be  pure;  the  author  has  found  magne¬ 
sium  chloride  in  many  commercial  samples.  D.  A.  L. 

Precipitation  of  Manganese  as  Peroxide.  By  ET.  Alt  (Chew. 
Zeit..  13,  1339).— When  estimating  manganese  by  precipitation  with 
bromine,  it  is  recommended  to  expel  the  air  from  the  moderately  acid 
solution,  by  boiling;  to  add  ammonium  chloride  and  ammonia,  and 
then  aspirate  through  it  air  previous!}*  passed  through  bromine- 
water;  by  this  means  the  manganic  hydroxide  is  precipitated  without 
attaching  itself  to  the  sides  of  the  containing  vessel,  and  can  be  easily 
and  perfectly  transferred  to  a  filter.  D.  A.  L. 

Estimation  of  Iron  in  Water.  By  J.  C.  Bell  (J.  Soc.  Chem. 
Inti,  8,  175).— 70  c.c.  of  the  water  is  evaporated  to  dryness  in  a 
platinum  dish  and  the  residue  ignited  gently.  1  c.c.  of  pure  nitric 
acid  is  added,  and  the  mass  heated  on  a  water-bath.  The  residue  is 
again  moistened  with  1  c.c.  of  a  10  per  ceut.  solution  of  hydrochloric 
acid,  after  which  5  or  10  c.c.  of  water  is  added,  and  the  whole  warmed 
on  a  water  bath.  The  solution  is  then  filtered,  and  made  up  to  50  c.c. 
in  a  50  c.c.  Xessler  tube.  The  contents  are  transferred  to  another 
tube  containing  1  c.c.  of  freshly  prepared  ferroeyanide  solution,  and 
treated  with  1  c.c.  of  dilute  nitric  acid.  This  is  then  compared  with 
a  tube  containing  a  known  quantity  of  iron  (see  Abstr.,  1875,  285). 

U.  B. 
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Estimation  of  Ferric  Oxide  and  Alumina  in  Phosphatie 
Manures.  By  E.  Glaser  {Zeit.  any.  Chem.,  1SS9,  636— 638).— In 
the  so-called  “conventional  method,”  in  which  the  iron  and  alumina 
are  separated  from  the  calcium  as  phosphates  by  acetic  acid,  the 
results  vary  much  according  to  the  quantity  of  acetic  acid  used.  The 
author  has  therefore  sought  to  separate  the  calcium  first,  in  order  that 
the  iron  and  aluminium  phosphates  may  be  thrown  down  by  ammonia. 
The  phosphate  is  dissolved  in  the  usual  way;  100  c.e.  of  the  solution 
corresponding  with  1  gram  of  the  substance  is  placed  in  a  y-litre 
flask,  and  mixed  with  23  c.c.  of  concentrated  sulphuric  acid.  After 
five  minutes,  alcohol  is  added  and  the  mixture  cooled,  then  made  up 
to  the  mark  and  mixed.  After  half  an  hour  it  is  filtered  ;  100  c.c.  is 
evaporated  in  a  platinum  ba-dn,  and  when  free  from  alcohol  is  pre¬ 
cipitated  hot  with  ammonia,  the  excess  of  which  is  boiled  off.  After 
cooling,  the  precipitate  is  filtered  off,  washed  with  warm  water,  and 
ignited.  Its  weight,  divided  by  2,  gives  the  joint  amount  of  the 
bases.  Numerous  test  analyses  show  the  accuracy  of  the  method,  as 
well  as  the  low  results  yielded  by  the  “  conventional  method.” 

M.  J.  S. 

Precipitation  of  Alumina  and  Ferric  Oxide  by  Ammonia. 

By  G.  Lunge  {Zeit.  any.  Chem.,  1889,  634 — 635). — If  the  older  practice 
is  followed  of  boiling-  off  all  the  excess  of  ammonia,  the  precipitate 
will  contain  much  basic  sulphate,  which  will  require  prolonged  igni¬ 
tion  with  the  blowpipe  to  reduce  it  to  oxide.  In  the  author’s  improved 
method  for  estimating  the  sulphur  in  pyrites  (p.  413)  the  precipitation 
of  basic  sulphates  is  avoided,  but  it  remained  to  be  seen  whether  the 
determination  of  the  alumina  was  in  any  way  affected  by  the  free 
ammonia,  and  more  especially  whether  accurate  results  would  be 
obtained  without  the  intense  ignition.  Four  quantities  of  aluminium 
sulphate  were  acidified  with  hydrochloric  acid,  and  then  mixed  with  a 
moderate  excess  of  ammonia.  Three  of  them  were  filtered  without 
boiling;  of  these,  two  were  ignited  with  the  blow-pipe,  and  the  third 
with  a  Muencke  burner  only.  The  fourth  was  boiled  until  almost  all 
the  ammonia  was  expelled,  and  the  precipitate  was  ignited  first  with 
the  Muencke  burner  and  then  with  the  blowpipe.  The  ultimate 
results  of  all  four  agreed  closely,  but  the  fourth  only  after  intense 
ignition.  This  shows  that  (in  presence  of  ammonium  chloride)  the 
excess  of  ammonia  need  not  be  boiled  out,  and  that  the  precipitate 
then  requires  only  moderate  ignition  (compare  Meineke,  Abstr.,  1889, 
441).  M.  J.  S. 

Estimating  Tungsten  in  Metallic  Tungsten.  By  A.  Ziegler 
{Chem.  Zeit.,  13,  1060). — In  order  to  expedite  the  roasting  for 
Preusser’s  method,  the  pulverised  metal  is  mixed  with  dry  ammonium 
nitrate  ;  the  roasting  may  then  be  conducted  in  a  platinum  crucible 
-without  fear  of  forming  a  platinum-tunsten  alloy,  inasmuch  as  the 
particles  of  tungsten  become  coated  with  oxide  during  the  volatilisa¬ 
tion  of  the  ammonium  nitrate.  JD.  A.  L. 

Analysis  of  Wolframite  and  Scheelite.  By  B,  Setlik  {Chem. 
Zeit.,  13,  1474).  The  wolframite  or  scheelite  is  finely  pulverised  and 
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dried  fit  110°;  3  to  5  grams  arc  fused  in  a  platinum  crucible  for  about 
2  hours  with  three  or  four  times  as  much  sodium  carbonate.  The 
mass  is  boiled  with  wafer,  filtered,  and  washed.  The  iron  and  man¬ 
ganese  mar  be  estimated  in  the  residue.  For  the  estimation  of  the 
silica,  tin, and  tungsten,  the  solution  is  poured  into  excess  of  hydro¬ 
chloric  acid,  boiled  for  half  an  hour,  and  the  precipitate  washed, 
dried,  ignited,  and  weighed.  The  silica  is  then  driven  off  by  means 
of  hydrofluoric  acid,  and  the  residue  after  weighing  is  fused  with 
potassium  cyanide  until  reaction  ceases,  extracted  with  water,  and  the 
metallic  tin  dissolved  in  iron  sulphate  and  titrated  with  permanganate. 
The  quantity  of  tungsten  is  then  readily  calculated.  The  amount  of 
tungstic  acid  in  wolframite  varies  from  60 — 80  per  cent.,  and  of 
manganese  from  10  to  20  per  cent.  D.  A.  L. 

Electrolytic  Estimation  of  Antimony.  By  A.  Leceexier 
(Them.  Zeit,,  13,  1219). — Classen’s  method  is  efficient  in  the  absence 
of  polysnlphides,  but  the  removal  of  excess  of  sulphur  entails  much 
loss  of  time.  The  following  modification  is  recommended  : — The 
antimonons  or  antimonic  solution  is  treated  with  excess  of  sodium 
sulphide,  then  with  a  20  per  cent,  solution  of  sodium  sulphite,  and  is 
carefully  heated  until  colourless.  When  this  solution  is  submitted  to 
electrolysis,  the  antimony  is  precipitated  in  a  few  hours,  and  is  free 
from  sulphur.  A  current  liberating  2*5  c.c.  of  water-gas  per  minute 
is  the  best,  although  a  stronger  current  may  be  used.  Some  sulphur 
is  deposited  on  the  positive  pole.  D.  A.  L. 

Separation  of  Bismuth  from  Lead.  By  G.  Lemme  ( Ghem . 
Ccntr.,  1889,  ii,  939 — 940). — The  author  recommends  Hertzog’s 
method  (Chew.  Centr 1S87,  1241);  sufficient  water  must,  however, 
be  added  to  completely  decompose  the  bismuth  chloride,  as  also  a 
sufficiency  for  the  complete  solution  of  the  plumbic  chloride  ;  whilst, 
on  the  other  hand,  a  sufficient  amount  of  acid  must  be  employed 
in  order  to  prevent  the  precipitation  of  the  oxychloride. 

For  the  quantitative  determination  of  lead  in  solution,  the  author 
has  successfully  employed  the  alkalimetric  method,  phenolphthalein 
being  used  as  indicator.  To  the  neutral  solution  of  lead  nitrate 
sufficient  cold  saturated  solution  of  Rochelle  salt  is  added  to  re¬ 
dissolve  the  precipitate  at  first  formed;  the  solution  is  then  coloured 
with  phenolphthalein,  and  titrated  with  decinormal  alkali  until  a 
deep-red  coloration  is  produced.  Finally  decinormal  nitric  acid  is 
added  until  decolorisation  is  produced.  J.  W.  L. 

Clarke’s  Soap  Test.  By  F.  L.  Teed  (J.  Soc.  Ghem.  Ind.,  8,  256). 
— The  author  finds  that  an  equivalent  of  lime  requires  1^  equivalents 
of  soap,  or  CaS04  requires  2§XaCi8H3302  ;  whilst  an  equivalent 
of  magnesia  requires  14  equivalents  of  soap,  or  MgS04  requires 
3NaC18H3302.  '  D.  B. 

Detection  of  Ceresin,  Ozokerit,  and  Paraffin  in  Beeswax. 

By  H.  Hager  {Ghem.  Centr.,  1889,  ii.  815 — 816;  from  Fharm. 


422 


ABSTRACTS  OF  CHEMICAL  PAPERS. 


Central)/.,  30,  5G5 — 5GG). — The  specific  gravity  is  determined  by 
dropping  the  dried  melted  wax  on  to  well  sized  paper,  and  submitting 
this  to  the  swimming  test  described  by  the  author  ( Analyst ,  4,  20G). 
The  density  of  pure  wax  he  finds  to  vary  between  0950  and  0'9G4. 

The  test  he  recommends  for  paraffins  is  as  follows  :  1 — 2  grams  of 
wax,  finely  cut  up  and  dried  by  exposure  to  the  air,  is  heated  Ity  a 
small  flame  until  vapours  commence  to  be  evolved.  A  wide-mouthed 
vessel  of  one-half  to  two-thirds  litre  capacity  is  inverted  over  it,  and 
the  vapours  allowed  to  condense.  The  first  vapours  collected  are 
principally  paraffin.  The  condensed  substance  is  dissolved  off  with 
about  3  c.c  of  chloroform,  one-half  of  which  is  distilled  off,  and  the 
residue  saponified  with  a  little  sodium  hydroxide.  On  cooling,  the 
paraffin  that  may  be  present  will  swim  on  the  surface.  If  a  drop  of 
the  chloroform  solution  of  the  vaporised  substance  is  allowed  to 
evaporate  on  a  glass  slide,  paraffin  appears  in  the  microscopical 
field  in  single  fragments,  which  appear,  when  viewed  with  a  low 
power,  as  stars.  Vapour  of  pure  beeswax  is  not  so  white  as  that  of 
paraffin,  and  the  chloroform  solution  of  the  deposit  is  dark  coloured  ; 
whilst  the  residue  of  .a  drop  deposited  on  the  glass  slide  appears  as 
a  dull  layer  without  stars.  J.  W.  L. 


Adulteration  of  French  Essence  of  Turpentine.  By  A. 

Ajgxan  ( Compt .  rend.,  109,  944 — 94G). — Essence  of  turpentine  is 
frequently  adulterated  with  about  5  per  cent,  of  resin  oil  which 
cannot  be  satisfactorily  detected  by  chemical  methods.  The  resin 
oils  arc  generally  met  with  under  three  types:  selected  rectified  white 
oil.  [aln  =  —  72°,  hest  rectified  white  oil,  [a"!D  =  —  32°,  and  rectified 
white  oil,  [<x]d  =  —  31°.  The  first  is  generally  used  for  the  adultera¬ 
tion  of  the  turpentine,  and  although  it  has  a  higher  rotatory  power 
of  the  same  sign,  the  rotatory  power  of  the  mixture  is  lower  than  the 
normal  rotatory  power  of  the  turpentine,  [«]d  =  —  Gl°  30',  which 
is  practically  constant  for  the  pure  essence  from  different  sources. 
The  rotatory  power  of  the  adulterated  turpentine  is  measured, 

,7°  30' 

and  the  formula  [«]d  ~  —  Gl°  30' — 3 — /*  enables  the  percentage 


amount  of  the  white  oil  h  to  he  calculated.  For  adulteration  with 

go  gyl 

best  rectified  white  oil,  the  expression  is  [*]u  =  —  Gl°  30'  +  —  f  h, 

9°  40' 

and  for  rectified  white  oil  [«]D  =  —  Gl°  30'  +  — f—h.  Sometimes 

o 

essence  of  turpentine  is  mixed  with  essence  of  resin,  the  first  product 
of  the  destructive  distillation  of  resin,  but  this  is  detected  by  its 
strong  disagreeable  odour.  The  percentage  proportion  e  can  be 
calculated  from  the  rotatory  power  by  means  of  the  formula 

c 

[a]o  =  —  01°  30'  -j-  -e  for  ordinary  essence  of  resin,  and 
o 

[«]D  =  —  61°  30'  +  °e  for  refined  essence  of  resin. 


C.  H.  B. 
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Analysis  of  Essential  Oils.  13 y  R.  Bk.nkdikt  and  A.  Oruss.vkr 
(Chew.  Zeit.,  13,  1087 — 1088). — The  authors  have  applied  their 
method  of  hailing  with  hydriodic  acid  in  the  apparatus  they  devised, 
and  have  ascertained  the  “methyl  number”  (the  quantity  of  methyl 
in  1  gram  of  the  oil  calculated  from  the  weight  of  silver  iodide 
obtained)  in  87  samples  of  essential  oils,  in  which  the  “acid,” 
“ether,”  “  saponification,”  and  “iodine”  numbers  had  previously 
been  determined  by  Krenicl.  The  “methyl  number”  for  absolute 
alcohol  is  320.  A  good  many  of  the  oils  containing  no  methyl 
nucleus  gave  no  “methyl  number,”  such  as  oleum  ahsinthii,  amygda- 
lar.  amar.,  tcrebinthime,  Sec.  For  the  others,  the  “  methyl  numbers  ” 
given  are  as  follows  ;  their  origin  is  also  given  in  the  original  paper  : — 


01.  anisi . 

,.  ,,  atellati  . 

,,  auranlii  jlarum . 

,,  ,,  cor  Hewn  . 

,.  berg  nmol  tie  . 

.,  bet  ul  ini . 

,,  calami . 

carti . 

,,  cnrt/ophgllorum . 

..  cas-Hic  jlorum . 

,,  foHornm . 

.,  cinnamon  i . 

citri  culicmn  . 

.,  elemi  . 

,,  fomiculi . 

,,  gaullherice  (artiicial). .  . . 

,,  lanroccrasi . 

,,  larandulie  . 

„  olibani . 

,,  'petroselini . . 


82-8 

70-8 

00 

60 

6'6  and  0 
224 
242 

6-6,  8-3,  0 
88-8,  80-9,  73-8 
6-7 
732 
2b- 7 

23  6  and  0 
121 
65-7 
80-4 

13‘8  and  0 
2-4  and  0 
91 
92-2 


The  authors  consider  that  these  numbers  will  he  useful  in  the  exami¬ 
nation  of  essential  oils,  and  that  the  method  should  take  its  place 
among  the  quantitative  reactions.  The  quantity  of  eugenol,  anethoil, 
etc.,  can  he  calculated  from  the  “  methyl  number.”  Oils  containing 
sulphur  cannot  he  examined  in  this  way  ;  and  those  containing  the 
higher  alkyls,  butyl,  amyl,  &c.,  may  be  known  by  not  giving  clear 
distillates  over  the  silver  iodide.  D.  A.  L. 


Examination  of  Oil  of  Cassia.  By  H.  Gilbert  (<7/zew.  Zeit., 
13,  1406 — 1407). — It  is  pointed  out  that  oils  of  cassia  and  cinnamon 
may  he  highly  adulterated  with  resin  oils  and  still  pass  the  tests  of 
the  German  Pharmacopoeia.  With  nitric  acid,  sp.  gr.  1‘45  at  15°,  or 
with  1‘50  acid  at  6°,  both  the  pure  and  impure  oils  give  crystals 
without  development  of  heat ;  however,  with  the  1*50  acid  at  15c  both 
react  violently,  with  development  of  heat  and  without  the  formation  of 
crystals  ;  therefore,  the  G.  P.  test,  as  neither  the  sp.  gr.  nor  the  tempe¬ 
rature  of  the  acid  is  stated,  may  lead  to  the  condemnation  of  a  pure  oil 
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and  vice  versa.  By  determining  the  “acid  number,”  the  adulteration 
can  be  detected,  as  the  following  numbers  show :  — 

Acid 

numbers. 

Genuine  oil  of  cassia  (with  6  per  cent,  non-volatile 


residue) .  . .  13 

Genuine  oil  of  cassia  after  40  hours’  aeration .  13 


Genuine  Ceylon  oil  of  cinnamon  (2  per  cent,  residue)  0 

„  M  .  i,  _  (‘4  ».  )  10 

Adulterated  oil  of  cassia  (28  per  cent,  residue)  ....  47 

,,  „  ,,  (prepared  from  pure  oil  of 

cassia  by  intermixing  20  per  cent,  of  colophony).  40 

Colophony,  sp.  gr.  1'08 .  150 

D.  A.  L. 

Gravimetric  Estimation  of  Thiocyanates:  By  H.  Alt  (Tier., 
22,  3258 — 3259). — The  following  method  can  be  employed  for  the 
estimation  of  thiocyanates ;  it  is  based  on  the  conversion  of  hydrogen 
thiocyanate  into  hydrogen  cyanide  and  hydrogen  sulphate  by  oxi¬ 
dising  agents  such  as- nitric  acid. 

The  thiocyanate  is  dissolved  in  water,  a  little  more  than  the  calcu¬ 
lated  quantity  of  crystalline  barium  chloride  added,  and  the  solution 
strongly  acidified  with  nitric  acid.  Barium  sulphate  gradually 
separates  from  the  solution,  and  the  precipitation  can  be  hastened 
considerably  by  warming  gently.  The  hydrogen  cyanide  is  then 
expelled  by  boiling,  the  solution  is  diluted  with  hot  water,  filtered, 
and  the  residual  barium  sulphate  dried  and  weighed. 

Quantitative  experiments  gave  results  agreeing  very  well  with 
those  obtained  by  Yolhard’s  method.  F.  S.  K. 

New  Reaction  of  Thiocyanic  Acid.  By  G.  Colasanti  ( Gazzdta . 
18,  397 — 399). — Solutions  of  thiocyanic  acid  or  of  potassium  or 
sodium  thiocyanate  acquire  a  permanent,  bright  emerald-green 
coloration  on  the  addition  of  one  or  two  drops  of  a  solution  of  copper 
sulphate.  The  intensity  of  the  coloration  varies  with  the  amount  of 
thiocyanic  acid  present,  which  may  be  colorimetrically  determined, 
therefore,  by  comparison  with  a  standard  solution.  Although  copper 
sulphate  is  a  less  sensitive  reagent  than  ferric  chloride,  it  is  capable  of 
imparting  a  green  coloration  to  an  aqueous  solution  containing 
ToW  part  of  potassium  or  sodium  thiocyanate. 

The  presence  of  thiocyanates  in  human  urine  maybe  well  shown  by 
preparing  it  in  the  manner  indicated  by  Gscheidlen  (Abstr.,  1877, 
205),  and  adding  one  or  two  drops  of  a  dilute  copper  sulphate  solution 
to  the  neutral  aqueous  extract.  The  intensity  of  the  coloration 
obtained  corresponds  with  a  higher  percentage  of  thiocyanic  acid 
than  that  found  by  Gscheidlen. 

Saliva  must  be  freed  from  mucus  by  precipitation  with  alcohol, 
the  filtrate  evaporated  to  dryness  on  the  water-bath,  and  the  residue 
taken  up  with  water  and  acidified  with  a  trace  of  acetic  acid  before 
the  addition  of  the  copper  sulphate.  The  green  coloration  is  not  so 
brilliant  as  that  obtained  with  urine.  S.  B.  A.  A. 
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Examination  of  Crude  Phenol  and  Cresol.  By  W.  W. 

Stave  ley  ( Chem .  Zeit.,  13,  1120 — 1127). — It  is  pointed  out  that  the 
method  of  testing  crude  phenols  and  cresols,  by  shaking  with  a 
double  volume  of  9  per  cent,  soda,  and  measuring  the  volume  of 
undissolved  liquid  either  with  or  without  the  addition  of  light 
petroleum,  is  untrustworthy,  because,  firstly,  the  quantity  of  soda  is 
insufficient  for  material  containing  more  than  GO  per  cent,  of  phenol; 
secondly,  cresol,  although  insoluble  in  petroleum  in  the  presence  of 
water,  is  soluble  when  the  petroleum  contains  10 — 20  percent,  of  coal- 
tar  oils,  moreover  the  higher  homologues  of  cresol  are  soluble  in  any 
case ;  thirdly,  the  water  in  the  crude  phenol  is  taken  up  by  the  alkali, 
and  is  reckoned  as  phenol  ;  and,  fourthly,  material  containing  even 
2  to  3  per  cent,  of  naphthalene  gives  a  perfectly  clear  solution.  The 
method  is  more  workable  if  four  volumes  of  10  per  cent,  soda  are 
used,  the  alkaline  layer  separated,  neutralised  with  dilute  acid, 
agitated  with  a  measured  volume  of  benzene,  and  the  volume  read 
off.  In  Williams’  method  for  examining  carbolic  powders  (this  vol., 
p.  300),  the  quantity  of  alkali  is  also  insufficient  for  treating  rich 
material,  whilst  in  Tidy’s  method  not  only  is  this  the  case,  but  also 
the  solubility  of  the  coal-tar  acids  in  sodium  sulphate  is  overlooked, 
and  there  is  loss  by  volatilisation  of  the  phenol.  In  Toth’s  method  the 
strong  alkali,  of  sp.  gr.  T2-50 — T300,  gives  rise  to  a  strong  solution  of 
the  cresoxides,  which  dissolve  large  quantities  of  hydrocarbons;  more¬ 
over  any  light  hydrocarbons  present  could  hold  the  free  phenols  in 
suspension,  and  so  prevent  their  solution  in  the  alkali.  Bor  estimating 
water  in  crude  phenols,  agitation  of  50  c.c.  with  30  to  50  c.c.  of 
benzene  and  30  c.c.  of  50  per  cent,  sulphuric  acid  is  recommended  ; 
the  sulphuric  acid  is  better  than  calcium  chloride,  which  in  its  turn 
is  better  than  sodium  chloride.  D.  A.  L. 

Estimation  of  Glycerol  in  Soap  Lyes  and  Crude  Glycerol. 

By  0.  Hehner  (J.  Soc.  Chem.  Ind.,  8,  4 — 9). — The  author  has  inves¬ 
tigated  the  chief  methods  in  use  for  the  estimation  of  glycerol  in 
order  to  test  their  accuracy.  He  finds  that  the  method  based  on  the 
extraction  of  glycerol  from  the  concentrated  liquors  by  means  of 
alcohol  and  ether  is  useless,  unless  the  final  evaporation  is  conducted 
in  a  vacuum,  owing  to  the  loss  of  glycerol  by  volatilisation.  The 
lead  oxide  process  gives  good  results  with  glycerols  of  fair  purity, 
but  in  samples  containing  notable  quantities  of  free  alkali,  sulphates, 
or  resinous  substances,  the  method  gives  untrustworthy  results.  The 
dichromate  method  is  rapid,  accurate,  and  presents  no  difficulty. 
With  pure  glycerol  the  oxidation  is  absolutely  quantitative.  Crude 
glycerols  are  treated  as  follows  : — For  the  removal  of  chlorine  and  of 
aldehydic  compounds,  some  silver  oxide  is  added  to  a  weighed  quan¬ 
tity  of  the  sample  (about  1'5  grams),  which  is  placed  in  a  1U0  c.c. 
flask.  After  slight  dilution,  the  sample  is  allowed  to  remain  with  the 
silver  oxide  for  about  10  minutes.  Basic  lead  acetate  is  then 
added  in  slight  excess,  the  bulk  of  the  mixture  made  up  to  100  c.c  , 
and  a  portion  filtered  through  a  dry  filter.  25  c.c.  is  placed  in  a 
beaker,  and  treated  with  40 — 50  c.c.  of  standard  dichromate  solution, 
and  about  15  c.c.  of  strong  sulphuric  acid  ;  the  beaker  is  then  covered 
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-with  a  watch-glass,  and  heated  for  two  hours  in  boiling  water.  After 
this,  the  excess  of  dichromate  is  titrated  back  with  ferrous  ammonium 
sulphate. 

The  acetin  method  (Abstr.,  1888, 1845)  is  rapid  and  simple,  and  gives 
concordant  results  when  the  following  precautions  are  observed  : — 
The  heating  at  the  various  stages  should  be  carried  on  in  a  reflux  appa 
ratus,  and  the  sodium  acetate  should  be  cautiously  heated  before  use. 
After  acetylation  is  complete,  the  operations  should  be  conducted  as 
rapidly  as  possible,  owing  to  the  fact  that  triacetin  is  gradually 
decomposed  when  in  contact  with  water.  The  free  acetic  acid  must 
be  neutralised  as  cautiously  as  possible,  and  with  rapid  agitation  of 
the  diluted  solution,  so  that  the  alkali  may  not  be  locally  in  excess 
more  than  is  unavoidable,  on  account  of  its  action  on  the  tri¬ 
acetin.  To  ensure  the  greatest  amount  of  accuracy,  the  author  advises 
taking  the  mean  of  the  results  obtained  by  the  dichromate  and 
triacetin  methods.  D.  B. 

Estimation  of  Glycerol  in  Wine  and  Beer.  By  H.  v.  Toerring 
( Zeit .  ang.  Chevi 1889,  862 — 865). — The  chief  improvement  intro¬ 
duced  into  the  process  is  the  purification  of  the  glycerol  by  distilla¬ 
tion  under  reduced  pressure.  The  beer  (50  c.c.)  or  wine  (15  c.c.)  is 
concentrated  on  the  water-bath  to  10  c.c.,  and  then  mixed  with 
15  grams  of  plaster  of  Paris.  The  resulting  dry  mass  is  powdered 
and  extracted  in  a  syphon  extraction  apparatus  with  absolute  alcohol 
for  six  hours.  The  alcoholic  extract,  or  the  original  wine,  if  it  con¬ 
tained  less  than  5  per  cent,  of  extractive  matter,  is  mixed  with  a 
little  water,  and  then  evaporated  until  every  trace  of  alcohol  is 
expelled.  The  residue  is  introduced  into  a  small  retort  (100  c.c.), 
enclosed  in  a  sheet-iron  air-bath,  and  connected  with  a  Liebig’s  con¬ 
denser,  a  flask  to  receive  the  distillate,  and  a  pump.  The  water  is 
first  distilled  over  by  heating  the  bath  to  150 — 170°  without  working 
the  pump.  Tile  apparatus  is  then  exhausted  to  the  tension  of  aqueous 
vapour,  and  the  bath  raised  to  190 — 210°,  when  the  glycerol  distils 
over  completely  within  an  hour.  After  cooling,  a  little  water  is 
introduced  into  the  retort  and  distilled  over,  to  rinse  out  the  last 
traces  of  glvcerol.  The  distillate  is  best  treated  by  the  method  of 
Diez.  The  aqueous  solution,  which  should  contain  0'5  to  1  per  cent, 
of  glycerol,  is  mixed  with  5  c.c.  of  benzoic  chloride  and  35  c.c.  of 
10  per  cent,  soda  solution,  and  is  vigorously  shaken  for  some  time, 
with  frequent  cooling.  When  the  precipitated  glyceryl  benzoate  has 
hardened,  it  is  crushed  beneath  the  liquid,  and  collected  on  a  tared 
filter,  washed  with  water,  dried  at  100°,  and  weighed  ;  1  part  of 
glycerol  gives  3'85  parts  of  benzoate.  M.  J.  S. 

Polariscopic  Estimation  of  Sugar  in  Sweet  Wines.  By 

A.  Bokntrager  (Zeit.  ang.  Chem.,  1889,  477—486,  505—508,  538— 
545). — The  sugar  in  wine  is  a  variable  mixture  of  dextrose  and 
leevulose,  with  sometimes  saccharose.  The  usual  mode  of  examina¬ 
tion  consists  in  estimating  the  total  quantity  of  sugar  by  titration 
with  copper  solution,  and  then  ascertaining  by  the  optical  method 
the  proportions  of  the  two  glucoses,  and  inverting  with  hydrochloric 
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acid  for  the  detection  of  saccharose.  The  author  considers  that  in 
onr  present  ignorance  of  the  ti  ne  rotatory  power  and  reducing  action 
of  hevnlose,  the  exact  calculation  of  (he  proportions  of  the  sugars 
has  only  a  relative  value.  His  mode  of  preparing  the  wine  for 
examination  is  as  follows  : — The  wine  is  accurately  neutralised  in  the 
cold  with  soda  or  potash,  evaporated  on  the  water-bath  until  the 
alcohol  is  expelled,  mixed  after  cooling  with  a  moderate  quantity  of 
lead  acetate,  made  up  to  the  original  volume,  and  filtered.  After  the 
lapse  of  24  hours  this  filtrate  is  fit  for  both  polariseopio  examination 
and  for  titration.  If,  however,  the  wine  is  so  dark  coloured  that  the 
above  method  only  gives  a  sufficiently  colourless  filtrate  when  the 
amount  of  acetate  is  large  enough  to  produce  an  alkaline  reaction,  it 
is  necessary  to  neutralise  the  filtrate  with  acetic  acid  and  dilute  to 
double  the  volume.  Special  experiments  have  been  made  on  each 
feature  of  the  above  process.  Although  the  specific  rotatory  power 
of  both  dextrose  and  lcevulose  varies  with  the  strength  of  the  solution, 
yet  within  the  limits  occurring  in  wines  the  variations  need  not  be 
taken  into  account.  The  specific  rotatory  power  of  la?vulose  increases, 
however,  so  much  more  rapidly  than  that  of  dextrose,  that  in  wines 
containing  a  great  excess  of  the  former  little  more  can  be  done 
than  to  state  the  fact  of  an  excess.  The  removal  of  the  alcohol  is 
considered  to  be  essential,  since  the  specific  lnsvorotatory  power  of 
inverted  sugar  diminishes  with  progressive  increase  in  the  amount  of 
alcohol  present;  moreover,  after  removing  the  alcohol,  less  lead 
acetate  is  required  for  decolorisution.  The  evaporation  temporarily 
reduces  the  rotatory  power,  but  the  original  rotation  is  always 
restored  by  24  hours’  repose  after  dilution.  The  presence  of  alkaline 
chlorides  (derived  from  the  hydrochloric  acid  used  for  inversion  and 
the  alkali  for  subsequent  neutralisation)  increases  the  rotation,  but 
with  the  proportions  recommended  (one-tenth  vol.  of  acid  of  IT  sp. 
gr.),  this  is  almost  exactly  compensated  by  the  evaporation,  for  in  the 
presence  of  chlorides  the  recovery  of  the  rotatory  power,  diminished 
by  evaporation,  is  not  complete  in  24  hours.  It  is  very  important 
to  avoid  an  alkaline  reaction  at  any  stage,  as  even  in  the  cold  this 
soon  diminishes  the  rotation.  M.  J.  S. 

Detection  of  Sugar  in  Urine.  By  Werxer  ( Ghem .  Gentr.,  1889, 
ii,  812 — 813;  from  FJiarm.  Central h.,  30,  515). — The  author  has  found 
that  ilaschke’s  modification  of  Bdttger’s  test  for  sugar  in  urine  always 
gives  trustworthy  results  (this  Journal,  1S77,  ii,  9o0). 

J.  W.  Ii. 

Unfermentable  Dextrorotatory  Constituent  of  Honey.  By 
E.  v  Raumer  ( Zeit .  any.  Ghem.,  1889,  607 — 6u9). — See  this  vol., 
p.  356. 

Estimation  of  Potassium  Hydrogen  Tartrate  and  of  Tartaric 
and  Malic  Acids  in  Wine.  By  ft.  Cans  {Zeit.  any.  Ghem.,  1889, 
669 — 671). — The  investigation  was  undertaken  to  ascertain  how  far 
the  estimation  of  these  three  acid  substances  by  Borgmaun’s  method 
would  be  afieoted  by  the  presence  or  absence  of  other  constituents  of 
grape  must  and  wine.  The  method  consists  in  evaporating  to  a  syrup, 
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precipitating  the  potassium  hydrogen  tartrate  by  alcohol  and  filtering, 
the  precipitate  being  then  dissolved  in  hot  water  and  titrated  by  soda. 
The  alcoholic  filtrate  is  divided  into  two  equal  parts,  one  of  which  is 
neutralised  with  potash  and  then  added  to  the  other.  The  potassium 
hydrogen  tartrate  so  produced  is  then  separated  as  before,  and  the 
potassium  hydrogen  malate  should  be  found  in  the  filtrate.  In  pre¬ 
sence  of  much  sugar,  a  portion  of  the  potassium,  hydrogen  tartrate 
escapes  precipitation,  whilst,  on  the  other  hand,  part  of  the  tartaric 
acid  is  retained  by  the  filter  in  spite  of  repeated  washings  with  alcohol. 
This  affects  also  the  tartaric  acid  estimation,  which  is  further  vitiated 
by  a  portion  of  the  malic  acid  not  passing  into  the  alcoholic  filtrate. 
In  the  absence  of  sugar,  however,  nearly  the  whole  of  the  malate  is 
precipitated  and  is  thereby  estimated  as  tartaric  acid,  and  at  the  same 
time  the  amounts  of  the  other  errors  are  altered.  The  method  is 
therefore  perfectly  useless  for  comparing  the  acid  constituents  of  must 
with  those  of  the  wine  made  from  it.  M.  J.  S. 

Estimation  of  Tartaric  Acid  in  Vinegar.  By  A.  Joli.es 
( Client .  Centr.,  1889,  ii,  944;  from  Zeit.  Nahr.  Hygiene ,  3,  185 — 186). 
— The  author  takes  advantage  of  the  fact  that  tartaric  acid  gives  a 
yellow  coloration  with  dilute  ferric  chloride  solution.  5  c.c.  of  the 
vinegar  is  diluted  to  1000  c.c.,  and  of  this  solution  from  5  to  20  c.c. 
is  filled  into  narrow  tubes  so  that  the  depth  of  liquid  may  be  about 
20  cm.  2  c.c.  of  the  ferric  chloride  solution  (1  per  cent.)  is  added, 
and  the  depth  of  colour  produced  compared  with  that  from  known 
quantities  of  tartaric  acid  contained  in  similar  tubes.  For  this  purpose, 
a  0T  per  cent,  tartaric  acid  solution  is  recommended.  Coloured  vinegars 
must  be  decolorised.  J.  W,  L. 

Adulteration  of  Milk.  By  Perron  (/.  Pkarm.  [5],  21, 63 — 66).— 
Samples  of  milk  were  suspected  to  be  adulterated  by  the  addition 
of  fatty  oil  converted  into  an  emulsion  by  means  of  borax  or  yolk  of 
egg.  In  these  cases  the  lactometer  may  give  false  indications.  The 
borax  is  easily  detected  on  examining  the  ash  of  the  milk  spectro¬ 
scopically.  The  addition  of  oil  to  take  the  place  of  cream  surreptitiously 
removed  is  readily  ascertained  by  determining  the  solidifying  point  of 
the  fatty  acids  obtained  from  the  milk  by  evaporation,  extraction 
with  ether,  saponification,  and  treatment  with  dilute  sulphuric  acid. 
Butter  gives  acids  which  solidify  between  37-5°  and  38'5°,  whilst  the 
oils  give  acids  solidifying  below  10°.  J.  T. 

Testing  Lard  for  Cotton-seed  Oil  and  Beef  Stearin.  By  J. 

Pattixsox  ( J .  Soc.  Chem.  1ml.,  8,  30 — 32). — The  silver  nitrate  test  is 
based  on  the  reducing  action  of  cotton-seed  oil,  the  reduced  silver  im¬ 
parting  a  colour  to  the  lard.  The  author  recommends  adding  an 
alcoholic  solution  of  silver  nitrate  to  an  ethereal  solution  of  the  lard. 
For  beef  stearin,  the  best  test  is  the  microscopical  appearance  of 
the  crystals  formed  from  an  ethereal  solution  of  the  lard,  the  crystals 
of  beef  stearin  forming  curved  tufts,  the  terminations  being  pointed 
and  hair-like,  whilst  lard  crystals  are  usually  found  in  oblong  plates, 
occasionally  radiated,  and  have  oblique  terminations.  The  author 
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finds  that  pure  lard  lias  an  iodine  absorption  of  from  57  to  03,  cotton¬ 
seed  oil,  105  to  110,  beef  stearin,  23  to  28,  and  beef  fat  about  41  per 
cent.  When  the  amount  of  cotton-seed  oil  is  ascertained  by  the  silver 
test,  a  near  approach  to  the  amount  of  beef  stearin  present  can  be 
calculated  from  the  iodine  absorption  after  making  allowance  for  the 
influence  of  the  known  quantity  of  cotton-seed  oil.  The  sp.  gr. 
test  is  also  useful.  At  210°  l1'.,  pure  lard  has  a  sp.  gr.  varying  from 
0800  to  0‘Sfil,  cotton-seed  oil  is  O'SOS,  and  beef  stearin,  0*857.  Some 
adulterated  samples  of  lard  which  have  come  under  the  author’s  notice 
have  had  a  sp.  gr.  of  0  8035.  D.  13. 

Examination  of  Castor  Oil.  By  H.  Gilbert  {Chem.  Zeit.,  13, 
1428). — The  test  in  the  German  pharmacopoeia  for  castor  oil  cannot 
detect  an  admixture  of  resin  oil,  because  the  two  kinds  of  oil  have 
many  properties  in  common  ;  but  saponification  distinguishes  between 
them  :  for  example,  an  impure  sample  gave  all  the  G.  P.  tests,  and 
was  right  as  to  consistency  and  colour,  but  was  suspicious  in  odour 
and  taste;  when  saponified  with  soda,  the  number  was  126  instead  of 
180 — 181*5,  and  the  ether  extract  had  the  characters  of  resin  oil. 
Moreover,  when  castor  oil  is  shaken  with  an  equal  volume  of  nitric 
acid  of  sp.  gr.  1*31,  the  former  becomes  slightly  brown,  the  latter  re¬ 
mains  colourless,  whereas  the  resin  oil  under  similar  circumstances 
becomes  black  and  the  acid  yellowish-brown;  whilst  mixtures  of 
castor  and  resin  oils  react  like  the  latter,  but  with  less  vigour. 

D.  A.  L. 

Examination  of  Wax.  By  H.  KOttger  {Chem.  Zeit..  13,  1375— 
1376). — By  Hubl’s  method,  the  wax  is  warmed  with  95  per  cent, 
alcohol  and  titrated  with  deminormal  alcoholic  potash,  more  alcoholic 
potash  is  then  run  in,  the  mass  saponified  by  heating  on  a  water-bath, 
and  titrated  back  with  deminormal  hydrochloric  acid  ;  the  first  titra¬ 
tion  gives  the  “acid  ”  number,  the  second  tne  “  ether  ”  number,  and 
the  two  together  the  “saponification”  number. 

Numerous  investigations  have  shown  that  these  numbers  for  pure 
yellow  beeswax  range  respectively  between  19  and  21  (mostly  20)  for 
“  acid  ”  numbers,  73  and  76  (mostly  75)  for  the  “  ether  ”  numbers, 
whilst  the  “  saponification  ”  numbers  vary  between  92  and  97,  being 
in  most  cases  95,  and  the  “  ratio  ”  of  the  “acid  ”  to  the  “  ether  ”  num¬ 
bers  1  :  3*6 — 3*8  (3*7). 

Buchner  examined  some  so-called  pure,  white  wax,  and  from 
his  results  inferred  that  chemically  bleached  wax  had  higher 
“  acid  ”  and  “  saponification  ”  numbers,  23*01  and  9S*36,  and  a  lower 
“  ratio,”  1  :  3*2.  This  has  not  been  confirmed  by  subsequent  investi¬ 
gators.  Firstly,  Helfenberg  has  shown  that  unpnrified  wax,  or  that 
purified  either  with  charcoal  or  with  permanganate,  does  not  give 
abnormal  numbers,  and  now  the  author  has  obtained  the  following 
numbers  from  wax  bleached  with  sulphuric  acid: — 

“Arid”  “Ether”  “Saponification” 

Sp.  gr.  number.  number.  number.  Ratio. 

0*966  20*2  76*7  9o*9  3*79 
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Therefore  it  does  not  appear  necessary  to  adopt  any  different  normal 
numbers  for  bleached  than  for  yellow  wax.  The  author  points  out 
that  often  the  so-called  genuine  wax  of  commerce  is  no  such  thing; 
for  example,  two  samples  marked  genuine  and  pure  gave  the  follow, 
ing  numbers  : — 


T. 

TT. 

“Acid”  number . 

29' 

■7 

31  40 

“Ether”  ,,  . 

87' 

5 

67GG 

“  Saponification”  number 
“  Ratio  ”  . 

..  117 

■2 

991 

2 

■9 

2-14 

D. 

Analysis  of  Methylanilines. 

By  F. 

Reveedtn 

and 

Harce  (Bull.  Soc.  Chim.  [3],  2,  482 — 483;  compare  Abstr.,  1889, 
1038;  this  vol.,  p.  309). — Replying  to  the  criticism  of  Giraud  on  their 
process,  the  authors  deny  the  necessity  for  employing  absolutely  pure 
acetic  anhydride,  and  state  that  if  the  operation  is  conducted  in  a  large 
cooled  flask  there  is  no  need  to  dilute  the  reagent. 


T.  G.  N. 


Estimation  of  Nicotine  in  Tobacco.  By  R.  Ktssling  (Chem. 
Zeit.,  13,  1030). — Popovici  (Abstr.,  1889,  802)  obtained  low  results 
by  the  author’s  method  when  estimating  nicotine  by  means  of  the 
polariscope,  and  he  attributed  it  to  loss  by  volatilisation  while 
evaporating  the  ether.  The  author  now  states  that  when  the  opera¬ 
tion  is  carefully  conducted  the  loss  from  this  source  is  negligible; 
moreover,  as  Popovici  com jared  his  tobacco  extracts  with  standard 
numbers  obtained  with  pure  nicotine  solutions,  the  author  suggests 
that  the  results  may  be  influenced  by  substances  other  than  nicotine 
present  in  the  tobacco  extracts.  D.  A.  L. 

Estimation  of  Tannin  by  Permanganate.  By  F.  Gaxtter 
(Zeit.  ang.  Chem.,  1889,  57 7 — 5 SO)  — The  method  known  as  the 
“  cubic  centimetre  method  ”  gives  results  which  vary  much  Avith  com¬ 
paratively  small  alterations  in  the  manner  of  conducting  it.  Seem¬ 
ingly,  the  oxidatiou  of  both  the  tannin  aud  the  indigo  used  as  indi¬ 
cator  is  very  imperfect  in  the  cold.  At  the  boiling  temperature  the 
oxidation  is  complete,  but  the  end  of  the  reaction  is  masked  by  the 
formation  of  a  brown  precipitate.  This  can  be  dissolved  by  boiling 
with  a  known  quantity  of  oxalic  acid,  aud  the  titration  can  then  be 
completed  with  the  same  ease  as  one  of  oxalic  acid  alone.  From  ex¬ 
periments  with  pure  tannin,  as  well  as  from  others  with  extract  of 
oak  bark,  in  which  a  gravimetric  method  was  used  for  comparison,  it 
is  found  that  1  milligram  of  tannin  requires  3'988  milligrams  of 
potassium  permanganate  (or  is  equivalent  to  7'951  milligrams  of 
oxalic  acid),  and  that  within  wide  limits  the  concentration  of  the 
solution  has  no  influence.  The  solutions  required  are — (1)  potassium 
permanganate,  containing  3988  grams  per  litre;  (2)  oxalic  acid, 
7'951  grams  per  litre.  The  extract  from  10  grams  of  bark  is  made 
up  to  1  litre;  10  c.c.  is  mixed  with  10  c.c.  of  dilute  sulphuric  acid 
and  heated  to  boiling.  Permanganate  is  then  added  in  quantities  of 
1  c.c.  until  the  disappearance  of  the  red  colour  becomes  slow;  the 
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mixture  is  again  boiled  up,  and  flic  permanganate  is  added  drop  by 
drop,  wait  ins?  eacli  time  until  the  liquid  has  become  colourless.  When 
the  brown  precipitate  no  longer  disappears  on  vigorous  boiling,  1  c.c. 
more  is  added,  and  the  boiling  is  continued  for  some  time.  Oxalic 
acid  is  then  added  until  the  liquid  is  colourless,  and  the  titration  is 
finished  as  usual.  For  accurate  work,  a  second  portion  of  the  extract 
should  be  titrated  in  the  same  manner  after  removal  of  the  tannin 
by  hide,  but  for  technical  purposes  this  is  scarcely  necessary. 

.M.  J.  S. 

Volumetric  Estimation  of  Tannin  in  Wines.  By  L.  Roos, 
Cosson,  and  Giraud  (J.  Phnrm.  [5],  21,  50 — 03). — A  10  per  cent, 
solution  of  tartaric  acid  is  made  very  slightly  alkaline  by  the  addi¬ 
tion  of  ammonia,  and  to  this  is  added  a  neutral  lead  acetate  solution 
until  the  precipitate  which  first  forms  just  ceases  to  be  redissolved  ; 
after  being  filtered,  the  solution  is  ready  for  use.  This  solution  com¬ 
pletely  precipitates  tannin  from  its  solutions;  it  is  standardised  by 
means  of  a  solution  of  pure  tannin  as  follows: — 25  c.c.  of  a  tannin 
solution  of  5  grams  per  litre  is  placed  in  a  flask  with  4  or  5  drops  of 
ammonia.  The  lead  aceto-tartrate  solution  is  run  in,  a  couple  of  c.c.  at 
a  time,  from  a  burette.  After  each  addition,  a  drop  of  the  solution  is 
placed  on  a  double  filter-paper,  the  upper  one  of  which  retains  an)’ 
precipitate  that  may  have  been  conveyed  by  the  drop,  while  a  drop 
of  sodium  sulphide  is  brought  into  contact  with  the  liquid  in  the 
lower  paper.  A  brown  stain,  due  to  excess  of  lead,  only  appears 
after  the  tannin  is  completely  precipitated.  After  a  preliminary  esti¬ 
mation,  the  titration  is  more  accurately  made  by  adding  a  few' 
drops  at.  a  time  of  the  lead  solution  when  near  the  end  of  the  pro¬ 
cess.  The  estimation  of  tannin  in  wine  is  made  in  precisely  the 
same  manner.  The  method  is  very  rapid,  and  gives  very  satis¬ 
factory  results.  J.  T. 

Determination  of  Lupulin  in  Hops.  By  F.  Reixitzer  {Hied. 
Centr.,  18,  859). — A  portion  of  the  hops  (not  weighed)  is  sifted  by 
Haberlandt’s  process,  and  any  grains  which  pass  through  the  sieve 
removed  with  forceps.  The  lupulin  is  then  weighed,  shaken,  and 
washed  with  chloroform  into  a  dry  filter,  in  which  it  is  then  wrapped 
and  extracted  with  chloroform  for  about  an  hour.  When  dry,  it  is 
removed  from  the  filter-paper  to  the  weighing  glass  previously  used, 
and  weighed.  The  amount  of  lupulin  husks  is  thus  determined,  and 
that  of  the  lupulin  found  by  subtracting  this  amount  from  the  original 
weight. 

A  second  weighed  portion  of  the  hops  is  then  extracted  with  chloro¬ 
form  in  a  Soxhlet’s  apparatus,  shaken  on  a  sieve,  the  pieces  of  leaf 
removed  with  forceps,  and  the  lupulin  brushed  through.  The  sifted 
portion  is  again  sifted  to  obtain  it  free  from  grains.  The  pure  lupulin 
busks  are  now' weighed,  and  from  the  numbers,  with  the  help  of  those 
previously  obtained,  the  original  weight  of  lupulin  is  calculated.  The 
method  gives  much  more  concordant  results  than  that  originally  em¬ 
ployed  by  Haberlandt,  and  gives  a  better  insight  into  the  composi¬ 
tion  of  hops  than  was  previously  possible.  Examples  of  analyses  are 
given  which  support  this  statement.  Is .  H.  -M. 
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Diastasic  Power  of  Extract  of  Malt.  By  It.  A.  Cripps  ( Pharm .  J. 
Trans.  [3],  20,  481). — The  author  refers  to  the  very  discordant  results 
of  published  determinations  of  the  digestive  power  of  malt  extracts ; 
he  describes  bis  slightly  modified  method  of  estimation,  and  declares 
that  extract  of  malt  should  completely  digest  its  own  weight  of 
potato  starch  in  from  10  to  15  minutes  at  37°.  R.  R. 

Detection  of  Carbonic  Oxide  Haemoglobin.  By  A.  TVelzel 
( Ghem .  Centr.,  1889,  ii,  942  ;  from  Centr.  vied.  TFm.,  27,  732 — 734). 
— Zinc  chloride  or  very  dilute  platinic  chloride  solutions  produce  a 
bright-red  coloration  with  carbonic  oxide  hemoglobin,  whilst  normal 
blood  is  coloured  brown  or  very  dark  brown.  If  the  blood  is  diluted 
with  water,  the  precipitated  hematin  and  albumin  are  coloured.  Car¬ 
bonic  oxide  blood  after  standing  in  cold  water  for  two  minutes 
becomes  raspberry-coloured,  oxyhemoglobin  greyish-brown.  25  per 
cent,  of  carbonic  oxide  blood  was  detected  by  this  means.  Phospho- 
molybdic  acid  or  5  per  cent,  nhenol  produces  a  carmine-coloured  pre¬ 
cipitate  with  carbonic  oxide  blood,  a  reddish-brown  one  with 
oxyhemoglobin  ;  1G  per  cent,  of  the  former  can  be  detected  by  this 
reaction.  If  15  c.c.  of  20  per  cent,  potassium  ferrocyanide  solution 
in  2  c.c.  of  dilute  acetic  acid  is  added  to  10  c.c.  of  carbonic  oxide 
blood,  an  intense,  bright-red  coloration  is  produced  ;  normal  blood  be¬ 
comes  dark-brown-coloured  with  this  treatment.  If  4  parts  of  normal 
blood  is  diluted  with  4  parts  of  water  and  shaken  with  3  volumes  of  a 
1  per  cent,  tannin  solution,  it  becomes  coloured  primarily  bright-red 
with  a  yellowish  tinge;  at  the  end  of  1  to  2  hours  it  has  become 
brownish,  and  finally  has  turned  grey  at  the  end  of  24  hours;  car¬ 
bonic  oxide  blood  treated  in  the  same  manner  is  also  coloured  bright- 
red  at  first  with  a  bluish  tinge,  which  colour,  however,  remains  un¬ 
changed.  Both  of  these  reactions  were  observable  with  1  per  cent, 
carbonic  oxide  blood  in  1*0  per  cent,  hatnoglobin,  and  carbonic  oxide 
was  detected  in  air  by  its  means  when  present  to  the  extent  of 
0'0023  per  cent.  Phenylhydrazine  produces  a  bright-red  coloration 
with  blood  containing  carbonic  oxide,  and  a  dark-red  coloration 
changing  to  black  with  normal  blood  ;  the  blood  is  diluted  to  1  in  40 
for  this  reaction.  If  more  than  5  drops  of  the  phenylhydrazine  solu¬ 
tion  is  added,  a  greyish-violet  coloration  is  obtained  with  oxyhemo¬ 
globin,  and  a  rose-red  colour  with  carbonic  oxide  blood.  A  rabbit  died 
when  its  blood  was  three- fourths  saturated  with  carbonic  oxide. 

J.  W.  L. 
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Refractive  Power  of  Solutions  of  Simple  Salts.  By  E. 

Doi'MER  (Compt.  rend.,  110,  40 — 42). — If  p  is  the  refractive  power  of 
the  salt  with  respect  to  water,  and  Pm  its  molecular  weight,  then  the 
product  /(Pm  is  the  molecular  refractive  power.  All  salts  of  the  same 
acid  aud  of  the  same  type  have  the  same  molecular  refractive  power. 
For  the  chlorides  M'Cl,  /<P»i  =  2P5;  for  the  chlorides  M"CU,  42'S ; 
for  the  sulphates  MASOj,  42‘5  ;  for  the  sulphates  M"S0j,  43*1;  for 
the  nitrates  MNO3,  217. 

The  molecular  refractive  powers  of  salts  of  different  types  are 
multiples  of  the  same  numbei — 

KOI.  K2S04.  Na3P04.  PtCh.  Ah(SO,)3. 

207  43-1  64-3  89‘8  idOo 

The  molecular  refractive  power  is  a  function  of  the  valency  of  the 
metallic  constituent  of  the  salt. 

The  observed  deviations  from  the  mean  value  of  pPm  may  be 
'  traced  to  chemical  as  much  as  to  physical  causes.  Seven  out  of  the 
sixty-two  salts  examined  seem  to  depart  from  the  third  law.  Twenty 
examples  of  double  salts  indicate  that  their  refractive  power  is  the 
sum  of  the  refractive  power  of  their  constituents. 

These  results  lead  to  the  conception  of  optical  equivalents. 

C.  H.  B. 

Refractive  Power  of  Solutions  of  Double  Salts.  By  E. 

Douaif.h  ( Compt .  rend.,  110,  139 — 141  ;  see  preceding  abstract). — 
The  molecular  refractive  power  of  double  salts  is  the  sum  of  the 
molecular  refractive  powers  of  their  constituent  salts,  a  result  similar 
to  that  obtained  by  Berthelot  and  by  Landolt  with  certain  organic 
liquids. 

The  refractive  power  of  different  double  salts  is  proportional  to 
the  valency  of  their  respective  metallic  constituents.  It  follows  that 
the  refractive  powers  of  any  salts,  double  or  simple,  are  proportional 
to  the  valencies  of  their  metallic  radicles.  These  facts  make  it 
possible  to  determine  the  refractive  power  of  a  simple  salt  which  is 
difficult  to  prepare  and  purify  alone,  but  which  forms  readily  crystal- 
lisable  double  salts. 

Observations  of  the  refractive  power  also  throw  light  on  the  con¬ 
stitution  of  double  salts.  For  example,  if  potassium  ferrocyanide  is 
a  compound  of  Kj  with  the  radicle  FeC6N6,  the  sum  of  the  valencies 
of  the  metal  is  4,  but  if  it  is  a  double  cyanide  4KCN,Fe(CN)o,  the 
sum  of  the  valencies  of  the  metals  is  6.  As  a  matter  of  fact,  the 
refractive  power  of  the  ferrocyanide  is  21’5  X  G,  aud  hence  it  would 
follow  that  it  is  really  a  double  salt.  C.  II.  B. 

VOL.  LYIII.  2  (J 


434 


ABSTRACTS  OF  CHEMICAL  PAPERS. 


Absorption  of  Ultra-Violet  Rays  by  Derivatives  of  the 
Pajaffins.  By  J.  L.  Soret  and  A.  A.  Rilliet  (Gompt.  rend.,  110 
137  139).  It  is  very  difficult  to  obtain  compounds  sufficiently  pure 

for  observations  of  this  kind.  The  alcohols  show  great  transparency 
to  the  ultra-violet  rays,  and  apparent  exceptions  are  probably  due  to 
impurities.  The  rectification  and  prolonged  desiccation  of  the 
alcohols  often  leads  to  slight  oxidation,  which  greatly  impairs  their 
transparency.  Hartley  and  Huntington  concluded  that  in  the  scries 
of  alcohols  the  absorption  of  the  ultra-violet  increases  as  the  com¬ 
plexity  of  the  molecule  increases.  The  authors  found,  however,  that 
if  the  process  of  drying  had  been  rapidly  carried  out,  ethyl  alcohol  is 
not  appreciably  less  transparent  than  methyl  alcohol. 

Ketones  are  very  opaque  to  the  ultra-violet  rays,  but  the  differences 
between  different  individuals  were  not  greater  than  might  be  attributed 
to  small  quantities  of  impurities. 

Haloid-derivatives  containing  the  same  electro-negative  radicle  do 
not  differ  appreciably  in  their  absoiptive  power,  or,  in  other  words, 
the  substitution  of  one  alkyl  radicle  for  another  has  little  effect  on 
their  transparency.  3  his  is  especially  well  marked  in  the  case  of  the 
iodo-derivatives.  The  haloid  salts  of  sodium  and  potassium  are 
decidedly  less  opaque  than  corresponding  alkyl-compounds,  and, 
hence,  the  substitution  of  an  alkyl  radicle  for  an  alkali  metal  reduces 
the  transparency.  There  are  other  differences  between  the  spectra  of 
the  two  classes  of  compounds  which  indicate  that  their  molecular 
grouping  is  not  similar.  Haloid-derivatives  containing  different 
electro-negative  radicles  have  very  different  degrees  of  transparency, 
iodo-derivatives  absorbing  most,  and  bromo-derivatives  less,  whilst 
chloro-deri vatives  are  very  transparent. 

Pure  ether  is  almost  as  transparent  to  ultra-violet  ravs  as  pure 
water. 

No  new  conclusions  were  drawn  from  an  examination  of  many 
acids  of  the  acetic  series  and  their  sodium  and  alkjd  salts.  The 
difficulties  in  the  way  of  obtaining  these  compounds  sufficiently  pure 
are  extremely  great.  Vapours  of  liquids  which  are  volatile  and 
have  sufficient  absorptive  power,  also  exert  an  absorptive  action  on 
the  ultra-violet  rays. 

The  action  on  the  ultra-violet  rays  constitutes  a  very  delicate  test 
of  the  purity  of  an  organic  compound.  C.  H.  B. 

Spectroscopic  Evidence  of  Traces  of  a  New  Element, 
belonging  to  the  Eleventh  Series  in  MendeleeflPs  Table,  and 
occurring  in  Tellurium  and  Antimony,  and  also  in  Copper. 

By  A.  G ruxwald  (Monutsh.,  10,  S29— 861).— The  author  finds  a 
coincidence  between  certain  of  the  lines  in  the  ultra-violet  spectra  of 
tellurium,  antimony,  and  copper,  and  argues  that  this  points  to  the 
occurrence  of  a  common  impurity  in  the  tliree  elements.  He  is  of 
opinion  that  this  impurity  was  originally  present  in  the  tellurium, 
and  that  from  this  a  portion  of  it  is  transferred  to  the  antimony  and 
copper  in  the  reduction  of  these  metals  from  their  ores.  Many  of 
the  above  coincident  lines  are  transformed  on  multiplication  by  -iL 
into  lines  of  the  primary  element  “  h  ”  in  the  water  spectrum,  and 
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this,  in  accordance  with  the  principle  formerly  laid  down  by  the  author 
(Abstr.,  18S9,45-5),  indicates  that  the  above  impurity  largely  consists 
of  au  element  occurring  in  the  eleventh  horizontal  line  in  Alcndoleeff’s 
table.  The  character  of  the  spectrum  shows  that  it  cannot  be  one  of 
the  known  elements  in  this  series,  and  the  author  believes  that  it  is 
an  unknown  element  in  the  tellurium  group,  with  an  approximate 
atomic  weight  of  212,  and  probably  identical  with  Brauner’.s 
austriacum.  It  is,  therefore,  an  clement  which  in  general  properties 
closely  resembles  tellurium  and  also  antimony,  and  is,  hence,  difficult 
to  separate  from  these.  In  copper,  it  probably  behaves  as  an  electro¬ 
negative  element,  on  the  assumption  that  pure  copper  is  an  alkali 
metal  of  low  melting  point,  and  is  ordinarily  found  combined  with 
this  difficultly  fusible  non-metallic  constituent. 

The  author  states  that  Brauner,  according  to- a  verbal  communica¬ 
tion,  has  quite  independently  arrived  at  conclusions  similar  to  the 
above.  H.  G. 

New  Fluorescences,  By  L.  t>e  Botsbaudra*  ( Compt.rend .,  110, 
24 — 28  and  G 7 — 71). — The  author  has  examined  the  fluorescences 
obtained  with  the  oxides  of  samarium,  Zee,  and  Z /3  as  active  sub¬ 
stances,  and  silica,  zirconia,  stannic  oxide,  and  tantalic  oxide  as  solid 
solvents. 

Samarium  oxide- in  silica  gives  a  moderately  intense  rose-red  fluor¬ 
escence  with  a  spectrum  of  one  very  broad  red  band.  If  the  passage 
of  the-  discharge  is  contiuned,  the  rose-red  fluorescence  becomes 
feeble,  and  is  partially  replaced  by  the  blue  fluorescence  of  pure 
silica.  The  same  mixture,  previously  more  strongly  heated,- gives  a 
fine  orange  fluorescence,  showing  three  broad  nebulous  bands,  each 
containing  a  very  distinct  although  slightly  nebulous  line. 

Samarium  oxide  in  zirconia  gives  at  first  a  beautiful  orange  fluor¬ 
escence  witlr  several  well-defined  lines,  but  their  brilliancy  and  dis¬ 
tinctness  rapidly  diminish  as  the  passage  of  the  discharge  continues. 

Zx  in  silica/ gives  a  brilliant  yellow  fluorescence  characterised  by  a 
strong  dissymmetrical  band.  The  fluorescence  of  Zts  was  faintly 
visible,  and  as  the  discharge  continues-,  the  bands  of  Zx  fade  con¬ 
siderably  but  those  of  Z/3  remain  unaltered. 

Vix  (1  percent.)  in  zirconia  gives  a-  yellow  fluorescence  which  at 
first  is  somewhat  brilliant,  hut  rapidly  becomes  feeble  as  the  dis¬ 
charge  continues.  The  spectrum  contains  a  yellow  and  a  blue  band, 
each  with  a  nebulous  line,  and  is  very  different  from  that  of  Za  in 
silica. 

Zft  (0‘42  per  cent.)  in  silica  gives-  a  fluorescence  which  at  first  is 
brilliant  and  almost  white,  hut  quickly  becomes  green,  because  the 
yellow  band  of  Za,  present  as  impurity,  fades  rapidly,  whilst  the 
green  band  of  Z/3  retains  its  intensity.  It  follows  that  the  fluor¬ 
escence  is  a  more  sensitive  test-  for  Zx  than  for  Zfi,  a  result  which  is 
also  obtained  in  other  media. 

Z/3  (2  per  ceut.)  in  zirconia  gives  only  a  yellow  fluorescence 
showing  nothing  buta  feeble  spectrum  due  to  the  presence  of  traces  of 
Zx. 

Samarium  oxide  in  stannic  oxide,  previously  heated  at  the  melting 
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point  of  silver,  shows  only  a  feeble  orange  fluorescence,  but  if  more 
strongly  calcined,  it  gives  at  first  an  orange-yellow  to  pale-vellow 
fluorescence,  according  to  the  perfection  of  the  vacuum.  This,  how¬ 
ever,  very  rapidly  becomes  faint  as  the  passage  of  the  discharge 
continues  ;  and  the  same  stannic  oxide  alone  gives  a  yellow  fluor¬ 
escence  which  is  very  similar  to  that  obtained  in  presence  of  samaria 
and  is  probably  due  to  some  impurity. 

Samaria  in  tantalic  oxide  gives  a  dull  orange  fluorescence  which 
becomes  feebler  as  the  discharge  continues,  although  less  rapidly  than 
when  zirconia  or  stannic  oxide  is  the  solvent.  Its  spectrum  consists 
of  two  somewhat  feeble,  broad  and  nebulous  bands,  similar  in  posi¬ 
tion  to  those  given  by  samaria  in  alumina,  but  different  in  character. 

Tjx  (1  per  cent.)  in  stannic  oxide  gives  no  noteworthy  fluorescence. 

Za  (1  per  cent.)  in  tantalic  oxide,  after  strong  calcination,  gives  a 
very  feeble  greenish-yellow  fluorescence  which  rapidly  becomes 
fainter  as  the  discharge  continues.  It  shows  faintly  the  bands  due 
to  Z/3. 

7jft  (3  per  cent.)  in  stannic  oxide  also  gives  practically  no  fluor¬ 
escence. 

Z/3  (3  per  cent.)  in  tantalic  oxide  gives  a  beautiful  but  not  very 
brilliant,  slightly  yellowish -green  fluorescence  which  is  less  affected 
by  the  continuation  of  the  discharge  than  the  corresponding  fluor¬ 
escence  of  Z* .  The  bands  of  Z^  were  also  faintly  visible. 

These  results  afford  further  evidence  of  the  fact  that  the  fluor¬ 
escence  of  one  and  the  same  active  substance  may  vary  considerably 
in  different  solvents.  The  alterations  in  the  bands,  &c.,  may  be  due 
to  combination  taking  place  between  the  solids.  There  is  a  general 
similarity  between  the  spectra  of  the  same  substance  in  various 
media,  but  when  it  is  a  question  of  identity  or  otherwise  between  two 
substances,  it  is  essential  that  the  conditions  should  be  identical. 
The  rapid  extinction  of  the  fluorescence  observed  in  some  cases  when 
the  discharge  is  continued  depends  on  both  the  nature  of  the  active 
substance  and  the  nature  of  the  solvent.  In  silica  or  tantalic  oxide, 
the  fluorescence  of  Zrt  fades  rapidly,  but  that  of  Z/I  does  not  alter. 
The  fluorescences  of  samarium  oxide  and  Za  in  zirconia  fade  more 
rapidly  and  completely  than  in  silica.  As  a  rule,  the  fading  depends 
,more  on  the  solvent  than  on  the  active  substance,  but  each  con¬ 
stituent  of  the  mixture  tends  to  confer  on  it  its  own  special  pro¬ 
perties. 

Samaria  in  alumina  and  silica  respectively  affords  a  good  example 
of  the  influence  of  calcination  on  the  fluorescence.  Samaria  in 
alumiua  moderately  calcined  gives  a  spectrum  of  three  diffuse  bands, 
the  central  orange  one  having  a  relatively  distinct  line;  but  the  same 
mixture,  after  being  more  strongly  heated,  gives  a  second  spectrum 
of  a  totally  different  type,  consisting  of  three  groups  of  much  more 
brilliant  and  distinct  lines,  their  mean  wave-leugths  being  higher 
than  those  of  the  bands  of  the  first  type.  Samaria  in  silica,  how¬ 
ever,  when  treated  similarly,  gives  only  a  spectrum  of  the  first  type, 
the  thiee  bands  being  much  more  luminous  than  in  the  case  of 
alumina,  and  each  having  a  strong  line.  Of  course  the  position  of 
the  bands  is  not  the  same  with  the  two  oxides.  C.  H.  B. 
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Conditions  of  Equilibrium  between  Electrolytes.  By  S. 
Akiuiexil'S  ('/fit.  phi/sikai.  Chtm.,  5,  1 — 22). — Tlic  author  first  con¬ 
siders  the  equilibrium  between  an  acid  and  one  of  its  salts.  If  x, 
represents  the  fractional  amount  of  dissociated  acid,  and  d  that  of  the 
salt,  and  V  the  volume  in  litres  containing  a  gram-molecnle  of  the 
acid,  and  n  molecules  of  the  salt,  then  (nd  -f-  =  KY(1  —  x),  K 

being  the  dissociation  constant  which  is  determined  from  the  con¬ 
ductivity  of  the  acid.  Thi6  formula  is  found  to  hold  in  the  case  of 
acetic  and  formic  acids  and  their  sodium  salts.  For  feeble  acids  x  is 
small,  and  in  comparison  with  nd  or  1  becomes  negligible,  so  that 
since  d  is  practically  independent  of  the  dilution,  the  degree  of  disso¬ 
ciation,  that  is,  the  strength  of  a  feeble  acid  when  a  salt  is  present  in 
the  same  solvent,  becomes  proportional  to  the  amount  of  the  salt. 

Equilibrium  between  a  feeble  acid,  such  as  acetic  acid,  and  a  salt 
such  as  sodium  chloride  is  a  case  of  equilibrium  between  four  sub¬ 
stances,  the  above  two  and  the  sodium  acetate  and  hydrochloric  acid 
that  are  formed.  If  the  fractional  dissociation  of  these  substances 
iu  the  order  named  be  expressed  by  dtd^hds,  and  1  mol.  of  acetic 
acid  on  being  brought  into  contact  with  n  mols.  of  NaCl  gives  rise  to 
x  mols.  of  HC1  and  sodium  acetate,  then — 

d?x'd$c  —  dj(l  —  x)di(n  —  ra). 

This  expression  is  also  found  to  agree  with  the  experimental  results. 

From  this  last  expression  it  is  possible  to  deduce  a  valne  for  the 
so-called  “  avidity  ”  measured  by  Thomsen  and  Ostwald,  and  the 
author  finds  that  for  monobasic  acids  the  avidities  for  any  given 
dilution  are  approximately  proportional  to  the  degrees  of  dissociation 
of  the  acids  at  this  dilution.  Ostwald  s  results  are  shown  to  be  in 
agreement  with  this  conclusion. 

It  is  found  from  the  above  that  the  Guldberg-Waage  theory  is  only 
applicable  to  equilibrium  between  four  electrolytes  when  two  out  of 
the  four  are  strongly  dissociated.  The  conclusion  drawn  from  this 
theory,  that  the  avidities  of  acids  are  proportional  to  the  square  roots 
of  their  affinity  coefficients,  is  incorrect. 

The  decomposition  of  certain  salts  by  water,  which  was  observed 
by  Walker  to  follow  the  ordinary  laws  of  mass  action,  is  shown  by 
the  author  to  take  place  in  accordance  with  the  equation  last  stated. 
In  this  case  it  is  necessary  to  assume  that  the  water  is  an  electrolyte 
and  partially  dissociated.  H.  C. 

Electrolytic  Crystallisation  and  Dimorphism  of  Lead.  By 

O.  Lehmaxx  ( Zeit .  Kryst.  llin.,  17,  274—279). — The  author  has 
formerly  shown  that  the  electrolytic  formation  of  crystals  may  be 
compared  with  ordinary  crystallisation  on  the  assumption  that  the 
metal  which  separates  out  at  first  remains  dissolved  iu  the  electrolyte, 
and  that,  when  the  latter  becomes  saturated,  it  crvstallises  out  in  the 
ordinary  manner.  Ostwald  has  shown  that  the  free  metal  may  be 
capable  of  existing  in  the  electrolyte  (Abstr.,  1S88,  1142),  and  the 
above  view  is  also  sup  ported  by  the  observation  of  the  author  (this 
vol.,  p.  317)  that  during  electrolysis,  the  metal  which  separates  out  is 
deposited  more  readily  on  an  electrode  of  the  like  metal  than  on  that 
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of  another.  He  now  finds  that  when  the  strength  of  the  current  is 
increased  until  the  metal  no  longer  forms  a  uniform  deposit  on  the 
surface  of  the  electrode,  the  crystals  thab  are  deposited  arrange  them¬ 
selves  into  a  skeletou-like  structure,  and  that  further  increase  in  the 
current  strength  will  only  alter  the  mass  of  the  structure,  but  not  its 
form.  Lead  forms  an  apparent  exception  to  this  rule,  for  with  a 
weak  current  it  separates  out  in  leafy  crystals  which  appear  to  belong 
to  the  monosymmetric  system,  and  are  similar  to  those  forming  the 
ordinary  lead  tree ;  whilst  with  a  strong  current  the  crystals  obtained 
are  those  of  the  regular  system  and  under  favourable  circumstances, 
well  formed  octohedra. 

To  explain  this  dimorphism,  -the  author  assumes  'that  the  rate  at 
which  the  lead-atoms  separate  out  being  far  less  in  the  first  than  in 
the  second  case,  different  molecules  are  formed  in  the  solution,  and 
that  since,  as  above  stated,  the  metal  separates  out  from  the  solution 
in  crystalline  form,  the  one  set  of  molecules  will  form  crystals  which 
are  distinct  from  those  of  the  other.  H.  C. 

Sodium  Phosphite  and  Pyrophosphite.  By  L.  Ajiat  (Compt. 
rend.,  110,  101 — 104). — Disodium  phosphite ,  HP03Xa2  +  5H20,  is 
neutral  to  phenolphthalein,  and  melts  at  53°;  heat  of  dissolution 
at  13'5  =  —  4’6  Cals.  The  anhydrous  salt  is  obtained  by  drying  the 
preceding  salt  in  a  vacuum,  and  finally  at  150°  ;  heat  of  dissolution 
at  13-5°  =  +  015  Cals. 

Mono  sodium  phosphite,  2HP03HNh  -p  5H20  ;  beat  of  dissolution  at 
15°  =  —  5*3  X  2.  Heat  of  dissolution  of  the  anhydrous  salt  =  + 
0- 7 5  Cal-  at  13°,  but  increases  distinctly  with  the  temperature.  Com¬ 
bining  these  numbers  with  the  heat  of  solution  and  neutralisation  of 
phosphorous  acid,  and  the  heat  of  dissolution  of  sodium  hydroxide, 
we  have — 

P03H3  solid  +  NaOH  solid  =  HP03HNa 

solid  +  H-,0  solid .  develops  +  25*2  Cals. 

P03H3  solid  +  2XaOH  solid  =  HP03Na2 
solid  +  2H20  solid .  ,,  +41'6  ,, 

Sodium  pyrophosphite ■;  heat  of  dissolution  at  13°  =  +  -0*3.  If  the 
pyrophosphite  were  at  once  transformed  into  phosphite  in  contact 
with  water,  it  would  be  very  considerably  higher,  and  hence  a  solu¬ 
tion  of  the  pyrophosphite  is  not  identical  with  a  solution  of  the  acid 
phosphite,  a  fact  which  is  also  proved  by  its  behaviour  with  phenol¬ 
phthalein,  methyl  orange,  and  silver  nitrate. 

The  pyrophosphite  is  converted  into  phosphite  or  phosphorous 
acid  by  treatment  with  sodium  hj’droxicfe  or  sulphuric  acid  respect¬ 
ively.  The  change  H2P205Xa2  solid  +  H,0  liquid  =  2HP03HNa 
solid  develops  +  2'54  x  2  Cals.,  according  to  the  result  with  soda ; 
whilst  the  results  with  sulphuric  acid  give  H2P205Xa2  solid  -J-  H20 
solid  =  2HPO:,HXa  solid  develops  +  G*23  Cals. 

From  the  heat  of  dissolution  of  the  monosodium  phosphites, 
2HP03HNa solid  +  5H20  solid  =  2HP03HX«,5H20  develops  +  19*30 
Cals.,  or  3*SG  Cals,  per  molecule  of  water.  It  follows,  therefore,  that 
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the  combination  of  a  molecule  of  water  with  sodium  pyrophosphite 
liberates  more  heat  than  the  combination  of  a  molecule  of  water  of 
crystallisation  with  the  phosphite.  C.  II.  B. 

Heat  of  Formation  of  Platinic  Chloride.  By  L.  Pigeon 
(Compt.  rewL,  110,  77 — 80). — In  order  to  avoid  the  presence  of 
nit rogen  oxides  and  the  difficulties  of  removing  them,  platinic  chlo¬ 
ride  was  prepared  by  passing  chlorine  into  ammonium  platinochloride 
suspended  in  water  heated  at  110°.  The  solution  was  evaporated  by 
a  gentle  heat  and  finally  in  a  vacuum,  when  orange-red,  deliquescent 
prisms  of  hydrogen  platinochloride,  HzPtCl6  +  GHjO,  were  obtained. 
If  this  salt  is  heated  at  300°,  it  loses  water  and  hydrogen  chloride, 
but  first  melts  and  then  intumesces.  If,  however,  it  is  allowed  to 
remain  over  potash  at  the  ordinary  temperature,  it  loses  4  mols.  HsO, 
and  the  dehydrated  salt  when  heated  in  chlorine  at  3G0J  does  nob 
melt,  but  gives  off  water  and  hydrogen  chloride  and  yields  the  tetra¬ 
chloride  as  a  brown  powder.  When  the  latter  is  heated  only  to  dull 
redness,  it  decomposes,  and  the  upper  part  of  the  crucible,  Sic.,  is 
studded  with  small,  distinct  crystals  of  platinum,  a  result  similar  to 
that  obtained  by  Moissan  with  platinum  fluoride. 

Anhydrous  platinum  chloride  dissolves  in  dilute  hydrochloric  acid 
with  development  of  heat — 

PtCh  solid  +  2HC1  diss.  =  H_.PtCl6  diss.  develops  +  24’8  Cals. 

A  further  quantity  of  hydrochloric  acid  produces  no  thermal  disturb¬ 
ance.  Combining  this  result  with  Thomsen’s  value  for  the  heat  of 
formation  of  dissolved  hydrogen  platinochloride  from  solid  platinum, 
gaseous  chlorine,  and  dissolved  hydrochloric  acid  (84'G  Cals.),  the  fol¬ 
lowing  results  are  obtained  : — 


Pt  solid  -f  Cl4  gas  =  PtCl4  solid .  develops  +  o9‘8  Cals. 

PtCl4  solid  +  2KC1  solid  =  K,PtCl« .  „  +297  „ 

PtCl4  solid  +  2NaCl  solid  =  KaiPtCl®. . . .  „  +  1.+9  „ 

The  heat  of  dissolution  of  hydrogen  platinochloride,  H2PtCl6  +  GHLO, 
is  +4‘34  Cals.  C.  H.  B. 


Influence  of  Certain  Groups  on  the  Thermochemical  Value 
of  the  Hydroxyl-  and  Carboxyl-groups  in  the  Aromatic  Series. 

By  P.  Aeexeeff  and  E.  Werner  (Bull.  Soc.  Ghim.  [3],  2,  717 — 728). 
— The  introduction  of  the  N02  group  into  a  phenol  augments  the  heat 
of  neutralisation  by  alkaline  hydroxides,  the  iucrease  being  greatest 
for  the  orthonitro-  and  least  for  the  metanitro-derivative,  whilst  the 
introduction  of  nitrogen  into  a  phenol,  as  in  the  case  of  the  azophenols, 
determines  a  diminution  which  is  greatest  for  the  para-derivative. 

The  substitution  of  NO,  for  H  in  the  benzoic  acid  molecule  causes 
an  increase  in  the  heat  of  neutralisation  for  the  ortho-  and  the  para- 
derivative,  whilst  the  heat  evolved  by  the  meta-compound  is  dimi¬ 
nished,  and  in  the  azobenzoic  acids  the  nitrogen  appears  to  exercise  a 
diminishing  effect,  which  is  greatest  for  the  para-derivative. 

With  the  amidobenzoic  acids,  the  influence  of  the  NH2  group  is  to 
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diminish  the  heat  of  neutralisation  in  the  descending  order,  ortho, 
para,  meta. 

The  substitution  of  an  alkyl  radicle  for  hydrogen  also  diminishes 
the  heat  of  neutralisation,  but  a  subsequent  introduction  into  the  mole¬ 
cule  of  N02  causes  an  increment,  and  in  the  cases  of  azocumio  and  hy- 
drazocumic  acids  the  introduction  of  nitrogen  and  of  the  NH-group 
again  raises  the  heat  of  neutralisation. 

Numerous  experimental  data  are  given  which  bear  out  the  above 
conclusions.  T.  G.  N. 

New  Form  of  Mixing  Calorimeter.  By  S.  U.  Picketing 
(Phil.  Mag.  [5],  29,  247). — The  apparatus  consists  of  an  oblong  plati¬ 
num  vessel,  divided  into  two  compartments  of  400  c.c.  capacity  by 
means  of  folding  doors,  which  are  pressed  against  a  framework  by 
two  pairs  of  bow-shaped  iridio-platinum  springs ;  a  strip  of  india- 
rubber  round  the  edges  of  the  doors  prevents  leakage.  A  stirrer 
worked  by  an  electromotor  and  a  delicate  thermometer  are  placed  in 
each  compartment,  and  as  soon  as  the  temperature  in  each  is  iden¬ 
tical,  two  ebonite  knobs  are  pressed  together,  whereby  the  lower 
springs  are  lowered  below  the  doors,  and  the  upper  ones  are  raised 
above  them,  the  doors  then  fly  open,  and  allow  the  liquids  to  mix. 
The  advantages  consist  in  starting  with  the  liquids  at  the  same  tem¬ 
perature,  thus  eliminating  errors  due  to  a  comparison  of  two  ther¬ 
mometers,  and  obviating  the  necessity  of  knowing  the  heat  capacity 
of  the  two  liquids.  The  two  thermometers  are  used  simply  to  double 
the  value  of  the  observation;  the  mean  difference  between  the  rise 
registered  by  them  in  a  number  of  determinations  was  found  to  be 
onty  0-0008°,  representing  0'G  cal.  S.  U.  P. 

Gradual  Alteration  in  Glass  produced  by  Altering  its  Tem¬ 
perature  a  Few  Degrees.  By  S.  U.  Pickering  (Phil.  Mag.  [5],  29, 
280). — Observations  are  quoted  to  show  that  a  specific  gravity  bottle, 
the  capacity  of  which  had  remained  unaltered  for  six  months  while 
kept  at  18°,  experienced  a  sub- permanent  contraction  on  being  cooled 
to  8°.  The  contraction  continued  during  several  days,  and,  although 
it  was  not  affected  by  a  temporary  heating  even  to  38°,  it  appeared 
that  prolonged  heating  at  this  and  lower  temperatures  restored  the 
bottle  to  its  original  capacity.  The  maximum  contraction  observed 
amounted  to  O'OOOl  of  its  total  volume,  a  qnantity  which  would  be 
equivalent  to  T30  in  a  mercurial  thermometer.  S.  U.  P. 

Determination  of  Vapour-densities  of  Substances  below 
their  Boiling  Points.  By  B.  Demutii  and  V.  Meyer  (Ber.,  23, 
311 — 316). — The  vapour-density  of  a  substance  can  be  determined  at 
a  temperature  considerably  below  its  boiling  point  by  the  ordinary 
displacement  method  of  V.  Meyer,  provided  that  the  vaporising  bn  lb 
is  filled  with  hydrogen,  and  that  some  means  are  adopted  for  ensuring 
the  rapid  distribution  of  the  substance  over  the  bottom  of  the  vapori¬ 
sing  bulb. 

The  determinations  are  most  easily  carried  ont  when  the  substance 
is  solid  at  the  ordinary  temperature;  in  such  cases  it  is  not  weighed 
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out  in  any  vessel,  but.  is  simply  cast  into  a  small  rod  and,  after  weigh¬ 
ing,  dropped  into  the  apparatus,  where  it  melts  and  is  quickly  dis¬ 
tributed  over  the  surface  of  the  bulb.  In  tlie  case  of  liquids  the 
authors  recommend  the  use  of  small  vessels  made  of  Wood’s  fusible 
metal,  which  melts  quickly  when  introduced  into  the  vaporising 
bulb,  and  thus  ensures  rapid  distribution.  These  bulbs  can  be  made 
so  thin  that  there  is  no  danger  of  breaking  the  apparatus.  Mercury 
or  small  platinum  spirals  can  be  employed  to  break  the  fall  when 
neccssarv,  but  sand,  asbeslos,  Ac.,  must  not  be  used.  If  the  liquid 
acts  on  Wood’s  metal,  or  if  the  temperature  at  which  the  experiment 
is  to  be  carried  out  is  below  the  melting  point  of  the  alloy,  short, 
wide,  c)dindrical  stoppered  glass  tubes  can  be  used  ;  as  soon  as  the 
tube  has  been  introduced  into  the  apparatus,  the  liquid  is  made  to 
flow  out  by  tapping  the  stem  of  the  vaporising  bulb. 

The  capacity  of  the  vaporising  bulb  should  be  about  100  c.c.,  and 
its  diameter  30  mm.  :  it  should  be  rather  flat  at  the  bottom,  and  the 
upright  tube  should  not  be  more  than  4  to  5  mm.  wide.  The  quan¬ 
tity  of  substance  taken  should  be  such  that  its  vapour  occupies 
about  9 — 11  c.c. 

Experiments  with  xjdene  (b.  p.  140°)  at  100°,  nitrobenzene 
(b.  p.  *206°)  at  176°,  naphthalene  (b  p.  218°)  at  183°,  paranitrotoluene 
(b.  p.  238°)  at  205°,  and  ether  (b.  p.  35°)  at  17°  showed  that  the  re¬ 
sults  are  as  accurate  as  those  obtained  in  the  ordinary  way  with  the 
apparatus  filled  with  air.  F.  S.  K. 

Viscosity  of  Liquids.  By  J.  Wagner  (Zeit.  physical.  Ghent.,  5, 
31 — 52). — The  viscosity  of  dilute  solutions  of  a  number  of  salts  was 
examined  by  the  method  employed  b}r  Arrhenius  (Abstr.,  1S88,  33G), 
and  the  results  obtained  by  the  latter,  more  especially  the  correctness 
of  the  exponential  formula  used  by  him  to  express  the  relative  vis¬ 
cosities  of  solutions,  were  fully  verified.  The  formula  gives  in  all 
cases  approximate  expression  to  the  observed  values,  but  generally  is 
not  quite  within  the  limit  of  experimental  error. 

The  author  also  finds  that  the  viscosity  of  dilute  solutions  is 
an  additive  function  of  the  metallic  and  non-mctallic  radicles  of  the 
dissolved  salt.  This  property,  which  depends  on  the  existence  of  dis¬ 
sociated  molecules  in  the  solutions,  is  not  as  marked  in  the  case  of  the 
viscosity  as  with  some  other  of  the  properties  of  dilute  solutions,  but 
this  is  explained  by  the  fact  that  those  molecules  which  remain  un¬ 
dissociated  exercise  their  full  influence  on  the  viscosity,  whereas  the 
influence  which  they  have  in  many  other  cases  is  only  small.  The 
dissociated  ions  have  seeming^  in  some  cases  greater,  and  in  other 
cases  less  viscosity  than  the  original  salt. 

The  viscosities  of  the  different  metals  are  compared  one  with 
another.  Those  of  allied  metals  are  found  to  be  of  the  same  order, 
but  in  these  cases  the  viscosity  decreases  as  the  atomic  weight  in¬ 
creases.  H.  C. 

Nature  of  Osmotic  Pressure.  By  L.  Meter  (Zeit.  physikal. 
Chem.,  5,23 — 27). — The  author  objects  to  the  term  “osmotic  pres¬ 
sure”  as  used  by  Van’t  Hoff  (Abstr.,  188S,  77S).  To  regard  this 
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pressure  as  caused  by  the  substance  which  does  not  pass  through 
the  membrane  is  incorrect,  as  it  is  simply  due  to  a  larger  passage 
of  liquid  in  one  direction  than  in  the  other.  It  also  cannot  be 
said  to  be  due  to  dissolved  substance  or  the  solvent  alone,  since  by 
altering  the  nature  of  the  membrane  the  solvent  and  dissolved  sub¬ 
stance  may  be  made  to  change  places,  one  membrane  being  only  per¬ 
meable  by  the  first,  and  another  only  permeable  by  the  second. 

H.  C. 

Exceptions  to  the  Gaseous  Laws  in  Solutions.  By  A.  A. 

Notes  ( Zeit .  physical.  Chem.,  5,  53 — 07). — The  gaseous  laws  applied 
to  dilute  solutions  by  Van’t  Hoff  arc  found  to  be  subject  to  numerous 
exceptions,  which  it  may  be  assumed  are  caused  by  a  diminution  of 
the  free  path  of  the  moving  molecules,  owing  to  the  space  being 
partly  occupied  by  the  molecules  of  the  solvent  and  of  the  dis¬ 
solved  substance,  and  also  perhaps  due  to  an  attraction  existing 
between  the  dissolved  substance  and  the  solvent.  On  these  assump¬ 
tions,  the  author  finds  that  Boyle’s  law  in  solution  must  be  altered  to 
p(v  —  d)  =  K,  p  being  the  osmotic  pressure,  v  the  volume  in  litres 
of  the  solution  containing  a  gram-molecule  of  the  dissolved  sub¬ 
stance,  and  d  and  K  being  constants.  This  expression  is  found  to  be 
in  very  close  agreement  with  the  results  obtained  by  Beckmann  for 
the  reduction  of  the  freezing  point  in  various  solutions  (Abstr.,  1889, 
li),  this  latter  being  proportional  to  the  osmotic  pressure,  and 
therefore  giving  the  value  of  p. 

The  reasoning  by  means  of  which  the  above  formula  is  deduced 

gives  d  =  (1  —  ad)^- - — ,  in  which  ax  is  a  constant,  B  the  volume 

1  —  c 

of  the  gram-molecule,  and  b  the  volume  of  the  molecules  in  a  gram- 
molecule  of  the  dissolved  substance,  and  c  the  volume  of  the  mole¬ 
cules  in  a  litre  of  the  solvent.  The  author  shows  that  the  values  of 
d  in  various  cases  are  in  general  agreement  with  the  above  expres¬ 
sion,  wdiich  theoretically  should  obtain  fur  this  constant. 

Although  in  these  deductions  account  is  taken  of  a  specific  attrac¬ 
tion  between  the  dissolved  substance  and  the  solvent,  the  same  result 
is  obtained  if  this  be  neglected,  so  that  seemingly  it  does  not  exist. 

H.  C. 

Solubility  of  Saline  Mixtures.  By  A.  Etard  (Bull.  Soc.  Chun. 
[3],  2,  729 — 734). — When  a  small  quantity  of  water  acts  on  excess 
of  sodium  and  potassium  chlorides,  the  curve  expressing  the  amount 
of  mixed  salts  contained  by  the  resulting  solutions  is  rectilinear,  and 
from  its  angular  coefficient,  the  author  finds  that  the  temperature  at 
which  water  would  disappear  from  the  solution  is  738°,  which  is  the 
melting  point  of  potassium  chloride  (Camel ley)  ;  aud  the  respective 
weights  of  potassium  chloride  and  of  sodium  chloride  which  would  be 
present  at  this  temperature  are  calculated  to  be  1G'7  per  cent,  of 
sodium  chloride  and  S3'3  of  potassium  chloride.  These  weights 
contain  sensibly  equal  amounts  of  metalloid  and  of  metals,  thus  :  — 


16-7  =  Na. 
83'3  =  K... 


6-58  +  Cl  . . . 
43  (3  +  Cl  . . . 


100-0 


50-18 


49-7 
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Moreover,  Ihese  numbers  are  sncli  as  correspond  with  the 
association  of  the  same  number  of  chlorine  and  of  potassium  + 
sodium  atoms — 


(3003t>101)ci  =  1'40S 


4o'0t^ 

-3U-K 


+ 


5  0 


N  a  =  1-403. 


The  curves  representing  the  chlorine  and  potassium  +  sodium 
present  in  the  mixed  .salts  dissolved,  are  also  right  lines  which  meet 
at  738°.  These  results  may  have  some  relation  to  the  hypothesis  of 
Arrhenius.  T.  G.  N. 


Substitution  of  Salts  in  Mixed  Solutions.  By  A.  Iytard 
( Compt .  rend.,  110,  18G — 188). — The  solubility  of  potassium  iodide 
between  — 22^  and  0°  is  represented  by  a  lino  sharply  inclined  to  the 
axis  of  temperature ;  from  0°  to  10b°,  by  another  right  line  (0‘1257<)  ; 
and  from  108°  to  22iJ°,  by  another  right  line  (0*U603f).  Calculation  of 
the  limiting  temperature  by  extrapolation  gives  037°,  practically 
identical  with  the  melting  point  of  the  iodide,  630°. 

As  a -general  rule  with  all  salts,  the  higher  the  temperature  the  less 
is  the  inclination  of  the  right  lino  representing  the  solubility  to  the 
axis  of  temperature,  and  the  irregularities  in  solubility  are  observed 
below  130°,  a  temperature  above  which  hydrates  rarely  exist. 

If  a  small  quantity  of  water  is  brought  into  contact  with  a  mixture 
of  potassium  iodide  and  bromide,  the  total  quantity  of  salt  dissolved 
is  the  same  as  if  the  iodide  alone  were  present,  and  the  limiting  tem¬ 
perature  is  the  melting  point  of  the  iodide.  The  bromide  obeys  the 
law  of  solubility  of  the  iodide,  and  at  the  limit  of  solubility  the  ratio 
of  bromide  to  iodide  in  the  solution  would  be  33'G  :  6G  4. 

Potassium  chloride  mixed  with  the  iodide  behaves  in  a  precisely 
similar  manner,  and  at  the  limit  of  solubility  the  ratio  of  chloride  to 
iodide  would  be  20  :  SO. 

Potassium  bromide  and  chloride  behave  similarly,  the  ratio  at  the 
limit  of  solubility  being  E.C1  •:  KBr.  :  :  25  :  75. 

The  phenomena  might  be  explained  by  supposing  that  mutual  sub¬ 
stitution  took  place,  but  the  ratios  of  the  constituents  of  the  dissolved 
mixtures  have  no  direct  relation  to  their  molecular  weights. 

C.  H.  B. 

Molecular  Constitution  of  Compounds  at  their  Critical 
Point.  By  P.  A.  Gove  ( Compt .  rend.,  110,  141 — 144). — From  the 
definitions,  the  value  of  b  in  the  equation  of  Van  der  Waals  should 
be  proportional  to  the  molecular  refractive  power  of  the  substance, 

N-— 1 

which  the  author  calculates  from  the  expression  R  —  — — - - — . 

.  (V  +  -2)d 

Now,  the  critical  coefficient  x,  or  the  ratio  , of  the  absolute  critical 
temperature  to  the  critical  pressure,  is  also  proportional  to  the  value 
of  b,  and  therefore  to  the  molecular  refractive  power.  Hence,  i  if  be 
a  constaut  for  all  substances,  wo  have — 
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Tlie  author  has  calculated  the  molecular  refractive  power  of  all  sub¬ 
stances  for  which  the  other  data  required  were  known.  The  value  of 
f  varies  between  lii  and  2‘0,  the  meat)  being  T8.  The  variations 
from  the  mean  amount  to  about  10  per  cent.,  which  is  also  the 
possible  error  in  the  magnitude  of  y.  This  holds  good  through  a 
wide  range  of  critical  temperatures,  and  for  very  different  substances. 
It  is  important  to  note  that  if  the  refractive  power  is  calculated  to 
the  molecular  weight,  the  value  of  /  is  T8,  but  if  it  is  calculated  to 
the  equivalent,  the  value  of  /is  sometimes  1'8  and  sometimes  0'9. 

The  relation  may  also  be  written  in  the  form — 

(2.)  M=/V, 


and,  hence,  the  molecular  weight  of  a  substance  at  its  critical 
point  can  be  calculated  if  the  critical  coefficient  and  the  refractive 
power  are  known.  The  results  obtained  show  that  the  molecular 
weights  of  liquids  at  their  critical  points  agree  with  those  calculated 
according  to  Avogadro's  law. 

It  is  evident  that  the  relation  (1.)  can  only  hold  good  if  the  molecu¬ 
lar  refractive  power  and  the  critical  coefficient  of  a  substance  are 
characterised  by  the  same  variations,  and  it  follows  that  the  know¬ 
ledge  of  the  critical  coefficient  of  a  substance  only  is  sufficient  for 
the  determination  of  its  molecular  weight  at  the  critical  point.  The 
molecular  refractive  power  can  be  calculated  from  the  coefficients  of 
refraction  of  the  constituent  atoms,  and  if  these  coefficients  are 
divided  by  T8,  a  new  series  of  numbers  is  obtained,  which  the  author 
terms  critical  atomic  coefficients,  and  from  these  the  critical  coefficient 
of  a  substance  can  be  calculated.  The  values  obtained  in  this  way 
agree  with  the  experimental  numbers,  within  the  limits  of  experi¬ 
mental  errors. 

It  is  always  possible,  therefore,  to  calculate  a  value  for  the  critical 
coefficient  with  such  an  approximation  to  accuracy  that  on  comparison 
with  the  experimental  number  a  choice  can  be  made  from  several 
possible  formulae  of  that  one  which  most  accurately  represents  the 
molecular  weight  of  the  substance  at  its  critical  point.  C.  H.  B. 

Equilibrium  in  Homogeneous  Solutions  when  unequally 
heated.  By  P.  van  Bekcueai  ( Gompt .  rend.,  110,  82 — 84). — Hydro¬ 
chloric  acid  and  ammonia  solutions  respectively  were  enclosed  in 
sealed  tubes,  the  upper  parts  of  which  were  heated.  The  contents  of 
the  hot  and  cold  parts  of  the  tube  were  analysed,  and  it  was  found 
that  there  is  a  decided  concentration  of  the  gases  in  the  cold  part  of 
the  solution.  This  result  is  not  due  to  distillation,  for  if  the  hot  and 
cold  portions  of  the  liquid  are  separated  by  air,  the  difference  in 
composition  becomes  very  much  greater.  C.  H.  B. 

Residual  Affinity  of  Inorganic  Salts.  By  B.  Lachowicz 
(Monutsh .,  10,  884 — 905;  compare  Abstr.,  1888,  1281,  1889,  569). — 
Most  organic  bases  give  precipitates  of  definite  composition  when 
shaken  with  solutions  of  salts  of  the  heavy  metals ;  in  the  table  given 
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below,  the  sign  +  denotes  that  such  a  precipitate  is  formed  between 
the  corresponding  base  and  salt. 


Piperidine. 

6 

c 

3 

‘C 

r-H 

Quinoline. 

Aniline. 

<L 

.a 

'o 

o 
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3 
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Ph 

d 

g-’S 
^  5 

t:  a) 
rZ  C 

jz  3 
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Phenyl  hydr¬ 
azine. 
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.3 
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k— < 

FS 

t  2 

Xylidine, 

.... 

H 

m 

+ 

+ 

CuCl.i . 

+ 

+ 

IlgCi . 

m 

Bp 

+ 

trace 

4- 

0uSO4 . 

■ 

+ 

+ 

ZnSO.,  .... 

■e 

+ 

MgSCb  .... 

Cu(XO,)o  . 

+ 

1‘bXO,  .... 

+ 

+ 

+ 

+ 

2fiCl» . 

CdCb . 

■ 

| 

■ 

4- 

+ 

It  appears  that  all  the  salts  of  the  heavy  metals  with  strong  acids 
form  compounds  with  organic  bases,  and  that  these  are  analogous  to 
compounds  formed  from  the  combination  of  acids  wiih  bases.  The 
various  salts  of  the  same  acid  have  different  affinities  for  organic 
bases,  and  the  affinity  varies  inversely  as  the  basicity  of  the  metal, 
and  inversely  as  the  heat  of  formation  of  the  salts  formed  from  the 
acid  and  the  metals.  G.  T.  Al, 
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Preparation  of  Chlorine  Gas  for  Laboratory  Purposes.  By 

P.  Klason  ( Ber .,  23,  330 — 337). — I.  From  manganese  peroxide  and 
hydrochloric  acid. — According  to  the  author’s  experiments,  the 
different  varieties  of  pyrolusite  yield  from  75 — 85  per  cent,  of 
the  theoretical  quantity  of  chlorine.  For  each  kilo,  of  peroxide, 
about  4  litres  of  3G  per  cent,  hydrochloric  acid  are  necessary,  the 
greatest  possible  yield  of  chlorine  being  174  grams  per  litre ;  as  a 
general  rule,  however,  only  125 — 140  grams  are  obtained.  For  the 
preparation  of  the  gas  in  considerable  quantities,  the  author  recom¬ 
mends  the  use  of  an  earthenware  apparatus,  the  principle  of  which  is 
similar  to  Kipp’s.  The  central  chamber  is  filled  with  3  kilos,  of 
pyrolusite  in  small  pieces,  *2  litres  of  concentrated  hydrochloric  acid 
added,  and  the  whole  heated  on  the  water-bath.  (In  order  to  allow 
space  between  the  apparatus  and  the  bottom  of  the  water-bath,  the 
former  is  constructed  with  small  feet.)  The  stream  of  chlorine  can 
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be  regulated  exactly,  and  when  the  gas  ceases  to  come  off,  the  spent 
acid  ^is  removed,  and  2  litres  of  fresh  acid  introduced,  The 
qnantityof  pyrolusite  originally  taken  is  sufficient  to  use  up  12  litres 
of  acid.  In  order  to  prevent  chlorine  entering  the  room  when  the 
current  of  the  gas  is  stopped,  the  upper  chamber  is  connected  with  a 
funnel  containing  soda  crystals. 

II.  From  sodium  chloride,  pyrolusite,  and  sulphuric  acid. — It  is 
usually  supposed  that  in  this  reaction  the  whole  of  the  chlorine  is 
evolved  in  the  free  state;  detailed  experiments  have,  however,  shown 
that  this  is  not  the  case,  but  that  the  reaction  which  takes  place  is  as 
follows  : — 

4KaCl  +  MnO>  +  3H,S04  =  2NaHS04  +  Ka2SO(  +  MnCb 

+  2H20  +  Cl3. 

The  necessary  proportions  are,  therefore,  5  parts  of  pyrolusite, 
11  parts  salt,  and  14  parts  of  sulphuric  acid  diluted' with  an  equal 
volume  of  water. 

III.  From  pyrolusite,  hydrochloric  and  sulphuric  acids. — The 
instructions  usually  given  for  the  preparation  of  chlorine  by  this 
method' are  to  take  1  part  of  pyrolusite,  2‘  of  hydrochloric  acid  of 
sp.  gr.  1T'4,  and  1  part  of  sulphuric  acid  mixed  with  an  equal  bulk  of 
water,  the  reaction  being  supposed  to  take  place  according  to*  the 
equation — 

MnOt  +  2HC1  +  H2S04  -  MnS04  -b  2H20  +  Cl2. 

As  in  the  foregoing  case;  this  equation  is  quite  incorrect,  only  65'per 
cent,  of  the  chlorine  being  obtained  in  the  free  state. 

IV.  From  bleaching  powder  and  hydrochloric  acid. — Tn  this  method 
it  is  unnecessary  to  mix  the  bleaching  powder  with  gypsum  (Winkler, 
Abstr.,  1887,442),  or  to  compress  it  into  cakes  (Thiele,  this  vol.,  p.  6), 
it  being  quite  sufficient  to  put  it  into  the  central  bulb  of  a  Kipp’s- 
apparatus,  and  bore  a  hole  through  the  cake  with  a  glass  rod. 

When  a  small  quantity  only  of  chlorine  is  required,  and  absolute 
purit}'of  the  gas  is  not  necessary,  this  method  maybe  with  advantage 
employed,  but  in  the  preparation- of  large  quantities,  it  is  much  more 
advantageous  to  obtain  it  by  the  action  of  hydrochloric  acid  on 
pyrolusite,  in  the  earthenware  apparatus  described  above. 

IT.  G.  c: 

Iodine  in  Solution.  By  H.  Gautier  and  G.  Charpy  ( Compt . 
rend.,  110,  189 — 191). — Iodine  solutions  are  generally  classed  as  violet 
or  brown,  but  every  intermediate  tint  can  be  obtained’  by  using 
different  solvents.  The  following  results  were  obtained  with  15  dif¬ 
ferent  solvents  :  violet,  carbon  bisulphide,  carbon  tetrachloride,  chloro¬ 
form  ;  red,  benzene,  ethylene  dichloride,  ethylene  dibromide ;  rr.d- 
brown,  toluene,  ethyl  bromide,  paraxylene,  ethyl  iodide;  brown, 
acetophenone,  acetic  acid,  ether,  alcohol,  acetone.  Changes  in 
colour  are  accompanied  by  changes  in  the  position  of  the  absorption 
bands.  The  spectrum  of  the  violet  solutions  closely  resembles  that 
of  the  vapour,  but  is  displaced  towards  the  bine. 

Cryometric  determinations  of  the  molecular  weight  combined  with 
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Loch's  results  with  benzene  and  carbon  bisulphide  gave  the  following- 
results  : — - 


Sol  rent. 

Mol.  wt. 

Ether . 

.  507 

Acetophenone  . 

.  48 1 

Benzene . 

.  341 

Carbon  bisulphide  .. . 

.  303 

Hence,  it  would  seem  that  in  the  brown  solutions,  the  molecule  of 
iodine  contains  4  atoms,  but  this  gradually  splits  up  until  it  acquires 
in  the  violet  solutions  a  value  approaching  that  of  the  iodine  in  the 
state  of  gas  (compare  next  Abstr.).  A  rise  of  temperature  tends  to 
make  all  the  solutions  violet.  C.  H.  B. 


Molecular  Weights  of  Dissolved  Iodine,  Phosphorus,  and 
Sulphur.  By  E.  Beckmann  ( Ze.it.  physical.  Client .,  5,  70 — 82). — The 
molecular  weights  of  iodine,  phosphorus,  and  sulphur  were  determined 
from  the  boiling  points  of  their  solutions  by  the  method  already 
described  (this  vol.,  p.  323).  Todine,  both  in  ether  and  in  carbon  bi¬ 
sulphide,  gave  numbers  corresponding  with  the  molecule  I2,  a  result 
at  variance  with  that  formerly  obtained  by  Loch  (Trans.,  18SS,  805). 
Phosphorus  dissolved  in  carbon  bisulphide  gives  a  molecular  weight 
corresponding  with  the  molecule  P4,  whilst  sulphur  in  the  same 
solvent  has  a  high  molecular  weight,  corresponding  approximately 
with  the  formula  Sg.  H.  C. 

Formation  of  Ozone  and  Nitrogen  Acids  in  Combustion. 

By  L.  Ilcsvat  ue  N.  Ilosva  (Bull.  Soc.  Chhn.  [3],  2,  734 — 741). — 
Ozone  is  absent  from  oxygen  obtained  by  the  action  on  potassium 
permanganate  of  concentrated  sulphuric  acid,  the  indications  afforded 
by  the  usual  reagents  being  due  either  to  traces  of  chlorine  contained 
in  the  permanganate,  or  to  permanganic  anhydride  which  is  carried 
over. 

During  the  active  combustion  of  coal-gas,  nitrites  are  always 
formed,  and  vary  in  amount  directly  as  the  temperature  of  the  flame. 
When  pure  air,  either  alone  or  mixed  with  oxygen,  is  burnt  in  coal- 
gas,  much  nitrous  and  nitric  acids,  together  with  ammonia,  are  formed, 
and  when  air  mixed  with  nitric  oxide  is  similarly  burnt,  cyanogen  is 
also  formed.  These  results  appear  to  prove  that  at  high  temperatures 
nitrogen  has  some  affinity  for  hydrogen,  oxygen,  and  carbon. 

The  author  passed  air  over  different  varieties  of  platinum  at 
varying  temperatures,  and  his  results  prove  that  under  no  circum¬ 
stances  is  ozone  formed,  and  that  the  nitrites  produced  do  not  originate 
from  a  surface  condensation,  hut  from  a  catalysis,  which  depends  on 
the  molecular  structure  of  the  platinum  and  on  the  temperature. 

When  air  is  passed  over  reduced  iron  at  100 — 250°,  nitrous  acid  is 
formed,  but  is  absorbed  by  the  yellowish-brown  iron  oxide,  since  no 
nitrite  can  be  detected  in  the  air  which  passes  over,  whereas  the 
washings  of  the  iron  oxide  yield  evidence  of  nitrites.  Although 
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reduced  iron  at  400°  is  not  oxidised  by  dry  air  with  incandescence, 
traces  of  moisture  determine  this  result  at  once.  T.  Gr.  N. 

Combination  of  Hydrogen  Phosphide  with  Boron  Fluoride 
and  Silicon  Fluoride.  By  Besson  ( Compt .  rend.,  110,  80 — 82).— 
Hydrogen  phosphide  and  boron  fluoride  do  not  unite  at  the  ordinary 
temperature,  but  combination  begins  at  —30°,  and  at  —50°  a  white 
solid  is  obtained,  which  becomes  yellow  as  the  temperature  rises, 
with  evolution  of  2  vols.  of  boron  fluoride  and  1  vol.  of  hydrogen 
phosphide,  the  latter  being  mixed  with  some  free  hydrogen,  whilst 
some  solid  hydrogen  phosphide  is  formed.  The  white  solid  has  the 
composition  PH3,  2BF3,  and  is  decomposed  by  water  with  evolution 
of  hydrogen  and  hydrogen  phosphide. 

Hydrogen  phosphide  and  silicon  fluoride  combine  only  under 
pressure,  and  at  —22°  under  a  pressure  of  50  atmos.  a  white,  crystal¬ 
line  solid  is  obtained.  The  best  yield  is  obtained  with  the  proportion 
of  gases  given,  but  the  solid  is  also  formed  when  the  gases  are  mixed 
in  equal  volumes  or  two  volumes  of  silicon  fluoride  and  one  of  hydro¬ 
gen  phosphide,  but  with  one  volume  of  the  former  and  two  of  the 
latter,  or  three  of  the  former  and  one  of  the  latter,  no  solid  is  obtained 
even  at  — 40J.  The  solid  compound  has  the  composition  2PHa,3SiF4. 

C.  H.  B. 

Different  Forms  of  Graphitic  Carbon  and  their  Derivatives. 

By  Berthelot  and  P.  Petit  {Compt.  rend.,  110,  101 — lo6,  1UG — 109). 
—  Graphite  formed  in  various  ways  was  converted  into  the  corre¬ 
sponding  graphitic  oxide  by  the  method  described  some  time  ago 
{Ann.  Chim.  Phys.  [4],  19,  409).  In  the  various  analyses  given,  the 
ash  has  been  deducted. 

Graphite  from  Cast  Iron. — The  graphitic  oxide  has  the  composition 
C,  62'7  ;  H,  1*3  ;  O,  30*0  ;  which  agrees  with  the  empirical  formula 
C7H2O3,  and  for  purposes  of  comparison  may  be  represented  by  the 
rational  formula  CbsHgO^.  Saturation  with  baryta-water  indicates 
mono-basicity  for  the  empirical  formula,  and  tetra- basicity  for  the 
rational  formula.  It  deflagrates  suddenly  if  heated  to  a  certain  tem¬ 
perature,  but  if  carefully  heated  in  a  sealed  tube,  it  yields  pyro- 
graphitic  oxide,  water,  carbonic  oxide,  and  carbonic  anhydride,  the 
ratio  between  the  two  latter  being  2  vols.  to  3  vols. 

The  pyrographitic  oxide  is  black,  and  has  the  composition  C,  8G*55; 
H,  070;  O,  12' 75,  and  may  be  represented  by  the  formula  C46H6Os. 

Amorphous  Graphite  or  Plumbago. — The  graphitic  oxide  has  the 
composition  C,  50  *2;  H,  1*5;  O,  42*1;  N,  0*1;  which  agrees  with 
the  formula  C56H><03,,  or  C-^FhOu.  When  heated  in  a  scaled  tube,  it 
yields  water,  carbonic  anhydride,  and  carbonic  oxide,  in  the  ratio  of 
three  vols.  to  two,  and  a  pyrographitic  oxide ,  which  contains  C,  83'85; 
H,  0*72  ;  O,  15*43  per  cent.,  and  therefore  has  the  formula  C44H6Ofi. 

Electric-  Graphite. — Carbon  converted  into  graphite  in  the  electric 
arc  yields  a  graphitic  oxide  of  the  composition  C,  51*95;  H,  1*55; 
0,  4G*35 ;  N,  0'15,  which  agrees  with  the  formula  C28Hi0Oi9,  or 

CieHsOn. 

The  difference  between  the  three  graphitic  oxides  becomes  evident 
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if  the  hydrogen  is  assumed  to  he  present  in  ihe  form  of  water,  and 
the  amount  of  carbon  is  supposed  to  be  the  same  in  all  cases. 

From  cast  iron .  C560,c  +  4  FLO 

From  plumbago .  C56Oi0  +  5H,0  or  C4,016  +  41LO 

From  electric  graphite  .  CseO.^  +  5H40  or  C^Ois  +  3HX) 

The  different  degrees  of  polymerisation  of  the  carbon  become  recog¬ 
nisable  if  the  results  are  calculated  to  the  same  amount  of  oxygen, 
the  carbon-atoms  being  in  the  ratio  of  50  :  44  :  32. 

The  graphitic  and  pyrogvaphitic  oxides  were  burnt  in  the  calori¬ 
metric  bomb  in  oxygen  compressed  to  25  atmospheres. 

Graphitic  Oxide  from  Cast  Iron. — Molecular  heat  of  combustion  at 
constant  volume,  2530  0  Cals.;  at  constant  pressure,  2527* 7  Cals.,  heat 
of  formation  from  its  elements,  carbon  as  diamond,  388*7  Cals.,  carbon 
as  graphite,  412*7  Cals.  The  pyrographitic  oxide:  heat  of  combustion 
at  constant  volume,  4479  4  Cals.  ;  at  constant  pressure,  4478*8  grams  : 
heat  of  formation,  carbon  as  diamond,  G6*0  Cals.,  carbon  as  graphite, 
89*0  Cals. 

These  numbers  give  no  exact  idea  of  the  phenomena  of  combustion 
or  formation,  since  at  the  moment  of  formation  part  of  the  hydrogeu 
is  fixed  in  the  form  of  water,  with  a  loss  of  energy  which  cannot  be 
estimated,  but  if  the  maximum  possible  value  of  this  loss  be  deducted, 
it  will  be  seen  that  the  beat  developed  per  atom  of  oxygen  which 
enters  into  combination  is  only  +  15*3  Cals.,  a  value  much  lower  than 
the  heat  developed  by  its  conversion  into  carbonic  oxide,  or  still  more 
carbonic  anhydride,  a  fact  which  explains  the  ready  decomposition 
of  the  graphitic  oxide  with  liberation  of  carbonic  oxide  and  anhydride, 
and  the  retention  of  part  of  the  energy  by  the  pyrographitic  oxide, 
which  is  thus  an  endothermic  compound,  about  — 3*0  Cals,  being 
absorbed  per  atom  of  carbon.  The  conversion  of  the  graphitic  oxide 
into  pyrographitic  oxide  liberates  +  1G2G  Cals.,  and  if  the  mean 
specific  heat  of  the  product  is  taken  as  025,  the  temperature  of  decom¬ 
position  will  be  about  G00°. 

Graphitic  Oxide  from  Plumbago. — Molecular  heat  of  combustion  at 
constant  volume,  2G37 *7  Cals.  ;  at  constant  pressure,  2633*8  Cals. 
Heat  of  formation  from  diamond,  +  351*6  Cals.,  from  graphite, 
+  365*6  Cals.  The  pyrographitic  oxide:  Heat  of  combustion  at  con¬ 
stant  volume,  4157*0  Cals. ;  at  constant  pressure,  4156*1  Cals.  Heat  of 
formation  from  diamond  +200  1  Cals.,  from  graphite,  +222*1  Cals. 

Graphitic  Oxide  from  Electric  Graphite. — Molecular  heat  of  com¬ 
bustion  at  constant  volume,  2G0G*05  Cals. ;  at  constant  pressure, 
2G02*0  Cals.  Heat  of  formation  from  diamond,  +383  Cals.,  from 
graphite,  +397  Cals. 

The  heats  of  formation  of  the  graphitic  oxides  are  very  different, 
and  characterise  the  different  species.  If  these  heats  of  formation 
are  calculated  to  the  same  weight  of  carbon,  they  are  represented  by 
the  numbers  13*9,  12*5,  and  13*7  respectively.  These  values  are 
almost  equal,  although  the  corresponding  amounts  of  oxygen  are  in 
the  ratio  of  4  :  5  :  7,  and  this  agreement  in  the  quantity  of  heat 
developed  by  very  different  degrees  of  oxidation  shows  clearly  the 
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important  differences  between  the  various  graphitic  radicles  and  the 
oxides  to  which  they  give  rise.  C.  H.  B. 

Combination  of  Alkali  Metals  with  Ammonia.  By  H.  W.  B. 

Roozeboom  ( Gompt .  rend.,  110,  134 — 137). — A  theoretical  discussion 
of  the  observations  of  Joannis  (this  vol.,  p.  209)  ou  the  dissociation 
of  sodammonium  or  potassammonium,  which  the  author  regards  as 
analogous  to  the  dissociation  of  a  mixture  of  tetrahydrated  calcium 
chloride,  CaCk  -r  4H20,  and  its  saturated  solution  (Rec.  Trav.  Ghim.,  ! 
8,  1—140).  *  C.  H.  B.  | 

New  Hydrate  of  Potassium  Hydrogen  Sulphate.  By  J.  B.  I 

Sk.ndeuens  [Bull.  Soc.  Ghim.  [_3],  2,  728). — When  an  aqueous  solution 
of  potassium  hydrogen  sulphate  is  evaporated  at  a  gentle  heat  to  such 
an  extent  that  on  removal  of  the  flame  a  solid  mass  is  obtained,  there 
will  appear  on  the  surface  of  the  mass  after  some  time  a  layer  of 
arborescent  crystals,  which  have  the  composition  HJyS04  +  54H20  ; 
these  melt  at  30°,  and  deliquesce  so  soon  as  the  arborescence  is  com¬ 
pletely  developed.  The  formation  is  dependent  on  the  degree  of  con¬ 
centration  of  the  mother  liquor,  and  on  the  temperature  of  the 
laboratory.  T.  G.  1ST. 

Solubility  of  Calcium  Carbonate  in  Fresh  and  Sea  Water. 

By  W.  S.  Anderson  (Proc.  Roy.  Soc.  Edin .,  16,  319 — 324). — Iceland 
spar  is  less  soluble  in  sea  water  than  the  other  forms  of  carbonate, 
and  it  is  less  soluble  in  sea  than  in  fresh  water,  the  former  dissolving 
0  0082  gram  per  litre,  whilst  the  latfcr,  free  from  carbonic  anhydride, 
takes  up  0'251  gram  ;  but  the  form  in  which  the  calcite  is  presented, 
whether  massive  or  in  powder,  has  no  notable  effect  on  its  solu¬ 
bility  in  sea  water,  whereas  in  distilled  water  the  powdered  spar  is 
soluble  to  double  the  amount.  When  sea  water  remains  over  calcite 
for  some  time,  a  portion  of  the  dissolved  carbonate  is  precipitated. 
Although  this  may  not  occur  generally,  yet  it  helps  to  account  for  the 
gradual  petrifaction  of  the  porous  masses  of  dead  coral  reef  in  com¬ 
paratively  shallow  waters.  Carbonated  water  dissolves  ealcite  readily; 
the  more  finely  divided  it  is,  the  greater  the  solubility.  Of  the 
massive  form,  0'0815  gram  per  litre  is  dissolved  in  24  hours,  and  of 
the  powdered,  0'472  gram.  A  series  of  experiments  were  undertaken 
with  a  view  to  throw  light  on  the  condition  in  which  the  carbonate  is 
present  in  sea  water,  and  for  this  purpose  a  hard  variety  of  coral 
skeleton  ( Oculina  coronalis )  was  finely  powdered,  and  the  solution 
allowed  to  act  on  portions  of  it  separately  for  four  days.  The  solu¬ 
bility  was  found  to  be  greater  in  distilled  than  in  sea  water,  the  magne¬ 
sium  salts,  chloride  and  sulphate,  dissolving  the  largest  quantity,  and 
calcium  sulphate  the  least ;  in  fact  this  salt  seems  to  retard  solubility. 
Solution  of  magnesium  chloride  dissolves,  and  then  throws  out  the 
carbonate  in  crystalline  form,  and  this  action  shows  that  there  is  no 
interaction  between  magnesium  chloride  and  calcium  carbonate,  as  if 
there  were,  magnesium  carbonate  would  be  precipitated  ;  sea  water  acts 
in  a  manner  similar  to  magnesium  chloride.  0'G  gram  per  litre  being 
dissolved,  and  a  portion  being  afterwards  precipitated.  This  is  not  due 
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to  carbonic  anhydride,  for  artificial  sea  water  free  from  gas  acts  in  the 
same  way.  Solutions  of  the  individual  salts  dissolved  more  of  the 
coral  skeleton  than  did  the  normal  or  artificial  sea  water;  this  appears 
due  to  the  action  of  calcium  sulphate,  as  before  stated.  The  author 
considers,  therefore,  that  calcium  carbonate  is  present  in  sea  water  as 
such,  and  is  there  simply  owing  to  its  solubility  in  the  river  water 
flowing  into  the  sea,  the  salts  present  helping  or  retarding  the  solu¬ 
tion,  as  the  ease  may  be.  E.  W.  P. 

Prolonged  Action  of  SeaWater  on  Pare  Natural  Magnesium 
Silicates.  By  A.  Johnstone  ( Proc .  Hoy.  Soc.  Edin.,  16,  172 — 175). 
—Sea  water  dissolves  pure  steatite  in  small  quantities,  with  separa¬ 
tion  of  silica,  and  this  solution  is  attributed  to  the  sodium  chloride  in 
the  water :  Mg,Si5Ou  +  8H..0  +  SXaCl  =  4Xa.SiO3.8H5O  +■  4MgCla 
+  SiO>  Pure  white  tale  is  also  slightly  soluble,  but  the  common 
green  variety,  which  contains  iron,  is  more  easily  dissolved. 

E.  W.  P. 

Reduction  of  Oxygen  Compounds  by  Magnesium.  By  C. 
Winkler  (Her.,  23,  120 — 180). — In  this  paper  the  author  gives  an 
account  of  the  action  of  magnesium  on  the  oxides  of  the  metals  of 
Hendeleeff’s  second  group  ;  the  experiments  were  carried  out  in  the 
manner  previously  described  (this  vol.,  p.  881),  but  in  some  cases 
the  behaviour  of  the  hydroxide,  as  well  as  that  of  the  oxide,  was 
studied. 

Beryllium  oxide  (2  mols.)  is  reduced,  but  only  partial! v,  by  mag'- 
nesium  (1  mol.),  and  the  reaction  is  not  very  energetic,  although  the 
mixture  glows  feebly,  aud  some  of  the  magnesium  is  volatilised. 
The  grey  mass  obtained  is  not  acted  on  by  boiling  water,  but  when 
warmed  with  soda,  hydrogen  is  slowly  evolved.  It  dissolves  in  hydro¬ 
chloric  acid  and  in  nitric  acid,  hydrogen  being  rapidly  evolved,  and 
when  heated  in  the  air  it  glows  brightly.  When  treated  with  chlorine 
at  a  high  temperature,  beryllium  chloride  sublimes. 

Iu  heating  metallic  oxides  with  powdered  magnesium,  the  latter  is, 
to  a  slight  extent,  converted  into  the  nitride  bv  the  nitrogen  of  the 
air;  the  formation  of  nitride  is  proved  by  the  evolution  of  ammonia, 
when  the  mixture  is  subsequently  exposed  to  moist  air.  When  mag¬ 
nesium  wire  is  burnt  in  the  air,  the  formation  of  nitride  does  not  take 
place,  but  when  powdered  magnesium  is  heated  with  magnesium 
oxide,  the  product  gives  off  ammonia  on  warming  with  potash.  It 
seems,  therefore,  that  the  presence  of  substances  otherwise  inactive, 
but  which  absorb  heat,  favours  the  formation  of  magnesium  nitride. 

Pure  magnesium  oxide  undergoes  no  change  when  heated  with 
magnesium,  and  the  formation  of  a  lower  oxide  was  not  observed. 

Calcium  oxide  is  almost  completely  reduced  by  magnesium  at  a.  red 
heat ;  the  mixture  turns  grey,  but  otherwise  no  apparent  change  takes 
place.  The  residue  takes  fire  readily  when  heated,  burning  with  a 
brilliant,  reddish  flame,  and  it  decomposes  water  very  energetical Iv. 

When  a  mixture  of  calcium  hydroxide  (1  mol.)  and  magnesium 
(l  mol.)  is  heated  in  a  test-tube,  a  brilliant,  yellowish-red  flame  issues 
from  the  month  of  the  tube,  bat  reduction  is  incomplete  ;  the  residue 
decomposes  water  rapidly.  When  steam  (most  convenientlv  obtained 
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by  heating  crystalline  calcium  chloride  or  some  other  salt  containing 
water)  is  passed  over  powdered  magnesium,  heated  to  redness  in  a 
combustion-tube,  the  metal  glows  brightly,  and  is  quickly  converted 
into  oxide  with  development  of  heat. 

Strontium  oxide  is  slowly,  and  as  it  seems  completely,  reduced  by 
magnesium  ;  the  dark  coloured  residue  takes  fire  in  the  air,  and  burns 
with  an  intense,  red  light,  and  it  decomposes  water  very  energetically. 
Strontium  hydroxide  is  partially  reduced  by  magnesium  below  a  red 
heat,  with  a  slight  explosion. 

Barium  oxide  is  completely,  or  almost  completely,  reduced  by  mag¬ 
nesium,  a  very  violent  reaction  taking  place,  accompanied  by  vivid 
glowing ;  the  residue  decomposes  water  very  energetically.  Barium 
hydroxide  resembles  strontium  hydroxide  in  its  behaviour  with  mag¬ 
nesium. 

Zinc  oxide  is  reduced  by  magnesium  at  a  dull  red  heat,  with  explo¬ 
sive  violence.  Cadmium  oxide  shows  a  like  behaviour,  and  reduction 
is  complete,  but  the  reaction  is  not  so  violent.  In  the  case  of  mercuric 
oxide,  a  violent  explosion  takes  place,  and  the  metal  produced  is  com¬ 
pletely  volatilised.  F.  S.  K. 

Zinc-ammonium  Compounds.  By  H.  Tiioms  ( Chem .  Cc»tr., 
188.)  [2],  905;  from  Phann.  Centrahalle ,  30,  G29 — (331). — The  author 
criticises  the  formula  of  the  zinc-ammonium  carbonate  obtained  by 
G.  Kassner  (Abstr.,  1889,  1049)  in  relation  to  the  constitution  of  the 
zinc-ammonium  chloride  described  by  him  (Abstr.,  18S7,  551),  in 
which  he  holds  that  the  nitrogen  is  directly  combined  with  the  zinc. 
If  Kassner's  zinc  oxide  ammonium  carbonate  is  similarly  constituted 
to  the  author’s  zinc-ammonium  chloride,  then  it  must  have  the 
formula  Zn!0o!C(0H),0,Zn-XH30,(J(0H)!02lZn.  If,  however,  the 
hydroxyl-groups  are  combined  with  the  zinc,  as  according  to  Kassner 
they  are,  then  the  compound  must  have  the  formula 

0H-Zn-0-C0-0-Zn-NH30'C0'0-Zn-0H, 

and  the  author  remarks  that  it  is  not  quite  clear  why  the  excess  of 
ammonia  present  in  the  reaction  does  not  become  combined  with  the 
zinc  hydroxyl-group.  J.  W.  L. 

Cerium  Hydrogen  Sulphate.  By  G.  Wykouboff  (Bull  Soc. 
Chivi.  [3],  2,  74-5 — 747). — The  hydrated  and  anhydrous  varieties  of 
the  lower  cerium  oxide  dissolve  in  concentrated  sulphuric  acid,  and 
the  solution,  on  evaporation,  deposits  small,  brilliant,  transparent 
needles.  When  the  evaporation  is  continued  until  no  more  sulphuric 
anhydride  is  evolved,  care  being  taken  that  the  temperature  of 
decomposition  of  the  salt  is  not  reached,  a  perfectly  pure  crystalline 
substance  is  obtained,  which  contains  in  lUO  parts  CeO  38'C9,  aud 
S03  55-58. 

Taking  the  atomic  weight  of  cerium  as  94'4,  this  corresponds  with 
the  formula  CeS04,HjS0j,  and  insomuch  as  it  is  quite  stable  in  dry 
air,  but  very  hygroscopic,  it  corresponds  with  the  acid  sulphates  of 
the  magnesium  series,  and  consequently  lends  additional  support  to 
the  view  that  cerium  forms  a  monoxide,  and  has  the  at.  wt.  94'4,  as 
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determined  by  Biihrig,  and  not  the  at.  \vt.  141*4,  suggested  by 
5fendelcefT,  which  corresponds  with  its  forming  a  sesquioxide,  Cea03> 
since  there  is  no  sesquioxide  known  from  which  an  acid  sulphate  is 
derived.  T.  G.  N. 

Preparation  of  Very  Active  Platinum-black.  By  0.  Lji:w 
(Her.,  23,  289 — 290). — Very  active  platinum-blaek  can  be  con¬ 
veniently  prepared  as  follows: — An  aqueous  solution  (40  to  CO  c.c.)  of 
platinie  chloride  (50  grains)  is  mixed  with  40  to  45  per  cent,  of  form¬ 
aldehyde  solution  (70  e.c.),  the  mixture  cooled  well,  and  then  sodium 
hydroxide  (50  grains)  dissolved  in  water  (50  grains)  gradually  added  ; 
after  keeping  for  12  hours  the  solution  is  filtered.  A  yellow  liquid, 
from  which  a  small  quantity  of  platinum  is  deposited  on  boiling, 
first  passes  through  the  filter,  but  as  soon  as  most  of  the  salts  have 
been  washed  out  of  the  residue,  the  filtrate  assumes  a  deep  black 
colour.  The  process  is  interrupted  at  this  stage  for  several  hours 
because  the  residue  soon  absorbs  oxygen,  the  temperature  rising  to 
86 — 40°,  and  the  washings  then  pass  through  colourless.  As  soon  as 
oxidation  is  complete,  the  residue  is  washed  until  completely  free 
from  sodium  chloride,  pressed,  and  dried  over  sulphuric  acid. 

If  the  deep-black  filtrate  referred  to  above  is  submitted  to  dialysis 
in  absence  of  air,  a  black,  transparent  liquid  is  obtained  which  is 
stable  in  absence  of  air;  on  exposure  to  the  air,  however,  this 
liquid  gradually  becomes  colourless,  and  a  small  quantity  of  a  black 
powder  is  deposited.  The  black  solution  decomposes  hydrogen 
peroxide  very  energetically,  and  when  mixed  with  alcohol  or  shaken 
with  air,  the  odour  of  aldehyde  is  immediately  perceptible.  These 
and  other  experiments  seem  to  show  that  this  black  liquid  is  a 
solution  of  atomic  platinum  containing  small  quantities  of  organic 
platinum  compounds.  F.  S.  K. 
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Pseudomorphs  of  Native  Copper  after  Azurite.  By  W.  S. 

y KATES  (Amer.  J.  Sci.,  38,  405 — 407). — The  author  describes  some 
specimens  of  copper  from  Grant  Co.,  Xew  ^Mexico.  The  substance 
was  very  brittle,  and  had  a  sp.  gr.  of  only  4'15,  The  surface  of  the 
crystals  was  coated  with  kaolin,  and  this  mineral  was  also  intimately 
mixed  with  the  copper  particles.  The  tabular  crystals  had  the  form 
of  those  of  azurite  from  Arizona.  This  was  confirmed  by  measure¬ 
ments  of  the  angles.  The  copper  is  thus  a  pseudomorph  after 
azurite.  The  latter  must  have  lost  its  carbonic  anhydride  and  water 
in  the  presence  of  some  reducing  agent,  probably  volcanic  gases, 
leaving  the  copper  in  a  spongy  state,  and  upon  it  the  kaolin  was 
deposited,  and  forced  by  pressure  into  the  pores  of  the  spongy  mass. 

B.  if.  B. 
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Arsenical  Pyrites.  By  F.  v.  Sanpberger  (Jahrb.f.  Min.,  1890,  1, 
Mem.  99 — 101). — Tbe  occurrence  of  arsenical  pyrites  in  small  crystals 
having  the  form  ooP,  j  Poo,  at  Golclkronach,  has  long  been  known. 
Analysis  of  this  mineral  yielded — 

S.  As.  Sb.  Fe.  Ag.  Total.  Sp.  gr. 

20-84  41-36  3-73  34-07  0002  100-002  G'09 

The  mineral  is  of  interest  on  account  of  its  unusually  high  percentage 
of  antimony.  | 

A  second  interesting  variety  of  arsenical  pyrites  occurs  at  Neusorg,  . 
in  the  Ficlitelgebirge.  On  analysis,  it  gave  the  following  results: —  ■ 

S.  As.  Fe.  Xi.  Co.  Total.  Sjj.  gr.  J 

17-27  42-89  34'G4  4-38  trace  99TS*  5-9G 

In  1S48  Breithaupt  directed  attention  to  the  fact  that  certain 
arsenical  pyrites  contain  nickel,  but  none  of  the  varieties  he  mentioned 
contains  more  than  1  per  cent,  of  that  metal.  B.  H.  B. 

Artificial  Formation  of  Malachite.  By  A.  pe  Schulten 
(Coiupt.  rend.,  110,  202 — 204).- — A  solution  of  precipitated  copper 
carbonate  in  ammonium  carbonate  is  licated  on  a  water-bath  for 
eight  days  in  flasks  filled  up  to  the  neck,  the  water  being  renewed  as 
it  evaporates.  As  the  ammonium  carbonate  volatilises,  a  green, 
crystalline  crust  separates  on  the  sides  of  the  flask,  and  soon  becomes 
covered  with  crystals  of  malachite,  CnC03,Cn (OH)2,  containing 
CnO,  71-33;  CO*,  19-72;  H20,  8 '95  100;  sp.  gr.  at  15°  =  3‘80, 
that  of  the  mineral  varying  from  3*7  to  4  1.  Artificial  malachite 
easily  scratches  calcite,  but  is  scratched  by  fluorspar,  and  its  hardness 
is  3*5 — 4'0.  Its  crystalline  form  is  identical  with  that  of  the  natural 
mineral.  C.  H.  B. 

New  Variety  of  Aluminite.  By  K.  Flog  ( Jahrb .  f.  Min.,  1S90. 
i.  Ref.  18,  from  Verb.  Run*.  Min.  Gen.,  23,  11  G — 125). — Tbe  mineral 
examined,  to  which  the  author  assigns  the  name  of  ir/natipjfitc,  was 
found  in  the  Bachmuth  district,  in  the  government  of  Ekatrinoslav. 
On  aualysis  it  yielded — 

<40.,.  A1,03.  S03.  P.,05.  FeO.  CaO.  MgO.  K20.  Ka;0.  C.  H20. 

3-33  3G-39  30'57  3  83  0’32  1  40  0  23  6’37  2-89  P50  12*72 

B.  H.  B. 

Native  Iron.  Sulphates  from  Chili.  By  J.  B.  Mackintosh 
(/liner.  J.  Sci.,  38,  212—245). — The  author  gives  the  l-esults  of 
analyses  of  a  series  of  native  iron  sulphates,  several  of  which  have 
not  yet  been  described.  Four  of  the  sulphates  are  well-known  species. 
The  first  analysis  refers  to  coqnimbite,  la  being  amethystine,  crystal¬ 
line,  and  transparent;  15,  amethystine,  massive,  and  translucent;  and 
1  o,  white,  massive,  and  opaque.  The  analyses  of  these  three  varieties 
all  le.ad  to  the  same  formula,  Fe203,3S03,9H30.  The  other  well- 
known  species  are:  (2)  copiapite,  sp.  gr.  2’118,  formula, 

9 1  { 2Fe»03,5S03,18H30 }  +  22{FeSO,  4-  11,0}  +  5rXa*SO*  4-  11,0): 

*  C'9-27  iu  original. 
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(;>)  roemerile,  brown,  crystalline,  sp.  gi\,  2'15,  formula. 

FeO,  Fe.>03,4S  03, 1 3-7H>0  ; 

(4)  amarantitc,  red,  crystalline,  sp.  gr.  2‘005,  formula, 
Fe303,2S03,7It20. 

Of  the  new  minerals,  the  first  (analysis  5)  occurs  associated  with 
copiapite  and  amarantitc,  in  pulverulent,  orange  flakes.  Its  formula 
is  Fei03,2S03,4H20.  Ferrouatrite  (analysis  G)  occurs  in  stellate 
groups  of  a  pale,  whitish-green  colour,  associated  with  copiapite  and 
eoqnimbite.  This  new  mineral  is  analogous  to  kroehnkite  (Abstr., 
1889,  G80),  the  relationship  being  shown  by  the  formulas — 

Kroehnkite .  3(Xas0,Cu0,2S03,2H,0) 

Ferrouatrite .  3NaL.6,Fej03,GS0a,GH20. 

Associated  with  these  minerals  are  several  white  pulverulent 
sulphates,  which  are  apparently  altera tion-prodncts.  The  formulae  of 
the  three  powders  analysed  are — 

(7)  4Fe0,Fe,03.GS0t.l9H30. 

(8)  d28(FeS04,H,0)  +  71Ka,S04  +  40(2Fe3O3,5SO,.4H2O). 

(9)  487(FeS04,H.,O)  +  5Na3S04  +  16(2Fe203l5S03,lSH20). 


S03. 

Fe;  03. 

Al-A- 

FeO. 

Ka,0. 

JVnO  . 

Insol. 

H20. 

lfl  .... 

43-40 

22-17 

4-39 

— 

0-25 

— 

— 

29-79 

1 b  .... 

42-90 

2G-10 

1-G5 

— 

027 

— 

— 

29-08 

If  .... 

42-32 

28-10 

0-91 

— 

— 

— 

— 

28-67 

39-03 

2916 

— 

1*56 

0-31 

— 

— 

29-94 

«> 

«>  .  ,  ♦  .  , 

4019 

19-40 

— 

9-52 

0T4 

— 

— 

30-S5 

4 . 

3G-15 

35  09 

0-21 

— 

0-51 

— 

— 

27  44 

5 . 

4T24 

41-22 

— 

— 

— 

— 

— 

17-54 

6 . 

50 -2b 

17-23 

0-43 

— 

18-34 

0-40 

2-00 

11-14 

/ . 

38-00 

12-16 

— 

22-51 

0‘ 58 

— 

— 

26"  75 

8 . 

47'90 

504 

0-65 

30  81 

4-42 

— 

— 

10-58 

9 . 

45"G1 

5-14 

— 

3505 

0-33 

— 

— 

13-87 

(For 


ecent  analyses  of 


1888,  923). 


South  American  iron  sulphates,  sec  Abstr., 

B.  H.  B. 


Minerals  from  Atacama.  By  L.  Darapsky  ( Jahrb.f  Mh.,  1890, 
i,  Mem.  49 — 7u). — 1.  Aromite. — In  the  pampa  de  Aroma,”  in  the 
northern  portion  of  Tarapaea,  an  alum  occurs  which  on  analysis  gave 
the  following  results  : — 

A1203.  MgO.  S03.  H,0. 

5-00  12-71  33  71  48'58 

These  results  lead  to  the  formula  Al203,6Mg0,9S03,54H20.  This 
new  variety  forms  with  the  known  magnesia  alums  a  series  in  which 
the  percentage  of  water  gradually  increases  : — 
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Pickeringite .  (MgS0.s),(AI203,3S0;i),24Ho0 

S<  squimagnesia  alum.  1  §(AIg S04),(A]203,3S0a),26-|7H20 

Picroalaunogen .  2(MgS04),(Al203,3S03),28H20 

Sonomaite .  3(MgS04),(Al203,3S03),33H20 

Aromite. . .  O(MgSCh)  ,(A1203,3S03),54H20. 


2.  Iron  Sulphates. — The  author  gives  the  results  of  the  analyses  of 
seven  varieties  of  iron  sulphate.  The  analytical  results  are  given  in 
the  following  table  : — 


a . 

h. 

C. 

J. 

P, 

/• 

9- 

Fe203  . 

30-00 

35-62 

30"  80 

28-18 

32*13 

18-22 

18-13 

Ai203  . 

— 

— 

— 

2-95 

— 

3-01 

— 

FeO . 

— 

— 

— 

— 

— 

— 

8-30 

Cu20 . 

8-27 

— 

— 

— 

— 

— 

— 

SO, . 

33  05 

30*20 

30*85 

38-47 

30-00 

41*15 

36-19 

H,0 . 

2G-8L 

28-33 

26-34 

29-50 

35-74 

27-04 

34-30 

CaO . 

— 

— 

— 

trace 

— 

4-10 

0-45 

McO . 

— 

— 

— 

0-15 

— 

5*02 

— 

Insoluble. . 

1-83 

— 

0-53 

0  78 

1*41 

— 

2-03 

Total . 

99-9G 

100-15 

100-58 

100-03 

99-88 

99-74* 

100-00 

a.  Paposite,  a  mineral  first  described  by  Striven,  who  assigned  to  it 
the  formula  Fe203,2S03,4H20.  The  author’s  formula  is  ^ 

2Fe2O3,3SO,,10H2O.  J 

b.  Amarantite,  first  described  by  Frenzel.  Formula, 

Fe3Os>2SO,  +  7H20.  j 

c.  Holimannite,  a  mineral  also  described  by  Frenzel,  is  intimately  , 

mixed  with  a  laminated  mass,  which  gave  on  analysis  the  results  J 
stated  in  the  table.  d.  Copiapite,  formula,  Fe203.2^S0s,8Hj0.  S 

e.  Fibroferrite,  formula,  Fe203,2S03,101I20.  /.  Rubrite,  formula, 

Fe203,2S03,oH20.  g.  Botryogen,  formula,  i 

2(Fe203,3S03).  (F  e0,S03),32H20.  j 

[Compare  Chilian  iron  sulphates,  preceding  abstract]. 

3.  Thenardite. — This  mineral  gave  on  analysis  : — 

S03.  ILO.  AL03.  Fc203.  CaO.  MgO.  jSTa20.  Cl.  Insol.  Total. 

54' 24  O’ 73  0*00  0'20  0*22  0-07  41:GG  0-30  2-46  10000 

B.  H.  B. 

Uraninite.  By  W.  F.  Hili.ebrand  (Amer.  J.  Sci.,  38,  329). — The 
author  has  noticed  that  on  treatment  of  uraninite  with  an  acid, 
nitrogen  is  given  off  in  quantity  amounting  to  1  to  2  per  cent,  of 
the  weight,  of  the  mineral.  No  clue  has  yet  been  discovered  as  to 
the  reaction  by  which  the  gas  is  given  off.  B.  H.  B. 

Barysite,  a  New  Lead  Silicate.  By  A.  Sjogren  and  C.  H. 
Lcndstrom  ( Jahrb .  f.  Min.,  1890,  i,  Ref.  24—25;  from  hong.  Vetens- 
haps-A had.  Forhandl.,  1888,  7). — In  the  iron  ore  vein  of  the  Harstig 

*  99  81  in  original. 
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minr.  a  lead  silicate  occurs,  which  on  account  of  its  high  specific 
oravitv  has  been  named  banjsite.  it  is  associated  with  yellow  garnet, 
calcite,  tephroite,  liedyphane,  and  had  carbonate.  Its  sp.  gr.  is  055. 
The  mean  of  several  analyses  is — 

SiO.,.  L’bO.  MnO.  FeO.  CaO-  MgO. 

17-07  78-20  3T>1  016  041  0-.39 

Formula,  3  BO, 2SiO,,  in  which  HO  is  PbO  with  a  small  proportion 
of  MnO,  MgO,  and  CaO.  The  mineral  occurs  in  hexagonal,  silver- 
white  crystals,  with  a  basal  cleavage,  and  a  hardness  of  3. 

B.  H.  B. 

Gadolinite,  Cacoclasite,  and  Monazite.  By  F.  A.  Gentji 
(Miner.  J.  Set.,  38,  193 — 203). — An  examination  of  a  shining,  black 
mineral  from  Burnett  Co.,  Texas,  proved  it  to  be  yatloliiiite ,  a  mineral 
which,  excepting  that  from  Colorado  described  by  L.  G.  Bakins,  has 
never  been  observed  in  the  United  States.  Analysis  gave  the  follow' - 
ing  results  (I)  : — 

SICL.  Al-A-  Ce.,03.  (DiLa)A-  (YEr)A-  MnO.  FcO.  ISeO.  MgO. 

I.  22-87  0-28  2  05  5  22  44-35  0  22  13-09  9  24  0‘07 

II.  22-80  0-31  2-66  5’01  44-45  OTS  12*93  9  19  0  11 

CaO.  Na20,  ]C20.  Ignition.  Insoluble.  Total. 

I.  0-64  0-20  0*15  0-72  —  100‘30 

II.  0-71  0-23  0-12  0-79  0-93  10042 

II  shows  the  results  of  an  analysis  of  a  similar  mineral  received 
by  the  author  from  Llano  Co.,  Texas. 

In  1883  H.  Carvill  Lewis  described,  under  the  provisional  name  of 
cacoclasite ,  peculiar  white  crystals  embedded  in  blue  calcite  at  Wake¬ 
field,  Quebec,  Canada.  The  author  has  submitted  this  substance  to 
further  examination,  and  his  analyses  tend  to  show-  that  cacoclasite 
cannot  be  regarded  as  a  distinct  species,  but  that  it  is  a  mixture  of 
quartz,  calcite,  apatite,  and  unknown  minerals  in  various  proportions. 
It  has  the  form  of  scapolite,  and  ha3  resulted  from  the  alteration  of 
that  mineral. 

At  the  Yilleneuve  Mica  Mine,  Quebec,  Canada,  an  interesting 
variety  of  monazite  has  recently  been  met  with.  It  has  a  sp.  gr.  of 
5  233,  a  reddish-brown  colour,  and  an  indistinct  cleavage.  Analysis 
gave  the  following  results  : — 


H.,0. 

SiO.,. 

ThO,.  r.,05.  Fe-A- 

CeA. 

(LaDi)A 

■  (YEr)-A. 

0-78 

09*1 

12-60  26-86  1  07 

24-80 

26-41 

4*76 

MgO.  CaO. 

Total. 

0-04  1-54 

99-77 

B.  H.  B. 

Yttria  and  Thoria  Minerals  from  Llano  Co.,  Texas.  By 
W.  E.  Hidden  and  J.  B.  Mackintosh  (Amer.  J.  Sci.,  38,  474  486).- 
In  18S6  the  first  piece  of  gadolinite  was  found  on  the  west  bank  of  the 
Colorado  river.  Llano  Co.,  Texas.  Subsequently  masses  of  this  rare 
mineral  were  obtained,  in  the  aggregate,  not  less  than  500  kilos.  The 


4.38 
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various  ores  of  the  rare  earths  are  found  in  a  coarse- textured,  deep- 
red  granite,  traversed  by  quartz  veins.  The  list  of  mineral  species 
identified  includes  quartz,  hyalite,  orthoclase,  albite,  biotite,  musco¬ 
vite,  magnetite,  martite,  gadolinite  (several  varieties  due  to  altera¬ 
tion),  fergusonite  (three  varieties  of  hydrous  species),  allanite, 
molybdenite,  molybdite,  cyrtolite,  fluorspar,  gummite,  a  carbonate  of 
the  rare  earths  (tengerite  ?),  a  thorium  yttrium  lead  uranate,  a 
hydrous  uranium  thoro-silicate,  and  a  yttrium  thorium  silicate.  The 
last-named  mineral  is  termed  by  the  authors  i/ttriulite.  It  has  a  sp.gr. 
of  4-575  and  a  hardness  of  5  to  5'5.  When  heated,  it  decrepitates 
and  falls  to  powder.  These  characteristics  serve  to  distinguish  it 
from  gadolinite,  from  which  it  differs  in  containing  twice  as  much 
silica  and  no  glncina.  Analysis  yielded  — 

Si  CL.  PbO.  ThO,..  MnO.  FrO.  CaO.  A1,03.  Ce203. 

29-17  0-85  12-00  077  280  0'60  0-55  1*86 

Yttria  earths.  (LaDi)203.  U03.  Ignition.  Total. 

40-50  2-94  '  0-82  0*79  99’75 

By  successive  precipitations  with  sodium  sulphate,  several  fractions 
of  the  yttria  earths  were  obtained;  the  atomic  weight  of  each  frac¬ 
tion  was  determined,  showing  successive  increase  after  each  sepa- 
tion.  The  fractionation  was  discontinued  after  the  fourth  separation, 
hut  the  atomic  weight  shows  that  the  lanthanum  and  didymium 
are  still  mixed  with  an  earth  of  higher  atomic  weight.  The  results 
were  as  follows  : — 

Percentage.  Atomic  weight. 


(A.)  Y,03 .  22-67  110-3 

(13.)  Y,Os .  5-30  110-5 

(C.)  Y203 .  4  50  114-9 

(D.)  Y,0, .  14  03  120-0 

(LaDi).03 .  294  1020 


The  formula  of  the  mineral  appears  to  be  R,03,2Si02,  in  which 
RjO.i  may  he  replaced  by  its  equivalent  in  HO,  K02,  or  R03  (Com¬ 
pare  analysis  of  gadolinite  in  preceding  abstract). 

'J'horo-gummite,  a  hydrated  uranium  thoro-silicate,  occurs  intimately 
associated  with  fergusonite  and  cyrtolite.  It  is  of  a  dull,  yellowish- 
hrown  colour,  has  a  hardness  of  4  to  4’5,  and  a  sp.  gr.  of  4'43  to 
4' 54.  The  analytical  results  given  by  the  authors  correspond  with 
the  formula  U03,3Th02,3Si02,6H20. 

Nivenite  is  the  name  given  by  the  authors  to  a  hydrated  thorium 
yttrium  lead  uranate  found  intimately  associated  with  fergusonite 
and  tlioro-gummite.  Its  sp.  gr.  is  8'01,  and  its  hardness  5’5.  It  is 
velvet- black,  and  gave  on  analysis — 

U03.  U02.  Th02.  Y203.  Fc203.  PbO.  Ignition.  Insol.  Total. 

46-75  19-89  7  57  11-22  0-58  10-16  2-54  172  99-93 

The  general  formula  is  9K0,4U0;(,3H20.  The  mineral  is  allied  to 
cloveite  and  broggerite  (Abstr.,  1884.  1102).  the  relationship  being 
as  fol lows  : — 
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Brdggerite .  3R0,U03 

Cleveite .  Glv0,tiU03.3TTi!0 

Nivcnite .  i>R0.4U03.oli.j0. 


The  name  is  given  in  recognition  of  the  assistance  rendered  by 
Niven  in  obtaining  the  mineral  for  investigation. 

The  heretofore  rare  mineral  fergnsonite  occurs  in  large  quantity  at 
this  new  locality.  The  authors  have  found  two  distinct  varieties. 
Compared  with  typical  fergnsonite,  a  gradation  from  one  extreme  to 
the  other  may  be  noted. 

Sp,  Or.  Hardness. 

Fergnsonite,  R3Nb2Os .  5"S3  — 

Mono-hydro-fergnsonite,  R3Nbj07(0H)2  5  07  6  5  pale  olive-green, 

decrepitates. 

Tri-hydro-fergusonite,  R3Nb205(0H)6. .  436  5’0  lightbrown, does 

not  decrepi¬ 
tate. 

Of  other  published  analyses  of  fergnsonite,  that  of  the  Ytterby 
variety  by  Nordenskjold  corresponds  with  the  di-hydrated  mineral. 

B.  H.  13. 

Rhodotilite  and  Heliophyllite  from  Sweden.  By  G.  Flink 
(Jahrb.  f.  Min.,  1890,  i,  Ref.  2'2 — 23;  from  kong.  Veienskaps-A kad. 
Fbrhandl.,  1888,  571). — 1.  Rhodotilite  occurs  with  rhodonite,  garnet, 
A-c.,  at  the  llarstig  Mine,  at  Pajsberg.  Analysis  gave  the  following 
results 

Si02.  MnO.  FeO.  MgO.  CaO.  PbO.  H20.  Total. 

43-07  37-04  111  CT5  9'38  0-77  7*17  99*29 

This  mineral  is  identical  with  the  inesite  of  Schneider  and  Scheibe 
(this  vol.,  p.  345  and  next  abstract). 

2.  Heliophyllite. — On  specimens  of  the  so-called  rhodotilite  from 
Pajsberg  a  yellow  mineral  has  been  observed,  which  resembles  a 
mineral  described  by  Nordenskjold  as  accompanying  the  ekdemite  of 
Langban.  The  author  names  this  mineral  heliophyllite.  It  gave  on 
analysis — 

PbO.  MnO, FeO.  As.,0.,.  C].  Total. 

80-70  0-54  11-69  8*00  100‘93 

Its  sp.  gr.  is  G"88G,  and  its  hardness  2.  It  crystallises  in  the 
rhombic  system.  B.  H.  B. 

Manganese  Ores  from  Dillenburg.  By  A.  Schneider  (Jahrh. 
f.  Min.,  1890,  i,  Ref.  19 — 22 ;  from  Zeit.  denisch.  geol.  Ges.,  39, 
829 — 834;  Jahrh.  kgl.  preuss.  geol.  Landesanst.,  1888,  472 — 496). — An 
important  manganese  mining  industry  has  been  carried  on  for  several 
years  in  the  valley  of  the  Scheldebaeh,  near  Dillenburg.  The  ore 
principally  worked  is  a  mixture  consisting  largely  of  klipsteinite,  and 
containing  Si02,  Mn203,  MnO.  and  H20.  It  is  probably  the  result  of 
the  alteration  of  a  manganous  silicate,  which  still  forms  part  of  the 
mass.  The  analysis  of  this  silicate  (analysis  I)  approximates  to 
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that  of  the  stratopeite  of  Pnjsberg.  This  dark  amher-coloured 
mineral  is  accompanied  by  a  dark-red  ore  (analysis  It).  Its  sp.gr. 
is  2’675.  Nests  of  psilomelane,  manganite,  and  wad  occur  in  the  ore, 
as  well  as  nickel-bearing  iron  pyrites,  copper  pyrites,  and  native 
copper.  An  anthracite  is  also  met  with.  This  has  probably  reduced 
the  native  copper,  and  consists  of  72' 57  per  cent,  of  carbon,  3"38 
per  cent,  of  hydrogen,  and  20'40  per  cent,  of  ash-forming  con-  j 
stituents.  Anthracite  is  similarly  met  with  in  the  neighbouring  red 
haematite  mines.  At  the  contact  of  the  manganese  ore  deposit  with 
the  diabase,  the  new  mineral  inesite  (this  vol.,  p.  345)  has  been  met 
with.  It  is  flesh-coloured,  radiated,  and  has  a  hardness  of  G.  In  com-  ,j 
position  (analysis  III)  inesite  somewhat  resembles  hydrorhodonite.  [ 

SiO,.  Fe,03.  A1,0:(.  FeO.  MnO.  CaO.  MgO.  CO,.  ILO.  Total. 

I.  3564  3-02  2-59  —  3926  lv5  131  O'GO  13‘94  98  11 

II.  39-21  12-49  2-30  —  29’16  6‘04  0-98  2-40  1G-G2  109-20 

III.  43-92  —  0-29  0-69  38'23  8'00  0‘28  —  8-49  99-90 

B.  H.  B. 

Theory  of  the  Mica-group.  By  F.  W.  Ci.arke  (Amer.  J.  Sci ., 
38,  384 — 393). — Ever  since  its  publication  in  1878,  Tschertnak’s 
theory  of  the  mica-group  has  been  in  vogue,  and  in  order  to  replace 
it  by  something  better,  two  fundamental  conditions  must  be  satisfied,  j 
All  micas  should  he  reducible  to  one  general  type  of  formula,  which  1 
should  express  all  known  relations,  as  do  the  formula?  of  Tschermak, 
and  hypothetical  compounds  must  be  as  far  as  possible  avoided.  In 
previous  papers  (Abstr.,  1887,  347  ;  1888,  117),  the  author  has  shown 
that  all  orthosilicates  containing  aluminium  may  be  represented  as 
substitution-derivatives  of  the  normal  salt  Al4(Si04)3.  He  is  now  in¬ 
clined  to  believe  that  all  tbe  true  micas  are  referable  to  tbe  same 
general  type.  The  normal  salts  (Al4Si04)3  and  Al4(Si3Oe)3  are  the 
theoretical  starting  points  for  derivation.  All  the  micas,  vermieulites, 
chlorites,  margarite,  and  the  clintonite-gronp  become  reducible  to  one 
general  type.  Representing  the  groups  Si04  and  Si3Os  by  the  common 
symbol  X,  the  micas  all  fall  within  limits  indicated  by  tbe  formula? 
A13X3R'3  and  AlX3R'g.  Tbe  lepidolites  and  other  low-oxj'gen  micas 
are  completely  accounted  for  on  the  assumption  that  orthosilicates 
and  polysilicates  may  be  isomorphously  mixed  ;  a  similar  state  of 
affairs  is  accepted  among  tbe  felspars.  Tbe  author  tests  bis  formula? 
by  application  to  actual  examples,  taking  the  different  micas  group 
by  group.  In  most  cases  the  evidence  is  clear,  direct,  and  conclusive. 

B.  H.  B. 

Allanite  and  Epidote  as  Rock-forming  Minerals.  By  W.  H. 
Hobbs  {Amer.  J.  Sci.,  38,  223 — 228). — The  discovery  of  Cross  and 
Iddings  (Abstr.,  1886,  317),  that  allanite  occurs  widely  distributed  as 
a  constituent  of  many  rocks,  has  called  the  attention  of  American 
geologists  to  its  distinguishing  characters.  The  author  finds  that  two 
epidotic  minerals  occur  as  accessory  constituents  of  the  porpbyritic 
granite  of  Ilchester,  Howard  Co.,  Maryland.  These  minerals  exhibit 
interesting  intergrowths.  The  granite  in  which  they  occur  consists  of 
large  crystals  of  microcline  scattered  through  a  ground-mass  consist¬ 
ing  of  monoelinic  and  triclinic  felspar  and  biotite.  Besides  allanite 
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and  opidote,  the  only  important  accessory  constituent  is  a  colourless 

[  mica.  The  allanite  occurs  as  a  brownish  kernel  within  the  epidotc, 
the  two  minerals  being  crystallographieally  similar.  It  having  been 
suggested  that  the  surrounding  mineral  might  not  be  epidote,  but 
merely  altered  allanite,  an  analysis  was  made,  with  the  following 
results : — 

Si  0.i.  AL03.  Fe-A-  MnO.  CaO.  MgO.  IT,0.  P,05.  Total. 

37*68  (20-80)  15-29  0-81  22-98  0-81  2-28  0'44  100-00 

These  results  corres]>ond  very  closely  with  the  formula 

2II2Ca4Al6Si60>6  +  II2Ca4Fe6Si6026.  B.  H.  B. 

1  Sphaerolite  Tachylite  from  the  Ussuri  District.  By  P.  N. 

I  Wkxji’KOFF  ( Jaltrb .  f.  Min.,  1890,  i,  Ref.  54 — 55  ;  from  Bull.  Soe. 

\  Beige  ge<>l.,  1.  105 — 176). — The  rock  described  is  somewhat  similar  to 
the  hyalomelane  of  Sababnrg.  The  spha?rolites  occur  in  a  glassy 
mass  with  small  globules  filled  with  a  granular  mass,  and  are  thought 
by  the  author  to  consist  of  a  mixture  of  labrodorite,  augite,  olivine, 
and  magnetite.  The  glass  (analysis  1).  and  the  dark  centre  of  the 
sphterolite  (analysis  II),  gave  on  analysis  the  following  results  : — 


SiOo. 

A1A- 

FeO. 

Fe,03- 

CaO. 

VgO. 

K20. 

Xa,0. 

Total. 

Sp.  gr. 

I. 

5419 

24-40 

2-72 

2-0 1- 

7-85 

5-70 

1-72 

1-85 

100-47 

2*51 

II. 

53-29 

21-65 

4-79 

2-45 

7  10 

6-60 

1-02 

2-72 

99-02 

2-89 

B.  H.  B. 

Rocks  used,  in  the  manufacture  of  Chinese  Porcelain.  By 
G.  Vogt  (Conipt.  rend.,  110,  48 — 45). — Ebelmen  aud  Salvetat,  in 
1850,  concluded  that  the  materials  used  in  the  manufacture  of 
Chinese  porcelain  were  very  similar  to  those  used  in  Europe,  petuu- 
tsc  being  similar  in  composition  to  the  pegmatite  from  Limousin, 
although  its  mineralogical  properties  brought  it  into  the  group  of 
compact  felspars. 

Teou-ko  is  a  variety  of  petun-tse,  more  fusible  than  the  latter,  and 
used  principally  for  the  preparation  of  the  glaze.  In  percentage 
composition  it  is  very  similar  to  pegmatite,  but  hot  concentrated 
sulphuric  acid  dissolves  only  33  per  cent,  of  the  latter,  whilst  it 
dissolves  34' 15  per  cent,  of  yeon-ko.  The  soluble  and  insoluble  por¬ 
tions  have  the  following-  composition  : — 


Si02  hydrated.  Si02. 

AlA- 

FeA* 

CaO. 

k20. 

Soluble  . . . 

1  01 

14-20 

11-28 

0-46 

1  14 

2-97 

Insoluble  . 

— 

62-11 

2-61 

— 

— 

008 

Xa.O. 

co2. 

n20  and  loss. 

Solu 

ble . 

0-39 

0-90 

1-80  = 

34-15 

Insoluble  .... 

1-56 

— 

—  = 

66-30 

Almost  all  the  sodium  is  in  the  insoluble,  and  almost  all  the  potas¬ 
sium  in  the  soluble  portion.  The  insoluble  portion  consists  of  52*95 
per  cent,  of  quartz  and  13  41  per  cent,  of  soda  felspar.  French 
pegmatite  frequently  contains  as  much  as  75  per  cent,  of  felspar. 
The  soluble  portion,  neglecting  the  hydrated  silica  and  the  calcium 
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carbonate,  agrees  witli  the  formula  6Si02,3AL03,K20,2|iH?0,  which 
is  the  same  as  that  given  by  Tchermak  for  muscovite  or  white  mica, 
except  that  it  contains  -^FLO  more. 

It  follows  from  these  results  that  yeou-ko  consists  of  quartz,  52*9; 
muscovite,  31*3  ;  soda  felspar,  13*4;  calcium  carbonate,  2*0;  hydrated 
silica,  1*0  =  100'G.  Pegmatite  fx*om  Limousin  contains — quartz, 
23*87  ;  felspar,  72*83  ;  soluble  in  sulphuric  acid,  3*30  =  100*00. 

Muscovite  occurs  in  all  the  Chinese  porcelain  rocks  which  the 
author  has  examined  ;  petun-tse  from  different  localities  contained 
the  following  amounts: — 

Clieo-Ki.  Yu-Klmn.  Ki-Men.  Sang-Pao-Pong. 

Muscovite,  p.  c.. .  40*6  37*3  31*1  18*6 

Friedel  and  Fouque  also  proved  microscopically  the  presence  of 
muscovite  in  the  materials  which  the  authors  analysed.  It  is 
obvious  that  the  presence  of  such  large  quantities  of  muscovite  in 
the  materials  used  for  the  making  of  Chinese  pox*celain  must  exert 
considerable  influence  on  the  product.  C.  H.  B. 

Meteorite  from  Carcote,  Chili.  By  W.  Will  and  J.  Pinnow 
(]>er.,  23,  345—353). — The  chemical  examination  of  a  meteorite 
found  at  Carcote,  in  the  Cordilleran  desert,  and  described  by  v.  Sand- 
berger  (this  vol.  p.  347),  at  whose  request  the  authors  undertook 
the  quantitative  analysis.  The  chief  portion  of  the  meteorite 
(about  bO  per  cent.)  consists  of  a  mixture  of  two  silicates,  one  of 
which  is  readily  decomposed  by  hydrochloric  acid,  and  appears 
to  belong  to  the  olivine-gronp,  whilst  the  other  is  insoluble  in  the 
acid,  is  as  hard  as  quartz,  seems  to  have  a  rectangular  cleavage, 
and  is  probably  a  member  of  the  diopside-group.  Throughout  the 
mass,  chrome-ironstone  is  distributed,  and  also  grains  of  an  iron 
sulphide  which  cannot  be  distinguished  from  ordinary  magnetic 
pyrites.  Grains  or  small  plates  of  the  nickel-iron  alloy  are  also 
found  in  considerable  quantity,  and  a  very  small  quantity  of  Rose's 
rhnbdite.  Finally,  the  meteorite  also  contains  a  dull,  black  substance 
of  hardness  9,  which  consists  simply  of  carbon  in  the  form  of  black 
diamond.  Organic  matter  is  also  present,  but  iu  uuweigliablc 
quantity.  The  metallic  constituents,  the  magnetic  pyrites,  and  the 
decomposable  silicate  have  been  slightly  weathered. 

The  following  table  gives  the  result  of  the  quantitative  analysis : — 


so3. 

CaO. 

MejO. 

KCl,K2SiOa 

.  Cu  +  Sn. 

Fe. 

Ifi  +  Co.  Mn. 

I. 

0*131 

0*161 

0*040 

0*144 

0*05 

7*14 

—  — 

11. 

— 

— 

— 

— 

— 

7*28 

0*74  0*12 

P. 

FeS. 

SiCb. 

FeO. 

Al=Os. 

MgO. 

NiO  +  CoO. 

I. 

0*168 

5*86 

14*38 

10*65 

0*20 

14*73 

— 

11. 

— 

— 

14*59 

11*29 

0*21 

13*93 

0*43 

Mn,03. 

Un 

decomposable 
silicate.  Cr;03,FeO. 

HoO. 

C. 

Total. 

I. 

— 

40*93 

1*38 

1*27 

0*14 

=  9S*85 

11. 

0*19 

41*18 

1*27 

1*50 

0*14 

=  99*4*2 
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The  composition  of  the  portion  uudccomposed  by  hydrochloric  acid 
is  as  follows  : — 


I. 

II. 


SiO.».  FeO.  AljOj.  CaO.  M11O.  Na._.0.  K20.  Cro03,Fe0.  Total, 

f  55'4S  974  572  275  1907  —  —  375  |  0 

\  —  —  —  —  —  379  072  172  / 

SiO.>.  LAO.  A1.203.  CaO.  MgO.  MnO.  XiuO.  K,0.  Cr203,Fe0.  Total. 

]  -  8-83  5-00  1-85  —  —  3  31  177  370  10 1  05 

H.  .  O. 
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Products  of  the  Distillation  of  Coal-tar.  By  H.  Kofi lk it 
( Vingl .  polyl.  J.,  274,  79 — 82). — It  has  been  observed  by  Staveley 
that  after  the  distillation  of  coal-tar  is  complete,  an  oil,  consisting 
of  light  paraffins  mixed  with  water,  drops  from  the  condenser. 
The  same  chemist  has  found  paraffins  in  the  receivers  through  which 
the  injurious  gases  given  off  during  the  distillation  are  passed  before 
they  are  burnt.  The  author  has  examined  Ofermnn  tars  with  a  similar 
purpose,  but  failed  to  detect  the  presence  of  light  paraffins  in  the 
distillates  referred  to.  The  results  of  his  investigation,  however, 
lead  him  to  conclude  that  during  the  distillation  of  eoal-tarat  higher 
temperatures  dissociation  of  oxgenated  compounds,  presumably 
phenols,  takes  place,  resulting  in  the  formation  of  light  hydro¬ 
carbons  which  are  wholly  nitratable,  together  with  the  separation  of 
water.  D.  B. 

Paraffin.  By  B.  Pawlfayskt  (J>er.,  23,  327 — 329). — This  paper 
gives  the  results  of  an  investigation  of  paraffin  solutions  by  Raoult’s 
method.  The  paraffin  employed  was  a  white,  ozokerite  paraffin  of  the 
best  quality,  having  a  sp.  gr.  of  09170  at  20°,  melting  at  G-f — G5°, 
and  solidifying  at  61 — 63°.  It  was  dissolved  in  varying  proportions 
of  glacial  acetic  acid,  benzene,  and  xylene,  aud  the  freezing  points  of 
each  solution  determined.  From  the  results  obtained  the  author 
draws  the  following  conclusions: — (1)  The  size  of  the  normal  mole¬ 
cule  of  paraffin  lies  between  C21H50  and  C2-HE6;  (2)  it  has  a  molecule 
at  least  double  this  size  in  dilute  benzene  and  xylene  solutions ;  (3) 
that  in  almost  saturated  solutions  paraffin  has  a  molecule  at  least  four 
times  the  size  of  the  normal. 

It  further  appears  that  paraffin  behaves  towards  glacial  arctic  acid 
as  a  crystalloid,  and  towards  benzene  and  xylene  as  a  colloid.  A 
solution  of  27  grains  of  pai'affin  in  100  grams  of  benzene  yields,  on 
cooling,  a  jelly  which  can  support  a  weight  of  several  grams.  A 
solution  of  3'53  grams  of  the  same  paraffin  in  100  grams  of  chloro¬ 
form  at  25 — 27°  gave,  on  cooling,  a  jelly  which  was  so  firm  that  a 
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weight  of  300  «rams  did  not  alter  its  shape.  Carbon  bisulphide  and 
turpentine  oil  behave  in  a  similar  manner.  If  fine  shavings  of  paraffin 
are  treated  with  ether,  they  fall  to  powder,  partialljT  dissolving  at  the 
same  time,  and  the  solution,  on  remaining  for  12- — 20  hours,  and  cooling 
to  2°,  deposits  the  paraffin  in  the  form  of  swollen  flocks.  In  all  these 
cases  no  trace  of  crystallisation  could  be  observed,  whereas  from 
acetic  acid  the  paraffin  separated  in  scales  or  small  plates. 

ISimilar  results  to  the  above  have  been  obtained  with  other  sub¬ 
stances  by  Paterno  (this  vol.,  p.  105).  H.  G.  C. 

Action  of  Cupric  Salts  on  Metallic  Cyanides.  By  R.  Varet 
(Compt.  rend.,  110,  147 — 149). — When  cupric  bromide  (2  mols.)  is 
added  in  successive  small  quantities  to  a  boiling  solution  of  mercuric 
cyanide  (3  mols.),  the  liquid  becomes  black,  cyanogen  is  evolved,  and 
a  lilac  precipitate  separates,  which,  when  dried  at  100°,  has  the  compo¬ 
sition  2HgCy2,HgBr>,Cu;Cy2.  If  this  precipitate  is  boiled  with  the 
mother  liquor,  it  becomes  paler  in  colour,  and  is  converted  into  tlie 
compound  8 HgCy2,3 Hg Hr-,, 4 0 u3Cy2,  and  if  this  is  boiled  with  mer- 
curic  cyanide  solution,  it  loses  still  more  mercuric  bromide. 

If  the  compound  SHgCys.HgBi^jCuaC^'s  is  boiled  with  a  large 
excess  of  water,  it  gradually  loses  mercuric  cyanide  and  mercuric 
bromide,  and  leaves  a  residue  of  cuprous  cyanide,  but  a  number  of 
intermediate  products  of  the  type  2HgCy2,HgBr2,a;Cu>Cy2  are  formed, 
x  being  a  function  of  the  time  and  the  proportion  of  water. 

A  dilute  solution  of  mercuric  cyanide  added  to  excess  of  cupric 
bromide  in  the  cold  yields  cyanogen  and  cuprous  bromide.  A  cold 
solution  of  cupric  bromide  added  to  excess  of  mercuric  cyanide  pro¬ 
duces  a  slight  precipitate,  and  if  the  filtrate  is  cooled,  it  yields  blue 
and  green  crystals  of  hydrates  of  the  compounds  2HgCya, CuBr3  and 
HgCvs,Cu  Br2. 

Cold  solutions  of  cupric  chloride  and  mercuric  cyanide  yield  the 
compounds  2HgCy2,CuCl2,6H.O  and  HgC3r2,CuCI2,G"H20.  Hot  solu¬ 
tions,  when  the  cupric  chloride  is  in  excess,  yield  cyanogen  and 
cuprous  chloride  ;  but  if  the  mercuric  cyanide  is  in  excess,  the  com¬ 
pound  2HgCy3,HgCl2,Cu2Cl3  is  obtained,  and  is  much  more  stable  than 
the  corresponding  bromine  compound. 

When  ineicnric  cyanide  is  boiled  with  cuprous  iodide,  it  yields  an 
orange  precipitate  of  the  compound  Cu2Cya,HgI2,  but  no  c}ranogen  is 
evolved.  Cuprous  bromide  yields  a  pale-green  mercuric  cuprous  bro- 
moc}ranide,  but  cuprous  chloride  is  without  action  under  these  com 
ditions. 

Silver  cyanide,  when  boiled  with  cupric  chloride  solution,  yields 
cyanogen  and  a  green  silver  cuprous  chlorocyanide  which  alters 
rapidly  on  exposure  to  light.  Cupric  bromide  reacts  more  energe- 
ticall}-  and  forms  an  unstable  bromocyanide.  Silver  cyanide  is, 
however,  not  affected  when  boiled  with  cupric  nitrate  or  sulphate  for 
several  hours. 

Haloid  cupric  salts  react  with  zinc  cyanide,  even  at  the  ordinary 
temperature,  but  the  salts  of  oxy-acids  must  he  heated  to  40°  before 
the  action  becomes  at  all  rapid.  In  both  cases  there  is  simply  double 
decomposition  with  evolution  of  cyanogen. 
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Tt  follows  from  tlieso  and  previous  results  that  haloid  cupric  salts 
will  decompose  all  other  metallic  cyanides,  but  cupric  salts  of  oxy- 
jicids  have  no  action  on  silver  and  mercuric  cyanides.  It  is  probable 
that  the  two  latter  salts  have  the  formulas  AgsCy*  and  Hg.Cyi,  the 
cyanogen  radicles  being  united  with  one  another  as  well  as  with  the 
metals.  C.  H.  11. 

Action  of  Hydrobromic  and  Sulphuric  Acids  on  Primary 
Alcohols.  By  L.  Niemilovicz  (Mouatsh.,  10,  813 — 828). — The 
author  finds  that  in  the  action  between  hydrobromic  acid  in 
aqueous  solution  and  sulphuric  acid,  the  amount  of  bromine  liberated 
is  inversely  proportional  to  the  temperature,  and  to  a  certain  extent 
in  direct  proportion  to  the  quantity  of  sulphuric  acid  present.  Such 
a  mixture  of  acids  maybe  conveniently  used  in  the  direct  preparation 
of  bromine-derivatives  of  the  paraffins,  and  gives  a  more  satisfactory 
yield  than  any  of  the  older  methods.  Methyl  and  ethyl  alcohols  yield 
only  monobromides,  isoamyl  alcohol  gives  no  dibromide,  but  isobutyl, 
normal  butyl,  and  normal  propyl  alcohols  give  mono-,  di-,  and  tri- 
brominated  derivatives  when  treated  with  a  mixture  of  the  acids. 
Alcohols  which  contain  the  isopropyl-group  are  much  more  readily 
attacked  by  the  sulphuric  acid  mixture,  and  more  readily  form  tribro- 
minated  derivatives  than  the  normal  alcohols.  All  the  higher  primary 
alcohols  give  a  maximum  yield  of  the  dibrominated  derivatives  when 
heated  with  a  mixture  of  the  acids  to  a  certain  calculable  temperature, 
which  for  propyl  alcohol  is  00°,  for  normal  butyl  alcohol,  50°,  for  iso¬ 
butyl  alcohol,  40°,  for  isoamyl  alcohol,  30°,  and  so  on.  G.  T.  M. 

Compound  of  Calcium  Chloride  with  Normal  Propyl 
Alcohol.  By  C.  Gottig  ( Ber .,  23,  181- — 182). — When  commercial 
propyl  alcohol  is  frequently  shaken  with  calcium  chloride,  allowed  to 
remain  for  some  time,  and  then  distilled,  t lie  residue  in  the  distillation 
flask  on  cooling  deposits  two  different  substances  :  that  which  forms 
the  lower  layer  is  quite  opaque  and  consists  of  calcium  chloride, 
alcohol,  and  water :  whilst  the  second  is  a  transparent  layer  of 
needle-shaped  crystals.  These  are  a  compound  of  calcium  chloride 
with  normal  propyl  alcohol,  which,  when  dried,  have  the  composition 
CaCl2  +  CjHgO,  and  may  be  recrystallised  from  dry  propyl  alcohol 
without  undergoing  any  change  in  composition.  The  compound  lias 
almost  the  same  specific  gravity  as  water;  small,  loosely  aggregated 
pieces  float  on  the  surface,  rotating  in  the  same  manner  as  the 
compounds  of  the  alkalis  with  ethyl  alcohol  (Abstr.,  18">7,  550,  hod; 
1888,  437,  033),  and  dissolving  slowly  with  liberation  of  propyl 
alcohol.  It  takes  up  water  when  exposed  to  the  air,  and  loses  50  per 
cent,  of  its  weight  over  sulphuric  acid  in  a  vacuum,  leaving  an  opaque 
residue,  which  no  longer  rotates  on  the  surface  of  water. 

H.  G.  C. 

Cryoscopic  Behaviour  of  the  Aqueous  Solutions  of  the 
Sugars  obtained  synthetically  from  Formaldehyde.  By  N. 
KlObukofe  ( Zeit .  phi/sikal.  Ghem.,  5,  28 — 30). — Two  preparations 
obtained  by  the  condensation  of  formaldehyde  in  alkaline  solution, 
the  one  containing  about  85  per  cent,  of  formose,  and  the  other 
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20 — 21  per  cent,  of  metliose,  were  examined.  Botli  gave  reductions 
corresponding  with  the  molecular  weight  180,  and  therefore  to  the 
molecule  CfiE1206.  H.  C. 

Synthesis  of  Mannose,  Dextrose,  and  Levulose.  By  E.  Fischer 
(Ber.,  23,  370 — 394  ;  799 — 805). — The  lactone  of  mannonic  acid 
(Fischer  and  Hirschberger,  this  vol..  p.  225)  so  closely  resembles  the 
lactone  of  arabinosecarboxy  lie  acid  (Kiliani,  Abstr.,  1887,  230)  in  pro¬ 
perties,  that  the  compounds  would  be  regarded  as  identical  were  it  not 
for  tliedifference  in  optical  activity,  the  former  having  a  specific  rotation 
of  [a]D  =  53‘81,  the  latter  of  [a]D  =  —  54‘8.  When  mixed  in  equal 
proportions,  the  two  substances  yield  an  optically  inactive  lactone 
which  can  only  be  separated  into  its  optically  active  constituents  by 
special  methods  ( vide  infra )  ;  it  is  therefore  evident  that  the  two 
lactones  are  optically  active  isomerides  of  opposite  rotatory  power.  On 
reduction  with  sodium-amalgam  (compare  Fischer,  Abstr.,  1889, 1149), 
the  three  lactones  yield  the  corresponding  glucoses  and  mannitols.  In 
view  of  the  fact  that  the  rotation  of  derivatives  of  each  isomeride  is 
not  always  in  the  same  direction — for  example,  the  hydrazoncs  and 
osazones  of  dextro-rotatory  mannose  are  lcevo- rotatory  and  vice  versa 
— it  is  necessary  to  adopt  some  method  of  indicating  the  optical 
activity  of  the  parent  glucose,  and  the  author  proposes  to  distinguish 
the  derivatives  of  dextro-  and  larvo-rotatory,  and  of  inactive  mannose, 
irrespective  of  their  own  peculiar  rotation,  as  derivatives  of  d,-,  1.-, 
and  i. -mannose  respectively. 

I  -Mannose  ( he vo- rotatory  mannose)  is  obtained  when  1  part  of  the 
lactone  of  arabinosecarboxylic  acid  dissolved  in  10  parts  of  water 
slightly  acidified  with  sulphuric  acid  and  cooled  in  a  freezing  mix¬ 
ture,  is  treated  with  2^  per  cent,  sodium-amalgam,  added  in  small 
quantities  at  a  time  with  continual  shaking,  the  solution  being  always 
kept  slightly  acid  ;  hydrogen  begins  to  make  its  appearance  when 
about  15  parts  of  the  amalgam  and  1'3  parts  of  20  per  cent,  sulphuric 
acid  have  been  employed,  and  the  reduction  is  complete  when  2  drops 
of  the  solution  completely  reduce  15  drops  of  Feliling’s  solution. 
The  product  is  carefully  neutralised,  concentrated  to  crystallising 
point,  and  systematically  extracted  with  boiling  alcohol  in  order  to 
separate  the  mannose  from  sodium  sulphate  and  any  unattacked 
sodium  arabinosecarboxylate ;  the  mannose  is  then  obtained  as  a 
syrup  by  the  evaporation  of  the  alcoholic  solution.  The  yield 
amounts  to  about  50  per  cent,  of  the  theoretical.  1. -Mannose  is 
readily  soluble  in  water,  tolerably  soluble  in  methyl  alcohol,  and 
sparingly  soluble  in  absolute  alcohol.  It  is  lfevo-rotatory,  but  the 
specific  rotation  could  not  be  determined  owing  to  lack  of  material. 
Fermentation  with  yeast  takes  place  very  slowly,  if  at  all,  in  5  per 
cent,  aqueous  solution,  and  the  greater  part  of  the  mannose  is  found  to 
be  unaltered  after  12  days’  contact  with  the  ferment.  l.-Maunose- 
phenylhydrazone ,  C^HisNoCh,  forms  slender,  colourless  crystals,  melts, 
when  rapidly  heated,  at  about  195°  with  the  evolution  of  gas,  can  be 
crystallised  from  40  parts  of  boiling  water,  and  is  therefore  more 
soluble  in  hot  water  than  d.-mannoseplienylhydrazone,  and  is  dextro¬ 
rotatory  in  hydrochloric  acid  solution.  l.-Mannosey)henylgliicosazone, 
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C^Ho.NoOj,  crystallises  in  slender,  yellow  needles,  becomes  dark,  when 
rapidly  heated,  at  about  *195°,  and  melts  at  about  205°  ;  its  properties 
closely  resemble  those  of  ordinal'}'  d.-phenylglucosazone,  obtained 
from  d. -mannose,  dextrose,  or  levulose,  but  it  is  strongly  dextro¬ 
rotatory  in  acetic  acid  solution.  On  treatment  with  concentrated 
hydrochloric  acid,  it  is  converted  into  the  corresponding  osone,  which 
will  unquestionably  yield  dextro-rotatory  levulose  (l.-levulose,  ride 
infra)  on  reduction  with  zinc-dust  and  acetic  acid. 

l.-MannitoJ. — The  reduction  of  l.-maunose  to  1. -mannitol,  which 
bikes  place  much  more  slowly  than  the  reduction  of  the  lactone,  is 
best  effected  by  adding  small  quantities  of  2-k  per  cent,  sodium- 
amalgam  to  a  10  per  cent,  aqueous  solution,  neutralising  the  alkali 
between  each  addition,  and  continuing  the  operation  until  3  drops 
of  the  solution  no  longer  reduce  1  drop  of  Fell  ling’s  solution  ;  the 
j  1. -mannitol  is  then  extracted  with  alcohol  by  the  method  described 
under  1. -mannose.  It  crystallises  from  water  in  slender  needles, 

from  methyl  alcohol  in  spherical  aggregates  of  needles,  melts  at 
163 — 164°,  is  readily  soluble  in  water,  tolerably  soluble  in  hot  methyl 
alcohol,  and  sparingly  soluble  in  absolute  alcohol,  has  a  sweet  taste, 
does  not  reduce  Fehling’s  solutiou,  and  is  strongly  hevo-rotatory  in 
the  presence  of  borax.  The  mannitol  obtained  by  Kiliani  by  the 
reduction  of  the  double  lactone  of  metasaccharic  acid  (Abstr.,  188S, 
46),  is  in  all  probability  identical  with  1. -mannitol. 

i.-Mannonic  acid  is  formed  b}'  dissolving  equal  parts  of  the  lactones 
of  d.-mannonic  acid  and  arabinoseearboxylic  acid  in  water.  It  crystal¬ 
lises  in  stellate  groups  of  long,  lustrous  prisms,  sinters  at  149°,  melts 
at  155°,  has  a  sweet  taste,  and  does  not  reduce  Fehling’s  solution. 
It  is  readily  soluble  in  water,  sparingly  soluble  in  alcohol,  and  is 
optically  inactive  even  in  a  25  per  cent,  solution.  The  calcium  salt, 
(C6Hu07)oCa,  is  anhydrous,  and  crystallises  in  spherical  aggregates 
of  slender  needles;  the  crystallised  salt  requires  60 — 70  parts  of 
boiling  water  for  its  solution,  and  in  aqueous  solution  is  optically 
inactive.  The  phenylkydrazide,  crystallises  from  water 

in  small,  lustrous,  seemingl}'  cubical  forms,  melts,  when  rapidly 
heated,  at  230°  with  the  evolution  of  gas,  and  is  less  soluble  in  water 
than  the  corresponding  derivatives  of  d.-mannonic  and  arabinosecarb- 
oxylic  acids.  i.-ALannonic  acid  cannot  be  separated  into  its  optically 
active  components  by  crystallisation,  and  to  effect  this,  recourse  must 
be  had  to  Pasteur’s  methods.  Fermentation  of  the  neutral  ammo¬ 
nium  i.-maimonate  with  P enici Ilium  glaucuin  in  a  nutritive  solution  did 
not  give  satisfactory  results,  in  spite  of  a  rich  growth  of  mycelium 
and  occurrence  of  fructification,  since  at  the  end  of  three  weeks,  when 
further  growth  ceased,  the  solution  was  Irevo-rotatory  onl}'  to  the 
extent  of  1°.  Crystallisation  of  the  sparingly  soluble  strychnine  salt, 
however,  gave  the  desired  separation.  The  strychnine  salt  was  pre¬ 
pared  by  heating  the  i. -lactone  with  strychniue  in  molecular  propor¬ 
tion,  in  70  per  cent,  alcohol,  for  a  considerable  time  and  concen¬ 
trating  the  alcoholic  solution,  whereby  about  12  per  cent,  of  the 
strychnine  separated,  whilst  the  corresponding  amount  of  the  lactone 
remained  iu  solution  ;  by  further  evaporation,  the  strychnine  salt 
separated  as  a  crystalline  mass  consisting  of  slender  needles,  and  was 
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freed  from  adhering  lactone  bj  repeated  washing  with  alcohol.  When  ! 
warmed  with  absolute  alcohol,  the  salt  at  first  dissolves  forming  a  j 
clear  solution  ;  but  in  a  very  short  time  the  very  sparingly  soluble  { 
strychnine  arabinosecarboxylate  crystallises  out  from  the  boiling  ' 
solution,  and  can  be  purified  by  extraction  with  boiling  alcohol.  The 
salt  insoluble  in  alcohol,  amounting  to  about  one-third  of  the  salt  of  1 
the  inactive  acid  employed,  is  pure  strychnine  arabinosecarboxylate.  | 
and  by  decomposition  with  baryta-water  and  acidification  with  sul¬ 
phuric  acid,  yields  the  corresponding  lactone  melting  at  146 — lol*. 
The  alcoholic  mother  liquor  obtained  after  the  separation  of  the 
strychnine  arabinosecarboxylate  contains  chiefly  strychnine  d.-mau- 
nonate,  together  with  some  of  the  former  salt;  and  when  cooled  at  0° 
gives  a  separation  of  the  two  in  about  equal  proportions  in  slender, 
lustrous  crystals  amounting  to  about  half  of  the  salt  of  the  inactive 
acid  employed.  A  portion  of  the  arabinosecarboxylate  is  removed 
by  extracting  the  crystalline  separation  with  hot  alcohol,  and  the 
remainder  is  separated  by  converting  the  strychnine  salt  into  the 
morphine  salt,  and  crystallising  the  sparingly  soluble  morphine 
d.-mannonate  first  from  water,  and  finally  from  methyl  alcohol. 
When  decomposed  with  baryta-water,  and  subsequently  neutralised 
with  dilute  sulphuric  acid,  it  is  converted  into  the  corresponding 
d. -lactone.  The  process  can  be  reversed  and  the  d. -lactone  separated 
first  from  the  i. -lactone  by  means  of  the  morphine  salt ;  the  1. -lactone 
is  then  purified  by  conversion  into  the  strychnine  salt. 

■i.- Mannose  is  obtained  by  the  reduction  of  the  lactone  of  i.-mannonic 
acid  by  the  method  already  described  under  1. -mannose.  It  is  a 
colourless  syrup,  which  is  readily  soluble  in  water,  tolerably  soluble 
in  hot  methyl  alcohol,  sparingly  soluble  in  absolute  alcohol,  and, 
apart  from  its  optical  inactivity,  has  all  the  properties  of  d.-  and  1.- 
maimose.  On  fermentation  with  yeast,  the  solution  becomes  lsevo- 
rotatory  in  consequence  of  the  rapid  decomposition  of  the  dextro¬ 
rotatory  component,  1. -mannose  being  only  slowly  acted  on  by  the 
ferment.  The  i.-phenylla/drazone ,  Ci2HiSAo05,  is  sparingly'  soluble, 
melts  at  about  195°  with  decomposition,  and  is  optically  inactive;  the 
■/ .-pheni/lglucosazone,  C16H22N4O4,  crystallises  in  slender,  lustrous,  yellow 
needles,  becomes  dark  at  about  210°,  melts  at  217 — 218°  with  decom¬ 
position,  is  soluble  in  about  250  parts  of  boiling  alcohol,  is  optically 
inactive  in  acetic  acid  solution,  and  has  all  the  properties  of  «-acros- 
azone,  with  which  the  author  regards  it  as  identical.  ct-Acrosazone 
will  therefore  be  referred  to  in  future  as  i.-phenylglucosazune. 

i.-Phenvlglucosazime  (a-acrosazonc)  and  i. -mannitol  (a-acritol)  are 
obtained  from  a-acrose,  and  it  follows  therefore  that  this  synthetical 
glucose  must  either  he  i.-levulose  or  i. -mannose,  since  these  carbo¬ 
hydrates  are  the  only  two  which  could  yield  the  same  optically 
inactive  osazone  and  mannitol.  Unlike  i. -mannose,  a -at  rose  does  not 
yield  a  phenylhydrazone  ;  it  must,  therefore,  be  i.-levulose,  and  its 
production  from  acraldehyde  bromide  must  be  referred  to  the  simul¬ 
taneous  formation  of  glyceraldeliyde  and  the  isomeric  symmetrical 
dihydroxyacetone,  which  then  undergo  condensation,  thus:  — 

CH.(OH)UH(OH)-COH  +  CH1(OH)-CO-CU2(OH)  = 

CHo(OH)-(Jii(OH)-CH(OH)*Cil(OH)*CO-CH2(OH)'. 
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On  fermentation  with  yeast,  a-acro.se  is  separated  into  its  optically 
active  constituents;  the  d.-lcvulose  (ordinary  lmvo-rotatory  lcvulose) 
is  removed,  and  the  solution  becomes  dextro-rotatory.  The  l.-levuloso 
(that  is,  the  dextro-rotatory  modification)  could  not  be  isolated  on 
'  account  of  the  small  quantity  at  disposal,  but  reacts  like  ordinary 
levulose  (d.-levulose)  in  forming  an  osazone  identical  with  l.-phcnyl- 
glueosazone,  but  no  liydraznne. 

i.-Mannitol  is  obtained  from  i. -mannose  by  the  reduction  method 
employed  in  the  p  repaint  ion  of  l.-mannitol  ;  the  yield  amounts  to 
about  40  per  cent,  of  the  theoretical.  It  crystallises  in  small  prisms, 
melts  at  16S°  (at  170°  corr.),  is  readily  soluble  in  water,  tolerably 
soluble  in  hot  acetic  acid,  and  very  sparingly  soluble  in  methyl  and 
ethyl  alcohol,  is  optically  inactive,  and  identical  with  a-acritol.  The 
name  i. -mannitol  will  therefore  be  employed  for  both  compounds. 
On  oxidation  with  dilute  nitric  acid,  i. -mannitol  yields  about  *20  per 
cent,  of  i. -mannose,  and  this,  by  oxidation  with  bromine,  is  converted 
into  i.-mannonic  acid,  which  can  be  isolated  by  means  of  its  phenyl  - 
hydrazide  by  the  method  already  described  (Fischer  and  Hirsch- 
berger,  loc.  cit .)  ;  it  is  therefore  possible  to  prepare  synthetically  all 
carbohydrates  of  the  mannose  and  levulose  series. 

The  synthesis  of  dextrose  from  d.-mannonic  acid,  and  therefore  from 
«-acrose,  is  described  in  the  second  paper  (J3e/\,  23,  799 — 805),  in 
which  it  is  shown  that  d.-mannonic  acid  can  be  partially  converted  into 
gluconic  acid,  and  vice  versa ,  by  heating  it  with  twice  its  weight  of 
quinoline  at  140°  for  40  minutes  ;  the  product  from  either  source  con¬ 
taining  about  40  per  cent,  of  d.-mannonic  acid  and  60  per  cent,  of 
gluconic  acid.  To  separate  these  acids,  the  product  obtained  by  heat¬ 
ing  d.-mannonic  acid  (20  grams)  with  quinoline  (40  grams)  and  water 
(5  grams)  at  140°  for  40  minutes  is  treated  with  a  solution  of  barium 
hydroxide  (40  grams),  steam-distilled  to  remove  all  quinoline,  exactly 
neutralised  by  sulphuric  acid,  and  concentrated  to  150  c.c.  It  is  then 
heated  with  brucine  (60  grams)  until  dissolved,  allowed  to  remain  in 
the  cold  for  some  time  in  order  to  remove  all  excess  of  brucine  by 
crystallisation,  then  concentrated  to  the  crystallising  point,  dissolved 
in  25  times  its  volume  of  boiling  absolute  alcohol,  and  the  brucine 
d.-mannonate,  which  is  only  sparingly  soluble  in  absolute  alcohol,  sepa¬ 
rated  by  crystallisation.  The  alcoholic  filtrate  from  this  is  evaporated 
to  a  syrup,  which  is  dissolved  in  water,  treated  with  a  solution  of  barium 
hydroxide  (*20  grams)  to  liberate  the  brucine,  and  the  filtrate  carefully 
precipitated  with  sulphuric  acid.  The  clear  solution  is  now  concen¬ 
trated  to  30  c.c.,  and  heated  at  100°  for  an  hour  with  phenylliydrazine 
(3  grams)  in  the  form  of  acetate,  in  order  to  convert  the  gluconic 
acid  into  its  phenylhydrazide,  which  crystallises  out  on  cooling,  and 
can  be  reconverted  into  the  acid  by  the  method  already  described 
(Fischer  and  Hirschberger,  loc.  cit.).  Gluconic  acid,  so  prepared,  has 
all  the  properties  of  ordinary  gluconic  acid. 

To  obtain  dextrose  from  gluconic  acid,  the  aqueous  solution  is 
evaporated  to  a  thick  syrup  on  the  water-bath,  with  the  object  of  form¬ 
ing  as  much  lactone  as  possible,  and  then  reduced  by  adding  sodium- 
amalgam  to  the  cold  10  per  cent,  aqueous  solution  in  the  way  already 
described.  The  yield  is  not  so  good  as  that  obtained  when  any  of  the 
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throe  mannonic  acids  are  reduced  ;  this  is  due  in  all  probability  to  the 
fact  that  gluconic  acid  is  only  incompletely  converted  into  its  lactone, 
since  the  property  of  undergoing  reduction  by  sodium-amalgam  is 
seemingly  intimately  associated  with  that  of  forming  lactones  in  acids 
of  this  class.  The  synthetical  dextrose  has  a  specific  rotatory  power 
of  [a]D=  52,  yields  d.-phenylglucosazonc, and  is  identical  with  ordinary 
dextrose,  ft  follows  therefore  that,  with  the  exception  of  1. -gluconic 
acid,  which  the  author  is  attempting  to  prepare  from  1. -mannonic  acid 
(arabinosecarboxylic  acid)  by  heating  with  quinoline,  1. -dextrose,  and 
the  optically  inactive  forms  of  these  compounds,  all  the  carbohydrates 
of  the  mannitol  series  have  been  prepared  synthetically  ;  the  relation 
of  these  carbohydrates  to  <*-acrose  is  shown  in  the  table  (p.  470). 

W.  P.  \v. 

Matezite  and  Matezo-dambose.  By  C.  Combes  ( Gumpt .  rend., 
110.  -Id — 47). — Girard  ( Compt .  rend.,  77,  99b)  obtained  from  Mada¬ 
gascar  caoutchouc,  a  saccharine  substance,  matezite,  which,  when 
treated  with  hvdriodic  acid,  yields  methyl  iodide  and  matezo-dambose, 
an  isomeride  of  glucose.  /3-Pinite,  obtained  by  Maquennc  from  Pin  ns 
lambertiana,  behaves  in  a  similar  manner,  and  with  hydriodic  acid 
yields  methyl  iodide  and  /3-inosite  (this  vol.,  p.  244).  Matezite  and 
/3-pinite  both  crystallise  in  radiating  nodules,  and  matezo-dambose 
and  /3-inosite  are  precipitated  in  tetrahedra  on  addition  of  alcohol  to 
their  aqueous  solutions.  Both  the  latter  give  Scherer’s  reaction,  and 
have  a  molecular  weight  of  171  as  determined  by  Raoult’s  method. 
These  facts  and  the  following  measurements  show  that  /3-pinite  and 
/3-inosite  are  not  distinct  chemical  species,  but  are  identical  with 
matezite  and  matezo-dambose  respectively. 

Matezite.  j8-pinite.  Matezo-dambose.  j8-inosite. 

Melting-point  . .  187°  186'5°  246°  246° 

Rotatory  power.  66  0°  65‘7a  67'6°  6S'4° 

C.  H.  B. 

Rotatory  Power  of  Matezite  and  Matezo-dambose.  By  A. 
Girard  ( Compt .  rend...  100,  84 — 86). — The  value  of  the  rotatory 
power  given  in  an  earlier  paper  was  erroneous,  and  the  author  has 
recalculated  the  numbers  from  his  old  data — 

Matezite  [a]D  =  +  65’2°.  Matezo-dambose  [<*]D  =  4-  GS'd0. 
Xew  determinations  give  very  similar  results. 

Matezite  [<*] d  =  +  Gd^15.  Matezo-dambose  [*]d  =  +  G4'7°. 

The  rotatory-powers  are  therefore  identical,  and  not  different  as  Avas 
formerly  supposed  (compare  Combes,  preceding  abstract). 

C.  H.  B. 

Racemo-inosite.  By  Maquexne  and  C.  Taxret  (Compt.  rend., 
no,  8G — 88). — Inosite  from  quebrachite  is  lmvogyrate,  and  inosite 
from  pinite  dextrogyrate,  their  rotatory  powers  being  exactly  equal, 
but  of  opposite  sign.  For  the  hydrated  compounds,  [<*]n  =  +  65°  ; 
and  for  the  anhydrous,  [«]d  =  +  55°.  Both  soften  without  decom¬ 
posing  above  210°,  and  melt  at  247°;  both  crystallise  in  hemihedral 
rbomboidal  prisms,  give  the  same  reactions,  and  have  the  same  solu- 
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bill  ties  both  in  the  hydrated  and  anhydrous  forms.  Their  acetates 
soften  in  the  hand,  and  have  equal  but  opposite  rotatory  powers  (10°) ; 
the  benzoates  crystallise  in  comparatively  insoluble,  brilliant  needles 
which  melt  at  252°. 

When  solutions  of  equal  quantities  of  the  two  inosites  are  mixed, 
an  abundant  crystalline  precipitate  of  racemo-inositp.  is  obtained.  It 
is  optically  inactive,  melts  at  258°  without  softening,  is  much  less 
soluble  than  the  active  vai'ieties,  and  separates  from  solution  only  in 
the  anhydrous  form.  It  does  not  affect  Fehling’s  solution  in  the 
c  dd.  The  acetate  is  crystalline  and  melts  at  111°,  and  the  benzoate 
forms  bulky,  microscopic  needles  w'hich  melt  at  217°. 

liacemo-inosite  has  the  same  composition  as  the  active  inosite,  to 
which  it  stands  in  the  same  relation  as  racemic  acid  does  to  the  active 
tartaric  acids.  It  is  the  first  example  of  physical  isomerism  amongst 
the  sugars.  C.  H.  B. 

Xylose  and  Wood-gum  from  Straw  and  other  Materials. 

By  B.  W.  Allen  and  B.  Tollens  ( Ber .,  23,  137). — When  loofah, 
straw',  or  cherry-wrood  is  extracted  with  soda,  and  the  extract  mixed 
with  alcohol,  a  gum  is  precipitated  ;  in  the  case  of  straw',  the  yield  of 
crude  gum  is  16  per  cent.,  and,  on  hydrolysis,  it  gives  xylose. 

F.  S.  K. 

Derivatives  of:  Propylamine.  By  S.  Gabriel  and  W.  E.  Bauer 
(Her.,  23,  87 — 96). — Continuing  Gabriel’s  previous  work  on  the  deri¬ 
vatives  of  fatty  amines,  the  authors  have  investigated  some  more  of 
the  derivatives  of  propylamine. 

When  7-bromopropylphthalimide  (Abstr.,  18SS,  1292)  is  digested 
with  potash,  the  potassium  salt  of  hydroxypropylphthalamic  acid  is 
formed.  If  the  syrupy  acid  is  heated  for  3 — 4  hours  at  135—145°, 
■water  is  separated,  and  y-hydroxypropylphthalimide, 

cjia:x-c3h6'0h, 

is  produced.  This  crystallises  from  water  in  colourless  needles. 

Propylmercaptophthalimide ,  CgHjChiN'CoHvSH,  is  formed  when 
bromopropylphthalimide  is  heated  w'ith  alcoholic  potassinm  hydm- 
snlphide  in  sealed  tubes  at  100°.  It  is  soluble  in  alcohol  and  light 
petroleum,  insoluble  in  water,  crystallises  in  colourless  needles,  and 
melts  at  46 — 48°.  When  heated  with  fuming  hydrochloric  acid,  it 
decomposes  iuto  phthalic  acid  and  y-amidopropylmercaptol. 

y-Thiocyanopropylpkthalimide,  CsH^ChlN'CbHvSCN,  is  formed  when 
bromopropylphthalimide  is  heated  with  alcoholic  potassium  thiocyan¬ 
ate  at  100\  It  crystallises  from  alcohol  in  colourless  needles  melting 
at  96 — 98°.  When  this  componnd  is  digested  with  potash,  it  yields 
dipropyldisulphide-y-diphthalamic  acid ,  So(C3H6'NH'CO,CiiH.i'COOH)-! ; 
this  crystallises  in  colourless  scales  melting  at  136u,  is  soluble  in  glacial 
acetic  acid,  ammonia,  and  alkalis,  insoluble  in  water.  When  digested 
w'ith  concentrated  hydrochloric  acid  at  200°,  it  is  decomposed  into 
phthalic  acid  and  dip rop ylantido-y-disulph ide  hydrochloride, 

S2(C3H6'NH;)3,2HC1, 

which  crystallises  in  white  needles  melting  at  21S — 219°,  and  yields 
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a  sparingly  soluble  picrate,  C6H)6N2S2,2C6H2(]ST02)3-0H,  which  c ins¬ 
tall  ises  from  alcohol  in  yellow  scales  melting  at  14-5 — 140°. 

v-Amidopropyl  hydrogen  sulphate,  JSTH..-C3H6,0,S03H,  is  formed  when 
7-bromopropvlamme  hydrobromide  is  added  to  a  hot  aqueous  solution 
of  silver  sulphate.  It  forms  crystals,  soluble  in  hot  water,  and  melt¬ 
ing  at  221°. 

p-Mercaptopenthiazoline,  CH2<q^ 2  ^^>C*SH,  is  formed  by  the 

action  of  carbon  bisulphide  on  7- bromo  propylamine  hydrobromide. 
It  is  easily  soluble  in  hot  water  and  alcohol,  insoluble  in  acids,  forms 
colourless  crystals,  and  melts  at  132°.  When  oxidised  by  heating 
with  bromine- water,  this  compound  yields  7 -amidopropylsulphonic 
acid,  X H^ChHs'SOsFr,  which  crystallises  from  alcohol  in  needles,  and 
does  not  melt  below  300,J.  This  acid  is  isomeric  with  (3 -  and  c-methyl- 
taurinc.  The  mother  liquors  from  this  acid  contain  a  less  oxidised 
derivative  of  the  tliiazoline,  which  forms  fibrous  crystals,  very  soluble 
in  water. 


is  formed 


Trimeth>jlene-yJf-thiocarbami(ley  CH2<q^|* -^g>C!NH, 

by  the  action  of  potassium  thiocyanate  on  7-bromopropylamine  hydro¬ 
bromide.  It  is  a  strongly-smelling  oil,  with  strong  alkaline  reaction, 
and  is  less  stable  than  the  corresponding  ethylene-derivative.  Its 
hydrobromide,  C4H3X,S  Br,  is  soluble  in  water,  and  forms  crystals 
melting  at  135 — 130°;  its  j picrate  forms  long  needles  melting  at  128°. 

C  Ho  —  0 

Trimethylene-yjf-carbamide,  is  formed  when 


potassium  cyanate  is  substituted  for  thiocyanate  in  the  above  read  ion. 
It  is  a  thick,  strongly  basic  oil,  yielding  a  picrate ,  crystallising  in 
yellow  needles,  and  melting  at  200°.  L.  T.  T. 


New  Hexylamine  and  a  New  Hexyl  Alcohol.  By  M.  Freuxd 
and  P.  Herrmaxx  ( Ber 23,  189 — 190). — The  starting  point  for 
these  compounds  is  diethylacctic  acid,  obtained  by  Conrad’s  method 
from  ethyl  malonate  :  for  every  100  grams  of  the  latter  employed, 
25  grams  of  diethylacctic  acid  was  obtained. 

Diethylacetic  chloride,  CHEtrCOCl,  is  obtained  by  acting  on  the 
acid  with  phosphorus  trichloride  at  the  ordinary  temperature,  and  then 
carefully  distilling.  It  is  a  fuming  liquid,  having  a  pungent  odour, 
and  boiling  at  134 — 137°.  It  readily  acts  on  sodium  diethylacetate, 
forming  diethylacetic  anhydride ,  0(C0-CHEt2)2,  a  colourless  liquid, 
which  has  a  faint  odour,  and  boils  at  230°. 

Diethylacetamide ,  CHEt2*CO-XH  >,  is  prepared  by  passing  ammonia 
gas  into  the  free  acid,  and  heating  the  ammonium  salt  thus  obtained 
in  a  sealed  tube  at  240 — 250c  for  5 — 6  hours.  It  crystallises  from 
absolute  alcohol  in  long  needles  which  melt  at  105°,  boils  without 
decomposition  at  230 — 235°,  and  is  readily  soluble  in  water,  alcohol, 
and  ether. 

Diethylucet anilide,  CHEt^CO’NHPh,  is  obtained  from  the  foregoing 
compound  by  boiling  it  with  aniline  and  a  little  hydrochloric  acid.  It 
crystallises  from  alcohol  in  slender  needles  which  melt  at  124°,  and 
are  almost  insoluble  in  water. 
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Diethylacetoniiril,  CHEtrCN,  is  formed  when  the  amide  is  mixed 
with  phosphorus  pentoxide  and  carefully  distilled.  It  is  a  somewhat 
volatile  liquid  of  pleasant  odour,  boils  at  144 — 14G0,  and  mixes  with 
alcohol  and  ether,  but  is  almost  insoluble  in  water. 

fi-Diethylethylamine  hydrochloride ,  or  pseudohexylamine  hydrochlo¬ 
ride,  CHEta*CHyNHa,HCl,  is  prepared  by  adding  sodium  to  a  boiling 
alcoholic  solution  of  diethylacetonitril,  and  distilling  the  liquid  formed  I 
in  a  current  of  steam.  The  distillate  is  collected  in  hydrochloric  acid,  i 
the  solution  evaporated  to  dryness,  and  any  ammonium  chloride  present  I 
removed  by  digestion  with  absolute  alcohol.  On  evaporation,  the 
filtered  solution  leaves  pscudohexylamine  hydi’ochloride  as  a  white,  j 
somewhat  hygroscopic  powder.  It  crystallises  from  alcohol  contain¬ 
ing  a  little  ether  or  light  petroleum  in  a  network  of  fine  needles, 
melting  with  decomposition  at  187°,  and  very  readily  soluble  in  water  i 
and  alcohol.  The platinoehloride,  (CHEt/CHj’XHj^jHjPtCle,  is  very 
insoluble,  and  forms  golden-yellow,  brilliant  scales. 

The  free  base  is  obtained  by  adding  a  slight  excess  of  concentrated 
potash  solution  to  the  hydrochloride  suspended  in  ether,  drying  the 
ethereal  solution  over  solid  caustic  potash,  and  distilling.  Pseudo¬ 
hexylamine  is  a  liquid  of  ammoniacal  odour,  which  boils  at  12o‘3° 
(corr.),  and  rapidly  absorbs  carbonic  anhydride  from  the  air. 

P  send  ohexyl  carbamide,  XtfrCO'NEbCHo'CHEto,  is  prepared  by 
evaporating  a  solution  of  equal  weights  of  pseudohexylamine  hydro¬ 
chloride  and  potassium  cyanate ;  from  the  potassium  chloride  also 
formed,  it  is  separated  by  digesting  with  absolute  alcohol,  evaporat¬ 
ing  the  solution,  washing  with  a  little  water,  and  recrystallising 
several  times  from  hot  water.  It  forms  small  plates  which  melt  at 
116'5°,  and  are  sparingly  soluble  in  cold,  readily  in  hot  water  or 
alcohol. 

Pseudodihexyloxamide ,  C202(XH*C  tfrCHEtj)*,  is  formed  by  warming 
pseudohexylamine  and  oxamide  in  ethereal  solution.  It  crystallises 
from  alcohol  in  beautiful  needles  melting  at  144°. 

Symmetrical  pheuylpseudohexylcarbamide ,  X IIPh'CO'NITCHvCHEt™, 
and  symmetrical  phenylpseudohexylthiocarbamide, 

XHPh-CS-XH-CHyCHEt2, 

are  obtained  when  a  solution  of  pseudohexylamine  in  absolute 
alcohol  is  heated  with  phenyl  cyanate  and  phenylthiocarbimide  respec¬ 
tively.  The  former  crystallises  in  fascicular  groups  of  needles,  and 
melts  at  7CE,  whereas  the  latter  separates  from  solution  as  an  oil,  but 
may  be  obtained  in  the  crystalline  state  by  precipitating  its  alcoholic 
solution  with  water,  adding  a  solid  particle,  and  scratching  with  a 
glass  rod.  After  repeating  this  process  several  times,  it  crystallises 
in  small  prisms  which  melt  at  52 — 53°,  and  still  contain  traces  of 
phenylthiocarbamide. 

Psendohexyl  alcohol,  CHEto-CEfrOH. — To  prepare  this  alcohol, 
pseudohexylamine  hydrochloride  is  digested  with  an  excess  of  silver 
nitrite  and  a  little  water,  and  the  filtrate  distilled.  The  alcohol 
swims  on  the  aqueous  distillate  as  a  yellow  oil,  and  is  freed  from 
traces  of  the  amine  by  hydrochloric  acid,  dried  over  ignited  potassium 
carbonate,  and  finally  over  baryta,  and  fractionated.  It  is  a  colour- 
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less  liquid,  having  an  odour  resembling  that  of  camphor  and  of  fusel 
oil,  and  boils  at  13i> — 148°.  Between  the  boiling-points  of  the  alcohol 
and  the  acid  there  is,  therefore,  approximately  the  same  difference  as 
between  the  other  known  hexyl  alcohols  and  the  corresponding  acids. 

H.  (4.  C. 

Derivatives  of  Ammonium  Chloride.  By  J.  A.  le  Bel  ( Compt . 
rend.,  110,  144- — 147). — If  it  is  admitted  that  the  atoms  or  radicles 
in  a  substituted  ammonia  are  capable  of  movement  round  the  central 
nitrogen-atom,  and  have  not  fixed  and  definite  relative  positions,  it 
is  possible  to  imagine  the  existence  of  two  isomeric  derivatives,  with¬ 
out  assuming  that  they  have  been  formed  in  different  ways,  as  for 
example  by  the  union  of  RC1  with  Xll'3,  or  R'Cl  with  NRR'2. 

Amongst  the  platinoehlorides  of  the  amines  there  is  a  remarkable 
group  of  cubic  salts,  formed  from  chlorides  of  the  type  XRR'3G1.  To 
this  group  belong  methyltripropylammonium  platinochloride  and  tri- 
methylpropylammonium  platinochloride,  but  the  limit  is  passed  by 
the  trimethylisobutylammoninm  salt.  As  a  rule,  if  a  platinochloride 
does  not  differ  from  the  cubic  salts  by  more  than  a  single  methyl- 
group,  its  crystalline  form  will  be  so  nearly  a  cube  that  very  careful 
goniometric  and  optical  examination  will  be  necessary  to  prove  that 
it  is  not  cubic. 

Trimethylisobutylammonium  platinochloride  was  first  obtained  in 
highly  birefractive  needles,  distinctly  not  cubic,  but  when  these  were 
recrystallised  in  order  to  obtain  larger  crystals,  octohedra  were 
obtained  very  closely  resembling  regular  octohedr-a,  and  their  cha¬ 
racter  was  not  altered  by  recrystallisation.  All  attempts  to  reconvert 
the  octohedral  platinochloride  into  the  prismatic  form  failed,  but 
when  the  salt  was  agitated  with  pure  precipitated  silver  oxide,  the 
platinum  and  chlorine  were  precipitated  together,  and  if  the  com¬ 
pound  ammonia  in  the  filtrate  was  neutralised  with  hydrochloric  aeid 
and  concentrated  rapidly  in  a  vacuum,  the  hydrochloride  was  obtained 
partly  in  needles  aud  partly  in  octohedra.  It  follows  that  there  are 
not  only  two  platinoehlorides,  but  two  hydrochlorides,  the  prismatic 
hydrochloride  being  more  stable  than  the  corresponding  platino¬ 
chloride.  The  octohedral  hydrochloride  changes  into  the  prismatic 
form  in  presence  of  excess  of  the  original  hydrochloride,  especially  if 
a  little  free  acid  is  present.  C.  H.  B. 


Action  of  Ammonia  and  of  Ethylenediamine  on  Tetra- 
ehlorodiaeetyl.  By  S.  Levy  (Annul en,  254,  874 — 876). — The 
compound  (m.  p>.  127°)  obtained  by  treating  tetrachlorodiacetyl  with 
ammonia  (this  vol.,  p.  233)  is  identical  with  the  amide  of  triehloro- 
propyleneoxidecarboxylic  acid  obtained  from  tetrachloracetone  ;  prob¬ 
ably  it  has  the  constitution  C1H?>C(CONH,)-CHCl2. 

If  such  is  the  case,  the  compound  obtained  from  tetrachlorodiacetyl 
and  ethylenediamine  probably  has  the  constitution 


C1HC 

i 

0 


>C(CHCl2)-COXH-C2H4-NH-CO-C(CHCL)< 


CHC1 

I 

0 

F.  S.  K. 
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Diethylenediamine.  By  J.  Sieber  ( Per .,  23,  326—327).—  I 
Diethylenediamine  is  formed  when  ethylenediamine  is  treated  with 
eth}dene  bromide  ;  the  product  is  decomposed  with  potash,  the  result¬ 
ing  oil  dried,  fractionated,  and  the  portion  passing  over  at  168 — 175° 
collected  separately.  The  base  could  not  be  obtained  in  an  anhydrous 
condition.  The  hydrochloride ,  C4H10N2,2HC1,  crystallises  in  small, 
colourless  needles,  and  is  readily  soluble  in  water,  but  insoluble  in 
alcohol.  The  platinochloride,  C4HinN2,H2PtCl6,  crystallises  in  small, 
yellow  needles,  and  is  moderately  easily  soluble  in  hot  water,  but  only 
very  sparingly  in  hot  alcohol.  The  mercurochloride,  C4H10N2,T;[2HgCl4, 
crystallises  in  concentrically  grouped  needles,  and  is  readily  soluble 
in  liot  water,  but  is  rcprecipitatcd  on  adding  alcohol.  The  picratc, 
C4HinN2,CfiH3N307.,  crystallises  from  water  in  yellow  needles,  and  is 
almost  insoluble  in  alcohol.  F.  S.  K. 

Propylthiocarbimide  and  some  New  Thiocarbamides.  By 

0.  Kecht  (Ber.,  23,  281 — 26S). — Prnpylamv ionium  propiyldithiocarb- 
amate  separates  in  colourless  crystals,  when  normal  propylamine  is 
mixed  with  ether  and  treated  in  the  cold  with  the  theoretical  quantity 
of  carbon  bisulphide.  It  is  readily  soluble  in  water  and  alcohol,  and 
melts  at  102°  with  decomposition. 

Propylthiocarbimide,  NPriCS,  is  obtained  when  the  preceding 
compound  is  dissolved  in  alcohol,  the  solution  shaken  with  a  concen¬ 
trated  aqueous  solution  of  mercuric  chloride,  and  then  distilled  with 
steam.  The  yield  is  42  per  cent,  of  the  theoretical  quantity.  It  is  a 
colourless,  highly  refractive  liquid,  with  a  strong  odour  of  mustard 
oil  ;  it  boils  at  (743  mm.),  has  a  sp.  gr.  of  0'9304  at  99'4°, 

(water  at  994°  =  1)  and  is  only  sparingly  soluble  in  water,  but 
miscible  with  alcohol,  ether,  acetone,  benzene,  chloroform,  and  light 
petroleum. 

P ropylihiocarbamide,  NHPrCS*NH2,  prepared  by  dissolving  propyl¬ 
thiocarbimide  in  ammonia,  separates  from  alcohol  in  colourless, 
quadratic  plates,  melts  at  llU°,  and  is  moderately  easily  soluble  in 
water.  The  •meMyZ-derivative,  NHPr-CS-NHAle,  prepared  by  treat¬ 
ing  propylthiocarbimide  with  methylamine,  or  by  treating  niethyl- 
thiocarbimide  with  propylamine  in  alcoholic  solution,  crystallises  in 
colourless  plates,  melts  at  7b°,  and  is  very  easily  soluble  in  alcohol, 
acetone,  and  chloroform,  and  readily  in  ether,  benzene,  and  carbon 
bisulphide,  but  only  sparingly  in  water  and  light  petroleum.  The 
ethyl- derivative,  NHPr*CS-NHEt,  crystallises  in  small,  colourless 
plates,  and  melts  at  52°  ;  it  is  moderately  easily  soluble  in  water,  and 
behaves  like  the  corresponding  methyl-derivative  with  other  solvents. 
The  propi/Z-derivative,  CS(NHPr)2,  crystallises  in  colourless,  nacreous 
plates,  melts  at  71°,  and  is  only  sparingly  soluble  in  cold,  but  mode¬ 
rately  easily  in  hot,  water. 

Dipropy Icarbamide,  CO(XHPr)2,  prepared  by  treating  an  alcoholic 
solution  of  the  thiocarbamide  with  mercuric  oxide,  crystallises  from 
hot  water  in  needles,  and  melts  at  105°.  , 

Propylallylthiocarbamide,  N'HPr,CS,NH,C3H5,  can  be  obtained  by 
treating  propyltliiocarbimide  with  allylamine,  or  by  treating  allyl- 
thiocarbimide  with  propylamine;  it  crystallises  in  large,  transparent 
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plates,  melts  at  G0°,  and  is  only  very  sparingly  soluble  in  cold,  but 
moderately  easily  in  hot,  water. 

VropylphenyllJnociirbamide ,  Nil  PrCS-NHPh,  crystallises  from 
alcohol  in  colourless,  nacreous  plates,  melts  at  G3°,  and  is  only 
sparingly  soluble  in  hot  water. 

Dimethylthiocarbamide ,  CS(NIJMe)!,  is  a  colourless,  crystalline 
compound  melting  at  51'5°  ;  it  is  very  readily  soluble  in  alcohol, 
chloroform,  and  acetone,  but  only  sparingly  in  ether,  benzene,  carbon 
bisulphide,  and  light  petroleum. 

Methylaili/ltJriocarbamide,  NHMe'CS’NH’CjIld,  is  a  colourless,  crys¬ 
talline  compound  melting  at  52°  ;  ethylallylthiocarbamide  forms  large, 
transparent  crystals,  and  melts  at  47°. 

Diallylthiocarbamide,  CS(N  II -03115)2,  crystallises  in  large,  transpa¬ 
rent  plates,  and  melts  at  49'5°.  F.  S.  K. 

Thioaldehydes.  By  E.  Baumann  (tier.,  23,  GO— 69).—  Baumann 
and  Fromm  showed  (this  vol.,  p.  25)  that  when  acetaldehyde  is 
treated  with  hydrogen  sulphide  in  the  presence  of  hydrochloric  acid, 
two  isomeric  tri thioaldehydes  are  formed,  and  that  benzaldehvde 
in  like  manner  yields  two  isomeric  thiobenzaldehydes.  The  author  has 
tried  the  same  reaction  with  formaldehyde,  but  in  all  cases  the  tri- 
tliioforuialdehyde,  C3H6S3,  described  by  Hofmann  (Annalm,  145,  357) 
was  alone  produced.  As  this  compound  is  also  formed  in  so  many 
other  ways,  and  as  no  isomeride  of  it  has  been  obtained,  there  can  be 
little  doubt  that  the  peculiar  isomerism  occurring  with  the  higher 
members  of  this  class  does  not  extend  to  the  simplest  member  thereof. 

In  text-books  it  is  stated  that  trithioformaldeliyde  is  formed  when 
hydrogen  sulphide  is  passed  into  a  solution  of  formaldehyde.  This 
is  not  the  case  ;  this  and  the  homologous  aldehydes  only  being  formed 
in  the  presence  of  strong  acids  or  dehydrating  agents.  The  first 
action  of  hydrogen  sulphide  on  aldehydes  seems  to  be  the  formation 
of  a  compound  SH-R’Olf,  two  or  more  molecules  of  which  then  unite 
with  separation  of  water  and  formation  of  more  or  less  complicated 
compounds  of  a  mercaptan-like  character,  the  reactions  being  pro¬ 
bably  represented  by  the  equations — 

2SH-R-0H  =  SH-R-O-R-SH  +  H,0 ; 

2SH-R-0H  =  SH-R-S-R-OH  +  H20 ; 

SH-R-OH  +  OH-R-OH  =  OH-R  S  R-OH  +  H-A) ; 

and  so  on.  These  compounds  are  very  difficult  to  isolate,  and  under 
the  influence  of  hydrochloric  acid,  &c.,  are  converted  into  tri  thioalde¬ 
hydes.  With  formaldehyde,  the  intermediate  products  were  obtained 
as  a  semi-crystalline  mass  easily  soluble  in  caustic  soda  solution,  from 
which  it  was  reprecipitated  by  acids.  Its  alcoholic  solution  gives  with 
lead  salts  a  bright  yellow  precipitate,  which  on  heating  yields  lead 
sulphide.  By  passing  hydrogen  sulphide  into  a  40  per  cent,  aqueous 
solution  of  formaldehyde  acidified  with  hydrochloric  acid,  the  author 
has  obtained  one  compound  apparently  tolerably  pure.  Crystallised 
from  ether,  it  melts  at  97 — 10.3°,  volatilises  seemingly  unchanged, 
and  gives  numbers  corresponding  approximately  with  the  fo>mnla 
CjllsEaO  or  C3H6S3  -T  CH;0.  It  is  not,  however,  a  simple  additive- 
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product  of  trithioformaldehyde  and  formaldehyde,  as  it  decolorises 
iodine  solution  and  does  not  yield  a  sulphone  on  oxidation.  With 
lead  and  copper  salts,  it  gives  precipitates,  which  when  warmed  with 
alkalis  easily  decompose  into  metallic  sulphides.  Its  general  behaviour 
is  thus  that  of  a  mercaptan,  and  when  heated  with  concentrated 
hydrochloric  acid  or  other  dehydrating  agents,  it  yields  trithioform- 
aldehyde.  When  a  solution  of  formaldehyde  is  saturated  with 
hydrogen  sulphide,  it  remains  clear,  but  on  the  addition  of  concen¬ 
trated  hydrochloric  acid  the  solution  solidities  suddenly  to  a  crystal¬ 
line  magma  consisting  mainly  of  the  compound  just  described.  If 
excess  of  hydrochloric  acid  is  added,  and  the  whole  warmed,  the 
crystalline  mass  is  converted  into  trithioformaldehyde.  Trithioform- 
aldebvde  is  odourless  when  pure. 

With  acetaldehyde  similar  hut  liquid  products  are  formed,  which 
have  been  investigated  by  Wcidenbusch,  Klinger,  and  others.  These 
products  yield  a  more  stable,  yellow  lead-derivative,  decolorise  iodine 
solutions,  dissolve  in  caustic  soda,  and  generally  have  the  character 
of  mcreaptans.  Marckwald  has  also  shown  (Abstr.,  18S6,  864)  that 
thioaeetaldehyde  unites  with  water  to  form  hydroxyethylmercaptan, 
SH-CHAIe-OH,  which  under  water  gradually  changes  to  the  oily  pro¬ 
ducts  just  described.  L.  T.  T. 

TMoaldehyd.es.  By  E.  Baumann  and  R.  Camps  ( Ber .,  23, 
69 — 73). — Baumann  and  Fromm  showed  (this  vol.,  p.  25)  that 
a-  and  /3-tritbioaldehydes  were  both  oxidised  by  potassium  perman¬ 
ganate  in  acid  solutions  to  a  stable  trisulphone,  C6Hi2S306.  The 
authors  have  now  investigated  the  oxidation  of  trithioformaldehyde. 
The  oxidation  is  best  effected  by  making  a  paste  of  the  aldehyde 
with  dilute  sulphuric  acid  and  adding  gradually  thereto  a  concen¬ 
trated  solution  of  potassium  permanganate.  Trimethylenetrisulphone, 

SOrCFB 

CH2  gQ'.Q2j'j>S02,  forms  a  crystalline  powder  insoluble  in  water, 

alcohol,  ether,  chloroform,  glacial  acetic  acid,  or  dilute  acids.  It 
dissolves  in  caustic  soda,  warm  aqueous  ammonia,  and  also  in  boiling 
sodium  carbonate  solution,  from  which  it  expels  carbonic  anhydride. 
Neither  concentrated  nitric  nor  sulphuric  acid  acts  on  it  in  the  cold 
or  when  gently  warmed  with  it,  but  the  latter  dissolves  it  when 
strongly  heated,  the  unchanged  substance  crystallising  out  again  on 
cooling.  Only  at  its  boiling  point  does  sulphuric  acid  cause  partial 
decomposition.  When  the  trisulphone  is  heated  alone,  a  part  sub¬ 
limes,  the  remainder  charring  without  previous  fusion.  The  trisul¬ 
phone  has  the  character  of  a  hexabasic  acid,  all  six  atoms  of  hydrogen 
being  replaceable  by  basic  radicles.  When  it  is  dissolved  in  a  large 
excess  of  soda  and  the  solution  treated  with  excess  of  methyl  iodide, 
triacetonetrisulphone,  CsH^SsOb  (this  vol,  p.  26),  is  formed.  With 
less  alkali  and  methyl  iodide,  less  highly  methylated  compounds  are 
formed. 

Compounds  less  highly  oxidised  than  the  trisulphone  were  also 
present  in  small  quantities  among  the  oxidation-products,  and  Avere 
less  soluble  in  soda.  One  of  these  appeared  to  be  a  disulphone,  but 
was  not  obtained  in  a  pure  state.  L.  T.  T. 
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Anhydride  Formation  in  Acids  of  the  Succinic  Series.  By 
K.  Auwkhs  and  V.  M ever  (Her.,  23,  101 — 103). — The  readiness  with 
which  anhydride  formation  takes  place  in  acids  of  the  succinic  series 
is  increased  by  the  presence  of  methyl-groups  in  the  molecule. 

Tetramethylsuccinic  acid,  for  example,  is  converted  into  the  anhy¬ 
dride  on  distilling,  when  heated  with  hydrochloric  acid  under  pres¬ 
sure,  or  when  distilled  with  steam  ;  iu  the  last  case  the  change  is  not 
complete. 

Trimethylglutaric  acid  gives  an  anhydride  far  more  readily  than 
glutaric  acid,  but  not  so  easily  as  tetramethylsuccinic  acid ;  it  is  not 
acted  on  by  boiling  water,  but  on  distillation  it  yields  the  anhy¬ 
dride. 

When  trimethylglutaric  acid  is  brominated  according  to  Hell's 
method,  it  yields  bromotrimethylglutaric  anhydride. 

Trimethylsuccinie  acid  has  been  prepared.  F.  S.  K. 

Tetramethylsuccinic  Acid  and  Trimethylglutaric  Acid.  By 

K.  Auwers  and  V.  Meyer  ( Her .,  23,  293 — 311  ;  compare  Abstr.,  1SS9, 
1145,  and  Zelinsky,  this  voh,  p.  132). — The  two  acids,  melting  at  97° 
and  190°  respectively,  which  are  obtained  by  treating  ethyl  *-bromiso- 
butyrate  with  finely  divided  silver  and  hydrolysing  the  fraction  of  the 
product  boiling  at  200 — 250°  with  concentrated  hydrobromic  acid  at 
100°,  have  been  proved  to  be  trimethylglutaric  acid  and  tetramethyl- 
succiuic  acid  respectively.  The  two  compounds  can  be  easily  sepa¬ 
rated  by  distillation  with  steam.  The  tetramethylsuccinic  acid  passes 
over  for  the  most  part  in  the  form  of  the  anhydride,  and  is  best 
isolated  by  evaporating  the  distillate  to  a  small  volume  with  alkali, 
then  acidifying,  and  separating  the  precipitated  acid  by'  filtration. 
The  non-volatile  trimethylglutaric  acid  is  extracted  with  ether,  the 
ether  evaporated,  and  the  residue  recry'stallised  from  hot  water.  The 
yield  of  the  two  products  together  is  about  15  per  cent,  of  the  theo¬ 
retical  quantity',  and  they  are  obtained  in  about  equal  quantities. 

Tetramethylsuccinic  acid,  CBHl404,  melts  at  190 — 192°  when  heated 
slowly',  but  when  heated  quickly'  the  temperature  may'  rise  to  about 
200°  before  it  becomes  liquid  ;  it  forms  short,  dendritic  crystals,  is 
readily'  soluble  in  alcohol  and  benzene,  and  moderately  easily  in  ether, 
chloroform,  carbon  bisulphide,  and  hot  water,  but  only  sparingly'  in  cold 
water,  and  is  almost  insoluble  in  light  petroleum.  Molecular  weight 
determinations  by  Beckmann’s  method  in  ethereal  solution,  and  by 
Raonlt’s  method  in  glacial  acetic  .acid  solution,  gave  results  in  accord¬ 
ance  Avith  the  molecular  formula  given  above.  An  examination  of  the 
electrical  conductivities  of  tetramethylsuccinic  acid  and  trimethyl¬ 
glutaric  acid  proved  that  the  higher  melting  compound  only  is  a 
substituted  succinic  acid,  and  measurements  of  the  electrical  con¬ 
ductivities  of  the  sodium  salts  of  the  tAvo  acids  gaA'e  results  which 
showed  that  both  compounds  are  dicarboxylic  acids. 

Tetramethylsuccinic  anhydride.,  ChH12(33,  is  best  prepared  by  distilling 
the  acid  or  heating  it  for  a  short  time  at  its  boiling  point,  ft  crystal¬ 
lises  from  hot  light  petroleum  in  small,  colourless  needles,  melts  at 
147°,  and  boils  at  230‘5°.  It  is  very'  readily  soluble  in  most  ordinarv 
soh'ents,  but  only  sparingly  in  cold  light  petroleum,  and  almost  in- 
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soluble  in  cold  water  or  sodium  carbonate.  It  is  quickly  decomposed 
by  hot  alkalis,  and  on  acidifying,  the  acid  is  precipitated. 

When  tetramethylsuccinic  acid  is  treated  with  bromine  and 
amorphous  phosphorus  by  Hell-Volhard’s  method,  and  the  product 
dropped  on  to  ice,  the  anhydride  is  obtained,  but  not  a  trace  of  any 
brominated  acid  is  formed. 

Trimethylglutaric  acid,  COOH'CMe^CHrCHMe’COOH,  crystal¬ 
lises  from  hot  water  in  plates,  melts  at  97°,  and  is  very  readily 
soluble  in  mo'st  ordinary  solvents,  but  less  readily  in  carbon  bisul¬ 
phide  and  light  petroleum.  Molecular  weight  determinations  by 
Beckmann’s  method  in  ethereal  solution,  and  by  Raoult’s  method  in 
glacial  acetic  acid  solution,  gave  results  in  accordance  with  the  mo¬ 
lecular  formula  C8Hu0). 

The  anhydride ,  G’s,H1203,  can  be  prepared  by  boiling  the  acid  for 
a  long  time,  or  by  treatiug  it  with  acetic  chloride.  It  crystallises 
from  hot  light  petroleum  in  compact,  colourless  needles,  melts  at 
95 — 96c,  and  boils  at  202°.  It  is  much  more  readily  decomposed  by 
water  and  sodium  carbonate,  but  in  other  respects  it  resembles  the 
anhydride  of  tetramethylsuccinic  acid. 

a-Bromotrimethylglutaric  anhydride ,  CII2<^  CBrMe-CO>°’  is  ob¬ 
tained  as  follows: — The  acid  is  mixed  with  a  little  amorphous  phos¬ 
phorus,  and  bromine  gradually  added  to  the  mixture  ;  the  product  is 
kept  for  24  hours,  then  heated  for  a  short  time  ou  the  water-bath, 
and,  when  cold,  gradually  mixed  with  ice.  The  precipitate  is  washed, 
dried,  and  recrystallised  from  hot  light  petroleum.  It  forms  colour¬ 
less  needles,  melts  at  114°,  sublimes  without  decomposition,  and  is 
readily  soluble  in  all  ordinary  organic  solvents  except  light  petio- 
leum. 


Hydroxy  trimethylglutaric  acid 


lactone ,  I  *  ^  ‘^CMe'COOH,  is 
GO - O 


obtained  when  the  preceding  compound  is  treated  with  soda,  boiling 
water,  or  sodium  carbonate  ;  the  solution  is  acidified  if  necessary,  and 
the  product  extracted  with  ether.  It  separates  from  ether  in  trans¬ 
parent,  well-defined  crystals,  melts  at  103 — 104°,  and  is  readily 
Soluble  in  water,  alcohol,  ether,  benzene,  and  chloroform,  but  less 
readily  in  carbon  bisulphide,  and  only  sparingly  in  light  petroleum. 
It  sublimes  without  decomposition,  but  it  is  not  volatile  with  steam. 
The  silver  salt,  CsHnChAg,  is  a  colourless,  crystalline  compound. 

F.  S.  K. 


Tricarballylates.  By  E.  Guinochet  ( Compt .  rend.,  110,  47 — 49). 
— The  tricarballylates  closely  resemble  the  aconitates,  but  the  tribasic 
salts  of  tricarba Hylic  acid  are  neutral  to  litmus  and  phenolphthalein, 
whilst  those  of  aconiticacid  are  alkaline. 

The  monopotassium  salt  Crystallises  with  2  mols.  H20  in  colourless, 
transparent  films  which  become  anhydrous  in  a  dry  vacuum.  The 
sesqui potassium  salt,  C6H7K06,C6H6K20s  4-  |H20,  is  a  crystalline 
powder  which  loses  water  at  100°  and  decomposes  at  130°  ;  the  tri- 
potassium  salt  forms  very  deliquescent  nodules  containing  1  mol.  H20, 
which  is  given  off  at  215°,  the  salt  decomposing  at  240°.  The  mono- 
sodium  salt  crystallises  with  1  mol.  H20  in  transparent  prisms  which 
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become  anhydrous  at  100n;  the  disodinm  salt  forms  crystalline  crusts 
which  contain  l  mol.  H-O,  become  anhydrous  at  110’,  and  decompose 
at  185°;  the  t rhodium  salt  forms  very  soluble,  prismatic  needles 
which  contain  mol.  H20,  and  when  dried  do  not  decompose  below 
K;0°.  The  sesquiammouimn  salt  forms  anhydrous,  striated,  nacreous, 
hexagonal  plates;  the  triummnnium  salt  crystallises  with  l  mol.  H2t) 
in  very  deliquescent,  slen  ler  needles.  The  trilithium  salt  crystallises 
with  2  mols.  1LO  in  very  soluble,  ]>rismatic  needles  which  lose  one- 
lrdf  their  water  at  180,  become  anhydrous  at  185°,  and  do  not  alter 
at  250°.  The  monoadetnm  salt  forms  slender  needles  which  contain 
1  mol.  H20  and  decompose  at  125"  ;  the  tricalcium  salt  forms  a  white, 
amorphous  powder  which  contains  3  mols.  H,0,  one-third  being 
given  off  at  100°,  and  the  remainder  at  150  ,  whilst  the  salt  de¬ 
composes  at  200“.  If  this  latter  salt  is  made  by  neutralising  tri- 
carballylie  acid  with  lime-water,  a  precipitate  only  forms  in  concen¬ 
trated  solutions;  if  concentrated  solutions  of  tripota^sium  triearb- 
allylate  and  calcium  chloride  arc  mixed,  no  precipitate  forms  until  the 
liquid  is  boiled.  The  tribarium  salt,  alter  being  dried  in  a  vacuum, 
contains  7  mols.  H>0,  one  of  which  is  expelled  at  lUUc,  and  tne  re¬ 
mainder  at  200 ' ;  but  the  salt  does  not  decompose  even  at  2500  The 
tri magnesium  salt  crystallises  with  8  mols.  H.O,  loses  one  at  100°,  and 
the  remainder  at  IGfr,  and  decomposes  at  200°. 

The  aluminium  salt,  obtained  by  double  decomposition,^  a  gelatinous 
precipitate  which  when  dry  forms  a  bulky,  white,  very  hygroscopic 
powder;  it  is  a  hydrated,  basic  salt,  and  has  the  composition 
(CuH5Ot)>Al>  +  Al,0(OH)4.  becomes  anhydrous  at  150’,  and  decom¬ 
poses  at  200°.  The  chromium  salt  is  prepared  in  a  similar  manner, 
has  a  similar  composition,  and  forms  a  very  hygroscopic,  grey-blue 
powder.  The  nickel  salt  crystallises  with  5  mols.  H20,  loses  one  at 
100°,  three  at  200’,  the  last  at  225r,  and  decomposes  at  210°;  its  solu¬ 
tion  becomes  turbid  at  60\  and  at  10\)°  deposits  an  abundant  precipitate 
of  a  lower  hydrate  containing  3  mols.  lf.O;  this  becomes  anhydrous 
at  loU°  and  decomposes  at  200°.  The  e  Bait  salt  is  a  wine-red,  hygro¬ 
scopic  powder,  which  when  dried  at.  the  ordinary  temperature  con¬ 
tains  4H,0.  but  decomposes  above  200°;  if  the  solution  is  heated,  it 
deposits  a  precipit ate,  which  after  drying  at  100°  is  violet-blue,  con¬ 
tains  1  mol.  H>0,  and  decomposes  at  1103.  The  zinc  salt  forms 
prismatic  crystals,  and  if  its  solution  is  heated,  a  crystalline  powder 
is  deposited  which  contains  4H20  and  becomes  anhydrous  at  1003 ;  the 
addition  of  alcohol  to  the  cold  aqueous  solution  precipitates  a  mono- 
hydrated  salt  which  becomes  anhydrous  at  190°,  and  decomposes  at 
220°.  The  cupric  salt  is  obtained  by  double  decomposition  as  a  blue, 
flocculent  precipitate  which  when  dry  contains  2  mols.  H20  and 
decomposes  above  140°.  The  lead  salt  is  a  dense,  white,  insoluble 
powder,  and  the  silver  salt  is  dense  and  white,  and  alters  but  little 
when  exposed  to  light.  C.  H.  B. 

Action  of  Oxygen  on  Zinc  Ethyl.  By  R.  Demuth  and  F. 
AIeyer  {Bar..  23,  394 — 898). — In  the  course  of  his  classical  researches 
on  zinc  ethyl,  Frankland  studied  the  action  of  oxygen  on  this  sub¬ 
stance,  and  obtained  a  white  compound  which  he  regarded  as  a  mixture 

vol.  LVitt.  2  k 
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of  zinc  oxide,  ethoxide,  and  acetate  (Annalen,  95,  46).  This  result 
appeared  to  the  authors  very  remarkable,  as  in  processes  of  oxidation 
the  oxygen  is  not  as  a  rule  interposed  between  two  atoms  which  are 
directly  connected.  (The  formation  of  acids  from  aldehydes  is  only 
an  apparent  exception,  as  this  reaction  probably  always  takes  place 
in  presence  of  water.)  They  have  therefore  re-examined  the  subject, 
and  find  that  when  oxygen  or  air  is  passed  through  zinc  ethyl  diluted  | 
with  light  petroleum,  a  beautiful  white  powder  is  obtained  which  1 
contains  no  acetic  acid.  Its  composition  is  not  constant,  but  varies  in  { 
the  different  preparations.  As  previously  stated  by  Frankland,  it  de-  | 
composes  on  heating  with  violent  evolution  of  gas,  scattering  white  j 
flocks  around,  and  sometimes  exploding  violently.  These  properties  j 
can  hardly  belong  to  a  substance  having  the  constitution  Zn(OC2H5)3,  ' 
and  the  authors  regard  it  as  a  peroxide  of  the  formula  ZnEt'OOEt. 

In  favour  of  this  view  is  the  fact  that  it  causes  separation  of  iodine 
from  an  acid  solution  of  potassium  iodide  even  in  absence  of  air,  and 
yields  ethyl  alcohol  on  distillation  with  dilute  sulphuric  acid,  but  no 
ethane.  The  latter  result  shows  that  it  caunot  have  the  constitution 
ZnEt-OEt. 

Zinc  ethoxide  is  also  stated  by  Bu  tie  row  and  Bissensko  ( Jahresb ., 
1864,  467,  470)  to  be  formed  by  the  actiou  of  zinc  ethyl  on  absolute 
alcohol.  A  white  powder  is  indeed  thus  obtained,  which  decomposes 
quietly  on  heating,  but  yields  no  alcohol  on  distillation  with  dilute 
sulphuric  acid,  and  cannot,  therefore,  be  zinc  ethoxide.  This  com¬ 
pound  has,  therefore,  not  yet  been  prepared.  H.  (4.  C. 

Chloropyromucic  Acids.  By  H.  B.  Hill  and  L.  L.  Jackson 
(Amer.  Chem.  J.,  12,  22 — 51). — Ethyl  pyromucate  was  made  by 
warming  a  solution  of  3  parts  of  pyromucic  acid  in  5  parts  of 
absolute  alcohol  with  3  parts  of  concentrated  sulphuric  acid 
(sp.  gr.  184)  for  four  hours  on  a  water-bath,  allowing  the  mixture 
to  cool,  aud  treating  it  with  water.  The  crude  ether  thus  obtained 
was  washed  with  sodium  carbonate,  dried  by  exposure  to  air,  and 
purified  by  distillation  ;  the  yield  was  68  per  cent,  of  the  theore¬ 
tical.  The  distillate  was  treated  with  chlorine  at  0°  until  it  ceased  to 
gain  in  weight,  and  then  fractionally  distilled  at  a  pressure  of  15  mm. 
Some  ethyl  chloropyromucate  [COOH  :  Cl  =  2  :  5]  was  formed,  but  the 
main  product  was  ethyl  pyromucate  tetrachloride,  C4H:fCltO'COOEt, 
which  formed  the  fraction  distilling  between  150°  and  160°. 

Chloropyromucic  acid  [COOH  :  Cl  =  2  :  5]  was  obtained  in  the 
following  manner : — Ethyl  pyromucate  was  heated  at  145°,  aud 
chlorine  passed  through  it  until  the  gain  in  weight  corresponded  with 
the  substitution  of  an  atom  of  chlorine  for  one  atom  of  hydrogen. 
The  viscous  liquid  was  added  to  a  concentrated  alcoholic  solution  of 
soda,  and  the  sodium  salt  of  chloropyromucic  acid  thus  obtained  was 
decomposed  with  dilute  acid,  and  the  crude  acid  formed  crystallised 
from  benzene;  the  yield  was  38  per  cent,  of  the  theoretical.  It 
melts  at  176 — 177°,  dissolves  readily  in  alcohol  and  ether,  and  also 
in  benzene  or  water  when  hot  but  not  when  cold  ;  100  parts  of  water 
dissolve  0"28  part  of  it  at  19'5°.  The  barium  (with  1  mol.  I120)  and 
calcium  (with  3H.Q)  salts  were  prepared  ;  100  parts  of  water  at  I9'5° 
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dissolve  5’G7  and  1’12  parts  respectively  of  these  salts.  The  p<>/os- 
sium  and  silver  salts  were  also  prepared;  the  latter  is  only  slightly 
soluble  in  water. 

Ethyl  vhlorupyronmcat *  (2  :  5)  was  prepared  by  treating  the  acid 
with  alcohol  and  sulphuric  acid;  it  is  a  heavy,  colourless  od,  molting 
at  1 — 2°,  and  boiling  at  210 — 2 18°  at  a  pressure  of  77  mm.  By  treating 
it  with  ammonia,  chloropyrom acamuh.  (2  :  5)  was  obtained  ;  it  can, 
however,  be  better  prepared  from  the  acid  chloride  and  solid  ammo¬ 
nium  carbonate.  It  crystallises  from  water  in  slender  needles  melting 
at  154—  15on.  This  chloropyromucic  acid,  when  treated  with  bromine 
and  water,  yields  fnmarie  acid,  the  reaction  taking  place  according  to 
the  equation  C5H3CIO3  +  2Br2  +  3H20  =  O4H4O4  +  CO,  +  411Br 
4-  HC1.  "When  oxidised  with  nitric  arid,  it  also  yields  fumaric  acid. 
This  shows  that  it  must  have  the  formula  [COOH  :  Cl  =  2  :  5], 

C h loropyrovinric  acid  [COOH  :  Cl  =  2  :  3]  was  made  from  di- 
chloropyromucic  acid  [COOH  :  (Cl);,  =  2:3:  5]  by  dissohing  it 
in  20  parts  of  dilute  ammonia,  adding  an  equal  weight  of  zinc-dust, 
and  boiling  the  solution  for  10  hours,  taking  care  to  keep  it  strongly 
alkal  ine.  The  solution  was  filtered,  cooled,  and  treated  with  dilute 
sulphuric  acid,  the  crude  acid  which  separated  was  dissolved  in  dilute 
ammonia,  and  calcium  chloride  added  to  the  solution  as  long  as  a 
sparingly  soluble  calcium  salt  was  precipitated.  The  acid  was  then 
obtained  by  filtering  the  solution  and  acidifying  it  with  hydrochloric 
acid  ;  it  was  recrystallised  from  water  ;  the  yield  was  80  per  cent,  of 
the  theoretical.  It  was  also  obtained,  though  less  easily,  by  reducing 
dichloropyromucic  acid  (2  :  3  :  4)  with  sodium  amalgam.  It  melts 
at  145 — H6°,  and  dissolves  in  alcohol,  ether,  and  in  hot  benzene, 
chloroform,  and  water;  100  parts  of  water  dissolve  0'8  part  of  it  at 
19'8°.  The  barium  (with  1  mol.  H20)  and  calcium  (with  3H201  salts 
were  prepared;  of  these  100  parts  of  water  dissolve  2  and  31  parts 
respectively  at  about  19’5“.  Ethyl  chlorcpyromucate  [2  :  3]  forms 
crystals  melting  at  29 — 30°  and  boiling  at  217°.  This  chloropyro¬ 
mucic  acid,  when  treated  with  bromine  and  water,  gives  a  mucoc/don  - 
bromic  acid  melting  at  121 — 122  ,  according  to  the  equation  CaH.,C10j 
+  3 Bio  2HoO  =  CjlloBrCIOj  +  COo  -f-  oHBr.  Xitric  acid  oxi¬ 
dises  it  in  part  to  ehlorofmnarie  acid. 

Dichloropyromucic  acid  [C’UOH  :  (Cl)2  =  2:3:4]  was  prepared 
by  passing  chlorine  over  ethyl  pyromucate  at  0°  until  it  ceased  to  gam 
in  weight,  expelling  the  excess  of  chlorine  by  a  current  of  air.  and 
decomposing  the  product  with  excess  of  alcoholic  soda.  The  sodium 
salt  thus  obtained  was  decomposed  with  hydrochloric  acid,  and  the 
dicfiloropyrotnueic  acid  formed  was  rtcrystallised  from  benzene  ;  the 
yield  was  39  per  cent,  of  the  theoretical.  It  melts  at  1(38 — 1(39°,  and 
dissolves  in  alcohol  and  ether,  and  in  water,  benzene,  and  chloroform 
when  hot ;  1U0  parts  of  water  at  19‘5C  dissolve  (J‘27  part  of  the  acid. 
The  barium  (with  3H..O),  calcium  (with  4H20),  potassium ,  and  silver 
salts  were  prepared ;  of  the  first  two,  109  parts  of  water  at  19*5  'dissolved 
0  46  and  1  '21  parts  respectively.  Ethyl  dichloropyromncatv  [2  :  3  :  4 
was  prepared  by  acting  on  the  acid  with  alcohol  and  sulphuric  acid;  it 
crystallises  from  alcohol  in  large  needles  melting’  at  b3 — 134°.  Winn 
treated  with  strong  aqueous  ammonia,  it  forms  dichluropyromncaruide 
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T2  :  3  :  4],  melting  at  176 — 177°.  This  dich loro pyromueic  acid  yieldr 
mncochloric  acid  melting  at  124 — 125°,  when  treated  with  bromine 
aiid  water,  according  to  the  equation  CjHsCLOj  +  2Bra  4-  2H20  = 
C4H.CI0O3  +  COo  +  4HBr.  When  oxidised  with  nitric  acid,  it  yields 
both  mucochloric  and  dichlormaleic  acids,  and  must  therefore  have 
the  formula  [COOK  :  CL  —  2  :  3  :  4]. 

I)ichloropyromucic  acid  [COOH  •'  Cl2  =  2:3:5]  was  obtained  by 
distilling  ethyl  pyromucate  tetrachloride  at  16  mm.  pressure,  and 
formed  the  greater  part  of  the  fraction  boiling  bet  wet  n  1 10°  and  113°, 
Another  diehloropyromucic  acid  of  unknown  formula,  and  ehloro- 
pyrmnucic  acid  [2  :  5]  were  also  formed  ;  the  separation  of  these 
acids  was  a  tedious  matter,  and  reference  must  be  made  to  the  original 
paper  for  details.  Diehloropyromucic  acid  [2:3:  5]  melts  at 
155 — 156°,  ai  d  sublimes  unaltered  at  a  higher  temperature.  It 
dissolves  in  ether,  in  alcohol,  and  in  hot  water,  benzene,  or  chloro-  1 
form  ;  1U0  parts  of  water  at  19'5  dissolve  0‘26  part  of  the  acid. 
The  barium  (with  4H20)  and  calcium  (with  3B20)  salts  were  prepared  ; 
100  parts  of  water  at  19'5°  dissolve  0'42  and  0'22  part  respectively 
of  these  salts.  Ethyl  dichlorupyromucate  [2:3:5]  was  prepared  by 
the  action  of  ethyl  iodide  on  the  silver  salt  of  the  acid  ;  it  is  a  heavy 
liquid,  melts  at  2 — 3°,  ar.d  boils  at  116 — IIS0  at  16  mm.  pressure. 
When  treated  with  concentrated  aqueous  ammonia  at  100°,  it  yields  j 
diddoropyromucamide  [2:3:  5]  melting  at  153  — 154°.  The  acid 
itself  is  but  slowly  attacked  by  nitric  acid,  but  when  treated  with 
bromine  and  water,  it  yields  chlorofnmaric  acid  according  to  the  equa¬ 
tion  CsH2CLO:i  +  2Br2  +  31I20  =  C*H„C10*  +  C02  +  HC1  +  4HBr ; 
hence  it  must  have  the  constitution  [COOH  :  CL  =2:3:  5]. 

C.  F.  B.  I 

Dependence  of  Substitution  Phenomena  on  the  Atomic  or  j 
Molecular  Weights  of  certain  Atoms  or  Groups.  By  F.  Kehr- 
ma.xn  (Err.,  23,  130 — 136;  compare  J.  pr.  Cheui.  [2],  40,  257). — 
The  studv  of  substitution  phenomena,  especially  in  the  aromatic 
series,  shows  that  the  so-called  orientation  rules  are  dependent  on  the 
atomic  or  molecular  weight  of  the  atom  or  radicle  which  dominates  or 
directs  the  position  taken  up  by  the  substitu ting-group,  as  well  as 
on  the  law  of  affinity.  Monhydroxy-  and  monamido-derivatives  of 
benzene,  for  example,  give  both  ortho- and  para-substitution  products, 
but  when  the  molecular  weight,  of  the  hydroxy-  or  amido-group  is 
increased  by  an  alkyl  or  an  aeid  radicle,  the  para-substitution  com¬ 
pound  is  the  principal,  or  the  sole  product. 

The  lack  of  data  makes  it  impossible  as  yet  to  formulate  any 
general  law,  but  in  a  few  cases  the  observed  facts  are  sufficient  to 
show  the  influence  of  atomic  or  molecular  weight.  In  the  substitu¬ 
tion  of  the  homologues  of  benzene  with  two  different  alkyls,  the 
entering  group  takes  up  with  preference  the  ortho-position  to  that 
radicle  which  lias  the  lower  molecular  weight.  Parethyltoluene,  for 
example,  yields  a  brominated  derivative  [Me  :  Br  :  Et  =  1  :  2  :  4]; 
pnracymene  gives  a  sulphonic  acid  [Me  :  S03H :  Br  =  1:2:  4],  and 
only  small  quantities  of  the  isomcride. 

In  the  substitution  of  dihalogen  benzene-derivatives  with  two 
different  halogens,  the  greater  negative  influence  of  the  halogen  of 
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lower  atomic  weight  is  overcome  by  t ho  influence  due  to  the  ntmire 
weight  per  sc.  Me*  achlorobrnmobeuzene,  for  example,  probably  gives 
a  mixture  of  two  nitro-eomponnds,  but  the  substance  [Cl  :  \()s  :  Br 
=  1:2:  5]  is  formed  in  larger  quantity;  paraehloriodobenzene  gives 
most  probably,  the  compound  [Cl  :  N 0>  :  1  =  1  :  2  :  l-j. 

I’1.  8.  1C. 

Nitro-derivatives  of  Metabromotoluene.  Bv  W.  B.  Be.\ti,ky 
and  W.  H.  Wa  kke.v  (/Inter.  C hem .  J.,  12,  1 — 7). — Metabromodinitm- 
tolnenc,  melting  at  103 — »104c,  lias  been  prepared  by  Grete  (Aruutlcn, 
168,  258)  by  acting  on  metabromotoluene  or  metabromomononitro- 
tolucne  with  fuming  nitric  acid,  and  more  recently  by  Jackson  and 
Robinson  (this  vol.,  p,  377)  by  (be  decomposition  of  ethyl  bromodi- 
n  i  tin  pbe ny  1  m  a  Iona  t  e. 

Tlie  authors  have  determined  its  constitution  to  be 
[Me  :  Br  :  (XOs)a  =  1  :  3  :  4  :  6] 

from  the  following  reasons: — (l)  Grete  obtained  it  from  a  mono- 
nitrometabromotoluone.  which  lie  showed  mint  have  the  N02-gronp 
in  the  or/7/o-position,  because  wlum  reduced  it  gave  a  bromotoluidine 
identical  with  that  obtained  by  acting  on  ort/macctotoluide  with 
bromine;  (2)  Xevile  and  Whither  (Trans.,  1880,  429)  showed  that 
when  in  the  metabromotolnidine  mentioned  above,  the  NII2-group  is 
displaced  by  bromine,  a  dibromotolnenc  is  obtained  identical  with  that 
obtained  by  v.  Richter  (this  Journal.  1875,  73)  from  purerd  ibromo- 
benzenc  ;  the  nitrobromotolnene  from  which  it  is  derived  must  there¬ 
fore  have  the  formula  [Me  :  Br  :  N02  —  1:3:  GJ ;  (3)  the  authors 
heated  this  nitrobromotolnene  with  alcoholic  ammonia,  and  converted 
it  into  a  dinitrometatolnidine  melting  at  li>3- — 194°.  The  latter  sub¬ 
stance  was  then  dissolved  in  a  mixture  of  acetone  and  alcohol  and 
treated  with  sulphuric  acid  and  sodium  nitrite  ;  dinitrotoluene 
[Me  :  (NO,)2  =1:4:  <»],  melting  at  71°,  was  thus  obtained.  This 
shows  that  the  two  N02-gronps  occupy  respectively  the  ortho -  and 
para-positions  with  regard  to  the  methyl,  and  hence  that  the  meta- 
bromodinitrobenzene  under  consideration  must  bave  the  formula 
[Me  :  Br  :  (NOj2  =  1:3:4:  6].  The  dinitrotolnidine  mentioned 
above  had  been  previously  prepared  by  Hepp  by  acting  on  7-trinitro¬ 
toluene  with  alcoholic  ammonia,  and  by  Kolb  from  dinitrocresol 
ether.  Hepp’s  7-trinitrotoluene  must  therefore  have  the  formula 

[Me  :  (NOa)a  =  1  :  3  :  4  :  6], 

Mctahromotrinitrotoliiene  [Me  :  Br  :  (NO>)2  —  1  :  3  :  2  :  4  :  6]  was 
prepared  by  treating  metabromodinitrotoluone  with,  a  mixture  of 
fuming  nitric  acid  and  sulphuric  acid;  the  yield  was  about  GO  per 
cent,  of  the  theoretical.  It  crystallises  from  alcohol  in  small,  white 
needles  melting  at  143°.  Jt  is  insoluble  in  water  or  litrht  petroleum, 
nearly  insol able  in  cold  alcohol,  sparingly  soluble  in  carbon 
bisulphide,  soluble  in  ether,  methyl  alcohol,  benzene,  chloroform, 
glacial  acetic  acid,  and  acetone.  It  is  not  acted  on  by  aqueous  soda, 
or  by  strong  acids,  but  the  bromine  is  easily  removed  by  the  action 
of  alcoholic  ammonia  or  aniline.  When  treated  with  ale  diolic  am¬ 
monia,  it  gives  a  trinitrotoluidino  melting  at  1363,  identical  with  that 
obtained  from  trinitrometacresjl  ether  by  Nolting  and  Salis  (Abstr., 
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1S85,  50),  who  assigned  to  it  the  formula  [lie  :  NH2  :  (NO»)3  s= 

1  :  3  :  2  :  4  :  6].  Hence  metabromotrinitrotoluenc  must  have  the 
formula  given  above. 

Auilulotrinitrotoluene  [Me  :  NHPh  :  (NO*)3  =  1  r  3  :  2  :  4  :  6]  was 
prepared  by  treating  metabromotrinitrotolueue  with  aniline.  It  crys¬ 
tallises  from  a  mixture  of  alcohol  and  benzene  in  well-developed,  shin¬ 
ing,  yellow  plates  melting  at  151°.  It  is  insoluble  in  water  or  light 
petroleum,  sparingly  soluble  in  ethyl  or  methyl  alcohol,  soluble  in 
ether,  chloroform,  benzene,  carbon  bisulphide,  glacial  acetic  acid,  and 
acetone.  It  dissolves  in  aqueous  soda,  giving  a  red  solution  from 
which  hydrochloric  acid  precipitates  the  original  substance  unaltered. 
It  dissolves  in  strong  sulphuric  or  strong  nitric  acid,  but  not  in 
strong  hydrochloric  acid.  C.  F,  B. 

Derivatives  of  Paranitrobenzyl  Chloride.  By  A.  Hafner 
(Her.,  23,  337 — 345).— In  agreement  with  Salkowski’s  results  (Abstr., 
18S9,  1174),  the  author  finds  that  paranitrobenzyl  chloride  may  be 
readily  converted  into  paranitrobenzylamine,  NOrCeH^CHvNHj,  by 
Gabriel's  method  (Abstr.,  18S7,  1037).  It  forms  a  strongly  basic 
oil  which  absorbs  carbonic  anhydride  from  the  air,  solidifying  to 
white  crystals.  Its  hydrochloride  crystallises  in  colourless  needles 
which  are  soluble  in  water,  and  commence  to  decompose  at  22(J°, 
whilst  the  nitrate  forms  citron-yellow,  flat  needles  which  decompose 
at  200°.  The  platinochloride  and  picrate  have  also  been  prepared. 

1J  aranitrobenz  ijl  alcohol ,  NOvCbH./CHj'OH,  is  prepared  by  warm¬ 
ing  a  dilute  solution  of  the  hydrochloride  with  sodium  nitrite.  It 
separates  in  slender,  colourless  needles  which  melt  at  93°.  This  com¬ 
pound  has  been  previously  prepared  by  Beilstein  and  Kuhlberg 
{Annalen,  147,  343),  and  by  Busier  (Abstr.,  1884,  310). 

Paranitrobevzylacetamide,  NOvCfiHj-CHyiMHAc,  is  obtained  by 
heating  the  hydrochloride  with  acetic  anhydride  and  sodium  acetate. 
It  forms  colourless  needles,  soluble  in  water,  and  melting  at  133b 
Anisel  and  Hofmann  (Abstr.,  Ifc80,  698)  found  the  melting  point  to 
be  125°. 

The  corresponding -pararntrobenzoylbevzamide,  NO/ C^H^  CH^iST  HBz, 
formed  by  the  action  of  benzoic  chloride  on  paranitrobenzylamine 
hydrochloride,  crystallises  from  alcohol  in  fascicular  groups  of  needles 
which  melt  at  155 — 156°. 

Paranitrobenzylcarbamide ,  NOpCeHpOHvNH’CO'NH^ — In  order  to 
prepare  this  compound,  paranitrobenzylamine  hydrochloride  is  treated 
with  freshly  prepared  silver  cyanate  at  100°,  the  mixture  evaporated 
to  dryness,  and  extracted  with  alcohol.  It  separates  from  the  solu¬ 
tion  in  pale-yellow,  lance-shaped  needles  melting  at  196 — 197°.  If 
potassium  cyanate  be  substituted  for  silver  cyanate,  no  reaction 
takes  place. 

By  the  action  of  carbon  bisulphide  on  an  ethereal  solution  of  para¬ 
nitrobenzylamine,  it  is  converted  into  the  dithiocurbamate, 

NO.rC6H4-CH,*XH-CSSH,NH3’CH2’C6H4-XO,, 

a  yellow,  crystalline  mass  which  darkens  at  12d°,  melts  at  193°,  and 
is  converted  on  boiling  with  excess  of  alcohol  into  hydrogen  sulphide 
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and  paradinitrobenzylthiocarbamidc ,  CS(N  IJC7Hri-X02)o.  This  crystal¬ 
lises  in  brown,  nodular  groups  of  needles  which  melt  with  decomposi¬ 
tion  at  202°,  arc  sparingly  soluble  in  alcohol,  and  somewhat  more 
readily  in  acetic  acid,  ilerenric  oxide  converts  it  into  the  corre¬ 
sponding  pnradinifrubenzylcarbamide,  which  is  also  formed  by  mixing 
an  ethereal  solution  of  parnnitrobcnzyhimine  with  a  solution  of  earb- 
oxyl  chloride  in  benzene.  It  crystallises  from  acetic  acid  in  silvery 
needles  which  begin  to  decompose  at  ‘224°,  and  melt  completely  at 
284°.  They  dissolve  in  alcohol  with  difficultly,  and  are  insoluble  in 
ether. 

Ethyl  pnranitrobenzylcarbamate,  XOrChH^XlhCOOBt,  is  readily 
produced  by  mixing  an  ethereal  solution  of  the  amine  with  ethyl 
chloroearbonate.  It  crystallises  from  ether  in  concentrically  grouped 
needles  melting  at  116 — 117°. 

When  paranitrobcnzylphthalimidc  is  reduced  by  tin  and  hydro¬ 
chloric  acid,  it  is  converted  into  a  base,  C)5H14X;>0,  which  has  the 

constitution  C6H4<^>N-C,H6-NH3  or  CH3<^^>C:X-C7H6-XH2, 

and  is  therefore  paramidobeuzylphthalimidine.  It  forms  colourless 
plates  which  have  a  mother-of-pearl  lustre,  and  melt  at  187 — 188°. 
A  white,  crystalline  hydrochloride  was  obtained  which  had  the  com¬ 
position  Ci51IuN30,HCI  ;  but  this  compound  could  not  be  prepared 
again,  a  salt  being  obtained  containing  a  larger  quantity  of  chlorine. 
The  hydrobromide  has  the  formula  (Ci5H14X30)»,8HBr,  is  readily 
soluble  in  water,  and  melts  with  decomposition  at  215°.  The  platino- 
chloride,  pi  crate,  and  stannochloride  have  also  been  prepared  and 
analysed. 

Acetylparamidobenzylphthalimidine ,  CgHsOiX'CiHvXHAc,  is  ob¬ 
tained  by  boiling  the  base  with  acetic  anhydride.  It  forms  a  brown, 
crystalline  powder  which  is  readily  soluble  in  acetic  acid,  less  so  in 
alcohol,  and  melts  at  226 — 227°. 

Varaliydroxybenzylplitlialimidine ,  C8Hc0 •  X*C7 H6- 0 H ,  is  prepared  by 
the  careful  addition  of  dilute  solution  of  sodium  nitrite  to  a  solution 
of  paramidobenzylphthalimidine  in  hydrochloric  acid,  and  gentle 
warming.  It  crystallises  from  water  in  long,  red,  sparingly  soluble 
needles,  melts  at  187  —198°  (?),  and  is  readily  soluble  in  alcohol, 
acetic  acid,  and  fixed  alkalis,  but  insoluble  in  ammonia. 

This  compound  is  split  np  by  hydrochloric  acid,  with  formation  of 
a  new  base  and  resinous  matter.  The  former  appears  to  have  the 
composition  CBH9X03,  and  forms  a  platinochloride  which  crystallises 
well.  H.  G.  C. 

Orthonitrobenzyl  Sulphide.  By  R.  Jahoda  (il fonatsh.,  10, 
874 — 888). — Lellmann  and  Stiekel  have  shown  (Abstr.,  18S6,  793) 
that  orthobenzylenimide  is  formed  on  reduction  of  orthonitrobenzylic 
chloride  with  tin  and  hydrochloric  acid.  The  author  has  extended 
their  investigation,  using  an  atnmoniacal  alcoholic  solution  of  the 
chloride,  and  hydrogen  sulphide  as  a  reducing  agent,  and  has  isolated 
the  following  products: — 

Orthonitrobenzyl  sulphide,  S^HvCgHpXO..)?.  is  insoluble  in  water, 
but  dissolves  readily  in  hot  alcohol,  benzene,  chloroform,  and  acetic 
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acid,  and  crystallises  from  these  solvents  in  mouoclinic,  pale* yellow 
plates,  a  :  b  :  c  =  0'5o623  :  1  :  1  04-866  ;  it  melts  at  124°.  On 
reduction  with  tin  and  hydrochloric  acid,  the  corresponding  ainido- 
hsnzyl  sulphide  is  formed,  which  is  readily  soluble  in  alcohol  and 
ether,  melts  at  70°,  and  gives  a  hydrochloride  very  soluble  in  water 
and  alcohol  ;  this  decomposes  at  200°  without  previously  melt¬ 
ing.  Orthonitrobenzyl  snlpliide  is  slowly  attacked  when  heated  in  a 
water-bath  with  nitric  acid  of  sp.  gr.  1‘3;  but  may  be  more  readiiy 
oxidised  by  heating  at  100°  in  sealed  tubes  with  concentrated  nitric 
acid,  or  by  treating  a  solution  in  acetic  acid  with  potassium  per¬ 
manganate,  the  sulphoxide,  SO^UvCeflcNOa).,,  being  formed.  It  is 
readiiy  soluble  iu  alcohol  and  ether,  and  on  oxidation  with  a  large 
excess  of  fuming  nitric  acid  or  with  permanganate  is  converted  into 
the  snlphone,  yO^CHrCsHyNCh)^,  which  crystallises  in  slender, 
white,  silky  needles  melting  at  200°. 

Orthonitrobenzyl  bisulphide,  S2(CH2,CrlH.i,XO;,)3,  is  readily  soluble 
in  warm  alcohol,  from  which  it  separates  on  cooling  as  a  seemingly 
amorphous  mass  melting  at  47°.  It  may  be  obtained  in  the  crys¬ 
talline  form  by  allowing  the  alcoholic  solution  to  evaporate  very 
slowly,  is  volatile  in  a  current  of  steam,  and  has  a  very  irritating 
odour.  On  reduction  with  tin  and  hydrochloric  acid,  it  gives  a 
liydrosulphide  which  produces  a  red  colour  with  ferric  chloride.  On  | 
treatment  with  mercuric  chloride,  the  bisulphide  forms  a  heavy  white 
precipitate.  G.  T.  31. 

Compounds  of  Volatile  Fatty  Acids  with  Phenols.  By  j 

31.  v.  Nkxcki  (Mortal sh.,  10,  9U6 — 907;  compare  Perkin,  Trans.,  , 
1889,  546 — 549). — The  author  directs  attention  to  the  fact  that 
several  compounds  of  volatile  fatty  acids  with  phenols  have  been 
previously  described  by  him  (Abstr.,  1S81,  591,  811;  1882,  1201); 
he  now  finds  that  propionic,  butyric,  and  valeric  acids,  when  heated 
with  phenols  and  zinc  chloride,  form  the  corresponding  hydroxy- 
ketones,  which  mostly  crystallise  well,  are  insoluble,  or  nearly  insolu¬ 
ble  in  water,  and  dissolve  readily  in  alcohol. 

rhemyl  propionate  is  readily  obtained  by  beating  together  propionic 
acid  (1  part),  phenol  (1  part),  and  zinc  chloride  (2  parts),  for  from 
5  to  10  minuies.  It  dissolves  in  30  parts  of  hot,  and  2,900  parts  of 
co  Id  water;  gives  phenol  and  parahydroxybenzoic  acid  on  fusion  with 
potash,  and  consequently  has  the  propionyl -group  iu  the  para-posi- 
tion  (compare  Perkiu,  loc.  cit.).  Phenyl  propionate  gives  with 
bromine  a  crystalline  dibromo-derivative,  and  with  nitric  acid  a 
characteristic  nitro-conmound.  G.  T.  31. 


Action  of  Chlorine  on  Phloroglucinol.  By  T.  Zixcke  and 
O.  Kegel  (Per.,  23,  230 — 248). — It  has  been  shown  in  a  previous 
paper  (Abstr.,  1889,  967)  that  the  final  product  of  the  action  of 
dry  chlorine  on  phloroglucinol  is  hexachlorotriketohexamethylene, 

CCUCOCCb  , 

_l  I  ,  and  that  this  is  decomposed  by  water  with  formation 

of  carbonic  anhydride,  tetracliloracetone,  and  dicliloracetic  acid.  It 
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seemed  probable  that  two  intermediate  products  must  be  formed, 
having  the  formuhu  Cl  1  Oh’CO'COl/CO'CCb’COOH  and 
ClICl.-COCCU'CO-CFTCU. 

.  Xo  evidence  of  the  formation  of  these  compounds  could  be  obtained, 
and  the  further  investigation  of  the  action  of  water  has  yielded  only 
negative  results.  If,  however,  the  compound  be  tieated  simul¬ 
taneously  with  either  chlorine  or  bromine  and  water,  persnbstitntion- 
produets  of  acetylaeetone  are  obtained.  The  action  of  ammonia  and 
methyl  and  ethyl  alcohols  on  the  compound  has  also  been  investigated. 

When  hexachlorotriketohexamcthylone  is  dissolved  in  acetic  acid, 
treated  with  excess  of  bromine,  and  50 — -GO  times  the  quantity  of  ice- 
cold  water  gradually  added,  carbonic  anhydride  is  immediately 
evolved,  and  a  granular-crystalline  mass  of  hr.vacklorndibrovificetif!- 
acetone,  Cl?K'!.rCO*CC!vC()'Clb  Cl2,  separates.  This  crystallises  from 
light  petroleum  in  thick,  colourless  needles  or  in  well-developed 
prisms  which  melt  at  57 — 58°;  it  boils  under  '25 — 2G  mm.  pressure  at 
200 — 201°,  and  is  soluble  in  most  of  the  ordinary  solvents  with  the 
exception  of  water.  This  liquid  has  no  action  on  the  substance  in 
the  cold,  but,  on  warming,  decomposes  it  into  Mrachloi\-hrovn>cdoiu\ 
dichlorobronioniethane,  and  carbonic  anhydride.  The  first-named 
compound  is  a  colourless,  refractive  oil  which  has  a  penetrating  odour, 
boils  at  112 — 11  4J  (80  mm.),  and  forms  a  solid  hydrate  with  water. 
Ammonia  converts  hcxachlorodibromacetylacetone  into  dichlorobrom- 
acetamide.  CCbBr'C0'XH2,  which  forms  large,  quadratic  tables  or 
thick  needles  melting  at  188°.  Aniline  gives  a  mixture  of  com¬ 
pounds  amongst  which  is  dichloracetanilide ;  whilst  with  alkali,  a 
mixture  of  the  potassium  salts  of  diehloracetic  and  dichlorobrom- 
aeetic  acids,  together  with  dichlorobromomethane,  appeal's  to  be  the 
chief  product. 

Chlorine  and  water  act  on  an  acetic  solution  of  hexachlorotriketo- 
hexamethylene  in  exactly  the  same  manner  as  bromine  and  water. 
octochloracetylacetone  being  formed.  This  crystallises  from  light 
petroleum  in  thick  netdles  or  prisms,  melts  at  42— 48°,  and  boils  at 
1G5 — 1GS°  (80 — 32  mm).  It  is  decomposed  by  hot  water  into  penta- 
chloracetone,  and  trichloracetic  acid  or  its  decomposition-products, 
whilst  ammonia  converts  it  into  trichloracetamide  ;  this  crystallises 
from  water  in  thick,  colourless  needles  or  tablets  melting  at  141", 
and  is  identical  with  the  compound  prepared  from  trichloracetic 
acid. 

The  action  of  the  halogen  and  water  on  hexachlorotriketohexa- 
methylene  may  be  readily  explained  if  the  formation  of  hvpoehlorons 
acid  is  presupposed,  in  the  manner  shown  by  the  following  equa¬ 
tions  : — 

T  coccu-co 

L  rUn  +  C10H  =  CCVCO-CCL-CO-CCVCOOH. 

II.  CCVCO-CCVCO-CCk-COOH  +  C10H  = 

CCVCOCCVCO-CCls  +  OH-CO-OH. 

When  ammonia  gas  is  passed  into  a  solution  of  hexachlorotriketo- 
hexamethylene  in  benzene,  the  reaction  takes  place  very  quietly. 


490 


ABSTRACTS  OF  CHEMICAL  PAPERS. 


dir Idor acetamide  being  the  sole  product.  This  forms  hard,  prismatic 
crystals  melting  at  98 — 99°. 

The  action  of  aniline  is  much  more  complicated :  dichloracetanilide 
is  the  chief  product,  but  monochloracetanilide,  a  bromacetanilide, 
aniline  hydrobromide,  and  probably  a  brominated  aniline,  are  also 
formed . 

Methyl  alcohol  acts  on  hexachlorotriketohexamethylene  with 
formation  of  tetrachloracetone  and  methyl  dichloromalonate.  The 


reaction  is  represented  by  the  equation  i  ^  iP'  +  2  Me  OH  = 

OU'OOb'OL) 


CHC12*C0*CHCJ2  +  COOMe-CCb'COOMe.  The  latter  compound 
cannot  be  obtained  pure  by  fractionation,  and  probably  contains  a 
small  quantity  of  a  compound  analogous  to  that  formed  by  ethyl 
alcohol,  and  described  below.  With  ammonia,  however,  it  yields 
dichloromalonamide,  CC12(C0,NH2)2 ;  this  crystallises  in  rhombic 
tables,  frequently  aggregated  to  broad  needles  or  plates,  melts  at  203°, 
and  is  identical  with  the  compound  prepared  directly  from  malouic 
acid* 


Ethyl  alcohol  acts  on  hexachlorotriketohexamethylene  in  a  different 
manner.  A  smaller  quantity  of  tetrachloracetone  is  formed,  and 
another  compound  is  obtained  boiling  at  133 — 134°  under  19 — 20  mm. 
pressure,  and  at  239°  with  slight  decomposition  under  the  ordinary 
pressure.  The  constitution  of  this  substance  has  not  yet  been  proved, 
but  it  appears  probable  that  it  has  the  formula 


CHCl2-C(OH)(OEt)'CCVCOOEt. 


With  caustic  potash,  it  gives  dichloracetic  acid  only,  with  ammonia 
dichloracetamide,  and  with  aniline  dichloracetanilide,  which  agrees 
with  the  above  formula.  H.  G.  C. 


Behaviour  of  Aniline  with  Substituted  Hydroxybenzoic 
Acids  at  a  High  Temperature.  By  R.  Seifert  ( Ber .,  23, 
118 — 120). — Remarks  on  Limpricht’s  paper  (this  vol.,  p.  158).  The 
compounds  obtained  by  Limpricbt  and  described  as  new  substances 
have  been  previously  prepared.  Limpricht’s  phenylimidophenol, 
diacetylphenylimidophenol,  and  diphenylimidophenylene  are  the  well- 
known  compounds  phenylparamidophenol,  diacetylphenylparamido- 
phenol,  and  diphenylparaphenylenediamine  respectively.  The  inac¬ 
tion  studied  by  Limpricht  probably  takes  places  in  two  phases,  both 
of  which,  when  taken  singly,  are  well-known  reactions. 

F.  S.  K. 

Formation  of  Triphenodioxazine  by  the  Oxidation  of  Orth- 
amidophenol.  By  P.  Seidel  ( Ber .,  23,  182 — 189). — The  garnet- 
red  dye  obtained  by  G.  Fischer  (Abstr.,  1879,  921)  by  the  oxidation 
of  orthamidophenol  hydrochloride  in  aqueous  solution  with  potassium 
ferricyanide,  is  best  prepared  by  passing  a  rapid  current  of  air  for 
many  days  through  the  hydrochloride  dissolved  in  30 — 40  times  its 
weight  of  water,  and  heated  in  a  reflux  apparatus  on  a  water-bath ;  a 
brownish-red,  granular  precipitate  is  obtained  at  first,  but  tliis 
becomes  darker  in  colour  and  less  pure  towards  the  end  of  the 
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reaction.  Tlic  (lye  can  only  be  purified  by  careful  sublimation,  and 
lias  tbc  composition  CiBHmXjO;.,  being  regarded  by  tlio  author  as 


1ST  X 

tn'phenodio.vazine,  CtiH4<^Q>CuHo<^Q>C6H4,  a  view  which  derives 


confirmation  from  the  fact  that  it  can  be  prepared  synthetically  by 
carefully  heating  a  mixture  of  anhydrous  symmetrical  diamido- 
resorcinol  sulphate  (1  mol.  prop.)  with  orthamidoplienol  (2  mol. 
prop.)  to  its  fusing  point.  The  dye  is  almost  insoluble  in  water, 
alcohol,  ether,  acetone,  carbon  bisulphide,  pyridine,  benzene,  &o.,  but 
gives  with  all  these  solvents,  except  water,  solutions  which  show  a 
beautiful  green  fluorescence.  From  xylene  (solubility  1  in  1000  at 
140°),  nitrobenzene  (solubility  1  in  100  at  200°),  aniline,  azobenzene, 
naphthaleue,  &c.,  it  crystallises  in  dark-red  forms  showing  a  bluish 
lustre.  When  rapidly  heated,  it  can  be  fused  ;  at  250°  it  begins  to 
sublime,  and  at  temperatures  above  3003  is  converted  into  a  beautiful, 
pure  green  vapour.  The  dye  is  not  affected  by  prolonged  boiling 
with  concentrated  aqueous  or  alcoholic  alkalis,  does  not  form  ail 
acetyl-derivative  when  heated  with  acetic  anhydride,  is  not  oxidised 
by  chlorine  or  a  hot  solution  of  chromic  acid  in  acetic  acid,  but  yields 
orthamidoplienol  on  reduction  with  concentrated  hydriodie  acid  at 
170°.  When  warmed  with  concentrated  sulphuric  acid,  it  is  converted 
into  a  sulphonic  acid,  which  forms  sparingly  soluble,  cantharides- 
green  potassium  and  sodium  salts,  whilst  with  concentrated  nitric 
acid  in  acetic  acid  solution  it  yields  a  sparingly  soluble  nitro-deriva- 
tive  crystallising  in  brown,  bronze-lnstred  crystals.  The  hydrochloride, 
C16H,oN202  2HC1,  crystallises  in  beautiful,  dark  cantharides-green 
needles,  and  decomposes  on  treatment  with  water.  The  Ze«co-base, 
CigH^NsOa,  is  formed  when  the  dye  is  heated  at  120°  with  a  solution 
of  phenylhydrazine  in  xylene.  It  crystallises  in  colourless  scales,  is 
sparingly  soluble  in  the  ordinary  solvents,  and  when  heated  either 
alone  at  250 — 000°,  or  in  solution  in  nitrobenzene,  aniline,  or 
pyridine,  is  reconverted  into  the  red  dye.  Its  (ZiuceO/Z-derivative, 
CibH10X2O,Ac2,  crystallises  in  colourless  scales,  melts  at  295°,  decom¬ 
poses  at  higher  temperatures  with  the  production  of  the  red  dye,  and 
is  somewhat  more  soluble  in  nitrobenzene,  aniline,  pyridine,  &e.,  than 
the  leuco-base.  W.  P.  W. 


Formation  of  Alkyl-derivatives  of  Amides.  By  J.  Tafel  and 
C.  Enoch  (AVt.,  23,  1U3 — 10S). — Silver  benzamide,  C7H6NOAg,  pre¬ 
pared  by  dissolving  benzamide  (1  mol.)  and  silver  nitrate  (1  mol.)  in 
warm  water,  and  gradually  adding  the  calculated  quantity  of  soda,  is 
a  colourless,  semi-crystalline  powder,  which  is  decomposed  by  warm 
water.  When  treated  with  ethyl  iodide  in  the  cold,  it  yields 
benzimido  ethyl  ether,  XHICPlrOEt,  identical  with  the  compound 
obtained  by  Pinner  (Abstr.,  18S3,  10S9)  from  benzonitrile  and 
alcoholic  hydrogen  chloride.  When  silver  benzamide  is  covered  with 
ether,  and  treated  with  hydrogen  chloride  or  hydrogen  sulphide,  it  is 
reconverted  into  benzamide. 

Anisamide  melts  at  1G1 — 1G2°,  and  not  at  137 — 138°,  as  stilted  by 
Henry.  The  s/Ztier-deri vative  has  the  composition  CRH„02NAg. 

Auisimido  ethyl  ether ,  OEt'C(HH)'C,;ll.i*Oi\te,  prepared  by  treating 
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silver  anisamide  with  ethyl  iodide  at  40°,  crystallises  in  long,  colour¬ 
less  needles,  melts  above  30°,  and  boils  without  decomposition  under 
greatly  reduced  pressure.  It  is  soluble  in  alcohol  and  ether,  and  is 
decomposed  by  boiling  water.  The  hydrochloride ,  CmHi302X,HC], 
melts  at  140°  with  decomposition,  and  is  soluble  in  water  and  alcohol, 
but  insoluble  in  ether.  The  oxalate ,  Ci0Hn02N,C2H204,  crystallises  in 
colourless  needles,  melts  at  13(3°,  and  is  soluble  in  water  and  alcohol, 
but  insoluble  in  ether.  The  jdatinochloride,  (ChoIIiiiOfiNT^HaPtCl,;, 
crystallises  in  yellow  needles,  and  is  only  sparingly  soluble  in  hot 
alcohol,  bnt  soluble  in,  and  partially  decomposed  by  water. 

Anisamidine  hydrochloride,  X H2'C(N  I  I)-Cal  I4’OMe,HCl,  prepared  bv 
treating  finely  divided  anisimido  ethyl  ether  hydrochloride  with  i 
alcoholic  ammonia  at  30°,  separates  from  alcohol  in  colourless  crystals, 
begins  to  decompose  at  about  220°,  and  is  readily  soluble  in  water 
and  alcohol,  but  only  sparingly  in  ether.  The  free  base,  CSH10OX2,  is 
a  crystalline,  hygroscopic  compound,  very  readily  soluble  in  alcohol, 
hut  insoluble  in  ether;  the  aqueous  solution  has  a  strongly  alkaline 
reaction.  The  platinochlnride ,  (C6Hi0OX2)2,H2PtC]|;,  crystallises  from 
hot  water  in  yellow  needles.  P.  S.  K. 

Identity  of  Hoffmann’s  Dibenzylphosphine  with  Tribenzyl- 
phosphine  Oxide,  &c.  By  E.  A.  Letts  and  R.  P.  Blare  ( Proc . 
Roy.  Soc.  Edin.,  16,  193 — 200). — During  a  previous  investigation,  Letts 
found  reason  to  believe  that  the  A.  W.  Hofmann’s  dibenzylphosphine 
(this  Journal,  1.872,  423)  was,  in  reality,  an  oxide  of  tribenzyl- 
phosphine,  P(C-H7),tO.  He  now  finds  the  melting  point  to  be 
215 — 2 15’ 5°  (corr.)  when  recrystallised  from  alcohol.  To  estimate  the 
phosphorus,  a  new  method  has  been  devised,  the  usual  processes  not 
being  trustworthy  when  applied  to  phosphines.  A  combustion  is 
made  with  pure  copper  oxide,  and  afterwards  the  contents  of  the 
combustion-tube  dissolved  in  nitric  acid,  and  the  phosphorus  preci¬ 
pitated  with  ammonium  molybdate;  figures  arc  given  which  show 
the  great  differences  in  the  percentages  as  obtained  by  various 
processes. 

The  bromide,  chloride,  iodide,  hvdriodide,  hydrobromide,  platino- 
chloride,  nitro-comronud,  and  a  double  salt  with  zinc  iodide,  have  been 
prepared  both  of  HnfmanniTs  compound  and  of  tribenzylpbosphine 
oxide,  and  in  ail  cases  the  results  were  identical.  Dibenzylpbosphinic 
acid  (m.  p.  192°)  was  also  produced  by  the  action  of  fused  potash  on 
both  compounds.  It  seemed  probable  that  the  production  of  the 
oxide  in  Hofmann's  sealed  tube  reaction  was  due  to  the  oxidation  of 
tribenzylphosphine ;  therefore,  the  authors  sought  for  the  tertiary 
product  in  the  original  product.  After  much  trouble,  they  isolated  a 
liquid  'which  grew  hot  on  exposure  to  the  air  with  production  both 
of  tribenzy Iphospliine  oxide  and  of  dibenzylpbosphinic  acid,  which 
was  precipitated  by  liydriodic  acid,  forming  solid  compounds,  and 
which  in  contact  with  sulphur  gives  rise  to  a  crystalline  compound, 
believed  to  be  tribenzylpbosphine  sulphide;  the  liquid  also  acts 
energetically  on  crystallised  benzyl  iodide,  forming  tctrabenzylplios- 
phonium  iodide,  and  is  probably  a  mixture  of  secondary  and  tertiary 
phosphines.  From  this  liquid  two  solids  have  been  obtained,  the  one. 
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almost  insoluble  in  ether,  having  the  formula  (C7H7)P02,  or  (C7H7)3PS. 
The  second  compound  was  undoubtedly  tribenzylphosphine,  and 
crystallises  easily  from  alcohol,  and  unites  with  sulphur  and  oxygen 
at  the  ordinary  temperature. 

The  authors,  therefore,  consider  that  in  Hofmann’s  sealed  tube 
reaction  hydrogen  phosphide  acts  on  benzyl  chloride  as  ammonia  does 
on  an  alkyl  iodide:— (1)  0,11, Cl  +  PH3  =  07H7-PH2,HCI ;  (2) 

2C,H;C1  +  PH3  =  (C,H7),PH,HC1  +  HC1 ;  (3)  3C,H,C1  +  PH,  = 
(C\H7)3PnCl  +  -HC1 ;  (4)  4C,H,C1  +  PH,  =  (C7II7)4PC1  +  3HC1. 

It  is  probable  that  Hofmann’s  “  dibenzylphosphine  ”  is  a  product 
of  the  reaction  of  potash  on  tetrabenzvlphosphonium  chloride  or 
iodide,  an  action  which  Lillie  has  proved  possible — 

(C7H7)4PC1  +  KI10  =  (C7H7),PO  +  KC1  +  C7II6. 

All  the  possible  oxidised  derivatives  have  been  isolated  from  the 
products  of  Hofmann’s  reaction,  and  they  are:  benzylphosphinous 
acid,  benzylpkosphinic  acid,  dibenzylphosphinic  acid,  and  tribenzvl- 
phosphine  oxide. 

When  benzylphosphine  acts  on  berzyl  iodide  at  the  ordinary 
temperature,  the  secondary,  tertiary,  and  quaternary  compounds  are 
formed.  Jib  W.  P. 

Action  of  Hydroxylamine  Hydrochloride  on  Paradihydroxy- 
paraquinones.  By  F.  Kekrmaxn  and  W.  Tiesler  {J.pr.  Ghem.  [2], 
41,  87 — 91 ). — Chlorhydroxyamidohydroxyqidnone  oxime , 

0H*C6HC10(N0H)-NH-0H, 

is  formed  when  finely-powdered  ehlorodihydroxyqninone  is  left  in 
contact  with  water  and  hydroxylamine  hydrochloride  for  several 
days;  the  quinone  particles  change  into  nearly  white,  horn-shaped 
crystals,  which  decompose  without  melting,  and  are  almost  insoluble 
in  the  usual  solvents,  but  soluble  in  alkalis.  When  reduced  with 
stannous  chloride  and  hydrochloric  acid,  it  is  converted  into  chloro- 
diamidoresorcinol.  Nitric  acid  of  sp.  gr.  P30  converts  it  into  ehloro- 
diuitroresorcinol  (m.  p.  181°).  A.  G.  B. 

Action  of  Ethylmalonic  Chloride  on  Ethylbenzene  in 
presence  of  Aluminium  Chloride.  By  A.  Beiial  and  V.  Auger 
(i Gompt .  rend.,  110,  194 — 197). — The  action  of  ethylmalonic  chloride 
(45  grams)  on  ethjdbenzeue  (200  grains)  in  presence  of  aluminium 
chloride  (100  grams)  yields  metadicthylbenzene,  which  on  oxidation 
is  converted  into  isophthalic  acid;  sp.  gr.  at  03  =  0'S812,  refractive 
index  at  14°  =  P472.  At  the  same  time,  a  diketone,  diethyl-benzoyl 
ethylmethane,  CHEt(CO-CcH4Et).>  is  formed.  It  boils  between 
270°  and  275°  in  a  vacuum,  melts  at  88 — 89°,  aud  crystallises  readily 
from  alcohol  in  needles  grouped  in  nodules.  When  treated  with 
alkalis,  it  splits  up  into  paraethylbenzoio  acid  and  ctbylpbenvl 
propyl  ketone,  PrCO-CsH4Et.  which  boils  at  150°  under  a  pressure  of 
20  mm.  ;  sp.  gr.  at  0°  =  0'9800,  refractive  index  at  14°  =  1  499. 

C.  H.  B. 
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Occurrence  of  Isocinnamic  Acid  in  the  Alkaloids  of 
Cocaine.  By  C.  Liebkbmaxx  ( Ber .,  23,  141 — 156). — The  decom¬ 
position-products  of  the  alkaloids  occurring-  together  with  cocaine 
contain  isocinnamic  acid,  which  can  he  isolated  in  the  following 
manner: — The  crude  product  obtained  bv  decomposing  the  alkaloids 
(98  kilos.)  with  hydrochloric  acid  is  filtered  from  the  solid  acids, 
and  the  filtrate  extracted  with  ether;  on  evaporating  the  ether  there 
remains  a  semi-solid  mass  (700 — 800  grams).  This  residue  is  filtered 
to  separate  the  solid  acids,  which  consist  principally  of  cinnamic  acid, 
together  with  small  quantities  of  <*-  and  /i-truxillic  acids  and  benzoic 
acid,  the  oily  filtrate  is  kept  for  some  days  at  0°,  and  again  filtered 
from  the  coastals  -which  are  deposited.  The  filtrate  (300 — 400  grams) 
is  dissolved  in  cold  sodium  carbonate,  the  solution  shaken  with  ether 
to  remove  ethereal  salts  which  may  be  present,  and  the  acids  repreci¬ 
pitated.  The  acid  mixture  is  then  extracted  with  warm  light 
petroleum,  and  the  solution  evaporated.  The  crude  isocinnamic  acid 
(about  120  grains),  obtained  in  this  way  in  a  crystalline  condition,  is 
further  purified  aud  separated  from  cinnamic  acid  by  repeatedly 
extracting  it  with  small  quantities  of  light  petroleum,  in  which  cin¬ 
namic  acid  is  only  very  sparingly  (0-095  in  100),  isocinnamic  acid, 
on  the  other  hand,  readily  (17  in  100)  soluble.  It  is  then  converted 
into  the  calcium  salt,  and  the  latter  extracted  with  water,  in  which 
calcium  cinnamate  is  only  very  sparingly  (1  in  430),  but  calcium  iso- 
cinnamate  readily  (1  in  8)  soluble.  These  two  processes  are  repeated 
many  times  until  the  calcium  salt  obtained  is  completely  soluble  iu  a 
small  quantity  of  cold  water.  The  salt  is  then  decomposed  with 
hydrochloric  acid,  and  the  acid,  which  is  precipitated  as  an  oil, 
extracted  with  ether,  and  recrystallised  from  light  petroleum. 

Isocinnamic  aciil,  C9H„02,  separates  from  cold  light  petroleum  iu 
transparent  crystals  melting  at  45 — 47° ;  if  the  acid  be  coarsely  pow¬ 
dered  and  treated  with  a  small  quantity  of  cold  light  petroleum  in 
such  a  way  that  the  more  compact  crystals  remain  undissolved,  the 
latter  melt  at  57°,  which  is  the  true  molting  point  of  the  acid.  It  is 
very  readily  soluble  in  light  petroleum,  carbon  bisulphide,  alcohol, 
and  all  ordinary  solvents,  except  water,  whereas  cinnamic  acid  and 
atropic  acid  are  only  sparingly  soluble  in  light  petroleum  and  carbon 
bisulphide.  Molecular  weight  determinations  by  llaoult’s  method,  in 
glacial  acetic  acid  solution,  gave  results  in  accordance  with  the 
molecular  formula  given  above;  on  evaporating  the  acetic  acid  solu¬ 
tion  on  the  water-bath,  the  isocinnamic  acid  was  deposited  unchanged. 
It  is  immediately  oxidised  by  potassium  permanganate  in  cold  sodium 
carbonate  solution,  with  formation  of  benzaldehyde,  but  it  does  not 
reduce  Fehling’s  solution,  and  it  is  not  changed  by  boiling  alcoholic 
potash.  Crystalline  measurements  showed  that  this  acid  is  not 
identical  either  with  cinnamic  acid  or  with  atropic  acid. 

'The  calcium  salt,  (C9H702)-Ca  +  3H20,  separates  from  cold  water 
in  crystals  which  effloresce  on  exposure  to  the  air;  the  salt  then 
contains  3  mols.  11,0,  which  are  expelled  at  125°.  The  barium  salt 
is  not  quite  so  readily  soluble  in  water  as  the  calcium  salt.  The  silver 
salt,  C9H702Ag,  is  colourless,  and  undergoes  no  change  on  exposure 
to  light.  In  aqueous  solutions  of  the  ammonium  salt,  cobalt,  man- 
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•’•anosc,  and  zinc  acetate  produce  no  precipitation,  but  copper  acetate 
o-jves  a  green,  and  mercuric  nitrate  a  colourless  precipitate.  The 
methyl  salt  is  a  colourless  liquid. 

Isocinnamie  acid  begins  to  boil  at  205°,  but  the  boiling  point 
gradually  rises  to  300°.  The  distillate  consists  principally  of  cin¬ 
namic  acid  (90  per  cent.),  but  on  prolonged  boiling  cinnamenc  is  also 
produced.  Isocinnamie  acid  is  almost  <|iiantitntivcly  converted  into 
cinnamic  acid  when  it  is  boiled  for  about  a  minute  under  the  ordinary 
pressure. 

1  lydrocinnamic  acid  (m.  p.  48°)  is  obtained  when  isocinnamie  acid 
is  dissolved  in  soda,  and  the  solution  treated  in  the  cold  with  8  per 
sodium  amalgam;  the  yield  is  almost  quantitative.  When  isocinnamie 
acid  is  treated  with  bromine  in  cold  carbon  bisulphide  solution,  it  is 
converted  into  phenyl-*/:J-bromopropionic  acid  (m.  p.  190°);  the  yield 
is  on  the  average  45 — 50  per  cent,  of  the  acid  employed.  Methyl 
isociunamate,  under  the  same  conditions,  is  converted  into  methyl 
phenyl-ajS-hromopropionate  (m.  p.  117°).  Isocinnamie  acid  is  not 
changed  when  treated  with  iodine  in  cold  carbon  bisulphide  solution, 
but  on  warming  it  is  converted  into  cinnamic  acid. 

Isocinnamie  acid  dissolves  almost  completely  in  hydrobromic  acid, 
and  in  about  24  hours  it  is  completely  converted  into  phenyI-/J-bromo- 
propionic  acid  (m.  p.  137°)  ;  it  is  completely  converted  into  plienyl- 
/3-chloropropionic  acid  (m.  p.  120°)  when  it  is  dissolved  in  a  saturated 
solution  of  hydrogen  chloride  in  glacial  acetic  acid  and  the  solution  kept 
for  three  to  four  days,  whereas  cinnamic  acid  under  the  same  condi¬ 
tions  is  only  very  partially  converted  into  the  same  additive  com- 
pen ad. 

Isocinnamie  acid  and  cinnamic  acid  both  require  the  same  quantitv 
(4  mols.)  of  potassium  permanganate  for  complete  oxidation  to 
benzoic  acid. 

Isocinnamie  acid  occurs  in  storax;  from  about  2  kilos,  of  crade 


cinnamic  acid  from  this  source,  the  author  isolated  about  2  grams  of 
pure  isocinnamie  acid  by  the  method  described  above. 

The  relation  ship  existing  between  cinnamic  acid  and  isocinnamie 
acid  can  be  explained  by  accepting  Wislicenus’  hypothesis;  in  accord¬ 


ance  with  this  view,  the  acids  would  have  the  constitution 


PlrC-II 

COOII-C-H 


and 


Ph-C-H 

H-C-COOH 


respectively. 


The  behaviour  of  isocinnamie  acid  is  in  complete  accordance  with 
the  view  that  it  is  a  labile  form  of  cinnamic  acid.  p.  S.  K. 


Benzallevulinic  Acid  and  its  Dibromide.  By  E.  Eklexmeter, 
Jun.  ( Her .,  23,  74  —  7b). — This  acid  is  best  prepared  as  follows: — 
IPG  grams  of  Ievnlinic  acid  is  dissolved  in  200  grams  of  water,  a 
solution  of  8  grams  of  sodium  hydroxide  in  IG0  grams  of  water  added, 
and  the  whole  mixed  with  10  2  grains  of  benzaldehyde  and  100  grains 
of  alcohol.  The  mixture  is  heated  on  the  water-bath  for  about 
20  minutes,  then  cooled,  and  the  calculated  quantity  of  h  vdrochloric 
acid  added.  The  yield  is  about  50  per  cent,  of  the  theoretical.  The 
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acid  crystallises  in  quadratic  scales  or  needles.  Benzall rvulinic  acid 
( llbromide ,  CioH)203Br2,  is  readily  formed  when  an  acetic  acid  solution  of 
bromine  is  added  to  an  acetic  acid  solution  of  the  acid.  It  crystallises  i 
in  white  prisms,  which  turn  brown  at  about  15u°,  melts  with  decom¬ 
position  at  153°,  and  dissolves  in  concentrated  sulphuric  acid  with 
a  yellow  coloration  which  changes  to  bluish-green  on  warming. 

L.  T.  T. 

Coumarone  in  Coal  Tar.  By  G.  Kraemer  and  A.  Spilker 
(Her.,  23,  78 — S3). — The  authors  have  isolated  considerable  quanti¬ 
ties  of  coumarone  from  coal  tar.  The  fraction  boiling  between  1GS 
and  175°  was  purified  with  caustic  alkalis  and  by  acids,  and  then 
treated  gradually  with  bromine,  care  being  taken  not  to  let  the 
temperature  rise  above  0°.  Coumarone  dibromide ,  C8H6Br:05  is  thus 
formed,  and  at  5U  to  10°  crystallises  out  in  large,  prismatic  crystals 
melting  at  88 — 80°.  A  kilo,  of  the  tar  fraction  yields  about  SO  grams 
of  coumarone  dibromide.  It  is  easily  soluble  in  chloroform.  When 
heated  with  alcoholic  potash,  brumocoumarone.  CbH6BrO,  is  formed. 
This  crystallises  in  prisms,  melts  at  39°,  boils  at  219 — 220°,  and  is 
volatile  in  steam.  It  is  insoluble  in  water  and  dilute  alkalis,  soluble 
in  organic  solvents.  When  treated  in  alcoholic  solution  with  sodium 
amalgam,  coumarone,  C„H60,  is  gradually  formed.  This  boils  at 
75S  mm.  pressure  at  170 — 171°  (uncorr.),  and  has  a  sp.  gr.  of  T089 
at  150°.  It  is  resinified  by  concentrated  sulphuric  acid.  The  vapour- 
density  determination  by  V.  Meyer's  method  gave  118  4  (theory  11SU). 
The  above  properties  dilfer  slightly  from  some  of  those  given  by 
Fittig,  who  probably  only  had  very  small  quantities  of  the  sub¬ 
stance. 

Coumarone  dichloride ,  ChH,,ChO,  was  obtained  by  passing  chlorine 
into  a  solution  of  coumarone  in  dry  ether.  It  is  a  yellowish  oil, 
boils  at  24b — 24SC  with  slight  decomposition,  and  is  volatile  in  steam, 
but  even  then  slight  separation  of  hydrogen  chloride  occurs.  Wheu 
treated  with  alcoholic  potash,  it  yields  chlirocoumarone,  CSH5C10, 
which  crystallises  in  glistening  prisms,  melts  at  74 — 75°,  boils  at 
215 — 217°,  and  is  volatile  in  steam. 

No  iodo-derivatives  could  be  obtained,  and  coumarone  was  found  to 
he  verv  stable,  distilling  almost  unchanged  even  when  dropped  on  to 
iused  potash,  and  being  only  very  slightly  decomposed  when  its 
vapour  is  passed  through  a  rod-hot  tube.  Oxidising  agents  cause 
complete  decomposition.  Strong  mineral  acids  convert  it  into  para- 
coumarone,  a  resinous  substance  easily  soluble  in  ether,  benzene,  and 
chloioform,  sparingly  in  alcohol,  its  solutions  forming  good  varnishes 
owing  to  its  stabilitv  towards  acids  and  alkalis.  A  second  solid  aud 
insoluble  polymeride  seems  to  be  formed  at  the  same  time,  and  both 
seem  to  yield  sulphonic  acids  when  heated  with  strong  sulphuric 
acid.  L,  T.  T. 

Action  of  Benzamidine  on  Ethyl  Acetylmalonate.  By  A. 

PrxxER  ( Ber .,  23,  lbl — 166). — Benzamidine  benzamidylacctyhnnlonate, 
NHiCPlrXH-CO'CHAcCOOH.Xlh-CPhlNH,  separates  in  colourless 
crystals,  when  a  mixture  of  benzamidine  hydrochloride  (2  mols.),  a 
concentrated  solution  of  potassium  carbonate  (1  mol.),  and  ethyl 


ORGANIC  CHEMISTRY. 


407 


acetyl msilonatc  (1  mol.)  is  kept  for  some  time  at  the  ordinary  tempe¬ 
rature  (compare  this  vol.,  p.  60).  The  crystals  are  washed  with 
water,  alcohol,  and  ether  consecutively,  and  then  repeatedly  recrys¬ 
tallised  from  acetone  in  order  to  remove  the  etly\  1  phenylniethyl- 
hydroxvpyrimidinecarboxylate  which  is  also  produced  in  the  reaction. 
The  pure  product,  when  dried  in  the  air,  melts  at  71°,  and  contains 
1  mol.  HjO.  which  it  loses  over  sulphuric  acid.  When  heated 
gradually  to  200°,  it  is  converted  into  diphenylhydroxytyanidine  with 
evolution  of  ammonia,  carbonic  anhydride,  and  acetone. 

Diphevylhjdroxykijanidine ,  OH-C<^y-Qpj^>X,  crystallises  from 

alcohol  or  pyridine  in  colourless  needles,  melts  at  2S9°,  and  is  very 
sparingly  soluble  in  alcohol  and  insoluble  in  water.  It  dissolves 
moderately  easily  in  dilute  soda,  but  is  reprecipitated  on  the  addition 
of  concentrated  soda  or  acids  ;  it  is  also  soluble  in  concentrated 
hydrochloric  acid,  but  is  reprecipitated  on  adding  water. 

F.  S.  K. 

Action  of  Ethyl  Sodiomalonate  on  Tribromotrinitrobenzene. 

By  C.  L.  Jackson  and  G.  D.  Moore  ( Amer .  Ghem.  J.,  12,  7 — 21). — • 
Tribromotrinitrobenzene  was  prepared  by  treating  20  grams  of  tri- 
bromodinitrobenzene  with  500  e.e.  of  nitric  acid  of  sp.  gr.  1'52  and 
200  c.c.  of  fuming  sulphuric  acid  :  a  much  better  yield  (40  per  cent.) 
was  obtained  in  this  way  than  with  the  proportions  recommended  in 
an  earlier  paper.  This  tribromotrinitrobenzene  was  dissolved  in 
benzene  and  treated  with  a  slight  excess  of  ethyl  sodiomalonate ;  the 
liquid,  became  dark-red  in  colour.  It  was  allowed  to  remain  for  two  or 
three  days,  and  then  treated  with  water  and  acidified  with  dilute 
sulphuric  acid ;  this  decomposed  the  red  salt  and  liberated  ethyl 
bromotrinitrophenylmalonate,  which  was  extracted  from  the  solution 
by  means  of  ether  and  recrystallised  from  hot  alcohol.  The  yield 
varied  from  50  to  60  per  cent. 

Ethyl  h romot rin itropli enyl malon a te, 

C6HBr(N02)3*CH(C00Et)o  [=  3  :  2  :  4  :  6  :1], 

crystallises  in  slender,  white  needles  arranged  in  radiating  groups, 
and  melts  at  101 — 105°,  becoming  red  and  giving  off  gas  at  160°.  It 
is  but  slightly  soluble  in  water,  light  petroleum,  and  ether,  and  in 
cold  ethyl  or  methyl  alcohol,  but  dissolves  freely  in  these  last  two 
substances  when  hot,  as  also  in  benzene,  carbon  bisulphide,  glacial 
acetic  acid,  chloroform,  and  acetone.  It  dissolves  in  potash,  soda,  or 
ammonia,  giving  red  solutions,  and  the  solution  in  ammonia  forms  red¬ 
dish  precipitates  with  the  saltsof  many  metals.  The sodmw-derivative, 
C6  UBr(iNr 02)3*CN a(  CO  O  Kt)2,  was  prepared,  and  also  a  copper-  deri  vati  ye, 
which  was  found  to  explode  when  heated.  All  the  salts  seem  to  decom¬ 
pose  rather  easily.  The  ethereal  salt  itself,  when  boiled  with  dilute 
sulphuric  acid,  loses  2  mols.  of  carbonic  anhydride,  and  forms  a  bromo- 
trinitrotoluene  shown  by  Bentley  and  Warren  (this  vol..  p.  484)  to  have 
the  formula  [Me  :  Br  :  (XO..):,  =  1  :  3  :  2  :  4  :  6].  This,  as  well  as 
its  formation  from  symmetrical  tribromotrinitrobenzene.  shows  that 
ethyl  bromotrinitrophenylmalonate  has  the  formula  assigned  to  it 
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above.  The  action  of  nitric  acid  on  it  gives  rise  to  at  least  two  l 
different  substances,  but  these  "have  not  yet  been  fully  investigated.  I 

Tt  is  shown  that  the  action  of  ethyl  sodiomalonate  on  tribromotri-  | 
nitrobenzene  is  represented  by  the  following  equations,  all  the  j 
bromine  being  eliminated  as  sodium  bromide,  and  ethyl  acetylene-  ] 
tetracarboxylate  being  formed  : — 

CfiBr3(NOa)3  +  3CHNa(COOEt)a, 

=  C6Br9(NO,)s*OH(COOEt)a  +  XaBr  +  2CHNa(COOEt)2 

=  CsBr,(N02)3-CNa(C00Et)2  +  CH,(COOEt),  + 

CHNa(COOEt),  +  XaBr 

=  C6HBr(NOo)3-CNa(COOEt)3  +  CHBrfCOOEt).  + 

CHNa(COOEt),  +  NaBr 

=  C6HBr(N02)3'CN"a(C00Et),  +  C2H2(COOEt)4  +  2NaBr. 

Ethyl  trinitrophenylenedimalanate,  C„H(N02)3[CH(C00Et)2]2,  is  | 
formed  by  the  further  action  of  ethyl  sodiomalonate  on  ethyl  bromo-  | 
trinitrophenylmalonate.  It  crystallises  in  long  prisms  melting  at 
12d°,  and  resembling  ethyl  bromotrinitromalonate  in  solubility.  It 
dissolves  slightly  in  potash  and  soda,  readily  in  ammonia,  is 
not  acted  on  by  sulphuric  or  hydrochloric  acid,  but  with  nitric  acid  | 
behaves  in  a  similar  manner  to  the  bromotrinitrophenylmalonate. 

C.  F.  B. 

Metaxylyltnalonic  Acid.  By  0.  Poppe  (Her.,  23,  108 — 113). — 
Ethyl  metaxylylmalonate ,  C6H4Me*CH2,(JH  (COO  Et)2,  is  obtained, 
together  with  ethyl  metadixylylmalonate,  when  metaxylyl  bromide  is 
treated  with  ethyl  sodiomalonate  ;  it  is  a  thick,  colourless  oil  boiling 
at  320°  (25U° ;  150  mm.).  The  corresponding  methyl  salt, 

C6H4Me-CH2-CH(COOile)2, 

is  a  colourless  liquid  boiling  at  about  300°. 

Metaxylyl malonio  acid,  CnHi204,  separates  from  a  mixture  of 
benzene  and  lig^t  petroleum  in  rhombic  crystals,  melts  at  133°  with 
evolution  of  carbonic  anhydride,  and  is  soluble  in  benzene,  ether,  and 
chloroform,  but  only  sparingly  in  water  and  light  petroleum.  The 
potassium  salt  crystallises  in  slender  needles,  and  is  very  hygroscopic. 
The  silver  salt  and  the  lead  salt  are  colourless,  the  copper  salt  is 
green. 

Ethyl  metaxylylmalonamate,  C6H4Me,CH2,CH(CONH2)’COOEt,  pre¬ 
pared  by  heating  ethyl  metaxylylmalonate  wdth  alcoholic  ammonia 
at  150°,  crystallises  from  alcohol  or  benzene  in  microscopic  needles, 
and  melts  at  184 — 180° ;  when  treated  wdth  wTater,  it  is  converted  into 
the  ethyl  ammonium  salt,  Ci3H1904X,  wdiich  crystallises  from,  alcohol 
in  needles  and  melts  at  7/  . 

Ethyl  metaxylylmalonmethylamate , 

C6H4Me-CH2*CH(CO-NHMe>COOEt, 

prepared  by  heating  ethyl  metaxylylmalonate  wdth  a  33  per  cent, 
solution  of  mcthylamine  at  1503,  crystallises  from  alcohol  in  micro¬ 
scopic  needles,  and  melts  at  118 — 120°. 
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][f et  axylyl  aialov  anilide,  Csll.|iXIe‘CHyCll(CO,X  1 1  Ph)2,  crystallises 
from  benzene  or  alcohol  in  needles  melting  at  IS8°. 

Me  fairy  ly  facet  ic  acid,  C6H4Me-CIl2'CH..-COOH,  is  formed  when 
metaxylylmalonic  acid  is  heated  at  133°  ;  it  could  not  be  obtained  in 
a  crystalline  condition.  The  silver  salt  has  the  composition 
C  mid  ’-Ag. 

Ethyl  in etaxylyl chloromalonate,  CelljMe-CIlyCC^COOEt);,  prepared 
by  treating  ethyl  sodioeliloromalonate  with  xylyl  bromide,  or  by 
treating  ethyl  xylylmnlonate  with  chloriue  at  about  20U°,  is  a  colour¬ 
less  liquid  boiling  at  2f>0°  (150  mm.). 

Melaxylyltartronic  acid,  C6HjMe,CH;,C(OH)(COOH)2,  is  formed 
when  the  preceding  compound  is  boiled  with  alcoholic  potash  :  the 
»■  acid  cannot  be  isolated,  as  it  immediately  decomposes  with  evolution 
|  of  carbonic  anhydride.  The  calcium  salt  has  the  composition 
CnllxACa. 

Metaxylylglyeollic  acid,  AIEMe'CHcCI^OEACOOH,  is  a  syrup ; 
i  the  calcium  salt  has  the  composition  (CioHu03)2Ca.  B.  S.  K. 

i 

j  Experiments  to  Determine  the  Constitution  of  Tautomeric 
i  Compounds.  By  H.  Goldschmidt  and  A.  Meissler  (Ber.,  23, 
253 — 2S0). — The  methods  hitherto  employed  for  determining  the 
constitution  of  tautomeric  compounds  do  not,  as  is  well  known,  give 
trustworthy  resnlts,  because  the  reagents  employed  in  forming  the 
alkyl,  acetyl,  or  metallic  derivative  may  themselves  bring  about  intra¬ 
molecular  change.  The  phenomena  of  intramolecular  change  can  be 
explained  in  most,  if  not  in  all  cases,  by  assuming  that  in  the 
reactions  of  tautomeric  compounds  which  take  place  under  the 
influence  of  electrolytes,  the  intramolecular  change  is  brought  about 
by  the  free  ions.  If.  then,  the  constitution  of  a  tautomeric  compound 
is  to  be  ascertained  experimentally,  solutions  of  electrotytes  must  be 
excluded. 

Starting  from  this  point  of  view,  the  authors  have  studied  the  action 
of  phenylearbimide  on  a  number  of  tautomeric  compounds;  in  their 
opinion,  the  presence  or  absence  of  hydroxyl-groups  is  shown  by  the 
formation  or  non-formation  of  a  carbauilido-derivative. 

Ethyl  succinylsuecinate  and  ethyl  quinonedihydrodicarboxylate  do 
not  react  with  phenylearbimide  under  the  most  varied  conditions, 
a  fact  which  seems  to  show  that  both  compounds  are  diketo-  and  not 
hydroxy-derivatives. 

Ethyl  dicarbanilidodichlorohydrogninonedicarboxylate, 

C6Cla(0-C0-NHPh)l(C00Et)„ 

is  formed  in  small  quantity  when  ethyl  diehlorohydroquinonedi- 
carboxylate  (1  mol.)  is  heated  for  several  hours  with  phenylearbimide 
(2  mols.)  and  a  little  benzene  at  150“.  In  absence  of  benzene  the 
reaction  takes  place  at  100°,  but  in  presence  of  a  large  quantity  of 
benzene  no  reaction  takes  place  even  at  200°,  as  the  carbanilido- 
compound  is  decomposed  by  benzene  at  this  temperature.  It  is  a 
colourless,  crystalline  powder,  melts  at  105°,  and  is  decomposed  by 
soda,  yielding  aniline  and  the  hydrate  of  dichlorohydroqninonedi- 
carboxylic  acid.  The  formation  of  this  carbauilido-derivative  shows 
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that  ethyl  dichlorohydroquinonedicarboxjdatc  is  not  a  quinone,  but  a 
hydroxy-derivative  of  benzene;  its  formation  in  benzene  solutem 
proves  that  Hantzsch  and  Herrmann’s  assumption  (compare  Tier., 
20,  2S01),  that  the  green  solutions  contain  a  tautomeric  quinone- 
derivative,  is  not  correct. 

Ethyl  dicarbanilidodibromohydroquinonedicarboxylate , 

C#Brs(0-C0-NHPh)a(C00Et)9, 

is  formed  in  small  quantities  when  ethyl  dibromohydroquinonedi- 
carboxylate  is  heated  at  140°  with  phenylcarbimide  and  a  little 
benzene  or  light  petroleum  ;  it  is  a  colourless,  crystalline  compound 
melting  at  about  20U°.  The  conditions  of  formation  are  the  same  as 
in  the  case  of  the  corresponding  chloro-compound,  as  this  carbanilido- 
derivative  is  also  decomposed  by  benzene  at  200°. 

Phenylcarbimide  has  no  action  on  ethyl  dihvdroxyquinonediearb- 
oxylate  (Hantzsch  and  Lowy,  Abstr.,  1886,  354)  or  on  dihydroxy- 
quinone. 

Ethyl  tetracarbanilidotetrahydroxyterephthalate, 

C(0-CO-NHPh)j(COOEt)j, 

is  obtained  when  ethyl  tetraliydroxytercphthalate  is  heated  at  170° 
with  phenylcarbimide  and  a  little  chloroform.  It  is  an  orange, 
crystalline  powder,  melts  at  258 — 260°,  and  is  insoluble  in  most 
ordinary  solvents;  it  is  decomposed  by  boiling  soda.  Attempts  to 
prepare  a  dicarbanilido-dcrivative  were  unsuccessful.  This  behaviour 
shows  that  ethyl  tetrahydroxyterephthalate  contains  four  hydroxy- 
groups,  all  of  which  react  with  the  same  readiness. 

Tricar banilidophloroghicinol,  C6H3(0'C0*X1IP1i)3,  is  obtained  wdien 
phloroglucinol  is  heated  at  200lJ  with  phenylcarbimide  and  a  little 
benzene.  It  separates  from  a  mixture  of  benzene  and  light  petroleum 
as  a  yellowish  powder,  and  melts  at  123°. 

Ethyl  tricarbanilidophloroglucinoltriearboxylate , 

C(0-CO-NHPh)3(COOEt)3, 

obtained  from  ethyl  phloroglncinoltricarboxylate  in  like  manner, 
separates  from  a  mixture  of  benzene  and  light  petroleum  as  a 
yellowish  powder,  begins  to  decompose  at  155°  and  melts  at  195°  ;  it 
is  decomposed  by  boiling  soda,  yielding  phloroglucinol,  aniline,  and 
carbonic  anhydride. 

When  ethyl  mercaptan  is  heated  with' phenylcarbimide  at  100°, 
ethyl  phenylthiocarbamate,  NHPlrCU'SEt,  is  formed,  a  fact  which 
shows  that  the  by drosulphury  1-group  behaves  like  the  hydroxy] -group 
with  phenylcarbimide. 

JDiphenylcarbamide  and  phenylthiocarbimide  are  formed  when 
thiocarbamlide  is  heated  at  180°  for  several  hours  with  phenylcarb- 
imide  and  a  little  benzene.  Thioearbanilide  and  paratclylcarbimide, 
under  the  same  conditions,  yield  paratolylphenylcarbamide  and 
phenylthiocarbimide.  These  experiments  show  that  thioearbanilide 
does  not  combine  with  phenylcarbimide,  from  which  fact  it  may  be 
assumed  that  thioearbanilide  has  the  constitution  CS(NPIPh)2. 

When  atat'-lutidone  is  heated  with  phenylcarbimide  and  a  little 
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benzene  at  150°,  carbonic  anhydride  is  evolved,  and  phenylamido- 
lutidine,  identical  with  the  compound  obtained  b}’  Conrad  and 
lipstein  (Abstr.,  1887,  501)  from  7-cldorolutidine  and  aniline,  is 
formed. 

a-Quinolyldiphenylcarbamide ,  C2-JIi7N;,0,  is  fonned  in  small  quan¬ 
tities  with  evolution  of  carbonic  anhydride,  when  carbostyril  is 
heated  at  220°  with  phenylcarbimide  and  a  little  benzene.  It  crystal¬ 
lises  from  benzene  in  small,  colourless  needles,  and  melts  at  150°.  It 
is  decomposed  by  concentrated  hydrochloric  aeid  at  200°  yielding' 
carbonic  anhydride,  aniline,  and  phenylquinolineaniine,  identical  with 
the  compound  obtained  b}r  Fricdltinder  and  Weinberg  (Abstr.,  1885, 
080)  from  a-chloroquinoline  and  aniline.  These  experiments  seem  to 
show  that  lutidoue  and  carbostyril  are  analogously  constituted. 

F.  S.  K. 

Sulplioncyanamides.  By  P.  Hebexstreit  (/.  pr.  Chem.  [2],  41, 
07 — 120). — Sodium  beuzenesidphoncyanamide ,  CstlySOii'XXa'CN,  is 
made  by  acting  on  benzenesulphonic  chloride  with  sodium  cyan- 
amide;  the  latter  is  suspended  in  acetone  (7 — 8  parts),  and  the  chlo¬ 
ride  added  by  degrees,  the  reaction  being  completed  on  the  water-bath, 
and  the  new  substance  afterwards  precipitated  by  ether;  the  yield 
was  54  grams,  theoretically  61  grams.  It  forms  small,  white  needles 
(with  1  mol.  HnO)  which  decompose  at  140°,  and  are  soluble  in 
alcohol  and  water,  but  not  in  benzene.  It  is  also  obtained  by  the 
action  of  cyauamide  on  benzenesulphonic  chloride  in  aqueous  soda 
solution,  but  not  by  the  action  of  cyauamide  and  sodium  ethoxide  on 
benzenesulphonic  chloride.  The  silver  compound,  the  barium  com¬ 
pound  (with  1  mol.  H20).  and  the  lead  compound  (with  2  mols.  H20) 
are  described.  Benzene*ulphoncyunamide,  S02Ph*XH*CN,  obtained  by 
the  action  of  hydrochloric  acid  on  the  silver  compound,  crystallises  in 
needles  (with  1  mol.  H20)  which  melt  with  decomposition  at  158°, 
are  sparingly  soluble  in  cold  water,  chloroform,  and  benzene,  insoluble 
in  ether,  and  soluble  in  alcohol  and  acetone;  the  aqueous  solution  is 
strongly  acid. 

Sodium-K-naphthalenemlphoncyanannde ,  CioH^-SCVXXa'CN,  is  pre¬ 
pared  by  suspending  sodium  cyauamide  (8  grams)  in  ether  (200  c.c.), 
adding  «-naphthalenesulphonic  chloride  (14  grams),  and  heating  on 
the  water-bath  for  24  hours,  when  the  new  substance  remains  as  a 
white  powder.  It  crystallises  in  lustrous,  anhydrous  leaflets,  sparingly 
soluble  in  hot  alcohol,  easily  soluble  in  acetone,  and  insoluble  in  ether. 
The  silver,  lead,  and  barium  compounds  have  been  obtained.  a-Nophtha- 
lenesulphnnci/auaniide,  obtained  by  decomposing  the  silver  compound 
with  hydrochloric  acid,  or  the  sodium  compound  with  sulphuric  acid, 
crystallises  in  white  needles  (with  1  mol.  H20),  decomposes  at  115°, 
and  is  sparingly  soluble  in  water  to  an  acid  solution,  more  freely 
soluble  in  alcohol,  and  insoluble  in  ether. 

Sodium  ft-naphthalenesulphoncyanamide  is  similarly  obtained  ;  it 
crystallises  in  brilliant  leaflets  (with  2  mols.  I120)  of  the  same  solu¬ 
bility  as  the  ^-compound.  The  silver  compound,  barium  compound 
(with  2  mols.  H20),  and  lead,  compound  are  described.  / i-Naphthu - 
lenesidphoncyanamide  crystallises  (with  1  mol.  H20)  in  needles 
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which  decompose  at  120°,  and  are  soluble  in  hot  alcohol,  bnt  insoluble 
in  ether. 

Sodium  etliylsulphoncyauamide,  SO>Et-XXa-CX,  is  prepared  by 
adding  sodium  cyanamide  (1  mol.)  to  a  solution  of  sodium  hydroxide 
(i  mol.),  and  mixing  it  with  ethylsnlphonic  chloride  (1  mol.);  the 
wate1,  is  evaporated,  the  residue  dissolved  in  alcohol  and  precipitated 
by  ether.  It  crystallises  in  long,  silky  needles  (with  1  mol.  H20) 
which  melt  at  8S°,  and  are  soluble  in  water,  and  alcohol  sparingly  in 
acetone  and  glacial  acetic  acid,  but  insoluble  in  ether.  The  silver, 
lead,  and  barium  compounds  arc  described,  filhyhulphoncyanamide 
forms  anhydrous  crystals  which  melt  at  134°,  and  are  freely  soluble 
in  hot  alcohol,  but  only  sparingly  in  cold  water,  and  insoluble  iu 
ether. 

When  benzene-  and  a-naphthalenesulphoncyanamides  are  heated  to 
115°  and  95°  respectively,  they  decompose,  forming  benzenesulphon- 
amide  and  a-naplithalenesulphonamide  respectively,  which  sublime, 
and  cyanuric  acid,  which  is  left  in  the  residue  of  still  undecomposed 
cyanamide.  A.  G.  B. 

Nitrotoluidinesul phonic  Acids,  By  R.  Ntetzki  and  B.  Poluxi 
(Her.,  23,  138 — 140) — Nitrotoluidinesulphonic  acid 

[XH2  :  X02 :  S03H  :  Me  =  1  :  2  :  4  :  6] 
can  be  prepared  by  nitrating  aeetyltoluidinesulphonic  acid 
[XHAc  :  Me  :  SO,II  =  1:2:4] 

in  sulphuric  acid  solution  as  previously  described  (compare  Xiotzki 
and  Benckiser,  Abstr.,  1885,  535).  It  can  also  be  obtained  by  dis¬ 
solving  orthucetotoluidide  in  fuming  sulphuric  acid,  diluting  with  con¬ 
centrated  sulphuric  acid,  and  then  nitrating  the  product.  It  is  best 
purified  in  both  cases  by  converting  it  first  into  the  barium  salt,  and 
then  into  the  potassium  salt.  It  crystallises  in  light-yellow  needles. 
The  potass  hint  salt  ciystallises  in  orange  needles,  and  is  readily  soluble 
in  water,  but  only  moderately  easily  in  potash  ;  when  heated  with 
dilute  (1:1)  sulphuric  acid  at  170 — 180°  for  about  three  hours,  and 
the  product  treated  with  ammonia,  nitrotoluidine  [NHa  :  NCh  :  Me  = 
1  :  2  :  6]  is  obtained.  The  acid  yields  a  sparingly  soluble,  very  explo¬ 
sive  diazo-compound,  which  can  be  combined  with  phenols  to  form 
azo-dyes. 

BiomidotoJuenesnl'phonic  acid,  S03H‘C6H;jMe(XH2);,  prepared  by 
reducing  the  nitramido-acid  with  stannous  chloride  and  hydrochloric 
acid,  crystallises  from  water  in  colourless  needles,  and  combines 
readily  with  orthodiketones,  yielding  azine-derivatives.  The  azine 
obtained  Avith  croconic  acid  forms  a  potassium  salt  which  crystal¬ 
lises  in  almost  black  needles,  and  has  the  composition 

C5H203<5>C6n2Me-S03K  +  H,0. 

X 

Nitrotoluidinesulphonic  acid  [NH2  :  NCb  :  Me  :  S03H  =  1  :  2  :  4 :  6] 
can  be  obtained  from  paratoluidinesulphonic  acid  [XH2 :  Me  :  S03H  = 
1:4:6],  as  described  above;  Avhen  paratoluidinesulphonic  acid 
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[NrHi  :  SO:,rr  :  Me  =  1:3:4]  is  treated  in  like  manner,  it  yields  a 
nitrotoluidinesulphonic  acid  [NH3  :  NO.  :  S03H  :  Me  =  1  :  2  :  3  :  4]. 
Both  compounds  can  be  decomposed  into  nitrotoluidine 

[NH3  :  N02  :  Me  —1:2:  4], 

and  on  reduction  they  both  yield  diamido-compounds  analogous  to 
that  described  above.  P.  8.  K. 

Normal  Propylbenzenesulplionic  Acids.  By  A.  Claus  and  0. 
Welzel  ( J .  pr.  Chem.  [2],  41.  152 — 15S). — a-  and  8-Propylbenzene- 
snl phonic  acids  are  p  ropy  lbenzeneorthosul  phonic  and  parnsnlphonie 
acids  respectively;  the  authors  doubt  if  Pnterno  and  S  pica  (Abstr  , 
1877,  707)  really  obtained  the  latter,  as  the  salts  described  by  these 
chemists  have  properties  differing-  from  those  now  obtained.  When 
the  product  of  the  reaction  ( loc .  cit.)  is  gradually  diluted  with  water,  the 
first  crystallisation  consists  chiefly  of  the  ortho-acid.  To  completely 
separate  the  two  acids,  they  are  converted  into  the  nickel  salts;  that 
of  the  ortho-acid  crystallises  from  its  hot  aqueous  solution,  whilst  that 
of  the  para-acid  does  not. 

Propylbmzeneorthosulphonic  acid  [Pr  :  S03H  =  2:3]  crystallises 
in  needles  or  small  prisms  (with  1  mol.  H20),  very  soluble  in  water 
and  alcohol,  insoluble  in  other  solvents.  The  nickel  salt  and  the 
chloride  were  obtained.  The  amide ,  OsHjPrnSCbXIB,  formed  from 
the  chloride  by  the  action  of  ammonia,  crystallises  from  water  in 
colourless  needles,  and  from  other  solvents  in  pearly  leaflets  ;  both 
forms  melt  at  104’5 — 105°  (uncorr.).  When  brominated,  the  acid 
yields  orlhubromopropylhenzene,  a  yellow  oil  which  boils  at  222° 
(uncorr.),  and  yields  orthobroinobenzoic  acid  when  oxidised.  The 
bromopropylbenzenesul phonic  acids  are  being  investigated. 

Propylbeuzeneparasulphonie  acid  [Pr  :  S03H  =1:4]  crystallises 
in  needles  which  are  more  soluble  than  the  ortho-acid ;  its  salts  are 
also  more  soluble  than  those  of  the  ortho-acid,  but  do  not  crystallise 
so  well.  The  arnulc  crystallises  in  pearly,  flattened  needles  or  leaflets 
melting  at  100 — 110°  and  soluble  in  most  solvents.  By  brominating 
the  acid,  parabromopropylbenzene  is  obtained  as  an  oil  boiling  at  220° 
(uncorr.),  and  solidifying  in  the  cold  ;  it  is  converted  into  parabromo- 
benzoic  acid  by  oxidation.  A.  G.  B. 


Paratolylphenylketoxime.  By  Iv.  Auwers  (Per.,  23,  399—403). 
— Paratolylphenylketoxime  was  first  prepared  by  Beckmann  and 
Wegerhoff  in  the  usual  manner  (Abstr.,  18*89,  1067).  In  view  of  the 
fact  that,  according  to  Hantzsch  and  Werner’s  hypothesis  (this  vol., 
p.  348),  two  stereometric  isomerides  of  this  compound,  having  the 

c7h7-c-c6h5  c7h7-o-c6h5  ... 

formulas  U _  and _ U.  ,  should  exist,  the  author  has 


il 

N-OH 


ii 

HOIS' 


endeavoured  to  obtain  a  second  oxime  by  methods  similar  to  those 
successfully  employed  in  the  case  of  benzil  (Abstr.,  1888,  549,  597). 
In  all  cases,  however,  the  result  has  been  negative,  the  raw  product 
obtained  in  each  case  being  identical.  This  invariably  contained  an 
impurity,  which  could  be  removed  by  repeated  crystallisation  from 
alcohol,  benzene,  or  light  petroleum,  the  melting  point  being 
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finally  found  to  be  153 — 154°  instead  of  140°,  as  given  by  Beckmann 
and  Wegorhoff.  That  this  impurity  does  not  represent  the  second 
oxime  is  shown  by  the  fact  that  acetic  anhydride  converts  the 
crude  product  into  the  aceb/Z-dorivative  of  paratolylphenylketoxime, 
CiHt'CbHs'CIN-OAc,  which  is  obtained  quite  pure  by  one  recrystal¬ 
lisation  from  alcohol.  It  forms  large  lustrous  prisms  melting  at 
123 — 124°.  It  cannot  be  assumed  that  an  intramolecular  change  of 
the  second  oxime  by  means  of  acetic  anhydride  takes  place,  as  even 
the  unstable  benzil-y-dioxime  undergoes  no  such  change  with  this 
reagent.  The  impurity  is  probably  due  to  the  unstable  nature  of 
the  oxime,  which  decomposes,  as  already  mentioned  by  Beckmann 
and  Wcgerhoff,  even  on  remaining  exposed  to  the  air. 

An  attempt  to  bring  about  an  intramolecular  change  in  the  oxime 
by  treating  it  with  alcohol  at  a  high  temperature  likewise  gave  nega¬ 
tive  results.  H.  G.  C. 

Formation  of  Dibenzyl-derivatives.  By  0.  Poppe  ( Ber .,  23, 

1 13 — 118). — Ethyl  cyanodiphenylsuccinate, 

COOEt-CHPh-CPh(CN)-COOEt, 

is  formed,  together  with  ethyl  diphenylsuccinate,  when  ethyl  phenyl- 
chloracetate  or  ethyl  phenyl bromacetate  is  digested  with  an  alcoholic 
solution  of  potassium  cyanide  (2  mols.),  until  the  odour  of  hydrogen 
cyanide  is  no  longer  perceptible.  (Compare  Pranehimont,  this 
Journal,  1873,  390.)  The  solution  is  then  extracted  with  ether,  and 
the  product  repeatedly  reciystallised ;  the  yield  is  4  per  cent,  of  the 
ethyl  salt  employed.  It  separates  from  alcohol  in  prisms,  melts  at 
105°,  and  is  readily  soluble  in  hot  alcohol,  ether,  benzene,  chloroform, 
and  glacial  acetic  acid,  but  only  sparingly  in  cold  alcohol,  and  in¬ 
soluble  in  water.  When  treated  with  sodium  in  alcoholic  solution,  it 
is  converted  into  ethyl  diphenylsuccinate.  The  corresponding  methyl 
salt,  Ci9Hl704ISr,  obtained  in  like  manner  from  methyl  phenylchlor- 
acetate,  crystallises  from  alcohol  in  colourless  plates,  and  melts  at 
101°.  The  amyl  salt,  C27H33ChN,  is  an  oil. 

The  compound  COOKt-OHPh‘CPh(CONH2),COOKt,  is  obtained 
when  ethyl  cyauodiphenylsuccinate  is  heated  for  a  short  time  at 
50 — 60°  with  concentrated  sulphuric  acid.  It  crystallises  from  a 
mixture  of  benzene  and  light  petroleum  in  needles  and  melts  at  157°. 
The  free  acid,  CpHisCbN,  prepared  by  heating  the  ethyl  salt  at  100° 
with  hydrochloric  acid,  crystallises  from  benzene  and  alcohol,  melts 
at  190°,  and  is  insoluble  in  water.  When  boiled  with  alcoholic  potash, 
it  is  converted  into  diphenylsuccinic  acid.  F.  S.  K. 

The  Euxanthone  Group.  By  C.  Graere  (Avnalev,  254,  265 — 
303;  compare  Abstr.,  1887,  272;  1889,  886).— In  this  paper  the 
author  gives  a  more  complete  account  of  his  investigations  on 
euxanthone  and  its  derivatives. 

Pinri  (purree)  or  Indian-yelloAV  is  obtained  in  Bengal  from  the  urine 
of  cows  which  are  fed  exclusively  on  the  leaves  of  the  mango  tree  and 
water;  the  urine  is  heated,  the  precipitated  dye  separated  and  dried. 
The  fact,  observed  by  Ivostanecki  ( Abstr.,  1887,  272),  that  euxanthone 
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is  converted  into  euxnuthic  acid  in  the  animal  organism,  shows  that 
mango-leaves  contain  some  substance  nearly  related  to  euxanthone. 

The  author’s  analyses  of  very  pure  samples  of  piuri  gave  the  fol¬ 
lowing  results  in  percentages : — Euxanthic  acid,  51  ;  silica  and 
alumina,  To;  magnesium,  4  2  ;  calcium,  3*4? ;  water  and  volatile  sub¬ 
stances,  39.  His  analyses  differ  from  those  of  Steuhouse  and  Erdmann 
in  showing  the  presence  of  considerable  quantities  of  calcium.  The 
poorer  qualities  contain  a  considerable  quantity  of  euxanthone.  partly 
in  the  free,  partly  in  the  combined  state.  The  euxanthic  acid  and 
the  euxanthone  in  piuri  can  be  estimated  and  isolated  as  follows  : — 
The  dye  is  triturated  with  dilute  hydrochloric  acid  until  the  whole 
has  assumed  the  bright  yellow  colour  of  the  free  acid  ;  it  is  then 
washed  well  with  cold  water  to  remove  inorganic  compounds,  and  the 
euxanthic  acid  extracted  with  a  solution  of  ammonium  carbonate  ; 
the  residual  euxanthone  is  dissolved  in  soda,  reprecipitated  with  an 
acid,  and  dried  at  l00°. 

Euxanthic  acid  melts  at  about  15b — 15S°,  but  immediately  after¬ 
wards  begins  to  decompose,  so  that  the  melting  point  is  difficult  to 
observe,  ft  forms  two  series  of  salts,  of  the  composition  C]3H];Onj\J' 
and  CisH^Onil'o  respectively.  The  magnesium  salt,  when  dried  in 
the  air,  has  the  composition  CigH^OuMg  -T  5H20. 

Accepting  Sehmiedeberg  and  Meyer's  view  of  the  constitution  of 
glyeuronic  acid,  the  constitution  of  euxanthic  acid  may  be  expressed 
by  the  formula 

0H-C6H3<^q>C6H3-0*CH(0H)-[CH(0H)]1-C00H. 

In  accordance  with  this  view,  the  decomposition  of  euxanthic  acid 
into  glycni’ouic  acid  and  euxanthone  may  be  represented  by  the  equa¬ 
tion  C19HlaOu  ~  C,3H604  +  GsHI0O7. 

In  this  decomposition  the  atomic  complex  [CH(OH)]2  would  be 
converted  into  the  aldehyde-group,  with  elimination  of  1  mol.  H=0, 
a  view  which  would  account  tor  the  fact  that  the  decomposition  of 
euxanthic  acid  takes  place  without  the  addition  of  the  elements  of 
water.  The  constitutional  formula  given  above  would  also  explain 
why  euxanthic  acid  does  not  reduce  Fehling’s  solution,  whilst  the  liber¬ 
ated  glyeuronic  acid  dues  so.  Glyeuronic  acid  combines  readily  with 
phenylbydrazine  ;  euxanthic  acid,  on  the  other  hand,  is  not  acted  on 
even  when  heated  with  phenylbydrazine  in  alcoholic  solution  for  two 
hours  at  100°. 

The  hydroxyxanthone  (m.  p.  146°)  prepared  by  Michael  (Abstr., 
1884,  310),  by  heating  salicylic  acid  and  resorcinol  with  zinc  chloride, 

has  the  constitution  CsHfC^Q^CsHj’OH  [O :  OH  =  2:6],  this  same 

compound  can  be  prepared  by  heating  salicylic  acid  and  (8-resorcylie 
acid  with  acetic  anhydride.  It  is  not  acted  on  by  hydroxylamine,  or  by 
phenylbydrazine,  and  when  heated  with  zinc-dust  it  gives  diphenylene- 
inethane  oxide  (m.  p.  100'5°).  When  fused  with  soda  at  250 — 270° 
it  is  converted  into  trihydroxybeuzophenone  (m.  p.  133°).  This 
substance  combines  with  phenyllivdrazine,  yielding  a  crystalline 
hydrazom,  OH-CcH^C^HPh^CsH^OH),. 
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Eidmann’s  statement  that  euxanthone  is  converted  into  trinitro- 
resorcinol  (styphnic  acid)  by  nitric  acid  is  confirmed  by  the  author's 
experiments;  considerable  quantities  of  oxalic  acid  are  also  formed  in 
the  reaction.  When  cuxanthone  is  fused  with  soda  or  potash,  it  yields 
quinol,  as  previously  observed  by  Baeyer,  but  resorcinol  is  also  pro¬ 
duced,  and  seemingly  in  about  an  equal  quantity. 

Euxanthone  can  be  prepared  by  boiling  a  mixture  of  /3-resorcylic 
acid  (5  grams),  hydroqninonecarboxylic  acid  (6  grams),  and  acetic 
anhydride  (12  grams)  for  four  hours  in  a  small  retort.  The  whole  is 
then  distilled,  the  neck  of  the  retort  being  placed  almost  vertically, 
whereon,  towards  the  end  of  the  operation,  most  of  the  euxanthone 
sublimes.  The  acetic  acid  which  passes  over  towards  the  end  of  the 
distillation  is  saturated  with  soda,  and  the  solution  treated  with  car¬ 
bonic  acid  to  precipitate  the  euxanthone;  the  sublimed  euxanthone 
is  dissolved  in  warm  soda,  and  the  filtered  solution  precipitated  with 
carbonic  anhydride  ;  the  yield  of  the  pure  product  is  1  gram. 
Euxanthone  prepared  in  this  way  melts  at  240°  (corr.),  and  is  identical 
with  the  natural  product  (compare  Abstr.,  1889,  886).  When  it  is 
warmed  with  water  and  sodium  amalgam,  the  solution  gradually 
becomes  lighter  in  colour,  and  on  adding  an  acid,  a  substance  is  preci¬ 
pitated  which  quickly  turns  violet  on  exposure  to  the  air,  and  dissolves 
m  concentrated  sulphuric  acid  with  an  intense  red  coloration  ;  this 
reaction  is  characteristic  of  the  naturally  occurring  euxanthone.  The 
diacct //7-derivative  melts  at  18 ok 

/3-lsoeuxaiithone.  prepared  from  dinitroxanthone  (m.  p.  260°)  gives 
a  diacetyl- derivative  wh:ch  crystallises  from  alcohol  in  colourless 
needles  melting  at  175°.  3:6  Isoeuxantlione  (in.  p.  245  —  24G3)  pre¬ 

pared  bv  Bistrzycki  and  Kostanecki,  gives  a  i/mee7//7-derivati ve, 
(Ji*Bg02(0Ac)>,  which  melts  at  124—  130k  When  isoeuxantlione  is 
heated  with  potash  and  a  little  water,  it  is  converted  into  an  euxan- 
thonic  acid,  which  melts  at  about  200°,  being  reconverted  into  iso- 
euxanthoue.  E.  S.  K. 

ac.-Tetrahyd.ro-/3-naphtliol  and  Secondary  Closed  Chain  Al¬ 
cohols.  By  E.  Bamberger  and  W.  Lodter  ( Her .,  23,  197—213). — 
uc.-Tetrahydro-fi-naphthol,  Ci0Hn-OH,is  prepared  by  gradually  adding 
20  grams  of  sodium  shavings  in  quantities  of  4 — 5  grams  to  a  boiling 
solution  of  10  grams  of  /3-naphtliol  in  200  grams  of  amyl  alcohol, 
and  heating  until  the  whole  is  dissolved.  The  hot  solution  is  poured 
into  water  and  the  alcoholic  layer  separated,  washed  several  times 
with  aqueous  soda  to  remove  as  much  ar.-tetrahydro-/3-naphthol  and 
unattacked  /3-naphthol  as  possible,  then  with  water,  and  finally  with 
dilute  hydrochloric  acid,  and  distilled  under  the  ordinary  atmospheric 
pressure  until  the  temperature  rises  to  150 — 160°  ;  the  distillation  at 
higher  temperatures  being  conducted  in  a  vacuum.  The  fraction 
boiling  at  100 — 205°  under  a  pressure  of  40  mm.  is  a  viscid,  orange- 
yellow  oil,  and  contains  the  whole  of  the  “  alicyclic  ”  derivative 
together  with  noteworthy  quantities  of  ar.  -tetr  a  hydro-/!-  nap  h  tliol  and 
i3-naphthol.  The  /3-naphthol  and  the  greater  portion  of  the  ‘•aro¬ 
matic”  derivative  can  be  removed  by  mixing  the  fraction  with 
15  per  cent,  aqueous  soda  and  steam- distil  ling  uutil  the  distillate 
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dissolves  completely  in  aqueous  soda.  The  oily  ac.-tetrahydro-/!- 
naphthol  is  extracted  from  the  distillate  by  ether,  and  freed  from  the 
last  traces  of  the  ‘‘aromatic  ”  derivative  by  treatment  with  a  solution 
of  diazotised  sulphaniltc  acid  in  aqneons  sodium  carbonate;  this  con¬ 
verts  the  latter  derivative  into  an  azo-dye  insoluble  in  ether,  but  is 
without,  action  on  the  former.  The  yield  amounts  to  about  30  per  cent, 
by  weight  of  the  /i-naphthol  employed.  ac.-Tetrahydro-/?-naphtholis  a 
colourless,  transparent,  extremely  viscid,  non- fluorescent  oil  with  an 
odour  resembling-  that  of  sage,  it  boils  without  decomposition  at  2G4° 
under  a  pressure  of  71 G  mm.,  and  at  17G'5 — 178°  under  a  pressure  of 
f>3  mm.  It  is  very  slightly  soluble  in  water,  readily  soluble  in 
alcohol,  ether,  benzene,  carbon  bisulphide,  and  chloroform,  and  in¬ 
soluble  in  alkalis.  It  does  not  react  with  diazo-componnds,  and  like 
ac.-tetrahydro-/?-naphthylamine  (Abstr.,  1S88,  712),  yields  hydrocin- 
namorthocarboxylic  acid  on  oxidation.  On  treating  its  ethereal  solu¬ 
tion  with  sodium,  hydrogen  is  evolved  and  the  compound  is  converted 
into  the  sodium-derivative,  behaving  t herefore  like  an  alcohol  under 
similar  conditions.  When  warmed  with  solid  potassium  hydroxide, 
it  readily  yields  dihydronaphthalene  with  the  elimination  of  water. 

Sodium  ac.-tetrahi/dro-fi-nnphfhyl  carbonate,  CioIlnO‘COOXa,  is 
formed  by  passing  carbonic  anhydride  through  a  well-cooled  ethereal 
solution  of  the  sodium-derivative  of  the  hydronaphthol.  It  is  a 
white,  gelatinous,  very  unstable  compound,  undergoing  decomposition 
on  exposure  to  moist  air.  Acids  decompose  it  at  once  with  the  evolu¬ 
tion  of  carbonic  anhydride  and  separation  of  the  hydronaphthol. 

ac.-Tetrahydro-fi-naphthyl  acetate,  CIl3'CO'OC10Iln,  is  obtained  by 
heating  the  hydronaphthol  either  with  3 — 4  times  the  quantity  of  acetic 
acid  for  some  hours  at  140 — 150°,  or,  better,  with  acetic  anhydride,  to 
which  some  fnsed  sodium  acetate  has  been  added.  It  is  a  pale-yellow, 
extremely  viscid  oil  with  a  fruity  odour,  and  boils  at  109°  under  a 
pressure  of  34  mm.  When  distilled  under  atmospheric  pressure,  it 
boils  at  26S — 280°,  with  partial  decomposition  into  acetic  acid  and 
d  ihydronaphthalene. 

ac.-Tet rahy d ro-fi-naphthyl  benzoate,  COPlvOCioHn,  prepared  by 
heating  the  hydronaphthol  with  benzoic  acid  at  170°  for  48  hours, 
crystallises  from  alcohol  in  well-formed,  lustrous  tablets,  melts  at 
G2 — 63°,  boils  at  2o4 — 255”  under  a  pressure  of  40  mm.,  but  decom¬ 
poses  partially  into  dihydronaphi  halene  and  benzoic  acid  when  distilled 
under  atmospheric  pressure ;  it  is  readily  soluble  in  benzene,  chloro¬ 
form  and  warm  alcohol,  sparingly  soluble  in  hot  light  petroleum. 

ac.-Tetrahijdro-^-naplithyl  chloride.  Oio II n Cl ,  is  obtained  by  warm¬ 
ing  the  hydronaphthol  with  abont  10 times  its  weight  of  concentrated 
hydrochloric  acid.  It  was  not,  however,  found  possible  to  purify  the 
product  by  distillation,  since  it  decomposes  on  beating  into  dihydro- 
naplithalene  and  hydrogen  chloride.  When  ac.-tetrahydi  o-/f-naphthol 
is  treated  at  the  ordinary  temperature  with  colourless,  fuming 
hydriodie  acid  (sp.  gr.  =  1*0) ,  an  oil  is  obtained  which  seems  to  he 
the  corresponding  iodide,  but  like  the  chloride  it  decomposes  on  dis¬ 
tillation  with  the  elimination  of  hydrogen  iodide. 

ac.-Tet  rally  dro-fi-naphthyl  plvn  ylcarba  m  a  to,  NHPlrCO'OCmTIn, 

formed  by  treating  the  hydronaphthol  with  phenyl  cyanate  at  the 
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ordinary  temperature,  crystallises  in,  tufts  of  silky  needles,  melts  at 
98'5°,  and  is  readily  soluble  in  ether,  benzene,  chloroform,  and  boil¬ 
ing  light  petroleum. 

Sodium  ac.-tetrahydro-fi-naphthylranthate ,  C10HnO'CS-SNa,  is 
readily  prepared  by  treating  the  ethereal  solution  of  the  sodium  de¬ 
rivative  of  the  hydron aphthol  with  carbon  bisulphide,  and  forms  an 
ochre-yellow  mass  which  dissolves  readily  in  water  and  closely  re¬ 
sembles  sodium  ethyl xanthate  in  properties.  From  the  aqueous 
solution,  copper  sulphate  precipitates  the  brownish-black  cupric  salt, 
and  this,  like  cupric  ethylxanthate,  slowly  undergoes  change  into  the 
ochre-yellow  cuprous  salt,  CioM^O'CS'SCn,  which  crystallises  from 
carbon  bisulphide  in  bright-yellow  crusts. 

ac.-Tctrahydro-/d-naphthol,  like  borneol  and  menthol,  gives  the  re¬ 
action,  therefore,  of  a  true  secondary  alcohol,  and  a  comparison  of  the 
properties  of  the  three  componnds  makes  it  evident  that  hydroxyl- 
radicles  can  assume  alcoholic  functions  not  only  in  open  but  also,  under 
certain  conditions,  in  closed  chain  compounds.  Like  ac.-tetrahydro- 
/3-naphthol,  borneol  and  menthol  (compare  Arth,  Abstr.,  18S6,  892) 
form  chlorides  which  readily  decompose  into  hydrogen  chloride  and 
campheue  and  menthene  respectively,  both  readily  eliminate  water 
with  the  formation  of  campkene  and  menthene  respectively,  both 
yield  xanthic  acids  resembling  ethylxanthic  acid  in  properties  (com¬ 
pare  Bamberger  and  Lodter,  this  voh,  p.  516),  and  menthol  benzoate 
decomposes  partially  into  menthene  and  benzoic  acid  on  distillation. 
It  is  noted  that  the  oxidation-products  of  these  three  compounds — 
hydrocinnamorthocarboxylic  acid,  camphoric  acid,  and  oxymenthylic 
acid  respectively — contain  the  same  number  of  carbon-atoms  as  the 
substances  from  which  they  are  derived,  thus  differing  from  those  of 
open  chain  secondary  alcohols;  such  a  difference,  however,  is  only  to 
be  expected  in  the  case  of  closed  chain  secondary  alcohols.  It  is 
especially  noteworthy  that  the  products  of  partial  oxidation  in  both 
closed  and  open  chain  secondary  alcohols  are  ketones  :  borueol  and 
menthol  are  known  to  give  camphor  and  menthone  on  oxidation,  and 
the  authors  have  obtained  evidence  which  points  to  the  formation  of 
an  unstable  ketone  when  ac.-tetrahydro-/l-naphthol  is  oxidised  by 
means  of  potassium  dichromate  aud  sulphuric  acid,  since,  in  addition 
to  phthalic  acid  and  hydrocinnamorthocarboxylic  acid,  a  neutral  oil 
is  formed  in  small  quantity  which  is  readily  volatile  with  steam  and 
yields  a  well  crystallised,  nitrogenous  compound  on  treatment  with 
phenylliydrazine.  W.  P.  W. 

ar.-Tetrahydro-a-naphthol.  By  E.  Bamberger  and  P.  Bordt 
(Ber  ,  23, 215 — 218). — ar.-Teti-aJiydro-x-naphthoi,C\<,13.nOH,  is  obtained 
as  the  sole  product  wheu  a-n aphthol  iu  amyl  alcohol  solution  is  reduced 
with  sodium,  and  is  isolated  by  pouring  the  amyl  alcohol  solution  iuto 
water,  separating  the  alcoholic  layer  which  contains  the  greater 
part  of  the  product  in  the  form  of  sodium  salt,  distilling  off  the 
alcohol,  dissolving  the  yellowish-brown  residue  in  water,  acidifying, 
aud  extracting  with  ether  ;  the  ether  is  then  removed  by  distillation 
and  the  resulting  tetrahydro-*-naphthol  purified  by  distillation  under 
the  ordinary  pressure.  It  crystallises  in  silvery  white  tables  re- 
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semblin.fr  naphthalene  in  appearance,  melts  at  GS’5 — 09°,  boils  at 
2G4‘5 — 2G5'5°  under  a  pressure  ot  7d5  mm.  and  is  therefore  identical 
with  the  product  obtained  from  a  r.-tet  rally  dro-a-naphthvla  mine  by 
the  diazo-reaction  (compare  Bamberger  and  Althausse,  Abstr.,  1888, 
900).  Adipic  acid  could  not  be  obtained  by  oxidising  the  compound  ; 
cautions  oxidation  with  potassium  permanganate  resulted  only  in 
the  formation  of  oxalic  and  pht  Italic  acids.  On  ethylation,  it  ydelds 
ar-tetrah)idro-x.-ethoxynapht/ialene,  Ci0HH-OEt,  a  viscid,  heavy  oil 
which  distils  at  259°  under  a  pressure  of  705  mm.  aud  has  a  pleasant 
odour. 

Phenylazo-ar.-teti'ahyJro-x-naphfhol ,  XjPlrCioHm'OH,  prepared  by 
the  action  of  diazobenzene  chloride  on  ar.-terahydro-a-naphthol 
in  alkaline  solution,  crystallises  from  alcohol  in  beautiful,  catitha- 
rides-green  tablets  showing  a  metallic  lustre,  and  is  insoluble  in 
water,  sparingly  soluble  in  benzene,  soluble  in  acetic  acid,  and  readily 
soluble  in  chloroform. 

Sulphophenylazo-ar .-tetrah ydro-x-naph thol ,  SO3H*C(,H4,X3,C)nHI0-OII, 
forms  scarlet-red  flocks.  The  sodium  salt  crystallises  in  orange-red 
scales  showing  a  bronze  lustre.  W.  P.  NY. 

Derivatives  of  Nitro-/3-naphthaqmnone.  By  R.  Zaertlino 
(Tier.,  23,  175 — 180). — Nitrnnaphthaphenazine,  C6HjlN2lC]oHd*XOo,  is 
produced  by  treating  nitro-/3-naphthaquinone  (1  mol.  prop.)  dissolved 
in  acetic  acid  with  a  solution  of  orthophenylenediamine  hydrochloride 
(1  mol.  prop.)  and  sodium  acetate  (2  mol.  prop.)  in  dilute  acetic 
acid.  It  crystallises  from  a  mixture  of  phenol  and  acetic  acid  in  well- 
formed,  greenish-yellow  prisms,  melts  at  221 — 222°,  and  is  sparingly 
soluble  in  alcohol,  benzene,  ether,  and  acetic  acid,  insoluble  in  light 
petroleum.  It  dissolves  in  concentrated  sulphuric  acid  with  a 
carmine-red  colour,  and  is  precipitated  unchanged  from  the  solution 
on  addition  of  water.  Amidonaphthapheiiazine,  CcIIi!  X7C  i0H5- X H2.  is 
formed  when  the  nitro-derivative  is  reduced  by  heating  with  alco¬ 
holic  ammonium  sulphide  for  2  hours  at  100°,  and  crystallises 
from  aniline  in  small,  dark  brownish-red  crystals  which  yield  a 
cherry-red  powder.  It  sublimes  in  woolly,  carmine-red  flocks  con¬ 
sisting  of  microscopic  hair-like  needles,  melts  at  191°,  and  is  spar¬ 
ingly  soluble  in  alcohol  and  ether,  more  soluble  in  benzene,  and 
readily  soluble  iu  boiling  aniline  and  phenol  ;  the  solutions,  unlike 
those  of  the  majority  of  eurhodines,  are  destitute  of  fluorescence. 
Concentrated  sulphuric  acid  dissolves  it  with  a  brown  colour,  and 
the  solution  becomes  yellow  on  dilution  with  water.  The  hydro¬ 
chloride  is  sparingly  soluble  in  boiling  water,  and,  like  all  the  salts 
of  the  base,  is  yellow  in  colour. 

Nitro-ft-naphthaquinol,  XOyCioH^OPQj,  is  best  prepared  from 
the  quinone  by  reduction  with  stannous  chloride  and  hydrochloric 
acid  (Groves,  Trans.,  1884.  299),  the  yield  amounting  to  95  per  cent, 
of  that  theoretically  possible.  Jt  can  also  be  obtained  by  dissolving 
powdered  nitro-/l-napktkaqninone  in  a  saturated  aqueous  solution  of 
sulphurous  anhydride,  and  concentrating  the  solution  on  a  water- 
bath  to  the  crystallising  point;  the  yield  by  this  method,  however, 
amounts  only  to  about  GO  per  cent,  of  the  theoretical,  owing  to  the 
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carbonisation  which  occurs  in  concentrated  solutions  by  the  action  of 
the  sulphuric  acid  formed  in  the  reduction.  In  view  of  the  fact  that 
nitro-/:i-naphthaquinol  is  almost  insoluble  in  water,  and  that  ether 
extracts  nothing  from  the  orange-red  sulphurous  acid  solution,  the 
author  suggests  that  the  quinol  may  combine  either  with  sulphurous 
or  sulphuric  acid,  forming  a  soluble  compound  which  decomposes 
into  its  constituents  when  its  solutions  are  concentrated.  Nitro- 
/3-naphthaquinol  is  also  obtained  on  treating  the  quinone  with 
phenylhydrazine,  and  in  this  reaction  benzene,  azobenzene,  aniline, 
and  nitrogen  constitute  the  decomposition-products  of  the  hydrazine. 
It  sublimes  in  beautiful,  long,  red  needles  resembling  sublimed 
alizarin  in  appearance,  melts  at  159'5°,  is  slightly  volatile  with  steam, 
has  an  odour  recalling  that  of  juglone,  and  dissolves  sparingly  in 
boiling  water.  It  is  insoluble  in  cold  concentrated  sulphuric  acid, 
but  dissolves  in  aqueous  alkalis  forming  deep-green  solutions  which, 
when  shaken  with  air,  become  brighter  in  colour  and  cannot  after¬ 
wards  be  precipitated  by  the  addition  of  acids.  Carbonic  anhydride 
is  eliminated  when  nitro-/J-naphtliaquinol  is  boiled  in  aqueous  solu¬ 
tion  with  barium  or  an  alkaline  carbonate.  The  quinol  has  feeble 
tinctorial  powers,  and  with  iron  mordants  gives  yellowish-brown, 
with  chromium  mordants  pale  indigo-blue,  and  with  aluminium 
mordants  red  colours  which  are  not  fast  to  soap. 

Nitro-|8-naplitliaquinone  reacts  with  113’droxylamine  in  the  cold 
forming  a  pale-yellow,  hygroscopic  additive-  com  pound, 

NO/C,oH»0„NHa-OH, 

which  melts  at  140 — 141°  with  decomposition,  and  decomposes  into 
nitro-/3-naphthaqninol  with  the  evolution  of  nitrogen  when  boiled 
with  acetic  acid,  phenol,  alcohol,  or  water.  W.  P.  W. 

Di-/3-naphthylketone  Oxide.  By  A.  Claus  and  W.  Ruppel  (J. 
pr.  Ghem.  [2],  41,  48 — 54). — B i-fi-nap hthy llceton e  oxide,  C0!(C]nH6)::!0, 
is  obtained  when  ethylidene  di-/3-naphthyl  oxide  (Abstr.,  1887,  271) 
is  dissolved  in  boiling  glacial  acetic  acid  (10  grams  in  150  grams), 
and  a  glacial  acetic  solution  of  chromic  acid  (15  grams  in  100  grams) 
added  thereto;  after  10  minutes’  heating,  the  mixture  is  cooled,  when 
the  oxide  crystallises.  It  forms  light-grey,  silvery  leaflets  which 
melt  at  149°  (uncorr.),  and  sublime  at  a  higher  temperature  in 
slender,  colourless  needles  which  soon  become  yellowish-grey;  it 
dissolves  in  the  usual  solvents  except  water.  It  is  not  changed  by 
concentrated  hydrochloric  acid  or  by  alcoholic  potash,  and  forms  no 
compound  with  phenylhydrazine. 

Dinitrodi-ft-naphtJujlkctone  oxide ,  obtained  by  nitrating  the  above,  is 
precipitated  on  adding  water  to  its  solution  in  strong  acid  as  an 
amorphous  powder  which  aggregates  at  268c>,  and  is  insoluble  in  all 
solvents  except  nitrobenzene,  from  which  it  is  precipitated  by  alcohol 
in  leaflets  melting  at  275°  (uncorr.).  By  reduction,  it  yields  crystals 
of  an  amido-compound  (?)  melting  at  182°. 

Burin  in  ili-fi-naphlhylketoneoxidedisuljphonate  was  obtained  by  sul- 
phonating  the  oxide,  Ac. 

Bib ro modi- fi-na-phthylket one  oxide  crystallises  in  beautiful,  lustrous 
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f  needles  which  melt  at  1S1°  (uncoiT.),  and  are  soluble  in  ether,  acetone, 
ail' I  glacial  acetic  acid. 

Methi/lene-di- ft- naphthyl  oxide,  CH2!(C10HG)  70,  is  the  product  of  the 
j  reduction  of  the  ketone  oxide  ;  it  crystallises  in  small,  lustrous, 
yellowish  needles  melting  at  1(35°  (uncorr.),  and  soluble  in  the  usual 
!  solvents.  When  the  reducing  agent  is  concentrated  hydriodic  acid 
and  the  temperature  IS'.*'3,  a  dinaphthylmethane  is  oblained  :  this  forms 
glittering  leaflets  which  melt  at  137°  (uncorr.).  and  arc  soluble  in 
hot  alcohol  and  ether  ;  it  is  not  identical  with  Richter’s  dinaphthyl- 
j  methane  (Abstr.,  1881,  281).  A.  G.  B. 

1 

Decomposition  of  ac.-l  :  4'-Tetrahydronaphthylenediamine 
j  into  its  Optically  Active  Components.  By  K.  Bamberger  (Bee., 
i  23,  291 — 292). — The  lmvo- rotatory  modification  of  ac.-l  :  4'-tetra- 
|  hydronaphthylenediamine  is  obtained  by  concentrating  an  aqueous 
j  solution  of  the  hydrogen  tartrate  of  the  optically  inactive  base  to  a 
j  thick  syrup,  and  adding  a  minute  fragment  of  conine  dex  trot  art  rate. 

I  Slender  needles  of  the  salt  of  the  lawo-rotatory  modification  at  once 
begin  to  crystallise  out.  The  hydrochloride  crystallises  in  trans¬ 
parent,  compact,  lustrous  prisms,  and  in  aqueous  solution  has  a 
specific  rotatory  power  of  [*]d  =  —  7°  29'  50  '. 

The  hydrogen  salt  of  the  dextro-rotatory  modification  forms  lustrous 
needles  which  crystallise  with  extreme  slowness  from  the  syrupy 
mother  liquor.  The  hydrochloride  in  aqueous  solution  has  a  specific 
1  rotatory  power  of  [*]D  =  +  S°  S'  49".  W.  P.  W. 

Homologues  of  Anthracene  and  Anthraquinone.  By  K. 
Elbs  (J.  pr.  Chem.  [2],  41,  1 — 32  and  121 — 151). —  This  paper  con¬ 
sists  chiefly  of  descriptions  of  the  preparation  of  the  methylanthra- 
ccnes  and  methylanthraquinones,  together  with  their  dicarboxvlic 
acids,  given  in  greater  detail  than  heretofore  (compare  Abstr.,  1885 
261 ;  18S6,  461,  557;  1887,  S41,  940). 

/3-Methvhmthracene  melts  at  199 — 200°  and  /3-methylanthraquinone 
(Abstr.,  ItS6,  557,  1029)  at  176—177°. 

The  ammonium,  calcium,  lead ,  and  silver  salts,  and  the  anhydride 
both  of  2  :  3-anthraquinonedicarboxylic  acid  and  of  2  :  3-anthracene- 
dicarboxy  lie  acid  are  described;  the  salts  are  all  anhydrous,  amor¬ 
phous  precipitates. 

When  1  :  3-dimethylanthracene  is  treated  with  bromine  in  carbon 
bisulphide,  a  crystalline  dibromo-l  :  3 -di methylanthracene  is  produced  ; 
it  melts  at  175° — 1S0°  with  decomposition. 

“  Metadimethylanthracylene  ”  is  the  name  given  by  the  author  to 

CH 

the  hydrocarbon  C,6H12  =  C6H7C2H<;  i  *  [CH2 :  Me  =  1  :  3],  ob- 

Og  H. 2-Ale 

tained  by  reducing  1  ;  3-dimethylanthraquinone  with  zinc-dust  and 
ammonia  (Abstr.,  1887,  841).  When  treated  with  bromine,  it  yields 
a  crystalline  dibromo- derivative,  Ci6H10Br2,  melting  at  175°,  soluble  in 
acetone  and  in  carbon  bisulphide,  and  converted  by  nitric  acid  into 
1  :  3-anthraquinoneclicarboxylic  acid,  and  by  alcoholic  potash  into 
1  :  3-dimetliyianthruvol  ;  the  latter  crystallises  in  slender,  colourless 
needles  which  molt  at  155°. 
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The  ammonium ,  i potassium,  sodium ,  calcium ,  barium,  lead ,  copper, 
and  silver  salts,  and  the  chloride  of  1  :  3-anthraquinoneiliearboxylic 
acid  are  described  ;  as  are  also  the  ammonium ,  copper ,  and  silver  salts, 
and  the  chloride  of  1  :  3-anthracenedicarboxylic  acid. 

1  :  4-Dimethylanthraquinone  has  been  prepared  by  Gresly  (Abstr., 
1886,  1029)  ;  it  melts  at  118 — 119°.  When  reduced  by  zinc-dnst  and 
ammonia,  it  yields  a  hydrocarbon.  Ci6Hi2  (compare  above),  which 
crystallises  in  leaflets  melting  at  63°,  and  gives  a picrate  which  melts 
at  129°. 

1  :  4-Anthraquinonedicarborylic  acid,  obtained  by  oxidising  1  :  2-di- 
methylanthraquinone  with  nitric  acid,  forms  crystals  which  are  still 
solid  at  300°,  and  are  insoluble  in  water,  but  soluble  in  alcohol  ;  its 
alkali  salts,  and  its  calnum,  lead,  and  silver  salts  are  described. 
1  :  4 -Anthracenedicarboxylic  acid,  obtained  by  reducing  the  preceding 
compound,  separates  from  alcohol  on  dilution  as  a  light-brown,  crys¬ 
talline  powder  melting  at  about  320°;  its  alkali  salts  and  its  calcium, 
lead,  and  silver  salts  are  described. 

1:2:  4-Trimethylanthracene  (Gresly,  Abstr.,  1886,  1029),  when 
added  to  a  solution  of  picric  acid  in  benzene,  forms  a  picrate  which 
crystallises  in  brownish-red  needles  melting  at  145°,  and  immediately 
decomposed  by  alcohol. 

Gresly ’s  method  for  obtaining  1:2:  4-trimethylanthraquinone 
( loc .  cit.)  is  best  carried  out  as  follows  : — Pseudocumoylorthobenzoic 
acid  (10  grams)  is  shaken  with  strong  sulphuric  acid  (100  c.c.)  and 
slowly  heated  to  116°,  at  which  temperature  it  is  kept  for  one  hour; 
it  is  then  cooled  to  70 — 80°  and  phosphoric  anhydride  (10  gram?) 
added,  the  temperature  being  again  raised  to  115 — 120°  and  kept 
there  for  two  hours,  after  which  the  mixture  is  allowed  to  cool  and 
poured  into  much  wTater.  The  precipitated  quinone  is  washed  with 
cold  wTater,  hot  aqueous  soda  solution,  and  hot  water,  dissolved  in 
xylene,  and  precipitated  by  absolute  alcohol.  Thus  obtained,  it  forms 
long,  vellow  needles  which  melt  at  162 — 163°  and  sublime. 

^  *  CH 

“  Trimetlujlanthracylene,”  Ci7H14,  =  CeH^CaH^i  2  ?,  is  ob- 

Og  .LL-IVLgo 

tained  wThen  1:2:  4-trimethylanthraqninone  is  reduced  with  zinc- 
dust  and  ammonia;  it  crystallises  iu  colourless  leaflets  which  melt  at 
64°.  Its  picrate  forms  dark-red  needles  melting  at  134°.  When 
broruinated,  it  yields  a  dibromo-derivative,  Cnll^Br,,  which  crystal¬ 
lises  in  yellow,  transparent  prisms  melting  at  105°  with  decomposi¬ 
tion,  and  sparingly  soluble  in  alcohol, 

Anthraquiuove- 1  :  2  :  4- tricarboxylic  acid ,  prepared  by  oxidising 
1:2:  4-trimet.hylanthraquinone  with  dilute  nitric  acid  according  to 
the  method  already  given,  crystallises  in  yellowish-white  nodules  not 
melting  or  decomposing  at  329°,  and  soluble  in  alcohol,  but  nearly 
insoluble  in  w7ater.  The  ammonium  salt  was  not  obtained  pure,  but 
the  monosodium  salt  (with  2  mols.  H,0),  the  disodium  salt  (writh  3 
mols.  HoO),  the  normal  sodium  salt,  and  the  normal  calcium,  copper, 
lend,  and  silver  salts  are  described;  the  ethyl  salt  forms  small,  lustrous, 
vellow7  leaflets  melting  at  125°. 

Anthracene- 1  :  2  :  4- tricarboxylic  acid  is  made  by  reducing  the  pre¬ 
ceding  acid  with  zinc-dust  and  ammonia;  it  is  a  deep  yellow  precipi- 
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tnto,  insoluble  in  water,  but  soluble  in  light  petroleum,  benzene,  and 
alcohol  ;  at  Lit .0°  it  yields  a  red  sublimate,  apparently  an  anhydride. 
The  alkali  sails  and  the  silver  salt  have  been  obtained. 

There  arc  two  nifro-1  :  2  :  4-triiuethylanthraquinones,  designated  by 
the  author  as  I  and  II. 

I  is  obtained  when  1:2:  4-trimethylanthraquinone  (5  grams)  is 
dissolved  iu  strong  sulphuric  acid  (100  grams)  at  the  ordinary  tem¬ 
perature,  and  powdered  potassium  nitrate  (2‘2  grams)  gradually 
added;  the  mixture  is  allowed  to  remain  for  some  hours  and  then 
poured  into  much  water.  The  n it ro -derivative  is  thus  separated  as  a 
red  powder,  freely  soluble  in  boiling  benzene  and  xylene,  which 
deposit  it  as  an  impnre,  crystalline  mass  melting  with  decomposition 
at  105 — 200°.  The  corresponding  tricarboxylic  acid  forms  small 
crystals  which  melt  with  decomposition  at  308 — 310°,  and  are  soluble 
in  most  solvents  except  water;  its  three  sodium  salts ,  and  its  neutral 
calcium ,  strontium ,  barium ,  nickel ,  cobalt,  lead,  copper,  and  silver  salts 
were  obtained.  The  corresponding  amido-tricarboxylic  acid  crystal¬ 
lises  in  small,  dark-red  leaflets  melting  at  210°,  and  soluble  in  hot 
water  and  in  alcohol. 

II  is  formed  when  1:2:  4-trimethylanthraquinone  (5  grams)  is 
dissolved  in  nitric  acid  of  sp.  gr.  1'52  (100  c.c.),  cooled  by  ice,  and, 
after  six  hours,  ponred  into  much  water;  it  is  a  pale-red  powder, 
soluble  in  glacial  acetic  acid,  benzene,  and  xylene;  it  cannot  be 
purified,  and  decomposes  at  1S0°.  The  corresponding  tricarboxylic 
acid  forms  a  dubiously  crystalline,  red-yellow  powder,  soluble  in 
alcohol  and  benzene,  and  melting  with  decomposition  between  360c 
and  370°;  its  three  sodium  salts,  its  calcium,  barium,  strontium,  nickel, 
lead,  and  silver  salts  were  obtained  ;  the  copper  salt  forms  red  needles 
dissolving  in  ammonia  with  a  red  colour,  whereas  the  copper  salt  of 
the  I-tricarboxylic  acid  forms  jrreeu  needles  soluble  in  ammonia 
with  an  emerald-green  colour.  The  corresponding  amido-tricarboxylic 
acid  crystallises  in  deep-red  leaflets  melting  at  255°,  soluble  in  water 
and  alcohol.  The  corresponding  amido-qninone  forms  a  red  precipitate, 
which  is  obtained  as  a  crystalline  mass  by  decomposing  its  saturated 
alcoholic  solution  with  water;  it  melts  at  154 — 155°,  and  sublimes  in 
slender,  lustrous,  dark-red  needles. 

Binitro-1  :  2  :  4 -trimethylunthraquinone  is  the  ultimate  product  of 
the  action  tf  nitric  acid  (sp.  gr.  T54)  on  the  above  quinones  ;  it  is  a 
dark-yellow  powder,  soluble  in  boiling  glacial  acetic  acid,  benzene, 
and  xylene,  and  melting  with  decomposition  between  240  and  2(30°. 
The  corresponding  tricarboxylic  acid  and  its  silver  salt  were  obtained. 

2:1':  4' -Trim ethylanthroquinone,  obtained  by  oxidising  2  :  T  :  4'- 
trimethylanthracene  (Abstr.,  1SS7,  941)  with  chromic  acid  in  glacial 
acetic  solution,  crystallises  in  yellow  needles  which  melt  at  181°  and 
sublime;  it  dissolves  sparingly  in  alcohol.  When  it  is  oxidised  with 
chromic  acid,  a  mixture  of  di-  and  tricarboxylic  acids  is  produced  ; 
the  silver  dicarboxylafe  was  obtained. 

3:1':  Z'-Trimethylanthracene,  obtained  by  the  condensation  of 
dimetaxylyl  ketone  (Cosack,  Hiss.,  Freiburg  i.  B.,  1889 ;  compare 
Abstr.,  1887,  941),  melts  at  222°,  and  is  sparingly  soluble  in  alcohol 
and  light  petroleum,  but  more  freely  in  other  solvents.  When 
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brominated  in  carbon  bisulphide  solution,  it  yields  y-dibromo-3 :  1'  :  3'- 
trimethylanthracene,  CGH2Me2IC2Br./C6H3Me,  which  crystallises  in 
leaflets  melting  at  142°. 

3:1':  3'-Trimethylanthmquinone  crystallises  iu  yellow  needles 
melting  at  190°,  subliming  and  soluble  in  glacial  acetic  acid,  and 
sparingly  in  alcohol  ;  the  corresponding  tricarboxylic  acid  crystallises 
in  yellow  leaflets  nearly  insoluble  in  water  and  melting  above  300°  ; 
its  ammonium,  and  barium  salts  are  described. 

Phenylbenzoylorthobenzoic  acid,  COOH'CsHyCO'CfiHiPh,  is  obtained 
by  heating  diphenyl  with  phthalic  anhydride  in  the  presence  of 
aluminium  chloride  in  light  petroleum  (b.  p.  90 — 100°)  ;  the 
petroleum  is  distilled  off  with  steam,  and  the  residue  dissolved  iu 
weak  soda  solution  and  fractionally  precipitated  by  hydrochloric 
acid  ;  the  flocks  thus  obtained  are  crystallised  from  alcohol,  when 
only  the  first  portions  that  come  down  are  crystalline,  the  rest  sepa¬ 
rating  as  flocks;  the  last  portions,  therefore,  are  dissolved  in  weak 
ammonia  and  converted  into  the  copper  salt  by  adding  copper  sulphate 
and  evaporating  off  the  ammonia  ;  from  the  copper  salt  the  acid  is  sepa¬ 
rated  by  hydrogen  sulphide.  It  crystallises  in  small,  yellowish-white 
needles  melting  at  225°,  and  is  sparingly  soluble  in  light  petroleum, 
but  soluble  in  other  solvents.  The  ammonium ,  nickel ,  copper,  lead,  and 
silver  salts  are  described,  as  are  also  the  sulphonic  acicZ-derivative  and 
its  barium  salt. 

When  phenylbeuzoylorthobenzoic  acid  is  heated  with  zinc-dust  and 
ammonia,  phenylbenzhydrylorthobenzoic  lactone, 

CO<^Hj>cH-G6H4Ph, 

is  formed ;  it  crystallises  in  colourless  nodules,  and  melts  at  204°  ; 
when  heated  to  a  higher  temperature,  a  part  sublimes,  the  sublimate 
melting  at  205—206° ;  it  is  soluble  in  most  solvents.  By  carrying 
the  reduction  still  further,  qdienylbenzylorthobenzoic  acid, 

CeH.Ph-CKj-CeHgCOOH, 

is  obtained  ;  it  forms  well-formed,  colourless,  or  slightly  red  crystals 
which  melt  at  184—185°  without  decomposition,  and  are  soluble  in 
alcohol  and  in  ether  ;  the  silver  salt  was  obtained.  A.  G.  B. 

Truxene-  and  Truxone-derivatives.  By  C.  Liebeemaxn  and  O. 
Bergami  (Per.,  23,  317 — 322  ;  compare  Abstr.,  1889,  698,  and 
Hausmann,  ibid.,  1172J.' — The  quinone-like  compound  obtained  by 
oxidising  truxene  is  identical  with  tribenzoylenebenzene  (Gabriel  and 
Michael,  Abstr.,  1878,  734).  The  molecular  formula  of  truxone  has 
not  yet  been  ascertained,  but  it  is  probably  a  tribenzoylenchexahydro- 
benzene  (C9HfiO)3. 

When  truxone  is  boiled  with  hydroxylamine  in  glacial  acetic  acid 
solution,  it  is  gradually  but  completely  converted  into  a  colourless, 
insoluble  powder  which  contains  nitrogen  ;  this  compound  is  only 
very  sparingly  soluble  in  boiling  alkalis,  and  is,  probably,  the  auhy- 
dride  of  the  oxime.  When  heated  at  1C0°  for  a  short  time  with  con¬ 
centrated  sulphuric  acid,  it  is  converted  into  the  oxime ,  which  is 
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precipitated  on  adding  water.  The  oxime  is,  however,  unstable,  and 
is  almost  completely  reconverted  into  the  anhydride  when  it  is  dried. 
The  uceb/f-derivative.  (C9Hs.X'OAc)^,  can  be  obtained  by  boiling  the 
oxime  with  acetic  anhydride.  It  crystallises  in  small  needles,  melts 
at  261°,  and  is  moderately  easily  soluble  in  glacial  acetic  acid;  when 
boiled  with  alcoholic  potash,  or  when  heated  at  100°  with  concen¬ 
trated  sulphuric  acid,  it  is  reconverted  into  the  oxime. 

Di/tyclrodij)henyleneh>/droxyunthraquinone, 

CHn.<^;,g>cHlco<c:H:_>CO| 

is  formed  when  truxone  is  melted  with  potash  (12 — 15  parts).  When 
the  resulting  deep-blue  mass  is  treated  with  a  little  water,  a  small 
quantity  of  a  purple-red  dye  passes  into  solution.  On  boiling  the 
residue  with  a  large  quantity  of  water,  a  deep-blue  solution  is 
obtained,  and  on  acidifying,  the  hvdroxy-quinoue  is  precipitated.  It 
crystallises  from  glacial  acetic  acid  or  acetic  anhydride  iu  slender, 
dirty- yellow  needles,  melts  at  206”.  and  is  only  sparingly  soluble  iu 
ether,  alcohol,  and  benzene.  It  dissolves  slowly  in  cold  alkalis  with 
a  violet-blue  coloration,  and  in  concentrated  sulphuric  acid  forming  a 
greenish-yellow  solution,  from  which  it  is  precipitated  unchanged  on 
adding  water.  The  ucetyd- derivative,  C^H^Oi,  prepared  by  bailing 
the  hydroxyquiuone  with  acetic  anhydride  and  sodium  acetate, 
crystallises  from  benzene  in  needles,  melts  at  180°,  and  is  moderately 
easily  soluble  in  alcohol,  benzene,  and  glacial  acetic  acid. 

F.  S.  K. 

Synthesis  of  Chrysene  and  Allied  Hydrocarbons.  By  G. 

Kraemer  and  A.  Spilker  (Der.,  23,  St — S7). — Ivlotz  found  that  when 
the  vapours  of  the  higher  boiling  fractions  of  coal-tar  were  super¬ 
heated,  considerable  quantities  of  chrysene  were  formed,  but  that 
neither  mesitylene  nor  pseudocumene  produced  it  when  heated  alone. 
He  was,  however,  unable  to  continue  his  investigations,  and  the 
authors  have  therefore  examined  the  action  of  heat  on  other  consti¬ 
tuents  of  coal-tar.  They  find  that  although  neither  coumarone  nor 
naphthalene  yield  chrysene  when  heated  alone,  it  is  produced  in  con¬ 
siderable  quantity  when  their  mixed  vapours  are  passed  through  a 
red-hot  tube,  water  being  formed  at  the  same  time.  The  reaction  is 
represented  by  the  equation 


°<P  M  +  C>»H«  =  c,„h6<^  +  h20. 

O2-H-2  O^ri'2 


Further  experiments  showed  that  the  power  of  coumarone  to 
condense  with  hydrocarbons  is  not  confined  to  naphthalene.  When 
the  mixed  vapours  of  benzene  and  coumarone  are  passed  through  a 
rod-hot  tube,  phenanthrene  is  formed. 

It  is  thus  probable  that  coumarone  may  play  an  important  part  iu 
the  formation  of  many  of  the  condensed  hydrocarbons  found  in  coal- 
tar.  L.  T.  T. 


Researches  on  the  Constitution  of  /3-Nitroeamphor  and  of 
a-Chloronitroearaphor.  By  P.  Cazeneuve  (Hull.  Sor..  Clum.  [0],  2, 
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705 — 710). — The  reduction  of  a-chloronitrocamphor  by  the  zinc- 
copper  couple  yields  a-nitrocamphor  as  the  principal  product, 
whereas  reduction  by  sodium  determines  the  formation  of  the 
/3-derivative  (compare  Abstr.,  1887,  842 — 970). 

a-Chloronitrocamphor  (100  grams)  dissolved  in  boiling  toluene 
(400  grams)  is  reduced  with  the  theoretical  amount  of  sodium,  the 
pre  cipitate  formed  is  exhausted  with  alcohol,  and  from  the  solution 
silky  needles  of  sodium  j3-nitrocamphorate  separate  on  spontaneous 
evaporation  of  the  solvent ;  these  are  identical  with  the  product  ob¬ 
tained  from  /3-nitroeamphor,  but  differ  from  that  yielded  by  a-nitro- 
camphor  in  producing  an  ochreons-red  precipitate  with  ferric 
chloride,  the  a-derivative  giving  a  blood-red  coloration.  An  acetyl- 
derivative  of  this  sodium  salt  exists.  /3-Xitrocamphor  is  formed  by 
the  action  of  hydrochloric  acid  on  its  sodium  compound,  and  crystal¬ 
lises  from  light  petroleum  in  white,  badly-defined  crystals,  which  melt 
at  83 — 84°  (the  melting  [joint,  97°,  previously  given,  being  incorrect)  ; 
it  is  perhaps  identical  with  the  nitrocamphor  prepared  by  Schiff 
(Abstr.,  1880,  891)  from  brom oni trocam plior. 

/3-N  itroeamphor  differs  from  the  a-derivative  in  giving  Lieber- 
mann’s  reaction,  and  when  it  is  treated  with  concentrated  potash, 
potassium  nitrite  is  formed  ;  hence  it  appears  to  be  a  nitroso-deriva- 

tive,  C8Hu<?q°  ^  1  ,  and  the  author  thinks  that  it  is  formed  by  an 

intramolecular  change  from  the  a-compound,  which  is  a  nitro-deriva- 

ch-no2 

tive,  C.H„<^0  \ 

a-Chloronitrocamphor  is  probably  a  cbloroxynitroso-derivative,  as  it 
also  gives  Liebermann’s  reaction  with  phenol  and  sulphuric  acid,  and 
when  treated  with  potash  lye  yields  potassium  nitrite  at  a  lower 
temperature  than  that  at  which  potassium  nitrate  is  reduced  ;  again, 
when  boiled  in  strong  alcohol  with  finely-divided  zinc,  copper,  or 
iron,  the  chlorine-atom  is  removed,  as  in  the  case  of  hexachlorophenol, 
and  two  isomeric  zinc  salts  are  produced  corresponding  with  the 
C(OM)*NO  J  ^  „  CM-NOo 
general  form ul re  C&Hi4<^Q  and  C8Hh<(^q 

T.  G-.  N. 


New  Bases  derived  from  Camphor:  Camphamines.  By  P. 

Cazeneuve  {Bull.  Soc.  Chim.  [3],  2,  715 — 717). — On  heating  a- 
chlorocamphor  (5  grams)  with  saturated  aqueous  ammonia  (20 
grams)  in  sealed  tubes  at  180°  for  24  hours,  a  black  mass  is  formed  ; 
this  is  dissolved  in  acetic  acid  at  100°,  and  to  the  solution,  after 
precipitation  and  filtration  of  the  unaltered  chlorocamphor  by  addition 
of  water,  an  excess  of  potassium  carbonate  is  added,  and  the  pre¬ 
cipitated  base  is  extracted  with  ether. 

The  base  is  removed  from  its  solution  in  ether  by  agitation  with 
water  acidified  with  hydrochloric  acid,  and  is  precipitated  by  aqueous 
ammonia,  and  after  washing  dried  in  a  vacuum  ;  the  yield  is  about 
2  per  cent. 

This  camphamine,  Ci0Hi5O-XH2,  crystallises  from  light  petroleum 
in  radiating  groups  of  needles,  melts  at  ISO”,  and  has  the  odour  of 
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old  tobacco;  it  is  insoluble  in  water,  but  is  soluble  in  alcohol,  ether, 
and  chloroform,  and  also  in  weak  acids,  from  which  its  corre¬ 
sponding  salts  crystallise ;  the  hydrochloride  forms  long,  colourless 
needles.  Unlike  the  base  obtained  from  camphor  by  Schiff  (Abstr., 
18S0.  892),  this  does  not  reduce  Folding’s  solution,  and  is  unattacked 
by  acetic  chloride. 

From  the  chlorocamphor  obtained  by  acting  on  camphor  with 
hypochlorons  acid,  an  isomeric  base  may  be  obtained  in  like  manner. 
This  is  not  crystalline,  and  is  unstable. 

Both  these  bases  are  precipitated  by  tire  ordinary  reagents  for 
alkaloids.  T.  G.  N. 


Camphoric  Acid.  By  E.  Bamberger  (Her.,  23,  218 — 219). — 
Camphoric  acid  does  not  unite  with  hydrogen  bromide  even  when 
heated  at  120°  with  a  solution  saturated  at  0°,  and  is  only  attacked 
with  great  difficulty  by  potassium  permanganate.  It  cannot,  there¬ 
fore,  contain  any  carbon-atoms  united  in  the  same  manner  as  those  of 
ethylene,  and  the  author,  therefore,  believes  the  usually  accepted 

.  ,  ,  ,  .  CHyCPr-COOH  ,  .  ,  .  . 

formula  of  camphoric  acid,  i  i  according  to  winch  it  is 

C /  II  2'C-\lC*COO  H 

a  derivative  of  tetramethylene,  to  be  correct.  This  corresponds  with 
xl  f  ,  CH>*CPr*CH2  „ 

the  formula  for  camphor.  jj  G.  0. 


Action  of  Carbon  Bisulphide  on  Menthol  and  Borneol.  By 
E.  Bamberger  and  W.  Lodtek  ( Ber .,  23,  213 — 215). — The  resem¬ 
blance  which  exists  between  both  the  camphor  alcohols  and  the 
alicyclic  /i-tetrahydronaphthol  has  led  the  authors  to  examine  the 
action  of  carbon  bisulphide  on  menthol  and  borneol  ;  the  results 
obtained  show  that  these  alcohols  likewise  form  xanthic  acids. 

Menthylxanthic  acid,  CioH90‘CSSH.  To  obtain  this  compound, 
an  ethereal  solution  of  menthol  is  treated  with  fine  slices  of 
sodium  until  no  more  dissolves,  the  solution,  which  contains  the 
sodium  compound  partly  in  suspension,  is  then  separated  from  the 
excess  of  sodium,  and  carbon  bisulphide  added ;  after  remaining 
for  two  hours,  the  greater  part  of  the  ether  and  unaltered  carbon 
bisulphide  is  distilled  off,  and  the  residue  shaken  with  water,  which 
takes  up  the  sodium  salt  of  the  menthylxanthic  acid,  unaltered 
menthol  remaining  dissolved  in  the  ether.  Copper  sulphate  solution 
precipitates  a  dark-brown  amorphous  cupric  salt,  which  readily 
passes  into  the  cuprous  salt  on  warming.  This  is  purified  by  washing 
with  water  and  ether,  dissolving  in  carbon  bisulphide,  evaporating 
off  the  greater  part  of  the  latter,  and  adding  light  petroleum. 
Thus  obtained  the  cuprous  salt  forms  a  heavy,  yellow,  crystalline 
powder.  The  free  acid  is  obtained  from  the  sodium  salt  by  the 
addition  of  mineral  acids  as  an  unstable  oil,  which  readily  decom¬ 
poses  with  evolution  of  hydrogen  sulphide. 

Bornylxnhthic  acid,  CI0HnO‘CSSH,  js  obtained  in  a  similar  manner 
from  borneol.  Its  cuprous  salt  is,  like  the  corresponding  menthyl- 
eompound,  a  heavy,  yellow,  crystalline  powder. 


H.  G.  C. 
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Active  and  Inactive  Bornyl  Phenylcarbamates  and  Xso- 
bornyl  Phenylcarbamates.  By  A.  Haller  {Compt.  reml. ,  110, 
149 — 152).— Bornyl  phenylcarbamates  ai'e  obtained  by  tbe  inter¬ 
action  at  tbe  ordinary  temperature  of  phenyl  isocyanate  and  a 
campbol  in  molecular  proportion  ;  tbe  bard,  compact,  crystalline 
mass  thus  obtained  is  recrystallised  from  alcohol.  All  tbe  bornyl 
phenylcarbamates  form  slender,  white  needles  which  dissolve  in 
ether,  benzene,  and  toluene,  but  are  only  slightly  soluble  in  cold 
alcohol  and  in  light  petroleum.  Tbe  melting  point  varies  with  tbe 
particular  campbol  from  which  they  are  derived.  Tbe  rotatory 
powers  and  melting  points  are  given  in  tbe  following  table  : — 


Melting  point. 

[">■ 

Dextrogyrate  a-bornyl  pbenvlcarbamate. . 

137-75° 

+  34-22° 

Lrevogyrate  a-  „  ,, 

137-25 

-34-79 

Lrevogyrate  ft-  ., 

130*05 

-50-77 

Racemic  — «  +  «  ,,  ,, 

140-00 

— 

Bornyl  phenylcarbamate  from  inactiye 
campbol  +x  — ft . 

13300 

I 

^  1 

o 

Bornyl  phenylcarbamate  from  inactive 
campbol  — *  -{-ft . 

132-60 

+  f  32 

The  melting  points  and  rotatory  powers  of  analogous  pairs  are 
practically  identical,  but  tbe  rotatory  power  of  tbe  /3- derivatives  is 
higher  than  that  of  the  isomeric  ^-derivatives,  and  as  a  conse¬ 
quence  tbe  phenylcarbamates  from  tbe  inactive  */?-ca»npholsare  active, 
/i- Bornyl  pbenyicarbamnte,  unlike  /J-borneol,  lias  tbe  same  rotatory 
power  in  solution  in  benzene  as  in  alcohol.  It  would  seem  that  in 

CH 

the  isocamphols,  it  is  tbe  asym  me  triced  group  iC'CHy^Qjj2  which  is 

affected  by  tbe  solvent,  and  that  when  this  group  enters  into  combin¬ 
ation  tbe  influence  of  the  solvent  disappears.  C.  H.  B. 

Apiole.  By  J.  Gixsbeko.  ( Ber .,  23,  323 — 325  ;  compare  Abstr., 
1888,  1200). — Aponic  acid  is  formed  when  manganese  dioxide 
(GO  grams)  is  added,  in  small  portions  at  a  time,  to  a  boiling  mixture 
of  concentrated  sulphuric  acid  (00  grams),  water  (240  grams),  and 
isoapiole  (6  grams).  Tbe  whole  is  boiled  for  four  hours  with  frequent 
agitation,  tbe  boiling  solution  filtered,  and  tbe  residue  repeatedly 
extracted  with  boiling  water ;  the  acid  is  extracted  from  the  concen¬ 
trated  filtrate  with  ether,  and  purified  by  dissolving  it  in  ammonia 
and  reprecipitating  with  an  acid.  It  crystallises  from  boiling  water, 
in  which  it  is  only  sparingly  soluble,  in  small,  colourless  needles,  and 
melts  at  252”  with  decomposition.  It  is  almost  insoluble  in  cold 
water,  benzene,  and  light  petroleum,  and  only  sparingly  in  ether,  but 
more  readily  in  hot  alcohol  and  carbon  bisulphide  ;  it  dissolves  in 
concentrated  sulphuric  acid  forming  a  colourless  solution,  from 
which  it  is  reprecipitated  unchanged  on  adding  water. 

Tbe  composition  of  this  acid  is  probably  either  ChHjjOs  or 

C14HioOc. 

Apiole  does  not  give  an  oxidation-product  under  tbe  conditions 
described  above. 
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.Anemic  acid  is  not  acted  on  by  concentrated  hydriodic  acid  or 
hydrochloric  acid  at  200°,  and  it  undergoes  no  change  when  boiled 
foi  a  long  time  with  a  mixture  of  nitric  acid  and  concentrated 
sulphuric  acid.  Chromic  acid,  bromine,  chlorine,  phosphorous 
chloride,  phosphoric  chloride,  plienylhydrazine,  and  hydroxylamine 
have  no  action  on  aponic  acid.  The  calcium  salt  is  a  colourless, 
granular  powder,  sparingly  soluble  in  cold  but  more  readily 
soluble  in  boiling  water.  The  barium  salt  separates  from  dilute 
alcohol  in  the  form  of  a  colourless,  granular  powder.  The  silver 
salt  is  colourless,  and  could  not  be  obtained  in  a  crystalline  con¬ 
dition.  The  ethyl  salt,  prepared  from  the  silver  salt,  crystallises 
from  boiling  water  in  long,  slender  needles,  melts  at  IIP — 120".  and 
is  moderately  easily  soluble  in  most  ordinary  solvents,  but  insoluble 
in  alkalis.  It  dissolves  in  concentrated  sulphuric  acid,  forming  a 
colourless  solution,  but  is  reprccipitated  unchanged  on  adding 
water;  it  is  not  acted  on  by  plienylhydrazine  or  by  hydroxylamine, 
but  it  seems  to  be  decomposed  by  boiling  water. 

The  analyses  of  the  salts  gave  results  which  leave  the  composition 
of  the  acid  undecided.  F.  S.  K. 

Diastase.  By  C.  J.  Ltxtxer  and  F.  Eckhardt  (7.  pr.  Chem.  [2], 
41,  Pi — 96  ;  compare  Abstr.,  1SS0,  386  ;  1887,  165;  1888,  497). — 
To  settle  whether  malt  diastase  and  the  ferment  of  ungerminated 
grain  are  identical,  it  is  necessary  to  compare  their  action  on  starch, 
both  as  to  the  most  favourable  temperature  and  the  quantity  of  sugar 
produced  (rednoing-power).  To  this  end,  the  authors  arranged  the 
temperatures  as  abscissae,  and  the  reducing-powers  as  ordinates,  of  a 
curve,  and  found  that,  when  acting  on  soluble  starch,  diastase  showed 
the  greatest  activity  at  50°,  and  the  most  favourable  period  at 
50 — 55°.  The  ferment  of  ungerminated  grain,  on  the  other  hand, 
showed  the  greatest  activity  at  50°,  and  the  most  favourable  period 
at  45 — 50°.  ^Moreover,  at  4°  the  reducing-power  of  the  grain  ferment 
was  as  high  as  that  of  diastase  at  14‘5° ;  at  35°  it  was  the  same  for 
both  ;  but  the  maximum  reducing-power  reached  by  the  grain 
ferment  was  41 '2,  whilst  that  reached  by  the  diastase  was  510.  It  is 
thus  seen  that  the  grain  ferment  is  less  intense  in  its  action  at  50° 
than  diastase  is,  but  at  the  ordinary  temperature  the  reverse  is  the 
case. 

The  following  is  a  comparison  of  the  above  results  for  diastase 
with  those  of  Kjeldalil,  who  used  starch  paste. 

Reducing  power  of  diastase  at 

r - A - ^ 

50°.  55°.  G2°. 

With  soluble  starch  .  50‘16  50‘02  27'80 

,,  starch  paste  .......  49  83  50'23  35  24 

The  authors  doubt  the  existence  of  Reychler’s  artificial  diastase 
(Abstr.,  1889,  621)  ;  it  is  most  probably  identical  with  the  ferment  of 
ungerminated  grain,  and  may  possibly  be  this  ferment  and  not  a  con¬ 
version-product  of  the  gluten.  The  activity'  of  diastase  is  not  due  to> 
bacteria.  A.  G.  B. 
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Synthesis  of  Alcohol-acids  of  the  Pyridine  Series.  By 
A.  Einrorn'  ( Per 23,  219 — 224), — By  the  further  investigation  of 
w-trichloro-«-hydroxypropylpyridine  (Abstr.,  1887,  845)  a  number  of 
new  pyridine-derivatives  containing  fatty  residues  have  been  obtained, 
some  of  which  have  an  especial  interest  as  standing  in  close  relation 
to  eegonine  and  cocaine. 

Pyridyl-u-trichloroprnpylene ,  C5NHyCHiCH‘CCl3,  is  obtained  by 
the  action  of  phosphoric  chloride  on  oj-trichloro-a-hydroxypropyU 
pyridine.  It  crystallises  from  absolute  alcohol  in  prismatic  needles, 
melting  at  97°. 

Pyridyl- x-lactic  acid ,  C3XHi-CH2*CH(OH)-COOII,  is  formed  when 
an  aqueous  solution  of  w-trichloro-a-hydroxypropylpyridine  is  boiled 
with  sodium  carbonate,  and  is  isolated  in  the  form  of  a  basic  copper 
salt,  (CgHBN03)2Cu.Cu0.  The  free  acid  crystallises  in  transparent 
prisms  which  melt  at  124 — 125°,  and  its  platinocliloride  and  auro- 
chlon'de  melt  at  202 — 204°  and  178 — 174°  respectively.  Its  methyl 
salt,  obtained  by  acting  on  the  silver  salt  with  methyl  iodide,  is  a 
light-yellow  oil,  the  aurochloride  of  which  melts  at  119°.  The 
methyl  salt  does  not  yield  a  benzoyl  compound  directly,  but  it  may 
be  obtained  by  boiling  the  free  pyridyl-«-lactic  acid  with  benzoic 
anhydride,  and  treating  the  silver  salt  of  the  acid  thus  obtained  with 
methyl  iodide.  It  has  the  formula  C5NHpCH2*CH(OBz)*COOMe,  and 
forms  a  light-coloured  oil.  Its  platinocliloride  crystallises  in  light-yellow 
needles,  which  melt  at  193°  with  decomposition. 

Pyridylacrylic  acid,  C5XH4-CH1CH-C00H,  is  prepared  by  boiling 
tv-trichloro-a-hydroxypropylpyridine  with  alcoholic  potash,  pyridyl- 
a-lactic  acid  being  formed  at  the  same  time.  It  is  likewise  formed 
when  the  latter  is  heated  at  130 — 140°  in  a  vacuum.  It  crystallises 
from  hot  water  in  stellate  groups  of  white  needles,  which  melt  at 
202 — 203°,  and  gives  crystalline  salts  with  the  haloid  acids.  The 
aurochloride  forms  pale  yellow  needles,  melting  at  194 — 195°,  and  the 
platinocliloride  reddish-yellow  prisms,  melting  at  209 — 210°.  Its 
salts  with  the  alkali  metals  are  gelatinous,  but  the  calcium  and  silver 
salts  are  crystalline,  and  its  methyl  and  ethyl  salts  likewise  crystal¬ 
lise  at  low  temperatures.  It  unites  with  methyl  iodide,  forming  a 
methiodide,  which  crystallises  from  alcohol  in  needle-shaped 
crystals  melting  at  219—220°.  Pyridylacrylic  acid  unites  with 
bromine  in  acetic  acid  solution,  forming  a  perbrnmide,  but  yields  the 
dibromide  at  100°  ;  this  crystallises  from  water  in  yellowish  prisms 
melting  at  127°. 

Pyridyl- ft-lactic  acid ,  CsNHrCHfOHVCHvCOOH.  When  pyridyl¬ 
acrylic  acid  is  heated  at  100°  with  an  acetic  acid  solution  of  hydrogen 
bromide  in  a  sealed  tube,  it  forms  pyrid3'l-/^-bromopropionic  acid, 
CsNIE’CHBrCHs'COOH,  which  crystallises  in  white  needles,  melting 
at  163 — 164°.  If  this  be  neutralised  with  a  solution  of  sodium  car¬ 
bonate,  and  the  liquid  warmed,  pyridylcthylene  or  vinylpvridine, 
C5XHj-CH;CH2,  is  evolved,  whilst  pyridyl-/3-lacticacid  and  regenerated 
pyridylacrylic  acid  remain  in  solution.  The  former  is  extremely 
soluble  in  water,  and  crystallises  from  it  in  slender,  white 
needles.  Its  most  characteristic  salt  is  the  basic  copper  salt,  which 
forms  well-developed  sapphire-blue  crystals.  Its  hydrochloride  forms 
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compact  prisms,  melting  at  145 — 14G°,  whilst  the plativochloride  melts 
at  191°.  The  methyl  salt,  prepared  by  passing  hydrogen  chloride 
into  an  alcoholic  solution  of  the  acid,  is  a  pale  yellow  oil.  The 
benzoyl  compound  of  the  methyl  salt  could  not  be  obtained  directly, 
but  was  prepared  in  the  following  manner.  Ethyl  pyridyb/l-lactate 
(or  its  hydrochloride)  was  boiled  with  benzoic  chloride  on  the  water- 
bath,  poured  into  water,  made  alkaline  with  sodium  carbonate,  and 
extracted  with  ether.  The  oil  remaining  after  the  evaporation  of 
the  ether  was  dissolved  in  hydrochloric  acid,  and  allowed  to  remain 
for  a  few  days.  The  product  is  the  hydrochloride  of  henzoylpyridyl-f 3- 
lactic  acid,  which  decomposes  on  the  addition  of  water,  yielding  the 
free  acid.  This  crystallises  fi*om  water  in  brilliant  prisms,  melting 
at  135'5°,  and  is  converted  into  the  methyl  salt  by  heating  its  silver 
salt  with  methyl  iodide  in  a  sealed  tube  ;  this  crystallises  from  ether 
in  transparent  prisms  melting  at  79°. 

Py  rid  tjlgly  ceric  acid,  C5XHyCH(OH)-CH(OH)-COOH,  is  obtained 
by  the  careful  oxidation  of  pyridylacrylic  acid  with  dilute  potassium 
permanganate.  Its  hydrochloride  crystallises  with  1  mol.  of  water, 
and  melts  at  189 — 190°.  Its  ethyl  salt  forms  transparent  tablets 
melting  at  95 — 96',  and  yields  with  benzoic  chloride  a  crystalline 
compound  which  melts  at  121 — 122°.  H.  G.  C. 

2'-Bromoqmnoline.  By  A.  Claus  and  G.  Pollitz  (/.  pr.  Ghent. 
[2],  41,  41 — 4S). — 2' -Bromoquinoline  is  obtained  by  heating  car- 
bostyril  (1  part)  with  phosphorus  pentabromide  (3  parts)  in  a  stream 
of  dry  carbonic  anhydride  at  120 — 130°,  and  distilling  the  product 
with  steam  ;  it  crystallises  from  alcohol  in  lustrous,  coionrless 
needles,  melting  at  48 — 49°  (uncorr.),  and  soluble  except  in  water, 
which  decomposes  them  on  boiling.  The  plat inochlonde  (with  2  mols. 
ELO) ,  the  methiodide ,  and  the  methochloride  and  its  platinochlorule  are 
described. 

Three  nitro-V -bromoquinolives  were  obtained  by  nitrating  ] '-bromo¬ 
quinoline  in  the  cold.  (1)  small,  white  needles  melting  at  244°(uncorr.) ; 
(2)  lustrous  prisms  or  tables  melting  at  146°  (uncorr.),  and  dis¬ 
tilling  without  decomposition  at  225 — 22S° ;  (3)  yellow  leaflets  and 
needles  melting  at  111°  (uncorr.).  When  these  nitro-derivatives  are 
boiled  with  water,  they  are  converted  into  corresponding  nitrocarbo- 
styrils  (compare  Friedlander  and  Lazarus,  Abstr.,  1885,  1139),  whose 
properties  are  as  follows,  taking  the  same  order  as  above  :  (1)  snow- 
white  needles  melting  at  283°  (uncorr.),  and  subliming;  its  potas¬ 
sium  salt  forms  yellow  needles  ;  (2)  yellow,  strongly  refractive,  four¬ 
sided  prisms  melting  at  163°  (uncorr.),  and  sparingly  soluble;  its 
potassium  and  sodium  salts ,  its  hydrochloride  (m.  p.  159 — 160°)  and  its 
platiuochluride  are  described  ;  (3)  small,  yellow  needles  which  melt 
at  3023  (uncorr.),  with  decomposition  and  blackening;  its  potassium 
salt  is  described. 

Only  oue  sulphonic  acid  has  as  yet  been  obtained  by  sulphonating 
l'-bromoquinoline  (1  part)  with  40  per  cent,  anhydrosulphuric  acid 
(10  parts)  at  120 — 130°.  1  '-bromoquinolinesulphouic  acid  crystallises 

in  small,  colourless  needles  which  melt  with  decomposition  at 
288 — 290’,  but  begin  to  darken  in  a  capillary  tube  at  190°.  The 
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potassium  salt  (with  2  mols.  H30),  the  barium  salt  (with  2^  mols. 
H..O),  the  copper  salt,  the  silver  salt  (with  1  raol.H.O),  the  methyl  salt 
(m.  p.  190°).  and  the  ethyl  salt  (m.  p.  13-5°  uneorr.)  are  deseribed. 

A  tribromnquinoline  is  obtained  by  brominating  the  above  sulphonic 
acid  ;  it  crystallises  in  long,  lustrous,  colourless,  efflorescent  needles, 
with  1  mol.  H30;  melting  at  247 — 248°  (uneorr..  compare  this  vol., 
p.  267)  to  a  brown  oil,  which  solidifies  again,  and  sublimes  in  slender, 
felted  needles.  A.  G.  B. 

1  :  4-Hydroxyquinolinesulphonic  Acid.  By  A.  Claus  and  M. 
Posselt  (J.jyr.  Chem.  [2],  41,  32 — 41 ;  compare  this  vol.,  pp.  265,  268). 

1  :  4-  Hydroxy  quiuolinesrdphouic  arid,  prepared  by  the  action  of  cold 
fuming  sulphuric  acid  (6 — 8  parts)  on  1-hydroxyquinoline  (1  part), 
crystallises  in  long,  colourless  needles,  containing  1  mol.  H20,  which 
is  lost  at  120°;  it  decomposes  at  abont  270°  without  melting,  and  is 
soluble  in  alcohol,  glacial  acetic  acid,  and  dilute  hydrochloric  acid  : 
with  diazo-compounds  it  gives  red  dyes,  with  ferric  chloride  a  green 
colour,  and  with  ferrous  sulphate  a  dark-brown  precipitate.  The 
normal  sodium  salt ,  OH-CgXH5*SO;iXa  -f-  H20,  the  basic  sodium  salt , 
OjNVC9NH5-SO:jiSa  +  2H20,  the  normal  potassium  salt  (with  1  mol. 
HjO),  the  basic  potassium  salt  (with  3  mols.  H30),  the  normal  barium 
salt  (with  1  mol.  H30),  the  normal  calcium  salt  (with  1  mol.  H2Q),  and 
the  silver  salt  are  described.  When  this  sulphonic  acid  is  heated  with 
methyl  iodide  in  hydrochloric  acid  at  1\0°,  methj/lhydroxysulphone- 
betahie  [S03:  OH  :  Me  —  1:4:1']  is  obtained  as  slender  needles 
which  decompose  without  melting  at  250°. 

Jlromo- 1  :  4 -hydroxyquinolinesulphouic  acid  results  from  the  action  of 
bromine  on  the  sulphonic  acid  (equal  mol*.),  when  they  are  gradually 
mixed  ;  it  crystallises  in  small  prisms  or  needles  which  contain 
1  mol.  II20  (lost  at  120°),  decomposes  without  melting  at  280°,  and  is 
freely  soluble  in  alcohol. 

When  bromine  (2  mols.)  is  added  (all  at  once)  to  the  aqueous  solu¬ 
tion  of  the  sulphonic  acid  (1  mol.),  dibromo-\-hydroxy quinoline  is 
obtained  ;  it  crystallises  in  lustrous,  colourless  needles,  melting  at 
196°  (uneorr.),  and  soluble  in  most  solvents,  except  water  and  light 
petroleum. 

The  action  of  phosphorus  pentabromide  (2  mols.)  on  1  :  4-hydroxv- 
quinolinesulphonie  acid  at  130 — 140°  produces  bromoquinolinesvlphonic 
bromide,  CgiN’HgBr-SOvBr,  which  decomposes  when  heated  with  water, 
yielding  1  :  4-bromoquinolinesulphonic  acid  (Lellmann  and  Lange. 
Abstr.,  188S,  296)  ;  this  settles  the  constitution  of  1  :  4-hydroxy- 
quinolinesulphonie  acid.  If  the  hydroxyquinolinesulphonic  acid 
(1  mol.)  is  heated  with  phosphorus  pentabromide  (4^  mols.)  at 
160 — 170°,  a  tribromoquinoline  is  produced,  as  well  as  the  bromide  ; 
it  melts  at  16S°  (uneorr.;  compare  this  vol.,  p.  173). 

1  :  4 -Chloroquinolinesulphouic  chloride,  obtained  by  the  action  of 
phosphorus  pentachloride  on  1  :  4-hydroxyquinolinesulphonic  acid, 
forms  small,  colourless  needles  which  decompose  without  melting. 

1  :  4 -Chloroquinolinemdphonamide  crystallises  in  small,  colourless 
needles,  which  have  no  melting  point,  and  are  insoluble  in  water,  but 
soluble  in  other  solvents. 
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1  :  4-  Ch  hroqninoVmes  id  phonic  acid  forms  colourless  needles  with 
1  mol.  H20,  decomposes  without  melting-  at  about  280°,  is  sparingly 
soluble  in  water,  and  gives  red  dyes  with  diazo-componnds. 

Trichlornquinoline  forms  slender,  colourless  needles,  melting  at  08°, 
(uncorr.). 

1  :  As-Dihyd roxyquinoline,  obtained  by  fusing  1  :  4-hydroxyquinoline- 
sulphonic  acid  with  potash,  crystallises  in  slender  needles  which  are 
insoluble  in  water,  and  decompose  without  melting  above  270°. 

X-Jhjdro.ryquinoUnedisnlphonic  acid,  obtained  by  heating  1-hydroxy- 
quinoline  with  fuming  sulphuric  acid,  forms  large,  colourless,  prisms 
with  1  mol.  11 A  which  is  lost  at  120°;  it  decomposes  without  melting 
about  280°. 

A  din  it  roh  ydroxy  qvmoline  has  been  obtained  ;  it  forms  yellow 
needles  which  have  no  melting  point. 

The  investigation  of  the  above  compounds  is  not  yet  complete. 

A.  G.  B. 

3-Hydroxy  quinolinesul phonic  Acid.  By  A.  Cr.vus  and  M. 
Posselt  (./.  pr.  Chem.  [2],  41,  158 — 100;  compare  Lippmann  and 
Fleissner,  this  vol.,  p.  208). — 3- Uyd roxyqui nol inesu Iphon ic  acid,  ob¬ 
tained  by  snlphonating  3-hydroxyquinoline  with  fuming  sulphuric 
acid,  crystallises  in  yellow  needles  with  mol.  H20  ;  it  decomposes 
at  270°,  and  dissolves  sparingly  in  water,  more  freely  in  alcohol,  but 
not  in  ether,  chloroform,  or  benzene;  it  does  not  form  dyes  with 
diazo-componnds.  The  neutral  sodium  and  potassium  salts  (each  with 
1  mol.  H.O)  are  described.  With  1  mol.  of  bromine,  the  acid  yields  a 
bromo-'S-hydroxi/quinoliiiesulphonic  acid,  whilst  with  2  mols.  of  bromine 
a  dibj'omo-'S-hi/droxijquinoline  crystallising  in  slender,  yellow  needles, 
soluble  in  alcohol  and  insoluble  in  -water,  is  obtained.  A.  G.  B. 

The  First  Synthetically  prepared  Base  Isomeric  with  Qui¬ 
nine.  By  C.  A.  Kohx  (.7.  Sue.  Chsm.  hid.,  8,  959 — 9C0). — With  regard 
to  Wallach  and  Otto’s  claim  that  pinolenitrol-/3-ntiphthylamine  (this 
vol.,  p.  170)  is  the  tirst  base  isomeric  with  quinine  that  has  been 
produced  synthetically,  the  author  points  out  that  this  is  not  the  case, 
as  three  years  back  lie  synthesised  hydroxyhydroethylenequi noline,  an 
isomeride  of  quinine  (Trans.,  188li,  508). 

Phen-a-phenylparazoxime.  By  E.  Lellmann  and  A.  Donxek 
(Her.,  23.  172 — 174). — Mefunitrophenol  pheuacyl  ether , 

N02-C6H4-0-CH2-00Ph, 

is  host  prepared  by  heating  an  intimate  mixture  of  potassium  ortho- 
nitrophenoxide  and  phenacyl  bromide  at  68°  for  4  hours,  the  warm 
mass  being  triturated  from  time  to  time  in  order  to  ensure  complete 
decomposition.  The  product  is  washed  with  water,  then  with  dilute 
soda,  and  recrystallised  from  alcohol.  It  forms  well-defined  needles, 
melts  at  118°,  and  is  soluble  in  benzene,  chloroform,  and  glacial  acetic 
acid,  but  more  sparingly  in  ether  and  alcohol,  and  almost  insoluble  in 
water  and  concentrated  hydrochloric  acid  ;  it  is  decomposed  by  boiling 
soda,  yielding  ort  honitrophenol. 
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Phtm-oL-phenylparazoxine,  CgH^  l  _ 2,  is  obtained  when  the  pre- 

N.CPh  1 


ceding  compound  is  reduced  with  stannous  chloride  and  concentrated 
hydrochloric  acid;  the  intermediate  product  (amidophenol  phenacyl 
ether)  cannot  be  isolated.  The  acid  solution  is  gradually  poured  into 
yellow  ammonium  sulphide,  the  precipitate  washed  first  with  ammo¬ 
nium  sulphide  and  then  with  water,  and  recrystaliised  from  warm 
alcohol.  It  forms  colourless  needles,  melts  at  102 — 103°,  and  is 
readily  soluble  in  benzene,  ether,  chloroform,  and  mineral  acids,  but 
only  sparingly  in  warm  water,  from  which  it  separates  in  plates. 
When  heated  in  small  quantities,  it  distils  with  partial  decomposition 
giving  off  a  pleasant  odour  recalling  that  of  oranges.  It  dissolves  in 
concentrated  hydrochloric  acid  and  in  sulphuric  acid  with  a  red 
coloration,  which  changes  to  yellow  on  adding  water.  The  platino- 
chloride,  (CnHuOjN’)2,H>PtCl6,  and  the  aurochloride  crystallise  in 
microscopic  plates  and  are  unstable.  Potassium  dichromate  and 
stannous  chloride  produce  precipitates  in  solutions  of  the  hydro¬ 
chloride.  F.  S.  K. 


Preparation  of  Anhydro-bases  from  Amidomercaptans  of 
the  Fatty  Series.  By  S.  Gabriel  and  P.  Heyuanx  (Per.,  23, 


S-CH, 


157 — 1G0).  Vhenylthiazo line,  CPh<^  ^  obtained  when  thio- 


benzamide  (20  grams)  is  boiled  for  about  1|  hours  with  ethylene 
bromide  (2j0  grams)  ;  after  separating  the  unchanged  bromide  by 
distilling  with  steam,  the  solution  is  filtered,  saturated  with  alkali, 
again  distilled  with  steam,  and  the  product  (about  7  grams)  extracted 
by  shaking  the  distillate  with  ether.  It  is  a  yellowish  oil  with  an 
odour  of  quinoline,  and  boils  at  275 — 277°  without  decomposition.  It 
dissolves  freely  in  acids.  The  picrate  crystallises  from  boiling  water 
in  long,  yellow  needles.  Th e  platinochloride,  (CgllgN'S^IEPtCle,  is  a 
yellow,  crystalline  compound.  When  a  solution  of  the  base  in  hydro¬ 
chloric  acid  is  treated  with  bromine,  it  is  converted  into  a  thick, 
brownish  syrup  (benzoyltaurine)  which  is  readily  soluble  in  water. 
This  syrup  gives  benzoic  acid  and  taurine  when  heated  at  150 — 1G0° 
with  concentrated  hydrochloric  acid  ;  it  also  forms  a  crystalline  silver 
salt  of  the  composition  CgH^NSOjAg.  F.  S.  K. 


Constitution  of  the  Quinoxalines  obtained  from  Toluylene- 
diamine  and  Bromacetophenone.  By  E.  Eellmaxx  and  A.  Bonner 
(Her.,  23, 1GG — 171). — Pheuacylparatoluidine ,  C6H1Me,NH,CH2'COPh, 
is  easily  obtained  by  treating  paratoluidine  (2  mols.)  with  bromaceto¬ 
phenone  (1  mol.)  in  cold  alcoholic  solution,  and  dissolving  the  product 
in  hot  concentrated  hydrochloric  acid,  or  recrystallising  it  from 
alcohol  in  order  to  separate  the  diphenacyl-derivative  which  is  also 
produced.  The  hydrochloride  and  the  nitrate  crystallise  in  colourless 
needles.  The  free  base  crystallises  from  alcohol  in  large,  yellow 
plates,  melts  at  134°,  and  decomposes  when  heated.  It  is  readily 
soluble  in  benzene,  more  sparingly  in  alcohol,  glacial  acetic  acid,  and 
warm,  concentrated  hydrochloric  acid,  and  it  dissolves  in  concentrated 
sulphuric  acid  forming  a  colourless  solution. 
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Piph  ena  cy  Ipo  mini  it  >  dm  e,  C,;H)Me-X(C  Il2-COPli)2,  crystallises  from 
xylene  in  colourless  needles,  melts  at  255°,  and  is  very  sparingly 
soluble  in  alcohol,  benzene,  and  concentrated  hydrochloric  acid;  it  is 
not  decomposed  by  warm  soda. 

Pheuaci/lmelaintroparatuluiiline,  X02-CJl,Mc-XH-CH2-C0Pb,  is  pre¬ 
pared  by  triturating  pbcnacylparatoluidine  with  nitric  acid  of  sp.  gr. 
1138  (NO  parts),  and  keeping  the  mixture  for  48  hours.  It  crystal¬ 
lises  from  alcohol  in  golden  needles,  melts  at  163 — 105°  with  decom¬ 
position,  and  is  readily  soluble  in  benzene  and  chloroform,  but  more 
sparingly  in  alcohol.  This  compound  can  also  be  obtained,  but  only 
in  small  quantities,  by  dissolving  bromacctophenone  and  metanitro- 
paratoluidine  in  alcohol,  and  keeping  the  solution  for  some  time  over 
anhydrous  magnesia.  The  dt'wfro-eompound,  Ci5H13OsX3,  obtained  by 
dissolving  phenacylparatoluidine  in  nitric  acid  of  sp.  gr.  14,  crystal¬ 
lises  in  golden  needles,  melts  at  150°  with  decomposition,  and  is 
readily  soluble  in  benzene  and  chloroform,  but  only  sparingly  in 
alcohol ;  it  is  decomposed  by  warm  soda. 

When  phenacylmetanitroparatolnidine  is  treated  with  stannous 
chloride  and  cold  concentrated  hydrochloric  acid,  it  is  converted  into 
the  corresponding  amido-derivative ;  the  latter  is.  however,  unstable, 
and  immediately  decomposes  into  water  and  dihydrophenvltoluqnin- 
oxaline.  This  compound  cannot  be  isolated,  as  it  quickly  under¬ 
goes  oxidation  on  exposure  to  the  air,  being  converted  into  phenyltolu- 
quinoxaline  (m.  p.  79°),  identical  with  one  of  the  compounds  ob¬ 
tained  from  toluylenediamine  (compare  Hinsberg,  Abstr.,  1887,  817). 


The  constitution  of  this  qninoxaline  is,  therefore,  C6H4Me< 


NiCPli 


x:gh 


[X  :  X  :  Me  =  1:3:  5],  and  that  of  the  isomeride  (m.  p.  136°) 


C6H4Me< 


x:cph 


X-CH 


[X  :  X  :  Me  =  1:3:  4], 


F.  S.  K. 

Paradiazine-derivatives.  By  P.  W.  Abexibs  (J.  pr.  Chem.  [2], 
41,  79 — 86;  compare  this  vol.,  p.  268). — Dioxauilide , 


XPh< 


CO-CO 

CO-CO 


>XPh, 


is  obtained  by  shaking  together  hot,  glacial  acetic  acid  solutions  of 
diphenyldiketodihydroparadiazine  (this  vol.,  p.  268)  and  chromic 
acid  ;  the  anilide  crystallises  out  after  a  time.  It  forms  small, 
lustrous,  thin,  six-sided  crystals  (in.  p.  not  given)  sparingly  soluble 
in  the  usual  solvents  ;  when  heated  with  aniline  it  is  converted  into 
oxanilide.  If  a  large  excess  of  chromic  acid  is  used,  and  the  mixture 
heated  for  15 — 20  minutes  and  then  evaporated  on  the  water  bath,  a 
residue  of  diphenylparabanic  acid  (Abstr.,  1885,  1196)  is  left. 

Dioxalparatoluidide,  CbH4Me-X!(CO-CO)2!X"C6H4Me  [X  :  Me  =  4:1], 
obtained  in  like  manner  to  dioxanilide.  crystallises  in  small,  sparingly 
soluble,  lustrous,  six-sided  leaflets  melting  above  300°.  From  the 
mother  liquor,  diparutolylparabanic  acid  (Abstr.,  1878,  216)  was 
obtained. 

When  diorthotolyldiketodihydroparadiazine  is  oxidised  with  chromic 
acid,  only  diorthotolylparabanic  acid  (Abstr.,  1880,  244)  is  formed. 
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f  ..  .  CO-CCbXPh 

Diphenylaicnlorochketoparachazme,  i  i  I  ,  produeed  by  act- 

jN  h* n*UUl*  O  (J 

ing  on  diplicuyldiketodibydroparadiazinc  with  phosphorus  penta- 
cliloride  and  oxyehloride,  decomposing  with  water,  and  dissolving  the 
product  in  alcohol,  crystallises  in  white  needles  or  prisms  (with  1  mol. 
alcohol),  melting  at  247° ;  by  reduction  it  yields  diphenyldihdopara - 
diazine,  which  is  still  under  investigation. 

Phenylorthotoh/ldichlornd  iketoparud  iazhie , 


C  0  -  C  C 1  •  CfjHjMe 
NPh'CCbCO 


[Me  :  N  =  1:2], 


obtained  in  the  same  way,  crystallises  in  white  needles  melting  at 
174 — 175°  and  is  soluble  in  alcohol,  ether,  and  benzene. 

Ortliotolylparatolyldichlorodiketoparadiazlne , 

C^2Cl2Ch(C6H4Me)2  [Me  :  N  =  1:2  and  1  :  4  respectively], 

crystallises  in  white,  slender  needles  (with  1  mol.  alcohol)  melting  at 
lid0.  A.  G-.  J3. 

Derivatives  of  Aromatic  Thiocarbamides.  By  D.  S.  Hector 
{Per.,  23,  357 — 370). — In  a  previous  paper  (Abstr.,  1889,  872)  the 
author  has  shown  that  phenylthiocarbamide  is  oxidised  bv  hydrogen 

dioxide  to  dianilido-orthodiazothiole,  This  name  it  is 

proposed  to  change  to  diphenyldiamido-orthodiazothiole,  in  accordance 
with  Widman’s  nomenelature  ( Jonrn .  Prakt.  Chem .,  38,  185).  Further 
study  has  shown  that  this  reaction  is  a  general  oue  for  the  aromatic 
mono-  and  di-substituted  thiocarbamides.  Only  one  of  the  latter  has 
been  prepared,  namely,  tetraphenyldiimidotetrahydro-orthodiazothiole, 

This  melts  at  131°,  and  forms  a  hydrochloride 

and  sulphate  which  are  sparingly  soluble  in  water,  but  readily  in 
alcohol. 

CfXH-C  H 

Di-x-naphthuldicunido-orthodiazothiole,  S<"  ^  10  '  '  i  To  nre- 

_  C(NH-C,aH7):N  1 

pare  this  compound,  2 — 3  grams  of  »-naphthylfchiocarbamide  are  sus¬ 
pended  in  a  litre  of  boiling  water,  and  hydrochloric  acid,  and  a  solution 
of  hydrogen  peroxide  are  then  added.  After  boiling  fora  short  time,  the 
separated  sulphur  is  filtered  off,  ammonia  added,  and  the  precipitated 
di-a-naphthykliamido-urthodiazothiole  reerystallised  from  alcohol.  It 
forms  white  needles  which  eontain  1  mol.  of  alcohol;  these  readily 
assume  a  reddish  tinge,  and  melt  at  104°.  When  crystallised  from 
acetone,  it  melts  at  136°.  It  forms  a  light-brown  double  salt  wTith 
mercuric  chloride  melting  below  100°,  and  a  similarly  coloured  platino- 
cldoride,  (CoHIie^S^.H^PtCls,  which  melts  with  decomposition  at 
224 — 225°.  The  silver  ?n7raA-derivative,  C23Hi6N4S,AgN03,  is  a  white 
precipitate,  insoluble  in  alcohol,  which  blaekens  in  sunlight,  whilst  the 
pi  crate,  C22H16N4S,C6HXNCb)3-OH,  crystallises  with  4  mol.  of  alcohol  in 
yellow  grains  whieh  melt  under  100°.  The  monacetyl-  and  monobenzoyl - 
derivatives  melt  at  203 J  and  270°  respectively. 
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X-C  X(CWH,)-C:XH 

D  i -a  -na  phihyl  d  iam  ido-orthod  t  azoth  iole  cyanide,  S  J  , 

x-c-x(cluii  7)-c:xh 

separates  in  a  crystalline  form  when  cyanogen  is  passed  through  a 
warm  alcoholic  solution  of  the  base;  it  mells  at  203”. 

.  C(NH-C10H,):X  . 

lh-^-naphlhyld  lanudo-orthodiazothiule,  >S<.~  T u  ~  ..  I  ,  is  pre- 

vf  jN  rl'L  joH'jJ.iN 

dared  by  adding  hydrogen  dioxide  to  an  alcoholic  solution  of  /Xuapli- 
thylthiocarbamide  containing  a  little  hydrochloric  acid,  filtering,  and 
adding  ammonia.  Tt  is  thus  obtained  as  a  thick,  white  mass,  which  is 
very  soluble  in  the  ordinary  solvents,  but  has  not  been  obtained  crys¬ 
talline.  It  commences  to  meU  at  100°,  but  is  not  completely  melted 
below  110 — 117°.  Its  hydrochloride  and  siilphuic  are  less  soluble  in 
water  than  the  salts  of  the  a- base,  but  dissolve  more  readily  in  alcohol. 
It  also  gives  compounds  with  platinic  chloride,  mercuric  chloride,  silver 
nitrate,  and  picric  acid,  and  yields  acetyl-  and  b  enzoyl- derivatives  melting 
at  203°  and  247°  respectively.  IH- f3-naph ( hyld iamido-orthodiazoth iole 
cyanide,  C24H1GN6S,  crystallises  from  alcohol  in  indistinct  prisms  melt¬ 
ing  at  200°. 

"  .  77.  c.  0(nh*c\H;):n  . 

Diparatolyldiamido-orthodiazothiole,  >S<X  n  -rr  v  *  5  is  prepared 

G  (  jN  xi  *  L'7-l  *  JN 

from  paratolylthiocarbamide  and  hydrogen  dioxide.  It  crystallises 
from  alcohol  in  thick,  yellowish  prisms  which  melt  at  127°.  Its  hydro¬ 
chloride  crystallises  from  water  in  white  needles  which  melt  with 
decomposition  at  233°.  The  salts  and  double  salts  are  similar  to 
those  of  the  foregoing  compounds;  the  acety /-derivative  melts  at 
166°,  and  the  &«/,roi/7-derivative  at  180°.  The  cyanide ,  CI8II16NKS, 
crystallises  from  alcohol  in  thin  plates,  seemingly  aggregates  of  slender 
needles,  which  melt  at  190°. 

Kitrosodiparatoluldiamido-orthodiazothiole ,  ^  C,H,]  C.X 

'  cLxii — c7h7]-c:x 

is  formed  by  the  addition  of  potassium  nitrite  fo  a  hydrochloric  acid 
solution  of  the  base.  It  forms  a  yellow  precipitate  with  a  greenish 
tinge,  and  melts  at  247°  with  decomposition. 

Diorthotolyldiamido-orthodiazotUiole,  C«tl,)  C.X 

C(XH-C7H7)-C.X’ 

taiued  in  a  manner  similar  to  the  para-compound.  It  is  very  difficult 
to  obtain  crystalline,  as  it  is  very  soluble  in  the  ordinary  solvents.  It 
is  thrown  down  from  its  solution  in  hydrochloric  acid  by  ammonia  as  a 
white  precipitate  which  melts  at  135°.  The  same  salts  of  this  base 
have  been  prepared  as  of  the  foregoing,  and  also  the  acetyl-  and  benzoyl- 
derivatives,  the  tirst  melting  at  221°,  and  the  second  at  214°.  The 
cyanide ,  CmfcIi6f\6S,  is  not  readily  obtained  crystalline,  as  it  is  also 
very  soluble;  it  separates  from  its  solution  in  alcohol  and  water  in 
indistinct  crystals  which  begin  to  melt  at  89°.  The  nitroso-e. om- 
pound,  C|6II5(XO)X4S,  obtained  in  a  manner  similar  to  the  corre¬ 
sponding  para  tolyl -compound,  separates  from  alcohol  in  brown 
crystals  which  melt  at  135\ 
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C(nh-csh9)-c:n  . 

c(xh-CsH9)-c:n’  15  ob~ 

tainecl  in  the  same  manner  from  metaxylylthiocarbamide  ;  the  latter 
compound  is  prepared  from  metaxylidine  hydrochloride  and  ammonium 
thiocyanate,  and  forms  a  crystalline  compound  which  is  soluble  in 
boiling-  water,  more  readily  in  alcohol,  and  melts  at  176°.  Dimeta- 
xylyldiamido-orthodiazotliiole  is,  like  the  foregoing-  tolyl  base,  difficult 
to  obtain  crystalline  ;  it  separates  from  its  solution  as  an  oil  which 
after  solidification  melts  at  79°.  The  cyanide ,  C2oH2„"N"f,S,  melts  at  103°, 
and  the  mb-oso-derivative,  CigH19(NO)N4S,  forms  brown  crystals  which 
melt  at  146°.  H.  G.  C. 


Dim  etaxy  1 y  Id  iam  i  do  -ort  hodiazoth  iole, 


Narcotine.  Bv  W.  Koser  ( Annolen ,  254,  334 — 358,  3.59 — 368  ; 
compare  Abstr.,  iS88.  1115  and  1316,  Abstr.,  1889,  417). — In  this 
paper,  the  author  gives  an  account  of  experiments  which  have  been 
made  to  ascertain  the  constitution  of  cotarnine. 

Benzoyl  cotarnine ,  C12HuX04Bz  +  ^HdO,  can  be  easily  prepared  by- 
treating  cotarnine  with  benzoic  chloride  and  soda  iu  the  cold, 
according  to  Baumann’s  method.  It  crystallises  from  hot  alcohol,  in 
which  it  is  very  readily  soluble,  in  long,  colourless  needles,  melts  at 
122 — 123°,  and  is  insoluble  in  water.  The  oxime , 

NOH:CH-CBH6OyCHrCn,-NMeBz, 

separates  from  alcohol  in  small,  colourless  crystals,  melts  at  165 — 166°, 
and  is  readily  soluble  in  alcohol  and  soda,  but  insoluble  in  water  and 
ether.  Benzoylcotarnine  combines  readily  with  phenylhydrazine, 
yielding  a  crystalline,  unstable  hydrazone. 

Cotarnine  oxime  hydrochloride ,  Cl2Hlf,]V204,HCl,  separates  on  cooling 
in  small,  yellowish  needles  when  cotarnine  is  boiled  for  some  hours 
with  an  alcoholic  solution  of  hydroxylamine  hydrochloride  ;  it  is 
readily  soluble  in  water,  but  only  moderately  easily  in  alcohol.  The 
crystalline plafinockloride,  (C12H16X20i')>,H2PtCl6  +  2H20,  is  sparingly 
soluble  in  cold,  and  is  decomposed  by  boiling  water.  The  mercuro- 
chloride  crystallises  from  hot  water  in  long,  colourless  needles.  The 
free  oxime,  Cl2H15XOdNOH,  prepared  by  decomposing  an  aqueous 
solution  of  the  salt  with  sodium  carbonate,  crystallises  from  alcohol 
in  short  prisms,  tnrns  yellow  at  150°,  and  melts  at  165 — 168°  with 
decomposition  ;  it  is  insoluble  iu  water,  but  moderately  easily1-  soluble 
in  alcohol  and  alkalis. 

Cotarnmethine  methochloride,  CuHn04N]\re.;Cl,  combines  with  hy^- 
droxylamine  hydrochloride  when  warmed  therewith  for  several  hours 
in  alcoholic  solution,  and  on  cooling,  the  hyulrochloride  of  the  nitrile, 
C14H19N203C1  +  2IH30,  separates  from  the  solution  ;  the  oxime  could 
not  be  obtained.  The  platinochloride  of  the  nitrile  is  crystalline  and 
insoluble  in  water.  The  mercurochloride  cry-stallises  from  hot  water  in 
needles.  When  the  hydrochloride  is  warmed  with  soda,  trimethyd- 
amine  is  evolved,  and  cotarnonenitrile  separates  from  the  solution  in 
colourless  needles. 

Cotarnonenitrile,  CN’C*H603*CH:CH2,  crystallises  from  hot  alcohol 
in  long,  colourless  needles,  melts  at  160°,  and  is  insoluble  in  water. 


ORGANIC  CHEMISTRY". 


529 


The  dibronnde,  CN’CsHsOa'CHIh-CTLdlr,  prepared  by  treating 
the  nitrile  with  bromine  in  chloroform  solution,  crystallises  from 
alcohol  in  yellowish  prisms,  melts  at  140°,  and  is  very  readily  soluble 
in  chloroform. 

Cotarnelactone,  J  ^CH-CHvOH,  the  intermediate  product  in 

Os  rlfiOa 

the  oxidation  of  cotaruonc  to  cotarnic  acid,  is  best  prepared  as  follows  : 
finely  divided  cotarnone  (10  gi’ams)  is  shaken  with  cold  water  (about 
1  litre)  and  a  4  per  cent,  solution  of  potassium  permanganate 
(10  grams)  gradually  added  in  small  portions  at  a  time,  with  con¬ 
stant  shaking  ;  if  the  process  is  carefully  carried  out,  the  cotarnone 
will  have  almost  completely  disappeared  by  the  time  the  permanga¬ 
nate  has  been  added,  but  if  the  addition  takes  place  too  quickly,  the 
lactone  in  solution  will  be  further  oxidised,  and  some  of  the  cotarnone 
will  remain  unchanged.  The  solution,  which  remains  quite  clear,  is 
kept  for  some  time  to  allow  the  manganese  oxide  to  separate,  then 
filtered,  slightly  acidified,  and  evaporated;  on  cooling,  the  lactone 
separates  from  the  solution  in  small,  shining  crystals.  The  yield  is 
about  9  grams.  Cotarnelactone  separates  from  alcohol  in  prismatic 
crystals,  melts  at  154°,  and  is  only  sparingly  soluble  in  cold  alcohol 
and  water,  but  readily  in  the  hot  liquids.  It  separates  unchanged 
from  ammonia  and  from  sodium  carbonate  solution,  but  it  is  decom¬ 
posed  by  alkalis  or  alkaline  earths,  yielding  a  salt  of  cotarnelactonic 
acid. 


Cotarnelactonic  acid,  C00H,CbH603,CH(0H),CIl2,0H,  separates  as 
an  oil  when  hydrochloric  acid  is  added  to  a  concentrated  solution  of 
the  lactone  in  soda,  but  on  warming  it  is  reconverted  into  the 
crystalline  lactone.  It  is  obtained  in  crystals  when  the  lactone  is 
boiled  with  water  and  the  solution  allowed  to  cool  ;  it  melts  at 
about  90 — 100°,  being  reconverted  into  the  lactone.  The  barium 
salt,  (CnHuCb^Ba  4-  5H20,  prepared  by  boiling  the  lactone  with 
baryta,  crystallises  in  needles,  and  is  partially  decomposed  by  hot 
water. 

Acetylcotarneladone ,  •  >CH-CH2'OAc,  separates  from  glacial 

acetic  acid  in  crystals,  and  melts  at  174°;  the  benzoyl- derivative, 
C,8Hu07,  crystallises  from  glacial  acetic  acid  in  plates,  and  melts  at 
184°. 


Cotarnic  acid  is  best  prepared  by  dissolving  cotarnelactone  (1  part) 
and  an  alkali  (2  parts)  in  water  (50  parts),  and  gradually  adding  a 
4  per  cent,  solution  of  potassium  permanganate  (=  2  mols.  of 
oxygen)  to  the  cold  solution.  The  filtered  solution  is  then  acidified 
with  acetic  acid  and  concentrated ;  on  cooling,  or  on  rubbing,  the 
potassium  salt  separates  from  the  solution.  10  grams  of  the  lactone 
yield  5  grams  of  the  potassium  salt. 

Cotarnic  acid  does  not  yield  methyl  chloride  when  it  is  heated  with 
hydrochloric  acid,  but  the  presence  of  one  methoxy-group  in  the  acid 
can  be  proved  by  Zeisel’s  method.  When  cotarnic  acid  is  heated 
with  hydriodic  acid  and  amorphous  phosphorus  at  150 — 160°,  it 
yields  gallic  acid.  These  decompositions,  and  the  fact  that  cotarnic 
VOL.  lviii.  2  n 
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acid  yields  an  anhydride,  prove  that  it  is  a  methylmethylenegallo- 
carboxylic  acid  (methylmethylcnetrihydroxyphthalic  acid), 

OMe‘C6H(COOH)2<Q  >  CH2. 


When  cotarnic  acid  is  warmed  on  the  water-bath  with  hydrochloric 
acid,  in  sealed  tubes,  until  the  solution  becomes  greenish -yellow, 
it  is  decomposed  into  carbonic  anhydride  and  methylmethylenegallic 
acid. 

Methylmethylenegallic  acid ,  OMe'C6H5(COOH)<Q)>CH2,  crystal¬ 
lises  from  water  and  alcohol  in  needles,  melts  at  210°  with  previous 
softening,  and  is  readily  soluble  in  alcohol,  but  only  sparingly  in 
water.  It  dissolves  in  concentrated  sulphuric  acid  with  a  yellow 
coloration,  which  on  warming  passes  through  green  and  becomes 
blue ;  the  addition  of  water  then  causes  the  precipitation  of  a  brown, 
flocculent  substance.  The  barium  salt,  (CgHiCb^Ba,  crystallises  in 
slender  needles,  and  is  readily  soluble  in  hot,  but  only  sparingly  in 
cold  water,  and  insoluble  iu  alcohol.  The  calcium  salt,  (C9H705)5Ca, 
resembles  the  barium  salt  in  crystalline  form  and  in  its  behaviour 
with  solvents. 

Methylmeih/lenetribromopyrogallol,  OMe-CeBr^Q^CHj,  is  formed 


when  cotarnic  acid  is  treated  with  a  slight  excess  of  bromine  in  cold 
glacial  acetic  acid  solution  ;  on  adding  water,  carbonic  anhydride  is 
evolved,  and  the  bromo-derivative  is  precipitated.  It  crystallises 
from  dilute  alcohol  in  slender  needles,  melts  at  160°,  and  is  readily 
soluble  in  alcohol  and  ether,  but  insoluble  in  water  and  alkalis. 

Constitution  of  Cotarniue. — It  has  previously  been  shown  that 
cotarnine  combines  with  acids  with  elimination  of  1  mol.  H20, 
yielding  derivatives  of  isoquinolinc.  The  compound  previously  de¬ 
scribed  as  bromocotarninc  dibromide  hydrobromide  is  readily  con¬ 
verted  into  bromocotarninc  hydrobromide  by  hydrogen  sulphide,  so 
that  it  is  probably  a  perbromide  ;  this  perbromide,  when  heated,  gives 
bromotarconine  with  elimination  of  methyl  bromide  (1  mol.)  and 
hydrogen  bromide  (2  inols.).  This  reaction  can  be  explained  by 
assuming  that  bromocotarnine  perbromide  and  bromotarconine  have 

,  ■  •  ^TT  ^O  C  .  OCH:NMeBr3 

the  constitution  LJtL2<'  1 


'0-C:C(OMe)*CBr:C-CH3'OH2 


and 


o-c\7T~c:ch-xmc 
ch/  I  /U  I  I 
xo-c:c-cBr:c-CH:cH 


respectively.  The  above  constitutional  formula  is  in  complete  accord¬ 
ance  with  the  properties  of  bromotarconine;  a  compound  having  this 
constitution  would  be  a  tertiary  base,  should  give  apophyllenic  acid 
on  oxidation,  would  be  easily  reduced,  and  its  intense  colour  would 
be  explained  by  the  presence  of  the  chromopliore  which  characterises 
rosolic  acid. 
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From  these  considerations,  and  from  the  experiments  described 
above,  it  follows  that  cotarniue  has  the  constitution 

Cfi2<^>C6H(OMe)(CHO)-CH4-CH2-NHMe 

[CHO  :  CHyCHyXHMe  :  H  :  OMe  =  2  :  3  :  4  :  5]. 

Constitution  of  Xarcotine. — In  the  narcotine  molecule,  CsatLjXCb, 
the  hydrocotarnine-  and  opianic  acid-gronps  are  not  combined 
together  by  any  one  of  the  seven  oxygen-atoms,  because  of  these  five 
are  combined  with  alkyls  (three  with  methyl  and  two  with  methvlene), 
and  the  other  two  are  members  of  the  lactone-group.  Since,  further, 
the  five  valency  units  of  the  nitrogen-atom  are  fully  combined  with 
carbon-atoms  of  the  pvridine  nucleus,  the  two  groups  cannot  be 
united  through  nitrogen.  It  follows,  therefore,  that  the  hydrocotar¬ 
nine-  and  opianic  acid-groups  are  combined  together  by  a  carbon- 
atom  of  each  and,  without  doubt,  by  those  two  carbon  atoms  which, 
on  oxidation,  are  converted  into  the  aldehyde-groups  in  opiauic  acid 
and  cotarniue.  Narcotine  has,  therefore,  the  constitution 

C - CH - CII  CO-CH, 

I  /\^\  I 

HC  C-CO-OMeN  C  CO 

ii  i  i  i  :i 

lie  C-Olle  H„C  C  CbMe 

' \/%/ 

C-OMe  CH2  CH 

It  is  a  meconine-hjnlrocotarnine,  and,  like  hydrastine,  is  nearly 
related  to  papaverine  ;  both  these  opium  alkaloids  are  derivatives  of 
a  benzylisoquinoline.  Hydimynarcotine  (this  Journal,  187b,  i,461)  is 
most  probably  an  opianvl-l^'drocotarnine,  but  narceine,  as  has  been 
shown  by  Claus  and  Meixner,  is  a  naphthalene-derivative. 

Methoxy hydrocotarnine  methiodide ,  Ci4II20X 04I  -f-  -^IFO,  is  formed 
when  cotarniue,  iu  cold  methyl  alcoholic  solution,  is  treated  with 
methyl  iodide  (t  mol.),  and  the  solution  kept  for  about  three  days  ;  the 
methyl  alcohol  takes  part  in  the  formation  of  this  compound,  although 
cotarniue  is  not  acted  on  by  methyl  alcohol  alone.  Ou  evaporating, 
the  product  separates  in  yellow  needles  melting  at  173°  with  decom¬ 
position.  It  loses  its  water  at  120 — 130°,  is  readily  soluble  in  hot 
water  and  alcohol,  and  dissolves  unchanged  in  alkalis;  it  is  therefore 
a  quaternary  ammonium  iodide,  but  it  differs  from  the  isomeric 
compound  (cotarnemethine  methiodide)  previously  obtained  (Abstr., 
18S9,  417)  from  cotarniue  and  metli3'l  iodide.  When  treated  with 
silver  oxide,  it  gives  a  strongly  alkaline  base  which  is  slow^  decom¬ 
posed  b3’  boiling  water  with  liberation  of  dimetl^lamine.  The  metho- 
chloride,  prepared  b3’  decomposing  the  methiodide  with  silver  chloride, 
is  113’groscopic,  and  gives  an  orange,  crystalline,  sparingly  soluble 
jdatinochloride  of  the  composition  (CnH^oXChCl^PtCh.  The  base  has 

the  constitution  CBH603<^Q||^^f^)>Xi\le2I. 

Ethoxy  hydrocotarnine  methiodide,  CisHjjNOjI  +  i  JIoO,  prepared  by 
treating  cotarniue  with  metl^d  iodide  in  etl^l  alcoholic  solution,  as 
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described  above,  crystallises  in  small  plates,  melts  at  1G8°  with 
decomposition,  and  is  more  readily  soluble  in  water  and  alcohol  than 
the  corresponding  methoxy-derivative. 

Isobutoxyhydrocotarnine  methiodide,  C17H26N04I  +  H20,  separates  in 
crystals  when  cotarnine  is  treated  with  methyl  iodide  in  cold  isobutyl 
alcoholic  solution.  It  crystallises  from  hot  water  in  needles  or  plates, 
and  melts  at  about  120°. 

Me thyltar conic  acid,  CuHuNO.-.,  is  obtained  when  steam  is  passed 
for  a  long  time  into  a  hot  solution  of  tarconinemethyl  hydroxide 
(1  part)  in  baryta  (4  parts).  After  saturating  with  carbonic  anhy¬ 
dride,  the  precipitate  is  wanned  with  dilute  sulphuric  acid,  the 
filtered  solution  neutralised  with  sodium  carbonate,  concentrated,  and 
the  crystals  obtained  recrystallised  from  hot  water.  It  crystallises 
in  slender,  yellow  needles  with  2  mols.  H20,  loses  its  water  at  100°, 
melts  at  244°,  and  is  soluble  in  water,  alkalis,  and  acids.  It  is 
isomeric  with  the  compound  (methyltarconic  acid)  previously  ob¬ 
tained  (Abstr.,  1888,  1115)  by  boiling  an  aqueous  solution  of 
tarconinemethyl  hydroxide;  as  the  new  compound  is  the  true  methyl- 
tareonic  acid,  the  substance  previously  described  must  be  called 
pseudomethyltarconic  acid.  The  hydrochloride ,  CuHuhT03,HCl  + 
H20,  crystallises  in  colourless  needles  or  prisms,  loses  its  water  and 
turns  yellow  at  100°,  and  is  moderately  easily  soluble  in  water  and 
alcohol.  The  sulphate  crystallises  in  small,  colourless  prisms,  is 
readily  soluble  in  water,  and  seems  to  contain  water  of  crystallisa¬ 
tion,  The  pla tinochlon de  is  amorphous.  F.  S.  Kd 

Hydrastine.  By  M.  Freund  and  A.  Bosenberg  {Her.  23,  404 — 
415). —  Hydrastine  unites  with  methyl  iodide  at  100°,  forming 
hydrastine  methiodide,  C2iH21N0631  el,  which  crystallises  in  needles 
melting  at  208°  (compare  Freund  and  Will,  Abstr.,  1887,  1057).  By 
the  action  of  silver  chloride  in  aqueous  solution  it  yields  the  correspond¬ 
ing  hydrastine  metliochloride ,  C2iH2iN06,MeCl.  \\  hen  this  compound 
is  treated  with  a  solution  of  potassium  hydroxide,  a  yellow  plastic 
mass  separates;  this  will  be  described  later.  From  the  evaporated 
filtrate,  white,  lustrous  prisms  separate,  which  consist  of  hydrastine 
methyl  hydroxide ,  C2iH2i]NfO<;,iMeOII  +  H20 ;  after  reerystailisation 
from  water  or  alcohol  this  compound  melts  at  242°.  It  was  pre¬ 
viously  obtained  by  Freund  and  Will  ( loc .  cit.)  by  acting  on  the  methyl 
iodide  with  silver  oxide.  It  may  readily  be  reconverted  into  the 
chloride  and  iodide. 

Methylhydrastine,  C22H.»3NO(;,  the  above-mentioned  yellow  com¬ 
pound,  is  the  chief  product  of  the  reaction,  and  crystallises  from 
dilute  alcohol  in  small,  deep-yellow,  needles  melting  at  156°.  It  is 
also  formed  when  an  alkali  is  carefully  added  to  a  hot  aqueous  solu¬ 
tion  of  hydrastine  methiodide.  From  its  formation  and  analysis  it 
must  be  regarded  as  methylhydrastine.  It  is  almost  insoluble  in  water, 
but  dissolves  in  chloroform,  benzene,  and  alcohol.  With  Frohde’s 
reagent,  it  gives  a  violet  coloration,  which  speedily  becomes  blue, 
and  on  standing  changes  to  green,  and  finally  becomes  discoloured. 
Its  salts,  for  the  most  part  sparingly  soluble,  are  even  decomposed  by 
ammonia  and  sodium  carbonate;  the  hydrochloride  melts  at  241°  with 
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decomposition,  tlie  sulphate  at  250°,  and  tlic  former  yields  double 
salts  with  stannous,  zinc,  and  mercuric  chlorides. 

Methylhydrastine  unites  with  methyl  iodide  very  readily,  forming 
methylhydrastine  meth  iodide ,  C23HaXO«,Mur,  which  crystallises  in 
yellow  needles,  more  soluble  in  hot  water  than  in  alcohol,  and  decom¬ 
posing  at  230 It  is  readily  decomposed  by  alkalis  with  evolution 
of  trimethylamine  and  formation  of  a  compound  free  from  nitrogen 
which  has  the  formula  C-MR.Os. 

Methylhydrasteine ,  C2»HstNU8  +  H20.  When  an  aqncons  solution 
of  hydrastine  methochloi  idc  is  warmed  with  an  excess  of  potassium 
hydroxide,  the  precipitate  first  formed  redissolves,  and  on  neutra¬ 
lising  the  partially  evaporated  solution  with  acetic  acid,  colourless 
crystals  of  a  substance  having  the  above  composition  are  obtained.  It 
may  also  be  more  conveniently  prepared  by  dissolving  methylhydras- 
tine  in  strong  alkali,  warming,  and  evaporating  the  solution  until  the 
oily  mass  becomes  thick.  The  product  is  then  dissolved  in  water, 
neutralised  with  acetic  acid,  and  the  substance  recrystallised  from 
water.  It  melts  at  150 — 151°,  is  sparingly  soluble  in  cold,  more 
readily  in  hot  water  or  alcohol,  and  loses  its  water  of  crystallisation  at 
100°.  It  shows  both  acid  and  basic  properties,  but  is  precipitated  by 
carbonic  anhydride  from  its  alkaline  solution.  It  forms  salts  with  the 
strong  acids,  but  not  with  acetic  acid,  and  gives  with  Frbhdc’s  reagent 
a  colour  reaction  similar  to  that  of  methylhydrastine.  It  resembles 
in  many  respects  the  pseudonarceine  obtained  by  Roser  (Abstr., 
1888, 1316),  which  in  the  anhydrous  state  has  the  formula 
An  attempt  to  eliminate  a  second  molecule  of  water  from  methyl¬ 
hydrasteine,  and  obtain  an  anhydrous  substance  whose  formula 
corresponded  with  that  of  psendonarcc’ine,  resulted  only  in  the  decom¬ 
position  of  the  substance.  Methylhydrasteine  is  also  a  tertiary  base, 
and  readily  unites  with  methyl  iodide  and  is  reconverted  into  methyl¬ 
hydrastine  by  warming  with  concentrated  hydrobromic  acid.  Its 
salts  are  colourless,  the  hydrochloride  forming  spherical  aggregates  of 
crystals,  melting  at  290°. 

Compounds  similar  to  the  above,  containing  the  ethyl-group 
instead  of  methyl,  have  also  been  obtained.  Hydrastine  ethiodide 
and  hydroxide,  and  ethylhydrastine  have  been  previously  obtained 
(Schmidt  and  Wilhelm,  Abstr.,  1888,  1212;  Eykman,  1887,  505), 
and  the  authors  have  been  able  to  confirm  their  results,  with  the 
exception  of  the  melting  points.  This  was  found  for  hydrastine 
ethiodide  to  be  225°  instead  of  205 — 206°,  and  for  ethylhydrastine 
126 — 127°  instead  of  124°.  The  latter  forms  salts  resembling  those 
of  methylhydrastine,  and  unites  with  ethyl  iodide,  forming  ethyl¬ 
hydrastine  ethiodide,  Chs^sXOejEtl,  a  beautifully  crystalline  sub¬ 
stance  which  decomposes  at  241°. 

Ethylhydraste'ine  is  obtained  in  the  same  manner  as  the  methyl- 
derivative,  and  crystallises  from  water  in  needles  melting  at  130°. 

The  above  results  make  it  evident  that  hydrastine  is  a  tertiary 
base,  and  the  formula  given  in  the  previous  paper  (Abstr.,  1889, 
1222),  therefore  requires  modification.  In  a  recent  publication, 
Roser  (preceding  Abstr.)  has  proposed  a  formula  for  the  closely 
allied  alkaloid  narcotine,  wdiich  shows  at  once  its  relation  to  papa- 
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verine  and  its  lactone-like  nature.  Tlie  modified  formula  now  pro¬ 
posed  by  the  authors  for  hydrastine,  viz.  : — 

C - CH - CH  C-O-CH, 

1  /\^\  I 

HC  C-CO-O  MeX  C  CO 

II  I  I  I  II 

HC  C-OMe  H2C  C  CH 

w  \/\/ 

C-OHe  CHc  CH 

corresponds  well  with  Roser’s  uarcotine  formula.  The  formation  of 
methylhydrastine,  and  the  conversion  of  its  methiodide  into  tri- 
methylamine  and  a  substance  free  from  nitrogen  can  be  readily 
explained,  like  the  corresponding  reactions  of  cone'ine,  by  assuming 
that  the  piperidine  ring  is  split  (compare  Ladenburg,  Ber.,  14,  2057). 
For  methylhydrasteine  the  following  formula  is  regarded  as  the  most 
probable  : — 

NI\re2-C2H4-C6H2«2>CH2)-CH(OH)-Cn(OH)-C6H2(OMeVCOOn. 

H.  G.  C. 

Hydrastine.  By  M.  Freund  (Her.,  23,410 — 417). — A  personal 
discussion  with  E.  Schmidt  as  to  the  priority  of  claim  for  the  investi¬ 
gation  of  hydrastine.  H.  G.  C. 

Adenine  and  Hypoxanthine.  By  G.  Bruhxs  (Tier.,  23, 225 — 229). 
— Adenine  sometimes  crystallises  from  slightly  impure  solutions  in 
plates  having  a  nacreous  lustre,  and  differing  entirely  in  appearance 
from  the  needles  usually  obtained.  They  have,  however,  the  same 
composition  and  melting  point. 

When  a  solution  of  adenine  hydrochloride  is  mixed  with  one  of 
sodium  picrate,  adenine  pi  crate  is  formed.  This  is  very  sparingly  soluble 
in  cold  water  (1  :  3500),  more  readily  in  alcohol  and  hot  water,  and 
crystallises  from  the  latter  in  voluminous  fascicular  groups  of  yellow 
needles.  It  has  the  formula  CsHsN^CeHafNOj^’OH  +  H20,  loses 
its  water  of  crystallisation  at  100°,  and  then  remains  unaltered  at 
220°.  The  author  proposes  to  make  use  of  this  compound  for  the 
quantitative  estimation  of  adenine,  proceeding  as  follows  : — Adenine 
and  hypoxanthine  are  separated  from  xanthine  and  guanine  in  the 
usual  manner  by  the  addition  of  silver  nitrate  to  the  nitric  acid  solu¬ 
tion.  The  mixture  of  adenine  silver  nitrate  and  hypoxanthine  silver 
nitrate  is  then  decomposed  (the  author  obtains  good  results  by  em¬ 
ploying  for  this  purpose  dilute  hydrochloric  acid  in  place  of  hydrogen 
sulphide),  the  resulting  solution  nearly  neutralised  with  sodium  car¬ 
bonate.  and  a  solution  of  sodium  picrate  added;  after  remaining 
15  minutes,  the  precipitate  is  collected  and  washed.  A  correction  of 
+  2'2  milligrams  must  be  made  for  each  100  c.c.  of  filtrate  and  wash 
water.  The  filtrate  is  then  neutralised  with  ammonia,  and  the 
hypoxanthine  precipitated  with  ammoniacal  silver  nitrate.  No 
correction  need  be  made  for  the  solubility  of  hypoxanthine  silver 
nitrate  if  there  is  no  excess  of  ammonia  in  either  solution. 

Adenine  and  hypoxanthine  combine,  in  aqueous  solution,  forming 
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a  compound  having  the  formula  +  3H50;  this  crys¬ 

tallises  from  water  in  aggregates  of  slender  needles,  which  readily 
ellloresce,  and  quickly  lose  water  at  100°.  It  forms  a  homogeneous 
hydrochloride,  but  may  be  separated  into  its  constituents  by  dissolving 
it  in  dilute  sulphuric  acid  and  submitting  it  to  fractional  eiystallisa- 
tion. 

Adenine  unites  with  dry  bromine,  forming  a  dark-red  substance 
which  appears  to  contain  six  atoms  of  bromine.  It  decomposes  in 
the  air,  and  more  quickly  at  100 — 120°,  forming  bromadenine , 
C5H4NsHr.  which  crystallises  in  white  stellate  groups  of  needles 
insoluble  in  water,  but  readily  soluble  in  ammonia,  and  is  only 
attacked  with  dillieulty  by  alcoholic  potash.  It  is  a  strong  base,  and 
forms  an  insoluble  pieratc,  which  is  more  voluminous  than  that  of 
adenine.  A  similar  bromohypoxanthine  could  not  be  obtained, 

H.  G.  C. 

Ricin.  Bv  H,  Stii.lmakk  ( Ghem .  Centr.,  1889,  ii,  978 — 979; 
from  1‘harm.  CeutralhaUe,  30,  050 — 051). — The  poisonons  principle 
of  the  castor-oil  bean  is  ricin,  an  albuminous  substance  which  belongs 
to  the  group  of  unorganised  ferments.  It  loses  its  poisonous  proper¬ 
ties  at  once  if  boiled,  although  it  is  not  so  severely  affected  by  a  dry 
heat.  It  is  best  separated  by  extracting  the  fresh  castor-oil  beans 
with  a  10  per  cent,  sodium  chloride  solution,  which  extract,  after 
filtration,  is  saturated  with  magnesium  and  sodium  sulphates  at  the 
ordinary  temperature.  If  this  solution  is  cooled,  the  salts  crystallise 
out,  and  with  them  a  white  precipitate  which  is  readily  separated  by 
dialysis;  this  must  be  conducted  at  a  low  temperature  or  fermentation 
will  ensue. 

It  would  appear  as  though  several  members  of  the  Euphorbiacere 
contain  a  poisonous  albuminous  substance,  which  may  indeed  be 
identical  with  that  present  in  the  castor-oil  bean.  The  author  draws 
attention  to  the  fact  that  large  quantities  of  the  refuse  of  the  castor- 
oil  factories  are  allowed  to  remain  in  the  open  at  the  disposal  of  the 
public,  and  that  since  this  substance  is  tasteless  and  more  poisonous 
than  arsenic,  a  considerable  danger  arises  therefrom.  J.  W.  L. 

Action  of  Hot  Water  on  different  Albuminoids.  By  S.  Gabktel 
(Ghem.  Gentry  1889, ii, 988;  from  J.  Landw.,  37,335 — 345). — Instigated 
by  the  results  of  his  experiments  on  the  action  of  superheated  steam  on 
the  albuminoids  of  lupins  and  rye,  the  author  has  conducted  a  series 
of  determinations  of  the  effect  of  water  at  comparatively  high  tem¬ 
peratures  on  albumin,  fibrin,  casein,  conglutin,  and  wheat-gluten. 
The  first  result  at  which  the  author  arrived  is  that  if  the  same  sub¬ 
stance  be  heated  with  water  under  the  same  conditions,  the  same 
products  in  the  same  quantities  are  always  obtained.  The  tempera¬ 
ture  would  appear  to  exert  a  greater  influence  on  the  result  tliau  the 
time.  Albumin,  fibrin,  and  casein,  for  instance,  when  heated  with 
water  at  152°  for  six  hours,  were  decomposed  to  the  same  extent  as 
when  heated  at  the  same  temperature  for  one  hour ;  whereas  when 
heated  at  135°  for  three  hours,  the  decomposition  appeared  not  to 
proceed  so  far.  Conglutin  and  wheat-gluten  are  more  readily  deeom- 
compo.-ed  than  the  three  first-named  albuminoids. 
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The  following  table  gives  the  results  of  the  action  of  water  at  152° 
for  six  hours  on  the  several  albuminoids  : — 


Protein 

nitrogen. 


Albumin  .  37 '04 

Fibrin .  36'97 

Casein .  35'09 

Conglutin .  22'47 

Wheat-gluten  ....  26  -45 


Peptone 

Amide 

nitrogen. 

nitrogen. 

25-90 

37-87 

29-88 

33-15 

27-86 

37-05 

39-93 

37-60 

59-28 

1428 

J.  W.  L. 
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Temperature  in  Nerves.  By  H.  D.  Rolleston  (J.  Physiol .,  11, 
208 — 225). — The  observations  were  made  by  the  help  of  an  electrical 
resistance  thermometer,  invented  by  H.  L.  Callender,  which  is  fully 
described.  The  conclusions  arrived  at  are  : — 

(1.)  During  the  passage  of  a  nervous  impulse  there  is  no  evidence 
of  (even  joV^0)  anT  heat  being  evolved  from  the  nerve  trunk. 

(2.)  In  dying,  a  nerve  does,  however,  evolve  heat.  In  many  cases 
sufficient  heat  is  developed  to  raise  the  temperature  of  the  ther¬ 
mometer  in  contact  with  it 

(3.)  The  development  of  heat  roughly  corresponds  with  the  inten¬ 
sity  of  the  natural  nerve  current;  this,  however,  is  not  absolutely 
constant. 

(4.)  There  is  some  evidence  to  show  that  nerves  die  at  different 
rates.  W,  D.  H. 

Artificial  and  Natural  Digestions.  By  A.  S.  Lea  ( J .  Physiol., 
11,  226 — 263). — The  following  factors,  present  in  normal  digestion, 
are  absent  in  artificial  digestion  experiments  as  usually  performed  in 
flasks  and  beakers: — (1)  Constant  movement  of  the  contents;  (2) 
constant  removal  of  digestive  products,  (3)  continuous  additions  of 
fresh  portions  of  digestive  fluid.  In  the  present  experiments,  an 
apparatus  was  employed  which  tends  to  obviate  these  disadvantages. 
The  artificial  digestion  is  carried  out  not  in  a  flask  but  in  a  tube  of 
parchment  paper,  kept,  in  constant  up  and  down  movement  by  con¬ 
necting  it  to  a  motor;  this  tube  is  suspended  in  a  cylindrical  glass 
vessel,  filled  with  the  same  mixture  as  that  contained  in  the  tube,  but 
minus  any  ferment;  an  outer  cylindrical  glass  vessel  is  filled  with 
water  kept  at  the  necessary  constant  temperature.  By  this  means, 
two  of  the  more  important  conditions  under  which  natural  digestion 
takes  place  may  be  imitated,  namely,  continuous  movement,  and 
removal  by  dialysis  of  digestive  products. 

The  first  question  investigated  was  the  digestion  of  starch  by 
saliva;  the  great  contrast  between  natural  and  artificial  digestion  of 
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starch  is  the  appearance  of  large  quantifies  of  dextrin  in  the  latter 
case  (opinions,  however,  differ  as  to  the  relative  amounts  of  sugar 
and  dextrin  formed),  whilst  in  the  stomach  and  intestines  mere  traces 
of  the  dextrins  arc  discoverable.  Notwithstanding  imperfections  in 
the  present  method  of  experimentation,  which  are  freely  admitted, 
the  contrast  between  a  digestion  carried  on  in  the  moving  dialyser 
and  in  a  flask  is  very  marked  ;  the  iodine  reaction  of  starch  or  dextrin 
disappears  first  in  the  contents  of  the  dialyser;  in  prolonged  diges¬ 
tions  the  contents  of  the  dialyser  remain  clear  and  more  free  from 
putrefactive  organisms  than  those  of  the  flask,  and  the  proportion  of 
dextrin  present  is  less  in  the  dialyser  than  in  the  flask.  This  last 
point  may  be  illustrated  by  the  following  table: — 


Duration 
of  experi-  | 
meat  in 
hours. 

Strength 
of  starch 
in  solution 
per  cent. 

Dextrin 
per  cent, 
in 

dialyser. 

Maltose 
per  cent, 
in 

dialyser. 

Maltose 
per  cent, 
in 

dia  lysate. 

Dextrin 
per  cent, 
in  tlask. 

Maltose 
percent, 
in  llask. 

1 

6 

0-4 

7-G7 

15  -23 

2  1 

22 

2  -4 

8  '58 

— 

— 

14  10 

84-23 

3 

21 

4-23 

16-78 

— 

— 

1  36  62 

01  -81 

4 

OS 

4  23 

S'4S 

— 

— 

!  35  "70 

62-33 

5 

18 

0-43 

12'42 

7C-G7 

■  — 

— 

6 

48 

4  IS 

14  20 

71  -15 

— 

— 

7 

90 

335 

3  -06 

91  -IS 

— 

The  conclusions  drawn  from  these  and  similar  experiments  are  as 
follows  :  — 

When  the  digestion  of  starch  by  saliva  is  carried  out  under  con¬ 
ditions  which  ensure  a  very  considerable  removal  of  the  products 
(maltose)  as  they  are  formed,  then : — 

1.  The  rate  at  which  the  digestion  takes  place  is  increased. 

2.  The  total  amount  of  starch  converted  into  sugar  is  much  greater, 
and  the  residue  of  dextrin  is  much  less,  than  under  conditions,  other¬ 
wise  similar,  when  the  products  are  not  removed. 

3.  The  influence  of  the  removal  of  digestion  products  on  the  relative 
amounts  of  dextrin  and  maltose  formed  is  least  marked  when  the 
starch  solution  is  dilute. 

4.  These  results  justify  the  assumption  that  in  the  alimentary 
canal  starch  is  completely  converted  into  sugar  before  absorption. 

5.  The  experiments  afford  no  evidence  that  any  sugar  other  than 
maltose  is  formed  by  the  action  of  saliva  on  starch. 

The  next  series  of  experiments  dealt  with  the  pancreatic  digestion 
of  prote’ids;  bore  the  occurrence  of  an  insoluble  bye-product  (anti- 
albumid)  is  believed  to  be  due  to  the  imperfection  of  the  method  of 
artificial  digestion,  and  probably  does  not  occur  in  natural  digestion; 
the  question,  however,  which  was  specially  investigated  was  the 
occurrence  of  leucine  and  tyrosine.  Kiilme  has  already  stated  that 
these  amido-acids  are  formed  in  natural  as  well  as  in  artificial  pan¬ 
creatic  digestion,  but  careful  quantitative  experiments  do  not  seem  to 
have  been  made,  although  it  may  be  roughly  stated  that  less  of  those 
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materials  are  found  in  the  intestine  than  in  a  flask.  This  may  be  due 
to  one  of  two  causes ;  either  they  are  normally  formed  in  large 
amount  and  then  rapidly  absorbed,  or  else  they  are  formed  in  only 
small  amount.  By  the  help  of  the  digesting  dialyser,  combined  with 
the  examination  of  the  intestinal  contents  of  animals,  it  was  hoped  in 
the  present  research  to  elucidate  this  question.  A  few  typical  experi¬ 
ments  are  described  in  detail  and  the  following  conclusions  drawn  : — 
(1)  The  undigested  residue  in  a  flask  digestion  is  always  greater  than 
that  of  a  dialyser  digestion,  other  conditions  being  the  same;  (2)  the 
amount  of  leucine  and  tyrosine  formed  in  a  flask  digestion  is  always 
greater  than  in  a  dialyser  digestion,  other  conditions  being  the  same. 
The  amount  formed  in  a  dialyser  digestion  is,  however,  always  con¬ 
siderable,  and  it  is  possible  that  the  amount  formed  is  less  than  in  a 
flask  digestion,  because  the  peptones  from  which  they  originate  are 
continually  dialysing  out.  Leucine  and  tyrosine  were  also  found  in 
not  inconsiderable  quantities  in  the  intestines  of  the  animals  examined, 
not  merely  in  microscopic  amounts,  as  some  previous  observers  seem 
to  imply. 

The  paper  concludes  with  remarks  of  a  theoretical  nature  on  the 
function  of  the  amido-acids  formed  in  plants  and  in  animals.  It  is 
regarded  as  inconceivable  that  the  animal,  like  the  vegetable  organ¬ 
ism,  should  construct  its  protei'ds  from  the  nitrogen  contained  in  the 
amido-acids,  and  their  importance  is  likened  to  that  of  the  inorganic 
salts  and  extractives  contained  in  beef-tea,  or  other  meat  extract. 
We  do  not  know  what  part  these  play  exactly  in  the  total  processes  of 
tissue-metabolism,  but  we  do  know  that  the  salts  are  in  some  way 
essential,  and  that  the  extractives  are  an  extremely  important  acces¬ 
sory  to  that  metabolism. 

.Experiments  on  the  pancreatic  digestion  of  starch  are  in  progress. 

The  term  zymolysis  is  suggested  as  a  convenient  one  to  denote 
generally  the  changes  produced  by  enzymes  or  unorganised  ferments. 

W.  I).  H. 

The  saving  effect  on  Albumin  of  Organic  Acids  in  Vegetable 
Foods.  By  H.  Weiske  and  E.  Feechsig  (Hied.  Cenfr 19,31 — 39; 
from  Journ.f.  Landiv.,  37,  199 — 234). — The  object  of  the  experiments 
described  in  the  paper  was  to  determine  whether  the  considerable 
quantities  of  organic  acids  which  occur  in  sour  fodder,  and  other  foods 
in  which  fermentation  occurs,  have  a  physiological  value  similar  to 
that  of  starch  and  some  of  the  other  non-nitrogenous  food  constituents. 
A  rabbit  was  fed  for  some  days  on  a  mixture  of  meat  meal  (15  grams), 
fat  (TS  grams),  starch  (30  grams),  sugar  (10  grams),  crude  nut-shell 
fibre  (5  grams),  hay  ash  (0’5  gram),  and  salt  (0'2  gram).  The 
nutritive  ratio  was  kept  close,  being  as  1  :  3-7,  in  order  that  the  action,  if 
any,  of  the  non-nitrogenous  substances  given  might  be  more  distinct. 
After  eight  days,  the  urine  was  collected  for  10  days  and  the  nitrogen 
determined.  The  average  daily  amount  of  nitrogen  in  the  urine  was 
1'4G  grams.  The  weight  of  the  animal  remained  nearly  constant 
(2390  grams).  During  the  next  period,  a  portion  of  the  starch  (10 
grams)  in  the  food  was  replaced  by  an  equal  amouut  of  acetic  acid, 
first  as  calcium,  and  afterwards  as  sodium  acetate;  but  as  after  three 
days  a  considerable  amount  of  food  was  left,  lactic  acid  (10  grams),  iu 
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the  form  of  calcium  lactate,  was  substituted  for  the  acetate.  But 
this  also  had  to  be  discontinued  after  three  days.  The  live  weight 
sank  from  2345  to  2132  grams,  and  the  average  daily  amount  of 
nitrogen  in  the  urine  was  102  grams.  So  that,  notwithstanding  the 
less  amount  of  nitrogen  taken  in  the  food,  there  was  an  increase 
in  the  amount  eliminated.  An  amount  of  acetic  or  lactic  acid  as  high 
as  4*3  grams  per  1000  grams  of  live  weight,  therefore,  not  only  docs 
not  save  albumin,  but  it  increases  the  albumin  consumption.  In  the 
third  period,  in  which  the  food  used  in  the  first  period  was  again 
employed,  the  live  weight  attained  nearly  its  original  amount  and  the 
nitrogen  of  the  urine  again  sank  to  1‘46  grams  per  day.  In  the 
fourth  period,  the  same  food-mixture  was  again  used,  but  minus  10 
grams  of  starch.  In  four  days  the  live  weight  sank  to  2225  grams, 
whilst  the  daily  separation  of  nitrogen  rose  to  1*71  grams.  Inasmuch  as 
the  amount  of  nitrogen  separated  during  period  II  was  still  higher  than 
this,  it  would  seem  that  the  presence  of  acetic  or  lactic  acid  in  the 
food  is  actually  prejudicial.  In  another  experiment,  in  which  only 
2*2  grams  of  lactic  acid  per  1000  grams  of  live  weight  was  used, 
there  was  no  increased  separation  of  nitrogen  ;  but  there  was  also  no 
preservation  of  albumin. 

The  next  experiments  were  made  with  a  wether,  fed  for  seven  days 
with  a  mixture  of  meadow  hay,  starch,  cane-sugar,  earth-nut  cake, 
and  salt.  The  nutritive  ratio  was  as  1  :  3*4.  During  the  next  period, 
lactic  acid  (60  grams)  as  calcium  lactate  was  mixed  with  the  food. 
It  is  shown  that  rather  less  protein,  fat,  and  crude  fibre  were  digested 
in  the  second  period,  and  that  the  rise  observed  in  the  digested  non- 
nitrogenous  extract-substance  was  less  than  the  lactic  acid  added. 
But  there  was  more  (1*73  grams)  nitrogen  deposited  in  the  second 
period  than  in  the  first.  There  was  thus  a  not  inconsiderable  deposi¬ 
tion  of  albumin,  caused  by  the  presence  of  calcium  lactate.  With 
twice  the  amount  of  lactic  acid,  there  was,  however,  an  increased 
amount  of  nitrogen  eliminated,  whilst  with  still  moi*e  acid  the  nitrogen 
of  the  urine  was  not  raised,  but  there  was  a  gradual  rise  in  the 
amount  of  protein  in  the  feces. 

Further  experiments  with  a  wether  showed  that  the  action  of 
acetic  acid  (as  sodium  acetate)  is  quite  different  from  that  of  lactic 
acid  ;  the  urine  production  was  very  much  increased,  and  the  urine 
was  also  somewhat  richer  in  nitrogen.  The  undigested  nitrogen  of 
the  feces  remained  practically  the  same. 

The  results  of  the  experiments  do  not  support  v.  Wolff’s  view,  that 
the  volatile  fatty  acids  (especially  acetic  acid)  have  a  nutritive  value 
but  little  less  than  that  of  the  carbohydrates.  N.  H.  Yl. 

Amount  of  Substances  yielding  Oil  of  Mustard  in  various 
Foods,  and  their  Action  on  the  Animal  Body.  By  Ulbiucht 
(liietl.  Centr .,  18,  53 — 56). — The  seeds  of  black  mustard  contain  two 
substances,  potassium  myronate  and  myrosin,  which  in  presence  ol 
water  react  on  each  other,  forming  allylthiocarbimide  and  other 
compounds.  The  same  or  similar  compounds  are  also  obtained  from 
the  different  organs  of  various  species  of  A  Ilium ,  and  in  small  quantities 
from  rape-seed.  The  author  has  determined  the  amount  of  mustard 
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oil  which  various  seeds  used  in  the  oil  factories  of  different  countries 
will  produce,  as  well  as  that  of  the  seeds  of  weeds  which  accompany 
them.  It  has  long  been  known  that  so-called  rape  cake,  when  treated 
with  water,  often  develops  a  more  or  less  powerful  odour  of  mustard 
oil,  owing  to  the  adulteration  of  the  cake  with  black  or  Indian  mus¬ 
tard.  Experiments,  in  which  sheep  had  considerable  amounts  of 
black  mustard  mixed  with  their  food,  showed  that  a  daily  amount  of  284 
grams  was  not  injurious,  whilst  a  bull-calf  consumed  148 — 444  grams 
with  the  same  result.  Cows  took  343  to  820  grams  of  mustard  a  day, 
about  a  week  before  calving,  without  injury.  Cake  containing  much 
potassium  myronate  may  safely  be  given  to  quite  young  calves. 

Although  quite  uninjurious  to  sheep  and  bullocks,  it  is  doubtful 
whether,  if  given  to  cows,  a  cake  containing  potassium  myronate  may 
not  have  some  influence  on  the  taste  and  quality  of  the  milk  and 
butter;  and  it  is  suggested  that,  until  more  is  known,  cows  should 
not  be  fed  with  oil  cake  which  yields  more  than  05  per  cent,  of 
mustard  oil.  N.  H.  M. 

Methyl  Mercaptan  as  a  Constituent  of  Human  Intestinal 
Gases.  By  L.Nexckt  (Monatsh.,  10,862 — 863). — Planerand  Rugehave 
shown  that  intestinal  gas  consists  of  carbonic  anhydride,  hydrogen, 
hydrogen  sulphide,  and  marsh  gas.  Bearing  in  mind  that  methyl 
mercaptan  is  one  of  the  products  of  putrifying  albumin  (compare 
Nencki  and  Sieber,  this  vol.,  p.  78),  the  author  has  endeavoured  to 
show  its  presence  as  a  degradation-product  in  human  fteces,  and  that 
it  is  probably  formed  in  the  large  intestine.  To  this  end  he  reduced 
fresh  excrement  (3  kilos.)  to  a  thin  paste  with  water,  added  oxalic 
acid  (90  grams),  and  distilled  the  mixture.  The  gases  evolved,  con¬ 
sisting  in  the  main  of  carbonic  anhydride,  were  first  passed  into  a 
flask  to  condense  the  water,  and  then  into  a  3  per  cent,  solution  of 
mercuric  cyanide,  which  at  first  became  yellow,  and  ultimately  con¬ 
tained  a  small  quantity  of  a  black  precipitate.  This  was  collected, 
well  washed,  and  treated  with  hydrochloric  acid,  the  resulting  gases 
being  passed  into  a  neutral  solution  of  lead  acetate,  which  assumed 
the  characteristic  odour  of  mercaptan,  and  ultimately  contained  a 
quantity  of  microscopic  yellow  plates  or  prisms  insufficient  for 
analysis.  This  unmistakable  proof  of  the  presence  of  mercaptan 
leads  the  author  to  suppose  that  alkaline  compounds  of  mercaptan  are 
decomposed  in  the  large  intestine  by  acids  formed  during  the  decom¬ 
position  of  albumins  and  carbohydrates ;  the  liberated  thio-alcohol 
being  evolved  in  the  gaseous  form.  G.  T.  M. 

Uric  Acid.  By  W.  Roberts  {Vroc.  Med.  CMr.  Soc.,  1890, 85 — 87). — 
The'  presence  of  uric  acid  in  human  urine  is  somewhat  anomalous. 
As  a  vehicle  for  the  elimination  of  nitrogen  it  is  not  needed  ;  its 
place  being  taken  by  urea,  which  by  its  easy  solubility  is  better  adapted 
to  the  liquid  urine  of  mammals.  Perhaps  uric  acid  is  a  vestigial 
remnant  in  mammalian  descent;  but  although  physiologically 
insignificant,  uric  acid  is  pathologically  the  most  prominent  com¬ 
ponent  of  the  urine,  this  being  chiefly  due  to  its  tendency  to  form 
concretions. 
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All  acid  urines  tend  inevitably  to  deposit  their  uric  acid  sooner  or 
later.  The  time  of  onset  of  precipitation  various  from  a  few  hours  to  fire 
or  six  days,  or  even  longer.  The  inference  is  drawn  that  pathological 
gravel  is  due  to  an  exaggeration  of  conditions  which  exist  in  a  less 
pronounced  degree  in  health.  To  get  at  an  explanation  of  this  spon¬ 
taneous  precipitation,  it  is  necessary  to  examine  the  states  of  combi¬ 
nation  of  uric  acid  in  urine. 

Uric  acid  (C5H4N403  =  H2U)  is  a  bibasic  acid,  and  forms  two  regular 
series  of  salts — namely,  normal  urates  (M.U)  and  acid  or  hydroyen 
urates  or  biurates  (MHU).  But  in  addition  to  these  it  forms  a  series 
of  hyperacid  combinations,  first  discovered  by  Bence  Jones,  and 
termed  by  him  quadrurates  (MHU,H2U).  The  normal  urates  are  never 
found  in  the  animal  body,  and  are  only  known  as  laboratory  pro¬ 
ducts.  The  binrates  are  only  encountered  pathologically  as  gouty 
concretions.  The  quadrurates,  on  the  other  hand,  are  specially  the 
physiological  salts  of  uric  acid.  They  constitute  exclusively  the  com¬ 
bination  in  which  uric  acid  exists  in  solution  in  normal  urine,  and 
they  become  visible  sometimes  as  the  amorphous  urate  sediment. 
The  urinary  excretion  of  birds  and  serpents  is  composed  exclusively 
of  quadrurates.  The  quadrurates  can,  moreover,  be  formed  arti¬ 
ficially  under  conditions  which  prevail  in  the  animal  body.  The 
special  and  characteristic  reaction  of  the  quadrurates  is  that  they  are 
immediately  decomposed  by  water  into  free  uric  acid  and  biurates. 

They  exist  in  acid  urine  in  the  presence  of  water  and  of  super¬ 
phosphates.  These  conditions  necessarily  involve  the  ultimate  libera¬ 
tion  and  precipitation  of  uric  acid.  The  first  step  is  the  breaking  up 
of  the  quadrurate  by  the  water  of  the  uriue  into  free  uric  acid  and 
biurate  according  to  the  following  equation  : 

(MHU,H2U)  +  H20  =  (H2U)  +  (MHU). 

Quadrurate.  Free  uric  acid.  Biurate. 

This  explains  the  liberation  of  half  the  uric  acid.  But  the  biurate 
thus  formed  is  forthwith  changed  in  the  presence  of  superphosphates 
iuto  quadrurate.  Thus: 

2(MHU)  +  (MH2P04)  =  (MHU,H2U)  +  (M2HP04). 

Biurate.  Superphosphate.  Quadrurate.  Dimetallic  phosphate. 

By  these  alternating  reactions  all  the  uric  acid  is  at  length  set  free. 

Seeing  that  uric  acid  exists  in  acid  urine  (that  is,  for  some  16  hours 
out  of  the  24)  amid  conditions  which,  if  the  quadrurate  stood  alone 
and  uncontrolled,  would  lead  to  its  immediate  precipitation,  and  yet 
that  in  the  normal  course  no  such  early  precipitation  occurs,  it  is 
obvious  that  the  urine  must  contain  certain  ingredients  which  inhibit 
or  greatly  retard  the  action  of  the  water  in  breaking  up  the  quadru¬ 
rates.  These  inhibitory  ingredients  consist,  chiefly,  of  (1)  the  mineral 
salts,  (2)  the  pigments  of  the  urine. 

The  conditions  of  the  urine  which  tend  to  accelerate  the  precipita¬ 
tion  of  uric  acid  as  in  the  formation  of  concretions  and  deposits,  are 
— (1)  high  acidity,  (2)  poverty  in  mineral  salts,  (3)  low  pigmenta¬ 
tion,  (4)  high  percentage  of  uric  acid.  The  converse  conditions  tend 
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to  retard  precipitation.  On  the  interaction  of  these  factors  the 
occurrence  or  non-occurrence  of  uric  acid  gravel  appears  to  depend, 
and  probably  the  most  important  of  these  factors  is  the  grade  of 
acidity.  W.  D.  H. 

Physiological  Action  of  Selenious  Acid.  By  C.  Chabeie  and 
L.  Lapicque  ( Gompt.rend .,  110,  152 — 153). — 0'2  per  cent,  of  seleuions 
acid  prevents  the  putrefaction  of  infusions  of  beef  by  the  ordinary 
microbes  of  the  air.  With  a  smaller  quantity,  putrefaction  takes  place 
and  the  selenious  acid  is  reduced. 

Sodium  selenite  introduced  into  the  blood  of  a  dog,  killed  it  when 
the  dose  reached  3  milligrams  per  kilo,  of  body  weight.  The  most 
pronounced  symptoms  are  intense  congestion  of  all  the  viscera,  and 
an  abundant  bronchial  secretion  of  a  rose-coloured  liquid  which  con¬ 
tains  no  selenium. 

Sodium  selenite  therefore  acts  essentially  as  an  irritant,  as 
Rabuteau  observed,  but  the  authors  were  unable  to  discover  any  of 
the  crystals  which  he  described  as  being  present  in  all  the  organs. 

C.  H.  B. 

Physiological  Action  of  Sulphonal.  By  J.  Goedox  {Brit.  Med.  J., 
i,  1S90,  710 — 714). — From  observations  and  experiments  on  the 
lower  animals  and  on  human  beings,  the  following  conclusions  are 
drawn  : — Sulphonal  reduces  the  excitability  of  the  reflex  function  of 
the  spinal  cord,  and  diminishes  peripheral  sensation.  In  men,  large 
doses  slow  the  respiration,  but  do  not  affect  the  pulse.  It  destroys 
slowly  the  conductivity  of  motor  nerves,  and  the  irritability  of 
muscles,  which  subsequent  washing  with  salt  solution  tends  to 
revive.  Urea  is  excreted  in  increased  quantity  after  small  doses 
(5 — 10  grains),  in  diminished  quantity  after  larger  doses;  the  volume 
of  the  urine  is,  however,  not  affected.  It  produces  no  effect  on  the 
skin,  or  on  the  body  temperature  ;  it,  however,  occasionally  causes 
vomiting  and  diarrhoea.  Although  incoordination  of  the  extremities, 
giddiness,  and  a  feeling  of  depression  or  confusion  sometimes  follow 
its  administration,  as  a  rule  these  effects  do  not  supervene,  and  the 
sleep  which  follows  its  use  is  tranquil  and  refreshing.  The  hypnotic 
action  of  the  drug  is  marked  even  in  healthy  people,  and  in  cases  of 
insomnia  it  is  found  most  trustworthy.  W.  L>.  H. 
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Decomposition  of  Albumin  by  the  Bacillus  of  Malignant 
(Edema.  By  R.  Reeky  ( Monatsh .,  10,  8C4 — 873;  compare  INencki, 
this  vol.,  p.  78). — The  author  has  investigated  the  decomposition  of 
serum  albumin  by  a  pure  culture  of  the  bacillus  of  malignant 
oedema.  On  distillation,  after  saturation  with  oxalic  acid,  the  fer¬ 
mented  liquid  gave  gaseous  products,  and  an  oily  liquid  which  when 
pure  boils  at  1G5 — 171°,  has  the  formula  C6H160,i,  and  is  of  a  ketonic 
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or  of  an  aldeliydic  nature.  It  is  optically  active  [a]  —  +5  03,  and 
may,  therefore,  be  assumed  to  contain  an  asymmetric  carbon-atom:  it 
gives  a  violet  coloration  with  magenta  decolorised  with  sulphurous 
acid,  and  a  violet-red  coloration  with  diazobenzenesulphonic  acid, 
soda,  and  sodium  amalgam.  It  reduces  an  ammoniacal  solution  of 
silver  nitrate  without  the  formation  of  a  mirror,  gives  a  crystalline 
compound  with  phenylhydrazine  and  sodium  acetate;  but  does  not 
react  with  sodium  hydrogen  sulphite  or  reduce  Fehling’s  solution. 
On  oxidation  it  is  converted  almost  entirely  into  valeric  acid.  On 
evaporating  the  distillation  residue  and  exhausting  it  with  ether, 
leucine,  hydroparacoumaric  acid,  and  a  small  quantity  of  f att y~  acids, 
but  no  indole  or  scatole  (compare  Nencki,  loc.  cit.),  were  obtained. 
The  gases  produced  in  the  fermentation  consisted  of  carbonic 
anhydride,  hydrogen  sulphide,  marsh-gas,  and  hydrogen  in  varying 
proportions.  G.  T.  M. 

Decomposition  of  Gelatin  by  Anaerobic  Ferments.  By  L. 
Sblitkexny  (Monatsh.,  10,9(JS — 917). — The  author  has  used  the  method 
adopted  by  Xencki  (this  vol.,  p.  7S)  to  investigate  the  decomposition 
of  a  solution  of  gelatin  by  Bacillus  liqutfaciens  magnns  and  the 
Bauschbrand  bacillus.  With  the  former  ferment,  a  considerable 
quantity  of  methyl  mercaptan  is  formed  during  the  progress  of 
growth  of  the  organism,  the  other  products  being  volatile  fatty  acids, 
phenylpropiouic  acid,  glycocine,  leucine,  and  a  considerable  quantity 
of  the  so-called  “  gelatin-peptone ,”  but  no  indole,  scatole,  or  phenol  is 
formed.  When  the  fermentation  is  induced  by  the  B ausclib rand- 
bacillus,  the  same  products  together  with  phenvlacetic  acid  are 
obtained,  and  in  this  case  also  the  fermented  liquid  gives  no  indication 
of  its  containing  indole,  scatole,  or  phenol.  On  oxidising  the  gelatin- 
peptone  with  fuming  nitric  acid  or  with  permanganate,  succinic  and 
benzoic  acids  are  obtained. 

From  these  results,  the  author  infers  that  the  benzoic  acid,  ob¬ 
tained  by  earlier  observers  on  oxidation  of  gelatin,  was  derived 
from  phenylpropionic  acid,  and  that  albumin  and  gelatin  differ  in 
that  the  latter  on  fermentation  gives  rise  to  a  large  qnantitv  of 
glycocine,  but  to  neither  parahydroxyphenolpropionic  acid,  scatol 
acetic  acid,  nor  to  an}-  of  their  derivatives.  G.  T.  21. 

Formation  of  Nitrates  in  Plants.  By  Berthelot  ( Compt .  rend., 
110,  109). — The  facts  observed  by  Heckel  (next  abstract)  and  by 
Lundstrom,  combined  with  the  results  of  Andre  and  those  obtained 
by  the  author  concerning  the  formation  of  nitrates  by  various  species 
of  Amarauthus ,  prove  that  there  is  a  close  connection  between  the  life 
processes  of  the  microbes  in  the  soil  and  those  which  inhabit  and 
develop  in  plants,  w'hether  they  are  microbes  which  fix  nitrogen  in 
vegetable  soils  and  in  legumes,  or  those  which  form  nitrates  in 
Amarantltus,  Sterculia,  the  coffee  plant,  or  vegetable  soils. 

0.  H.  B. 

Utilisation  and  Transformations  of  Alkaloids  during  the 
Germination  of  Seeds.  By  E.  Heckel  (Compt.  rend.,  110,  88—90). 
— The  seeds  of  Sterculia  acuminata  contained  2 '3 7  per  cent  of  caffeine. 
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After  the  first  year,  the  cotyledons,  which  remain  attached  to  the 
stalk,  contained  only  1  072,  after  the  second  year  0‘70,  and  after  the 
third  year  0'21,  As  the  caffeine  disappears,  chlorophyll  and  potassium, 
nitrate  are  formed  in  the  cotyledon,  and  hence  its  disappearance  is 
due  to  a  kind  of  nitrification. 

In  order  to  investigate  the  behaviour  of  pyridic  alkaloids,  seeds  of 
Stryclmos  mix  vomica  and  Datura  stramonium  were  used.  After  two 
to  three  months,  according  to  the  size  of  the  seeds,  all  the  alkaloids 
had  disappeared  and  been  converted  into  more  assimilable  products, 
the  change  taking  place  under  the  influence  of  the  embryon,  for  if 
the  germs  are  removed  from  the  seeds,  the  latter  remain  nnaltered  in 
moist  earth  for  a  long  time. 

In  Phi/sostigma  venmiosa  the  eserine  undergoes  transformation  in 
the  cotyledons  themselves  during  the  germinative  movements,  for 
whether  the  seeds  are  sown  with  or  without  their  gemmule  the 
eserine  disappears,  and  it  follows  that  the  cotyledons  contain  sub¬ 
stances  which  produce  this  change. 

Whether  the  seeds  have  an  endosperm  or  not,  the  disappearance  of 
the  alkaloids  becomes  complete,  and  they  pass  into  the  young  plant. 
The  exact  changes  which  they  undergo  are  not  yet  known,  but  they 
are  undoubtedly  true  reserves  of  food  for  the  young  plants,  which, 
however,  must  undergo  complete  alteration  before  they  can  be  assimi¬ 
lated.  Kcveil’s  observations  that  plants  watered  with  solutions  of 
their  own  alkaloids  always  died,  show  that  they  cannot  be  absorbed 
directly  with  impunity.  C.  H.  B. 

Sugar-yielding  Insoluble  Carbohydrates  in  Seeds.  By  W. 

Maxwei.l,  ( Amer .  Chmi.  12,  51 — Gu). — The  finely-ground  seeds 
were  extracted  with  ether,  to  remove  fats,  and  with  dilute  a.queous 
potash,  to  remove  proteids,  and  the  residue  was  washed  with  water 
until  neutral,  and  treited  with  a  solution  of  diastase  to  separate  the 
amyloids.  The  insoluble  residue,  consisting  of  cellulose,  remnants  of 
less  soluble  albuminous  matters,  and  “  nitrogen-free  extractive  matter,” 
was  boiled  for  one  hour  with  a  3‘5  percent,  solution  of  sulphuric  acid; 
the  filtered  extract  was  boiled  for  two  hours  in  a  reflux  apparatus, 
and  then  neutralised  with  barium  carbonate.  The  neutral  solution 
was  evaporated  to  a  syrupy  consistence,  and  extracted  with  alcohol. 
The  alcoholic  extract  was  evaporated,  and  the  action  of  the  residue 
on  Feh ling’s  solution  and  on  polarised  light  was  studied,  as  well  as 
the  products  which  it  yielded  when  oxidised  with  nitric  acid.  It  is 
found  that  the  insoluble  non-uitrogenous  matters,  exclusive  of  cellu¬ 
lose,  are  carbohydrate  substances  which,  when  treated  with  a  dilute 
mineral  acid,  are  convertible  into  sugars.  This  sugar  is  generally 
galactose  ;  hence  the  carbohydrate  is  in  most  cases  paragalactin  ;  occa¬ 
sionally  some  levnlose  appears  to  be  also  obtained.  The  seeds  of 
Pi  sum  sativum  and  Phaseolus  vulgaris  contain  respectively  about 
20  and  10  per  cent,  of  insoluble  carbohydrates,  and  this  is  all  con¬ 
vertible  into  galactose.  Paha  vulgaris  and  Yicia  sativa  contain 
respectively  14  and  15  per  cent,  of  insoluble  carbohydrates,  and  not 
more  than  half  of  these  can  be  converted  into  sugars  by  the  action  of 
a  dilute  mineral  acid. 
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These  insoluble  carbohydrates  arc*  secreted  in  the  cells  of  the  endo¬ 
sperm.  It  is  found  that  the  thick  membranes  of  the  cells  of  the 
cotyledons  are  insensible  to  colour  reagents,  and  do  not  dissolve  in  a 
cnprammonic  solution,  but  after  they  have  been  boiled  with  dilute 
acid,  and  the  carbohydrates  (hereby  removed,  the  residue  gives  all  the 
cellulose  reactions.  C.  F.  B. 

Constituents  of  Urtica  urens,  Urtica  dioi'ea,  and  Urtica 
pilulifera.  By  L.  Reiter  ( Chem .  Centr .,  1889,  ii,  991 — 992,  from 
Pharm.  Centralhalle,  30,009 — 010). — From  the  leaves  of  these  plants 
no  alkaloid  could  be  separated,  but  by  treatment  with  slaked  lime,  a 
glucoside  is  obtained  ;  this  reduces  Fehling’s  solution  very  slightly  ; 
but  after  boiling  with  acids  it  reduces  it  readily.  The  product  of 
boiling  with  acids  is  a  brown,  tarry  substance.  The  glucoside  con¬ 
tains  no  nitrogen.  Tannin  and  sait  do  not  precipitate  it.  Iodine  in 
potassium  iodide  solution  and  potassiomcrcuric  iodide  form  preci¬ 
pitates;  potassium  ferrievanide  and  potassium  chromate  in  sulphuric 
acid  arc  reduced  by  it.  Its  aqueons  solution  has  a  neutral  reaction. 

From  the  seeds  of  Urtica  pilulifera.,  a  green,  fatty  oil,  containing 
chlorophyll,  is  obtained  by  treating  them  with  magnesia  and  water, 
drying,  and  extracting  with  chloroform  ;  the  extract  contained  neither 
glucoside  nor  alkaloid.  The  seeds,  after  treatment  with  chloroform, 
yielded  a  glucoside  soluble  in  absolute  alcohol.  J.  W.  L. 

Influence  of  Gypsum  and  of  Clay  on  the  Conservation  of  Soil 
Nitrogen,  on  Fixation  of  Atmospheric  Nitrogen,  and  on  Nitri¬ 
fication.  By  PicnARD  (Ann.  Ar/roncm.,  15,  505 — 521). — The  author 
has  made  a  number  of  experiments  on  the  nitrification  of  the 
nitrogen  of  arachida  cake  when  mixed  with  artificial  soils  composed 
of  pure  silicions  sand  of  different  degrees  of  fineness,  mixed  with 
varying  proportions  of  gypsum,  clay,  and  common  salt.  The  mixtures 
were  seeded  with  the  washings  of  arable  soil,  and  the  initial  and  final 
nitrogen  in  the  forms  of  ammonia,  nitrates,  and  total  nitrogen  were 
estimated;  the  following  conclusions  were  arrived  at.  In  mixtures 
containing  1  per  1,009  of  cake  with  the  nearly  pure  sands,  kept 
very  slightly  moist,  and  without  vegetation  for  18  months,  the  loss 
of  nitrogen  (greatest  in  the  coarse  sand)  was  as  much  as  70  per 
cent.,  and  less  than  15  per  cent,  was  found  as  nitrate  or  ammonia  at 
the  end  of  that  time.  The  addition  of  5  per  1,000  of  gypsum  reduced 
the  loss  of  nitrogen  to  58  per  cent,  at  most,  the  difference  being  due 
to  more  nitrogen  nitrified.  Salt  in  the  proportion  of  1  per  1,000  docs 
not  at  all  interfere  with  this  beneficial  action  of  gypsum.  The  addition 
of  10  per  cent,  of  pure  clay  to  the  sand  reduces  the  loss  of  nitrogen, 
and  more  is  found  as  ammonia.  One  part  per  1,000  of  gypsum, 
in  mixtures  containing  from  10  to  40  per  cent,  of  clay,  reduced  still 
more,  and  progressively,  the  loss  of  nitrogen.  One  of  these  mixtures 
(that  with  40  per  cent,  clay),  containing  0’1023  per  cent,  initial 
nitrogen,  showed  a  gain  over  the  18  months  of  0’0293  per  cent.,  equal 
to  28  53  per  cent,  of  the  initial  nitrogen  ;  the  author  regards  the 
greater  part  of  this  gain  as  consisting  of  free  nitrogen  fixed  from  the 
air.  J.  M.  Ii.  M. 

vor..  r.viii.  2  u 
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Preparation  of  Silage.  By  0.  Kellner  and  J.  Sowano  (Landiv. 
Versuclis-Stat.,  1890,  16 — 22). — In  continuation  of  his  former 
researches  made  with  the  object  of  determining  the  form  in  which 
nitrogen  is  lost  during  the  preparation  of  silage,  the  author  ensiled 
some  Lespedeza  cyrtobotyra ,  Miq.  ;  and  after  a  certain  time  had 
elapsed,  a  portion  was  extracted  with  cold  water,  and  the  solution 
distilled  ;  in  the  distillate  were  found  ammonia,  and  a  small  quantity 
of  what  appeared  to  be  a  substituted  ammonia.  It  was  also  noted 
that  the  upper  layers  iu  the  silo  contained  less  nitrogen  than 
the  lower.  The  loss  of  nitrogen  as  ammonia  in  silage  made  from 
green  maize  was  small.  The  author  criticises  the  work  of  other 
workers  on  the  same  subject.  E.  W.  P. 

Digestibility  of  Rice-Straw.  By  0.  Kellner  ( Landw .  Yersuchs- 
Stat.,  37,  23 — 26). — Sheep  were  fed  for  a  time  on  irrigated  rice- 
straw  and  for  another  period  on  upland  rice-straw  (rice  cultivated 
on  dry  lands)  ;  iu  both  cases  the  live  weight  remained  practically  con¬ 
stant.  The  following  table  shows  the  composition  of  the  straws,  and 
their  mean  coefficients  of  digestion  : — 


Paddy  1 
straw. 

Coefficient  of 
digestibility. 

Upland 

rice. 

Coefficient  of 
digestibility. 

Moisture  on  the  rlrv  . . . 

20-79 

10  -33 

_ 

Albumin . 

6*80 

46 ' 54 

6-75 

43  -84 

Fat . 

2*17 

41  •  45 

2-16 

51-90 

Fibre . 

48-68 

58-10 

40-35 

55-24 

A on-nitrogenous  extract- 

24  SO 

65  -41 

32  14 

28-86 

Ash . 

17  ‘55 

IS -60 

— 

J)rv  matter . 

—  i 

43  -86 

_ 

39-18 

Organic  matter . 

— 

49  -88 

— 

44-03 

Both  of  these  straws  surpass  all  other  straws  as  fodder. 

E.  W.  P. 


Analytical  C  li  e  m  i  s  t  r  y. 


New  Form  of  Air-Bath.  By  M.  A.  Adams  ( Analyst ,  1889,  222 
—228). — The  apparatus  consists  of  an  outer  jacket,  within  which  is 
a  copper  vessel  containing  an  annular  thermostat.  This  is  composed 
of  two  concentric  cylinders  of  sheet  copper,  joined  at  the  top  and 
bottom,  and  enclosing  an  air  space  5  mm.  thick.  This  thermostat 
forms  the  wall  of  the  drying  chamber.  It  is  connected  with  a 
(J-tube,  containing  mercury  for  the  control  of  the  gas  as  usual. 
Air  admitted  at  the  bottom,  between  the  jacket  and  the  copper 
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vessel,  rises  to  (lie  top,  and  there  enters  the  spaee  between  the  walls 
of  the  vessel  and  the  thermostat,  by  which  it  is  deflected  downwards 
t,o  enter  the  drying  chamber  through  a  perforated  shelf  at  the  bottom. 
Access  to  the  drying  chamber  is  obtained  by  removing  a  dome- 
shaped  glass  chimney.  The  drying  chamber  is  about  0  inches  high 
and  12  in  diameter,  and  the  whole  space  above  4  inches  from  the  shelf 
has  a  uniform  temperature,  whilst  7  cubic  feet  of  air  pass  through  it 
per  minute.  JM.  J.  S. 

Detection  of  Free  Chlorine  in  Hydrochloric  Acid.  11  y  G.  A. 
Be  Boy  (Bull.  Soc.  Chim .  [3].  2,  729  ;  compare  this  vol.,  p.  289). — 
"When  a  few  crystals  of  diphenylamine  are  added  to  hydrochloric 
acid  containing  traces  of  chlorine,  a  blue  coloration  is  produced  the 
intensity  of  which  varies  with  the  amount  of  free  chlorine  present. 

T.  G.  N. 

Detection  of  Sodium  in  Lithium  Carbonate.  By  W.  H. 
Symons  (Chemist  and  Druggist ,  36,  153,  291). — Since  lithium 
chloride  is  readily  soluble,  whilst  sodium  chloride  is  only  sparingly 
soluble  (1  in  450 — 500)  in  concentrated  hydrochloric  acid,  the  treat¬ 
ment  of  a  mixture  of  the  two  carbonates  with  about  10  parts  of  strong 
acid  will  reveal  the  presence  of  2  or  3  per  cent,  of  the  sodium  salt  by 
the  formation  of  a  crystalline  precipitate.  Fora  quantitative  separa¬ 
tion,  the  acid  should  be  previously  saturated  with  sodium  chloride, 
and  a  filter  toughened  by  nitric  acid  (Francis)  should  be  used.  One 
part  of  lithium  carbonate  requires  for  solution  G8‘9  parts  of  water  at 
15°  ;  the  sodium  carbonate  can  therefore  be  washed  out,  and  tested 
for  by  hydrochloric  acid  in  the  residue  of  the  evaporated  washings. 

M.  J.  S. 

Estimation  of  Copper  by  Titration  with  Potassium 
Cyanide.  By  Gf.  E.  K.  Ellis  (J.  Soc.  Chew.,  lnd..  8,  GSG — G87). — 
Beferring  to  the  interference  caused  by  the  presence  of  zinc  and  iron 
in  estimating  the  percentage  of  copper  by  titration  with  potassium 
cyanide,  the  author  finds  that  the  presence  of  4  to  5  per  cent,  of 
zinc  does  not  practically  affect  the  correctness  of  the  indications 
afforded  by  the  potassium  cyanide  solution,  but  that  when  the  zinc 
exceeds  that  amount,  the  indications  are  perfectly  untrustworthy, 
necessitating  the  removal  of  the  zinc  before  titration  is  effected. 
With  regard  to  iron,  the  author’s  investigations  are  not  yet  complete. 
The  present  results  show  that  the  percentage  of  copper  found  is 
always  low  when  a  considerable  amount  of  iron  is  present,  owing  prob¬ 
ably  to  the  retention  by  the  precipitated  hydroxide  of  a  portion  of 
the  blue  ammoniaeal  compound.  D.  B. 

Precipitation  of  Copper  as  Thiocyanate  in  Assaying.  By 

F.  Johnson  (,/.  Soc.  Chew,  hid.,  8,  003 — G04). — The  ore  is  dissolved  in 
any  suitable  acid,  the  excess  being  in  great  part  boiled  off".  The  moist 
residue  is  now  diluted  with  about  20  times  its  volume  of  water,  and 
ammonium  thiocyanate  added  to  the  extent  of  at  least  three  times  the 
weight  of  copper  possibly  present.  Stannous  chloride  solution  is 
then  added  until  bleaching  of  the  deep-red  coloured  liquid  ensues 
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and  a  solution  more  or  less  turbid  from  precipitated  cuprous  thio¬ 
cyanate  and  the,  insoluble  portion  of  the  ore  is  obtained ;  this  is 
passed  through  a  filter  and  washed  onca  with  water  containing 
about  1  per  cent,  of  hydrochloric  acid.  The  filter-paper,  with  its 
contents,  is  then  transferred  to  the  dissolving  flask,  treated  with  50  c.c. 
of  a  dilute  acid  mixture  of  1  part  of  nitric  acid,  1  of  hydrochloric 
acid,  and  4  of  water,  and  boiled  gently  for  abont  a  quarter  of  an  hour. 
Ammonia  is  now  added  and  the  solution  titrated  with  standard  potas¬ 
sium  cyanide.  D.  B. 

Estimation  of  Minute  Quantities  of  Aluminium  in  Iron  and 
Steel.  By  J.  E.  Stead  (J.  Soc.  Ghent.  lad.,  8,  965 — 966). — Dissolve 
11  grams  of  the  iron  in  44  c.c.  of  strong  hydrochloric  acid  (or  22 
grams  in  SS  c.c.  if  less  than  0-01  per  cent,  of  aluminium  is  expected) 
on  the  sand-bath  in  a  600  c.c.  beaker.  Evaporate  to  dryness,  re¬ 
dissolve  in  hydrochloric  acid  and  water,  filter  into  a  500  c.c.  beaker, 
and  wash.  The  total  bulk  should  not  exceed  200  c.c.  Add  3  c.c.  of 
a  saturated  solution  of  sodium  phosphate,  then  dilute  ammonia  until 
the  free  acid  is  neutralised.  Now  add  hydrochloric  acid,  drop  by 
drop,  until  the  solution  is  clear,  heat  to  boiling,  add  a  large  excess  of 
a  saturated  solution  of  pure  sodium  thiosulphate  (50  c.c.  is  sufficient), 
and  continue  to  boil  for  about  one  hour.  The  precipitate  is  then 
collected  on  a  filter,  washed,  treated  with  5  c.c.  of  hydrochloric  acid 
and  5  c.c.  of  boiliug  water,  and  the  filtrate  evaporated  to  dryness  in 
a  platinum  dish.  The  residue  from  the  evaporation  is  now  fused  with 
2  grams  of  pure  sodium  hydroxide  (dissolved  in  1  c  c.  of  water),  after 
which  it  is  cooled  and  dissolved  in  boiling  water,  the  solution  being 
made  up  to  110  c.c.  The  insolnblc  oxides  are  then  filtered  off,  100  c.c. 
of  the  filtrate  (=10  grams  of  iron)  is  neutralised  with  hydrochloric 
acid,  and  treated  with  3  c.c.  of  sodium  phosphate  and  a  large  excess 
of  sodium  thiosulphate.  The  mixture  after  boiling  is  treated  with 
2  c.c.  of  ammonium  acetate  and  boiled  for  five  minutes  longer.  The 
precipitate  is  collected,  washed  with  hot  water,  ignited,  and  weighed. 
It  consists  of  A1P04,  and  therefore  contains  22‘36  per  cent,  of  alumi¬ 
nium.  D.  B. 

Convenient  Solution  for  Use  in  Titrating  Weldon  Muds  for 
Manganese  Peroxide.  By  W.  Gf.  M’Kellar  (./.  Soc.  Chevi.  Ind., 
8,  96S — 969). — The  author  recommends  the  use  of  standard  solutions 
of  potassium  dichromate  and  ferrous  sulphate  containing  1T862 
grams  and  69'4  grams  per  litre  respectively.  1  c.c.  =  0’04  pound  of 
Mn02  per  cubic  foot  when  using  1  cubic  inch  of  the  mud. 

D.  B. 

Assay  of  Emetine  in  Ipecacuanha  Wine.  By  T.  P.  Bluxt 
( Pharm .  J.  Tran .<?.  [3],  20,  380). — The  method  recently  described 
(this  voh,  p.  310)  having-  been  adversely  criticised,  the  author  has 
made  further  investigations,  and  finds  the  process  is  useless. 
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Production  of  Monochromatic  Light.  By  JO.  Fleisciil  v. 
MarxOW  ( Ann .  Phys.  Chem.  [2],  38,  075 — 070). — The  author  re¬ 
commends  the  use  of  sodium  bromide  in  place  of  the  chloride  for  the 
production  of  monochromatic  light,  as  the  former  melts  without 
decrepitation,  and  gives  a  much  brighter  light  than  the  latter. 

H.  C. 

Refractive  Indices  of  Normal  Salt  Solutions.  By  C.  Bender 
(Ann.  Phys.  Chem.  [2],  39,  89 — 90). — The  author  showed  (Abstr., 
1884,  144)  that  Valson’s  law  of  moduli  could  be  extended  so  as  to 
represent  the  specific  gravity  of  aqueous  salt  solutions  as  an  arbitrary 
standard  plus  the  product  of  the  molecular  concentration  into  the  sum 
of  two  constants,  one  determined  by  the  metal  of  the  salt,  and  the 
other  by  the  salt-radicle.  From  an  investigation  of  aqueous  solutions 
of  the  chlorides,  bromides,  and  iodides  of  sodium,  potassium,  and 
cadmium,  he  now  finds  that  the  same  mode  of  expression  holds  good 
for  the  refractive  index  (compare  Walter,  this  vol.,  p.  202). 

J.  W. 

Molecular  Refraction  of  the  Halogen  Salts  of  Lithium, 
Sodium,  and  Potassium.  By  ft.  Wegner  {Chem.  Centr .,  1890,  i, 
7S — 79). — The  author  has  determined  the  molecular  refraction  of  the 
chlorides,  bromides,  and  iodides  of  potassium,  sodium,  and  lithium, 
the  index  of  refraction  of  the  pure  salts  being  first  of  all  determined, 
and  the  molecular  refraction  being  then  calculated  by  means  of 

Landolt’s  formula  M  =  P- - ^  and  M  =  P  - - — ,  in  which  P  = 

d  (nr  +  2  )d 

the  molecular  weight,  n  =  index  of  refraction,  d  —  specific  gravity. 
Difficulties  were  encountered  first  of  all  with  the  determination  of  the 
index  of  refraction  of  the  pure  salts  from  that  of  their  solutions,  the 
index  increasing  slightly  as  the  concentration  decreased,  so  that  only  an 
approximate  result  could  be  arrived  at.  The  molecular  refraction  of 
the  several  salts  calculated  from  the  aqueous  solutions  varies  slightly, 
therefore,  with  the  concentration.  If  it  be  accepted  that  the  atomic 
refraction  of  the  several  halogens  does  not  vary  in  their  different 
salts,  then  that  of  the  alkali  metals  increases  considerably  with  the 
atomic  weight  of  the  halogen  with  which  it  may  be  combined.  The 
author  regards  it.  however,  as  probable  that  the  atomic  refractions  of 
the  elements  are  not  constant  in  compounds,  but  that  they  influence 
each  other.  J.  W.  L. 

Electrical  Resistance  of  Iron  and  its  Alloys  at  High 
Temperatures.  By  H.  Le  Ciiatelikr  ( Compt .  rend.,  110,  2Sd — 2S0). 
—The  resistance  is  expressed  in  ohms  per  mm.  of  wire  1  mm.  in 
diameter. 

2  p 
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Pure  soft  iron — carbon  0*05  per  cent. — 

t  ..  15°  290°.  460°.  7*0°.  800°.  860".  910°.  1060°. 

R...  0*14  0*38  0*59  1*10  1*21  1*31  1*34  1*40 

Cast  steel,  medium  hardness — carbon  0‘6,  manganese  0*4  per  cent. — 

t.  ...  15°.  300°.  420°.  600°.  700°.  820°.  960°.  jllOO0. 

R...  0  16  0*43  0*55  0*80  0*97  1*28  1*32  1*34 

Hard  steel — 

t  ...  15°.  280°.  410°.  680°.  730°.  830°.  870°.  940°.  1050°. 

R...  0*24  0*46  0-60  1*06  1*13  1*39  1*43  1*46  1*48 


Tbe  angular  points  in  the  curves  representing  the  variations  in  the 
electrical  resistance  of  iron  and  steel,  show  clearly  tbe  two  alterations 
of  state  described  by  Osmond  (see  this  vol.,  pp.  566,  567),  and  also  that 
tbe  temperature  at  which  the  changes  take  place  is  independent  of 
the  proportion  of  foreign  matter  present. 

An  alloy  of  iron  with  manganese,  containing  13  per  cent,  of  the 
latter,  shows  only  one  indefinite  angular  point  at  abont  700°. 
Nickeliferous  iron  shows  a  very  distiuct  angular  point  at  340°. 

The  variation  in  the  electrical  resistance  of  platinum  and  of  a 
platinum-rhodium  alloy  is  proportional  to  the  temperature. 

"When  an  alloy  of  iron  with  25  per  cent,  of  nickel  is  heated  in  an 
atmosphere  of  pure  and  dry  hydrogen,  the  variation  in  the  electrical 
resistance  is  regular,  and  the  curve  shows  no  angular  points,  but  if 
the  alloy  is  heated  in  moist  hydrogen,  it  undergoes  a  very  remarkable 
change.  The  colour  becomes  steel-grey  or  yellowish-grey,  the  tenacity 
increases  from  65  kilos,  to  80  kilos.  (A.  Le  Chntelier),  the  elongation 
falls  from  65  per  cent,  to  practically  nil,  and  the  limit  of  elasticity 
becomes  almost  twice  as  great.  The  resistance  becomes  one-third 
le^s,  and  the  curve  shows  a  decided  angular  point  at  550°,  but  above 
this  temperature  coincides  with  the  normal  nickel-iron  curve.  During 
cooling,  there  is  a  retaliation  of  transformation  from  one  modification 
to  another  similar  to  that  produced  by  tempering,  but  this  retardation 
maybe  avoided  by  very  slow  cooling.  The  alteration  in  the  properties 
of  the  alloy  is  due  to  the  oxidation  of  the  silicon.  C.  H.  B. 

A  Silver-Mercury  Cell  and  its  Relation  to  Temperature. 

By  F.  S  TREiNTZ  {Ann.  Phys.  Chem.  [2],  38,  514 — 534). — According 
to  Helmholtz,  the  difference  between  the  electrical  and  chemical  energy 
of  a  cell  is  equivaleut  to  the  product  of  the  absolute  temperature  with 
the  change  in  potential  difference  with  change  of  temperature,  or,  in 
other  words,  with  the  temperature  coefficient  of  the  cell.  If  the 
chemical  is  greater  than  the  electrical  energy,  the  temperature  coeffi¬ 
cient  is  negative,  in  the  reverse  case  it  is  positive.  Hence,  from  the 
nature  of  the  temperature  coefficient  it  may  be  at  once  seen  whether 
the  chemical  energy  is  only  partially  converted  into  electrical  energy, 
nr  if  the  electrical  is  in  excess  of  the  chemical  energy  (compare  Jahn, 
Abstr.,  1886,  840). 
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The  author  formerly  observed  that  the  cell  Act  |  Ag2S04  |  IIg2S04 1  Hg 
hasan  E.M.F,  of  zero  at  the  ordinary  temperature.  This  he  now  fin  Is 
is  due  to  the  fact  that  a  change  in  the  temperature  coefficient  here 
takes  place  from  positive  to  negative,  this  change  taking  place  at  a 
certain  temperature,  T0,  at  which  the  potential  difference  =  0. 
Hence,  if  the  cell  be  plunged  into  ice-cold  water,  the  silver  forms  the 
positive  pole,  whereas  in  hot  water  the  positive  pole  is  formed  by  the 
mercury. 

The  author  employs  this  cell  in  testing  the  above  theory  of  Helm¬ 
holtz,  and  finds  a  perfect  agreement  between  the  theoretical  deductions 
and  the  results  of  his  own  experiments.  H.  C. 

Batteries  with  Fused  Electrolytes,  and  the  Thermoelectric 
Forces  at  the  Surface  of  Contact  of  a  Metal  and  a  Fused 
Salt.  By  L.  PoincarG  ( Conipt .  rend.,  HO,  339 — 342). — The  thermo¬ 
electric  forces  at  the  surface  of  contact  of  a  metal  with  a  fused  salt 
are  of  the  same  order  and  sign  as  those  observed  by  Bouty  with 
saturated  solutions.  Employing  the  method  of  compensation,  with 
the  same  metal  and  salt  in  two  tubes  at  different  temperatures,  the 
thermoelectric  force  is  practically  independent  of  the  absolute  tem¬ 
perature,  and  proportional  to  the  difference  of  temperature.  With 
silver  in  silver  nitrate,  the  hot  metal  is  negative  outside  the  cell ;  with 
zinc  in  zinc  chloride, the  warm  metal  is  positive  outside.  If  one  of 
the  salts  solidifies,  no  change  in  the  thermoelectric  force  is  observed, 
and  if  the  temperature  is  raised  so  high  that  the  metal  fuses,  no 
electric  change  is  observed  at  the  moment  of  fusion.  With  a  battery 
consisting  of  zinc  in  zinc  chloride  and  tin  in  stannous  chloride,  the 
observed  difference  of  potential  is  almost  identical  with  that  calculated 
from  thermochemical  data,  and  between  250°  and  350°  the  E.M.F. 
of  the  battery  is  almost  completely  independent  of  the  temperature, 
hence  it  maybe  concluded  that,  in  accordance  with  Lippmann’s  theorem, 
the  specific  heat  of  the  system  is  not  altered  by  the  passage  of  the 
electricity.  In  a  similar  battery  in  which  one  of  the  electrolytes 
remains  solid  whilst  the  other  is  fused,  the  E.M.F.  varies  notably 
with  the  temperature,  a  result  also  in  agreement  with  Lippmann’s 
theorem,  the  specific  heat  of  the  element  varying  with  the  changes  of 
state  which  the  current  produces  in  the  system. 

Helmholtz’s  theory  and  its  consequences  hold  good  in  case  of 
batteries  in  which  the  electrolytes  are  made  conducting,  not  by  solu¬ 
tion,  but  by  igneous  fusion.  C.  H.  B. 

Polarisation  of  Platinum  Electrodes  in  Dilute  Sulphuric 
Acid.  By  F.  Richarz  (Ann.  I’hys.  Ghem.  [2],  39,  07 — 88). — The 
polarisation  of  platinum  electrodes  in  dilute  sulphuric  acid  amounts 
to  2’5  dan.  when  the  current-density  is  small,  but  with  great  current- 
density,  values  rising  to  4*3  dan.  have  been  found  (Fromme,  Abstr., 
1888,  390).  Such  high  results  were  doubted  by  the  author,  who 
subjected  the  methods  by  which  they  were  obtained  to  a  critical 
examination.  He  found  that  one  or  other  of  the  assumptions  on 
which  Ohm’s  method  is  based  (namely,  that  boih  the  resistance  of  the 
electrolytic  cell  and  the  polarisation  remain  constant,  although  the 
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intensity  of  the  current  varies)  must  be  incorrect.  The  same  criticism 
applies  to  Buff’s  method,  which  assumes  that  the  change  of  resistance 
in  the  cell  with  varying  intensity  is  negligible  with  respect  to  the 
total  resistance.  On  the  assumption  that  the  polarisation  remains 
constant  at  2'5  dan.,  the  resistance  for  a  current  of  O’Ol  amp.  is  some 
eight  times  as  large  as  the  resistance  for  an  intensity  of  075  amp. 
This  diminution  of  the  resistance  with  increase  of  current  may  be 
partially  accounted  for  by  the  heating  of  the  electrolyte  round  the 
small  electrode  (a  thin  platinum  wire)  owing  to  the  great  current 
density.  The  heating  may  proceed  so  far  as  to  surround  a  part  of 
the  electrode  with  a  sheath  of  steam.  Another  cause  of  the  change 
of  resistance  is  the  increasing  difficulty  of  formation  of  gas  bubbles 
on  the  electrode  when  the  current  is  weak.  Finally,  there  is  the 
diminution  of  “  transfer  ”  resistance  as  the  current  increases  (com¬ 
pare  Sankey,  this  vol.,  p.  317).  J.  W. 

Surface-tension  of  Polarised  Mercury  in  Different  Electro¬ 
lytes.  By  F.  Paschen  Phy*.  Ghem.  [2],  39,  43 — G6). — Lipp- 

mann’s  capillary  electrometer,  whilst  yielding  excellent  results  for 
electromotive  forces  of  less  than  09  volt,  is  found  by  the  author  to  be 
untrustworthy  for  values  above  this  limit,  on  account  of  the  polarisa¬ 
tion  caused  by  the  liberation  of  hydrogen  at  the  meniscus.  In  its 
stead  he  employs  an  open  (J-tube,  one  limb  of  which  is  about  24  mm. 
in  diameter,  the  other  about  3  mm.  and  shorter  The  tube  should  be 
so  far  filled  with  mercury  that  the  meniscus  nearly  reaches  the  top  of 
the  narrow  limb.  The  whole  is  immersed  upright  in  a  beaker  con¬ 
taining  dilute  sulphuric  acid  and  a  layer  of  mercury,  so  that  the 
meniscus  in  the  shorter  limb  alone  is  below  the  surface  of  the  liquid. 
Connection  is  made  with  the  meniscus  through  the  wide  limb.  This 
instrument,  although  not  so  delicate  as  Lippmann’s,  can  be  used  for 
.large  electromotive  forces.  By  its  means  the  author  investigated  the 
change  of  surface-tension  of  mercury  occasioned  by  polarisation  in 
solutions  of  sulphuric  acid,  hydrochloric  acid,  sodium  hydroxide,  and 
various  salts.  He  finds  that  all  changes  of  surface-tension  take  place 
between  the  limits  of  +0‘1  and  —2  dan.,  and  gives  curves  which 
show  that  up  to  the  maximum  it  is  the  anion  that  exerts  the  decisive 
influence,  whilst  beyond  the  maximum  it  is  the  cathion.  The  posi¬ 
tion  of  the  two  chai'acteristic  points  of  the  curves,  the  maximum  and 
•the  point  where  electrolysis  becomes  evident,  would  appear  to  depend 
greatly  on  the  concentration.  The  polarisation  in  Lippmann’s 
electrometer,  as  well  as  in  the  instrument  above  described,  seems  to 
Be  entirely  at  the  meniscus,  and  not  at  the  large  (anodic)  mercury 
surface.  When  the  polarisation  attains  a  constant  value,  the  surface- 
tension  also  becomes  constant. 

Temperature  influences  the  results  slightly,  but  not  to  such  an 
extent  as  to  interfere  with  the  accurate  working  of  the  instruments 
under  ordinary  laboratory  conditions.  J.  W. 

•  Electrolysis  of  Fused  Aluminium  Oxide  and  Fluoride.  By 

A.  MlXET  (Compt.  rend.,  110,  342—343). — Electrolysis  of  aluminium 
oxide  and  fluoride  by  igneous  fusion  yields  a  quantity  of  metal 
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dependent,  on  tlic  time  and  the  quantity  of  electricity  acting.  The 
yield  varied  in  the  experiments  quoted  from  50  to  70  per  cent,  of  the 
theoretical  quantity,  and  in  one  instance,  with  iron  electrodes,  was  as 
high  as  82  per  cent.  0.  Jl.  B. 

Formation  of  Salts  in  Alcoholic  Solution.  By  C.  M.  van 
Deventer  and  L.  T.  Rf.icher  (Zeit.  physdud.  Chen.,  5,  177 — 180). — 
Since,  according  to  the  dissociation  theory,  the  heat  of  neutralisation 
of  an  acid  by  a  base  in  aqueous  solution  is  not  due  to  the  combination 
of  the  negative  and  positive  radicles,  but  is  only  that  caused  by  the 
union  of  the  hydrogen  of  the  acid  with  the  hydroxyl  of  the  base,  the 
authors  propose  to  measure  the  heats  of  neutralisation  of  acids  by 
bases  in  cases  where  dissociation  cannot  possibly  take  place.  In  this 
paper  the  results  of  the  determination  of  the  heat  of  neutralisation  of 
acetic  acid  by  potassium  ethoxidc  in  alcoholic  solution  are  given,  the 
number  obtained  being  72S0  cals.  The  authors  show  that  this 
number  is  in  agreement  with  that  which  may  be  calculated  from 
Berthelot’s  determination  of  the  heat  of  neutralisation  of  acetic  acid 
by  potassium  hydroxide  in  aqueous  solution.  H.  C. 

Thermochemical  Properties  of  Silk.  By  L.  Yigxon  ( Compt . 
rend.,  110,  286 — 289). — Raw  silk  and  silk  freed  from  gum  by  treat¬ 
ment  with  soap  were  immersed  in  quantities  of  9  to  12  grams  in 
500  c.c.  of  normal  solutions  of  various  compounds  at  12°.  The  silk 
contained  the  average  proportion  of  water,  10  per  cent.  The  numbers 
represent  the  heat  developed  per  100  grams  of  silk  :  — 


ILO. 

KOH.  YaOH. 

nii3. 

h.,so4. 

IICI. 

HX03. 

KC1. 

Raw.  . . . 

o-io 

1*35 

1*55 

O' 65 

O' 95 

0'95 

0'90 

0'20 

Washed. 

0-15 

1*30 

1*30 

O' 50 

0'90 

0-90 

0-85 

0*10 

The  heat  devc-loped  is  the  sum  of  the  chemical  and  physical  changes 
which  take  place.  The  total  heat  developed  by  the  raw  silk  in  all 
the  experiments  is  RM5  Cals.,  and  by  the  washed  silk  11*95  Cals. 
It  follows  that  the  chemical  energy  of  the  silk-glue  (gres)  is  greater 
than  that  of  the  fibroin,  the  ratio  being  1*451  :  1.  More  heat  is 
developed  by  the  action  of  acids  and  bases  than  by  the  action  of 
neutral  salts,  and  hence  it  would  seem  that  silk-glue  and  fibroin  have 
decided  basic  and  acidic  functions.  C.  H.  B. 

Compounds  which  have  a  Tension  of  Dissociation  equal 
to  the  Vapour-pressure  of  their  Saturated  Solution.  By  H. 
Lescceur  (Compt.  rend.,  110,  275 — 276). — The  behaviour  of  sodam- 
monium  and  potassammonium  as  described  by  Joaunis  (this  vol..  pp. 
209  and  560)  is  closely  analogous  to  the  behaviour  of  hydrated  salts 
as  observed  by  the  author.  All  saline  hydrates  during  a  longer  or 
shorter  period  of  their  definite  existence  afford  examplesof  compounds 
the  dissociation  tension  of  which  is  equal  to  the  vapour-pressure  of 
their  saturated  solutions.  The  facts  observed  by  Joaunis  are  there¬ 
fore  not  anomalous,  and  Roozeboom’s  hypothesis  (this  vol.,  p.  450) 
has  no  sufficient  foundation.  C.  H.  B. 
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Composition  of  the  Vapour  of  Mixed  Liquids.  By  A. 

5Vi xkelmaxn  (Ann.  Phys.  Chem.  [2],  39.  1  —  5). — This  research  was 
undertaken  to  test  the  validity  of  the  theoretical  formula3  deduced  by 
Planck  (Abstr.,  1SSS,  114G)  to  express  the  difference  between  the 
concentration  of  a  solution  of  one  liquid  in  another,  and  the  concen¬ 
tration  of  the  vapour  given  off  by  the  solution.  Concentration  with 
respect  to  a  certain  substance  is  here  taken  to  mean  the  ratio  which 
the  number  of  its  molecules  bears  to  the  total  number  of  molecules  in 
the  mixture,  whether  liquid  or  gaseous.  The  substances  chosen  by 
the  author  were  water  and  propyl  alcohol,  and  the  method  of  experi¬ 
ment  was  either  (1)  to  pass  a  slow  current  of  dry  air  through  the 
solution,  kept  at  constant  temperature,  and  collect  the  vapours  in  a 
vessel  immersed  in  a  mixture  of  solid  carbonic  anhydride  and  ether  ; 
or  (2)  to  exhaust  the  flask  containing  the  solution  to  such  an  extent 
that  gentle  ebullition  took  place,  the  vapours  being  condensed  as 
before.  Since  the  composition  of  the  solution  changes  as  the  vapori¬ 
sation  proceeds,  only  relatively  small  quantities  of  the  distillate  could 
be  collected,  so  that  the  composition  of  the  latter  had  to  be  deter¬ 
mined  by  a  process  of  physical  analysis,  namely,  by  ascertaining  the 
index  of  refraction.  The  results  obtained  with  mixtures  containing 
respectively  G"2  per  cent,  and  S8'8  per  cent,  of  propyl  alcohol  are  con¬ 
sidered  by  the  author  to  be  in  satisfactory  accordance  with  the 
formula;,  which,  strictly  speaking,  hold  good  only  for  very  dilute 
solutions.  J.  W. 

Vapour-pressures  of  Solutions  in  Acetic  Acid.  By  F.  51. 

B AOL'LT  and  A.  Recoura  ( Oompt .  rend.,  110,  402 — 405). — The  vapour- 
tensions  of  acetic  acid  at  various  temperatures  are  as  follows  : — 


t .  115°.  116°.  117°.  118°.  110°.  120°. 

V.  T .  70O'G  722-5  745-2  768  4  792’S  818-5 

t .  121°.  122°.  12:3°.  124°, 

V.  T .  844-2  871-0  898*2  925’G 


The  vapour- tensions  of  solutions  of  various  substances  in  acetic 
acid  were  determined  by  the  dynamical  method,  that  is.  by  observing 
the  boiling  point  under  known  pressures.  This  method  can  only  be 
applied  in  somewhat  concentrated  solutions,  but  by  means  of  other 
observations  on  solutions  of  various  strengths,  it  is  possible  to  calcu¬ 
late  the  reduction  of  vapour-tension  in  a  verv  dilute  solution  (Abstr., 
1888.  1145). 

It  has  been  shown  that  if/  is  the  vapour-pressure  of  the  solvent  at 
a  given  temperature,  f  its  vapour-pressure  at  the  same  temperature 
when  it  holds  a  solid  substance  in  solution,  P  the  weight  of  the  solid 
Minstauce  in  1"0  grams  of  the  solvent,  M  the  molecular  weight  of  the 
solid,  and  51'  the  molecular  weight  of  the  solvent,  then,  in  very  dilute 
solutions — 

_  loo(f-  f)  5r 

*  fP  51'  ’ 

J:  limner  a  constant  for  each  solvent.  The  value  of  k  varies  between 
U'9G  and  1  09,  the  mean  being  P05,  and  it  is,  therefore,  practically 
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unity  for  every  solvent.  Taking  RL'  =  GO,  or,  in  other  words, 
assuming  that  the  physical  molecule  of  boiling  liquid  acetic  acid  is 
identical  with  the  chemical  molecule,  the  following  values  of  k  were 
obtained  with  various  solids: — Nitronaphthalene  1  '03,  monobrom- 
eamphor  T63,  benzophenone  T08,  picric  acid  TOO,  salicylic  acid  160, 
benzoic  acid  T50,  diphenylamine  acetate  T57,  potassium  acetate  T57, 
the  mean  being  1*01. 

Acetic  acid,  therefore,  presents  an  apparent  anomaly.  All  analogy 
indicates,  however,  that  at  a  given  temperature  the  constitution  of 
the  physical  molecule  of  a  substance  is  the  same  in  both  the  liquid 
state  and  the  state  of  saturated  vapour.  If  this  be  so,  the  molecular 
weight  of  boiling  acetic  acid  will  be  97,  since  the  vapour-density  of 
its  saturated  vapour  at  118°  is  335.  If  this  value  97  is  substituted 
for  GO  in  the  calculation  of  the  value  of  k,  the  mean  result  is  practi¬ 
cally  1*0,  as  in  the  case  of  all  other  solvents.  The  exception  is,  there¬ 
fore,  only  apparent,  and  is  correlated  to  the  anomalous  vapour- 
density  of  the  acetic  acid.  C.  H.  B. 

Influence  of  Capillarity  and  Diffusion  on  the  Solvent  Action 
of  Liquids.  By  N,  v.  Kj.obukoff  (Zeit.  physikal.  Chem.,  5, 
181 — 190). — The  author  describes  a  number  of  experiments  on  the 
solvent  action  of  liquids  similar  to  those  made  by  Spring  (tins  vol., 
p.  328).  He  comes  to  conclusions  with  respect  to  the  explanation  of 
the  phenomena  observed  which  are  in  agreement  with  those  of 
Bechhold  ( lac .  cit.).  H.  C. 

Nature  of  Osmotic  Pressure.  By  J.  H.  yan’t  Hoff  (Zeit. 
physikal.  Chem.,  5,  174 — 176). — A  reply  to  the  paper  on  the  same 
subject  by  L.  Meyer  (this  vol.  p.  441).  The  author  defends  his  view 
that  the  osmotic  pressure  is  caused  by  the  dissolved  substance  and 
not  by  the  solvent,  and  supports  it  by  the  following  argument.  If 
we  imagine  nitrogen  contained  in  a  vessel  of  a  material  which  it 
cannot  permeate,  but  which  is  permeable  by  other  gases,  and  this 
vessel  be  immersed  in  an  atmosphere  of  hydrogen,  the  pressure  of  the 
hydrogen  within  and  without  the  vessel  will  be  the  same,  and  any 
excess  of  pressure  within  the  vessel  will  be  due  to  the  nitrogen  which 
cannot  permeate  its  walls.  This  will  be  true  whatever  the  initial 
pressure  and  density  of  the  hydrogen  gas  may  be,  and  any  change  in 
this  will  in  no  way  affect  the  excess  of  pressure  within  the  vessel  in 
magnitude,  this  latter  being  due  solely  to  the  nitrogen.  Hence,  if 
we  imagine  the  pressure  on  the  hydrogen  increased  until  the  gas  is 
liquefied,  the  excess  of  pressure  within  the  vessel  will  still  remain  the 
same,  and  will  be  that  due  to  the  nitrogen.  But  in  this  last  case  we 
must  regard  the  hydrogen  as  the  solvent  and  the  nitrogen  as  the 
disolved  substance,  and  the  excess  of  pressure,  which  is  what  the 
author  has  called  the  osmotic  pressure,  is  evidently  due  solely  to  the 
nitrogen,  that  is,  to  the  dissolved  substance.  H.  C. 

Stereochemical  and  Mechanical  Views  with  reference  to 
Single  and  Multiple  Union  of  Atoms,  and  the  Changes  of  One 
into  the  Other.  By  A.  Naumanw  (Be>\,  23,  477 — 484). — The  carbon- 
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atom  is  regarded  as  occupying  the  centre  of  a  regular  tetrahedron,  its 
attractions  being  exercised  in  the  directions  of  the  four  solid  angles. 
The  line  joining  the  centres  of  two  such  carbon-atoms  with  one  another 
is  assumed  in  each  case  to  represent  in  magnitude  and  direction  the 
resultant  of  the  attractions  by  which  the  two  atoms  are  held  together. 
If  in  the  case  of  a  single  bond  the  length  of  this  line  be  taken  as 
unity,  then  it  follows  geometrically  that  for  a  double  bond  the  length 
will  be  05774',  and  for  a  treble  bond  03333 ;  that  is,  the  magnitude 
of  the  attraction  in  the  first  case  being  unity,  in  the  second  it  will  be 
2  x  0‘5774,  and  in  the  third  3  X  03333.  Similar  reasoning  to  the 
above  may  be  employed  in  ascertaining  the  attractions  of  atoms 
other  than  carbon  for  one  another.  H.  C. 

Molecular  Theory  of:  a  Substance  formed  from  two  different 
Components.  By  J.  D.  yax  der  Waals  ( Zeit .  physikal.  Chem.,  5, 
133 — 173). — A  mathematical  paper  not  suitable  for  abstraction. 

H.  C. 

Apparatus  for  Fractional  Distillation  under  Reduced  Pres¬ 
sure.  By  E.  Valexta  (Zeit.  anal.  Chem.,  28,  673 — 676). — This 
apparatus  was  designed  for  the  fractional  distillation  of  substances 
which  solidify  at  ordinary  temperatures.  The  only  novel  portion  is 
the  receiver.  This  is  a  cylindrical  vessel  having  at  the  top  a  tubulure 
to  receive  the  end  of  the  condenser  tube,  and  a  stopcock  for  connection 
with  the  pump.  At  the  lower  end  the  cylinder  is  narrowed  to  a  tube 
which  can  be  fitted  into  the  necks  of  the  flasks  which  are  to  receive 
the  various  fractions.  This  tube  has  a  three-way  tap,  by  which  either 
the  cylinder  or  the  flask,  or  both,  can  be  put  in  communication  with 
the  external  air,  so  that  the  vacuum  in  the  cylinder  can  be  maintained 
while  the  flask  is  being  changed.  The  cylinder  is  surrounded  by 
a  water-jacket,  by  -which  it  can  be  kept  at  any  convenient  temperature. 

M!  J.  S. 

Apparatus  for  Preparing  Gases.  By  A.  Borgemeister  (Zeit. 
anal.  Chem.,  28,  676). — A  lamp-eliimney  is  fitted  with  tubes  as 
shown  in  the  figure.  The  short  straight  one  ending  inside  level  -with 
the  lo-vver  cork  is  about  10  mm.  in  diameter,  and  projects  10 — 20  mm. 
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The  bent  tube  is  narrower,  ami  projects  inside  20—30  mm.  above  the 
coik.  When  the  stopcock  is  opened,  the  acid  enters  by  the  narrow 
tube,  and  the  heavier  liquid  produced  by  the  reaction  hows  away  by 
the  short  tube,  and  remains  at  the  bottom  of  the  outer  vessel. 

.M.  J.  S. 

Removal  of  Exhausted  Solutions  from  Gas  Apparatus,  Ry 
A.  C.  Hertzog  (Zrit.  anal.  Chnn.,  28,  <378). —  Instead  of  a  separate 
svphon  tube,  the  author  uses  a  thistle-headed  funnel  which  has  a  side 
tube  branched  in  at  a  spot  where  the  funnel  tube  is  expanded  into 
a  bulb.  The  funnel  can  he  shut  off  by  a  stopcock,  and  the  gas 
pressure  in  the  flask  (when  the  gas  outlet  is  closed)  drives  up  the 
nearly  exhausted  liquid  to  the  side  tube,  where  it  flows  away. 
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Action  of  Fluorine  on  Different  Forms  of  Carbon,  lly  H. 

Molssax  ( Conqit .  ren<L ,  HO,  276 — 270). — Chlorine  does  not  combine 
directly  with  carbon  even  at  very  high  temperatures,  but  fluorine  and 
carbon  combine  with  great  energy  even  at  the  ordinary  temperature. 
Lamp-black,  purified  and  dried,  immediately  becomes  incandescent; 
wood  charcoal  takes  fire  spontaneously,  with  projection  of  brilliant 
sparks.  Denser  foims  of  carbon  must  be  heated  to  5<C  or  100°  before 
they  will  become  incandescent.  Ferruginous  graphite  from  cast  iron 
unites  with  fluorine  below  a  dull  red  heat  ;  Ceylon  graphite,  purified 
by  fusion  with  potash,  requires  to  be  heated  to  a  somewhat  higher 
temperature;  gas  carbou  burns  in  fluorine  only  at  a  red  heat;  the 
diamond  is  not  affected  when  heated  to  redness  in  a  current  of 
fluorine.  The  products  are  gaseous,  and  are  usually  mixtures  of 
different  carbon  fluorides. 

The  action  of  fluorine  on  an  excess  of  one  of  the  lighter  forms  of 
carbon,  care  being  taken  that  the  temperature  does  not  rise  very  high, 
yields  carbon  tetra, fluoride,  CF4,  a  colourless  gas  which  liquefies  under 
a  pressure  of  5  atmos.  at  10°.  Its  sp.  gr.  agrees  closely  with  the 
calculated  number.  Carbon  tetraflnovide  in  contact  with  alcoholic 
potash  yields  potassium  fluoride  and  carbonate.  It  is  not  decomposed 
by  an  electric  spark,  and  is  soluble  in  carbon  tetrachloride,  alcohol, 
benzene,  and  to  a  slight  extent  in  carbon  bisulphide.  The  gas  can 
also  be  obtained  by  passing  carbon  tetrachloride  vapour  over  silver 
fluoride  heated  at  3u0°  in  a  glass  or  metal  tube  (compare  Abstr., 
1888,  1262). 

The  action  of  fluorine  on  carbon  at  a  red  heat  yields  a  gaseous 
carbon  fluoride  which  is  not  decomposed  by  electric  sparks,  is  not 
absorbed  by  aqueous  or  alcoholic  potash,  is  almost  insoluble  in  water, 
but  dissolves  in  alcohol.  A  small  quantity  of  a  solid  product  is 
obtained  at  the  same  time. 
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Both  gaseous  carbon  fluorides  yield  a  complex  spectrum  of  lines  and 
bands,  amongst  which  the  lines  of  fluorine  are  very  distinct. 

Guntz  commenced  the  investigation  of  carbon  fluorides,  which  he 
obtained  by  the  action  of  carbon  tetrachloride  on  metallic  fluorides, 
but,  at  Berthelot’s  suggestion,  relinquished  the  research  in  favour  of 
Moissan.  C.  H.  B. 

General  Method  for  the  Preparation  of  Carbon  Fluorides. 

By  C.  Chabri6  (JJompt.  mul.,  110,  279 — 282 ;  compare  Moissan, 
preceding  abstract). — Silver  fluoride  and  carbon  tetrachloride  are 
heated  together  at  220°  for  two  hours  in  sealed  tubes  of  Bohemian 
glass.  The  glass  is  only  slightly  attacked.  The  product  is  carbon 
tetrafluoride,  a  gas  which  is  only  slightly  soluble  in  water,  but 
dissolves  in  benzeue,  and  is  absorbed  by  potassium  hydroxide  with 
formation  of  potassium  carbonate  and  fluoride.  Dicarbon  tetra¬ 
chloride  yields  dicarbon  tetrafluoride,  C2F4 ;  sp.  gr.  —  3’43  (calc.  = 
3-16).  C.  H.  B. 

Vapour-densities  of  Selenium  Chlorides.  By  C.  Chabrie 
(Bull.  Soc.  Chivi.  [3],  2,  803). — When  selenium  tetrachloride  is 
heated  with  chlorine  in  sealed  tubes  at  190 — 200°  for  10 — 15 
hours,  it  sublimes,  and  is  deposited  in  well-defined  crystals  at  the 
cooler  end  of  the  tube.  The  vapour-density,  as  determined  by  Meyer’s 
method  in  an  atmosphere  of  nitrogen  at  360°,  was  found  in  two 
experiments  to  be  3’8-5  and  3  78  respectively,  which  corresponds  with 
a  dissociation  occurring  at  that  temperature,  according  to  the  equa¬ 
tion — 

2SeCU  =  Se.Clj  +  3CI2. 

The  vapour-density  of  selenium  dichloride  was  found  to  be  normal, 
the  obtained  values  7'69  and  S'i23  agreeing  closely  with  the  calcu¬ 
lated  value  7'95.  T.  G.  N. 

Hydroxylamine  Hydrochloride.  By  Eichkoff  (.T.  Pharm.  [5], 
21,  245 — 2 46 ;  from  Arch.  Pharm.  [3],  27,  713). — According  to 
Ttaschig,  the  salt  is  obtained  as  follows  : — A  saturated  solution  of 
sodium  nitrite  (1  mol.)  is  added  to  a  solution  of  hydrogen  sodium 
sulphite  (2  mols.)in  a  cooled  vessel,  and  then  a  cold  saturated  solution 
of  p>otassium  chloride  is  added.  In  24  hours  hydroxylamine  potassium 
disulphonate  separates.  This  salt  is  boiled  in  water  during  several 
hours,  and,  on  cooling,  potassium  sulphate  is  first  deposited,  and  subse¬ 
quently  hydroxylamine  sulphate.  A  solution  of  this  salt,  treated  with 
the  necessary  amount  of  barium  chloride,  yields  the  hydrochloride, 
which  can  be  obtained  in  colourless  crystals,  very  hygroscopic,  easily 
soluble  in  water  and  in  alcohol.  It  melts  at  151°,  and  decomposes  at 
a  higher  temperature,  yielding  nitrogen,  hydrogen  chloride,  ammo¬ 
nium  chloride,  and  water.  J.  T. 

Compounds  of  Hydroxylamine  with  Metallic  Chlorides. 
Bv  L.  Crisjier  (Bull.  Soc.  Okim.  [3],  3,  114 — 121). — Dihydroxyl- 
amine  zinc  chloride,  ZnCl^NHi-OH,  is  formed  when  zinc  reacts  with 
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li ydroxvlamine  hydrochloride  at  100°,  or  when  an  aqueous  solution 
of  the  latter  is  treated  with  zinc  sulphate  and  barium  carbonate, 
or  with  zinc  oxide  or  carbonate,  as  also  when  zinc  chloride  is  added  to 
an  alcoholic  solution  of  hvdroxy lam ine  hydrochloride.  It  is  best 
prepared  by-  dissolving  hydroxylamine  hydrochloride  (10  parts)  in 
strong  alcohol  (3u0  c.c.)  contained  in  a  reflux  apparatus,  and  adding 
zinc  oxide  (5  parts)  to  the  boiling  solution  ;  after  a  few  minutes’  ebul¬ 
lition,  the  clear  liquor  is  decanted,  and  deposits,  on  cooling,  dihydroxyl- 
amine  zinc  chloride  as  a  white,  crystalline  powder.  This  substance 
is  soluble  in  solutions  of  hydroxylamine  hydrochloride,  and  is  but 
slightly  soluble  in  water  and  alcohol  ;  it  is  alkaline  to  litmus,  and  its 
solutions  decompose  on  evaporation,  hydroxylamine  being  liberated. 
At  120°,  it  decomposes  into  zinc  chloride,  nitrous  acid,  ammonia,  and 
hydroxylamine. 

Dihydroxylaminc  cadmium  chloride,  CdCl2,2XU2'OH,  may  be  pre¬ 
pared  by  any  of  the  above  methods,  and  forms  brilliant  crystals  which 
are  much  more  stable  than  those  of  the  zinc  compound. 

Dihydroxy lyam ine  barium  chloride,  BaCb,2N H2-OH,  is  formed 
when  barium  carbonate  reacts  with  a  concentrated  aqueous  solution 
of  hydroxylamine  hydrochloride.  It  separates  from  its  aqueous 
solution  in  large,  tabular  crystals. 

.Regarding  dihydruxylamine  zinc  chloride  as  a  combination  of  a 
dehydrating  agent  with  anhydrous  hydroxylamine,  the  author  suggests 
its  use  for  the  preparation  of  aldoxiuies  and  of  hydroxamic  acids,  and 
has  already  prepared  acetoxime,  camphoroxime,  and  acetohydroxamic 
acid  by  a  simple  reaction  of  the  substance  with  acetone,  camphor,  and 
acetic  acid  respectively.  T.  G.  N. 

Combination  of  Ammonia  and  Hydrogen  Phosphide  with 
Silicon  Chloride  and  Silicon  Bromide.  By  A.  Besson  ( Compt . 
rend.,  110,  240 — 242). — Ammonia  is  rapidly  absorbed  by  silicon  chlo¬ 
ride  with  formation  of  the  compound  Si CU,GXH3  described  by  Persoz  in 
1830.  Silicon  bromide  acts  less  energetically,  and  must  be  left  in  an 
atmosphere  of  ammonia  for  4S  hours.  The  product  SiBr4,7i4H3  is  an 
amorphous,  white  solid,  similar  in  appearance  to  the  chlorine  com¬ 
pound.  It  is  decomposed  by  water  with  formation  of  an  alkaline 
solution  smelling  strongly  of  ammonia. 

Hydrogeu  phosphide  is  not  absorbed  by  silicon  chloride  at  the 
ordinary  temperature,  but  at  — 23°,  the  chloride  absorbs  about  20  vols. 
of  the  gas,  which  are  given  off  unchanged  if  the  temperature  is  raised 
to  20°.  At  —50°,  40  vols.  of  hydrogen  phosphide  are  ahsorbed,  with 
formation  of  a  compound  SiCh,2PH3,  which  remains  liquid  even  at 
—  00°.  Under  a  pressure  of  20  atmos.  at  1G“,  hydrogen  phosphide  and 
silicon  chloride  yield  small,  highly  refractive  crystals,  which  disappear 
when  the  pressure  falls  to  15  atmos.  At  0°,  the  crystals  appear  under 
15  atmos.,  and  disappear  when  the  pressure  falls  to  10  atmos. ;  at 
— 23°,  they  appear  under  5  atmos.,  and  remain  after  the  pressure  is 
removed  ;  at  — 35°,  the  crystals  form  under  the  ordinary  pressure. 
The  composition  of  this  compound  could  not  be  determined  ;  it  is 
formed  from  the  vapour  of  the  chloride,  and  is  never  formed  in  the 
liquid. 
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Silicon  bromide  is  without  action  on  hydrogen  phosphide  under 
the  ordinary  pressure,  even  at  a  temperature  at  which  it  solidifies. 
After  repeated  compression  and  maintenance  of  the  pressure  for 
several  hours,  a  colourless  liquid  forms,  which  becomes  white  and 
opaque  and  changes  into  an  amorphous,  •white  solid.  C.  H.  B. 

Compounds  of  the  Alkali  Metals  and  Ammonia.  By 

Joannis  ( Compt .  rend.,  110,  238 — 240). — The  author  lias  previously 
found  (this  vol.,  p.  209)  that  the  vapour-pressure  of  a  solution  of 
sodium  in  liquid  ammonia  varies  until  the  composition  Na  -f  5‘3NH;< 
is  reached,  then  remains  constant  until  solid  sodammonium  separates, 
the  complete  removal  of  ammonia  being  followed  by  the  dissociation 
of  the  sodammonium. 

The  method  adopted  enabled  a  difference  of  pressure  of  0‘2  mm.  to 
he  recognised.  At  0°  the  tension  remained  constant;  at — 10°  it  re¬ 
mained  constant,  whilst  the  composition  varied  from  I7aNH3  + 
0'4GNH3  to  0T9NaNH3  +  O’SINa;  at  22-4°  the  tension  was  con¬ 
stant,  although  the  composition  varied  from  27aNH3  +  2'42NH3  to 
0'G7NaNH3  +  0'33NH3.  At  the  different  temperatures  the  vola¬ 
tilisation  of  the  ammonia  left  a  crystalline  residue  of  sodammonium, 
and  not  of  sodium  alone.  Similar  results  were  obtained  with  potass- 
ammonium  between  0°  and  -f  S'440. 

Roozeboom’s  hypothesis  (this  vol.,  p.  450)  requires  unequal  pressure 
below  0°,  and  the  decomposition  of  the  saturated  solution  into  sodium 
and  ammonia  above  0°,  without  the  appearance  of  any  solid  sodammo¬ 
nium.  C.  H.  B. 

Blue  Flame  produced  by  Common  Salt  in  a  Coal  Fire. 

By  G.  Salet  (Compt.  rend.,  110,  282 — 283). — The  well-known  blue 
flame  which  is  produced  when  common  salt  is  thrown  into  a  coal  or 
coke  fire,  and  which  A.  P.  Smith  attributed  to  hydrogen  chloride 
(Abstr.,  1879,  497)  is  due  to  cupric  chloride,  and  its  spectrum  ( loc .  cit .) 
corresponds  with  the  second  spectrum  of  the  chloride  as  described  by 
de  Boisbaudran.  Copper  was  readily  detected  in  the  ash  of  the  coke 
used  by  a  delicate  method  which  is  generally  applicable.  The  copper 
in  the  solution  is  deposited  on  the  point  of  a  needle,  and  if  the  latter 
is  held  in  a  bunsen  flame,  no  coloration  is  produced,  but  when  hydro¬ 
chloric  acid  is  volatilised  in  the  flame,  the  green  colour  of  the  copper 
chloride  becomes  visible.  The  reaction  is  very  delicate.  The  vola¬ 
tilisation  of  hydrochloric  acid  in  a  flame  for  this  and  similar  purposes 
is  readily  effected  by  introducing  into  the  flame  a  bundle  of  very  fine 
platinum  wire  which  has  been  dipped  in  the  acid.  It  is  easy  to 
arrange  this  bundle  so  that  the  acid  is  supplied  to  the  flame  con¬ 
tinuously.  C.  H.  B. 

Ammonium  Borofluoride.  By  F.  Stolba  ( Chem .  Centr 1890,  i, 
211 — 212,  from  Chem.  tecli.  Centraianzeig.,7 ,459 — 4G0). — Ammonium 
borofluoride  is  prepared  by  saturating  commercial  hydrogen  fluoride 
with  boric  acid,  and  then  adding  ammonia  to  alkaline  reaction.  The 
silicic  acid  contained  in  the  commercial  hydrofluoric  acid  is  precipi¬ 
tated  and  is  filtei’ed  off,  and  the  filtrate  allowed  to  cool,wThen  ammonium 
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bnroflnoridc  crystallises  out.  It  may  be  purified  by  rccrystallisation 
from  water.  When  heated  in  a  platinum  dish,  it  completely  vola¬ 
tilises  ;  the  freshly  prepared  solution  has  a  slightly  acid  reaction  to 
litmus.  The  aqueous-alcoholic  solution  burns  without  any  green 
flame.  It  has  only  slightly  antiseptic  properties,  and  is  not  nearly  so 
poisonous  as  the  silicoflnoride.  Its  density  =  P851  at  17‘5°.  it  is 
soluble  in  4  parts  of  water  at  IG°,  and  in  1*02 — 1‘05  parts  of  boiling 
water.  J.  W.  L. 

Silver.  By  ,T.  S.  Stas  (Chan.  Centr.,  1890,  i,  87 ;  from  Bull. 
-•load.  roy.  Behj.  [0],  18,  23). — At  the  request  of  Dumas,  the  author 
has  repeated  all  his  experiments  on  silver.  He  finds  that  the  metal 
is  slightly  volatile  at  a  low  red  heat  in  a  vacuum,  but  not  at  this 
temperature  under  the  ordinary  atmospheric  pressure,  nor  in  a  vacuum 
at  440 — -450°.  Finally,  he  finds  that  the  silver  which  he  used  in  his 
atomic  weight  determinations  contained  gases,  but  that  their  quantity 
was  altogether  insignificant  (g-^o-o  ^7  weight),  and  the  error  caused 
thereby  could  not  affect  the  results  to  any  greater  extent  than  those 
errors  which  are  unavoidable  in  such  experiments.  J.  W.  L. 

Barium,  Strontium,  and  Calcium  Plumbates.  By  C.  Kassner 
(Arch.  Pharm.  [3],  28,  109 — 115).— Equal  weights  of  barium 
hydroxide  and  lead  oxide,  when  heated  together  while  exposed  to 
air,  give  a  new  black  compound,  barium  plumbate,  Ba.,Pb04 ;  a 
mixture  of  lead  oxide  (1  mol.)  and  barium  carbonate  (2  mols.), 
heated  to  bright  redness,  gives  the  same  compound,  but  the  tempera- 
rature  required  is  much  higher  than  with  the  hydroxide,  where  it  can 
be  produced  in  the  bunsen  flame.  Similarly,  strontium  carbonate 
gives  a  salt  of  a  chocolate-brown  colour,  whilst  calcium  plumbate 
is  formed  from  the  carbonate  at  a  comparatively  low  tempe¬ 
rature.  that  of  a  bunsen  flame  sufficing.  The  calcium  mixture 
remains  pulverulent  to  the  end,  and  the  plumbate  forms  a  heavy, 
yellowish-red  powder,  scarcely  distinguishable  in  appearance  from 
powdered  lead  oxide.  The  three  new  compounds  are  entirely  in¬ 
soluble  in  water  ;  but  on  long  standing  the  water  becomes  alkaline, 
and  a  skin  of  alkaline  carbonate  forms  on  the  surface.  They  are  all 
decomposed  by  acids :  in  the  case  of  hydrochloric  acid,  with 
evolution  of  chlorine;  other  acids  cause  the  precipitation  of  lead 
peroxide,  which  may  be  looked  on  as  the  anhydride  of  ortho- 
plumbic  acid,  H4Pb04.  To  obtain  a  clear  solution  cf  the  three 
compounds  in  acid,  a  reducing  agent  is  necessary,  such  as  oxalic 
acid,  sugar,  &c.  Xitric  acid  and  hot  acetic  acid  are  most  suitable 
for  this  purpose.  Carbonic  anhydride  in  the  presence  of  moisture 
decomposes  the  plumbates.  The  alkaline  hydrogen  carbonates  decom¬ 
pose  them  with  considerable  increase  of  temperature  and  formation  of 
alkaline  hydroxide,  which  is  free  from  lead  when  excess  of  lead  oxide 
has  been  avoided  in  preparing  the  plumbate.  Finally,  water  alone 
under  high  pressure  and  increased  temperature  produces  considerable 
decomposition.  If  ammonium  salts  are  added  to  the  water,  ammonia  is 
set  free,  a  salt  of  the  earth  is  produced  and  lead  peroxide;  if  the  salt 
be  soluble,  lead  peroxide  can  thus  be  obtained  in  a  pure  form. 

J.  T. 


562 


ABSTRACTS  OF  CHEMICAL  PAPERS. 


Sodium  Beryllium  Silicates.  By  P.  Hautefeuille  and  A. 
Perrey  ( Gompt .  rend.,  110,  344 — 346;  compare  Abstr.,  1889,  104).— 
A  mixture  of  beryllia,  silica,  and  sodium  oxide,  in  the  same  proportions 
as  in  beryllium  nepheline,  when  heated  with  excess  of  normal  sodium 
vanadate  at  about  800°,  yields  crystals  which,  when  purified  by  treat¬ 
ment  with  hot  water  and  levitation,  have  the  composition 

3  Si  02,  Be2 03,  >7a20 . 

The  crystals  are  hexagonal  prisms  terminated  by  well-developed 
hexagonal  prisms,  are  birefractive,  uniaxial,  and  negative,  and  have  a 
conchoidal  fracture.  They  have  a  blue  or  green  coloration,  due  to 
minute  quantities  of  vanadium,  melt  easily  before  the  blowpipe,  and 
are  slowly  attacked  by  concentrated  acid  in  the  cold. 

If  the  three  oxides  are  mixed  in  proportions  corresponding  with 
the  preceding  product  and  treated  in  the  same  way,  they  yield  a  new 
compound  which  has  the  composition  of  an  albite,  6Si02,Be203,Na^0, 
crystallises  in  mouoclinic  prisms  with  modified  angles,  and  is  not 
attacked  by  acids. 

Silica  in  the  proportion  of  4'5Si02  to  Be203,  yields  rhombic 
prisms  of  the  composition  20‘67  to  22'41Si02,3Be203,2Na20. 

A  mixture  in  the  proportion  2SiO->  4  Be203  +  l’5Na20  yields  a 
mixture  of  the  two  compounds  SSiO^BeiO^Na^O  and 
15Si02,2Be203,3Na20. 

They  crystallise  together,  and  can  be  separated  by  treating  the 
crystals  with  hydrochloric  acid  and  then  levigating  with  a  solution  of 
cadmium  tungstoborate. 

A  mixture  of  7Si02,  Be203,  l'5Na20  yields  rhombic  prisms  of  the 
compound  l8Si03,2Be20;1,3Na,0,  which  has  the  same  form  as  the 
compound  containing  15Si02. 

With  sodium  tungstate  instead  of  vanadate,  the  compounds 
14Si02  2Be203.3Na20  and  l8Si02,2Be203,3Na20  are  obtained. 

C.  H.  B. 

Action  of  Potassium  and  Sodium  Arsenates  on  Oxides  of  the 
Magnesium  Series  at  High  Temperatures.  By  C.  Lef£vke 
( Covipt .  rend.,  110,  405 — 408). — Magnesium  carbonate  or  oxide  dis¬ 
solved  at  a  low  temperature  in  excess  of  fused  potassium  metarsenate 
yields  a  pyroarseuate,  4Mg0,2K2O,3As.05.  crystallising  in  transparent 
prisms  with  angles  of  extinction  at  45°  from  the  axis.  If  the 
metarsenate  is  saturated  with  the  oxide  at  a  higher  temperature,  the 
orthoarsenate,  2Mg0,K20,As205,  is  obtained  ;  it  is  analogous  to  the 
phosphate  formed  under  similar  conditions.  In  presence  of  potassium 
chloride,  the  same  product  is  obtained  if  the  proportion  of  chloride 
does  not  exceed  85  per  cent.,  but  with  a  higher  proportion,  chlorine 
compounds  are  formed.  Potassium  pyroarseuate  and  orthoarsenate 
in  presence  of  potassium  chloride  yield  the  same  compound ;  it 
crystallises  in  foliated  lamellae  with  longitudinal  extinction. 

At  low  temperatures,  without  excess  of  oxide,  sodium  metarsenate 
vields  the  pyroarsenate,  4Mg0,2Na20,3As205,  in  the  form  of  large, 
transparent  lamellae,  which  act  only  slightly  on  polarised  light.  At 
higher  temperatures,  and  with  a  greater  proportion  of  oxide,  the 
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product  is  the  ortlioarsenate,  2Mg0,Na20,As.05.  Sodium  pyro- 
arsenate  and  ortlioarsenate  yield  the  same  product,  and  it  is  also 
formed  in  presence  of  sodium  chloride;  it  crystallises  in  large,  trans¬ 
parent  prisms  which  show'  longitudinal  extinction  and  dissolve  slowdy 
in  dilute  aeids. 

Zinc  oxide  in  excess  of  potassium  metarsenate  yields  the  compound 
2Zn0,As205  in  small  lamella'  which  act  on  polarised  light  and  are 
slowly  altered  by  water.  With  excess  of  zine  oxide,  the  product  is 
2Zn0,K20, AsoOs,  which  is  also  formed  in  presence  of  potassium 
chloride  in  any  proportion.  Potassium  ortlioarsenate  and  pyro- 
arsenate  yield  the  same  product;  it  crystallises  iu  small,  slightly 
opaque  prisms,  with  longitudinal  extinction.  Sodium  metarsenate  at 
low'  temperatures  yields  the  compound  Zn0,Na20,As205,  which  acis 
energetically  on  polarised  light.  With  excess  of  zinc  oxide  at  a 
higher  temperature,  the  product  is  2Zn0,Na20,As205,  which  is  also 
formed  in  presence  of  sodium  chloride;  it  crystallises  in  elongated, 
transparent  prisms  with  longitudinal  extinction. 

Mauganese  carbonate,  or  one  of  the  oxides,  dissolved  in  excess  of 
potassium  metarsenate,  yields  the  compound  2Mn0.As205.  isomorphous 
with  the  corresponding  product  from  zinc.  With  excess  of  manga¬ 
nese,  the  product  is  2M  n0,K20,As205,  which  is  also  formed  iu  presence 
of  potassium  chloride  in  projjortion  not  exceeding  88  per  cent.  With 
a  higher  proportion  of  the  chloride,  chlorine  compounds  are  obtained. 
Potassium  pyro-  and  ortho-arsenate  yield  the  same  compound  ;  it 
crystallises  in  rose-coloured  prisms,  and  is  isomorphous  with  the 
corresponding  magnesium  compound.  Sodium  metarsenate  yields 
the  comjiound  2Mu0,4Na20,3As205  in  small,  colourless  crystals  with 
oblique  extinction.  In  presence  of  sodium  chloride,  the  same  product 
is  obtained,  together  with  the  compound  Mn0,2Xa20,  As205,  which  is 
the  sole  product  when  the  orthoarseuate  or  pyroarsenate  is  employed, 
and  crystallises  in  small,  transparent,  rose-coloured  crystals  without 
action  on  polarised  light. 

Cadmium  oxide,  or  carbonate,  and  potassium  metarsenate  yield  the 
product  2Cd0,As205,  or  if  the  oxide  is  in  excess,  2Cd0,K20,As205, 
isomorphous  with  the  corresponding  zinc  compound.  No  ehlorine- 
produets  are  formed  even  in  presence  of  large  quantities  of  potassium 
chloride.  Sodium  arsenates  yield  the  products  2Cd0,4Xa20,As20s 
and  Cd0,2Na20,As205,  isomorphous  with  the  corresponding  manganese 
compounds. 

Nickel  oxide  dissolved  in  potassium  metarsenate  to  the  extent  of 
8  per  cent,  yields  the  compound  12Ni0,3K20,oAs206  in  prisms,  which 
are  probably  rhombic.  With  a  higher  proportion  of  nickel,  the 
product  2Ni0,K20,As205  is  obtained  at  the  same  time,  and  in  presence 
of  potassium  chloride  it  is  the  only  product;  it  crystallises  in  large, 
pale-yellow,  micaceous  lamellae  wdiich  depolarise  light  feebly.  Sodium 
metarsenate  yields  green,  transparent,  monoclinic  prisms  of  the  pyro¬ 
arsenate,  4Ni0,2Na20,3As.05.  In  presence  of  sodium  chloride,  the 
compound  2Ni0,Na20,As205  is  also  obtained  ;  the  latter  is  the  sole 
product  when  sodium  pyroarsenate  or  ortlioarsenate  is  used;  it 
crystallises  in  green  lamellm  derived  from  a  hexagonal  prism. 

Cobalt  oxide  in  small  quantity  in  potassium  metarsenate  is  con- 
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verted  into  violet  mamillary  crystals  of  the  compound  2CoO,As205, 
which  act  on  polarised  light.  With  more  cobalt  oxide,  the  product 
2CoO,K20,As205  is  obtained  in  slightly  opaque,  blue  prisms  with 
longitudinal  extinction.  This  compound  is  the  sole  product  in  presence 
of  potassium  chloride.  Sodium  metarsenafce  yields  the  compound 
4CoO,2Na20,3As203  in  violet,  strongly  macled  lamella?,  isomorphous 
with  the  corresponding  compound  of  nickel.  In  presence  of  sodium 
chloride,  the  compound  CoO,2Na20,As205  is  also  formed,  and  it  is  the 
only  product  vdien  sodium  orthoarsenate  or  pyroarseuate  is  used ;  it 
forms  blue,  transparent  crystals,  isomorphous  vrith  those  of  the 
corresponding  manganese  and  cadmium  compounds. 

With  the  potassium  arsenates,  all  the  oxides  yield  as  the  ultimate 
product  a  compound  with  the  formula  2M0,K20,As205.  With  the 
sodium  arsenates,  magnesium,  zinc,  and  nickel  yield  a  similar  pro¬ 
duct,  but  cobalt,  cadmium,  and  manganese  yield  a  compound 
M0,2Na20,As>03.  C.  H.  B. 

Thiosulphates.  By  A.  Fock  and  K.  Kxiiss  (Ber.,  23,  534 — 541 ; 
compare  this  vol.,  p.  330). — The  solid  manganese  thiosulphate  de¬ 
scribed  by  Vortmann  and  Padberg  (this  vol.,  p.  12)  could  not  be 
obtained  by  the  authors;  the  reddish  oil  which  is  precipitated  on 
adding  alcoholic  ether  to  its  solutions  decomposes  into  sulphur  and 
manganese  sulphite. 

Cadmium  thiosulphate,  CdS203  4-  2H20,  is  obtained  in  crystals 
when  a  solution  of  strontium  thiosulphate  is  treated  with  cadmium 
sulphate,  the  filtrate  mixed  with  alcoholic  ether  and  kept  for  some 
time.  It  does  not  lose  its  waiter  over  sulphuric  acid,  but  it  gradually 
decomposes  into  cadmium  sulphide  and  sulphate  on  keeping,  w7ith 
liberation  of  sulphurous  anhydride. 

The  salt  NH4S-S02-0K  crystallises  in  small,  colourless,  monosym- 
metric  plates,  a  :  h  :  c  =  1‘3547  :  1  :  0’S521  ;  when  boiled  with  wuiter 
and  ethyl  bromide, it  yields  potassium  ethyl  thiosulphate,  SEt-SCVOK. 
The  salt  SK'S02-0NH4  could  not  be  obtained. 

Potassium  magnesium  thiosulphate,  K2S203,MgS203  +  6H20,  forms 
large, transparent, monosymmetric  crystals, a:h:c  —  2‘0001  :  1  :  0'4744  ; 
it  is  not  deliquescent,  and  does  not  lose  wreight  wrhen  kept  over  sul¬ 
phuric  acid. 

The  ammonium  magnesium  s.alt,  (NH4)2S203,AIg2S203  +  6H20, 
ervstallises  in  monosymmetric  prisms,  a  :  h  :  c  =  0'G422  :  1  :  0‘923S, 
is  stable  in  the  air  and  does  not  lose  water  over  sulphuric  acid. 

F.  S.  K. 

Saturated  Solutions  of  Compounds  of  Cupric  and  Potas¬ 
sium  Chlorides.  By  W.  Meverhoffer  (Zeit.  physical.  Chem.,  5, 
97 — 132). — In  a  former  paper  (Abstr.,  1889,  819),  the  author  has 
sliow7n  that  two  compounds  of  cupric  and  potassium  chlorides, 
CuC12,2KC1  +  2H20  and  CuCi2,KCl,  are  capable  of  existing  in  the 
solid  form.  A  determination  of  the  solubility  of  the  compounds  of 
cupric  and  potassium  chlorides  at  temperatures  from  0°  to  100°,  and 
an  examination  of  the  curves  obtained,  show7  that  between  the  three 
substances  CuCl2,  KC1,  and  H20  the  following  conditions  of  equili¬ 
brium  may  exist. 
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First  Group:  Two  substances  and  three  phases — 

1.  KC1  +  solution  +  vapour. 

2.  CuCb,2IT,0  +  „  + 

3.  CuCl,,KCl  +  „  + 

4.  CuCb.2KCl.2IKO  +  „  + 

Second  Group:  Three  substances  and  four  phases — 

f>.  CuC1»,2KC1,2H20  +  KC1  +  solution  +  vapour. 

6.  CnCb.KCI  +  KC1  +  „  + 

7.  CuCh.2KCl.2HaO  +  CuCh,2HaO  +  „  + 

8.  C n Cl., KOI  +  CuCl,,2HaO  +  .,  + 

9.  CuCb.KCl  +  CuCb.2KCl.2H2O  +  solution  +  vapour. 

H.  C. 

Crystalline  Mercury  Oxychloride  and  Estimation  of  Mer¬ 
cury.  By  J.  Voliiard  (Annalen,  255,  252 — 256), — Mercury  oxy¬ 
chloride,  HgaO-Ch,  can  be  easily  prepared  by  treating  a  cold  saturated 
solution  of  mercuric  chloride  with  sodium  acetate.  After  keeping  for 
some  days,  crystals  are  deposited  together  with  a  colourless,  flocculent 
compound  which  can  be  easily  separated  ;  when  no  further  separation 
of  the  oxychloride  occurs,  a  solution  of  potassium  hydrogen  car¬ 
bonate  is  added,  in  small  quantities  at  a  time,  whereon  a  further 
crop  of  crystals  is  obtained.  The  crystals  are  monoclinic,  a  :  b  :  c  = 
09178:  I  :  09978,  ft  ■=  65°  30' ;  they  are  anhydrous,  and  when  crushed 
form  a  reddish-brown  powder.  Mercury  oxychloride  is  insoluble  in 
water,  but  readily  soluble  in  acids;  it  is  converted  into  the  red  oxide 
when  treated  with  alkalis.  When  heated  carefully,  mercury  chloride 
sublimes,  leaving  almost  pure  oxide. 

Mercury  sulphide  is  completely  precipitated  from  its  solution  in 
alkalis  on  the  addition  of  ammonium  salts  ;  this  reaction  can  be  em¬ 
ployed  for  the  estimation  of  mercury  as  follows: — The  solution  of 
merenry,  which  must  be  in  the  mercuric  condition,  is  partially  neu¬ 
tralised  with  sodium  carbonate,  treated  with  a  slight  excess  of  a 
concentrated,  freshly  prepared  solution  of  ammonium  sulphide,  and 
pure  sodium  hydrate  added,  with  constant  shaking,  until  the  solution 
commences  to  become  transparent.  The  whole  is  then  boiled,  the 
additiou  of  soda  continued  until  the  sulphide  has  completely  dissolved, 
and  then  a  solution  of  ammonium  nitrate  added  to  the  boiling  solution 
nnfcil  the  sulphide  is  completely  reprecipitated.  After  boiling  until  the 
ammonia  is  almost  completely  expelled,  the  precipitate  is  allowed  to 
settle,  washed  by  decantation  with  boiling  water  until  the  washings 
give  no  reaction  with  silver  solution,  then  transferred  to  a  weighed 
iilter,  dried,  and  weighed.  If  the  boiling  has  been  continued  so  long 
that  the  precipitate  may  be  contaminated  with  sulphur,  a  little  sodium 
sulphite  is  added,  and  the  solution  boiled  again. 

By  this  method  mercury  can  be  estimated  as  sulphide  much  more 
conveniently,  accurately,  and  quickly  than  by  precipitation  with 
hydrogen  sulphide.  F.  S.  K. 

History  of  the  Rare  Earths.  By  L.  de  Boisbaudran  (7 lull.  Soc. 
Chim.  [3],  3,  53 — 67). — A  lengthy  controversial  paper,  in  which  the 
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author  criticises  some  of  the  statements  made  by  Mr.  Crookes  in  his 
presidential  address  (Trans.,  18S9, 269).  The  author  considers  the  sub¬ 
stances  denoted  as  Za  and  Yip  to  be  quite  distinct  from  “yttria,”  both  as 
regards  their  atomic  weights  and  their  chemical  properties,  and  that 
they  are  actively  fluorescent,  and  do  not  give  the  yttria  spark 
spectrum.  Further,  he  replies  to  Crookes  in  reference  to  reversion 
spectra,  the  gadolinium  question,  and  the  fluorescence  of  alumina. 

T.  G.  X. 

Constitution  of  Manganese  Peroxide.  By  W.  Spring  and  M. 
LuciOn  (Bull.  ijoc.  Chirn.  [6],  3,  4 — S). — From  the  fact  that  when 
barium  peroxide  is  triturated  with  a  slight  excess  of  crystalline  man¬ 
ganous  chloride,  oxygen  is  evolved  and  manganic  sesqnioxide  is 
formed,  it  would  seem  that  the  molecular  structure  of  manganese 
peroxide  differs  from  that  of  barium  peroxide. 

When  barium  manganate  is  heated  with  a  solution  of  manganous 
sulphate  at  100°  for  a  week,  manganese  peroxide  is  obtained,  and 
from  this  method  of  formation  it  may  be  regarded  as  a  manganous 
manganate,  MnMn04. 

At  a  high  temperature,  sodium  manganate  and  manganous  carbonate 
react  without  evolution  of  oxygen  to  form  manganese  sesquioxide. 
Manganese  peroxide,  when  heated  with  sodium  hydroxide  in  an  atmo¬ 
sphere  of  nitrogen,  leaves  a  residue  of  manganese  sesquioxide,  and  not 
of  manganese  peroxide,  and  from  this  fact  the  authors  conclude  that 
manganous  oxide  is  formed  in  the  reaction  and  unites  with  manganese 
peroxide,  thus — MnO  +  Mn02  =  Mn>03,anil  they  consider  this  relation¬ 
ship  is  substantiated,  since  manganese  sesqnioxide  reacts  with  dilute 
nitric  acid  to  produce  manganous  nitrate  and  manganese  peroxide — 
Mud  )3  -+-  2HN03  =  Mn(N03)j  ■+■  Mh03  +  H20. 

The  authors  conclude  that  the  formula  for  manganese  peroxide 
should  be  doubled,  and  Mus-Ch  would  then  represent  a  manganous 
manganate,  MnMnOi.  T.  Gr.  X. 

Influence  of  certain  Foreign  Metals  on  the  Properties  of 
Steel.  By  F.  Osmond  (Oompt.  rend.,  110,  242 — 245). — It  is  known 
that  while  iron  cools  from  a  high  temperature,  two  distinct  de¬ 
velopments  of  heat  take  place,  one,  a3,  which  causes  the  temperature 
to  remain  at  855°  for  a  long  time,  and  is  due  to  the  conversion  of  the 
allotropic  modification  FejS  into  the  modification  Feat ;  the  other,  iij, 
at  about  739°,  much  less  strongly  marked  and  possibly  due  to  another 
allotropic  change,  possibly  merely  the  final  stage  of  a3  which  has 
been  retarded  by  the  presence  of  carbon.  In  addition  to  these,  there 
is  the  change  au  or  recalescenee,  due  to  the  conversion  of  tempered 
carbon  into  annealed  carbon. 

Boron. — Iron  containing  boron  was  prepared  by  Roberts- Austen  by 
fusing  the  metal  with  crystallised  boron  in  a  vacuum.  The  boron 
behaves  in  the  same  manner  as  carbon;  a3  is  lowered  and  takes  place 
at.  HIS — 805°,  and  partly  at  735 — 725°,  or  becomes  partially  coincident 
with  uj. 

Nickel,  in  quantity  varying  from  traees  to  5’97  per  cent,,  the  propor¬ 
tion  of  carbon  being  0  34  per  cent.  In  similar  steel  free  from  nickel  a3 
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and  at  arc  coincident,  but  remain  quite  distinct  from  a,.  When  the  steel 
contains  nickel,  u:„  a2,  and  ay  coincide  at  GGU — G  l-0°,  a  point  distinctly 
below  the  normal  temperature  of  recalescencc.  Hopkinson  has 
observed  that  with  a  steel  containing  25  per  cent,  of  nickel,  the 
critical  point  remained  below  0°  during  the  whole  period  of  cooling. 
The  effect  of  nickel  is  similar  to  that  of  manganese. 

Copper. — Samples  prepared  by  Ball  and  Wingham  had  the  follow¬ 
ing  composition  — 


Copper 

Carbon 


1. 

2. 

3. 

0*847 

4*10 

4*44 

0*102 

0*1  S3 

0*10 

As  the  proportion  of  copper  rises,  a3  and  (u  are  lowered,  and  with  the 
quantity  present  in  samples  2  and  3,  a3  and  a 3  coincide  at  730 — 720°, 
whilst  tti  takes  place  at  G25 — G00°.  Copper  has  the  same  effect  as 
carbon,  but  in  a  lower  degree;  its  influence  on  recalesccnce  is  similar 
to  that  of  manganese  and  nickel. 

Silicon. — With  specimens  prepared  by  Hadfield,  as  the  proportion 
of  silicon  increases  the  quantity  of  heat  liberated  during-  a3  decreases, 
and  with  2  per  cent  of  silicon  is  practically  nil.  Moreover,  the 
evolution  of  heat  does  not  take  place  at  a  lower  temperature  as  with 
carbon,  manganese,  nickel  or  copper,  and  it  follows  that  silicon 
prevents  the  conversion  of  Fez  into  Fe3 ;  the  other  elements  enu¬ 
merated  tend  to  keep  the  iron  in  the  form  of  Fe/i  during  cooling,  a, 
is  as  well  marked  as  usual,  hut  takes  place  at  73t> — 72U°or  710 — 7003. 
a i  is  also  distinct,  hut  takes  place  at  a  higher  temperature,  6G0°  to 
650°  or  710°  to  700° 

Arsenic,  varying  in  quantity  from  traces  to  0*55  per  cent,  in  speci¬ 
mens  prepared  by  Harbord  and  Tucker,  raises  the  temperature  at 
which  cij  occurs,  and  makes  the  phenomenon  less  distinct.  It  has  no 
effect  on  a*  and  ah  and  hence  resembles  silicon  in  its  action. 

Tungsten,  in  proportion  varying  from  traces  to  1‘5  per  cent.,  has  no 
effect  on  t^,  but  if  the  metal  has  been  sufficiently  strongly  heated  it 
lowers  ay  very  considerably,  recalesccnce  taking  place  at  540 — 530°  in 
the  most  marked  instance.  C.  H.  B. 


Influence  of  Foreign  Substances  on  Iron  and  Steel :  Relation 
between  their  Atomic  Volume  and  the  Allotropic  Modifica¬ 
tions  of  Iron.  By  F.  Osmond  (Cowpt.  rend.,  110,  3IG — 348;  compare 
preceding  abstract). — The  elements  present  in  the  irons  and  steels 
which  the  author  lias  used  in  his  researches  on  the  allotropic  modifi¬ 
cations  of  iron  may  be  classed  in  two  groups,  according  to  their  atomic 
volumes. 

Element.  Carbon.  Eoron.  Nickel.  Manganese.  Copper. 

At.  vol. . .  3’G  4-l  6'7  G*9  7'1 

Element.  Chromium.  Tungsten.  Silicon.  Arsenic.  Phosphorus.  Sulphur. 

At.  vol. ..  7-7  9*G  11-2  13-2  13  5  157 

Other  conditions  being  the  same,  the  elements  in  the  first  group, 
which  have  an  atomic  volume  less  than  that  of  iron,  7*2,  retard  the  eon- 
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version  of  Fe/3  into  Fe«,  and  that  of  “  tempered  carbon  ”  into  “  annealed 
carbon,”  and  hence,  if  the  rate  of  cooling  is  equal,  they  increase  the 
proportion  of  Fe/3  in  the  cooled  metal  and  consequently  its  hardness. 
They  are,  therefore,  equivalent  in  their  effect  to  a  higher  or  lower 
degree  of  tempering. 

Metals  with  a  higher  atomic  volume  than  iron,  on  the  other  hand, 
tend  to  raise,  or  to  beep  at  its  normal  temperature,  the  conversion  of 
Fe/3  into  Fea,  and  hence  they  render  the  reverse  change  more  or  less 
incomplete  during  heating,  and  hasten,  as  a  rule,  the  conversion  of 
tempered  carbon  into  annealed  carbon.  They  therefore  keep  the  iron 
in  the  a  condition  at  high  temperatures  and  also  at  low  temperatures, 
aud  their  presence  in  the  iron  would  be  one  cause  of  softness  and 
malleability,  resembling  in  this  respect  the  operation  of  annealing,  if 
it  were  not  that  their  own  properties  and  those  of  their  compounds 
produce  strongly  marked  secondary  effects. 

The  connection  between  the  atomic  volume  of  a  metal  and  its  effect 
on  iron  is  similar  to  that  found  by  Roberts- Austen  to  exist  between 
the  atomic  volumes  of  elements  and  their  effect  on  gold  ( Phil .  Trans., 
179,  3:19 — 349).  C.  H.  B. 

Action  of  Sodium  Carbonate  and  Bromine  on  Solutions  of 
Cobalt  and  Nickel  Salts.  By  J.  Ginsox  (. Proc .  Boy.  Soc.  Ed  in .,  17, 
f>6 — 58). — When  sodium  carbonate  is  added  in  large  excess  to  a  solu¬ 
tion  of  a  cobaltous  salt,  and  the  mixture  shaken  with  a  sufficient 
quantity  of  bromine,  the  whole  of  the  precipitated  cobaltous  carbonate 
dissolves  to  a  dark-green  solution,  stable  at  ordinary  temperatures, 
cobaltic  oxide  being  precipitated  on  the  addition  of  aqueous  alkalis. 
If  this  green  liquid  is  acidified  with  sulphurous  anhydride,  and  the 
decolorised  solution  then  rendered  alkaline,  a  red-coloured  solution  is 
produced,  which  absorbs  oxygen  from  the  air,  and  again  becomes 
green. 

If  excess  of  sodium  carbonate  is  added  to  a  solution  of  nickel,  the 
resulting  mixture  behaves  differently  on  addition  of  bromine,  accord¬ 
ing  to  the  quantity  of  bromine  added.  If  a  large  excess  of  bromine  is 
added,  part  of  the  nickel  goes  into  solution,  part  remains  undissolved 
as  pale-green  carbonate;  if  a  smaller  proportion  of  bromine  is  added, 
so  as  to  have  excess  of  sodium  carbonate,  the  nickel  is  completely 
converted  into  peroxide. 

The  author  hopes,  by  making  use  of  these  peculiarities,  to  devise  a 
rapid  and  effectual  method  of  separating  the  two  metals. 

E.  W.  P. 

Chrome  Iron.  By  S.  Meunier  (Comjit.  rend.,  110,  424 — 42G). — 
When  a  mixture  of  ferrous  chloride  and  chromic  chloride  in  suitable 
proportions  is  heated  to  redness  in  a  porcelain  tube  in  an  atmosphere 
of  hydrogen,  a  silvery-white,  distinctly  magnetic  metal  is  obtained, 
which  is  not  attacked  by  boiling  concentrated  nitric  or  hydrochloric 
acid,  and  only  very  slightly  by  aqua  regia.  It  has  the  composition 
Fe  35-01,  Cr  G4'80  :=  99'S1.  This  alloy  is  found  in  the  porcelain 
boat  (used  to  contain  the  chlorides)  in  the  form  of  irregular,  highly 
crystalline  tubercles,  aud  the  interior  of  the  tube  is  coated  with  the 
alloy,  which,  when  in  very  thin  layers,  takes  dendritic  forms. 
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If  this  alloy  is  lieatcd  to  redness  in  a  current  of  steam,  it  is  com¬ 
pletely  oxidised  and  yields  chromite  of  sp.  gr.  4*48,  identical  in  all  its 
properties  with  the  natural  mineral. 

The  alloy  can  be  obtained  in  concretions  round  particles  of  minerals 
contained  in  the  porcelain  tube,  and  these  concretions  can  be  con¬ 
verted  into  chromite  by  the  action  of  steam.  The  author  concludes 
that  chromite  and  analogous  minerals  have  been  produced  in  a 
similar  way  from  metallic  alloys  formed  in  the  depths  of  the  earth 
and  brought  up  into  the  water-bearing  layers  of  the  earth’s  crust  by 
mechanical  forces.  C.  H.  B. 


Min eralogical  Chemistry. 


Native  Gold  in  Calcite.  By  J.  S.  Biller  (Amer.  J.  Set.  [3],  39, 
160). — At  a  mine  on  Digger  Creek,  Minersvillc,  Trinity  Co.,  California, 
excellent  specimens  have  been  obtained  of  gold  associated  with 
calcite.  The  calcite  occurs  in  irregularly  distributed,  small,  lenticular 
masses  in  a  dark,  carbonaceous  shale.  It  is  not  always  auriferous, 
but  is  occasionally  very  rich  in  gold.  Quartz  has  also  been  found  in 
the  mine,  but  it  is  less  abundant  than  the  calcite,  and  is  rarely  auri¬ 
ferous.  In  the  bed  containing  the  calcite,  as  well  as  in  the  meta¬ 
morphosed  beds  of  the  auriferous  slate  series  below  it,  considerable 
quantities  of  iron  pyrites  occur.  This  may,  perhaps,  have  been  the 
source  of  the  gold.  B.  H.  B. 

Lussatite,  a  new  form  of  Silica.  By  E.  Mallard  (Compt.  rend., 
110,  245 — 247). — Transparent  crystals  of  quartz  associated  with 
bitumen  at  Pont-du-Chateau  are  frequently  covered  with  a  traus- 
lucent  envelope,  which  does  not  hide  the  form  of  the  crystals,  but 
rounds  off  their  edges  and  solid  angles.  It  consists  of  very  small 
nodules  with  a  fibro-lamellar  structure,  the  fibres  being  perpendi¬ 
cular  to  the  face  of  the  enclosed  crystal.  These  fibres  are  less  bi- 
refractive  than  quartz,  extinguish  almost  exactly  along  their  length, 
and  the  sign  of  their  optical  elongation  is  positive  ;  their  sp.  gr.  is 
2'04.  The  optical  elongation  of  chalcedony  is  always  negative;  it  is 
more  strongly  birefractive,  and  its  sp.  gr.  is  2*59.  The  sp.  gr.  of 
tridymiteis  2*22,  of  opal  1*93  to  2*09.  The  refractive  index  of  the  new 
mineral  for  D  is  1446,  being  almost  identical  with  that  of  opal  and 
distinctly  lower  than  that  of  tridymite.  It  is  practically  pure  silica, 
but  loses  8T  per  cent,  of  water  above  600°.  After  ignition,  its 
sp.  gr.  is  reduced  to  194,  and  the  grains  have  become  white  and 
almost  opaque,  but  the  fibres  retain  their  birefractive  power  and  the 
sign  of  optical  elongation  remains  positive. 

This  new  form  of  silica,  which  the  author  proposes  to  call  lussatite, 
from  one  of  its  localities,  is  never  quite  pure,  but  is  usually  inti¬ 
mately  associated  with  opal,  to  the  presence  of  which  the  loss  on 
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ignition  is  probably  due.  It  occurs  in  concretions  consisting  mainly 
of  opal;  in  yellowish  stalactitic  chalcedony;  with  opal  in  the 
yellowish  silica  from  the  Faroe  Islands ;  and  probably  in  many  other 
"localities.  C.  H.  B. 

Minium  from  Leadville.  By  J.  D.  Hawkims  (Amer.  J.  Sci. 
[3],  39,  42 — 43). — Minium  from  the  Rock  Mine,  Leadville,  gave  on 
analysis — 

Tnsol.  Ph304.  Fe203.  Y203.  Total. 

7-51  91-39  0-80  052  100'22 

The  portion  insoluble  in  hydrochloric  acid  contained  — 

Si  CL.  Al203,Fe203.  CaO.  PbS.  Total. 

2-00  *0-41  0-28  5-08  7  77 

The  mineral  has  a  sp.  gr.  of  4*55.  Its  hardness  is  2'5,  fusibility  1, 
lustre  dull,  colour  bright-red,  streak  orange-red,  and  fracture  cubical. 
The  cubical  fracture  and  the  occurrence  in  the  minium  of  galena 
sug-o'est  that  the  mineral  is  a  pseudomorph  after  galena. 

B.  H.  B. 

Corundum  in  Patrick  Co.,  Virginia.  By  F.  A.  Gexth  (Amer. 
J.  Sci.  [3],  39,  47 — 50). — On  a  hill  near  Stuart,  Patrick  Co.,  Virginia, 
corundum  and  associated  minerals  were  found  on  the  surface.  The 
rocks  of  the  district  are  mica  schists,  chloritic  schists,  and  slates, 
intersected  by  several  granite  dykes.  Neither  serpentine  nor  olivine 
rock  has  been  observed  in  connection  with  the  corundum.  This  occur¬ 
rence  of  corundum  is  thus  entirely  different  from  any  previously 
described.  Only  a  small  quantity  of  the  mineral  has  been  found. 
Sometimes  only  microscopic  grains  of  the  corundum  are  left  dis¬ 
seminated  in  the  materials  resulting  from  its  alteration,  namely, 
andalusite,  cyanite,  mica,  and  chloritoid.  The  alteration  of  corun¬ 
dum  into  andalusite  has  never  been  observed  before.  B.  H.  B. 

Manganese  Oxides:  Psilomelanes  and  Wads.  By  A.  Gorget; 
(Compt.  rend .,  110,  247 — 24‘t). — Three  samples  of  psilomclane,  from 
Romaneehe,  Thnringia,  and  Lorca,  in  Spain,  were  examined  with  a 
view  to  determine  their  constitution.  That  from  Romaneehe  was  the 
richest  in  barium,  but  the  composition  of  the  different  layers  of  the 
mineral  differed  considerably.  In  psilomelanes  generally,  the  higher 
oxides  of  manganese  are  not  present  in  the  form  of  dioxide,  but  in 
the  form  of  manganous  mangauites,  such  as  Mn0,6Mn02  and 
]\InO,SiMn02.  The  basic  oxides  are  variable;  manganous  and  barium 
oxides  in  the  mineral  from  Romaneehe;  manganous,  barium,  calcium, 
and  potassium  oxides  in  that  from  Thuringia;  manganous,  barium, 
and  sodium  oxides  in  that  from  Lorca.  All  the  psilomelanes  are 
hvdrated,  and  the  most  basic  have  the  composition  R0,3Mn02. 

"  Wads  from  Romaneehe.  Giessen,  and  another  locality  were  examined. 
Two  of  them  were  found  to  be  crystalline,  a  fact  which  has  not  been 
observed  before.  The  crystals  were  so  small  that  their  form  could 
not  be  determined,  but  it  was  proved  that  they  act  distinctly  on 
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polarised  light.  Like  the  psilomclanes,  they  arc  manganitcs  with 
variable  bases,  their  composition  oscillating  between  Mn(J,7.\l  nOj  and 
]\l nO.  1  UMh02.  One  of  the  crystalline  specimens,  from  Komuneche, 
had  almost  exactly  the  composition  UO,3MnOa  H20,  and  the  other, 
locality  nnknown,  the  composition  R.O,3MnO*  -f  3H.O,  and  the}’  are 
therefore  closely  analogous  to  the  more  basic  psilomclanes. 

The  energy  of  the  acidic  function  of  the  manganic  peroxide  is 
shown  by  the  fact  that  when  finely-powdered  psilomclanes  or  wads 
are  boiled  with  nitric  acid  diluted  with  4  vols.  of  water,  only  a  very 
small  proportion  of  the  basic  oxides  is  dissolved  even  in  the  case  of 
the  specimens  richest  in  barium.  C.  II.  B. 

Composition  of  Saline  Sublimates  at  Vesuvius.  ByG.  Fkepa 
(Gazzettn,  19,  1G — 21). — The  analyses  here  given  confirm  Scacchi’s 
view  that,  these  sublimates  often  contain  a  larger  percentage  of 
potassium  than  of  sodium  chloride.  The  author  ascribes  the  origin 
of  the  potassium  chloride  to  the  substitution  underground  of  soda 
for  potash  in  the  molten  silicates  of  potassium  by  the  action  of 
infiltrated  sea-water  and  to  the  greater  volatility  of  potassinm  chloride. 
This  substitution  may  also  account  for  the  variations  in  the  composition 
of  leucite  from  different  lavas.  S.  B.  A.  A. 

Lansfordite  and  Nesquehonite.  By  F.  A.  Gextii  and  S.  L. 
Penfield  (Amer.  J.  Sci.  [3],  39. 121 — 137). — Under  the  name  of  lans- 
forditc,  Gentli  (Abstr.,  IfeSS,  703)  described  a  new  mineral  discovered 
in  one  of  the  anthracite  miucs  near  Lansford,  Pennsylvania.  Analysis 
gave  results  corresponding  with  the  formula  3MgC03,Mg(0H)2  -f 
21H.O.  Where  the  crystals  were  attached  to  the  carbonaceous  shales, 
groups  of  transparent,  white,  radiating  prismatic  crystals  were  found. 
On  examination  these  crystals  proved  to  be  a  new  mineral,  having  the 
composition  MgC03  +  3H20-  To  this  mineral,  the  authors  have 
assigned  the  name  of  nesquehonite,  after  the  locality  where  it  was  found, 
the  Nesquehoning  mine  being  one  of  the  best  known  in  Pennsylvania. 
The  crystallisation  of  this  mineral  is  orthorhombic.  The  authors 
also  describe  a  crystallised  artificial  salt  of  the  same  composition  as 
nesquehonite.  obtained  by  dissolving  magnesium  carbonate  in  water 
containing  carbonic  anhydride,  and  allowing  the  solution  to  remain 
until  crystals  are  deposited.  Altered  stalactites  from  the  Nesquehoning 
mine  were  found  to  be  pseudomorphs  of  nesquehonite  after  lansfordite, 
and  from  the  crystal  faces  on  the  stalactites  the  authors  have  been 
able  by  very  careful  study  to  make  out  the  crystallisation  of  the 
original  lansfordite,  a  mineral  at  present  only  known  as  pseudo¬ 
morphs.  The  crystals  are  triclinic,  and  the  measurements  given  by 
the  authors  were  obtained  from  13  crystals.  B.  H.  B. 

Monazite  from  Ural.  By  C.  W.  Blomstraxd  (./.  pr.  Chem.  [2], 
41,  266 — 277). — The  author  has  made  fresh  analyses  of  this  mineral 
with  a  view  of  deciding  whether  the  thorium  which  has  been  generally 
found  therein  is  an  essential  constituent  of  the  mineral,  or  is  present 
merely  as  an  accidental  admixture  of  thorite.  Three  samples  were 
analysed  :  — 


572 


ABSTRACTS  OF  CHEMICAL  PAPERS. 


I.  Colour,  light  brown.  Cleavage,  easy.  Powder,  pale  yellow. 
Sp.  gr.,  5-01.  General  formula,  10u(3RO,P2O5)  -f  13(2R0,Si02)  + 
12H.O.  Special  formula,  20(Ce,La)..(P04)o  +  2ThSi04  +  0"6R.SiO4 
+  2‘4H20. 

II.  Colour,  dark  yellowish-brown.  Brittle.  Fracture,  splintering. 
Powder,  pale  yellow.  Sp.  gr.,  5’266.  Crystals,  24  cm.  long,  greatest 
thickness  1  cm.,  irregular.  General  formula,  100(8RQ,P205)  + 
29(2RO,SiCb)  +  L8H20.  Special  formula,  20(Ce,La)2(P04)2  + 
I h3(P04)4  -|-  5'4ThSi04  -f-  R2Si04  -(-  4U20. 

III.  Small,  indistinct  crystals  and  crystalline  fragments.  Colour, 
faint  greyish- brown.  Cleavage  not  distinct.  Sp.  gr.,  4’S7.  General 
formula,  100(3RO,P2O5)  +  120(2RO,SiO2)  +  30H2O.  Special  for¬ 
mula,  20(Ce,La),(P04),  +  l-2Th,(P04)4  +  7ThSi04  +  19R,Si04  + 
6H,0. 


t205. 

Sn02. 

SiOo. 

Th02. 

Ce203. 

La,03.  Yo03. 

Fe203. 

FeO. 

*1. 

27-32 

0-95 

1-37 

5-55 

31-31 

31-86  0-52 

0-26 

— 

II. 

25-09 

0-43 

2-90 

17-82 

34-90 

17-60  0-43 

0  43 

— 

III. 

19-13 

0-40 

9'67 

16'64 

22-88 

14-69  1-71 

— 

3-56 

ALO,. 

MnO. 

CaO. 

Mgo.  ir2o. 

Total. 

*1. 

0-13 

— 

0-55 

— 

0-41 

100-23 

II. 

— 

— 

0-36 

— 

0"56 

100-52 

III. 

2-90 

4-89 

1-25 

0-40  0-71 

98-83 

A.  G.  B. 

Minerals  from  Arizona.  By  TV.  P.  Blake  (Amer.J.  Sci.  [3],  39, 
43 — 45). — The  sodium  sulphate  deposits  of  the  Verde  Yalley,  Arizona, 
have  long  been  quarried  as  a  substitute  for  salt  for  cattle.  The 
occurrence  of  thenardite  was  made  known  by  Silliman  in  1881 
(Abstr.,  1881,  1109).  A  visit  to  the  locality  has  enabled  the  author 
to  describe  allied  species  in  association  with  the  thenardite.  The 
minerals  described  are  mirabilite,  halite,  glauberite,  and  pseudo- 
morphs  of  calcium  carbonate  after  glauberite. 

In  conclusion,  the  author  makes  what  he  believes  to  be  the  first 
announcement  of  the  occurrence  of  bournonite  in  the  United  States. 
It  occurs  sparingly  in  brilliant  characteristic  crystals  at  the  Boggs 
mine,  Big  Bug  district,  Arizona.  B.  H.  B. 

Barium  Sulphate  from  Perkins’  Mill,  Quebec.  By  E.  S.  Dana 
( Amer .  J.  Sci.  [3],  39,  61 — 65). — In  1889,  Lacroix  described  (Abstr., 
18S9,  83S),  under  the  name  of  michel-levite ,  a  mineral  from  Quebec, 
having  the  same  composition  as  heavy  spar,  but,  as  he  believed, 
crystallising  in  the  monoelinic  system.  The  discovery  of  the  di¬ 
morphism  of  barium  sulphate  is  a  point  of  so  great  chemical  interest 
that  the  author  has  been  induced  to  examine  upwards  of  50  specimens 
from  Perkins’  Mill,  Templeton,  Quebec,  the  locality  described  by 
Lacroix.  Optically  and  crystallographically,  the  specimens  examined 
conform  to  normal  barium  sulphate.  The  apparent  easy  cleavage 
and  the  accompanying  pearly  lustres  of  one  of  the  prismatic  faces 
appear  to  be  secondary  in  origin,  and  to  have  been  called  out  by 

*  Mean  of  two  analyses. 
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pressure.  The  existence  of  a  monoelinic  form  of  barium  sulphate  at 
Perkins’  Mill  is  consequently  extremely  doubtful.  B.  II.  B. 

Jarosite  from  Utah.  By  F.  A.  Gent  it  ( Amer .  J.  Sci.  [3],  39,  73). 
— At  the  Mammoth  mine,  Tintic  district,  Utah,  minute  crystals  of 
jarosite  occur,  lining  cavities  of  a  siliceous  limonite.  and  sometimes 
associated  with  a  pulverulent  yellow  mineral,  probably  a  basic  ferric 
sulphate.  The  crystals  are  of  a  yellowish-brown  colour,  and  exhibit 
rhombohcdral  forms.  Analysis  gave  the  following  results: — 

SiO,.  Fen03.  ATa.:0.  IUO.  S03.  ILO.  Sr.  gr. 

0-29  51-10  0-33  9-05  2S-93  10‘24  3  163 

B.  H.  B. 

Zinciferous  Clays  of  South-west  Missouri.  By  W.  H.  S eamon 
(Amer.  J.  Sci.  [3],  39,  38 — 42). — In  connection  with  the  calamine 
deposits  of  [Missouri,  there  occur,  in  considerable  abundance,  clays  of 
peculiar  composition,  the  probable  commercial  value  of  which  has 
hitherto  been  unsuspected.  They  occur  in  layers  of  from  several 
inches  up  to  3  feet,  or  in  lumps  weighing  from  50  to  500  lbs.,  above, 
below,  and  intermixed  with  the  calamine.  The  author  gives 
22  analyses,  of  which  the  following  three  are  selected  as  typical : — 

HoO.  Loss.  ZnO.  Si02.  A1203.  Fe203.  CaO.  Total.  Sp.  gr. 

I.  4*03  3*92  5406  35-29  1’64  —  1-80  100’74  2  91 

II.  6-33  8-93  35-63  38’26  6  1 7  4’67  trace  99-99  2-77 

III.  2-48  13-64  4-30  66‘22  4-91  8  44  —  99‘99  — 

The  loss  at  a  low  red  heat  consists  mainly  of  water.  I  is  a  thin 
streak  of  a  pure  white  variety  of  so-called  “tallow  clay”  found  in 
small  amounts;  II,  flesh-coloured  tallow  clay  from  Aurora;  III,  dark 
red  “joint  clay”  from  Aurora.  The  clays  termed  joint  clays  by  the 
miners  are  tougher  than  the  tallow  clay,  and  are  usually  found  nearer 
the  surface.  B.  H.  B. 

Composition  of  Recent  Vesuvian  Lavas.  By  G.  Fkeda 
( Gazzetta ,  19,  10 — 16). — Lava  of  1SS4. — The  surface  of  this  lava  is 
frequently  coated  with  an  extremely  thin,  hard,  strongly  adherent, 
bright,  metallic  film  which  contains  iron  and  nitrogen,  and  gives  off 
ammonia  when  boiled  with  concentrated  potash  solution,  but  differs 
from  the  ferric  nitride  observed  by  Silvestri,  at  Etna,  by  its  per¬ 
manence  in  the  atmosphere. 

Lava  of  1886. — This  is  of  a  dark  iron-grey  colour,  and  contains 
crystals  of  augite  and  nodules  of  leucite  disseminated  throughout  the 
interior.  The  surface,  which  is  smooth,  lustrous,  and  almost  pitchy 
in  appearance,  is  covered  with  a  thin  film  which  is  seen  to  be  yellow 
and  transparent  at  the  sharp  angles.  The  powdered  lava  gelatinises 
when  heated  with  dilute  sulphuric  acid.  It  fuses  to  a  brown  glass 
under  the  blow-pipe. 

Lava  of  1887. — This  lava  resembles  the  preceding  in  appearance  ; 
but  under  the  microscope  it  exhibits  less  ground-matrix.  The  nodules 
of  leucite,  which  are  of  a  dark-grey  colour  and  contain  numerous 
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inclusions,  are  less  conspicuous;  but  the  crystals  of  augite  are  more 
abundant  than  in  the  18S6  lava.  The  composition  of  these  three  lavas 
is  as  follows  :  — 


SiO,. 

alo3. 

Fe,03. 

CaO. 

MgO. 

X.,0. 

NaoO. 

P205. 

Lava  of  1884 

48-06 

18-37 

10-62 

9-46 

3-51 

5-63 

1-S0 

0-69 

„  1886 

4S-56 

17-91 

11-93 

8-94 

3-GS 

6-21 

1-65 

077 

„  1SS7 

48-40 

18-09 

10-SI 

9-53 

3-45 

5-48 

2-13 

0-62 

S.  B.  A.  A. 

New  Stone  Meteorite.  By  L.  G.  Eakixs  (Amer.  J.  Sci.  [3],  39, 
.59 — 61). — The  fragment  of  the  meteorite  described  was  presented  by 
14.  T.  Hill  to  the  United  States  National  Museum.  It  is  of  irregular 
shape,  and  weighs  2£  kilos.  It  is  hard,  compact,  and  very  tough. 
The  stony  mass  is  very  uniform  in  structure,  but  under  the  micro¬ 
scope  is  seen  to  consist  of  olivine  and  enstatite,  with  a  small  quantity 
of  a  colourless  felspar.  The  mass  has  a  sp.  gr.  of  3"543  at  30°, 
and  on  analysis  yielded — 


Si02.  ALO-).  Cr203.  FeO.  Fe.  h’iO.  Ni.  Co.  CaO.  MgO. 

4475  2-72  0-52  16‘04  1*83  052  0-22  O'Ol  223  27  93 


K20.  bTa2G.  P205.  S.  H20.  Total. 

013  1*13  0-41  1-83  0-84  101-11 


Less  O 

for  S.  Total. 

0-92  100-19 


The  metallic  portion  constituted  2‘23  per  cent,  of  the  mass  and  con¬ 
tained — 

Fe.  h”.  Co.  Total. 

88-74  10-G8  0-58  100-00 


The  residue  from  which  the  metallic  portion  had  been  removed  was 
digested  with  dilute  hydrochloric  acid,  and  the  soluble  and  insoluble 
portions  analysed.  In  the  soluble  portion  the  ratio  of  the  RO-group 
to  the  SiQ.  is  very  close  to  that  of  olivine.  The  insoluble  portion, 
after  removing  the  chromium  oxide  and  a  proportional  amount  of 
ferrous  oxide  to  form  chromite,  gives  ratios  which  seem  to  bear  no 
definite  relations  to  each  other.  Assuming,  however,  that  the 
alumina  and  alkalis  are  present  in  the  proportion  required  for  a 
felspar  of  the  oligoclase  type,  and  deducting  this  amount  of  felspar, 
there  remains — 

RO  :  Si02  =  0-789  :  0-774, 

which  corresponds  closely  with  enstatite.  The  general  composition 
of  the  meteorite  is  as  follows: — • 

Metallic.  Tro'ilite.  Soluble  in  acids.  Insoluble,  Total. 

2  23  5-03  39-S4  52-42  99-52 

B.  H.  B. 
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Stereochemistry  of  Nitrogenous  Compounds.  By  K.  Beihiend 
( Ber .,  23,  454 — 458). — In  the  course  of  his  researches  on  the 
alkyl-derivatives  of  hydroxylamine,  made  jointly  with  Lcucks  and 
ivonig,  the  author  obtained  results  which  appeared  to  show  that 
whilst  paranitrobenzylhydroxylamine  and  benzyl  chloride  on  the  one 
hand,  and  /9-benzyl hydroxylamine  and  nitrobenzyl  chloride  on  the 
other,  gave  rise  to  the  same  /3-benzylparanitrobenzylhydroxylamine, 
the  hydrochlorides  of  the  bases  obtained  by  the  two  methods  differed 
from  one  another  in  crystalline  form  and  solubility.  Further  investi¬ 
gations  have  not  confirmed  this,  but  it  has  led  the  author  to  ideas 
concerning  the  nature  of  the  nitrogen-atom  which  differ  considerably 
from  those  of  Hantzsch  and  Werner  (this  vol.,  p.  348). 

The  grounds  on  which  the  theory  is  based  are  as  follows  :  Through 
the  central  points  of  the  atoms,  or  groups  of  atoms  combined  with 
nitrogen  in  ammonia  or  the  substituted  ammonias,  a  plane  may 
always  be  imagined  to  pass  ;  whether  this  plane  also  passes  through 
the  centre  of  the  nitrogen-atom  is  not  discussed.  Ammonia  can 
unite  simultaneously  with  a  positive  and  negative  element,  and  it  is 
assumed  that  these  take  np  their  position  on  either  side  of  the  plane 
at  points  previously  fixed ;  in  other  words,  that  ammonia  has  a 
positive  and  negative  pole.  This  is  graphically  represented  in  Fig  1. 


Fro,  I.  Fro.  2.  Fig.  3.  Fig.  4. 


If  two  different  radicles  (represented  by  1  and  3)  are  substituted 
for  two  hydrogen-atoms  in  ammonia,  two  configurations  are  possible 
(figs.  2  and  3),  which  would  scarcely  be  distinguishable  from  one 
another,  but  whose  salts  would  have  the  same  relation  to  each  other 
as  the  active  tartaric  acids.  Experiments  made  to  obtain  such 
isomeric  salts  have  so  far  been  unsuccessful.  It  is,  however,  possible 
that  as  soon  as  both  poles  of  the  ammonia  are  saturated,  the  two 
isomerides  may  pass  into  the  same  state  of  equilibrium,  as  shown  in 
Fig.  4.  In  favour  of  this  view  is  the  identity  of  the  ammonium  bases 
obtained  on  the  one  hand  from  diethvlamine  and  methyl  iodide,  and 
on  the  other  from  dimethylamine  and  ethyl  iodide  (V.  Meyer  and 
Lecco,  this  Journal,  1S76,  i,  3S1). 

T.he  isomerism  of  the  benzil  monoximes  and  dioximes  is  explained 
by  the  assumption  that  the  two  carbon-atoms,  which  in  themselves 
can,  according  to  Yan’t  Koff  and  Wislicenus,  rotate  freely,  take  up 
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different  positions  of  equilibrium  under  the  influence  of  the  attrac¬ 
tions  between  the  radicles  with  which  they  are  combined.  Whatever 
assumptions  may  be  made  as  to  the  forces  between  these  radicles,  the 
monoxime  can  only  exist  in  two,  and  the  dioxime  in  three  forms.  If 
the  phenyl-group  be  taken  as  feebly  positive  and  the  oxygen-atom  as 
strongly  negative,  the  following  stereometric  formulas  represent  the 
compounds,  the  names  given  to  each  formula  being  only  intended  to 
indicate  the  one  whose  properties  are  best  represented  by  that 
formula : — 

—  + 

PlrCiN-OH  Ph-C:N-OH 

ph-c-o  o:c-Ph 

a-Mouoxime.  7-Monoxime. 


Ph.CiN’OH 

I  + 

HO-NiO.Ph 

a-Dioxime. 


+ 

PlrCiN’OH 

HO-NiC-Ph 

/3-Dioxime. 


Ph-CiN-OH 

Ph-OIN-OH 

T'-Dioxime. 


This  explanation  is  very  closely  allied  to  that  previously  given  by 
Y.  Meyer  and  Auwers  (Abstr.,  1SSS,  597),  and  is  in  full  accordance 
with  the  views  of  Wisliceuus  concerning  the  attraction  which  takes 
place  between  groups  not  directly  connected  together. 

The  author  regards  the  above  group  of  oximes  as  the  only  group 
of  stereometric  isomerides  containing  nitrogen  which  has  been  suffi¬ 
ciently  investigated  to  allow  of  any  conclusions  as  to  the  nature  of 
the  nitrogen-atom  being  drawn.  He  further  doubts  the  validity  of 
the  proof  given  by  Goldschmidt  (this  vol.,  p.  253),  and  adopted  by 
Hantzsch  and  Werner  (this  vol.,  p.  248),  as  to  the  structural  identity 
of  the  two  benzaldoximes.  The  two  forms  of  the  latter  which  can, 
according  to  Behreud’s  theory,  exist  would  show  such  slight  differ¬ 
ences  as  probably  to  be  indistinguishable.  H.  G.  C. 


Arrangement  in  Space  of  the  Atoms  in  Compounds  con¬ 
taining  Nitrogen.  By  C.  W.  Willgerodt  (/.  pr.  Ghem.  [2],  41, 
291 — 300). — The  author  complains  that  Hantzsch  and  Werner  (this 
vol.,  p.  348)  have  ignored  his  work  on  this  subject  (/.  pr.  Chem.  [2], 
37,  449). 

In  this  paper  he  gives  figures  showing  the  probable  geometrical 
arrangement  of  several  typical  nitrogen  compounds. 

The  author  and  F.  Schulz  have  obtained  two  picrvl-a-naphthyl- 
hydrazines  :  one  forms  yellow,  almost  pulverulent  crystals;  this  is 
very  unstable  and,  when  treated  with  solvents  or  heated  to  145 — 150°, 
easily  changes  into  the  other,  a  red-brown,  stable  modification; 
rotation  of  various  parts  of  the  molecule  will  probably  explain  such 
cases  of  isomerism. 

The  properties  of  the  txvo  hydrobenzoms  (Zincke,  Abstr.,  1889, 
118)  are  easily  explained  on  the  supposition  that  they  are  geometrical 
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— o_ 


OH-CHPh 
1  OH-CIIPh 


b-.ng  the  formula  fo. 


OH-CHPh 

H-CPh-OH 


that  for  hydrobcnzo'in. 


isohyd.ob__z_i..,  a..„ 
A.  G.  B. 


Preparation  of  Iodoform.  By  Castk^laz  and  BruHsur  {Ghent. 
Uentr .,  1S90,  i,  19;  from  Phcirm.  Zeit.,  34,  714). — By  the  method  of 
Suilliot  and  Raynaud  (Abstr.,  1SS9,  1055),  in  which  potassium  liypo- 
iodite  reacts  with  acetone,  the  authors  have  obtained  a  very  high  yield 
of  iodoform,  the  reaction  occurring  quantitatively  between  the  hypo- 
iodite  and  acetone.  The  iodoform  thus  prepared  is  completely  soluble 
in  alcohol,  ether,  chloroform,  and  carbon  bisulphide,  and  has  only  a 
faint  ethereal  odour.  J.  W.  L. 


Preparation  of  Octyl  Chloride.  By  H.  Maj.bot  {Hull.  Soc. 
Ghim.  [3],  3,  G8 — 70  ;  compare  Abstr.,  1889,  687). — Octyl  alcohol, 
after  saturation  with  hydrogen  chloride  and  subsequent  addition  to 
the  product  of  half  its  volume  of  concentrated  hydrochloric  acid,  is 
heated  in  sealed  vessels  at  120 — 130J.  The  conversion  is  rapid,  and 
the  heating  must  not  be  prolonged.  The  yield  is  S7  per  cent,  of  the 
theoretical.  T.  G.  A. 

Action  of  Sulphur  on  Glycerol.  By  C.  H.  Keutgen  {Arch. 
Phorm.  [3],  28,  1 — 7). — When  sulphur  and  glycerol  were  heated 
together,  there  was  no  reaction  below  285°;  at  290°  to  300°  much  gas 
was  evolved  with  violent  intumescence  and  partial  coking  of  the  mass. 
The  gases  consisted  of  hydrogen  sulphide,  carbonic  anhydride,  and 
ethylene.  During  the  reaction,  a  distillate  was  obtained  containing 
undecomposed  glycerol,  water,  and  sulphur,  as  well  as  a  thick,  oily, 
tenacious  liquid.  The  receiver  was  provided  with  a  condenser  to 
prevent  loss  of  allyl  mercaptan.  The  distillate  was  treated  with  ether, 
which  separated  a  pungent,  fuming  oil,  found  to  be  allyl  mercaptan  boil¬ 
ing  at  90°.  After  distilling  all  ether  from  the  residue,  there  were 
obtained,  on  cooling,  crystals  of  sulphur  and  reddish-brown  crystals  of 
diallyl  hexasulphide.  The  brown  crystals  were  extracted  by  means  of 
cold  alcohol  of  90  per  cent.,  the  alcohol  evaporated,  and  this  repeated 
uutil  no  more  sulphur  separated  on  cooling.  The  brown  crystals  have 
the  empirical  formula  C3H5S3,  and  when  treated  with  nascent  hydrogen 
from  tin  and  hydrochloric  acid,  yield  allyl  sulphide  and,  in  smaller 
quantity,  allyl  mercaptan.  Diallyl  hexasulphide  forms  reddish-brown, 
rhombic  prisms  which  gradually  darken  in  the  air,  and  has  a  penetrat¬ 
ing,  repulsive  odour;  it  melts  at  75*5  and  begins  to  volatilise  at  1S0°, 
but  with  partial  decomposition.  It  is  very  easily  soluble  in  ether, 
less  so  in  alcohol,  and  only  in  traces  in  water.  With  the  alcoholic  and 
ethereal  solutions,  water  gives  a  yellow  precipitate.  Its  alcoholic  solu¬ 
tion  gives  with  mercuric  chloride  solution  a  yellow  precipitate  of 
(C3H5)2S6,2HgCb,  and  with  platinum  chloride  solution,  a  reddish 
precipitate  of  (CaHs^SsiPtCh. 

Oxidation  of  the  diallyl  hexasulphide  with  nitric  acid  yielded  an 
oxy sulphide,  SO(C3H5)2,  a  yellow,  thick,  syrupy  liquid,  which  becomes 
brown  in  the  air,  and  at  0°  forms  an  amorphous  solid  soluble  in 
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alcohol  and  hot  water.  It  is  not  volatile  without  decomposition. 
With  nascent  hydrogen,  it  yields  ally  1  sulphide. 

The  first  residue  after  removal  of  the  diallyl  hexasulphide  formed 
a  thick  tenacious  liquid  which  began  to  decompose  at  1 10°  with 
sudden  increase  of  temperature  and  evolution  of  hydrogen  sulphide, 
the  mass  coking  even  when  heated  in  a  vacuum.  The  residue  thus 
obtained  gave  with  nitric  acid  a  mixture  of  oxalic  and  sulphuric  acids. 

J.  T. 

Benzoyl-derivatives  of  Carbohydrates,  of  Glucosamine,  and 
of  certain  Glucosides.  By  L.  Kuexy  (Zeit.  physiol.  Client.,  14, 
330 — 371). — All  carbohydrates  on  treatment  with  benzoic  chloride, 
according  to  Baumaun’s  method,  give  benzoyl  compounds.  On 
examining  these  compounds,  they  were  Found  to  be  mixtures  of 
higher  and  lower  benzoylised  substances;  it  was  difficult,  and  in 
some  cases  impossible,  to  separate  these,  because  few  of  them  are 
crystalline,  and  their  melting  points  are  not  well  defined.  Dilute 
solutions  of  carbohydrates  give  a  mixture  of  benzoates  with  a  higher 
percentage  of  carbon  than  concentrated  solutions.  With  dextrose, 
the  substances  obtained  in  a  fairly  pure  condition  were  the  penta-, 
tetra-,  and  tri-benzoates  melting  respectively  at  179°,  141c,  and  80°. 
The  other  carbohydrates  examined  were  levulose,  saccharose,  lactose, 
maltose,  dextrin,  and  glycogen.  Dextrose  and  galactose  are,  as 
Skraup  (SUsunysb.  Wien.  Akbd.  Naturw .,  Classe,  98,  ii&,  438)  first 
found,  completely  benzoylised  ;  in  the  case  of  the  other  carbohydrates, 
one  or  more  hydroxyl-groups  are  left  unreplaced.  All  these  com¬ 
pounds  are  very  resistant  to  the  action  of  dilute  mineral  acids;  by 
treatment  with  fuming  nitric  acid,  they  are  partially  decomposed.  On 
treatment  with  alkali,  the  benzoates  of  the  glucoses  show  the  greatest 
resistance,  the  benzoylised  saccharoses  come  next,  whilst  the  benzoyl- 
dextrins  are  easily  saponified.  ^Nearly  all  these  compounds  are  very 
badiy  characterised,  and  were  not  obtained  in  a  state  of  purity. 
Most  of  them  have  been  previously  obtained,  but  the  derivatives  of 
amylodextrin  and  erythrodextrin  are  new  ;  these,  however,  in  each 
case  were  only  obtained  as  mixtures  of  several  benzoates. 

Baumaun  has  shown  that  by  treating  glucosamine  with  benzoic 
chloride,  a  glucosamine  tetrabenzoate  is  formed,  mixed  with  lower 
benzoylised  compounds;  it  was  not  possible  to  prepare  a  penta- 
benzoate.  By  the  action  of  fuming  nitric  acid  on  the  tetra¬ 
benzoate,  a  crystal lisable  dibenzoate  melting  at  160°  was  obtained. 
The  sugar  obtained  from  glucosamine  is  a  reducing  sugar,  but  is  not 
fermentable  with  yeast.  Its  benzoyl  compound  comes  in  elementary 
composition  nearest  to  a  dextrose  tribenzoate,  but  differs  from  that 
compound  in  being  easily  decomposed  by  acids  and  alkalis.  Tetra- 
benzuylglncosamine  gives  no  reaction  with  hydrocyanic  acid  and 
phenylhydraziue ;  it  is  not  attacked  by  nitrous  acid,  from  which 
it  follows  that  one  benzoyl-group  is  attached  to  the  >'H2  residue.  By 
treating  the  benzoyl  compounds  of  glucosamine  with  sodium  amalgam, 
there  is  no  evolution  of  hydrogen;  they  thus  resemble  benzamide  and 
liippuric  acid,  and  therefore  probably  contain  the  group  NHBz. 

The  glucosides,  like  the  carbohydrates,  are  easily  benzoylised  on 
treating  them  according  to  Baumaun’s  method.  Of  the  four 
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glucosidcs  examined,  complete  benzoylation,  and  a  quite  pure  product 
(a  pentabenzoato  melting  at  159 — 105°)  was  only  obtained  with  one  ; 
namely,  arbutin.  Amvgdalin,  eoniferin,  and  salicin  were  always  incom¬ 
pletely  benzoylisod,  giving  mixtures  of  products  containing  a  large 
number  of  benzoyl-groups,  but  these  could  not  be  separated  by  crystal¬ 
lisation.  The  benzoyl  glneosides  show  even  more  resistance  to  the 
action  of  reagents  than  the  similar  compounds  of  the  glucoses.  Even 
by  boiling  with  alkalis  they  were  only  decomposed  with  the  greatest 
difficulty.  W.  D.  H. 

Influence  of  Temperature  on  the  Specific  Rotation  of  Cane- 
sugar.  By  C.  W.  Andrews  (C 'hem.  Ctutr.,  181)0,  i.  20 — 21;  from 
Mon.  Sci.  [4],  3,  1366 — 1009). — The  author  has  determined  the 
specific  rotation  of  cane-sugar,  and  his  results  coincide  very  elosclv 
with  those  of  Duhrunfaut,  who,  in  1840,  found  that  the  rotation  of 
cane-sugar  diminishes  as  the  temperature  rises. 

The  author’s  determinations  were  made  with  a  large  Laurent 
polariscope,  by  means  of  which  the  angle  of  rotation  could  be  read  off 
to  the  nearest  minute.  The  tubes,  which  were  very  carefully 
measured,  were  rather  more  than  40  cm.  long.  The  sugar  used  wTus 
pure,  and  for  a  solution  of  the  concentration  C  =  20  01  showed  a 
rotation  of  00*398°  at  20°,  whereas,  according  to  Landolt’s  formula, 
it  should  be  00*421°.  Two  series  of  determinations  were  made.  In 
tlic  first,  100  c.e.  contained  23*080  grams  of  sugar,  the  readings 
showing  a  specific  rotation  of  [«]D  =  00*415°  at  18*5°  and  (A]D  = 
00  174°  at  41*5°.  In  the  second  series,  100  e.c.  contained  15  344  grams 
of  sugar,  with  which  the  readings  were  equal  to  [ jc]r>  =  66'642°  at  19°, 
60’405°  at  39'9°,  and  60*604°  at  20'1°,  from  which  results  the  author 
calculates  [*]d*  =  [*]D2"  —  O'OOOl  14  (£  —  29)  for  cane-sugar. 

J.  W.  L. 

Behaviour  of  the  Hydroxides  of  Calcium  and  the  Alkalis 
with  Sugars.  By  H.  Leplat  (Chum.  Oentr.,  1890,  i,  108 — 1 10;  from 
Zeit.  liiib.  Zuch .  Ind.,  1889,  1017 — 1020). — After  experimenting  on 
the  inversion  of  saccharose  by  water,  the  author  made  a  similar  series 
of  experiments  to  determine  the  action  of  sodium  and  calcium 
hydroxides.  A  solution  of  sugar,  containing  100  grams  in  1  litre,  was 
boiled  with  sodium  hydroxide  solution  (strength,  50  alkaline  degrees 
in  1  litre)  for  52  hours.  During  the  first  fci  hours  the  alkali  was 
found  to  have  prevented  the  inversion,  but  from  this  time  inver¬ 
sion  begins,  the  polariscope  readings  being  97*2°  at  the  commence¬ 
ment,  95'5°  at  the  end  of  12  hours,  93*1°  at  the  end  of  16  hours, 
91*5°  at  the  end  of  20  hours,  75°  at  the  end  of  42  hours,  40  5°  at  the 
eud  of  54  hours.  When  heated  without  alkali,  the  same  sugar 
solution  became  levorotatory  at  the  end  of  12  hours,  and  at  the  end  of 
54  hours  the  reading  was  —  21*5°.  Two  other  similar  experiments 
were  made  with  a  sugar  solution  of  the  same  strength,  but  with  con¬ 
siderably  less  alkali,  from  all  of  which  the  author  concludes  that  the 
sodium  hydroxide  on  the  one  hand  prevents  the  inversion  of  the 
sugar,  but  that  it  attacks  a  portion  of  the  sugar,  becoming  thereby 
itself  neutralised.  The  rotatory  power  of  the  sugar  solution  is 
reduced,  but  the  reducing  power  for  Boll  ling’s  solution  is  not  altered ; 
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no  reducing  substances  are  formed  if  the  heating  be  discontinued  at 
the  moment  when  the  alkali  is  entirely  neutralised.  The  action  of 
calcinm  hydroxide  on  a  similar  solution  of  sugar  proved  to  be  the  same 
as  that  of  sodium  hydroxide,  but  was  more  feeble  ;  a  part  of  the  alkali 
becomes  neutralised,  the  rotatory  power  becomes  reduced,  but  no 
reducing  substance  is  formed.  This  coincides  with  the  experiences 
of  sugar  refiners,  an  acid  substance  being  formed  which  unites  with 
the  lime  to  form  a  thick  syrupy  liquid  which  prevents  crystallisa¬ 
tion.  As  the  compound  formed  with  sodium  is  of  a  much  more 
limpid  nature,  the  author  recommends  the  use  of  sodium  hydroxide. 

The  author  draws  attention  to  the  importance  of  the  estimation  of 
these  acid  products  of  the  decomposition  of  glucose,  some  of  which 
reduce  alkaline  copper  solutions,  but  do  not  rotate  the  ray  of  polarised 
light,  and  points  out  that  whilst  the  quantity  of  glucose  may  remain 
nearly  constant,  the  amount  of  these  acids  increases  constantly,  a 
small  quantity  of  cane-sugar  being  continually  converted  into  glueose, 
whilst  at  the  same  time  a  nearly  corresponding  quantity  of  glucose  is 
converted  into  acid  substances.  J.  W.  L. 

Compounds  of  Raffinose  with  Bases.  By  K.  Beythien  and 
B.  Tollens  (Annalen,  255,  195 — 213;  compare  Abstr.,  1889,  846). 
—  The  specific  rotatory  power  of  pure  raffinose,  C18H3201S  +  5H20, 
is  [*]D  =  104-4°. 

Strontia  raffinose ,  Ci8H;)2OlG,2SrO  +  H20,  is  best  prepared  by 
boiling  a  solution  of  crystalline  raffinose  (5  grams),  crystalline  stron¬ 
tium  hydrate  (10  grams),  and  water  (20  c.e.),  for  four  to  six  hours  in 
a  salt-water-bath ;  at  100°  the  precipitate  separates  in  a  sticky  con¬ 
dition,  but  by  prolonged  boiling  iu  a  salt-water-bath,  or  by  adding  a 
little  alcohol,  it  is  obtained  as  a  granular,  amorphous  powder.  It 
loses  its  water  at  100°,  and  is  soluble  in  alcohol  and  ether.  Attempts 
to  prepare  a  monostrontia  compound  -were  unsuccessful. 

Baryta  raffinose,  C18Hj2OiG,BaO,  can  be  obtained  by  dissolving 
crystalline  barium  hydrate  (2  grams)  in  -water  (60  c.c.),  adding 
alcohol  until  the  precipitate  produced  just  redissolves,  and  then 
adding  a  solution  of  raffinose  (2'5  grams)  iu  water  (5  c.c.).  The 
reddish,  amorphous  precipitate  gradually  hardens,  and  is  then  washed 
with  alcohol  and  ether.  Dibaryta  raffinose,  Ci8H32Oie,2BaO,  is  pre¬ 
pared  in  like  manner,  but  employing  excess  (4 — 5  grams)  of  barium 
hydrate.  Both  compounds  are  difficult  to  purify. 

Lime  raffinose,  Ci8H3201G,3Ca0  +  2H20,  is  easily  obtained  by  dis¬ 
solving  raffinose  (3  grams)  in  water  (100  c.c.),  adding  calcium 
hydrate  (0'4  gram),  and,  after  keeping  for  some  time,  heating  the 
filtered  solution  for  some  hours.  It  is  a  colourless  powder,  and  loses 
its  water  at  100°. 

Lead  oxide  raffinose,  C18H320]c,3Pb0,  prepared  by  adding  a  clear 
ammoniacal  solution  of  lead  acetate  to  an  aqueous  solution  of  raffinose, 
is  a  colourless  powder. 

The  two  compounds  C!8H31016Na  and  CigHsiO^Aa^aOH  were  also 
prepared  by  the  method  previously  described  (Rischbieth  and  Tollens, 
(Annalen,  232,  182).  F.  S.  K. 
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Behaviour  of  Inverted  Raffinose  with  Phenylhydrazine. 
Bv  K.  Beytiiien  and  B.  Theeexs  (Anwilcn,  255,  2 1  -f- — 216). — When 
railtuose  (10  grams)  is  heated  for  ten  minutes  at  GS*  with  hydrochloric 
acid  of  sp.  gr.  1*19  (6  e.c.)  and  water  (90  c.e.),  the  solution  then 
freed  from  hydrochloric  acid  with  silver  carbonate,  and  treated  with 
phenylhydrazine  and  acetic  acid,  an  osazone  is  obtained  which  has 
the  same  melting  point  aud  the  same  composition  as  the  osazone  of 
levulose  and  of  dextrose.  This  experiment,  together  with  Haedicke 
and  Tollens’  observation  that  the  glucose  formed  is  strongly  lajvo- 
rotatory,  proves  that  levulose  is  produced  by  the  partial  inversion  of 
raflinosc.  The  fact  that  galactose  cannot  be  isolated  from  the  inverted 
solution,  in  spite  of  the  readiness  with  which  it  crystallises,  seems  to 
show  the  existence  of  a  compound  of  galactose  with  dextrose  in  the 
partially  inverted  solution. 

Mannose  phenylhydrazine  could  not  be  obtained  from  the  inverted 
solution,  as  stated  by  Fischer  (Abstr.,  18S9,  480).  F.  »S.  K. 

Cellulose  and  its  Forms.  By  W.  Hoff.meistfr  ( Chem .  Centr., 
1890,  i,  112 — 114;  from  Lancia:.  Jahrb.,  18,  707—784). — The  author 
has  further  experimented  with  the  two  methods  already  described 
(Chem.  Centr.,  1SS8,  1211,  1426;  1SS9,  ii,  721).  Although  cellulose 
may  be  purified  by  treatment  with  cold  hydrochloric  acid  and  hot 
ammonia,  which  remove  the  foreign  substances,  after  which  the  cellu¬ 
lose  is  completely  dissolved  by  enprammonium  hydroxide  solution,  it  is 
now  recommended  to  use  glacial  acetic  acid,  which  does  not  effect  any 
change  in  any  form  of  soluble  cellulose  in  the  cold,  sugar-formation  not 
occurring  until  a  few  degrees  below  100°.  Starch  is  not  affected  by 
acetic  acid  at  88 — 92°,  but  if  one  drop  of  hydrochloric  acid  is  added, 
the  starch  becomes  completely  dissolved  in  2  to  3  hours.  Substances 
are  therefore  digested  for  several  hours  at  S6 — 90°  with  5  parts  of 
glacial  acetic  acid,  to  which  one  drop  of  hydrochloric  acid  per  20  c.c.  is 
added,  after  which  the  residue  is  digested  with  ammonia  and  tho¬ 
roughly  washed,  and  may  then  be  dissolved  in  cuprammonium  hydr¬ 
oxide  solution.  The  method  is,  however,  too  complicated  for  the  usual 
determination  of  cellulose  in  feeding  stuffs. 

The  “chlorine  mixture”  is  useful  for  the  approximate  determination 
of  crude  woody  fibre,  and  for  the  preparation  of  the  soluble  and  inso¬ 
luble  forms  of  cellulose,  but  is  not  suitable  for  the  analysis  of  feeding 
stuffs. 

The  author  considers  that  Weender’s  method  is  the  best  for  this 
purpose.  He  has  also  made  a  series  of  experiments  with  clover  and 
barley,  with  the  object  of  determining  whether  soluble  forms  of  cellu¬ 
lose  occur  at  every  period  of  the  life  of  plants,  and  whether  the  rela¬ 
tive  proportions  of  soluble  and  insoluble  cellulose  can  be  determined 
during  the  different  periods  of  plant  life,  and  he  has  arrived  at  the 
conclusion  that  soluble  cellulose  does  exist  at  every  period  of  the  life  of 
plants,  and  that  the  relative  proportion  of  soluble  cellulose  increases 
with  the  period  of  vegetation.  J.  W.  L. 

The  Melting  Points  and  Preparation  of  Osazones.  By  K. 
Beytiiien*  and  B.  Toe i.ens  ( Annalen ,  255,  217 — 221). — The  observed 
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melting  point  of  an  osazone  depends,  as  lias  been  previously  stated  by 
other  investigators,  on  the  rapidity  of  heating;  the  levulosazone 
obtained  from  raffinose,  for  example,  melts  at  208°  when  the  rise  in 
temperature  from  23 — 208°  occurs  in  13  minutes,  whilst  by  heating 
much  more  slowly  the  melting  point  falls  to  185°.  It  is  advisable, 
therefore,  in  identifying  an  osazone  by  its  melting  point,  to  do  so  by 
direct  comparison. 

In  the  preparation  of  osazones  from  phenyl  hydrazine  acetate  (or 
phenylhydrazine  hydrochloride  and  sodium  acetate),  the  solution 
should  not  be  evaporated  to  dryness,  as,  under  these  conditions,  acetyl- 
phenylhydrazine  (m.  p.  12S'5°)  is  also  formed. 

Phenylhydrazine,  under  certain  conditions  not  determined,  produces 
troublesome  sores  on  the  skin.  F.  S.  K. 

Ethyl  Orthoformate.  By  T.  Hlllemax  (Eec.  Trav.  Chim.,  8, 
386 — 390). — It  is  stated  in  text-books  that  ethyl  orthoformate  is 
decomposed  by  sodium  ethoxide;  alcohol,  ether,  sodium  formate,  and 
carbonic  monoxide  being  formed.  The  author  finds  that  tliisisnot  the 
case.  Ethyl  orthoformate  is  not  acted  on  by  a  10  per  cent,  alcoholic 
solution  of  sodium  ethoxide  at  100°,  nor  by  dry  sodium  ethoxide  at 
146°  ;  when  boiled  with  metallic  sodium,  a  small  quantity  of  a  brown 
substance  is  formed,  but  no  gas  is  evolved. 

Nitric  acid  decomposes  ethyl  orthoformate,  forming  ethyl  nitrate, 
formic  acid,  and  water;  a  small  quantity  of  ordinary  ethyl  formate 
is  also  formed.  C.  F.  B. 

Ethyl  Thioacetoacetate.  By  A.  Michaelis  and  B.  Philips  (Be?-., 
23,  5 59 — 501). — Ethyl  thioacetoacetate  (in.  p.  100 — 101°)  is  formed 
when  ethyl  acetoacetate  is  treated  with  thionyl  chloride  in  the  cold. 

When  ethyl  thioacetoacetate  is  treated  with  phenylhydrazine  in  cold 
acetic  acid  solution,  it  yields  a  compound  of  the  composition  C2oH2204N2S. 
This  substance  separates  from  hot  alcohol  in  colourless  crystals,  melts 
at  185°,  and  is  converted  into  phenylmethylpyrazoloneazobenzene, 
identical  with  the  compound  described  by  Buehka  and  Sprague  (this 
vol.,  p.  2S),  when  it  is  warmed  with  phenylhydrazine  in  alcoholic 
solution.  F.  S.  K. 

Formation  of  Lactic  Acid  from  Raffinose  and  from  Cane- 
sugar.  Raffinose  not  formed  from  Cane-sugar  by  the  Action 
of  Calcium  or  Strontium  Hydroxide.  By  R.  Beythien,  E. 
Pa  rods,  and  B.  Tollens  (Annalen,  255,  222 — 228). —  Lactic  acid 
(0‘6  gram)  is  formed  when  raffinose  (40  grams)  is  boiled  for  about 
24  hours  with  a  solution  of  crystalline  strontium  hydroxide  (90  grams) 
in  water  (1  litre).  Cane-sugar  under  the  same  conditions  gives  the 
same  quantity  of  lactic  acid. 

When  cane-sugar  (1  part)  is  boiled  with  calcium  hydroxide  (1  part) 
and  water  (20  parts)  for  4S  hours,  it  yields  about  1  per  cent,  of  its 
weight  of  lactic  acid  ;  raffinose  is  not  formed  when  cane-sugar  is 
boiled  with  calcium  or  strontium  hydroxide,  as  is  shown  by  the  fact 
that  after  separating  the  alkaline  earth  and  oxidising  the  residual 
sugar  with  nitric  acid,  not  a  trace  of  mucic  acid  is  obtained. 

F.  S.  K. 


ORGANIC  CHEMISTRY. 


583 


Lactic  Acid  from  Molasses,  lly  K.  Beytriex,  E.  Farces,  and 
B.  Tui, i, hxs  (JHHif/fH,  255,  228 — 229). — .Molasses  contains  variable 
quantities  of  lactic  acid,  sometimes  as  much  as  0'5  per  cent.  The 
authors  examined  four  different  samples  and  found  lactic  acid  in 
every  case;  two  of  the  samples  were  obtained  from  works  where  the 
elution  process  and  the  struntia  process  are  not  employed. 

F.  S.  K. 

New  Synthesis  of  Bibasic  Carbon  Acids.  By  A.  Crum  Brown 
( Proc .  Hoy.  Soc.  Edin.%  17,33 — 54). — The  electrolysis  of ■  salts  of  the 
general  formula  COOK,R",COOEt  has  produced  potassium  hydroxide, 
hydrogen,  and  carbonic  anhydride  at  the  cathode,  and  salts  of  the 
formula  COOEt-R-R-COOEt  at  the  anode.  See  next  abstract. 

E.  W.  P. 

Electrolysis  of  Potassium  Ethyl  Malonate  and  of  Potassium 
Ethyl  Succinate.  By  A.  Crum  Brown  and  J.  Walker  ( Proc .  Iioy. 
iSoc.  Edin.,  17."  54 — 56). — Avoiding  heating  and  high  concentration, 
potassium  ethyl  malonate  was  subjected  to  electrolysis;  and  after  the 
passage  of  the  current  for  some  time,  potassium  carbonate  was 
deposited,  and  from  the  aqueous  solution  ether  extracted  ethyl 
succinate  (b.  p.  216°). 

Ethyl  adipate  was  obtained  in  a  similar  manner  from  potassium 
ethyl  succinate.  E.  W.  P. 

Lactonic  Acids,  Lactones,  and  Unsaturated  Acids.  By  R. 
Eittig  (Annalen,  255,  1 — 18;  compare  Abstr.,  1SS6,  47,  and  1888, 
251). — The  condensation  of  aldehydes  with  di  car  boxy  lie  acids  of  the 
succinic  series  is  a  reaction  which  can  be  employed  with  advantage 
for  the  preparation  of  lactonic  acids,  lactones,  and  unsaturated  mono- 
and  di-carboxylic  acids,  the  constitution  of  which  is  known  from  their 
method  of  formation. 

All  aldehydes  hitherto  investigated  in  this  direction  react  readily 
with  succinic  acid  and  with  pyrotartaric  acid;  other  dicarboxylic 
acids  have  not  yet  been  tried. 

The  usual  method  of  procedure  is  to  heat  an. intimate  mixture  of 
the  anhydrous  aldehyde  (1  mol.),  anhydrous  sodium  succinate 
(1  mol.)  or  sodium  pyrotartrate  (1  mol.),  and  freshly  distilled  acetic 
anhydride  (1  mol.),  at  a  temperature  varying  from  80  to  120°. 

In  the  case  of  succinic  acid,  the  first  product  is  probably  a  sodium 
salt  of  the  constitution  OH*CHR-CH(COO^a)-CHyCOOXa ;  this 
compound,  on  treatment  with  water,  is  decomposed  by  the  acetic  acid 
into  the  free  acid  or  the  sodium  hydrogen  salt,  with  subsequent 
formation  of  a  single  lactonic  acid.  The  yield  of  this  product  is  only 
approximately  quantitative,  owing  to  the  formation  of  resinous 
products,  especially  when  the  aldehyde  employed  is  prone  to  poly¬ 
merisation. 

In  the  case  of  pyrotartaric  acid,  two  isomeric  lactonic  acids  of  the 
CHR-CH-COOH  CHB-CMe-COOH 
constitution  ^co-tHUe  and  O-COCH,  ’  respeclivel-r> 

are  formed  ;  the  acid  of  higher  melting  point  is  produced  in  by  far 
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the  larger  quantity,  and  has  probably  the  constitution  represented  by 
the  first  of  the  two  formulae. 

Salicylaldehyde  and  succinic  acid  yield  a  dicoumarin  of  the  con¬ 
stitution  C6H4<^  q^^C-C<^^^>C6H4,  whilst  salicylaldehyde  and 
pyrotartaric  acid  give  coumarinpropionic  acid, 

C6H4<°^°>C-CHMe-COOH, 


and  small  quantities  of  a  hydrozt/phenyhneihylisocrntonic  acid,  which 
has  probably  the  constitution  OH,C6H4-CH!CMe,CH2-COOH. 

Anisaldehyde  and  succinic  acid  condense  together,  forming  anisyl- 
isocmtonic  acid,  OMe'CsH^CHiCH-CHvCOOH,  dianisylpentolic  acid, 
OMe*CfiH4-CH;CH*C(COOH)!CH,C,;Fi4,OMe,  and  dianisyltetrylene, 
OMe-C6H4-CH:CH-CH:CH-C6H4'OMe. 

The  distillation-products  of  the  monosubstituted  paraconic  acids 
are  in  every  case  (1)  a  monoearboxyiic  /Sy-unsaturated  acid  formed 
by  the  elimination  of  carbonic  anhydride;  (2)  small  quantities  of  a 
saturated  lactone  isomeric  with  this  jSy-acid;  and  (3)  one,  or  in  the 
case  of  methylparaconic  acid  several,  unsaturated  dicarboxylic  acids 
isomeric  with  the  original  paraconic  acid;  in  every  case,  except  in 
that  of  phenylparaconic  acid,  some  of  the  acid  passes  over  unchanged, 
especially  with  rapid  distillation. 

The  lactonic  acids  obtained  from  aldehydes  and  pyrotartaric  acid 
yield,  on  distillation,  unsaturated  hydrocarbons ;  only  very  small 
quantities  of  unsaturatcd  monoearboxyiic  acids  and  lactones  being 
produced  ;  at  the  same  time,  some  of  the  lactonic  acid  is  decomposed 
into  pyrotartaric  acid  and  the  aldehyde  from  which  it  was  prepared. 

F.  S.  K. 


Aeetaldehyde  and  Succinic  Acid.  By  R.  FtTTiG  and  T.  Frank kl 
(Annalen,  255,  18 — 42;  compare  Abstr.,  1SSG,  47,  1888,  251). — Methyl- 

CilMe-CH-COOH  .  .  ,  , 

paraconic  acul,  i  J  .,  is  obtained  when  a  mixture  ol 
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sodium  succinate,  acetic  anhydride,  and  acetaldehyde  (If  mols.)  is 
heated  for  12  hours  at  100°,  and  then  for  24  hours  at  115 — 120°.  The 


product  is  mixed  with  water,  the  supernatant  od,  which  consists  of  par¬ 
aldehyde  and  resinous  products,  separated  mechanically,  the  residual 
solution  distilled  with  steam  to  free  it  from  aldehyde,  and  then  con¬ 
centrated  by  evaporation  ;  after  acidifying  with  hydrochloric  acid, 
the  methylparaconic  acid  and  succinic  acid  are  extracted  with  ether, 
dissolved  in  water,  the  filtered  solution  evaporated  to  dryness,  and 
the  lactonic  acid  extracted  with  chloroform.  It  crystallises  from 
benzene  in  slender  needles  or  p'ates,  melts  at  83 — 84°,  and  is  very 
readily  soluble  in  most  ordinary  solvents,  but  only  sparingly  in 
benzene  and  light  petroleum,  and  almost  insoluble  in  carbon  bisulphide. 
This  acid  seems  to  have  been  previously  prepared  by  Gantter  (com¬ 
pare  Bisehoff  and  Rach,  Abstr.,  1SS6,  1 U 1 2 )  by  the  reduction  of  ethyl 
acetosuccinate  with  sodium  amalgam.  The  barium  salt,  (C6H704)2Ba 
+  34HiO,  prepared  by  neutralising  a  cold  aqueous  solution  of  the 
acid  with  barium  carbonate,  is  very  readily  soluble  in  water,  from 
which  it  separates  in  small  needles;  it  loses  its  water  at  100°,  and  is 
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insoluble  in  alcohol.  The  calcium  salt  (-(-  2^H20)  separates  from 
very  concentrated  aqueous  solutions  in  ill-defined,  crystalline  aggre¬ 
gates.  The  silver  salt,  C6Ui04Ag,  crystallises  in  prisms,  is  very 
stable,  and  dissolves  freely  in  hot  water. 

Barium  methylitamalate ,  C6H805Ba  +  ?>H20,  is  produced  when 
mef.liylparaconie  acid  is  boiled  with  baryta-water;  it  is  not  easily 
obtained  in  crystals.  The  calcium  salt  (+  3H20),  prepared  in  like 
manner,  crystallises  from  water  in  small  needles,  and  is  more  readily 
soluble  in  cold  than  in  hot  water.  The  silver  salt,  C6U805Ag2)  is  a 
colourless,  tlocculent  compound,  only  sparingly  soluble  in  water. 

When  metliylparaconic  acid  is  heated,  carbonic  anhydride  com¬ 
mences  to  be  evolved  at  200°,  and  at  a  somewhat  higher  temperature, 
a  yellow  oil  distils,  leaving  a  small  quantity  of  carbonaceous  matter. 
The  distillate  is  a  mixture  of  valerolaetonc,  cthylidcnepropionic  acid, 
methy litaconic  acid,  methyleitraconic  acid,  and  unchanged  methyl- 
paraoonie  acid;  the  five  compounds  are  isolated  as  follows: — The 
distillate  is  treated  with  water,  rendered  alkaline  with  sodium  carbo¬ 
nate,  aud  the  valerolactouc  extracted  with  ether;  the  solution  is  then 
acidified  with  sulphuric  acid,  the  acids  extracted  with  ether,  aud  the 
mixture  submitted  to  distillation  with  steam.  Mcthylitaeonic  acid 
and  metliylparaconic  acid  remain,  and  can  be  separated  by  evapo¬ 
rating  the  solution  and  extracting  the  lactonic  acid  from  the  crystal- 
liuc  residue  with  chloroform,  Etkylidencpropionic  acid  and  mctliyl- 
eitraconic  acid  distil  over,  and  can  be  separated  by  converting  them 
into  the  barium  salts  and  evaporating,  whereon  the  sparingly  soluble 
salt  of  methyleitraconic  acid  separates  from  the  hot  solution. 

JCthy lidenepropion ic  acid ,  CH3-CH!CH-CH2-COOH,  is  a  colourless 
oil  boiling  at  193 — 194°;  it  is  soluble  in  10 — 12  parts  of  water,  but 
separates  from  the  solution  on  the  addition  of  sodium  chloride.  It  is 
moderately  easily  volatile  with  steam,. and  has- an  odour  recalling  that 
of  hj'drosorbic  acid.  This  acid  is  possibly  identical  with  the  com¬ 
pound  obtained  by  Zincke  and  Kiister  (Abstr.,  18S9,  599)  from 
catechol  and  orthamidoplienol,  and  named  by  them  propylideneacetic 
acid.  The  barium  salt,  (C5H702)2Ba,  separates  from  water  in  small, 
anhydrous  needles,  and  is  more  sparingly  soluble  in  hot  than  in  cold 
water.  The  calcium  salt  (+  H20)  crystallises  in  plates,  and  is 
readily  soluble  in  water  and  alcohol.  The  silver  salt,  C5H702Ag, 
crystallises  from  water  in  nacreous  plates,  and  is  slowly  decomposed 
by  boiling  water,  but  is  moderately  stable  in  the  light. 

7- Bromovaleric  acid,  CH3*CHBrCH2-CH2-COOH,  is  obtained  when 
ethylidenepropionic  acid  is  treated  with  ice-cold  concentrated  liydro- 
bromic  acid.  It  is  a  colourless  oil,  and  is  readily  decomposed  by 
boiling  water,  yielding  valerolaetonc. 

J)i bromovaleric  acid ,  CHs’CHBvCHBr’CHyCOOH,  prepared  by 
brominating  ethylidenepropionic  acid  in  cold  carbon  bisulphide  solu¬ 
tion,  is  a  thick,  yellowish  syrnp  ;  it  is  not  identical  with  the  dibromo- 
derivativc  of  allylacctic  acid. 

Methyleitraconic  acid,  COOITCH!CEt*COOH,  crystallises  from 
water  and  chloroform  in  large,  compact  prisms,  and  from  benzene  in 
needles,  melts  at  100 — 101°,  and  is  readily  volatile  with  steam  ;  it 
probably  distils  as  anhydride,  because  even  when  dried  at  70°  it  is 
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converted  into  tlie  anhydride,  which  remains  as  an  oil.  The  calcium 
salt,  C6H604  +  HoO,  separates  from  hot  water  in  plates,  and  is  more 
readily  soluble  in  cold  than  in  hot  water.  The  barium  salt  (+  4H20) 
separates  from  its  aqueous  solutions,  on  heating,  in  slender  needles, 
and  loses  its  water  only  at  a  high  temperature.  The  silver  salt, 
CBH604Ag2,  crystallises  from  hot  water,  in  which  it  is  only  very 
sparingly  soluble,  in  colourless  needles,  and  is  very  stable. 

Methylitaconic  acid,  COOH-CH2*C(COOH)iCHMe,  crystallises  from 
hot  water  in  prisms,  melts  at  166 — 167°,  and  is  only  sparingly^  soluble 
in  cold  ether  and  cold  water,  and  almost  insoluble-in  chloroform.  It 
is  not  volatile  with  steam,  and  is  much  more  sparingly  soluble  than 
mcthyleitraconic  acid,  to  which  it  stands  in  the  same  relation  as 
itaconic  does  to  citraconic  acid.  .The  calcium  salt,  C6H604Ca  +  HiO, 
crystallises  from  water  in  plates,  and  is  more  readily  soluble  in  cold 
than  in  hot  water.  The  barium  salt  (+  -^IRO)  separates  from  water 
in  prismatic  crystals.  The  silver  salt,  CBHs04Ag2,  is  a  crystalliue 
powder,  very  sparingly  soluble  in  water,  and  very  stable. 

Methylcitraconic  acid  is  converted  into  methylitacOnic  acid  when 
it  is  heated  with  water  at  150°  for  6 — 8  hours;  when  methylitaconic 
acid  is  distilled,  it  is  partially  converted  into  methylcitraconic  acid. 
Methylitaconic  acid  and  methylcitraconic  acid,  on  reduction  with 
sodium  amalgam,  are  bbth  converted  into  etliylsuecinic  acid 
(m.  p.  98 — 99°)  identical  with  the  compound  obtained  by  Huggenberg 
(Abstr.,  1878,  782). 

An  acid  melting  at  194 — 196°,  and  sparingly  soluble  in  hot  water, 
is  formed  when  methylcitraconic  acid  is  heated  with  dilute  (1  :  4) 
nitric  acid  ;  this  compound  is  probably  methylmesaconic  acid. 

F.  S.  K. 

Chloral  and  Succinic  Acid.  By  R.  Fittig  and  H.  F.  Miller 
( Annalen ,  255,  43 — 55;  compare  Abstr.,  1888,  252). — Trichloro- 
methylparaconic  acid  is  prepared  by  treating  chloral  with  sodium 
succinate  and  acetic  anhydride,  and,  as  soon  as  the  first  energetic 
reaction  is  at  an 'end,  beating  the  mixture  at  110 — 120°  for  three  to 
four  hours.  The  product  is  mixed  with  warm  water,  the  filtered 
solution  strongly  acidified  with  sulphuric  acid,  extracted  with  ether, 
and  the  ether  evaporated;  the  acid  is  then  purified  by  repeatedly 
dissolving  in  water  and  evaporating  the  filtered  solution,  and  finally 
it  is  dissolved  in  chloroform  to  free  it  from  traces  of  succinic  acid. 
The  yield  of  the  pure  acid  is  about  60  per  cent,  of  the  theoretical 
quantity.  It  crystallises  in  slender  needles,  melts  at  97°,  and  is 
very  readily  soluble  in  ether,  alcohol,  and  chloroform,  but  less  readily 
in  warm  benzene,  and  almost  insoluble  in  carbon  bisulphide.  The 
calcium  salt,  (C6H4Cl304)3Ca  +  2H20,  prepared  by  neutralising  a 
cold  aqueous  solution  of  the  acid  with  calcium  carbonate,  crystallises 
in  prisms.  The  barium  salt,  (C6H4Cl304)2Ba,  is  a  colourless,  crystal¬ 
line,  hygroscopic  compound.  The  silver  salt,  C6H4Cl304Ag,  crystal¬ 
lises  from  hot  water  in  slender  needles. 

Calcium  trichloritamalate ,  C6HsCl306Ca,  separates  as  a  colourless 
powder  when  a  neutral  solution  of  calcium  trichloromethylparaconate 
is  evaporated  on  the  water- bath  ;  the  barium  salt  cannot  be  obtained 
in  this  way. 
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When  a  solution  of  trichloronielhylparaconic  acid  is  boiled  with 
bases,  salts  of  isoeitric  acid  are  formed. 

Isoeitric  acid  (loc.  cit.)  is  obtained  by  boiling  the  paraconic  acid 
with  baryta.  The  barium  salt,  which  separates  on  prolonged  boiling 
as  an  insoluble,  amorphous  powder,  is  extracted  with  boiling  water 
until  free  from  chlorine,  decomposed  with  boiling  acetic  acid,  the 
barium  precipitated  with  sulphuric  acid,  and  the  filtrate  repeatedly 
evaporated  with  water.  The  residue  solidifies,  after  some  weeks,  to  a 
yellowish,  very  hygroscopic  mass  which  consists  of  a  mixture  of 
isoeitric  acid  and  /^-bntyrolactoncdicarboxjdic  acid.  Salts  of  isoeitric 
acid  can  be  prepared  from  this  mixture  by  neutralising  the  aqueous 
solution  with  a  carbonate  in  the  cold,  and  purifying  the  salt  by 
repeatedly  dissolving  it  in  water  and  reprecipitating  with  alcohol. 
The  calcium  salt,  (CetROj^Ca;,  +  1I20,  is  a  colourless,  amorphous 
compound,  sparingly  soluble  in  hot  water.  The  barium  salt  (+  11,0) 
is  more  sparingly  soluble  than  the  calcium  salt.  The  silver  salt, 
C6I  l607Ag3,  is  a  light-brown,  amorphous  powder. 

Lacto isoeitric  acid  ( (3-{-butyrolactonedicarbvxylic  acid), 

0  — CH-COOH 
CH,*CH*COOH’ 


is  formed  when  isoeitric  acid  is  kept  over  sulphuric  acid  under 
reduced  pressure,  or  heated  at  100°.  The  calcium  salt,  C6U406Ca 
+  oELO,  prepared  by  neutralising  a  cold,  aqueous  solution  of  the 
acid  with  calcium  carbonate,  crystallises  in  colourless  needles,  and  is 
sparingly  soluble  in  cold,  but  more  readily  in  hot  water.  The  barium 
salt,  C6HiOeBa,  and  the  silver  salt,  C6H406Ag,,  are  amorphous. 


Dichlorometlujlparacouic  acid ,  CO<( 


O  — CH-CHCI, 
CHo-CH-COOE’ 


is 


obtained 


when  the  trichlorinated  acid  is  dissolved  in  glacial  acetic  acid,  and 
zinc-dust  gradually  added  to  the  warm  solution.  It  ciystallises  from 
water  in  prisms,  melts  at  142°,  and  is  soluble  in  ether  and  alcohol, 
but  only  sparingly  in  eold  chloroform  and  benzene,  and  is  almost 
insoluble  in  light  petroleum.  When  boiled  with  baryta,  it  yields  a 
colourless  compound  melting  at  about  222°,  which  still  contains 
chlorine  ;  this  substance  is  being  investigated. 

When  tricliloromethylparaconie  acid  is  distilled,  about  one-third 
passes  over  unchanged,  the  remainder  beiu<’•  completely  decomposed. 

F.  S.  K. 


Propaldehyde  and  Succinic  Acid.  By  R.  Fittig  and  A.  Delisle 

CHEt*CH-COOH 

(Annalen,  255,  56 — 68). — Ethylparaconic  acid,  I  l  ,  is 

O  •  OO'Oidj 

obtained  by  heating  a  mixture  of  propaldehyde,  sodium  succinate, 
aud  acetic  auhydride  for  25 — 30  hours  at  110 — 120°  (compare  Abstr., 
1886,  47).  The  product  is  distilled  with  water  to  free  it  from 
neutral  oils,  the  filtered  solution  strongly  acidified  and  extracted  with 
ether  ;  on  evaporating  the  ether,  there  remains  a  mixture  of  ethyl¬ 
paraconic  acid  and  succinic  acid,  from  which  the  lactonic  acid  is 
extracted  with  chloroform.  It  crystallises  from  water  in  needles, 


588 


ABSTRACTS  OF  CHEMICAL  PAPERS. 


melts  at  85°,  and  is  very  readily  soluble  in  chloroform,  ether,  and 
water,  but  only  moderately  easily  in  light  petroleum,  and  almost  in¬ 
soluble  in  carbon  bisulphide.  The  silver  salt,  C7H>,OjAg,  crystallises 
from  boiling  water  in  needles.  The  calcium,  salt,  (C7H90t).:Ca  + 
2H20,  prepared  by  neutralising  an  aqueous  solution  of  the  acid  with 
calcium  carbonate  in  the  cold,  crystallises  in  needles,  and  is  readily 
soluble  in  water.  The  barium  salt  (  +  3H20)  crystallises  in  well- 
defined  prisms. 

Calcium  ethylitamalate,  C7H10O5Ca  +  5H20,  is  obtained  by  boiling 
ethylparaconic  acid  with  lime-water;  it  crystallises  in  needles,  and  is 
insoluble  in  alcohol,  and  more  sparingly  soluble  in  hot  than  in  cold 
water.  The  barium  salt  (  +  3H20)  resembles  the  calcium  salt,  and 
is  more  sparingly  soluble  in  hot  than  in  cold  water.  The  silver  salt, 
C7Hio05Agi,  is  amorphous. 

Ethylparaconic  acid  is  decomposed  "when  heated,  with  evolution  of 
carbonic  anhydride,  and  between  200°  and  300°  almost  the  whole 
distils,  the  distillate  consisting  of  caprolactone,  hydrosorbic  acid, 
C6H1u02  (b.  p.  2(J8°),  and  unchanged  ethylparaconic  acid. 


Butaldehyde  and  Succinic  Acid.  Bv  R.  Fittig  and  H.  Schmidt 


( Annalen ,  255,  68 — 80). — ^Propylparaconic  acid, 


CHPrCH-COOH 

6-  co-ch2 


is 


prepared  by  heating  a  mixture  of  normal  butaldehyde,  acetic  anhy¬ 
dride,  and  sodium  succinate  at  100°  for  12  hours,  and  then  for 
24  hours  at  120 — 125°,  and  purifying  the  product  as  described  in  the 
case  of  ethylparaconic  acid  (compare  preceding  abstract).  The  yield 
is  45  to  50  per  cent,  of  the  aldehyde  employed.  It  crystallises  in  waxy 
plates,  melts  at  73'5°,  and  is  readily  soluble  in  chloroform  and  hot 
water,  but  only  very  sparingly  in  light  petroleum,  and  insoluble  in 
carbon  bisulphide.  The  calcium  salt,  (CbHiiOj)2Ca  q-  2H20,  prepared 
in  the  usual  manner,  separates  from  cold  water  in  crystalline  crusts. 
The  barium  salt,  (CbHuChbBa,  is  a  colourless,  amorphous  powder, 
readily  soluble  in  water.  The  silver  salt,  CaHnChAg,  crystallises  in 
long  needles,  is  soluble  in  water,  and  is  veiy  stable. 

Calcium  propylitamalate ,  CsH^OsCa  +  5H20,  prepared  by  boiling 
the  paraconic  acid  with  lime-water,  crystallises  from  water  in  moss¬ 
like  needles,  and  is  more  readily  soluble  in  cold  than  in  hot  water. 
The  barium  salt  (  +  2H20)  forms  crystalline  scales,  and  resembles  the 
calcium  salt  in  properties.  The  silver  salt,  C8Hj205Ag2,  is  almost 
insoluble  in  hot  water  and  rather  sensitive  to  light. 

When  propylparaconic  acid  is  heated,  carbonic  anhydride  is  evolved, 
and  at  23d — 24d°  a  yellow7  oil  distils  ;  this  distillate  consists  princi¬ 
pally  of  heptylenic  acid,  but  contains  also  small  quantities  of  propyl- 
itaconic  acid  (or  its  anhydride)  and  lieptolactone,  together  with 
variable  quantities  of  unchanged  paraconic  acid.  After  isolating  the 
lactone  in  the  usual  manner,  the  residual  alkaline  solution  is  acidified 


and  the  heptylenic  acid  distilled  with  steam  ;  the  residue  contains 
propylitaconic  acid  and  propylparaconic  acid,  which  can  be  isolated 
by  extracting  w'ith  ether,  and  separated  by  means  of  chloroform,  in 
which  the  lactonic  acid  alone  is  readily  soluble. 
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lleptyleuic  acid,  C  H  PFCH/CTlrCOOIl  (Abstr.,  1888,  251),  has  the 
peculiar  odour  of  uussit united  acids,  and  is  rather  sparingly  solu¬ 
ble  in  water.  The  barium  salt,  (C7HnO,.)2Ba,  crystallises  trom  hot 
water  in  plates.  The  calcium  salt  (+11-0)  is  rather  more  soluble  i u 
cold  thau  iu  hot  water,  crystallises  in  plates,  and  is  readily  soluble  in 
alcohol.  The  silver  salt,  C7lI||OaAg,  separates  from  boiling  water,  in 
which  it  is  readily  soluble,  in  small  needles,  but  considerable  decom 
position  occurs. 

y-Iirvuiuheptylic  acid,  CMPrBi~ClT-/CH2-COOU,  prepared  by  dis¬ 
solving  heptylenic  acid  iu  cold  hydrobromic  acid,  and  keeping  t  lie 
solution  for  several  days  in  the  cold,  is  a  thick,  heavy  oil  ;  it  is  slowly 
decomposed  by  water  at  the  ordinary  temperature  yielding  liepto- 
1  act  one. 

lleptolactone  (7-pro pylbutyrolactone)  boils  at  234*5 — 235*5°  with¬ 
out  decomposition  (compare  Abstr.,  1888,  252). 

Barium  hydrojvyheptylute,  (C7ll|303)2Ba,  prepared  by  boiling  hepto- 
lactone  with  baryta,  crystallises  from  hot  alcohol  in  microscopic 
needles  which  deliquesce  on  exposure  to  the  air.  It  is  decomposed 
when  heated  at  lUCP  or  wheu  boiled  with  water,  the  odour  of  liopto- 
laetoue  being  perceptible.  The  silver  salt,  C7H1303Ag,  is  partially 
decomposed  by  boiling  water,  from  which  it  separates  in  moss-like 
crystals  ;  it  quickly  darkens  on  exposure  to  the  light. 

llydcoxyheptylUi  acid  can  be  obtained  by  decomposing  a  well-cooled 
solution  or  the  barium  salt  with  1  per  cent,  hydrochloric  acid,  extract¬ 
ing  with  ether,  aud  evaporating  the  ethereal  solution  at  0°;  it  is  a 
strongly  acid  syrup,  soluble  iu  water,  but  it  very  readily  changes 
into  the  lactone. 

Propyl  it  aconic  acid ,  COOH‘CH2*C(COOH)!CHPr,  crystallises  from 
hot  water  aud  ether  iu  prisms,  melts  at  159°,  and  is  decomposed  at 
about  200 — 210°,  being  probably  converted  into  the  anhydride.  It  is 
almost  insoluble  in  chloroform  and  carbon  bisulphide,  and  only 
sparingly  soluble  in  cold  water  and  benzene,  but  readily  in  ether, 
alcohol,  and  hot  water.  The  barium  salt,  CbHioU4Ba,  contains  water  of 
crystallisation,  and  is  more  readily  soluble  iu  cold  than  in  hot  water. 

F.  S.  K. 


Isobutaldehyde  and  Succinic  Acid.  By  R.  Fittig  and  A. 
Za.nxer  (Annalen,  255,  86 — 06;  compare  Abstr.,  IS6G,  47, 1888,  251). 


f  7  .  ,7  CHPr+ChL-COOH 

— Lsopropylparaconic  acid ,  11 

O — CO‘CH2 


is  obtained  by  heating 


a  mixture  of  isobutaldehyde,  sodium  succinate,  and  acetic  anhydride 
at  110 — 120°  for  40  hours.  The  acid  is  isolated  as  described  in  t he 


ease  of  ethyl  pa  raeonic  acid.  It  crystallises  from  boiling  benzene  iu 
colourless  plates,  melts  at  68 — 69°,  and  is  readily  soluble  in  water, 
ether,  and  chloroform,  but  only  sparingly  in  carbon  bisulphide,  and 
insoluble  iu  light  petroleum.  The  barium  salt,  (C8Hn04)2Ba  +  3HoO, 
prepared  by  treating  an  aqueous  solution  of  the  acid  with  barium 
carbonate  in  the  cold,  crystallises  iu  colourless  plates.  The  calcium 
salt  (  +  2H20)  crystallises  in  needles,  and  is  readily  soluble  in  water. 
The  silver  salt,  CgHn04Ag,  crystallises  from  boiling  water  iu  colour¬ 
less  needles,  and  does  not  darken  on  exposure  to  light. 
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Barium  isopropylitamalate ,  CeH^OaBa  4-  2ELO,  is  formed  when 
the  paraconic  acid  is  boiled  with  baryta- water ;  it  crystallises  in 
small  needles,  and  is  more  readily  soluble  in  cold  than  in  hot  water. 
The  silver  salt,  CiHioOsAg-,,  is  crystalline,  almost  insoluble  in  boiling 
water,  and  moderately  sensitive  to  light. 

Wheu  isopropylparaconic  acid  is  distilled,  isoheptolactone  (di- 
methylvalerolactonc)  and  isoheptylenic  acid  are  formed  with  evolu¬ 
tion  of  carbonic  anhydride,  whilst  some  of  the  acid  passes  over 
unchanged  ;  the  products  can  be  separated  in  the  usual  manner 
(compare  preceding  abstract). 

Isoheptylenic  acid.,  CHPr^CH*CHo*COOH,  is  a  colourless  oil,  boils 
at  ‘217°  (thermometer  entirely  in  vapour),  and  is  volatile  with  steam; 
it  is  specifically  lighter  than  and  only  sparingly  (1  in  110)  soluble  in 
cold  water,  but  it  is  much  more  readily  soluble  in  hot  water.  The 
barium  salt,  (C7HuO>)2Ba,  prepared  in  the  cold,  crystallises  in  anhy¬ 
drous  needles.  The  calcium  salt  (  +  HH20)  crystallises  in  trans¬ 
parent  prisms.  The  silver  salt,  C7HuOaAg,  crystallises  from  boiling 
water  in  slender  needles,  darkens  on  exposure  to  light,  aud  decom¬ 
poses  at  100°. 

7- Bromoi soh epty lie  acid,  CHPi^BrCHo'CHyCOOIT,  is  formed  when 
the  preceding  compound  is  treated  with  concentrated  hydrobromic 
acid  in  the  cold,  but  it  cannot  be  obtained  in  a  pure  condition. 


Isoheptolactone  ( dimetkylvalerolactone ), 


CHPr*< 


CUirCH* 
0  — CO  ’ 


is 


formed  when  bromoisoheptylic  acid  is  boiled  with  water,  but  it  is 
more  easily  prepared  by  warming  isohept}denic  acid  with  dilute 
(1  :  1)  sulphuric  acid.  It  is  a  colourless  oil,  boils  at  224 — 225°  (un- 
corr.),  ami  is  readily  volatile  with  steam  ;  it  dissolves  in  about  35  parts 
of  cold  water,  the  solution  becoming  turbid  on  heating,  and  then  clear 
again  at  a  higher  temperature. 

Barium  hydroxyisoheptylate,  (C7H1303)>Ba,  is  obtained  when  the 
lactone  is  boiled  with  baryta- water.  The  silver  salt,  C7Hl303Ag,  is 
only  sparingly  soluble  in  water.  The  free  acid  seems  to  be  less  stable 
than  7-hydroxyheptylic  acid.  F.  S.  K. 


Valeraldehyde  and  Succinic  Acid.  By  R.  Fittig  and  A. 
Schneegaxs  {Annalen,  255,  97 — 103;  compare  Abstr.,  1886,  47,  1888, 

251). — Isohuty Iparaconic  acid,  CO<(  '  ^  ,  is  prepared  by 

Ono*  wil' vUUil 


heating  a  mixture  of  valeraldehyde,  acetic  anhydride,  and  sodium 
snccinate  at  110°  for  IS  to  20  hours.  The  product  is  mixed  with 
water,  the  separated  oil  extracted  with  ether  and  treated  with  sodium 
carbonate  ;  unchanged  valeraldehyde  and  condensation-products 
remain  undissolved,  whilst  the  Iactonic  acid  passes  into  solution  and 
is  re  precipitated  on  the  addition  of  acid.  Some  of  the  Iactonic  acid 
and  unchanged  succinic  acid  remain  as  sodium  salts  in  the  original 
acetic  acid  solution  ;  after  strongly  acidifying  with  hydrochloric  acid 
and  extracting  with  ether,  the  two  compounds  are  separated  by 
treatment  with  chloroform.  Isobutylparaconic  acid  crystallises  from 
cold  water  in  small  needles,  melts  at  124 — 125°,  and  sublimes,  when 
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carefully  heated,  in  colourless  plates.  It  is  readily  soluble  in  alcohol, 
ether,  chloroform,  and  light  petroleum.  The  stiver  salt,  C<jHl30,Ag, 
is  very  stable  and  soluble  in  hot  water.  The  calcium  salt,  (C9IlisOj)*Ca 
+  2LL..O,  crystallises  in  small  needles,  and  is  soluble  in  alcohol  and 
hot  water.  The  barium  salt  (  +  811.0)  crystallises  in  small,  well- 
dclined,  rhombic  prisms,  and  is  readily  soluble  in  alcohol.  The  zinc 
salt  (+  l^H.O)  crystallises  in  needles,  and  is  readily  soluble  in  water 
and  alcohol. 

The  salts  of  isolmtyl itamalie  acid  do  not  crystallise,  and  are  more 
sparingly  soluble  in  hot  than  in  cold  water,  and  almost  insoluble  in 
alcohol.  The  barium  salt,  C9Hu05Ba,  prepared  by  boiling  the  para- 
conic  acid  with  baryta-water,  and  the  calcium  salt  are  anhydrous. 
The  silver  salt,  C9Hu05Ag»,  is  slowly  decomposed  by  boiling  water. 

When  isobntylparuconic  acid  is  distilled,  octolactone,  isoctylcnic 
acid,  and  isobutylitaconic  acid  are  formed,  but  some  of  the  paraeonic 
acid  passes  over  unchanged.  The  lactone  is  isolated  in  the  usual 
manner,  and  the  isoctylenic  acid  is  separated  from  the  isobutyl  para- 
conic  acid  and  isobutylitaconic  acid  by  distillation  with  steam. 

Isoctylenic  acid ,  CH2Pr^-CH;CH'CH2-COOH,  is  a  colourless  oil,  boils 
at  231 — 232c,  and  is  specifically  lighter  than,  and  almost  insoluble  in, 
water.  The  silver  salt,  C»H)302Ag,  separates  from  boiling  water  in  a 
floeculent  condition.  The  barium  salt,  (C8H!302)2Ba,  is  more  spar¬ 
ingly  soluble  in  hot  than  in  cold  water,  and  only  sparingly  soluble  in 
alcohol.  The  zinc  salt  and  the  lead  salt  are  amorphous. 

y-Bromisoctylic  acid,  CHoPr^'CHBr'CHvCHj-COOH,  prepared  by 
treating  the  unsaturated  acid  with  cold  concentrated  hydrobromie 
acid,  is  a  heavy,  yellowish  oil  ;  it  is  converted  into  isoetolactone  and 
isoctylenic  acid  by  dilute  sodium  carbonate. 

Isoetolactone ,  CH9Pi^‘CH<(  q^~  ^q)>,  is  a  colourless  liquid,  volatile 

with  steam,  and  only  sparingly  soluble  in  cold,  but  more  readily  in 
hot,  water;  when  boiled  with  barvta-water,  it  yields  the  barium  salt 
of  hydroxyisoctylie  acid  as  a  yellowish,  gum-like  mass,  soluble  in  hot 
alcohol,  but  only  sparingly  soluble  in  water. 

Isobutylitaconic  acid,  CH2Pi+CH:C(COOH)-CH2*COOH,  is  ob¬ 
tained,  together  with  isobutylparaconic  acid,  when  the  acid  solution 
which  remains  after  distilling  the  isoctylenic  acid  with  steam  (see 
above)  is  extracted  with  ether.  The  mixture  of  acids  is  treated  with 
water,  neutralised  with  calcium  carbonate  in  the  cold,  and  the  filtered 
solution  heated  to  boiling,  whereon  calcium  isobutylitaconate,  CgH^ChCa, 
is  deposited ;  the  salt  is  washed  with  hot  water,  decomposed  with 
hydrochloric  acid,  and  the  itaconie  acid  recrystallised  from  boiling 
water.  It  melts  at  162°,  being  converted  into  the  anhydride. 

F.  S.  E. 

Valeraldehyde  and  Pyrotartaric  Acid,  By  R.  Fittig  and  F.Fkist 
(Annalen,  255,  IDS — 125  ;  compare  Abstr.,  1888,  251,  and  1886,  47). 
— «-  and  /3-Methylisobutylparaconic  acids  are  obtained  as  follows  : — A 
mixture  of  valeraldehyde,  sodium  pyrotartratc,  and  acetic  anhydride 
is  heated  at  110 — 120°  for  about  30  hours,  then  treated  with  water, 
the  unchanged  aldehyde  and  the  acetic  acid  distilled  with  steam,  the 
residual  solution  filtered  and  extracted  with  ether.  The  residue 
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obtained  on  evaporating  the  ether  is  dissolved  in  sodium  carbonate, 
the  alkaline  solution  shaken  with  ether,  then  acidified,  and  the 
lactonic  acids  extracted  with  ether.  A  small  quantity  of  the  lactonic 
acids  remains,  as  sodium  salts,  in  the  original  acetic  acid  solution, 
and  can  be  isolated  by  extracting  the  strongly  acidified  solution  with 
ether,  evaporating  the  extract,  and  dissolving  the  two  lactonic  acids 
in  chloroform,  in  order  to  free  them  from  pyrotartaric  acid.  The  two 
methylisobutylparaconic  acids  obtained  in  this  way  can  only  be  sepa¬ 
rated  with  difficulty. 

q _ CH'CHoPi^ 

a-Methylisobutylparaconic  acid,  CO<W.T,r  >  crystallises 

O  H  6  *  0  id.  *  O  O  O  id 


from  water  in  plates  or  prisms,  and  from  benzene  in  needles,  melting 
at  142°.  It  is  readily  soluble  in  ether,  alcohol,  chloroform,  and  hot 
benzene,  but  almost  insoluble  in  light  petroleum  and  carbon  bisul¬ 
phide.  The  barium  salt,  (CioBnOi^Ba  +  2H20,  prepared  by 
neutralising  a  cold  aqueous  solution  of  the  acid  with  barium  car¬ 
bonate,  crystallises  in  slender  needles,  and  is  readily  soluble.  The 
calcium  salt  (  +  2H20)  is  a  colourless,  semi-crystalline  compound. 
The  silver  salt,  C10Hi5O4Ag,  forms  small,  granular  crystals,  and  is 
very  stable. 

Barium  methylisobutyUtamalate ,  CmHieOsBa  +  2H20,  is  obtained 
when  the  paraconic  acid  is  boiled  with  baryta- water ;  it  is  more 
readily  soluble  m  cold  than  in  hot  water..  The  calcium  salt  (  +  2HzO) 
is  almost  insoluble  in  both  hot  and  cold  water.  The  silver  salt, 
Ci0H16O5Ag2,  is  very  unstable. 

When  ^-methylisobutylparaconic  acid  is  distilled,  carbonic  anhy¬ 
dride  is  rapidly  evolved  ;  the  principal  product  is  isobutylbutylene, 
but  small  quantities  of  methylisobutylbutyrolactone,  «-isononylenic 
acid,  and  valeraldehyde  are  also  obtained.  The  distillate  is  treated 
with  sodium  carbonate,  the  neutral  products  extracted  with  ether, 
and  boiled  with  baryta-water  to  decompose  the  lactone,  which  is 
thereby  converted  iuto  barium  hydroxytumylate ,  (CgHjvC^nBa.  The 
aldehyde  and  hydrocarbon  are  then  distilled  with  steam,  and  the 
valeraldehyde  separated  by  shaking  with  a  concentrated  solution  of 
sodium  hydrogen  sulphite;  the  «-isononylenic  acid  is  isolated  from 
the  alkaline  solution,  after  acidifying,  by  distilling  with  steam. 

Isobutylbatylene  ( octylenc ),  C^His,  is  a  colourless  liquid  boiling  at 
111’5 — Ll2'5°  ;  it  combines  with  bromine  yielding  the  dibromide , 
C8HieBr2,  as  a  colourless  oil. 

*- Isononylenic  acid ,  CH2Pr£-CHlCH*CHMe'COOH,  is  a  colourless 
oil  boiling  at  235 — 240°  with  partial  decomposition.  The  calcium 
salt,  (G9Hi502)2Ca  +  3H20,  crystallises  in  small  needles,  and  is 
readily  soluble  in  water.  The  silver  salt,  C9H1302Ag,  is  stable  and 
moderately  easily  soluble  in  warm  water. 


^  0—  CHs-CHJV3  , 

(3-Methylisobatylparaconic  acid,  CO (see  above), 

CH2‘G.\le-LUUH 

melts  at  83°,  and  shows  the  same  behaviour  with  solvents  as  the  cor¬ 
responding  «-acid,  only  it  is  rather  more  sparingly  soluble.  The 
barium  salt  (4-4H20)  is  obtained  by  treating  the  acid  with  barium 
carbonate  in  cold  aqueous  solution;  it  crystallises  in  prisms,  and  is 
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very  readily  soluble.  The  calcium  salt  (  +  2ir20)  forms  small, 
feathery  crystals.  The  silver  salt,  C!0H1504Ag,  is  soluble  in  hot 
water. 

Calcium  fi-mcihylisolniiylilamulate,  CKiHi,.05Ca  +  JL,0,  prepared  by 
boiling  the  paraeonic  acid  with  lime-water,  is  insoluble  in  water. 
The  barium  salt  is  anhydrous  and  almost  insoluble  in  water.  The 
silver  salt,  GioH10OsAg2,  is  sparingly  soluble  in  hot  water  and  very 
stable. 

When  /3-methylisobntylparaconie  acid  is  distilled,  it  yields  a 
hydrocarbon  boiling  at  111 '5n,  a  lactone,  and  /1-isononylcnic  aeid. 
Calcium  fi-isononylenaie,  (Cj>lI|502)2Ca  +  .SI  1,0,  crystallises  in  needles, 
and  is  rather  sparingly  soluble  in  water.  The  silver  salt,  CgHFCb  Ag, 
is  moderately  stable  and  soluble  in  warm  water.  F.  S.  K. 


CEnanthaldehyde  and  Pyrotartaric  Acid.  By  B.  Fittic  and 
B.  Bieciielmaxx  (Aunalen.  255,  126 — 142;  compare  Abstr.,  1888, 
2ol). — Two  isomeric  methylhexylparaconic  acids  arc  formed  when 
oenanthaldehyde  is  heated  at  120 — 180°  for  20  hours  with  sodium 
pyrotartrate  and  acetic  anhydride.  The  product  is  treated  witli 
water,  the  unchanged  aldehvde  distilled  with  steam,  and  the  resi¬ 
dual  solution  extracted  with  ether.  The  oil  obtained  in  this  way  is 
dissolved  in  sodium  carbonate,  the  slightly  alkaline  solution  shaken 
with  a  little  calcium  chloride  solution  and,  after  filtering,  extracted 
with  ether  to  free  it  from  resinous  products.  The  solution  is  then 
acidified  strongly,  the  acids  extracted  with  ether,  repeatedly  evapo¬ 
rated  with  water  to  expel  acetic  acid,  and  then  dissolved,  in  chloro¬ 
form.  On  evaporating  the  chloroform  solution,  the  two  paraeonic 
acids  are  obtained  in  an  oily  condition.  The  a-compound  can  be 
obtained  in  crystals  by  dissolving  the  mixture  in  carbon  bisulphide 
and  fractionally  precipitating  with  light  petroleum  ;  in  order  to 
isolate  the  jS-acid,  the  acids  in  the  mother  liquors  are  first  purified  by 
converting  them  into  calcium  salts,  and  then  crystallised  from  a 
mixture  of  ether  and  light  petroleum,  the  two  kinds  of  crystals 
being  separated  mechanicall}'. 


a.-3Iethylhexylparaconic  acid, 


co< 


0 - ch-c6h13 

CHMe-CHCOOH’ 


crystallises 


from  water  and  carbon  bisulphide  in  colourless  plates,  and  from  a 
mixture  of  ether  and  light  petroleum  in  long,  slender  needles  melting 
at  101°'5.  It  is  very  readily  soluble  in  ether,  alcohol,  chloroform, 
carbon  bisulphide,  and  benzene,  but  only  very  sparingly  in  water  and 
light  petroleum  ;  it  is  not  volatile  with  steam.  The  calcium  salt, 
(Ci2H|904).Ca  +  5H,0.  is  obtained  by  neutralising  an  aqueous  solu¬ 
tion  of  the  acid  with  calcium  carbonate  in  the  cold  ;  it  crystallises  in 
needles  and  is  readily  soluble  in  water  and  alcohol.  The  barium  salt 
(+3H20)  crystallises  in  needles  and  is  readily  soluble  in  both 
alcohol  and  water.  The  silver  salt,  Ci2Hi904Ag,  separates  from  water 
in  colourless  needles  and  is  very  stable.  The  lead ,  copper,  mercury, 
and  ferrous  salts  are  insoluble  in  water,  but  readily  soluble  in  ether. 

Calcium  metbylhexylitamalate,  Ci2H20O5Ca  +  H20,  prepared  by 
boiling  the  lactonic  acid  with  lime-water,  is  very  sparingly  soluble  in 
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water  and  insoluble  in  alcohol.  The  barium  salt  (+  2H,0)  is  very 
sparingly  soluble  in  cold  water.  The  silver  salt,  C]2H,0O6Ag2,  is  in¬ 
soluble  in  water  and  very  unstable  ;  the  copper,  iron,  lead,  and 
mercury  salts  are  insoluble  in  ether  and  alcohol. 

The  distillation  products  of  a-methylhexylparaconic  acid  are 
decylene,  cenanthaldehyde,  pyrotartaric  acid  (or  its  anhydride),  and 
traces  of  other  compounds,  but  a  considerable  quantity  of  the  acid 
passes  over  unchanged. 

Decylene  ( hexylhutylene ),  C10H20,  boils  at  160 — 161°,  and  yields  the 
dibromide,  C10H20B1V  as  a  yellow  oil  when  it  is  treated  with  bromine 
in  cold  carbon  bisulphide  solution. 

0 - CH'C6H13 

ft- Methylhexylparaconic  acid,  CO<  ^  •C\[e*COOH’  seParates 

from  carbon  bisulphide  in  small  crystals,  and  from  a  mixture  of  ether 
and  light  petroleum  in  large,  cubical  forms  melting  at  S30.  It  is 
readily  soluble  in  ether,  alcohol,  chloroform,  and  benzene,  but  only 
moderately  easily  in  carbon  bisulphide  and  hot  water.  The  calcium 
salt,  with  2H20,  crystallises  in  slender  needles  and  is  readily  soluble  in 
water.  The  barium  salt,  with  3H20,  separates  from  water  in  well- 
defined  prismatic  crystals.  The  silver  salt  is  moderately  easily 
soluble  in  water  and  crystallises  from  dilute  alcohol  in  slender 
needles. 

Calcium  methylhexylitamalate,  Cl2II2n05Ca,  is  sparingly  soluble  in 
hot  water.  The  barium  salt,  with  H20,  separates  from  hot  water,  in 
which  it  is  very  sparingly  soluble,  in  slender  needles.  The  silver 
salt,  CpHnyOiAgo,  is  insoluble  in  boiling  water  and  is  not  very  stable. 

F.  S.  K. 


Synthesis  of  Fumarie  Acid.  By  E.  H.  Keiser  ( Amer .  Chem. 
J.,  12,  99 — 102). — According  to  Wislicenus’  views  of  molecular 
structure,  two  varieties,  an  axially-  and  a  plane-symmetrical,  of 
acetylene  diiodide  should  exist,  corresponding  respectively  with 
fumarie  and  maleic  acids.  The  author  has  prepared  these  by  passing 
acetylene  through  absolute  alcohol  containing  crystals  of  iodine 
until  the  iodine  disappeared.  One  variety  of  acetylene  diiodide  is 
an  unstable  liquid,  decomposing  when  heated,  and  even  wheu  distilled 
with  steam.  The  other  is  solid,  and  is  much  more  stable,  subliming 
without  decomposition  ;  it  is,  therefore,  probably  the  axially  sym¬ 
metrical  variety.  When  boiled  successively  with  potassium  cyanide 
and  aqueous  potash,  the  latter  variety  yields  a  considerable  quantity 
of  potassium  fumarate.  The  research  is  still  in  progress. 

C.  F.  B. 

Dibromotriearballylic  Acid.  By  E.  Guinociiet  ( Compt .  rend., 
110.  350 — 352). — Dibromotriearballylic  acid  is  formed,  together  with 
the  dibromide  of  monobromaconitic  acid  (Abstr.,  18S9,  588)  by  the 
action  of  bromine  (4  equivalents)  on  aconitic  acid  (1  equivalent)  at 
115 — 120°,  and  is  separated  from  it  by  means  of  the  solubility  of  the 
dibromotriearballylic  acid  in  water.  It  forms  slender,  prismatic 
needles  of  the  composition  C6HPBr206  +  4H...0,  very  soluble  in 
water,  alcohol,  and  ether,  and  readily  forming  supersaturated  solu¬ 
tions.  Its  salts  are  formed  by  mixing  its  solution  with  a  con- 
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con trn tod  solution  of  the  particular  base  until  neutral  to  phcnol- 
phthalein.  and  evaporating  rapidly  in  a  vacuum  at  the  ordinary  tem¬ 
perature.  The  potassium  salt,  0t;ll3Br20,;Kj  +  3]I:.0,  is  a  crystalline 
ponder  which  decomposes  at  130r;  the  calcium  salt,  (CfillsJir208)2Caa 
+  411.0,  forms  a  vitreous  solid  which  decomposes  at  100  and  is  very 
soluble  in  cold  water,  forming  a  solution  from  which  alcohol  pre¬ 
cipitates  the  anhydrous  salt;  the  barium  salt ,  (C6H3llr20rt)2lhi3 
+  5H:0,  is  a  white,  amorphous  solid  which  does  not  alter  at  100°,  but 
decomposes  at  115°, 

Dibromotricarballvlic  acid  melts  below  100°  and  evolves  hydrogen 
bromide,  and  on  further  heating,  decomposes.  If  the  fused  lmt  not 
discoloured  substance  is  redissolved  in  water,  it  yields  a  crystalline 
mass  with  the  properties  of  the  original  product.  In  a  vacuum  the 
acid  loses  weight  continually,  and  the  percentage  of  bromine  and  the 
basicity  gradually  increase.  It  docs  not  decompose  in  solution  in 
the  cold.  In  presence  of  nitric  acid,  silver  nitrate  precipitates  half 
the  bromine.  The  aqueous  solution  decomposes  when  heated,  and  if 
silver  nitrate  is  added,  silver  bromide  is  precipitated  in  quantity 
varying  with  the  conditions  of  the  experiment. 

With  sodium  amalgam,  dibromotricarball}'lic  acid  yields  ordinary 
tricarba Hylic  acid.  C.  H.  B. 

Guinochet’s  Isomeric  Tricarballylic  Acid.  By  R.  Demdtii 
and  V.  ^Iever  (Her.,  23,  529 — 531). — The  tribromotricarballylie 
acid  obtained  by  Guinochet  (Abstr.,  1889,  588)  by  heating  aconitic 
acid  with  bromine  is,  in  reality,  dibromosuccinic  acid,  and  Guinochet’s 
isomeric  tricarballylic  acid  (this  vol.,  p.  238)  is  succinic  acid. 

F.  S.  K. 

Action  ot  Sodium  and  Potassium  Ethoxides  on  Ethyl 
Tartrate.  By  E.  ]\1ulder  (lice.  Trav.  Chun.,  8,  3G1 — 385). — 
Sodium  was  dissolved  in  pure  anhydrous  alcohol,  and  a  si  ight  excess 
of  ethyl  tartrate  added.  The  mixtnre  was  placed  in  a  flask  connected 
with  a  vessel  containing  sulphuric  acid,  and  a  vacuum  was  esta¬ 
blished  ;  at  intervals  the  flask  was  weighed.  The  weight  finally 
obtained  corresponded  with  the  formation  of  ethyl  sodiot  art  rate, 
COOEt'CH(OXa)‘CH(OH)'COOEt,  but  it  seemed  that  some  com¬ 
pounds  of  this  with  one  or  more  molecules  of  alcohol  were  first 
formed.  It  forms  a  vitreous  mass  very  soluble  in  pure  alcohol,  and 
insoluble  in  ether  or  benzene.  It  is  very  deliquescent,  but  is  de¬ 
composed  by  water,  alcohol,  and  ethyl  sodium  tartrate, 

COOXa-CH(OH)*CH(OH)*COOEt, 

being  formed ;  the  latter  is  at  once  formed  when  ethyl  tartrate 
is  treated  with  sodium  and  ordinary  absolute  alcohol,  which  always 
contains  some  water. 

Ethyl  disodiotartrate,  C2H2(OXa)2(COOEt)2,  was  prepared  in  the 
same  way  as  the  monosodium  compound,  half  the  weight  of  ethyl 
tartrate  being  used  ;  it  was  found  advantageous  to  work  in  an  atmo¬ 
sphere  of  hydrogen.  In  its  properties  this  substance  resembles  the 
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monosodinm  compound  ;  when  it  is  decomposed  by  water,  normal 
sodium  tartrate  is  formed.  Mono-  and  di-potassimn  compounds  have 
also  been  prepared,  and  are  still  undergoing  investigation. 

The  author  has  used  ethyl  chloride  or  iodide  as  a  means  of  ascer¬ 
taining  whether  a  reaction  has  taken  place.  Sodium  ethoxide  dis¬ 
solved  in  pure  alcohol  was  added  to  a  slight  excess  of  ethyl  tartrate, 
and  then  ethyl  chloride  was  added,  and  the  whole  sealed  up  in  a  tube. 
If  a  reaction  has  taken  place,  since  the  ethyl  tartrate  was  in  excess, 
all  the  ethoxide  will  have  been  used  up,  and  nothing  will  be  observed 
when  the  ethyl  chloride  is  added.  lint  if  no  reaction  has  taken 
place,  the  ethyl  chloride  and  sodium  ethoxide  will  react,  forming 
ether  and  sodium  chloride,  and  the  latter,  being  insoluble  in 
alcohol,  will  be  precipitated.  In  no  case  was  a  precipitate  formed, 
and  it  was  thus  shown  that  the  reactions  had  taken  place  as  described 
above.  In  all  cases  another  tube  was  taken,  for  the  sake  of  com¬ 
parison,  containing  the  same  quantities  of  the  same  substances 
(except  the  ethyl  tartrate)  as  the  first;  this  was  submitted  to  the 
same  conditions,  and  always  gave  a  precipitate  of  sodium  chlo¬ 
ride,  &c.  C.  F.  B. 

Preparation  of  Levulosecarboxylic  Acid.  By  H.  Kiliaxj  and 
G.  Gull  ( Ber .,  23,  449 — 452). — In  order  to  prepare  levulosecar¬ 
boxylic  acid  in  large  quantities  for  an  examination  of  its  behaviour 
on  oxidation,  the  authors  have  endeavoured  to  improve  the  method 
previously  adopted.  An  attempt  was  made  to  isolate  the  acid  in  the 
form  of  its  phenylhydrazide,  according  to  Fischer  and  Passmore’s 
method  (this  voh,  p.  152),  but  even  •when  pure  levulosecarboxylic 
acid  was  used  as  the  starting  point,  the  phenylhydrazide  does  not 
crystallise  out  until  the  solution  has  been  evaporated  to  a  syrup  and 
allowed  to  remain  for  some  time.  After  recrystallisation  from  alcohol, 
it  melts  at  162°,  decomposes  at  188°,  and  gives  the  characteristic 
coloration  with  ferric  chloride  in  aqueous,  but  not  in  sulphuric  acid 
solution.  No  phenylhydrazide  could  be  isolated  from  the  dark-red 
svrup  into  which  levuloseeyauhydrin  passes  after  a  time,  although 
this  must  contain  at  least  50  per  cent,  of  the  ammonium  salt  of  the 
acid  ;  it  was,  therefore,  necessary  to  return  to  the  old  method,  in 
which,  however,  certain  improvements  have  been  made. 

The  levnlose  is  obtained  according  to  Honig’s  directions  (Abstr., 
1SS8,  247)  in  such  a  manner  as  to  contain  25 — 30  per  cent,  of  water  ; 
to  this  an  equivalent  quantity  of  50  per  cent,  hydrocyanic  acid  is 
added,  together  with  a  drop  of  dilute  ammonia,  and  if  possible  a  frag¬ 
ment  of  ready-formed  cyanhydrin.  The  bottle  is  tightly  stoppered, 
and  allowed  to  remain  in  cold  water  until  the  whole  has  completely 
solidified  (4 — 1  hour),  then  stirred  with  92  per  cent,  alcohol,  collected, 
washed  with  alcohol,  and  dried  in  a  vacuum  over  sulphuric  acid. 
The  pure  and  dry  cyanhydrin  thus  obtained  may  be  preserved  for 
months,  whereas  the  impure  compound  decomposes  almost  immedi¬ 
ately.  For  its  hydrolysis,  10  grams  are  treated  with  20  grams  of 
hydrochloric  acid,  saturated  at  the  ordinary  temperature,  and  allowed 
to  remain  two  hours  after  the  separation  of  ammonium  chloride  has 
ceased,  then  diluted  with  an  equal  volume  of  water,  and  evaporated 
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on  the*  water- bath  to  a  thin  syrup.  This  is  extracted  with  water, 
and  t  he  solution  again  evaporated  three  times,  the  final  syrup  dis¬ 
solved  in  water,  filtered,  treated  with  barium  hydroxide,  and 
evaporated.  The  solution  is  then  saturated  with  carbonic  anhydride, 
decolorised  by  animal  charcoal,  the  barium  precipitated  by  dilute 
sulphuric  acid,  and  the  remaining  trace  of  hydrochloric  acid  by 
silver  oxide.  The  filtrate  on  evaporation  yields  a  syrup,  which,  on 
stirring  and  adding  a  crystal  of  the  ready  formed  lactone,  crystal¬ 
lises  completely  within  a  few  hours.  The  levuloseearboxylic  lactone 
thus  obtained  is  sufficiently  pure  for  most  purposes,  but  may  be 
further  purified  by  crystallisation  from  alcohol.  This  lactone  and 
also  that  of  dextrosecarboxylic  acid  yield  beautifully  crystalline  com¬ 
pounds  with  ammonia,  aud  the  former  compound  gives  a  polybasic 
acid  on  oxidation  with  nitric  acid.  H.  ti.  C. 

Reduction  of  the  Acids  of  the  Sugar-group.  JJy  K.  Fischer 
( Ihr .,  23,  930 — 938). — The  method  of  reducing  acids  of  the  sugar- 
group  by  means  of  sodium  amalgam  (Fischer,  Abstr.,  1889,  1149; 
this  vol.,  p.  466)  has  bceu  extended  to  a  large  number  of  monobasic 
and  to  some  bibasic  acids,  with  results  which  arc  now  communicated 
in  a  preliminary  form.  As  already  pointed  out  (this  vol.,  p.  471), 
this  reaction  is  applicable  only  to  those  acids  which  form  lactones, 
since  it  is  the  lactone  which  undergoes  reduction;  acids  like  mucic 
and  gluconic  acids,  which  either  do  not  form  lac  ton  vs  or  only  undergo 
conversion  into  lactones  partially  and  under  special  conditions,  and 
salts  of  the  acids,  whether  lactone-forming  or  not,  are  not  affected  by 
treatment  with  sodium  amalgam.  It  is  on  this  account,  therefore, 
that  the  reduction  is  carried  on  in  solutions  which  are  kept  acid  by 
the  frequent  addition  of  small  quantities  of  sulphuric  acid.  In  order 
to  obtain  the  largest  yield  of  sugar  (40 — GO  per  cent.),  it  is  necessary 
to  use  the  pure,  crystallised  lactone;  when  this  cannot  be  obtained, 
as  in  the  case  of  gluconic  or  saccharic  acids,  the  aqueous  solution  of 
the  acid  is  concentrated  to  a  syrup  and  heated  on  a  water- bath  or  at 
higher  temperatures  for  many  hours,  with  the  object  of  forming  as 
much  lactone  as  possible.  Details  of  the  method  adopted  for  the 
reduction  of  the  monobasic  acids  and  of  the  method  of  purifying  the 
product  are  given  in  the  paper,  but  do  not  differ  in  any  important 
points  from  those  already  communicated  (compare  this  vol.,  p.  466). 
Unlike  the  monobasic  acids  of  the  sugar-group,  the  bibasic  acids  do 
not  yield  sugars,  but  aldehyde-acids,  and  consequently  a  different 
process  is  necessary  for  the  isolation  and  purification  of  the  pro¬ 
duct  ;  this  is  described  in  connection  with  the  reduction  of  saccharic 
acid  {vide  infra). 

Regarding  lactones  as  “  internal  ”  ethereal  salts,  the  author  has 
instituted  experiments  with  the  object  of  ascertaining  to  what  extent 
it  is  possible  to  reduce  the  ethereal  salts  of  acids  of  the  sugar-group 
and  of  other  monobasic  and  bibasic  acids  which  do  not.  form  lactones, 
and  finds  that  ethyl  nmeate  is  reduced  to  an  aldehyde-acid  by  sodium 
amalgam.  The  amides  of  the  acids,  however,  do  not  undergo  reduc¬ 
tion  by  sodium  amalgam  in  acid  solution,  thus  differing  from  the 
amides  of  aromatic  acids  (compare  Gruareselii,  this  Journal,  1875,  509). 
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Kiliani’s  method  of  forming  carboxy-acids  by  treating  earbo- 
hvdrates  of  the  sugar-group  with  hydrogen  cyanide  (Abstr.,  1886, 
219,  488,  526,  SCO ;  1887,  229,  465),  combined  with  the  author's 
method  of  reducing  these  acids  to  the  corresponding  carbohydrates  by 
means  of  sodium  amalgam,  has  made  it  possible  to  effect  the  synthesis 
of  sugars  containing  7  and  S  atoms  of  carbon  in  the  molecule  ( vide 
infra),  and  the  limit  to  which  this  process  can  be  carried  has  not 
yet  been  reached.  It  becomes  necessary,  therefore,  to  adopt  some 
system  of  nomenclature  for  carbohydrates  of  this  group.  The 
author  proposes  to  employ  the  terms  pentose,  heptose,  octose, 
Ac.,  for  the  sugars,  pentitol,  heptitol,  octitol,  Ac.,  for  the  corre¬ 
sponding  alcohols,  and  hcptonic  acid,  octonic  acid,  Ac.,  for  the 
acids  of  the  scries,  according  to  the  number  of  carbon-atoms  in  tbe 
compounds.  A  prefix,  having  reference  to  tbe  source  of  the  com¬ 
pound,  is  employed  to  distinguish  the  individual  substances;  thus, 
the  compounds  obtained  from  mannose  receive  the  names  ruanno- 
heptose,  mnnnoctose,  mannoheptitol,  mnnnoetonic  acid,  Ac.,  those 
from  galactose,  galalicpto-e,  Ac.,  those  from  dextrose,  glnco- 
heptose,  Ac.  In  view  of  tbe  fact  that  an  optically  inactive  and  a 
dextrorotatory  modification  of  lcvulose  have  been  obtained,  and  tbe 
probability  that  corresponding  coin  pounds  of  dextrose  will  soon  be 
prepared  (this  vol.,  p.  469),  the  author  proposes  to  discard  these 
names  as  misleading,  and  substitute  glucose  and  fructose  for  dex¬ 
trose  and  lcvulose  respectively.  The  difficulty  which  arises  from 
the  use  of  the  word  glucose  as  a  generic  term  for  the  6-carbon 
sugars,  as  well  as  a  synonym  for  dextrose,  can  easily  be  met  by  adopt¬ 
ing  the  term  hexose  for  this  class  of  sugars. 

The  following  preliminary  notes  of  investigations  carried  on  in  con¬ 
junction  with  the  author’s  pupils  arc  communicated: — 

Monobasic  Acids. — ( 1.)  The  reduction  of  d.-,  i.-,  and  l.-mannonic 
acids  to  the  corresponding  mannoses,  and  of  gluconic  acid  to 
d. -glucose  (ordinary  dextrose)  (this  vol.,  p.  466),  has  already  been 
described. 

(2.)  Gnlaetonic  acid. — The  lactone  of  galactonic  acid  is  present  in 
considerable  quantities  in  the  syrup  obtained  by  evaporating  an 
aqueous  solution  of  the  acid  on  a  water- bath,  and  on  reduction  yields 
ordinary  galactose. 

(8.)  Mannosecarboxylic  acid.— The  lactone  of  this  acid,  on  reduc¬ 
tion,  yields  about  59  per  cent,  of  iiumnohi ptose,  a  dextrorotatory  crys¬ 
talline  compound.  The  p h f mjl It t/drazo u e  is  sparingly  soluble  in  cold 
water,  and  melts  at  188  —  19<f  with  decomposition;  the  osazoue  forms 
yellow  needles,  me'ts  at  198 — 20!ic  with  decomposition,  and  is  in¬ 
soluble  in  water.  On  further  reduction,  mannoheptose  is  converted 
into  mannoheptitol,  G7H,B07,  which  is  identical  with  perseitol 
(Maquenne,  Abstr.,  1S89.  32).  On  oxidation  with  dilute  nitric  acid, 
mannoheptitol  (perseitol)  is  reconverted  into  mannoheptose. 

Mannoheptose  reacts  with  hydrogen  cyanide,  and  the  resulting 
man)) nctun  c  acid  forms  a  bountifully  crystalline  lactone  which  melts 
at  167 — 179°,  and  lias  a  specific  rotation  of  [x]u.  =  — 43'58.  On  re¬ 
duction,  the  lactone  yields  dextrorotatory  mannoctose,  which  is  charac- 
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tensed  by  forming  a  sparingly  soluble  phenylhydrazone,  C$Hie(VNaHPli, 
molting  at  212-  21  o'1. 

(4.)  Glucoscearboxylie  acitl .—(Uiictdieptose,  obtained  from  the  lac¬ 
tone  of  this  acitl  by  redact  ion,  crystallises  from  water  in  beautiful 
tables  which  melt  at  about  190  with  decomposition.  The  phony  f- 
ki/drazone  is  readily  soluble  in  water;  the  tmaznne  forms  golden-yellow 
needles  and  melts  at  197  with  decomposition.  On  treatment  with 
hydrogen  cyanide,  glueoheptose  yields  glncoctonic  acid ,  from  which  a 
well-crystallised  bariums  ait,  (0,  i[|S0»)dla,  has  been  prepared. 

(5.)  Galactosecar boxy iic  acid.  -The  lactone  of  galaetosecarboxylic 
acid  is  obtained  by  the  prolonged  heating  of  a  syrupy  aqueous  solu¬ 
tion  of  the  acid  on  a  water-bath,  aud  forms  colourless  crystals  melt¬ 
ing  at  149 — 150'.  On  reduction  it  is  converted  into  tjalah  pi  so. 
which  forms  a  sparingly  soluble  phenylhydrazone  melting  at  about  199 
with  decomposition,  and  an  osazonc  melting  at  about  220"  with  decom¬ 
position.  Galaheptose  interacts  with  hydrogen  cyanide. 

(G.)  Ilhamuoseearboxylic  acid.— A  50  per  cent,  yield  of  a  me  thy  l- 
hexose,  OH'CMeHqCH'OH  'yCHO,  is  obtained  by  the  reduction  of 
the  lactoue  of  this  acid.  This  carbohydrate  crystallises  well  from 
methyl  alcohol  and  melts  at  lbO — lbT.  The  phenylhydrazone  is 
readily  soluble  ;  the  o-sazone  melts  at  about  200  with  decomposition. 
On  treatment  with  hydrogen  cyanide,  it  yields  a  moth ylh"p tonic  acid . 
The  lactone  of  this  acid,  CsHl40T,  crystallises  well,  and  on  redaction 
is  converted  into  a  methylhepio.se,  which  forms  a  sparingly  soluble 
phe>  vy  lit  y  dr  a  zone. 

(7.)  Kructosecarboxylic  (levulosecarboxylic)  acid  and  saccharin,  on 
reduction,  afford  good  yields  of  two  carbohydrates  containing 
‘*  branched  ”  carbon-chains. 

(8.)  Carboxylic  acid  of  Milk-sugar. — Milk-sugar  reacts  with 
hydrogen  cyanide,  forming  a  carboxylic  acid  which  yields  an  insoluble 
basic  lead  salt,  does  not  reduce  Jb’ehliug’s  solution,  and  is  readily 
hydrolysed  by  boiling  with  dilute  sulphuric  acid.  When  evaporated 
to  a  syrup  and  reduced,  the  acitl  is  converted  into  a  sugar  which 
probably  has  the  formula  C^H^O]*. 

Dibasic  Acids. —  (1.)  Saccharic  acid. — The  lactone  of  saccharic 
acid,  obtained  by  heating  the  aqueous  solution  of  the  acid  on  a 
water-bath,  is  converted,  on  reduction,  into  an  acid  which  reduces 
Fehliug’s  solution,  and  shows  a  great  resemblance  to  glycuronio 
acid.  This  aldehyde-acid  is  purified  by  adding  neutral  lead  acetate 
to  the  reduction- product  rendered  slightly  acid  bjr  acetic  acid, 
whereby  sulphuric  acid  and  the  regenerated  saccharic  acid  are  pre¬ 
cipitated;  the  filtrate  is  then  precipitated  by  the  addition  of  basic 
lead  acetate,  the  precipitate  decomposed  by  dilute  sulphuric  acid, 
any  excess  of  sulphuric  acid  being  removed  by  means  of  bar\ta, 
and  the  filtrate  evaporated  to  a  syrup  in  a  vacuum.  The  aldehyue- 
acid  has  not  yet  been  crystallised. 

(2.)  Mucic  acid. — When  a  2^  per  cent,  aqueous  solution  of  ethyl 
mucate  is  reduced  by  sodium  amalgam  in  the  usual  way,  an  alde¬ 
hyde-acid  is  formed.  This  Can  be  purified  by  the  method  just  de¬ 
scribed,  and  is  a  pale-yellow  syrup  which  reduces  Fcbliuir’s  solution, 
and  on  oxidation  is  reconverted  into  mucic  acid.  W.  P.  W. 
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Constituents  of  Iceland  Moss.  By  A.  Hilger  and  0.  Buchner 
( Ber .,  23,  4G1 — 464). — The  authors  have  reinvestigated  the  prepara¬ 
tion  and  properties  of  lichenstearie  and  eetraric  acids,  which  were 
first  examined  by  Knop  and  Scbnedermann  ( Annalen ,  55,  164),  Her- 
berger  ( Annalen ,  21,  137),  and  Bolley  ( Annalen ,  54,  143  ;  86,  50), 
and  have  obtained  the  following  results:  — 

Lichenstearie  acid  is  best  prepared  by  extracting  the  powdered 
flakes  of  Iceland  moss  with  light  petroleum,  evaporating  the  solution, 
and  boiling  the  residue  with  water,  sodium  carbonate  being  added  in 
such  quantity  that  a  portion  of  the  substance  remains  undissolved. 
To  the  filtered  solution,  an  excess  of  hydrochloric  acid  is  added,  the 
precipitate  well  pressed  and  repeatedly  crystallised  from  light  pe¬ 
troleum,  and  the  solution  decolorised  by  animal  charcoal.  It  is  then 
further  recrystallised  several  times  from  boiling  alcohol,  and  is  thus 
obtained  as  a  voluminous,  white  mass  consisting  frequently  of  stel¬ 
late  groups  of  small  prisms,  which  speedily  fall  into  small,  lustrous 
plates.  It  melts  at  120°,  and  is  soluble  in  alcohol,  chloroform,  ben¬ 
zene,  and  light  petroleum,  but  is  almost  insoluble  in  water.  Its  alka¬ 
line  salts  are  the  only  ones  soluble  in  water,  and  it  is  not  acted  on  by 
acetic  chloride.  It  yields  a  chloride  with  phosphoric  chloride,  and 
from  the  analysis  of  this  compound,  the  free  acid,  and  certain  salts,  it 
appears  to  be  a  bibasic  acid  of  the  formula  C^H^O^.  It  is  converted 
ou  oxidation  into  carbonic  anhydride  and  capric  acid. 

Cetrarie  acid  is  best  obtained  by  Knop  and  Schnedermann’s  pro¬ 
cess,  with  the  alteration  that  the  precipitate  formed  by  hydrochloric 
acid  is  extracted  with  light  petroleum  to  remove  lichenstearie  acid, 
and  the  colouring  matter  removed  by  a  mixture  of  ether  and  turpen¬ 
tine  oil.  It  decomposes  at  about  200°,  and  appears  also  to  be  a  bibasic 
acid,  the  most  probable  formula  being  CjoHsoOio.  H.  Gr.  C. 

Chloropyromucic  Acids.  By  H.  B.  Hill  and  L.  L.  Jackson 
(Amer.  Chem.  J .,  12,  112 — 130;  compare  this  vol., p.482). — Dichloro- 
pyromucic  acid  [COOH  :  CL  =  2  :  4  :  5  or  2  :  3  :  5]  was  prepared,  to¬ 
gether  with  an  isomeric  acid  [2  :  3  :  5],  by  distilling  ethyl  pyromucate 
tetrachloride  at  16  mm.  pressure.  It  melts  at  197 — 19S°,  and  sublimes 
unchanged  below  its  melting  point.  It  dissolves  in  ether,  alcohol,  and 
hot  water;  100  parts  of  water  at  19'6°  dissolve  0T3  part  of  the  acid. 
The  barium  and  calcium  salts  (both  with  4  mols.  H20)  were  prepared. 
Of  these,  100  parts  of  water  at  19‘5°  dissolve  V58  and  6'85  parts 
respectively.  Ethyl  dichloropyromucate  [2:4:  5  or  2:3:5]  melts  at 
72 — 73°,  and  boils  at  122  5°  under  a  pressure  of  16  mm.  This  dichloro- 
pyromucic  acid  is  reduced  by  sodium  amalgam  to  pyromucic  acid.  AVith 
bromine  and  water,  it  reacts  like  the  [2:3:  5]  acid  previously  de¬ 
scribed,  giving  chlorofumaric  acid.  When  heated  over  a  water-bath 
with  concentrated  hydrochloric  acid,  a  substance  of  the  formula 
CiHjClOo  is  formed,  according  to  the  equation  CLHoCLCL  -f  H;0  = 
CiHiClOa  +  C02  -f  HC1.  This  substance  is  soluble  in  chloroform 
and  benzene,  and  slightly  in  water  and  light  petroleum;  when  crys¬ 
tallised  from  this  last  solvent,  it  forms  slender  prisms  which  melt  at 
52 — 53°  and  sublime  rapidly  at  ordinary  temperatures.  It  reduces 
silver  oxide,  and  gives  a  yellow  solution  with  aqueous  alkalis.  By 
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tho  action  of  fuming  sulphuric  acid  on  dichloropyromucic  acid 
[‘2  :  -1-  :  5  or  2:3:  5],  a  dichlo rosulphnpyromncic  arid  is  formed,  (lie 
barium  hydrogen  and  barium  (with  2  inols.  H-20)  sails  of  which  were 
prepared.  Sufficient  data  arc  not  available  to  determine  whether  this 
dichloropyromucic  acid  has  the  formula  [COOH  :  Cl?  =  2:4:5]  or 
[2  :  3  :  5]  ;  the  authors  incline  to  the  latter  view,  and  look  on  it 
ns  the  geometrical  isomeride  of  the  [2:3:  5]  acid  described  in  a  pre¬ 
vious  paper. 

Trichloropyromucic  acid  [COOTT  :  Cl3  =  2  :  3  :  4  :  5]  was  prepared 
by  decomposing  the  tetrachloride  of  the  [2  :  5]  chloropyromncic  acid, 
lithyl  pyromucate  was  chlorinated  at  145®  until  one  hydrogen-atom 
had  been  replaced  by  chlorine;  the  temperature  was  then  allowed  to 
fall  to  120°,  and  the  chlorination  continued  to  saturation.  The  pro¬ 
duct  (tetrachloride  of  ethyl  chloropyromucate)  was  treated  with 
alcoholic  soda,  the  sodium  salt  formed  was  decomposed  with  hydro¬ 
chloric  acid,  and  the  acid  thus  obtained  was  purified  by  reerys- 
tallising  its  ammonium  salt  from  water  ;  the  yield  of  acid  was  only 
15  per  cent,  of  the  theoretical.  Trichloropyromucic  acid  melts  at 
172  — 173°,  and  dissolves  in  alcohol,  ether,  and  boiling  benzene,  and 
slightly  in  hot  water;  100  parts  of  water  at  19'5°  dissolve  0T3  part 
of  it.  The  barium  and  calcium  salts  (each  with  4  mols.  H.,0)  were 
prepared;  100  parts  of  water  at  19'5  dissolve  0'27  and  0G4  part 
of  these  respectively.  The  potassium  and  silver  suits  were  found  to 
be  anhydrous.  Ethyl  trichloropyromucate  was  prepared  by  warming 
an  alcoholic  solution  of  the  acid  with  concentrated  sulphuric  acid; 
it  crystallises  in  flat  prisms  melting  at  62 — 63°.  Trichloropyro- 
mucamide  was  prepared  by  the  action  of  solid  ammonium  carbonate 
on  the  acid  chloride  ;  it  crystallises  in  long,  slender  needles  melt¬ 
ing  at  160 — 161°.  Trichloropyromucic  acid,  when  treated  with  bro¬ 
mine  and  water,  gives  both  trichlorubromofurfuran  and  diehloromaleic 
acid.  When  oxidised  with  nitric  acid,  it  yields  diehloromaleic 
acid. 

Dichlorobromopyromucic  acid  [COOH  :  Cl2  :  Br  =  2  :  3  :  4  :  5]  is 
formed  when  dichloropyromucic  acid  [2  :  3  :  4]  is  exposed  to  the 
vapour  of  bromine  at  the  ordinary  temperature.  It  melts  at  1S5 — 186‘  , 
and  dissolves  in  alcohol,  ether,  and  boiling  benzene. 

D ibro modi l o ropy ro mucic  acid  [COOH  :  Br2  :  Cl  =  2:3:4:  5]  was 
prepared  by  treating  ethyl  dibromopyromucate  [2:3:4]  with  chlo¬ 
rine  and  decomposing  the  product  with  alcoholic  soda.  It  melts  at 
193 — 194°,  and  dissolves  in  alcohol,  ether,  and  boiling  benzene. 

Dichloronitropyromucic  acid  [COOH  :  Cl2  :  X02  =  2  :  3  :  4  :  5]  was 
obtained  by  dissolving  dichloropyromucic  acid  [2:3:4]  in  fuming 
sulphuric  acid,  isolating  the  snlphonic  acid  thus  formed,  and  treat¬ 
ing  it  with  a  mixture  of  fuming  nitric  acid  and  concentrated  sulphuric 
acid.  It  melts  at  1S9 — 190®,  and  dissolves  in  alcohol  and  ether,  and 
in  hot  benzene  or  water.  C.  F.  B. 

Constitution  of  Methylpyromucic  Acid.  By  H.  B.  Hill  and 
W.  S.  II EXDRixsox  (Ber.,  23,  452 — 453). — The  methylfnrfuraldchyde 
described  by  Hill  in  a  former  paper  has  since  been  obtained  by 
.Maquenne  (this  vol.,  p.  33),  and  Bicler  and  Tollens  (this  vol.,  p.  238), 
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from  fucusol,  and  also  by  the  action  of  sulphuric  acid  on  rhamnosc 
(isodulcitol)  ;  from  the  last-named  formation  it  would  appear  to  be 
2-methylfurfuraldchyde.  This  supposition  has  been  confirmed  by  the 
authors’  examination  of  the  methylpyromucic  acid  obtained  by  its 
oxidation,  which  is  resolved  by  the  action  of  bromine- water  into  a 
ketonic  acid  of  the  formula  Csfh.Cb.  Pyromucic  acid  under  similar 
conditions  yields  fnmaraldeliyde.  The  above  ketonic  acid  appears 
to  be  identical  with  the  acetoacrylic  acid  described  by  Wolff  (Abstr., 
1887,  4(55),  which  would  naturally  be  formed  if  the  methyl-group 
occupied  the  c- position.  The  melting  point  of  the  acid  formed  was 
122 — 123°,  whereas  Wolff  gives  125 — 125-5°,  and  the  hvdrazone  melts 
at  157°,  agreeing  in  this  and  its  other  properties  with  the  hvdrazone 
of  acetoacrylic  acid  described  by  Bender  (Abstr.,  1888,  1188),  and 
Decker  (Abstr.,  1889,  49).  H.  G.  C. 

Stereochemical  Studies.  By  J.  Loschjiidt  ( Monatsh .,  11,  28 — 
32). — The  author  shows  how  by  a  combination  of  six  tetrahedral 
carbon-atoms  a  formula  may  be  obtained  for  benzene  in  which  the 
alternate  double  and  single  linkage  of  the  Kekule  formula  is  main¬ 
tained,  and  of  which  the  latter  formula  appears  to  be  only  an  abbre¬ 
viation.  H.  C. 

Nitrothymol-derivatives.  By  G.  Mazzara  ( Gaz-pftn ,  19,  61 — 
71). — Paranitro-orthobromothymol ,  GeHPrlleBi  (XO<)‘OH  [4:1:2:  6: 3], 
is  prepared  by  the  action  of  nitric  acid  (sp.  gr.  =  l'40j  on  a  solution 
of  bromothymol  in  glacial  acetic  acid.  It  forms  yellow  crystals, 
melts  at  107 — 108°,  and  is  very  sparingly  soluble  in  wafer.  It  is 
identical  with  the  compound  previously  described  (Abstr.,  1886, 
1019),  melting  at  100 — 10l°. 

The  derivative  crystallises  in  small,  yellow  needles  con¬ 

taining  4  mol.  HoO  ;  on  exposure  to  air  they  fall  into  a  red  powder. 
The  ethyl  ether  forms  yellow  laminae  which  melt  at  67 — 69°. 

Paramulo-orthobromothym-ol  is  prepared  by  the  reduction  of  the 
nitrobromotliymol  ;  it  crystallises  from  light  petroleum  in  pale-yellow 
scales,  melts  at  94 — 95°,  dissolves  in  hot  dilute  alcohol  and  in 
hot  benzene,  and  is  sparingly  volatile  in  steam.  It  is  probably 
identical  with  the  amidobromothymol  previously  described  (Zoc.  c<7.), 
melting  at  90°.  The  hydrochloride  crystallises  from  hot  alcohol  in 
white  needles,  and  melts  at  185°  with  previous  blackening. 

Paradiacetamido-orthobrnwacetyWujmol ,  CsHPrMeBr(NAc2)-OAc 
[4  :  1  :  2  :  6  :  3],  is  prepared  by  boiling  amidobromothymol  with  an 
excess  of  acetic  anhydride  for  four  and  a  half  hours.  It  forms  pinkish- 
white  crystals  which  have  an  odour  of  butyric  acid,  melts  at  136 — 137°, 
and  is  soluble  in  alcolvd  and  benzene.  Parabenzamido-orthobromothy- 
raol ,  C<>HPrMeBi'(N  HBz)-OH  [4  :  1  :  2  :  6  :  3],  is  prepared  by  heating 
a  mixture  of  amidobromothymol  and  benzoic  chloride  in  molecular 
proportion,  at  100 — 110°  for  five  to  six  hours.  It  forms  small,  reddish 
nodules  which  soften  at  160°,  and  meit  at  162 — 164°.  It  is  soluble  in 
alcohol  and  in  benzene.  With  potash,  it  forms  a  greenish-yellow  solu¬ 
tion,  from  which  it  is  reprecipitated  unchanged  by  hydrochloric  acid. 

Pinitrothymol,  C6HPri]c(X02)2-0H  [4  :  1  :  2  :  6  :  3],  is  obtained  as 
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»  five-product  in  the  preparation  of  nitrol)romothjmol ;  it  may  he  pre¬ 
pared  l>y  the  action  of  nitric  acid  (sp.  gr.  l'  I'i)  on  nitrobroinothymol. 
It  crystallises  from  light  petroleum  in  needle-shaped  prisms  ;  melts  at 
a.V.  The  ethyl  ether  melts  at  f>2 — ad0,  and  is  identical  with  that 
obtained  by  Ladenburg  and  Kngelhrceht  (Abstr.,  1878,  GO). 

'I'lie  chlorodinitrocvmene  limiting  ;it  100 — 101°,  prepared  by  these 
authors  from  dinitrot liyinol,  thus  contains  the  two  NO.-groups  in  the 
])nsitions  2  :  G,  and  the  dinitro-derivative  melting  at  SO  ,  obtained  by 
Pi  loti  and  Crosa  (Abstr.,  1 880,  404),  must  consequently  have  the 
constitution  [( N 0.)2  =s  5  :  Gj.  S.  B.  A.  A. 

Aromatic  Mercaptans.  By  R.  fjrrrK\RT  (X  pr.  Ch<  m.  [2],  41, 
179 — 221). — The  author's  new  method  for  obtaining  aromatic  mer¬ 
captans  consists  in  acting  on  the  diazo-aromatic  compounds  with 
potassium  ethvlxanthate,  and  decomposing  the  compound  thus  obtained 
with  caustic  alkali. 

Phenyl  ethylxanthate ,  PhS'CS.O Pt,  is  formed  (So  per  cent,  of 
theory)  when  diazobenzene  chloride  is  mixed  with  potassium  cthvl- 
xnnthate  (eq.  mols.),  and  the  resulting  solid  carefully  heated  ; 
nitrogen  is  evolved,  and  the  carbonate  left  as  an  oil  which  is  purified 
by  dissolving  it.  in  ether,  washing  with  alkali  and  acid,  and  distilling 
with  steam.  When  heated  with  alcoholic  potash,  it  is  converted 
into  the  potassium  compound  of  thiophenol,  from  which  thioplicnol  is 
obtained  by  tile  action  of  an  acid  ;  the  yield  is  70  per  cent,  of  theory. 
When  heated  with  alcoholic  ammonia,  it  is  converted  into  thiophenol, 
ethyl  alcohol,  and  ammonium  thiocyanate. 

Ortho-,  meia-,  and  para-tolyl  ethyl xanthates  are  obtained  in  like 
manner,  and  are  also  yellowish-red,  nnerystallisable  oils;  with  alcoholic 
potash,  they  yield  ortho-,  meta-,  and  para-thioeresols  respectively. 
Parutolyl  bisulphide  (Abstr.,  1879,  200)  melts  at  4G'J,  not  43r. 

Paratolyl  symmetrical  dithiocarhonate ,  CO(SC6HjAIe)2,  is  obtained 
as  a  bye-product  in  making  paratolyl  ethvlxanthate  in  beautiful, 
colourless  needles  melting  at  90 — 91°;  when  heated  with  alcoholic 
potash  and  then  acidified  with  hydrochloric  acid,  carbonic  anhydride 
and  thioparacresol  are  formed,  but  no  paracresol  ;  this  shows  that  it  is 
the  normal  salt  of  the  symmetrical  dithiocarbonic  acid,  CO(SH)2, 
and  not  of  the  isomeric  acid,  OH'CIPSH,  a  conclusion  confirmed 
by  the  fact  that  it  can  be  prepared  by  the  action  of  carbon  oxychlor¬ 
ide  on  thioparacresol. 

Metaxylyl  ethylxanthate,  similarly  obtained,  is  a.  yellowish-red  oil, 
which  yields  meta-  (?)  tliioxylol  (m.  p.  213 — 214°),  with  alcoholic 
potash. 

When  diazo-ortholiydroxybenzene  chloride  acts  on  potassium  ethvl¬ 
xanthate,  hydroxyphenyl  mercaptan  (b.  p.  217°)  [OH  :  SH  =  1  :  21 
(Abstr.,  1883,  989)  is  obtained.  When  diazopara hydroxybenzene 
chloride  is  used,  monothioquhiol  ethylxanthate  is  form.-d  as  a  dark, 
nnerystallisable,  sticky  substance.  M  onothioquinol  is  obtained  irom 
this  compound  by  beating  it  with  alcoholic  potash  ;  the  alcohol  is  dis¬ 
tilled  off,  the  residue  dissolved  in  water,  filtered,  and  saturated  with 
carbonic  anhydride ;  the  separated  oil  is  extracted  with  ether,  the 
ether  evaporated,  and  the  oil  warmed  with  zinc  and  sulphuric  acid  for 
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4 —  5  hours  ;  after  again  separating  it  with  ether,  it  is  distilled  under 
diminished  pressure  (45  mm.),  when  it  boils  without  decomposition  at 
166 — 168°;  it  is  a  colourless  liquid,  solidifying  to  a  lustrous,  white, 
crystalline  mass,  which  melts  at  29 — 30°.  The  lead  compound  was 
obtained. 

Monothio-ethylqniuol,  OEt'CsH^SH,  is  obtained  by  heating  mono- 
tlnoquinol  (T26  grams)  with  ethyl  iodide  (T50  grams)  and  potassium 
hydroxide  (0'56  gram)  in  alcohol  for  three  hours;  the  alcohol  is  dis¬ 
tilled  off,  the  residue  dissolved  in  ether,  washed,  and  distilled  ;  the 
quinol  passes  over  at  275 — 277°  as  a  colourless  liquid,  which  solidifies 
and  melts  at  40 — 41°.  It  gives  a  yellow  precipitate  with  lead 
acetate. 

Ethylmonothioquinol ,  OH'CsHpSEt,  is  formed  when  lead  monothio- 
quinol  is  heated  for  several  hours  with  ethyl  iodide  in  alcohol.  It 
is  a  colourless,  crystalline  solid  melting  at  40- — 41°,  and  boiling  at 

5- 82 — 287°  ;  it  is  not  precipitated  by  lead  acetate. 

M onothio-acetylquinol,  OAc'C6H4,SH,  obtained  by  treating  paracet- 
oxyplienyl  bisulphide  (see  below)  with  zinc-dust  and  sulphuric  acid  at 
45°,  is  a  colourless,  strongly  refractive  liquid  of  faint  odour,  which 
boils  at  275 — 280°;  its  lead  compound  was  obtained. 

Diacetyhnonothioquinol ,  OAc’CsH^SAc,  obtained  by  heating  mono- 
thioqninol  with  acetic  chloride  at  120 — 130°,  forms  small,  pearly 
leaflets  of  faint  odour,  and  melts  at  65'5 — 66°. 

Parahydroxyphenyl  bisulphide,  S2(CrHj-OH)2,  is  obtained  by  the 
action  of  the  air  on  an  ammoniacal  alcoholic  solution  of  monothio- 
quinol  ;  it  crystallises  in  slender,  pale-yellow  needles  melting  at 
160 — 151°.  When  heated  with  acetic  chloride,  it  yields  paracetoxy- 
phenyi  bisulphide,  S2(C„HrOAc)2,  which  crystallises  in  pearly  leaflets 
of  faint  odour,  melting  at  88 — 89°. 

J\fetanitrothiophenol,  X02*C6H4*SH,  is  obtained  as  follows: — Solu¬ 
tions  of  metanitrodiazobenzene  chloride  and  potassium  ethylxantbate 
are  gradually  mixed  at  70 — 75°;  a  yellow  diazo-compound  separates, 
but  quickly  decomposes,  evolving  nitrogen,  and  forming  a  heavy, 
brown  oil  ;  this  is  dissolved  in  ether,  the  solution  washed  and  evapo¬ 
rated,  and  the  oil  heated  with  alcoholic  potash.  The  potassium  com¬ 
pound  of  nietanitrothiophenol  thus  obtained  is  dissolved  in  water, 
acetic  acid  added,  and  then  lead  acetate,  which  gives  a  dark-yellow 
precipitate;  this  is  washed  with  water,  suspended  in  alcohol,  and 
decomposed  by  hydrogen  sulphide.  The  phenol  is  a  dark-yellow  oil, 
easily  oxidised  by  the  air  or  other  agents  to  metanitrop>heuyl  bisulphide , 
S^CfiHpiTOo),,  which  forms  yellowish,  well-formed,  rhombic  crystals, 
or  solt,  aggregated  needles,  melting  at  84°;  by  reduction  it  yields 
metamidotliiophenol,  the  lead  compound  of  which  is  described. 

Paramtrt phenyl  bisulphide. — Paranitraniline  (2  grains)  isdiazotised 
and  mixed  with  a  warm  solution  of  potassium  ethylxranthate 
(2'3  grams)  ;  a  yellowisli-red  oil  separates  and  is  dissolved  in  ether, 
washed,  and  saponified;  the  bisulphide  thus  obtained  forms  beautifnl, 
small  crystals  melting  at  168 — 170°.  With  zinc-dust  and  acetic  acid, 
it  vields  paranitrothiophenol  ;  but  with  zinc  and  sulphuric  acid,  it 
yields  paramidopheny!  bisulphide  (see  below). 

Paramidophenyl  ethylxanthate,  EtO'CS'S-C6H4-xsH2,  is  obtained  as 
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an  amorphous,  ln*own,  soft,  wax-like  mass  when  the  product  of  the 
action  of  purnnitrod iazobcnzcne  chloride  on  potassium  eth vlxanthate 
is  dissolved  in  ammonia  and  treated  with  hydrogen  sulphide:  it 
is  also  obtained  by  the  action  of  hydrogen  sulphide  on  the  alcoholic 
ammoniacal  solution  of  azobenzene  ethylxanthate  (see  below).  When 
it  is  saponified  with  alcoholic  potash,  pammidotldophenol  is  ob¬ 
tained. 

A cetylparamidophenyl  ethylxanthate,  EtO-CS'SCJI4XITAe,  is  pre¬ 
pared  by  diazotising  aeety Iparaphenyleuediamine,  and  mixing  the 
diazotised  solution  with  potassium  ethylxanthatc  at  (30 — 70",  washing 
the  precipitate  thus  formed  with  strong  hydrochloric  acid,  drying,  and 
recrystallising :  it  crystallises  in  thin,  pale-}Tellow  leaflets  melting  at 
151“  ;  it  is  insoluble  in  water  and  light  petroleum,  but  soluble  in  alcohol, 
ether,  glacial  acetic  acid,  and  benzene.  When  it  is  heated  for 
20 — NO  hours  with  alcoholic  potash,  the  alcohol  distilled  off,  anti 
acetic  acid  added,  paracetamidophenyl  bisulphide  (Abstr.,  1878,  074) 
is  formed;  when  this  is  reduced  with  zinc-dust  in  acetic  acid  and  pre¬ 
cipitated  with  lead  acetate,  a  lead,  compound  is  obtained  which,  on 
being  decomposed  with  hydrogen  sulphide,  yields  act-tylparamido- 
thiophmol ,  SH-C,,6H1-NIIAc ;  this  crystallises  in  beautiful  leaflets  melt¬ 
ing  at  1(33  ,  and  soluble  in  most  solvents. 

Paramidophenyl  bisulphide  is  identical  with  Schmidt’s  pscudo- 
dithioaniline  (Abstr.,  1878,  974)  ;  if  it  is  diazotised  and  the  solution 
mixed  with  soda,  a  yellow  flocculent  precipitate  is  formed,  which 
melts  at  150 — 151  ;  if  the  diazotised  solution  is  mixed  with  potassium 
ethyl  xanthate,  and  the  product  saponified,  dithioquinol  (m.  p.  98", 
Abstr.,  1877,  81)  is  produced. 

Paraphenylene  bisulphide.  C6H4S2,  is  produced  by  the  oxidation  of 
dithioquinol ;  it  blackens  without  melting  at  300°. 

Dimethyl  paramidophenyl  ethylxanthate .  EtO'CS'S-CsHyXMeo,  ob¬ 
tained  by  diazotising  dimethylparaphcnylenediamine  and  mixing  the 
solution  with  potassium  ethylxanthate,  is  a  yellow  oil  which  solidifies 
and  forms  yellow  crystals  melting  at  54-5°,  and  soluble  in  the  usual 
solvents  except  water.  When  it  is  heated  with  alkalis,  or,  better,  with 
alcoholic  solution  of  aniline  at  200°,  it  is  converted  into  tetrametliyl- 
amidoplienyl  bisulphide,  identical  with  Merz  and  Weith’s  ditliio- 
dimethylaniline  (Abstr.,  18S6,  792)  ;  this,  if  treated  with  tin  and 
hydrochloric  acid,  yields  dimetli ylamidothiopheno)  ( he .  citi). 

Azobenzene  ethylxanthate ,  EtO’CS,S,C6H4-X2Pli,  is  made  by  diazo¬ 
tising  ainidoazobenzene  sulphate  and  mixing  the  solution  with  potas¬ 
sium  ethylxanthate;  it  forms  brilliant,  vermilion-red  aggregates  of 
crystals  melting  at  G5°. 

Azobenzene  bisulphide ,  S2(C6H4#X2Ph),  formed  when  the  last-men¬ 
tioned  compound  is  saponified  with  alcoholic  potash,  crystallises  in 
yellow  leaflets  melting  at  162°. 

By  saponifying  the  product  of  the  action  of  tetrazodiphenyl  sulphate 
(from  the  diazotising  of  benzidene  sulphate)  on  potassium  ethyl¬ 
xanthate,  diphenyl  dihydrosulphide  (m.  p.  176",  Gabriel  and  Deutsch, 
Abstr.,  1880,  477)  is  obtained  ;  when  methyl  chloride  is  passed  into 
an  alcoholic  solution  of  this,  containing  caustic  potash,  diphenyl 
dithiodi methyl  ether ,  C12H8(»SMe)2,  is  precipitated;  it  crystallises  in 
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soft,  pale-yellow  leaflets  melting  at  18-1°.  The  corresponding  ethyl 
compound,  (CsH}*SEt)a,  obtained  in  like  manner,  crystallises  in  beauti¬ 
ful,  silvery  leaflets  melting  at  135°. 

Qrthoditolyl  dihydrosu l phi d e,  Ci2H6Me.>(SH)2,  obtained  by  a  method 
similar  to  that  for  diphenyl  dihydrosulphide  forms  beautiful,  yellowish 
leaflets,  melts  at  113°,  and  is  soluble  in  alcohol,  ether,  benzene,  and 
aqueous  potash.  By  oxidation,  it  yields  a  substance  which  crystal¬ 
lises  in  needles  melting  at  118°. 

By  the  action  of  ^-diazonaphthalene  chloride  on  potassium  ethyl- 
xanthate,  a-naphthyl  mercaptan  is  obtained,  and  a-naphthyl  bisul¬ 
phide,  a-nnphthyl  sulphide,  and  a-naphthyl  snlphone  can  be  prepared 
from  the  mei'cnptan;  these  substances  are  already  known. 

Potassium  snlpho-a-nnphthyl  ethylxanthate .  EtO-CS'SCmH^-SOalx,  is 
obtained  by  the  action  of  *-diazonnphthalenesnlphonic  acid  (from 
naphthionic  acid  and  sodium  nitrite)  on  potassium  ethylxanthate  ;  it 
crystallises  in  small,  brownish  leaflets.  When  it  is  heated  with  dilute 
alcoholic  potash,  the  alcohol  evaporated,  and  acetic  acid  added,  a  yellow 
precipitate  of  potassium  sulphonaphthyl  bisulphide  S>(CinH6SCbK)-», 
is  obtained. 

By  this  general  method,  /3-naphthyl  bisulphide  and  /3-naplithyl  mer¬ 
captan  were  also  obtained  ;  they  are  already  known. 

Potassium  sulpho-fH-naphthyl  ethylxanthate  was  also  obtained;  when 
it  is  heated  with  strong  alcoholic  potash,  the  alcohol  evaporated,  and 
acetic  acid  added,  a  colourless,  crystalline  mass  (which  gives  zinc 
f-t-thionaphtholsnlphonate  with  zinc  and  sulphuric  acid),  and  potassium 
sit! pho- ft- naphthyl  bisulphide  are  obtained  ;  the  free  acid  and  the  lead 
salt  of  the  latter  were  also  prepared.  A.  G.  B. 

Paraxylidine.  ByL.  Pfmjg  (Anualen,  255,  1 63-— 176). — Formyl- 
paraxylidine ,  C9HnNO,  prepared  by  boiling  xylidine  with  concen¬ 
trated  formic  acid,  crystallises  from  water  in  long,  colourless  needles, 
melts  at  111 — 113°,  and  turns  reddish  on  keeping.  The  benzoyl- 
derivative,  C^H^XO,  crystallises  from  alcohol  in  colourless  needles 
melting  at  140°.  The  beuzylidine- derivative,  C)SHI5M,  crystallises 
from  alcohol  in  yellowish  plates,  melts  at  101 — 103°,  and  is  decom¬ 
posed  by  boiling  acids.  The  6c??ry/-derivative,  G15li)7N,  prepared  by 
reducing  the  benzylidene-derivative  with  sodium  amalgam  in  alcoholic 
solution,  is  a  light-yellow  oil,  boiling  at  330 — 335°  ;  the  hydrochloride 
crystallises  in  colourless  needles,  and  is  readily  soluble  in  water.  The 
nitrosamine  is  a  yellow  oil,  and  gives  Liebermann’s  reaction. 

Meta n itrobenzylidenexy lid. me,  prepared  by  warming  paraxylidine 
with  metanitrobenzaldehvde,  crystallises  from  alcohol  in  yellow 
needles,  and  melts  at  136°;  it  is  only  sparingly  soluble  in  cold  alcohol, 
ether,  and  light  petroleum,  and  insoluble  in  water. 

Dia nilidoparaxyl oquin on e,  C->nHISX2Oa,  can  be  easily  obtained  from 
paraxyloquinone  ;  it  crystallises  fi'om  hot  alcohol  in  yellowish-brown 
needles,  melts  at  264°,  and  is  more  readily  soluble  than  dianilido- 
quinone. 

Methyl  paraxylidine  is  prepared  by  boiling  formylxylidine  with 
potash  and  methyl  iodide  in  methyl  alcoholic  solution,  and  heating 
the  product  with  concentrated  hydrochloric  acid.  Jt  is  a  yellowish 
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oil.  boils  at  225 — 227°  (735  mm.),  and  is  readily  volatile  with 
steam. 

ParamethyliYiihjhiitrosnvniiie,  CjHijNiO,  is  prepared  bv  treating 
methylxylidine  with  sodium  nitrite  and  dilute  sulphuric  acid  in  ice- 
cold  aqueous  solution  ;  it  is  a  yellow  oil. 

Paranitrosnparamethylv'ylidine,  CjHioXoO,  is  obtained  by  dissolving 
the  preceding  compound  in  ether,  gradually  adding  alcoholic  hydro¬ 
chloric  acid  to  the  wcll-eoolcd  solution,  and  decomposing  the  salt 
thus  produced  with  ammonia.  It  crystallises  from  benzene  or  alcohol 
in  green  needles  with  a  blue  reflex,  melts  at  164f,  and  gives  the  same 
reactions  as  other  nitroso-bases.  It  is  decomposed  by  boiling  soda, 
yielding  methylamine  and  paranitrosoxvlenol. 

Methi/lx/flylenediaminc  [X 1 1  Me  :  Me2 :  X  lb.  —  1:2:5:  4],  prepared 
by  reducing  the  preceding  compound  with  tin  and  hydrochloric  acid, 
crystallises  in  almost  colourless  needles,  melts  at  83°,  and  is  readily 
soluble  in  ether  and  alcohol,  but  only  sparingly  in  water.  Its  salts  are 
colourless,  but,  like  the  base  itself,  they  become  coloured  on  exposure 
to  the  air.  The  hydrochloride  crystallises  from  alcohol  in  colourless 
needles,  and  in  its  aqueous  solution  ferric  chloride  gives  a  deep,  violet- 
blue  coloration.  The  stannochlnride  crystallises  in  colourless  needles. 

Par  anil  ro,<o,v  ylenol  [XOH  :  Me2  :  0  =  1  :  2  :  5  :  4],  crystallises  in 
yellowish  prisms,  melts  at  105“,  and  is  readily  soluble  in  ether  and 
alcohol  ;  it  behaves  like  other  nitroso- phenols,  and  dissolves  in  ammo¬ 
nia  and  dilute  alkalis  yielding  red  solutions. 

Paranitrosoxylidine .  CsH^XjO,  obtained  by  heating  nitrosoxylenol 
with  ammonium  chloride  and  ammonium  acetate,  crystallises  from 
benzene  and  ether  in  green  needles  melting  at  109°  ;  it  is  sparingly 
soluble  in  water,  and  is  decomposed  by  boiling  alkalis. 

Paraxyloquiuonedioxime ,  ChHioX20.,  can  be  obtained  by  treating  the 
nitroso-base  with  hydroxvlamine  hydrochloride  in  cold  dilute  alcoholic 
solution  ;  it  crystallises  from  boiling  alcohol  in  slender,  yellow  needles, 
melts  at  254°,  and  is  sparingly  soluble  in  all  ordinary  solvents  except 
alkalis. 

Dinitrozoxylene,  C8HsX202,  prepared  by  oxidising  xyloqninone- 
dioxime  with  potassium  ferrieyanide  in  alkaline  solution,  is  a  yellow, 
sparingly  soluble  compound  melting  at  about  250’.  lb  S.  K. 

Methylorthanisidine.  By  T.  T.  Best  ( Annalen ,  255, 1 76 — 188). 
— Methylorthanwidylnitrosamine .  OMe-C6H4‘XMe‘XO,  can  be  obtained 
by  dissolving  methylorthanisidine  (prepared  from  orthanisidine  by 
llepp’s  method,  JPr.,  10,  327)  in  dilute  sulphuric  acid,  covering  the 
solution  with  a  little  ether,  and  gradually  adding  an  aqueous  solution 
of  sodium  nitrite,  with  constant  shaking.  On  evaporating  the  ethereal 
solution,  the  nitrosamine  remains  as  a  yellow  oil-  It  gives  Lieber- 
mann’s  reaction,  and  is  readily  soluble  in  alcohol  and  ether,  but 
insoluble  in  water. 

Paranitrosomethylorfhanisidiee,  OMe,C6H:f(XO),XHMe,  is  formed 
when  the  preceding  compound  is  treated  with  an  alcoholic  solution  of 
hydrochloric  acid  in  the  cold,  and  the  salt  produced  decomposed  with 
dilute  ammonia.  It  crystallises  in  green  or  steel-bine  plates,  melts  at 
110°,  and  is  readily  soluble  in  alcohol,  benzene,  glacial  acetic  acid, 
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ether,  and  methyl  alcohol,  but  only  very  sparingly  in  light  petroleum 
and  water.  The  hydrochloride ,  C8HjoN.j02,HC1,  separates  from  water 
and  alcohol  in  long,  yellowish-green  needles  or  plates,  and  is  very 
readily  soluble  in  water,  only  moderately  easily  in  alcohol,  and  in¬ 
soluble  in  ether.  It  is  decomposed  by  hot  dilute  soda,  giving  methyl- 
amine  and  the  sodium  compound  of  nitrosoguaiacol.  The  sulphate 
crystallises  in  yellow  or  brown  plates,  and  is  moderately  easily  soluble 
in  water.  The  platinochloride,picrate,  and  oxalate  are  yellow  or  brown, 
sparingly  soluble  compounds. 

When  paranitrosomethylorthanisidine  is  warmed  with  aniline  and 
aniline  hydrochloride,  it  is  converted  into  azophenine  (m.  p.  241°) 
(compare  Abstr.,  18S7,  11  Oh). 

Faranitroaiiisylmethylnitrosamwe ,  OMe'CsH^NCbyNMe'NO,  is  ob¬ 
tained  when  metbylorthanisidiuc  or  methylortlmnisidylnitrosamine 
sulphate  is  treated  with  excess  of  sodium  nitrite  in  dilute  sulphuric 
acid  solution  ;  it  crystallises  from  dilute  alcohol  in  long,  yellowish 
needles,  melts  at  168°,  and  is  sohtble  in  alcohol,  but  only  moderately 
easily  in  ether,  and  insoluble  in  water.  It  gives  Liebermann’s  reaction, 
and,  when  treated  with  alcoholic  hydrochloric  acid,  it  is  converted 
into  paranitroinethylanisidine. 

Methoxymethylpuraphenylenediamine  [XHAIe  :NH3:  OMe  =  1:4:6] 
is  prepared  by  reducing  paranitrosomethylorthanisidine  with  tin  and 
concentrated  hydrochloric  acid  and  decomposing  the  resulting  crys¬ 
talline  stannoehloride  with  cold  soda.  It  crystallises  from  light 
petroleum  in  long,  colourless  needles,  turns  reddish  on  exposure  to 
the  air,  and  melts  at  67 — 68°;  it  is  readily  soluble  in  water,  alcohol, 
ether,  and  acids,  but  rather  more  sparingly  in  light  petroleum.  The 
hydrochloride  crystallises  from  alcohol  in  colourless  needles;  its 
aqueous  solution  is  coloured  deep  violet  or  blue  on  the  addition  of 
ferric  chloride.  The  platinochloride  separates  from  water  in  dark- 
brown  crystals. 

Paranitrosoyuaiacol,  OMe*C6H3(NO)*OH,  prepared  by  boiling  para- 
nitrosomcthylanisidine  hydrochloride  with  soda,  crystallises  in  needles 
or  prisms,  and  decomposes  at  140 — 150°  with  a  slight  explosion.  It 
is  readily  soluble  in  alcohol  and  ether,  but  only  sparingly  in  water. 
When  treated  with  hydroxyl  amine  hydrochloride  in  alcoholic  solution, 
it  is  converted  into  methoxyquinonedioxime  (see  below).  The  sodium, 
potassium,  and  ammonium  derivatives  are  red,  crystalline  compounds 
which  decompose  with  a  slight  explosion  when  heated,  and  are  soluble 
in  alcohol, 

Puranitrosoanisidine ,  OMe*C6H3(XO)-NH:>,  is  obtained  by  heating 
the  preceding  compound  with  ammonium  acetate  and  ammonium 
chloride,  with  frequent  addition  of  ammonium  carbonate.  It  separates 
from  benzene  and  ether  in  green  crystals,  melts  at  107°,  and  is  readily 
soluble  in  alcohol,  ether,  benzene,  and  acids,  but  only  sparingly  in 
water. 

Methoxyquinonedioxime ,  OMe*C6H3(X-OH),,  prepared  by  treating 
nitrosoamsidine  with  hydroxy lamine  hydrochloride,  crystallises  from 
dilute  alcohol  in  small,  grey  needles,  melts  at  250°  with  decomposition, 
and  is  soluble  in  ether  and  alkalis,  but  insoluble  in  water.  When 
treated  with  a  cold  alkaline  solution  of  potassium  ferricyanide,  it  is 
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converted  into  pnradinil rosea  ni  soil.  This  compound,  OMe’CV, 11  (NO).., 
forms  yellow  crystals,  melts  at  <)-l- — *>G°  with  pur t ini  decomposition, 
and  is  almost  insoluble  in  all  solvents;  it  is  oxidised  to  paradinitro- 
nniso’il  by  potassium  ferrievanide.  1’’.  8.  K. 

Paramidodi  phenyl  amine.  By  C.  11  i:\cke  (Annalcn,  255,  188 — 
195). — Paramidodiphenylamine  is  best  prepared  by  reducing'  para- 
nitrosodi  phenylamino  with  alcoholic  ammonium  sulphide.  The 
6<‘M2yZ«Ze»e-dcrivativc,  C19H1SN.>,  crystallises  from  alcohol  and  benzene 
in  greenish  plates,  melts  at  107  —  109°,  and  is  decomposed  by  dilute 
acids  and  alkalis.  The  benzyl- derivative,  C|9HlgN2,  prepared  by  re¬ 
ducing  the  preceding  compound  with  sodium  and  alcohol,  crystallises 
in  yellowish  plates,  and  melts  at  121°.  The  paranitrohcnzylidene- 
derivative  crystallises  from  benzene  in  red  needles,  and  is  sparingly 
soluble  in  ether,  alcohol,  and  light  petroleum;  it  melts  at  172°.  The 
corresponding  wchtuftro-eompound  forms  yellow  plates,  melts  at  123°, 
and  is  more  readily  soluble  in  ether  and  alcohol  than  the  para- 
compound. 

Orthohydroxybenzylideneparamhlodi phenyl amine,  prepared  from  the 
amido-bn.se  and  salieylaldehyde,  separates  from  alcohol  in  dark  yellow 
crystals,  and  from  hot  benzene  in  brown  prisms  melting  at  120°. 
(Jumaldehyde  and  the  amido-base  combine  together  yielding  a 
compound  Co2H22N2,  which  crystallises  from  alcohol  in  brown  prisms 
melting  at  132°.  The  condensation-product  obtained  from  fnrfnr- 
aldchyde  has  the  composition  C^HuNoO  ;  it  separates  from  alcohol  in 
vellow  crystals  melting  at  129°. 

CO 

Plithalamidodiphenyl  amine,  C\-H|  <C  ('  q  '  C6T  Tp  N  H  Ph ,  prepared 

by  heating  the  amido-base  with  phthalic  acid  at  180°,  forms  green 
needles,  melts  at  270°,  and  is  almost  insoluble  in  water,  alcohol,  ether, 
benzene,  and  light  petroleum. 

The  compound  CS(NH*C6HpNHPh)2  is  obtained  when  paramido- 
diphenylamine  is  boiled  with  carbon  bisulphide  in  alcoholic  solution; 
it  crystallises  from  dilute  alcohol  in  colourless  needles,  melts  at  180°, 
and  when  boiled  with  mercuric  oxide  in  alcoholic  solution  is  con¬ 
verted  into  a  yellowish-green,  crystalline  compound  which  melts  at 
117°  and  has  the  composition  C25H,gN4S. 

Paramidodiphenylamine  combines  with  quinone  yielding  a  dark 
red,  sparingly  soluble  compound  C6H202(NH'C6H4,NHPh)2  [(NH‘)2  = 

2  :  3],  which  melts  above  360°. 

Phenylquinohpdiivii de,  (Ci2Hi0N2)„,  is  formed  when  an  ethereal  solu¬ 
tion  of  paramidodiphenylamine  is  shaken  for  a  few  minutes  with 
finely-divided  lead  peroxide.  It  crystallises  from  methyl  alcohol  with 

3  mols.  of  the  solvent,  melts  at  208°,  and  behaves  like  an  indamine. 
When  treated  with  alcoholic  ammonium  sulphide  at  120°,  it  is  recon¬ 
verted  into  the  amido-base,  and  when  warmed  with  aniline  and 
aniline  hydrochloride,  it  yields  azophenine  and  an  inuline  base. 

F.  8.  K. 

Phenylparatolylamine.  By  A.  Beichold  ( Annalen ,  255,  162 — 
168). — Paranitrosvphenyltolyl  amine,  Cl:,Hl2N20,  can  he  easily  prepared 
by  dissolving  phenyl paratolylnitrosamine  in  alcoholic  ether,  and 
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adding  alcoholic  hydrochloric  acid  to  the  ice-cold  solution.  The 
hydrochloride,  which  separates  from  the  solution  after  some  time,  is 
washed  with  alcoholic  ether,  and  decomposed  with  alcoholic  ammo¬ 
nium  sulphide,  whereon  the  base  is  gradually  precipitated  in  blue 
prisms  or  plates.  It  is  moderately  easily  soluble  in  alcohol,  ether, 
and  chloroform,  hut  more  sparingly  in  benzene,  from  which  it  sepa¬ 
rates  in  green  plates,  and  very  sparingly  in  hot  water  and  light 
petroleum.  It  dissolves  in  glacial  acetic  acid  with  a  brown  coloration, 
and  in  concentrated  sulphuric  acid  yielding  a  red  solution  which 
turns  violet  on  warming.  It  melts  at  1G3°,  and  dissolves  in  dilute 
alkalis,  but  is  repreeipitated  by  carbonic  anhydride.  The  salts  with 
acids  are  decomposed  by  water.  The  base  is  decomposed  by  boiling 
soda,  yielding  paratoluidine  and  nitrosopbenol.  The  mVroso- derivative, 
Ci3H,,NsO>,  crystallises  from  ether  in  green  plates,  melts  at  110°  with 
decomposition,  and  gives  Liebermann’s  reaction.  The  acety  l- deviva.- 
tive,  C15H14N302,  forms  red  crystals  melting  at  103°. 

Benzenediazouii  rosuphemjltol  yla»nne,  CigM^NiO,  is  obtained  when 
pnranitroRopheiiytolylamine  hydrochloride  is  treated  with  excess  of 
phenyl  hydrazine  hydrochloride  in  dilute  alcoholic  solution.  It,  crys¬ 
tallises  from  warm  alcohol  in  yellow  plates,  melts  at  125°  with 
decomposition,  and  explodes  when  heated  quickly.  It  is  decomposed 
by  boiling  alcoholic  hydrochloric  acid  with  evolution  of  nitrogen, 
yielding  benzene  and  nitrosophenyltolylainiiie. 

Methyl  a  zo'phenine  [NC7H7 :  APh  :  (AHPh),  =  1  :  4 :  2  :  5]  is  formed 
when  the  nitroso-base  (1  part)  is  heated  at  100°  for  some  hours  with 
aniline  (4  parts)  and  aniline  hydrochloride  (1  part).  The  crystalline 
residue  is  boiled  with  dilute  alcohol  to  free  it  from  the  induline  dye, 
and  then  recrystallised  from  xylene.  It  forms  red  plates,  melts  at 
230°,  and  gives  the  same  reactions  as  azophonine. 

Paramidophenyltolylamine ,  C,3HUN2,  prepared  by  reducing  the 
nitroso-base  with  alcoholic  ammonium  sulphide,  crystallises  in  colour¬ 
less  plates,  melts  at  118°,  and  is  readily  soluble  in  alcohol,  ether,  and 
benzene,  but  more  sparingly  in  light  petroleum  ;  it  quickly  turns 
violet  on  exposure  to  the  air.  The  sulphate  crystallises  in  colourless 
needles,  and  is  only  sparingly  soluble. 

Betizijlideneamidophenyltohjlamine,  C2flH)bX2,  is  formed  when  the 
amido-base  is  warmed  with  benzaldehyde.  It  crystallises  from 
alcohol  in  yellow  plates,  melts  at  139°,  and  turns  greenish  on  exposure 
to  light.  It  is  decomposed  by  boiling  acids,  yielding  benzaldehyde 
and  the  amido-base.  The  corresponding  compound  C7o  HlbN20,  ob¬ 
tained  in  like  manner  from  salieylaldehyde,  forms  reddish -yellow 
crystals,  melts  at  142°,  and  is  moderately  easily  soluble  in  alcohol, 
ether,  and  benzene. 

Parauurubtnzylidenephenyltolylamine,  CsoHnATjC^,  obtained  by  boil- 
inn-  an  alcoholic  solution  of  the  amido-base  with  parunitrosobenzalde- 
hyde,  crystallises  in  red  needles  melting  at  130°.  If.  S.  K. 

Action  of  Thionyl  Chloride  on  Aromatic  Tertiary  Amines. 

Bv  A.  Michaelis  and  E.  Godchaux  (A'er.,  23,  5-53 — 559). — Thiodi- 
metliyl  aniline,  S(C6H4'NJMe2)2,  is  formed,  together  with  dimethylani- 
linesulphonic  chloride,  when  dimethylaniline  is  treated  with  thionyl 
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chloride  (1  mol.)  in  well-cooled  ethereal  solution.  Tlic  other,  which 
contains  the  chloride,  is  decanted,  the  residual  dark,  solid  product 
dissolved  in  dilute  hydrochloric  acid,  the  lilt ored  solution  rendered 
strongly  alkaline  with  soda,  and  distilled  with  steam  to  free  it  from 
dimethylanilinc ;  the  t  hiodimethylaiiiline,  which  remains  its  a  solid, 
green  mass,  is  then  rcurystallised  from  hot  alcohol.  It  forms  green 
needles,  melts  at  126°,  and  is  readily  soluble  in  ether  and  hot 
alcohol  (compare  Tnrsini,  Ahstr.,  lbb-t,  11-10).  The  hydrochloride , 
Ci«H.0N,S,211Cl,  melts  at  170°,  is  very  readily  soluble  in  water,  and 
becomes  coloured  on  exposure  to  light.  The  platinochloride , 

CwHjoNjSjI.PtCl*  +  2K,0 

is  yellowish-brown  ;  the  fcrrocyanide,  C|6H  0NdS,H4Fe(CN)6  •+-  GlI^O, 
is  a  colourless  powder  almost  insoluble  in  water. 

Dimethylnnilinesnlphonic  acid  is  obtained  when  the  ethereal  solu¬ 
tion  decanted  from  the  thiodimethylanibne  is  shaken  with  dilute 
hydrochloric  acid  and  then  evaporated;  it  melts  at  2o7‘,  and  is 
identical  with  the  acid  obtained  by  treating  dimethylaniline  with 
fuming  sulphuric  acid.  Thu  sodium  salt  (  + 2H20)  crystallises  from 
water  in  long,  colourless  needles,  and  is  sparingly  soluble  in  soda  and 
insoluble  in  alcohol. 

Thiodiethylaniliue  can  be  obtained,  together  with  diothvlaniline- 
snlphonie  acid,  exactly  as  described  in  the  case  of  the  corresponding 
dimethyl-base.  It  crystallises  from  alcohol  in  long,  colourless  needles, 
melts  at  83°,  and  is  readily  soluble  in  ether  and  hot  alcohol.  The 
hydrochloride ,  Oo,)H3t,X;S,2HCl,  crystallises  in  long,  colourless  needles, 
melts  at  94'J,  and  is  readily  soluble  in  water.  The  sulphate , 

C20H2SX,S,HiSO1, 

crystallises  in  needles  melting  at  83°  ;  the  ferrocyanide  is  colourless. 
The  picrate,  CsoH2SX2S,C6H3X307,  crystallises  from  alcohol  in  small, 
yellow  needles  meltiug  at  177°. 

Diethylauilinesulphonic  acid  turns  brown  at  250°,  and  melts  at  270° 
with  decomposition. 

Sodium  methylbenzylaniliv.esulphonate ,  C7H7\XMe*C6H4-S03Na  + 
3H20,  is  obtained  when  methylbeuzylaniline  is  treated  with  thionvl 
chloride  in  ethereal  solution,  the  product  dissolved  in  hydrochloric 
acid,  and  precipitated  with  soda.  It  crystallises  in  plates  and  melts 
at  100°  in  its  water  of  crystallisation,  the  anhydrous  substance  melting 
at  238°;  it  is  readily  soluble  in  water  and  hot  alcohol. 

Sodium  ethylbenzylanilinesulphonate,  C^/XEt'CeHySO-jXa  -j-  3ILO, 
prepared  in  like  manner,  melts  at  222°. 

The  action  of  sclenyl  chloride  on  aromatic  tertiary  amines  is  being 
investigated,  as  is  also  the  behaviour  of  primary  and  secondary  bases. 

F.  S.  K. 

Alkylorthophenylenediamines  and  their  Derivatives.  By 
A.  Hempel  (J.  pr.  Ghem.  [2],  41,  161 — 178). —  OrtJwnit methyl aniline, 
N(VC6H4‘NHEt,  is  best  obtained  by  heating  eth yleneorthonitro- 
plienol  with  ethylamine  in  alcohol  at  140°,  evaporating  on  the  water- 
bath,  and  distilling  the  oily  residue  with  steam;  the  oil  is  extracted 
from  the  distillate  by  ether,  dissolved  in  sttong  hydrochloric  acid. 
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filtered,  and  precipitated  by  water.  It  is  a  red  oil  which  does  not 
crystallise,  and  decomposes  at  95°  when  distilled  ;  it  is  slightly  soluble 
in  warm  water  and  burns  with  a  sooty,  luminous  flame. 

Orthonit romethylaniline,  obtained  in  like  manner,  is  a  red  oil  which 
crystallises  on  cooling  in  red  needles  melting  at  2ti — 28°,  and  soluble 
in  much  cold  water. 

Ethylorthophenylenediamine,  NHvC6H4-NHEt,  obtained  by  reducing 
orthonitroethylaniline  with  tin  in  hydrochloric  acid,  is  a  colourless, 
strongly  smelling  oil,  unstable  in  light  and  ah',  and  distilling  at 
248 — 2-49°.  Its  platinociiloridc  was  obtained. 

NEt 

Ethylazim idobenzen e,  CfiH4<^  n>N  (compare  Abstr.,  188S,  273), 

is  obtained  by  decomposing  ethylorthophenylenediamine  (10  grams) 
with  the  calculated  quantity  of  sodium  nitrite  iu  dilute  sulphuric 
acid,  filtering,  and  extracting  the  filtrate  with  ether.  It  is  an  odorous, 
yellow  oil  boiling  at  280 — 2-31°,  soluble  in  strong,  and  warm  dilute 
sulphuric  acid,  and  precipitated  unchanged  by  alkalis. 

Acetylethylorthophenylenecliamine.  N 11  Et-C6H4-N  H  Ac,  is  precipitated 
when  ethereal  solutions  of  the  calculated  quantities  of  ethylortho¬ 
phenylenediamine  and  acetic  anhydride  are  mixed  together  ;  it  forms 
white  crystals  becoming  brownish-red  on  exposure  to  the  air,  melts  at 
104°,  and  is  sparingly  soluble  in  most  solvents,  but  freely  soluble  in 
dilute  acids  and  in  alcohol. 

K^Et 

Ethenylethylorthophenylenediamine ,  CGH4<( _ ^  is  formed  (1) 

by  mixing  acetic  anhydride  with  ethylorthophenylenediamine  ;  (2) 
by  gently  warming  ethereal  solutions  of  acetic  chloride  and  ethyl¬ 
orthophenylenediamine  together,  and  then  evaporating  the  ether; 
(3)  by  reducing  orthonitroacetylethylaniline  with  tin  and  hydro¬ 
chloric  acid.  It  crystallises  from  alcohol  in  colourless,  rhombic  tables, 
melts  at  179 — 180°,  and  is  soluble  in  ether,  dilute  acids,  and  warm 
water;  its  hydrochloride  forms  colourless  needles  soluble  in  water. 

Orthonitronitroso-ethylaniline,  N02*CfiH4*XEt*X0,  is  obtained  by 
treating  orthonitroethylaniline  in  strong  hydrochloric  acid  with 
sodium  nitrite ;  it  separates  as  a  yellow  oil  which  solidities  on  cooling, 
and  crystallises  from  dilute  alcohol  in  long,  yellow  needles  melting  at 
30°.  It  does  not  give  a  nitroso-reaction.  The  action  of  nitrous 
anhydride  ou  orthonitroethylaniline  in  ether  produces  1:2:  4-dinitro- 
ethylaniline.  Orthonitronitrosoniethylaniline,  prepared  in  like  manner 
forms  a  red  oil  which  solidifies  in  pale-yellow  needles  melting 
at  3G°. 

Orthamidophenylethylhydrazine,  XHyC6H4*XEt*XHj,  is  obtained  by 
passing  hydrogen  sulphide  through  a  solution  of  orthonitronitroso- 
ethylaniline  (10  grams)  iu  absolute  alcohol  (300  c.c.)  mixed  with 
strong  ammonia;  a  thiosulphate ,  C^H13X3,H,Su.03,  separates  from  the 
solution,  which,  after  washing  with  alcohol  and  carbon  bisulphide, 
forms  colourless  crystals  smelling  of  garlic  and  remarkably  soluble  in 
water ;  the  filtrate  contains  a  considerable  quantity  of  the  free 
base,  which  may  be  separated  by  evaporating  over  the  water-bath, 
adding  concentrated  hydrochloric  acid,  filtering,  and  adding  excess  of 
aqueous  soda.  If  ammonium  sulphide  is  substituted  for  ammonia  and 
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hydrogen  sulphide,  tho  hydrazine  compound  is  formed  without  the 
thiosulphate.  It  is  a  yellowish-red  oil  smelling  of  nicotine,  and  is 
easily  resinificd  :  it  decomposes  above  100°,  giving  a  yellow  vapour 
which  irritates  the  eyes  ;  it  is  soluble  in  ether,  alcohol,  and  dilute 
acids ;  it  reduces  sulphuric  acid,  evolving  sulphurous  anhydride. 
The  hydrochloride  and  pJatinochloride  are  described.  Orthumido- 
phenylinethylhydrazim,  prepared  in  like  mariner,  is  a  red  oil  having 
much  the  same  properties  as  tho  ethyl  compound. 

Acetylorthamidoplienylethylhiidrazine ,  XHAc’CeHyXFt’XH.,  formed 
by  the  action  of  acetic  chloride  on  orthamidophenylethylhydrazine 
dissolved  in  ether,  crystallises  from  absolute  ether  in  yellow  deliques¬ 
cent  needles,  melts  at  89 — 91°,  and  is  soluble  in  alcohol,  ether,  and 
dilute  acids.  Sulphuric  acid  decomposes  it,  evolving  sulphurous 
anhydride  and  nitrogen,  and  forming  acetylethylortliophenylenedi- 
aminc  (see  above);  this  decomposition  indicates  the  presence  of  a 
non-substituted  liydrazine-group,  and  settles  the  position  of  the 
acetyl-group.  Acetylorthamidophenylmethylhydraziue ,  prepared  in 
like  manner,  crystallises  in  yellow  needles  melting  at  129 — 131°. 
When  it  is  heated,  it  loses  nitrogen  and  water  forming  ethenylethyl- 
orthophenylenediaminc  (see  above). 

a-Phenotriazine  has  been  already  described  by  Bischler  (this  vol., 
149)  ;  it  is  also  produced  by  the  action  of  phosphoric  anhydride  on 
acetyl orthamidophcnylmethyl hydrazine.  The  two  substances  are 
mixed  together,  left  in  a  desiccator  for  some  days,  and  then  in  the 
air  until  all  the  phosphoric  anhydride  has  been  converted  into 
phosphoric  acid  ;  the  liquid  thus  obtained  is  neutralised  with  sodium 
carbonate  and  extracted  with  ether,  which  dissolves  the  a-plicnotri- 
azine. 

XH-X 

x-iMethylphenotetrazine ,  n,  is  obtained  when  the  calcu- 

jSALe*iS 

lated  quantity  of  sodium  nitrite  is  added  to  a  strong  solution  of 
orthamidophenylmethylhydrazine  in  dilute  hydrochloric  acid  kept 
cold.  After  the  action,  soda  is  added,  and  the  mixture  shaken  with 
ether,  which  extracts  the  tetrazine  and,  on  evaporation,  leaves  it  as  a 
red  oil  which  solidifies  on  cooling,  and  forms  colourless,  pearly  leaflets 
when  dried  on  a  plate  of  gypsum.  It  melts  at  62°  and  is  soluble  in 
ether,  benzene,  warm  alcohol,  and  warm  petroleum  ;  it  is  precipi¬ 
tated  in  yellow  flocks  from  its  solution  in  mineral  acids.  When 
heated  with  strong  nitric  acid  at  80 — 100°  and  then  cooled,  it  yields 
yellow  prisms  and  needles  of  the  composition  C5H406X4,  melting  at 
127°;  this  substance  is  still  under  investigation.  A.  G.  B. 

Paranitrosodiphenyl metaphenyl enediamine.  By  O.  Fischer 
and  B.  Hepp  (Anualen,  255,  144 — 147 ;  compare  Iknta, 
Abstr.,  1888,  467). — Paranitrosodiphenylmetaphen  ylenediamine, 

XHPlrC6H3<|HPll>Q,  can  be  obtained  by  treating  diphenyl  meta- 

4 

phenylenediamine  with  amyl  nitrite  and  hydrochloric  acid  in  alcoholic 
ethereal  solution,  and  decomposing  the  salt  thus  produced  with 
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ammonia.  It  crystallises  from  benzene  in  brownish -red  prisms  with 
a  blue  reflex,  and  is  insoluble  in  alkalis.  The  hydrochloride , 
Ci8H,5XsO,HC1,  crystallises  in  small,  red  needles. 

Amidodiphenylmetaphenylevediumine  [(NHPh)o  :  XH2  =1:3:  4], 
prepared  by  reducing1  the  preceding  compound  with  tin  and  hydro¬ 
chloric  acid  in  alcoholic  solution,  and  decomposing  the  resulting  salt 
with  alkalis,  crystallises  from  a  mixture  of  benzene  and  light 
petroleum  in  almost  colourless  needles  melting  at  107°. 

Azophenine  (Abstr.,  18S7,  1105)  is  formed  when  the  nitroso-com- 
ponnd  is  heated  at  110°  with  aniline  and  aniline  hydrochloride. 

Paranitrosninethyldiphenyla mine  and  paranitrosohenzylaniline  have 
been  prepared  from  methvldiphenylamine  and  benzylaniline  respec¬ 
tively.  and  will  be  described  in  a  later  paper. 

When  nitroso-a-uaphthylamine  is  heated  with  ^-naphthyl amine 
and  a-naph thy  1  amine  hydrochloride,  it  is  converted  into  <*-/3-naphth- 
azine  melting  at  275°  (compare  Abstr.,  1887,  1114).  P.  S.  K. 

Action  of  Aniline  on  Benzene  Hexachloride.  By  P.  Mohr 
(Mmiatsh.,  11,  22 — 27). — When  benzene  hexachloride  (1  mol.)  is 
heated  with  auiline  (4  inols.)  in  a  reflux  apparatus,  only  aniline 
hydrochloride  and  triehlorobenzeue  are  formed  ;  but  wheu  the  hexa¬ 
chloride  (1  mol.)  is  heated  with  a  large  excess  of  aniline  (12  mols.) 
in  a  sealed  tube  at  130°  for  4 — 6  hours,  a  brownish-yellow,  crystalline 
mass,  which  contains  triplirnylamidoheuzene,  CfiH:*(N  HPh)3,  is  formed. 
The  new  compound  crystallises  in  hexagonal  or  rhombic,  microscopic 
plates  of  a  golden -yellow  colour,  which  turn  brown  at  238°  and 
melt  at  242°.  It  is  readily  soluble  in  chloroform,  benzene,  toluene 
and  carbon  bisulphide,  slightly  soluble  in  ether  aud  light  petroleum, 
but  insoluble  in  water  or  alcohol.  The  author  supposes  it  to  be 
formed  by  the  action  of  trichlorobenzene,  produced  by  the  decom¬ 
position  of  the  liexacliloiide,  on  aniline;  this  mode  of  formation  ex¬ 
plains  the  very  small  yield  (0'5  per  cent,  of  the  hexachloride  used) 
obtained.  G.  T.  M. 

Hydroxyazo-  and  Amidoazo-compounds.  By  H.  Goldschmidt 
and  Y.  Kosell  (Her.,  23,  487 — 508). — With  a  view  of  ascertaining 
the  constitution  of  certain  hydroxyazo-  and  amidoazo-compounds, 
the  authors  have  studied  the  behaviour  of  several  substances  of  this 
nature  with  phenylcarbimide  (compare  this  vol.,  p.  498)  and  with 
beuzuldehyde  (compare  Meldola,  Trans.,  1S99,  328). 

Carbauilidohydroxijazobenzene ,  Ci3lii5N^O»,  is  formed  when  hj’droxy- 
azobenzene  (1  mol.)  is  heated  at  170°  with  phenylcarbimide  (1  mol.) 
and  a  little  benzene.  It  crystallises  from  benzene  in  orange  needles, 
melts  at  149°,  and  is  readily  soluble  in  alcohol,  ether,  and  benzene, 
but  insoluble  in  alkalis.  It  is  very  readily  decomposed  by  warm 
alcoholic  potash,  yielding  liydroxyazobenzene,  aniline,  and  carbonic 
anhydride. 

Jjicarbanilidohydrazobenzene,  NHPlrCO'NPlrXPlrCO'XHPh,  is  ob¬ 
tained  when  hydrazobenzene  (1  mol.)  is  heated  at  159°  with  phenyl¬ 
carbimide  (2  inols.)  and  a  little  benzene.  It  melts  at  218 — 220°,  is 
inso’uble  in  all  ordinary  solvents,  and  is  not  decomposed  on  prolonged 
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boiling1  with  alcoholic  potash  ;  it  is  not  acted  on  by  concentrated 
hydrochloric  acid  at  150°.  but  at  ‘200°  it  is  decomposed  into  aniline, 
carbonic  anhydride,  and  benzidine  hydrochloride.  The  great  differ¬ 
ence  in  the  behaviour  of  these  two  carbanilido-compounds  with 
alcoholic  potash  shows  a  dissimilarity  in  constitution:  as  the  dicarb- 
anilido-compound  has  probably  the  constitution  assigned  to  it  above, 
that  of  the  monocarbnnilido-eorupound  is  probably  represented  by  the 
formula  XHPhC0,0-C6H1XiPh,  in  which  case  hydroxyazobeuzene 
would  be  a  true  hydroxy-derivative,  and  not  the  hydrazone  of  a 
qninone. 

Carbanilidohydroxyhydmzobeitzene ,  C^H^NaO.,  can  be  prepared  bv 
reducing  the  corresponding  hydroxyazo-eompound  with  zinc-dust  in 
warm  glacial  acetic  acid  solution.  It  crystallises  from  benzene  in 
colourless  needles,  melts  at  155°,  and  rapidly  oxidises  on  exposure  to 
the  air.  It  is  insoluble  in  alkalis,  but  when  warmed  with  alcoholic 
potash,  it  is  immediately  decomposed  into  aniline  and  hydroxyhydrazo- 
benzene  ;  the  last-named  compound  is,  however,  immediately  oxidised, 
and  on  adding  water  hydroxyazobeuzene  is  precipitated.  This  be¬ 
haviour  seems  to  show  that  the  constitution  of  the  carbanilido-com- 
pound  is  XHPlrXH-C6H4-0-C0-XHPh. 

The  compound  XPIiIX’Cg^’O'CO'XH'CmIIt  is  obtained  when 
hydroxyazobeuzene  is  treated  with  ar-naphthylcarbimide  as  described 
in  the  case  of  the  phenyl-derivative.  It  melts  at  149°.  The  corre¬ 
sponding  7:  y  J  n  cro  -  c  o  m  po  n  n  d ,  XHPlrXH-C6H4*0*C0'XH-C)nH7,  ob¬ 
tained  by  treating  the  azo-compound  with  zinc-dust  and  glacial 
acetic  acid,  crystallises  from  benzene  in  colourless  needles,  melts  at 
155°,  and  is  only  sparingly  soluble  in  ether. 

Carbanilidohydroxyhydrazobenzene  (see  above)  combines  with 
phenylcarbimide  yielding  a  compound  C3iHn7X504,  probablv  tricarh- 
anilidohydroxyhydrazobenzeve,  which  separates  from  alcohol  as  a 
colourless,  crystalline  powder,  melts  at  215 — 218°,  and  is  verv 
sparingly  soluble  in  benzene.  It  dissolves  in  boiling  alcoholic  potash 
yielding  a  dark-green  solution  which  contains  aniline,  diphenylcarb- 
amide,  an  amidophenol,  and  a  phenol-like  substance  meltino-  at 
206—208°. 

Carbanilidohydroxyhydrazobenzene  combines  with  acetic  anhy¬ 
dride  yielding  a  thick  oil.  When  heated  alone  at  about  150°,  it  is 
converted  into  an  isomeride,  which  crystallises  from  alcohol  in  colour¬ 
less  needles  melting  at  218 — 220°.  This  isomeride  seems  to  be  un¬ 
changed  by  stannous  chloride  and  hydrochloric  acid,  but  it  is  decom¬ 
posed  by  concentrated  hydrochloric  acid  at  150°,  yielding  aniline,  an 
amidophenol-like  substance,  and  carbonic  anhydride. 

Benzeneazoparacresol  and  benzeueazo-8-naphthol  do  not  combine 
with  phenylcarbimide  even  at  220°,  a  fact  which,  in  the  authors’ 
opinion,  tends  to  show  that  both  compounds  are  hydrazones  of  ortho- 
quinones.  This  opinion  is  based  on  the  fact  that,  although  benzyl  - 
idenehydrazone  combines  with  phenylcarbimide,  benzeneazoacetonc, 
which  has  a  constitution  somewhat  analogous  to  that  of  the  hydr¬ 
azone  of  an  orthoquinone,  does  not  do  so. 

Carbauilidopheyioldimznbenzeite ,  X  H  PlrC0‘0,C6H3(X2Ph)2  is  formed 
when-  phenoldisazobenzene  [OH  :  (X^Ph)2  =  1  :  2  :  4]  is  heated  with 
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phenylcarbimide  and  a  little  benzene  at  170°.  It  crystallises  from 
liot  benzetm  in  small,  yellow  needles,  melts  at  133 — 135°,  and  is 
readily  soluble  in  alcohol  and  ether.  When  reduced  with  zinc-dust 
and  glacial  acetic  acid,  it  gives  a  colourless  hydrazo-compound. 

Amidoazobenzene  and  benzeneazo-/3-naplithylamine  do  not  combine 
with  carbodiphenylimide  or  with  carboparaditolylimide  ;  this  fact 
tends  to  show  that  both  these  azo-compounds  are  imido-  and  not 
amido- derivatives.  ✓• 

Carbanilidoamidoazobenzene  (benzenenzodipheny  lenrbamide) , 

X  HPh-COX  H-C6H4-X2P1i, 


is  obtained  when  a  solution  of  paramidoazobenzcne  (1  mol.)  is  treated 
with  phenylcarbimide  in  the  cold.  It  crystallises  from  hot  alcohol  in 
golden  flakes,  melts  at  216°,  and  is  almost  insoluble  in  benzene,  but 
readily  soluble  in  hot  alcohol.  It  does  not  combine  with  phenyl¬ 
carbimide,  and  when  reduced  with  tin  and  hydrochloric  acid,  it  yields 
aniline  and  a  colourless,  crystalline  compound,  probably  paramido- 
d  i  p  lie  ny  lc  arbam  i  d  e . 

Carbanilidoamidoazotoluene,  C2iH2nX40,  obtained  from  orthamido- 
azotoluene  in  like  manner,  crystallises  in  golden  needles,  melts  at 
219°,  and  is  almost  insoluble  in  benzene  and  only  moderately  easily 
soluble  in  hot  alcohol.  On  reduction  with  stannous  chloride  and 


hydrochloric  acid,  it  yields  a  colourless  compound,  probably  amido- 
tolylphcnylcarbamide,  which  melts  at  195°. 

Garbo.nilulobenzeneazo-j3-7iaphth,yJamine,  C2aHlsX40,  is  formed  when 
beuzeneazo-/3-naphtliylamine  is  heated  at  125°  with  phenylcarbimide 
and  a  little  benzene.  It  crystallises  from  hot  alcohol  or  benzene  in 
orange-red  needles  melting  at  205°.  When  reduced  with  stannous 
chloride  and  hydrochloric  acid  in  alcoholic  solution,  it  is  converted 
into  amidonaylithylphenylcarbamide,  NH^CioHs'NH'CO'NHPh ;  this 
compound  crystallises  in  small  needles  and  melts  at  290°, 

When  benzeneazo-/>-naplithylamine  is  heated  with  phenylcarbimide 
(2  mols.)  and  benzene  at  150°,  the  carbanilido-compound  (m.  p.  205°) 
described  above,  diplienylcarbamide,  and  a  yellow,  sparingly  soluble, 
crystalline  compound  of  the  composition  CnHuNsO  are  formed.  The 
last-named  crystallises  from  ethyl  acetate  in  yellow  needles,  melts  at 
252°,  and  is  only  sparingly  soluble  in  benzene  ;  it  dissolves  in  con¬ 


centrated  sulphuric  acid  with  a  red  coloration,  and  in  hydrochloric 
acid  yielding  a  yellow  solution,  from  which  it  is  precipitated  un¬ 
changed  on  adding  ammonia.  It  is  completely  decomposed  by  con¬ 
centrated  hydrocldoi-ic  acid  at  160°,  yielding  a  phenol  and  /3-naplithyl- 

amine.  The  constitution  of  this  compound  is  probably  Ci0H6<^^.  ^.pj 


Its  formation  is  best  explained  by  assuming  that  benzeneazo-/3-naph- 
tliylamine  has  the  constitution  NH;C10H6IISr-NHPh.  Ortliamidoazo- 
toluene  is  probably  analogously  constituted. 

Benzylideneorthamidoazotoluene ,  C21H19X2,  is  obtained  when  ortli- 
amidoazotoluene  is  treated  with  excess  of  benzaldehyde  in  the  cold  ; 
it  crystallises  from  alcohol  in  colourless  needles,  and  melts  at  220°. 

Benzeneazobevziilidune-B-naphthylamiue,  C29H17N3,  is  formed  when 
benzeneazo-/3-naplithylamine  is  heated  with  benzaldehyde  at  140°.  It 
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separates  from  boiling  alcohol  as  a  microcrystalline  powder,  melts  at 
103°,  and  is  only  sparingly  soluble  in  benzene  and  ether.  It  is  not 
decomposed  by  boiling  concentrated  hydrochloric  acid,  and  when 
heated  therewith  at  150°,  it  is  simply  converted  into  the  hydrochloride, 
C23HI7N3,HCI,  which  separates  from  alcohol  in  colourless  crystals 
melting  at  230°.  This  behaviour  seems  to  show  that  the  constitution 
NH*CHPh 

of  the  base  is  Ck>H6<^?  i  ;  benzylideneorthamidoazotoluene 


5N— iVPh 

has  probably  an  analogous  constitution. 


F.  S.  K. 


Inorganic  Derivatives  of  Phenylhydrazine.  By  A.  Mtchaelis 
and  J.  Rum,  (Her.,  23,  474 — 477). — It  has  been  shown  by  E.  Fischer 
( Annalen ,  190,  124)  that  sulphurous  anhydride  and  phenyllydrazino 
combine  together  forming  two  diiferent  additive  compounds, 
N2H3Ph,S02  and  2N2H3Ph,SO...  The  authors  have  confirmed  these 
results,  and  show  that  the  latter  compound  is  readily  prepared  by 
saturating  an  alcoholic  solution  of  phenylhydrazine  with  sulphurous 
anhydride,  and  allowing  the  clear  liquid  to  evaporate  in  the  air  at  the 
ordinary  temperature.  It  crystallises  in  beautiful,  white  tablets 
which  sinter  together  at  70°,  blacken  without  melting  at  a  higher 
temperature,  and  are  readily  soluble  in  alcohol  and  water,  insoluble  in 
ether  and  benzene. 

If  sulphurous  anhydride  be  passed  into  a  cold  benzene  solution 
of  phenylhydrazine,  the  additive  product  N2H3Ph,S02  separates, 
but  on  heating  gradually,  it  loses  water,  forming  thionylphenyl - 
hydrazone ,  NHPlrNlSO.  This  compound,  which  may  also  be  directly 
prepared  by  heating  the  beuzene  solution  to  75°,  and  then  passing 
in  sulphurous  anhydride,  is  identical  with  the  compound  obtained 
by  the  action  of  thionyl  chloride  on  phenylhydrazine  (Abstr.,  1889, 
1103).  To  isolate  it,  that  portion  which  separates  on  cooling  is 
filtered  off,  the  filtrate  shaken  with  dilute  acetic  acid  until  all  the 
phenylhydrazine  is  removed,  the  benzene  solution  evaporated,  and  the 
combined  portions  of  the  hydrazone  recrystallised  from  boiling 
alcohol. 

If  sulphurous  anhydride  is  passed  for  too  long  a  time,  and  the  solution 
heated  to  boiling,  the  chief  product  is  phenj'l  bisulphide,  S2Ph3;  which 
may  be  readily  prepared  in  this  manner,  and  separated  from  thionyl- 
phenyl hydrazone  by  dilute  aqueous  soda.  The  careful  separation  of 
phenylhydrazine,  mentioned  above,  is  necessitated  by  the  fact  that 
this  reacts  with  thionylphenylhydrazone  to  form  phenyl  bisulphide. 

Thionylparatolylhydrazone ,  C7H7-N2ECSO,  is  prepared  in  a  similar 
manner  from  paratolylhydrazine,  and  resembles  thionylphenylhydr¬ 
azone  in  all  its  properties;  by  alkalis,  it  is  converted  into  sodium 
sulphate  and  paratolylhydrazine.  Orthotolylhydrazine  does  not  react 
with  sulphurous  anhydride  so  readily,  and  yields  an  oily  compound 
which  has  a  peculiar  aromatic  odour,  and  is  decomposed  by  alkalis  in 
the  same  way  as  the  para-compound.  The  secondary  hydrazines  are 
without  action  on  sulphurous  anhydride. 

These  results  yield  additional  evidence  of  the  similarity  existing 
between  sulphurous  acid  and  the  aldehydes,  H.  G.  (J. 
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Phenylammeline  and  Phenylisocyanuric  Acid.  By  A.  S.molka 
and  A.  Feiedeeich  ( Movatsh .,  11,1 — 14;  compare  Abstr.,  1S89,  114 
and  951). — Phenylammeline,  C3H4PhA50,  may  be  prepared  by  heating’ 
together  molecular  proportions  of  phenylbiguanide  hydrochloride  and 
carbamide  for  half  an  hour  at  150 — 160°,  or  by  heating  together 
dicyanodiamide  and  monophenylearbamide  in  molecular  proportions 
at  150 — 100°,  but  not  by  the  interaction  of  biguanide  hydrochloride 
and  monophenylearbamide,  which  gives  rise  to  unsubstituted  amine- 
line  and  .aniline.  Phenylammeline  forms  a  white  powder  insoluble 
in  water,  but  soluble  in  dilute  mineral  and  acetic  acids  and  in  the 
alkalis.  Boiling  alcohol  slightly  dissolves  the  substance,  which,  on 
cooling  the  solution,  crystallises  out  in  microscopic  needles.  The 
hydrochloride,  CaH4Ph  A50,HCI,  crystallises  in  bundles  of  radiating 
needles  fairly  soluble  in  water,  but  insoluble  m  alcohol ;  the  platino- 
chloride  is  soluble  in  alcohol  but  decomposed  by  water;  the  sulphate, 
C3H4PhN50,H2S04  +  4-FLO,  is  readily  soluble  in  water,  and  melts 
with  decomposition  at  125 — 130°. 

Phenylisocyanuric  acid ,  C3B2PhN303,  is  formed  by  heating  phenyl¬ 
ammeline  with  concentrated  hydrochloric  acid  in  scaled  tubes  for 
4 — 5  hours  at  150°.  It  crystallises  in  anhydrous,  lustrous  needles, 
is  scarcely  soluble  in  cold  water,  slightly  soluble  in  boiling  water  and 
in  boiling  alcohol,  and  is  dissolved  readily  by  ammonia  and  the 
fixed  alkalis.  It  melts  with  partial  sublimation  at  above  240°,  and  on 
heating  with  concentrated  hydrochloric  acid  at  200°  for  five  hours, 
it  is  resolved  into  aniline,  carbonic  anhydride,  and  ammonia.  The 
barium  salt  crystallises  with  3IBO  ;  the  copper,  silver,  and  sodium  salts 
are  described. 

The  authors,  contrary  to  their  earlier  views  ( loc .  citd),  now  con¬ 
clude  that  the  constitution  of  ammeline  must  be  represented  by  a 
closed  chain,  and  that  the  formation  of  phenylammeline  and  phenyl¬ 
isocyanuric  acid,  above  mentioned,  points  to  their  having  the  con¬ 
stitutions  respectively  represented  by  the  formula? 


NPh< 


C(AH)*AH 
CO - AH 


>C:N1I  and  APh< 


CO*  A II 
CO-AH 


>CO. 

G.  T.  M 


Dihydroxyphosphinic  and  Hydroxyphosphinous  Acids.  By 

,T.  Ville  (Compt.  rend.,  110,  348 — 350). — The  formation  of  dihydroxy¬ 
phosphinic  acids  by  the  combination  of  aldehydes  with  hypophosphor- 
ous  acid  (Abstr.,  1889,  p.  1134)  is  accompanied  by  the  formation  of 
hydroxyphosphinous  acids.  If  the  mother  liquor  from  dihydroxy- 
benzoylphosphinie  acid  is  mixed  with  normal  lead  acetate,  a  white  pre¬ 
cipitate  is  thrown  down,  and  if  this  is  treated  with  hydrogen  sulphide 
and  the  filtrate  concentrated,  the  hydroxyphosphinous  acid  is  ob¬ 
tained  in  thin  lamella?  soluble  in  water,  alcohol,  and  ether.  It  is  a 
strong  acid,  decomposing  carbonates,  and  dissolving  zinc  and  iron 
•with  evolution  of  hydrogen.  It  melts  at  about  90°,  and  decomposes 
at  140°  with  liberation  of  benzaldehyde  ;  if  more  strongly  heated,  it 
evolves  hydrogen  phosphide,  and  leaves  a  bulky,  carbonaceous  residue 
containing  metaphosphoric  acid.  Hydro xybenzoylphosphiuous  acid 
gives  the  general  reactions  of  phosphorous  acid  ;  it  has  no  action  on 
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copper  sulphate,  reduces  silver  nitrate  slowly  in  the  cold  and  rapidly 
on  heating,  and  precipitates  crystalline  mercurous  chloride  from  a 
solution  of  mercuric  chloride.  The  acid  contains  the  elements  of  a 
molecule  of  benzaldehvde  and  a  molecule  of  hypopbosphorons  acid, 
and  yields  a  barium  salt  (0H-CHPlrPH0-0)2lia  +  yll2l),  crystal¬ 
lising  in  small  nodules  which  become  anhydrous  at  10b — 1  UP,  and  an 
aeetyl-derivati vr,  acetobenzoylpho'phinous  acid,  OAc'ClIPh-PJlO-OH, 
a  yellowish,  resinous  compound,  easily  soluble  in  ether,  alcohol,  and 
chloroform,  but  insoluble  in  ether  and  benzene.  This  acetyl-deriva¬ 
tive  is  almost  insoluble  in  water,  by  which  it  is  resolved  into  acetic 
acid  and  hydroxybcnzoylphosphinons  acid.  A  similar  change  is  pro¬ 
duced  more  rapidly-  by  potassium  hydroxide. 

Dihydroxy  benzovlphosphinic  acid  and  hydroxy benzoylphosphi nous 
acid  are  typical  of  the  two  series  of  acids,  which  mav  be  repre¬ 
sented  respectively  by  the  generic  formulae  PO(CHR'OH)./OH  and 
OHCH  R-PHOOH. 

The  proportion  of  hydroxyphosphinous  acid  formed  in  the  reac¬ 
tion  increases  with  the  proportion  of  hypopbosphorons  acid  present. 

C.  H.  B. 

Isomeric  Dichlorobenzaldehydes,  and  the  Naphthols  derived 
therefrom.  By  K.  Schwechtex  (Chem.  Gentr.,  1S90,  i,  217 — 218;  from 
Zeit,  Nafuriviss.,  62.  239 — 208). — With  the  object  of  obtaining  chlori¬ 
nated  naphthalenes,  in  which  the  relative  position  of  the  chlorine-atom 
in  the  closed  chain  is  known,  the  author  has  prepared  the  four  di- 
chloro-derivatives,  CioH6C1>  [1  :  2;  2  :  3;  1:3;  and  1  :  4]. 

The  method  employ  ed  yvas  to  first  prepare  dichlorobenzaldehydes, 
to  convert  these  by  condensation  with  succinic  acid  into  dichloro- 
pheuolparaconic  acids,  from  which  the  corresponding  dichlorophenyl- 
isocrotonic  acids  and  dichloro-a-naphthols  of  definite  constitution  were 
obtained. 

The  dichlorobenzaldehydes  were  prepared  from  dichlorotoluenes, 
yv  liich  were  converted  into  dichlorobenzyl  chlorides,  and  these  into 
the  aldehydes. 

The  following  compounds  were  prepared.  Orthoparadichloro- 
tolucne,  C6H3Cl2Me  [Me  :  Cl>  =  1:2:  4],  a  colourless  liquid  boiling  at 
196 — 197-5°.  Orthodichlorotoluene  [Me  :  CU  =1:3:4]  boils  at 
205 — 208u.  Orfhoparadichlurobenzaldehyde ,  CsHsCb’CHO  [CHO  :  Cl2 
=  1:2:4],  boils  at  231 — 245°,  melts  at  70 — 71°,  and  crystallises  in 
snoyv-white  prisms.  Paradichlorubenzaldehyde  [CHO  :  Cl2  =  1:2:5], 
melts  at  57 — 58°,  crystallises  in  needles  from  alcohol ;  by  oxidation 
it  is  converted  into  dichlorobenzoic  acid  (m.  p.  152 — 153°),  and  this 
into  dichlorobenzene  (m.  p.  53 — 54),  which  determine  its  constitution. 
Orthodichlorobenzaldehyde  [CHO  :  Cl2  =1:3:4]  melts  at  43 — 44°, 
and  boils  at  247 — 248°.  From  these  dichloroaldehydes  the  following 
compounds  are  obtained  by  beating  yvith  potassium  acetate  and 
succinic  anhydride  at  130—140°.  Ortlioparadkhlorophevylparaconic 
acid,  C,,HACL04,  white  lustrous  plates  melting  at  164’5 — lt>5‘5°. 
Strong  sulphuric  acid  colours  it  brown,  and  it  has  a  bitter  taste. 
Pavadichlorophenylparaconic  acid ,  ChHsC1j04  +  H20,  crystallises  in 
white,  silky  plates,  melts  at  197 — 198°,  and  is  turned  broyvu  by  strong 
sulphuric  acid.  Orthodichlorophenylparaconic  acid  melts  at  136 — 137°, 
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crystallises  in  snow-white  needles,  and  is  coloured  dark-brown  by 
concentrated  sulphuric  acid.  By  careful  heating,  the  dichlorophenyl- 
paraconic  acids  are  converted,  with  separation  of  carbonic  anhydride, 
into  dichlorophenylisoerotonic  acids,  from  which  the  corresponding 
dichloro-a-naphthols  are  formed  at  a  higher  temperature.  These 
compounds  are:  parachloropheny lisocrotonic  acid,  C)oH9C102,  melting 
at  108 — 109°,  from  which  R.  Kirchoff’s  chloronaphthol  melting  at 
123°  is  obtained  ;  orthoparadicldorophenylisocrotonic  acid ,  white  prisms, 
melting  at  120 — 121°,  from  which  the  dichloronaphthol  [OH  :  Cl2  — 
1:2':  4']  melting  at  132°  is  obtained.  This  crystallises  in  light- 
yellow  prisms,  and  yields  an  intensely  purple-coloured  liquid  with  an 
alkaline  solution  of  1  :  4-diazonaphthalenesulphonic  acid.  Paradi- 
chlorophenylisocrotonic  acid  melts  at  148 — 149°,  crystallises  in  white 
prisms,  and  is  converted  into  dichloronaphthol  [OH  :  Cl2  =  1  :  l':  4'], 
which  is  crystalline  and  melts  at  114 — 115°;  with  1  : 4-diazonaphtha¬ 
lenesulphonic  acid,  it  yields  a  deep  violet-coloured  liquid.  Orthodi- 
cldorophenylisocrotonic  acid  melts  at  03 — 04°,  and  crystallises  in  white 
needles.  From  the  orthodichlorophenylparaconic  acid,  the  two  di- 
chloronaphthols,  OH  :  Cl2  -  1  :  2' :  3  aud  1:1':  2',  might  be  formed, 
and,  indeed,  the  author  obtained  two  compounds  melting  respectively 
at  149 — 150°  and  83 — 84°,  which  also  differed  from  each  other  in 
solubility,  colour  reactions,  Ac.  From  these  naphthols  the  corre¬ 
sponding  dichloronaphthyl amines  and  dichloronaphthalenes  were  ob¬ 
tained  by  heating  with  ammonia  at  300°,  and  diazotising  the  amines. 
Pich  loro  -  n  op  h  thy  lamin  e  [1:2':  4']  crystallises  in  needles  which  melt 
at  110 — 117°;  it  yields  Cleve’s  2  :  3-dichloronaphthalene  melting  at 
60 — 61°.  Dicliloronaphthylamine  [1  :  1'  :  4']  melts  at  6S — 69°. 

J.  W.  L. 

Isocinnamic  Acid.  By  C.  Liebermann  ( Per .,  23,  512 — 516 ; 
compare  this  voh,  p.  494). — Pure  cinnamic  acid  is  precipitated  when 
isociunamic  acid  is  dissolved  in  concentrated  sulphuric  acid  (5 — 6 
parts)  at  50°,  the  solution  kept  for  about  15  minutes,  and  then  poured 
into  water. 

Isocinnamic  acid  is  also  converted  into  cinnamic  acid  when  it  is 
boiled  for  4 — 5  hours  with  iodine  (2  parts)  in  carbon  bisulphide 
solution  ;  even  at  the  ordinary  temperature  this  change  takes  place, 
but  very  much  more  slowly. 

Acetic  anhydride  at  220°  converts  isocinnamic  acid  into  an  anhy¬ 
dride  which  behaves  like  that  of  cinnamic  acid,  and  yields  cinnamic 
acid  when  treated  with  sodium  carbonate. 

Methyl  cinnamate  is  obtained  when  a  solution  of  isocinnamic  acid 
in  methyl  alcohol  is  saturated  with  hydrogen  chloride  and  kept  for 
some  time. 

When  isocinnamic  acid  is  heated  with  water  at  260°,  it  is  almost 
completely  converted  into  cinnamcne  and  cinnamic  acid  ;  no  com¬ 
pound  corresponding  with  truxillic  acid  is  formed. 

Although  many  of  the  reactions  of  isocinnamic  acid  might  be 
explained  by  assuming  that  it  is  the  lactone  of  /3-phenyllactic  acid, 

“  QJJ 

CHP1vCH<_q_[)>CO,  it  shows  in  many  respects  the  distinctive 
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characters  of  an  acid  ;  that  it  is  not  identical  with  the  lactone  of 
/J-phcnyllactic  acid  was  also  proved  by  direct  comparison  of  its  barium 
salt  with  that  of  this  lactic  acid,  and  by  direct  comparison  of  the  two 
acids. 

The  view  that  isocinnamic  and  cinnamic  acids  are  stcrcochemieally 
isomeric  (Joe.  cit .)  is  also  borne  out  by  the  results  of  determinations, 
made  by  Ostwald,  of  the  electrical  conductivity  of  isocinnamic 
acid. 

Isocinnamic  acid  is  not  formed  in  the  synthetical  preparation  of 
cinnamic  acid  from  bcnzaldeliyde.  F.  S.  K. 

Phenylparaconic  Acid.  By  R.  Fitttg  and  P.  Ropers  (A nnalen, 
255,  14*2 — 144;  compare  Abstr.,  1883,  473). — Phenylparaconic  acid 
separates  from  water  in  crystals  which  have  the  composition  4CuH10Ch 
+  H20,  melt,  at  99°,  and  lose  their  water  at  90 — 100°.  The  anhydrous 
substance  melts  at  121°,  but  when  it  has  once  been  liquefied,  it  melts 
at  106°;  if  a  particle  of  a  crystal  which  melts  at  121°  is  brought  into 
contact  with  some  of  the  liquefied  anhydrous  compound  (the  tempera¬ 
ture  of  which  may  be  as  high  as  115°),  the  whole  gradually  solidifies 
and  does  not  melt  until  the  temperature  rises  to  121°;  after  cooling, 
it  melts  again  at  106°.  F.  S.  K. 

Amido-acids.  By  O.  Rebufatt  ( Gazzetta ,  19,  38 — 58). — PlochVs 
benzoyl imidocoum a rin,  Ci6Hn03N  (m.  p.  170°),  is  obtained  when 
sodium  liippurate  (30  grams),  salicylaldeliyde  (20  grams),  and 
acetic  anhydride  (70  grams)  are  heated  for  half  an  lionr  in  a  reflux 
apparatus,  the  product  treated  with  boiling  water,  and  the  precipitate 
crystallised  from  benzene  (Abstr.,  1885,  898). 

A  compound  isomeric  with  the  above  is  prepared  by  gently  heating 
the  same  quantities  of  the  reagents  until  the  liippurate  commences  to 
dissolve,  withdrawing  the  source  of  heat  and  allowing  the  reaction  to 
go  on  by  itself.  The  product  is  then  poured  into  water,  and  the  yellow* 
mass  which  separates  is  pressed  between  filter-paper,  washed  with 
alcohol,  dried,  powdered,  and  allowed  to  digest  with  a  cold  5  per  cent, 
solution  of  potash  for  one  or  two  days,  so  as  to  dissolve  the  benzoyl- 
imidocoumarin.  The  insoluble  residue  is  collected,  washed,  dried, 
and  crystallised  from  acetone,  the  crystals  are  again  left  for  a  day  or 
two  in  a  5  per  cent,  potash  solution,  and  the  undissolved  portion  is 
washed,  and  recrystallised  once  or  twice  from  toluene  and  finally  from 
acetone.  This  isomeride  forms  thick,  yellow  prisms  with  a  brilliant 
lustre,  melts  at  154 — 155°,  and  is  readily  soluble  in  chloroform,  benzene, 
and  toluene,  moderately*  so  in  warm  acetone,  but  only  sparingly  in 
alcohol  and  acetic  acid. 

Contrary  to  Plochl’s  statements,  it  was  found  that  both  these  iso- 
merides  could  he  converted  into  acid  compounds.  Benzoylimido- 
coumarin  (melting  at  170°)  dissolves  in  dilute  alkaline  solutions  in 
the  cold,  and  is  reprecipitated  unchanged  by*  acids.  A  concentrated 
solution  of  potash  (50  per  cent.)  dissolves  a  considerable  proportion 
in  the  cold,  without  evolution  of  ammonia  ;  and  if  the  potash  is  not 
in  excess,  crystalline  crusts  of  a  potassium-derivative,  C]CHn03X  + 
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2KOII,  are  deposited  after  one  or  two  days.  Tliis  compound  is  de¬ 
composed  by  water,  benzoylimidocoumarin  being  re-formed.  If  it  is 
left  in  tbe  motber  liquor,  however,  until  the  latter  has  a  distinct 
amraoniacal  odour,  on  dilution  and  acidification  with  hydrochloric 
acid,  an  acid  compound,  Ci6Hi304N,  is  precipitated.  The  isomeride 
melting  at  154°  is  gradually  converted  into  the  same  compound  by  a 
hot  10  to  20  per  cent,  solution  of  potash  or  by  a  cold  50  per  cent, 
solution. 

The  acid  thus  produced  maybe  purified  by  washing  it  with  petroleum. 
It  crystallises  from  dilute  alcohol  in  large,  colourless  tables  which 
melt  at  195°  with  effervescence.  It  is  readily  soluble  in  alcohol, 
even  when  dilute,  but  only  very  sparingly  in  chloroform,  it  is  insoluble 
in  ether  ;  it  dissolves  in  solutions  of  alkaline  carbonates  with  expulsion 
of  carbonic  anhydride.  It  is  gradually  converted  into  benzoylimido¬ 
coumarin  (m.  p.  170°)  by  the  action  of  acetic  chloride  in  the  cold, 
but  if  it  is  very  gradually  dissolved  in  boiling  acetic  chloride,  the 
solvent  distilled  off,  and  the  residue  washed  with  water  and  recrystal¬ 
lised  from  acetone,  the  isomeride  melting  at  15 T  is  obtained  in  a 
state  of  great  purity. 

Another  isomeride,  or  perhaps  polymeride,  of  benzoylimidocoumarin 
may  be  obtained  by  adding  acetic  chloride  (50  grams)  to  the  acid 
(10  grams),  suspended  in  benzene  (100  grams),  boiling  for  seven  hours 
in  a  reflux  apparatus,  filtering  the  benzene  solution,  then  washing  it 
with  water,  drying  over  calcium  chloride,  and  fractionally  distilling  ; 
on  cooling  the  residual  solution,  it  deposits  lustrous,  orange-yellow 
scales  which,  after  recrystallisation  from  alcohol,  have  the  composition 
C,rttIuO.,N.  This  substance  is  very  unstable  and  difficult  to  purify;  it 
melts  at  181 — 1S2°  with  effervescence;  when  it  has  once  been  melted 
and  resolidified,  tbe  melting  point  is  lowered  to  1G5°;  it  is  readily 
soluble  in  benzene,  chloroform,  acetone,  and  acetic  acid,  forming 
deep-orange  coloured  solutions  ;  alcohol  converts  it  into  benzoylimido¬ 
coumarin  (m.  p.  170°);  when  boiled  with  a  solution  of  sodium 
carbonate,  it  produces  a  characteristic  cherry-red  coloration  and  dis¬ 
solves  with  effervescence;  on  acidifying  the  solution,  the  acid  C!6Hi304N 
is  precipitated.  The  author  considers  that  the  first  product  of  con¬ 
densation  between  salieylaldehyde  and  hippuric  acid  is  the  acid 
C16ll1304iV,  which  is  largely  converted  Ivy  the  excess  of  acetic  anhydride 
into  a  mixture  of  the  three  isomeric  compounds,  the  relative  propor¬ 
tions  of  which  have  been  found  within  certain  limits  to  depend  only 
on  the  quantity  of  acetic  anhydride  present..  The  isomeride  melting 
at  181°  cannot  be  separated  from  this  mixture,  but  its  presence  may 
be  shown  by  tbe  coloration  it  imparts  to  a  solution  of  sodium 
carbonate. 

The  “  anhydride,”  C32bf2.,N',i07  (melting  at  1G0°),  obtained  by  Plochl 
by  tbe  prolonged  action  of  hippuric  acid,  salieylaldehyde,  and  acetic 
anhydride,  has  no  independent  existence  ;  it  is  merely  impure  benzoyl¬ 
imidocoumarin  (m.  p.  170°). 

A  bromine-derivative  of  benzoylimidocoumarin,  Cjr.HuOJNTBrj,  is 
obtained  by  treating  its  concentrated  chloroform  solution  with  excess 
of  a  concentrated  solution  of  bromine  in  chloroform;  the  new  com¬ 
pound  separates  out  in  crimson  flakes  which  give  off  bromine  when 
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exposed  to  the  air.  It  may  be  crystallised  from  a  solution  of  bromine 
in  chloroform.  The  alkalis  convert  it  into  benzoyl imidoeomnarin. 

The  isomeride  melting  at  154°  is  not  attacked  by  boiling  acetic 
chloride,  and  forms  substitution-derivatives  wi  th  brom  ine,  but  no 
additive  products;  by  prolonged  boiling  with  alcohol  (1  part)  and 
water  (o  parts),  it  is  converted  into  the  acid  CisHisO^X. 

When  benzaldehyde  and  hippnric  acid  in  molecular  proportion  are 
treated  with  excess  of  acetic  anhvdride,  the  product  is  a  mixture  of 
PI  drill's  yellow  anhydride  (m.  p.  Ib4),  with  a  little  of  the  substance 
melting  at  225°,  regarded  by  PIdchl  as  a-beuzoylimidocinnamio  acid 
(Abstr.,  1884.  lo48). 

The  anhydride  is  readily  soluble  in  acetone,  chloroform,  and  ben¬ 
zene;  it  is  slowly  dissolved  in  the  cold  by  dilute  solutions  of  the 
alkalis,  and  converted  into  the  acid,  which  again  yields  the  anhydride 
and  an  odorous  oil  on  distillation. 

After  crystallisation  from  alcohol  and  acetone,  the  anhydride  has  a 
neutral  reaction,  melts  at  159°,  and  has  the  composition  CigHhO.N 
(not  as  stated  by  PIdchl).  It  resembles  in  all  respects 

the  yellow  isomeride  of  benzoylimidoeoumarin  (m.  p.  154c),  and,  like 
the  latter,  is  formed  from  the  corresponding  acid  by  the  abstraction 
of  1  mol.  HoO. 

The  condensation  of  hippnric  acid  with  aldehydes,  therefore,  results 
in  the  formation  of  nnsatnrated  amido-acids,  which,  by  losing  a 
molecule  of  water,  give  rise  to  a  series  of  yellow  compounds,  from 
which  the  acids  are  reproduced  by  the  action  of  alkalis.  The  consti¬ 
tution  of  this  new  class  of  compounds  and  of  the  acids  derived  from 
them  would  be  fixed,  if  the  presence  of  an  atom  of  imide  hydrogen  in 
the  acid  were  proved  to  be  necessary  for  the  formation  of  the  yellow 
compounds.  Evidence  of  this  is  afforded  by  the  non-formation  of 
anv  homologons  yellow  compound  bv  acetylphenylamidoacetic  acid, 
KPhAc-CH.-COOH. 

This  acid  was  prepared  by  heating  phenylglycine  (8  grams),  acetic 
anhydride  (10  grams),  and  benzene  (100  grams)  for  seven  bom's.  It 
crystallises  from  water  in  nacreous  lamime,  and  melts  at  190 — 191°. 
When  the  sodium  salt  of  this  acid  is  treated  with  salicylaldehyde 
and  acetic  anhydride,  <fcc.,  as  before,  the  precipitate  thrown  down  by 
water  crystallises  from  a  mixture  of  alcohol  and  ether  in  small,  colour¬ 
less  prisms,  melts  at  155 — 150°,  and  has  the  composition  CnH!603X. 
It  is  insoluble  in  solutions  of  the  alkaline  carbonates,  but  dissolves  in 
solutions  of  the  hydrates,  and  is  reprecipitated  unchanged  by  acids. 
This  compound  is  evidently  acetylphenyl-x-amidocoumarin, 

„  CtfHyCH 
0<  ii 
x-CO-ONPhAc 

It  appears  that  the  acids  formed  by  the  condensation  of  hippnric 
acid  with  salicylic  and  benzoic  aldehydes  are  likewise  amido-acids, 
namely,  benzoylamido-orthoeonmaric  and  -cinnamic  acids.  The  sub¬ 
stance  regarded  by  Ploehl  as  benzoylimidocoumarin  is  probably 
benzoylamidocoumarin,  as  is  indicated  by  the  existence  of  the  potasli- 
aml  bromine-derivatives. 
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The  yellow  compounds  are  respectively  the  a -benzoyl  lactimide  of  cin- 
NBz 

namic  acid,  CO<  I  (m.  p.  159°),  and  the  <x-benzoyllactimide  of 

O.Oxi  Ir  h 

NBz 

couroarie  acid,  00<i  («•  P-  154°)-  S.  B.  A.  A. 


Thiocoumarins  and  their  Behaviour  towards  Hydroxylamine 
and  Phenylhydrazine.  By  F.  Aldringen  ( Client .  Centr.,  1890,  i, 
1 1 9 — 120) . — a-Methylcoumarin,  when  heated  with  phosphorus  pentasul- 

Q _ Qg 

phide  at  120°,  is  converted  into  tliio-x-methylcoumarin ,  C6H4<„  I  , 

GH!CMe 

melting  at  122°.  It  is  reconverted  into  «-methylcoumarin  by  heating 
with  hydrochloric  acid,  hydrogen  sulphide  being  evolved.  With 
lrydroxylamine  hydrochloride  in  alcohol  and  sodium  carbonate, 

cc-w  ethylcoumaroxime,  C6H4<^  ^  is  formed.  The  latter  is 

0  H.OMe 

decomposed  by  boiling  with  aqueous  potash,  aud  does  not  give  a 
brownish-red  coloration  with  ferric  chloride.  <x.-Methylcoumaroxime 
acetate  melts  at  56°.  Phenylhydrazine  reacts  with  thiometbylcou- 

,  ,,  7  .7  nxr  ^O— CiX-NHPh 

marm,  oc-viethylcoumarphenylhydrazide,  C6ii4<^  ,  melfc- 

Oxi.  Gile 


in"  at  110°,  being  formed. 

Tlno-a-ethylcoumarin,  melting  at  93 — 94°,  is  prepared  from  ethyl  - 
coumarin,  as  also  are  a-etkylcovmaroxime ,  melting  at  157°;  ethyl¬ 
coumaroxime  acetate ,  melting  at  61°  ;  and  x-ethylconmarphenylhydrazide , 
melting  at  115°.  Thio  -a-isopropy Icoum a rin  melts  at  81°,  x-isopropyl- 
couruaroxvme  at  170 — 171°,  the  acetate  of  the  latter  at  S5°,  and  the 
hy  dr  azide  at  112°. 

With  umbellife  rone  and  phosphorus  pentasulphide,  no  crystallisable 
substance  could  be  obtained,  but  from  umbelliferone  methyl  ether,  thin- 
iwibelliferone  methyl  ether ,  melting  at  114°,  is  obtained.  Oximido- 
umbelli/erone  methyl  ether  melts  at  138°,  th  e  phenyl  hy  dr  azide  at  115°. 

J.  W.  L. 


Nitrobenzil  and  its  Isomeric  Dioximes.  By  J.  Hausmaxx 
(■ Ber .,  23,  531 — 534). — Nitrobenzil,  C]4HgjS”04,  is  best  prepared  by 
gradually  adding  benzoin  (10  grams)  to  cold  nitric  acid  of  sp.  gr. 
lv*2  (15  c.c.),  the  temperature  being  kept  below  25°  ;  the  solution  is 
kept  for  about  15  minutes,  then  poured  into  cold  water,  the  semi¬ 
solid  precipitate  separated  and  boiled  with  concentrated  nitric  acid 
(7o  c.c.)  until  the  ■whole  dissolves.  The  nitro-compound,  which 
separates  from  the  solution  on  cooling,  is  spread  on  a  porous  plate 
and  recrystallised  from  hot  alcohol.  Jt  forms  small,  yellow  needles 
or  plates,  melts  at  141 — 142°.  and  is  readily  soluble  in  ether,  chloro¬ 
form,  Ac.  A  nitrobenzil  melting  at  110°  has  been  previously  described 
b}’  Zinin  ( Annalen ,  suppl.  Bd.  3,  154). 

Nitrobenzil-x-dioxime ,  CI4HHiSr304,  separates  in  colourless  crystals 
when  nitrobenzil  is  warmed  for  some  hours  with  hydroxylamine 
hydrochloride  (24  mols.)  in  alcoholic  solution.  It  melts  at  225°  with 
decomposition,  and  is  very  sparingly  soluble  in  alcohol,  ether,  benzene, 
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Ac.,  but.  soluble  in  soda,  yielding  a  deep-yellow  solution  ;  it  is  slowly 
decomposed  by  concentrated  hydrochloric  acid  at  100°.  The  fi-dioxime, 
CnHnNjCh,  is  formed  when  an  alcoholic  solution  of  the  ^-compound 
is  heated  at  100 — 170°  for  several  hours.  It  crystallises  from  a 
mixture  of  benzene  and  chloroform  in  colourless  needles,  melts  at 
185°,  and  decomposes  at  a  higher  temperature ;  it  is  very  readily 
soluble  in  alcohol,  dissolves  in  soda  with  a  yellow  coloration,  and  is 
slowly  decomposed  by  concentrated  hydrochloric  acid. 

P.  S.  K. 


Xylalphthalide  and  its  Derivatives.  By  E.  Heiljiann  ( Chem . 
Cevtr.,  1890,  i,  27 — 28). — By  the  action  of  phthalic  anhydride  on 
metatoluylacctic  acid,  the  author  has  prepared  metaxylalphthalide ; 
when  this  is  warmed  on  the  water-bath  with  aqueous  potash,  it  is  con¬ 
verted  into  iiietamethyldeoxybenzohwrthocarboxylic  acid, 

C6H4Me-CH2-CO-C6H4-COOH, 


which  melts  at  111 — 112°.  Hydroxylamine  reacts  with  this  acid  with 
formation  of  the  oxiinidolactoue  of  xylylphenylacetoximeorthocarboxylic 

acid,  CO<^6l^>C-CHyC7H7,  melting  at  13d—13d°. 

By  protracted  heating  with  alcoholic  ammonia  under  high  pressure, 
the  phthalide  is  converted  into  methyldeoxybenzdincarboxylamide , 
CeHjlle'CHa-CO’CfiHj'COJSTHo,  which  melts  at  125°.  This  is  a  very 
unstable  substance,  and  loses  water  very  readily,  metaxylalphthal- 

imidine,  CO<^^|^1)>C.CH‘C7H7,  being  formed,  which  melts  at  165°. 


By  the  action  of  nitrous  anhydride  in  benzene  solution,  nitroxylalphthal- 
imidine,  C0<^^r^4)>C!C(hr02),C7H7,  is  formed,  melting  at  157 — 159°. 

Nitrous  acid  reacts  with  xylalphthalide,  producing  xylalphthalnitro- 
nitrite,  CO <1  C  ( N 03)  •  CH (X02)  ‘C7H7,  from  which,  by  the 

action  of  alcohol,  nitrous  acid  is  liberated  and  nitroxylalphlhalide, 
CO<^>C:C(NO,)-C7H7,  is  formed.  It  melts  at  144°  with  de¬ 


composition,  <md  reacts  with  potash  forming  a  salt,  which  when 
heated  is  converted  into  toluylnitromethane.  Nitroxylalphthalide  is 
converted  on  heating  into  phthalic  anhydride  aud  metatoluyl  iso¬ 
cyanate. 

From  nitroxylalphthalide,  by  reduction  with  phosphorus  and 

CH*C*C  H 

hydrogen  iodide,  isoxylaiphthalide,  C6H4<^q  ^  '  7,  melting  at 

92 — 93°,  is  obtained.  Ammonia  converts  this  into  isoxylalphthal - 
CH’C-C'H  r 

imidine,  C6H4<^q  NH  ’  Phosphorus  oxychloride 

converts  this  into  3  : 1  -metatoluylclilorisoquinoline,  melting-  at  43 — 45°, 
which,  by  treatment  with  hydrogen  iodide  and  phosphorus,  is  con¬ 
verted  into  3-metatoluylisoquinoline  melting  at  51 — 52°. 


J.  W.  L. 
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Derivatives  of  1  :  3-Dichloronaphthalene.  By  P.  T  Cleve 
(. Ber .,  23,  954 — 958). — 1  :  3-Dichloronaphthalene,  obtained  from 
homonucleal  dicliloro-a-naplithylamine  (Abstr.,  1887,  494),  boils  at 
289°  (291°  corr.)  under  a  pressure  of  775  mm.  Tlie  autlior  states 
that  it  occurs  in  so-called  «-dichloronaphthalene,  together  with 
1  :  4-dichloronaplithalene,  from  which  it  cannot  be  separated  by  crys¬ 
tallisation  (compare  Armstrong  and  Wynne,  Proc.,  1888,  10(3). 
When  its  solution  in  chloroform  is  saturated  with  chlorine  at  the 
ordinary  temperature,  and  subsequently  mixed  with  alcohol,  a  tri- 
cliloronaphthalene,  CmH5Cl3,  is  obtained,  which  crystallises  from 
alcohol  in  white  needles,  and  is  regarded  as  the  1:3:  4-derivative, 
since  it  melts  at  92°,  the  melting  point  of  the  trichloronaphthalene 
prepared  from  1:3:  4-dichloronaphthol  (Abstr.,  1888,  597). 

Cbloronaplithaquinone,  C10H6ClO2,  together  with  plithalic  acid,  is 
obtained  when  1  :  3-dichlorouaphthalene  in  acetic  acid  solution  is 
oxidised  with  chromic  acid.  It  crystallises  in  long,  golden  needles, 
melts  at  115°,  and  is  identical  with  the  chloronaphthaquiuone  ob¬ 
tained  by  the  oxidation  of  1:3:  4-dichloronaphthol  (Abstr.,  18S8, 
59(3).  The  oxime ,  CjoH5C10!N*OH,  crystallises  from  alcohol  in 
yellowish  needles,  melts  at  2l)0°  with  decomposition,  and  is  readily 
soluble  in  acetic  acid  and  alcohol ;  the  sodium  salt,  CjoHsClOiX-ONa 
4-  2H20,  forms  small,  yellow  needles,  and  is  readily  soluble  in  hot 
water. 

Dilute  nitric  acid  (sp.  gr.  =  1'2)  does  not  seem  to  act  on 
1  :  3-diehloronaphthalene  at  the  ordinary  temperature.  A  mixture 
of  concentrated  sulphuric  and  nitric  acids,  if  the  latter  is  not  present 
in  too  large  quantity,  converts  it  into  two  isomeric  dinitrodichloro- 
naphthalenes  ;  with  an  excess  of  nitric  acid,  however,  the  chief  pro¬ 
duct  is  a  triuitrodichloronaphthalene. 

Dinitrod icldoronaphth aletie  _Z,  CioH1C12(N02)2,  is  the  less  soluble  of 
the  two  dinitro-deri vatives  iu  acetic  acid.  It  crystallises  from  acetic 
acid  with  1  mol.  pro]),  of  acetic  acid  in  slender,  colourless,  radially- 
grouped  needles  melting  at  150°,  and  from  benzene  in  short,  pale- 
yellow  tables,  does  not  dissolve  in  aqueous  soda,  and  is  not  oxidised 
by  chromic  acid.  Diuitrodichloronapldhalene  II  crystallises  in  small, 
white  needles,  melts  at  158°,  is  sparingly  soluble  in  alcohol,  insoluble 
in  aqueous  soda,  and,  like  the  preceding  compound,  yields  the  same 
trinitrodichloronaplithalene  on  treatment  with  a  mixture  of  nitric  and 
sulphuric  acids.  The  trinitrodichloronaplithalene  ciystallises  from 
acetic  acid  in  pale-yellow,  compact  needles,  melts  at  178°.  dissolves 
sparingly  in  alcohol,  and  is  identical  with  the  product  obtained  by 
Widman  by  nitrating  so-called  «-dichloronaphthalene. 

Amidochlorotrinitronaphthalene ,  Nllj'CioHsC^XCb^,  obtained  by 
heating  trinitrodichloronaplithalene  with  alcoholic  ammonia  in  a 
water-bath,  crystallises  with  1  mol.  prop,  of  alcohol  in  long,  slender, 
lemon-}’ellow  needles,  melts  at  252°,  and  is  destitute  of  basic  pro¬ 
perties. 

Anilidochlorotrinitronaphthalene,  NHPlrCioH3Cl(X02)3,  formed  by 
warming  a  solution  of  trinitrodichloronaplithalene  in  aniline,  crystal¬ 
lises  in  red  scales,  melts  at  230°,  and  is  very-  sparingly  soluble  in 
alcohol  and  acetic  acid. 
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Trinifrnchloronaphthnl. ,  OH/OioHsC^NO^,  prepared  by  warming 
trinitrodiehloronaphthnlene  with  aqueous  soda  and  some  alcohol, 
crystallises  from  acetic  acid  with  1  mol.  prop,  of  acetic  acid  in  pale- 
yellow  needles,  melts  at  ISC0  with  decomposition,  and  is  readily 
soluble  in  alcohol  and  acetic  acid.  It  has  strongly  acid  properties,  and 
forms  crystalline,  orange-coloured  salts  with  bases.  The  barium  salt 
crystallises  with  1  mol.  prop.  J  1-.0  in  brick-red  needles,  and  is  very 
sparingly  soluble  in  hot  water;  the  calcium  salt  forms  thin,  rectangular 
tables;  the  potassium,  silver,  and  lead  salts  crystallise  in  needles,  and 
arc  sparingly  soluble  in  cold  water.  MV.  P.  W. 

ar.-Tetrahydro-8-naphthol.  By  E.  Bamberger  and  M.  Kitschelt 
(Ber.,  23,  88-5 — S87). — The  product  obtained  by  reducing  /I-naphthol 
with  sodium  and  boiliug  amyl  alcohol  consists  chiefly  of  ac.-tetrahvdro- 
/3-naphthol  (Bamberger  and  Lodter,  this  vol  ,  p.  500).  The  ‘‘aromatic  ’’ 
derivative  simultaneously  formed  is  contained  partly  in  the  amvl 
alcohol  solution,  but  chiefly  in  the  alkaline  liquor  employed  in  the 
purification  of  the  ‘‘alicyclic”  compound,  and  is  separated  from  the 
latter  by  first  extracting  any  “  alicyclic  ”  compound  with  ether,  then 
acidifying,  and  finally  steam-distilling  the  acid  liquid.  To  obtain  the 
small  quantity  dissolved  in  the  amyl  alcohol,  the  reduction-product  is 
worked  up  by  the  method  already  described  (loc.cit.),  and  the  alkaline 
extract  of  the  fractions  boiling  at  170 — 180°  and  186 — l96°undera 
P1  •essure  of  55  mm.  is  freed  from  any  ‘‘alicyclic  ”  derivative  by  steam- 
distillation  ;  it  is  then  acidified  and  the  ar.-tetrahydro-3-naphthol 
separated  by  steam-distillation.  The  aqueous  distillates  of  the 
“  aromatic  ”  derivative  from  both  sources  are  united,  saturated  with 
salt,  extracted  with  ether,  and  then  fractionated.  The  yield  from 
96  grams  of  /J-naphthol  amounts  to  8  grams  of  ar.-  and  30  grams  of 
ac.-tetrahydro-/J-uaphthol. 

ar. ■  Tet rahy dr o-$- na phthol.  C10Hn‘OH  (compare  this  vol.,  p.  631), 
crystallises  in  lustrous,  silvery,  flat  needles,  melts  at  58°,  boils  at  "27 5° 
(therm,  in  vapour)  under  a  pressure  of  707  mm.,  and  is  readily 
soluble  in  ether,  alcohol,  benzene,  chloroform,  and  hot  light  petroleum, 
sparingly  soluble  in  hot  water.  Its  odour  recalls  that  of  creosote.  In 
its  reactions  it  differs  from  /3-naphthol ;  thus,  its  aqueous  solution 
gives  a  white,  fiocculent  precipitate  when  treated  with  bleaching 
powder,  a  bluish-green  coloration  with  ferric  chloride,  changing  into 
brownish-yellow  flocks  on  warming,  and  a  greenish-yellow  colour  on 
treatment  with  chloroform  and  aqueous  soda.  Its  solution  in  concen¬ 
trated  sulphuric  acid  gives,  on  addition  of  a  small  quantity  of  sodium 
nitrite,  a  rose-red  colour,  which  changes  to  a  beautiful  reddish- violet 
on  warming.  ar.-Tetrahydro-jS-nnphthol  exhibits  all  the  reactions  of 
a  phenol,  and  resembles  ar.-tetrahydro-a-naphthol  in  its  properties 
(Bamberger  and  Althausse,  Abstr.,  1888,  966;  Bamberger  and  Bordt, 
t his  vol.,  p.  508).  The  azo-compound,  obtained  by  combination  with 
diazotised  sulphanilic  acid,  is  bordeaux-red  in  colour. 

MV.  P.  W. 

2  :  2'-Dihydroxynaphthalene.  By  A.  Clausius  {Bor.,  23, 
517 — 529). — 2  :  2’-Dihydroxynaphthalene  (a-dihydroxynaphthalene 
of  Ebert  and  Merz,  this  Journal,  1876,  ii,  408)  crystallises  from- water 
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in  long,  compact  needles,  from  dilate  alcohol  in  slender,  white  needles, 
and  from  acetic  acid  in  scales,  and  melts  at  190°  (not  at  186°).  Its 
solution  in  aqueous  alkalis  becomes  brown  on  exposure  to  the  air. 
The  acetyl-compound  melts  at  136°  (129°  according  to  Weber,  Abstr., 
1882,  205),  and  the  benzoyl-compound  at  139°. 

2'  :  1  :  2-IIydroxynaphthaquinonoxime, 

C10HsO3‘OH  [OH  :  N-OH  :  0  =  2'  :  1  :  2], 

is  obtained  by  adding  the  calculated  quantity  of  sodium  nitrite  to 
2  :  2-dihydroxvnaphtkalene  suspended  in  dilute  hydrochloric  acid. 
It  crystallises"  from  alcohol  in  small,  lustrous,  brownish-yellow 
needles,  and  melts  at  about  235°.  Contrary  to  expectation,  it  was 
not  found  possible  to  introduce  a  second  nitroso-group  into  the 
molecule  by  treating  the  compound  with  a  further  quantity  of  nitrite. 
On  reduction  with  the  calculated  quantity  of  stannous  chloride  in 
hydrochloric  acid  solution,  it  yields  the  hydrochloride  of  the  corre¬ 
sponding  2'  :  2  :  l-dihydroxyamidonaphthalene,  CiqH5(OH)2-NH2,HC1, 
which  crystallises  from  the  solution,  on  addition  of  an  excess  of  con¬ 
centrated  hydrochloric  acid,  in  small,  lustrous,  greyish -white  needles 
or  scales,  which  rapidly  become  blue  ou  exposure  to  the  air.  When 
oxidised  in  aqueous  solution  with  an  excess  of  dilute  aqueous  ferric 
chloride,  the  amido-derivative  is  converted  into  2'  :  1  :  2-lnydroxy- 
naphlhaquinone ,  CmHsOvOH  [OH  :  O  :  O  =  2'  :  1  :  2],  which  could 
not  be  obtained  in  a  crystalline  form.  It  is  insoluble  in  ether, 
chloroform,  and  benzene,  but  readily  soluble  in  alcohol  and  acetic 
acid,  from  which  it  is  precipitated  in  an  amorphous  form  by  the 
addition  of  water.  Alkalis  dissolve  it  forming  reddish-brown  solu¬ 
tions,  and  it  seems  to  interact  with  sodium  sulphite,  since  it  is  not 
precipitated  from  the  aqueous  solution  of  the  two  compounds  on  the 
addition  of  an  acid. 

1:2:  2 ' -Jienzeneasodihyd roxy naphthalene, 

OH-CioHjOiX-NHPh  [X2HPb  :  0  :  OH  =  1:2:  2’], 

is  prepared  by  adding  the  calculated  quantity  of  diazobenzene  chlo 
ride  to  an  alkaline  solution  of  2  :  2'-dihydroxynaplitkalene.  It  crys¬ 
tallises  in  thick,  beautiful,  greenish -black  needles,  showing  a  marked 
metallic  lustre,  melts  at  220°,  and  is  readily  soluble  in  alkalis,  hot 
alcohol,  and  benzene.  The  acetyl-derivative,  ClfiHnON2'OAc,  crystal¬ 
lises  from  alcohol  in  lustrous,  steel-blue  needles  or  scales,  which 
appear  reddish-yellow  by  reflected  light  and  melt  at  181°.  The 
ethoxy- derivative,  Ci6HuON2’OEt,  is  obtained  by  dissolving  the  azo¬ 
compound  in  alcohol,  adding  the  calculated  quantity  of  sodium 
ethoxide  and  heating  with  an  excess  of  ethyl  bromide  for  some  time 
in  a  reflux  apparatus  ;  it  crystallises  in  dark-green,  seemingly  cubical 
forms  showing  a  strong  metallic  lustre,  melts  at  137°,  and  is  readily 
soluble  in  hot  alcohol  and  acetic  acid. 

1:2:  2'-j3-Naphthaleneazodihydroxynaphthalene, 

oh-cI()h5o:n-nhc10h7, 

crystallises  in  greenish  needles  showing  a  metallic  lustre,  and  melts 
at  202°. 
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1  :  1'  :  2  :  2' -Dichlorodihydroxynaphfhalene,  CwH602CL  [CL  :  (OH)2  = 
1  :  1'  :  2  :  2'j,  is  formed  when  chlorine  is  passed  through  a  cold  10  per 
cent,  solution  of  2  :  2'-dihydroxvnaphthalenc  until  a  considerable 
separation  of  colourless  needles  is  obtained.  It  crystallises  from 
acetic  acid  in  compact  needles,  melts  at  192°,  and  yields  a  diacetyl  - 
derivative,  Ci0H,Cb(OAc)2,  which  crystallises  in  white  needles,  melts 
at  195°,  and  is  readily  soluble  in  aleohol  and  acetic  acid. 

1  :  3  :  3'  :  1'  :  2  :  2' -Tetrachlorodiliydroxynaphthalene, 

CjoHACL  [Cl4  :  (OH),  =  1  :  3  :  3'  :  I'  :  2  :  2'], 

cannot  be  prepared  directly  by  the  action  of  chlorine  on  2  :  2'-di- 
hydroxynaphthalene ;  it  is,  however,  readily  obtained  by  adding  an 
excess  of  stannous  chloride  to  a  solution  of  decachloro-2  :  2'-diketo- 
hydronaphthalene  ( vide  infra).  It  crystallises  from  dilute  aleohol  in 
long,  slender  needles,  melts  at  176°,  is  readily  soluble  in  alcohol  and 
hot  acetic  acid,  and  yields  no  definite  product  on  oxidation  with 
nitric  or  chromic  acids.  The  diacetyl- derivative,  Ck)H,0,CL(0Ac)3, 
crystallises  in  white  needles,  melts  at  196°,  and  is  readily  soluble  in 
alcohol  and  acetic  acid. 

Decachloro-2  :  2' -diketohydronaphthalene, 

C>0H,Cll0O2  [(Cl,  :  0  :  Cl,  :  H,C1)2  =  1  :  2  :  3  :  4  :  I'  :  2'  :  3'  :  4’], 

is  obtained  by  passing  a  slow  current  of  chlorine  through  a  10  per 
cent,  acetic  acid  solution  of  2  :  2'-dihydroxynaphthalene  during  2 — 3 
days.  The  dichlorodihydroxynaphthalene  which  at  first  separates 
redissolves  after  some  time,  and  the  dark  liquid  becomes  lighter  in 
colour.  When  completely  saturated  with  chlorine,  the  liquid  is 
allowed  to  remain  in  a  closed  vessel  in  the  cold  for  about  eight  days, 
then  poured  off  from  the  crystalline  separation,  again  treated  with 
chlorine  and  allowed  to  stand,  the  process  being  repeated  uutil  no 
further  crystalline  separation  occurs.  It  crystallises  from  a  mixture 
of  ether  and  light  petroleum  in  well-formed,  colourless  octahedra, 
melts  at  200°  with  decomposition,  and  is  tolerably  sparingly  soluble 
in  alcohol,  acetic  acid,  and  light  petroleum.  Ou  treatment  with 
sodium  sulphite,  it  is  not  reduced,  but  eliminates  hydrogen  chloride, 
forming  a  compound  which  melts  at  220°,  and  has  all  the  properties 
of  a  pure  substance,  but,  on  analysis,  gives  numbers  which  do  not 
agree  with  any  probable  formula;  the  same  compound  is  also  formed 
by  the  action  of  potassium  acetate. 

When  2  :  2'-di hydro xynaphthalene  is  heated  with  calcium  chloride 
and  aniline  at  2S0 — 290°  for  18  hours,  a  mixture  of  dianilidonaplitha- 
lene  with  a  small  proportion  of  hydroxyaniiidonaphthalene  is  ob¬ 
tained.  The  latter,  together  with  any  unattacked  dihydrnxynaphtha- 
lene,  is  extracted  from  the  product  by  treatment  with  aqueous  soda, 
and  the  residue  purified  by  crystallisation  from  alcohol,  and  finally 
from  benzene.  2  :  2'-Diainlidonaphlhalene,CloH.6('SIlI>h)2,  crystallises 
from  benzene  in  colourless,  lustrous  scales,  and  melts  at  1  (IS0.  Its 
dia c^h/Z-derivative,  C,oH6(XAcPh),,  forms  small,  pale-yellow  crystals, 
and  melts  at  197‘5°.  The  benzeneazo-dorixutiyo.  PhXVCi„H5(NLIPh)2, 
crystallises  from  alcohol  in  small,  brownish  needles.  2  :  2'-I ly’m.ny- 
anilidonaphthalene ,  Oll'CuoHs'NHPh,  crystallises  in  small,  pale- 
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coloured  needles,  melts  at  163°,  and  is  readily  soluble  in  alcohol, 
benzene,  and  acetic  acid.  W.  P.  W. 


/i-Nitroso-^-naphthylamine.  By  A.  Harden  (Annalen,  255, 

NH, 

14S — 162). —  fi-Nitroso-x-naphthylamine,  CmHfi<T  I  '>0,  is  best  pre- 

N 


pared  by  beating-  a  finely-divided  mixture  of  /3-nitroso-*-naphthol 
(10  grams),  ammonium  chloride  (20  grams),  and  ammonium  acetate 
(50  grams)  for  30  minutes  on  the  water-bath,  with  constant  stirring, 
and  keeping  the  mixture  alkaline  by  the  frequent  addition  of  small 
quantities  of  ammonium  carbonate.  The  whole  is  then  treated 
with  cold  water,  the  solution  filtered,  and  the  residue  recrystallised 
from  boiling  benzene  ;  the  yield  is  80  per  cent,  of  the  nitrosonaphthol 
employed.  It  separates  from  boiling  benzene  in  small,  reddish-brown 
forms,  or  in  short  prisms,  Avith  a  green  reflex,  and  is  readily  soluble 
in  hot  benzene  and  alcohol,  less  readily  in  ether  and  chloroform,  and 
only  sparingly  in  light  petroleum  and  hot  water.  It  is  insoluble  in, 
and  is  decomposed  by,  cold  alkalis,  but  it  dissolves  freely  in  acids, 
and,  on  boiling,  nitrosonaphthol  separates  from  the  solution.  The 
hydrochloride ,  CWHBH20,HC1,  prepared  by  treating  the  base  with  an 
ah'oholic  solution  of  hydrochloric  acid  and  precipitating  with  ether, 
crystallises  in  long,  red  needles,  and  is  very  readily  soluble  in  water 
and  alcohol.  The  platinochloride ,  (CioHbN20)2,H2PtCl6,  obtained  by 
adding  platinic  chloride,  and  then  a  large  quantity  of  ether,  to  a  con¬ 
centrated  aqueous  solution  of  the  base,  is  a  light-red,  amorphous  com¬ 
pound,  sparingly  soluble  in  cold  alcohol  and  water  ;  it  is  decomposed 
by  boiling  water.  The  sulphate,  C10H8lSr2O,H2SO4  -f  H20,  separates 
as  a  light-red,  crystalline  precipitate  when  ether  is  added  to  an  alcoholic 
sulphuric  acid  solution  of  the  base.  The  compound  O10H8]Sh,O,NaOH 
is  precipitated  in  small,  light-brown  crystals  on  adding  concentrated 
soda  to  an  alcoholic  solution  of  the  base;  it  is  very  hygroscopic. 

When  /5-nitroso-a-naphthvlamiue  is  treated  with  hydroxylamine 
hydrochloride  in  cold  alcoholic  solution,  it  is  converted  into  ortho- 
naphthylenedioxime  (m.  p.  149°),  identical  with  the  compound 
described  by  Goldschmidt  and  Schmid  (Abstr.,  1SS4,  1327)  ;  on 
reduction  with  ammonium  sulphide,  it  is  converted  into  a/3-naph  • 
tliylenediamine  (Griess,  Abstr.,  1883,  181).  Potassium  ferricyanide 
in  alkaline  solution  oxidises  the  nitroso-base  to  orthonaphthyl  ene- 
dioxbnc  anhydride  (m.  p.  78°). 

When  an  alcoholic  solution  of  nitrosonaphtliylamine  (2  grams)  is 
mixed  with  an  aqueous  solution  of  potassium  nitrite  (2  grams),  hydro¬ 
chloric  acid  (1  mol.)  gradually  added,  and  the  mixture  boiled  for  five 


minutes  and  cooled,  a  potassium  derivative  separates  in  colourless 

.x  •  l  ’  ,  ,  i  x,  .  .  AHOHTNONO 

plates.  This  has  probably  the  constitution  Ci0H6<,  f 

Ar  OK 


It  crystallises  from  water  very  slowly  in  colourless  needles  containing 
1^  mols.  H.,0  ;  the  anhydrous  compound  is  stable  at  180J,  but 
explodes  at  250°.  In  its  dilute  solutions,  barium,  iron,  and  copper 
salts  produce  colourless,  amorphous  precipitates  ;  the  sil ver~ derivative 
is  amorphous,  insoluble  in  water  and  alcohol,  and  stable  in  the  light. 
When  the  potassium  salt  is  treated  with  boiling  concentrated  hydro- 
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chloric  acid,  nitrogen  is  evolved,  and,  on  cooling,  nitrosonaphthol 
•separates  from  the  solution.  It  is  also  decomposed  by  cold  dilute 
sulphuric  acid,  yielding  a  colourless,  amorphous  compound  which 
explodes  violently  at  111°,  and  is  so  unstable  that  it  cannot  be 
obtained  in  a  pure  condition;  if  a  solution  of  the  potassium  salt  is 
warmed  with  excess  of  dilute  sulphuric  acid,  the  precipitate  first  pro¬ 
duced  gradually  dissolves,  and  the  filtered  solution,  on  coolim_r,  de¬ 
posits  a  crystalline  compound  which  melts  at  212 — 2  5°,  and  explodes 
at  a  slightly  higher  temperature.  This  substance  has  probably  the 

constitution  ;  it  crystallises  unchanged  from  boiling 


hydrochloric  acid,  dissolves  unchanged  in  concentrated  sulphuric  acid, 
and  forms  salts  with  alkalis.  The  silver  salt,  C1(,H6N3(0 U),Ag.N (_).•, 
is  a  colourless,  amorphous  compound,  which  explodes  at  233°,  and  is 
only  sparingly  soluble  in  boiling  water. 

«-Nitr08O-/5-naphthylamiiie  and  /l-nitroso-a-naphthylaminc  both 
react  with  phcnylhydrazinc  in  the  same  way.  but  the  products  ob¬ 
tained  from  the  /1-nitroso-base  cannot  be  obtained  in  a  pure  condition. 

x-Azaxy-fi-naphthylamine,  ON2*(Cu,H6-XH.;).,  is  formed  when  an 
alcoholic  solution  of  the  *-nitroso-base  is  kept  in  the  cold  for  48  hours 
with  phenylhydrazine  and  a  slight  excess  of  acetic  acid.  After 
adding  water  and  shaking  for  some  time,  the  black,  resinous  precipi¬ 
tate  is  separated,  spread  on  a  porous  plate,  and  purified  by  recrystal¬ 
lising  from  dilute  alcohol  with  addition  of  animal  charcoal.  It  forms 
small,  red  needles,  melts  at  121 — 122°,  and  dissolves  freely  in  concen¬ 
trated  hydrochloric  acid,  but  is  reprecipitated  on  adding  water. 

a-Phenylorthonaphth/lenediamvie ,  XH4*Ci0H6-NHPh,  is  prepared  by 
gradually  adding  phenylhydrazine  hydrochloride  (3'5  grams)  to  a. 
boiling  alcoholic  solution  of  «-nitroso-/3-naphthylaminc  (4  grams), 
precipitating  the  salt  thus  produced  with  ether,  and  decomposing  it 
with  sodium  carbonate.  It  crystallises  from  benzene  in  small,  colour¬ 
less  needles,  melts  at  101°,  and  is  moderately  easily  soluble  in  water. 

NHEt 

fi-Nitroso-ac-ethylnaphthylamine,  Ci0H6<^^. _ ^>Q,  is  obtained  when 


/3-nitroso-*-naphthol  is  heated  with  ethylamine  acetate  and  ethyl- 
amine  hydrochloride  for  20  minutes  on  the  water-bath  with  frequent 
addition  of  ethylamine  carbonate;  the  yield  is  very  small.  It  crys¬ 
tallises  from  alcohol  in  green  plates  containing  1  mol.  H20,  melts  at 
05°,  and  gradually  effloresces  and  turns  brown  on  exposure  to  the  air. 

When  /3-nitroso-as-naphthol  is  heated  with  aniline  at  100%  /3-naph- 
thaquinonedianilide  (m.  p.  181°)  is  formed.  F.  S.  K. 


ac.-  and  ar.-Tetrahydro-/lnaphthylamine.  By  E.  Bamberger 
and  AT.  Kitschei.t  ( Ber .,  23,  870 — 884). —  It  is  stated  in  earliei 
communications  (Abstr.,  1888,  590,  712)  that  the  products  obtained 
on  reducing  /3-naphthylamine  with  sodium  and  boiling  amyl  alcohol 
consist  of  ac.-tetrahydro-/J-naphthylamine  and  small  quantities  of 
dihydrouaphthalene  and  ammonia,  a  certain  proportion  of  the 
/3-naphthylamine  employed  escaping  reduction.  The  authors  now 
find  that  when  the  proportion  of  sodium  used  is  raised  from  12  to 
20  grams  for  each  15  grams  of  /3-naphthylamine  so  as  to  ensure  a 
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practically  complete  reduction  of  the  base,  an  increase  in  the  yield  of 
ac.-tetrahydro-/3-uaphthylamine  is  not  obtained,  but  in  its  place  a 
corresponding  quantity  of  ar.-tetrahydro-/3-naphthylamine  is  formed. 
It  is  probable  that  the  “  aromatic  ”  derivative  was  formed  in  small 
quantity  in  the  earlier  experiments,  but  escaped  detection  through 
being  mixed  with  the  relatively  large  quantity  of  unattaeked  /3-naph- 
thylamine  ;  /3-napkthylamine,  therefore,  behaves  like  its  ethyl-deriva¬ 
tive  (Bamberger  and  Muller,  Abstr.,  1889,  SS8)  in  yielding  a  mixture 
of  “  alicyclic  ”  and  “aromatic”  tetrahydro-bases  on  reduction. 

ae.-Tetrahydro-/3-naphthylamine  is  characterised  by  yielding  a 
well  crystallised  acetate  and  a  sparingly  soluble  nitrate.  The  acetate , 
CioHn'NH^CoHiOi,  crystallises  in  thick,  lustrous,  monoclinic  prisms 
a:b  :  c  —  T4335  :  1  :  T8018  ;  ft  —  78°  24'.  observed  faces  ooP,  --Poo, 
+  Pco,  and  OP,  melts  at  155’5 — 150°,  is  sparingly  soluble  in  ether, 
soluble  in  alcohol,  and  still  more  soluble  in  water,  and  effloresces  on 
lengthened  exposure  to  the  air.  The  nitrate,  CioHu’NH^HNO;,,  is 
precipitated  in  white  scales  when  nitric  acid  or  potassium  nitrate  is 
added  to  a  solution  of  a  soluble  salt  of  the  base.  It  crystallises  from 
water  in  satiny  tables,  melts  at  210 — 212°,  decomposes  when  heated 
at  220°  with  explosion  yielding  a  distillate  containing  water,  naph¬ 
thalene,  and  a  quantity  of  the  nitrate,  and  is  sparingly  soluble  in 
cold,  readily  soluble  in  hot  water.  ac.-Iienzylidenetetrahydro-ft-nap>h- 
thylamine,  C10fin,iN';CliPh,  obtained  by  heating  ac.-tetrahydro-/}- 
uaphthylamine  carbonate  with  benzaldehyde  at  100°,  crystallises  in 
colourless,  lustrous,  triclinic  prisms,  melts  at  51-5 — 52a,  is  readily 
soluble  in  light  petroleum,  ether,  benzene,  and  hot  alcohol,  insoluble 
in  water,  and  is  very  readily  decomposed  into  its  generators  on  treat¬ 
ment  with  acids.  On  oxidation  with  potassium  permanganate,  ac.- 
tetrahydro-/3-naphthylamiue  is  known  to  yield  a  mixture  of  hydro- 
cinnamorthocarboxylic  acid  and  phthalic  acid.  When  oxidised  with 
a  mixture  of  potassium  dichromate  and  dilute  sulphuric  acid,  the 
pure  base  gives,  in  addition  to  phthalic  acid,  a  small  yield  of 
a-naphthol  and  a-naphthaquinone ;  and  since  experiment  shows  that 
a-naphthol  yields  but  the  merest  trace  of  a-naphthaquinone  under 
like  conditions,  it  is  evident  that  these  two  substances  are  independent 
oxidation-products.  The  formation  of  these  ^-derivatives  from  ac.- 
tetrahydro-jtf-naphthylamine  is  due  in  all  probability  to  the  oxidation 
of  dihydronaphthalene,  into  which  the  base  decomposes  under  certain 
conditions  (Abstr.,  1888,  712).  Oxidation  with  boiling  dilute  nitric 
acid  (1  gram  of  75  per  cent,  acid  to  7  grams  of  water)  converts  the 
base  into  a  mixture  of  phthalic  acid,  naphthalene,  and  several  other 
compounds  which  have  not  been  further  examined. 

ar.-Teirahydro-ft-naphthylamine,  CioHtl‘NH3,  occurs  to  the  extent  of 
3 — 4  per  cent,  in  the  product  obtained  by  the  reduction  of  /3-naph- 
thylamine.  To  separate  it,  the  mixed  hydrochlorides  (compare  Abstr., 
1888,  599)  are  dissolved  in  water,  and  the  solution  rendered  alkaline 
by  the  careful  addition  of  aqueous  soda,  is  steam-distilled.  The 
distillate,  after  acidification,  is  concentrated,  then  rendered  alkaline, 
and  extracted  with  ether;  the  ether  is  removed  by  evaporation,  the 
residue  dissolved  in  light  petroleum,  and  the  base  further  purified  by 
passing  a  current  of  moist  carbonic  anhydride  through  the  solution 
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in  order  to  convert  ;inv  trace  of  the  “alicyclic”  derivative  into  its 
spa  finely  soluble  carbonate,  and  finally  fractionated.  It  crystallises 
from  light  petroleum  in  lustrous,  silvery,  tlat  needles,  has  an  odour 
recalling-  that  of  aniline,  molts  at  -‘IB0,  boils  at  275 — 277°  (therm,  in 
vapour)  under  a  pressure  of  713  nun.,  and  dissolves  without  difficulty 
in  the  ordinary  organic  solvents.  In  its  reactions  it  resembles  ar.~ 
tetrahydro-*-naphthylnmine  (Bamberger  and  Althansse,  Abstr., 
1888,  959;  Bamberger  and  Bordt,  Abstr.,  1S89,  715);  thus,  it  is 
neutral  in  reaction,  forms  acid  salts  with  mineral  acids,  can  be  diazo- 
tised  in  the  usual  way,  reacts  with  diazo-compounds  forming  azo-dyes, 
Ac.  On  oxidation  with  potassium  permanganate,  it  yields  adipic 
acid.  When  its  diazo-compound  is  boiled  with  dilute  sulphuric  acid, 
it  is  converted  into  ar.-tetrahydro-&-naphthol,  CkiHj,*OII,  which  crys¬ 
tallises  in  silvery,  flat  needles,  melts  at  58°,  boits  at  275°,  and  is 
identical  with  the  “aromatic”  derivative  obtained  by  reducing 
/3-naphthol  in  the  usual  way  (see  p.  027).  W.  P.  YV\ 

Aromatic  Carbamide  Chlorides.  By  O.  Kym  (Tier.,  23, 
424 — 431). —  When  carbonyl  chloride,  dissolved  in  toluene,  is  added 
to  a  benzene  solution  of  phenyl-/i-ns\phthylcarbamide,  no  alteration 
takes  place  in  the  cold  for  an  hour ;  subsequently,  separation  of  phenyl. 
/1-naplithylcarbaniide  hydrochloride  takes  place  slowly.  The  reaction 
proceeds  rapidly  at  1U0°,  according  to  the  equation  2XHPlrGi(>H7  4- 
COCIs  =  C^HANTH-COCl  +  XHPh  CwH7,HCl.  The  hydrochloride 
is  filtered  olf,  the  filtrate  concentrated,  and  the  greyish,  nodular 
crystals  which  separate  washed  with  dilute  alcohol,  and  repeatedly 
crystallised  from  hot  alcohol.  These  consist  of  j>henijl-fi-naphthy} carba¬ 
mide  chloride ,  and  form  small,  lustrous,  white  plates,  melting  at 
101  — 102",  and  sparingly  soluble  in  cold  alcohol  and  acetic  acid, 
readily  in  the  hot  liquids  and  in  benzene. 

Asymmetrical  phenyl- ji-naphthylcarbamide,  CioByNPlrCO’jSTH,.  is 
prepared  by  acting  on  the  foregoing  compound  with  alcoholic 
ammonia  at  120°.  It  crystallises  in  long,  white  needles  melting  at 
189 — 190P,  and  is  very  slightly  soluble  in  cold  alcohol,  benzene,  and 
acetic  acid,  more  readily  in  the  hot  liquids. 

Diphenyl- ^-naphthyl  carbamide ,  GO(NPlvC)oH7)>-,  is  obtained  by 
heating  a  solution  of  phenyl-/J-naphthylcarbamidc  chloride  in  chloro¬ 
form  with  aniline  (2  mols.).  It  forms  small,  white  plates  melting  at 
132 — 133°.  It  is  readily  soluble  in  benzene,  less  so  in  acetic  acid,  and 
still  less  in  alcohol. 

If  diphcnyl-/i-naphfhylcarbamide  be  heated  with  excess  of  aniline, 
it  is  converted  into  diphenylcarbamide  aud  phenyl-/3-naphthylamine, 
a  reaction  similar  to  that  observed  by  Michler  in  the  case  of  tri- 
phenylcarbamide  (this  Journal,  187G,  ii,  91).  Phcnyl-jS-naphthylamine 
is  also  obtained  by  boiling  the  above  chloride  with  alcoholic  potash. 

fl-Diuaph th ylcarba  mide  chloride,  N(CioH7)2'COC1. — Carbonyl  chloride 
only  acts  on  /J-dinaphthylamine  in  benzene  solution  at  a  temperature 
of  130 — 1G0°  (compare  next  abstract),  the  reaction  then  proceeding- 
just  as  with  phenyb/i-naphthylamine.  The  jS-dinaphthylaminc 
hydrochloride  is  filtered  otf,  the  filtrate  evaporated,  and  hydrogen 
chloride  passed  in  to  remove  the  last  portions  of  /i-dinaphthylanimo, 
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the  liquid  again  filtered,  and  alcohol  added  to  the  filtrate.  The 
yellowish  substance  which  separates  on  cooling  is  purified  by  redis¬ 
solving  it  in  hot  benzene  and  adding  alcohol.  /i-Dinaphthylcarbamide 
chloride  forms  white,  cauliflower-like  aggregates,  which  melt  at  173°, 
and  are  very  soluble  in  benzene,  readily  in  hot  acetic  acid,  but  almost 
insoluble  in  alcohol. 

Asymmetrical- fi-vaphfhylcarbamide ,  El  (CinEL)yCO‘XEL,  is  prepared 
by  acting  on  the  chloride  with  alcoholic  ammonia  at  120°.  It  crys¬ 
tallises  in  fascicular  groups  of  slender  needles  which  melt  at 
I P2 — 103°,  and  are  sparingly  soluble  in  cold  alcohol,  acetic  acid,  and 
benzene,  more  readily  in  the  hot  liquids. 

Phenyl- ft- dinaphthylcarl amide,  N(Ci0H7)rCO*NHPh,  is  prepared 
bv  heating  aniline  and  a  chloroform  solution  of  /hdinaphthylcurbamide 
at  130°.  It  forms  fascicular  aggregates  of  long,  white  needles  which 
melt  at  1S1 — 182°,  and  are  probably  identical  with  the  compound 
obtained  by  Gebliardt  (Abstr.,  1885,  3S4).  By  heating  with  excess 
of  aniline,  it  is  decomposed  into  fl-dinaphtliy lamine  and  diphenyl- 
carbamide.  /3-Dinaphthylcarbamide  chloride  is  also  decomposed  by 
alcoholic  potash,  with  formation  of  /1-di  naphthyl  amine. 

Attempts  w'ere  also  made  to  obtain  /3-tetranaphthylcarbamide  by 
acting  on  the  chloride  with  /3-dinaphthylamine,  but  without  success 
(compare  next  abstract).  H.  G.  C. 

/j-Dinaphthylcarbamide  Chloride.  By  B.  Kunx  and  N. 
1  j a r*A u  (Her.,  23,  811 — S12). — Contrary  to  the  statement  of  Kym, 
in  the  foregoing  abstract,  the  authors  find  that  carbonyl  chloride  and 
/hdinaphthylamine  react  readily  at  the  ordinary  temperature,  form¬ 
ing  /3-dinaphthylamine  hydrochloride  and  /3- dinaphthyl  carbamide 
chloride.  The  latter  was  crystallised  from  acetic  acid  and  melted  at 
172 — 173°  (uncorr.).  They  also  find  that  /h  te  t  rn  n  a  pli  th  y  1  car  bam  i  d  e 
may  be  readily  obtained  by  mixing  /3-dinaphthyrlamine  with  /J-di- 
naphthyl carbamide  chloride  in  molecular  proportion,  and  heating 
them  to  190 — 200°,  a  little  zinc-dust  being  added  to  the  melt.  This 
is  then  dissolved  in  benzene,  hydrogen  chloride  passed  into  the  solu¬ 
tion,  the  filtrate  evaporated,  and  the  residue  crystallised  from  acetic 
acid.  /!-Tc trail aph thy Icarbamide  forms  yellowish-brown,  prismatic 
needles,  melts  at  107 — 169°,  and  is  sparingly  soluble  in  alcohol  and 
ether,  readily  in  benzene  and  acetic  acid. 

Phenyl-pl-dinaphthylearbamide  may  be  obtained,  in  addition  to 
Kym’s  method,  by  digesting  a  solution  of  (3-dinaphthylcarhamide 
chloride  and  aniline  in  alcohol  at  the  ordinary  pressure.  The  authors 
found  the  melting  point  to  he  180°  (uncorr.). 

/3-Dinaphthylcarbamide  chloride  reacts  further  with  nitroamines, 
phenoxides,  and  nitrophenoxides ;  the  authors  reserve  the  further 
investigation  of  the  products.  EL  G.  C. 

1  :  4-Nitronaphthalenesulphonic  Acid.  By  P.  T.  Cleye 
(Her.,  23,  958 — 961). — In  addition  to  the  1  :  4'  and  1  :  l'-nitronaphtlia- 
lenesulphonic  acids,  the  author  finds  that  the  1  :  4-modification  is  also 
formed  when  miphthnlene-a-sulphonie  acid  is  nitrated.  To  prepare 
the  acid,  1  kilo,  ot  sodium  naphthalene-a-sulphumuc  is  gradually  added 
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to  a  mixture  of  750  prams  of  nitric  acid  (sp.gr.  —  1‘4)  and  500  grams 
of  nitric  acid  (sp.  gr.  —  1*5),  and  the  product  subsequently  diluted 
with  water,  neutralised  with  chalk,  and  filtered  hot.  The  filtrate,  on 
cooling,  deposits  abundance  of  the  calcium  salt  of  the  l  :  4'-«cid, 
this  is  filtered  off,  the  mother  liquor  concentrated,  and  a  further 
separation  of  calcium  salt  obtained.  This  is  decomposed  with  sul¬ 
phuric  acid  and  the  solution  evaporated  to  the  crystallising  point  in 
order  to  separate  a  further  quantity  of  the  1  :  4'-aeid  ;  the  mother  liquor 
is  then  neutralised  with  potassium  carbonate,  the  solution  concen¬ 
trated,  and  the  successive  fractions  of  the  potassium  salt  treated 
with  phosphorus  pentachloride.  The  first  fractions  give  almost  pure 
1  :  4'-nitronaphtha]enesnlphonic  chloride,  the  later  fractions  yield  mix¬ 
tures  from  which  the  chloride  of  the  1  :  4-acid  can  be  obtained  by 
crystallisation  from  benzene  and  light  petroleum.  The  mother  liquor 
of  the  calcium  salt  contains  the  1  :  l'-nitronaphthalenesulphonic  acid. 

1  :  4- Xitronaphthaleuesulphomc  acid,  XOrCioHe'SO.H,  is  obtained 
by  boiling  the  chloride  with  baryta-water,  and  carefully  neutralising 
the  solution  of  the  resulting  barium  salt  with  sulphuric  acid.  It 
forms  a  very  soluble,  yellowish,  crystalline  mass.  The  potassium 
salt  crystallises  in  thin,  silvery  needles,  and  is  sparingly  soluble  in 
cold  water;  the  sodium  salt  crystallises,  with  1  mol.  H.O,  in  very 
soluble,  thin  needles;  the  silver  salt  crystallises  in  tolerably  soluble, 
small,  yellow  needles;  the  calcium  salt  crystallises,  with  2  mols.  H,0, 
in  silvery  scales,  and  dissolves  in  37  parts  of  water  at  17n  and  in 
16  parts  at  100°  ;  the  barium  salt  crystallises,  with  1  mol.  H20,  in 
small  needles,  and  dissolves  in  66  parts  of  cold  and  33  parts  of  boiling 
water;  the  lead  salt  crystallises,  with  6  mols.  H20,  in  very  soluble, 
granular  aggregates.  The  ethyl  salt,  X0yC10H6-SO3Et,  crystallises 
from  alcohol  in  large  prisms  and  melts  at  93° ;  the  methyl  salt, 
XOcCi0H6-S03.Me,  crystallises  in  small  needles,  melts  at  117°,  and  is 
sparingly  soluble  in  alcohol.  The  chloride.  XO2-C10H6*.SO2Cl,  crystal¬ 
lises  from  chloroform  or  benzene  in  large,  yellowish  prisms,  and  melts 
at  99 J  ;  the  amide,  X02*CinH6‘S02XH2,  is  dimorphous  and  crystallises 
in  small  octahedra  or  scales  melting  at  1883.  The  bisulphide, 
S2(C!oH6*X02)2,  obtained  by  boiling  a  solution  of  the  chloride  in 
acetic  acid  with  hydriodic  acid,  forms  greenish-yellow,  very  sparingly 
soluble  scales,  and  melts  at  ISO3. 

1  :  4-Xitronaphthalenesulphonic  acid  yields  naphtkionic  acid  on 
reduction  with  ammonium  sulphide;  and  1  :  4-nitronaphtkalenesul- 
phonamide,  when  boiled  with  acetic  acid,  hydriodic  acid,  and 
phosphorus,  and  afterwards  precipitated  by  ammonia,  is  converted 
into  the  amide  of  naphtkionic  acid,  XH2*Ci0H6*S02XH2.  This  crys¬ 
tallises  from  alcohol  in  brownish-yellow  needles,  melts  at  2UG0,  and 
yields  a  hydrochloride,  XH2‘C']0H6'SO2XH2,HCl,  which  crystallises  in 
small,  colourless,  very  sparingly  soluble  needles,  and  an  acetyl- 
derivative,  XHAc,C!0H6-S02XH2,  which  crystallises  from  alcohol  in 
small,  colourless  needles,  and  melts  at  241°.  \V.  P.  W. 

1  :  l'-Chloronaphthalenesulphonic  Acid.  By  P.  T.  Clf.vk 
(Her.,  23,  962 — 963). — When  potassium  1  :  1  '-nitronaphtlialenesul- 
phonate  is  mixed  with  phosphorus  pentachloride,  a  very  vigorous 
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reaction  takes  place,  and  the  whole  mass  becomes  carbonised.  If  the 
conditions  are  modified  by  suspending  the  potassium  salt  in  carbon 
bisulphide  and  then  adding  the  pentachloride,  the  reaction  proceeds 
quietly  with  the  evolution  of  nitrons  fumes,  and  1  :  l'-chloronaph- 
thalenesnlphonic  chloride  is  formed.  After  spontaneous  evaporation  of 
the  carbon  bisulphide,  the  product  is  extracted  with  water,  and  the 
insoluble  chloride  crystallised  from  benzene,  chloroform,  and  acetic 
acid.  The  chloride  is  only  slowly  hydrolysed  by  heating  with  water 
at  150°,  and  is  for  the  most  part  decomposed  with  the  formation  of 
sulphuric  acid.  Barium  1  :  B -chloronaphthalenesulphonate,  obtained  by 
boiling  the  chloride  with  baryta-water,  crystallises,  with  2  mols.  K20, 
in  nacreous  scales  and  is  tolerably  soluble  in  water;  the  potassium 
silt  forms  readily  soluble,  colourless  prisms;  the  silver  salt  forms 
readily  soluble,  colourless,  lustrous  prisms.  The  ethyl  salt, 
CinHflChS03Et,  crystallises  from  alcohol  in  six-sided,  colourless, 
monoclinic  tables,  a:h  :  c  =  T177  :  1  :  1  '323  ;  /i  =  80°  5/  ,  and 
melts  at  07'5°;  the  methyl  salt,  C10HGChSO3Me,  crystallises  from 
alcohol  in  colourless,  sparingly  soluble  needles,  and  melts  at  70°. 
The  chloride ,  Ck,H0C1*SO2C1,  forms  colourless,  thin  scales,  melts  at 
101°.  and  is  readily  soluble  in  benzene,  alcohol,  and  acetic  acid  ;  the 
amide,  CI0HcCbSO2NH2,  crystallises  in  fairly  large,  lustrous  prisms, 
melts  at  196 — 197°,  and  is  sparingly  soluble  in  alcohol.  The  bisul¬ 
phide,  S>(CioH6C1),,  crystallises  from  alcohol  in  tables  and  melts  at 

110°.  '  W.  P.  W. 

a-Hydroxysulphonaphthoic  Acid.  By  K.  Konig  ( Ber .,  23, 
S06 — 810). — a-IIydroxysulphonaphthoic  acid  (Abstr.,  1889,  719) 
readily  decomposes  with  the  elimination  of  both  the  COOH-  and 
S03ll-gronps ;  thus,  a-naphthol  is  formed  in  considerable  quantity 
when  the  acid  is  either  boiled  with  dilute  sulphuric  acid  or  heated 
with  water  in  a  sealed  tube.  The  salts  of  the  acid  are  more  stable  ; 
the  dry  sodium  salt,  when  heated  at  180"',  yields,  for  example,  the 
sodium  salt  of  the  corresponding  *-naphtholsulphonic  acid. 

When  warmed  with  an  excess  of  dilute  sulphuric  acid,  a-hydroxy- 
sulphonaphthoic  acid  is  very  readily  converted  into  dinitro-a-naphthol 
(Martius  yellow)  with  the  evolution  of  carbonic  anhydride.  An  in¬ 
termediate  nitration-product,  nitro-a-hydroxynaphthoic  acid  (Schmitt 
and  Burkard,  Abstr.,  1888,  59)  can  be  obtained  by  suspending 
a-hydroxysulphonaphthoic  acid  in  live  times  its  weight  of  acetic 
acid  and  gradually  adding  the  calculated  quantity  of  nitric  acid 
(sji.  gr.  =  P48)  diluted  with  four  times  its  volume  of  acetic  acid,  and 
alloT/ing  the  mixture  to  remain  in  the  cold  until  dissolution  is  com¬ 
plete  :  the  product  is  then  treated  with  ice-cold  water.  The  nitro- 
a-hydroxynaphthoic  acid  so  prepared  yields  paranitronaphthol  when 
heated  with  water  at  150°,  aud  hence  contains  the  nitro-group  in  the 
para-  and  not  in  the  meta-position  relatively  to  the  hydroxyl,  as  stated 
by  Schmitt  aud  Burkard.  Comparison  shows  that  a-hydroxynaph- 
thoic  acid  is  much  less  readily  nitrated  than  a-hydroxysulphonaphthoic 
acid,  whence  the  author  concludes  that  the  S()3H-group  in  the  latter 
is  iu  the  para-position  with  respect  to  the  hydroxyl. 

Contrary  to  expectation,  a-hydroxysnlphonuphthoic  acid  readily 
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roads  with  diazo- compounds,  yielding'  azo-colonrs  (compare  Dahl 
and  Co.,  Germ.  Pat.,  .51715).  rJ  his  is  duo,  however,  to  the  ready 
elimination  of  the  ('001 1  -group  bv  the  azo-group;  the  azo-dye 
obtnimd  by  treating  the  acid  with  a  solution  of  diazobenzene  chloride 
being  identical  with  benzcncazo-a-naphtholsulplionie  acid  obtained 
from  Neville  and  Winlher’s  1  :  4-naphlholsulphonic  acid,  it  follows, 
therefore,  that  a-hydroxvsnlphonaphthoic  acid  has  the  constitution 

[Oil  :  C0O1J  :  SO‘3H  =  1:2:  4].  W.  1\  W. 

Hydrides  of  Anthracene  and  Phenanthrene.  By  L.  Lucas 
( Client .  Ccntr .,  1890,  i,  GO). —  In  the  preparation  of  hoxahydroanthra- 
eeno,  Grnebe  and  Liebcrmann  obtained  an  oily  substance,  which  tliey 
did  not  more  closely  examine  ;  the  author  has  made  this  the  subject  of 
investigation.  When  heated  with  amorphous  phosphorus  and  liydr- 
iodic  acid  (boiling  point  127°)  at  250  ’,  anthracene  is  primarily  con¬ 
verted  into  a  substance  which  melts  at  87 — 88°,  and  which,  if  sub¬ 
jected  to  a  further  digestion,  is  split  up  into  two  substances,  a  solid 
and  a  liquid.  The  former  is  anthracene  perhydride,  CjjI  Lj,  melting  at 
80°  and  boiling  at  277'5°  ;  it  sublimes  at  100°,  and  is  volatile  in 
steam. 

If  water  is  added  in  the  above  reaction,  anthracene  octohydride, 
Cullw,  and  an  oily  substance  are  formed.  The  octohydride  melts  at 
00°,  and  boils  at  295". 

The  oily  product  of  both  these  reactions  is  the  same,  anthracene 
decahydride.  Its  sp.  gr.  at  20°  =  O' 0884  (water  at  4°  =  1)  ;  boiling 
point,  280°.  If  still  more  water  is  used  in  the  reaction,  anthracene 
dihydride  is  the  only  product. 

When  distilled  over  red-hot  pumice,  these  hydrides  are  converted 
into  anthracene  ;  at  a  somewhat  lower  temperature  they  remain  for 
the  greater  part  unchanged.  If  distilled  over  red-hot  zinc-dust,  the 
conversion  into  anthracene  is  still  more  complete.  Bromine  com¬ 
pounds  were  not  obtained.  With  fuming  nitric  acid,  the  perhydride 
does  not  react;  when  treated  with  concentrated  sulphuric  acid  and 
fuming  nitric  acid,  the  decahydride,  as  also  the  octohydride,  forms  a 
yellow  precipitate,  difficult  to  manipulate.  "With  concentrated  sul¬ 
phuric  acid,  the  octohydride  alone  forms  a  well  characterised  sulphonic 
acid  ;  its  barium  salt  has  the  formula  (CuHnSCbjoBa  H20.  With 
oxidising  agents,  the  perhydride  is  oxidised  to  no  very  well  charac¬ 
terised  substances;  the  decahydride  is  oxidised  by  chromic  mixture  to 
anthraquinone,  in  addition  to  which  another  substance  is  formed, 
which  was  not  more  fully  examined  ;  potassium  permanganate  oxidises 
the  decahydride  to  phthalie  acid.  The  octohydride  in  glacial  acetic 
acid  is  oxidised  by  chromic  acid  to  anthraquinone. 

Phenanthrene  also  forms  a  perhydride,  C^H.^,  when  heated  with 
amorphous  phosphorus  and  hydriodic  acid.  Its  sp.  gr.  at  20‘5  = 
O' 931 2  (water  at  4°  —  1)  ;  it  boils  at  2(38 — 275°,  and  melts  at  about  3  . 
It  is  oxidised  by  chromic  acid  in  glacial  acetic  acid,  the  products 
being  indefinite.  The  same  perhydride  is  obtained  from  phenanthra- 
quinono,  when  this  is  reduced  with  phosphorus  and  hydriodic  acid. 
Phenanthrene  perhydride  is  converted  into  anthracene  by  distilling 
over  zinc-dust.  *b  ^  •  B. 
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Derivatives  of:  Dianthryl.  By  H.  Sacrse  (Chem.  Qentr.,  1800, 
i.  38). — By  treating  dianthryl  dissolved  in  chloroform  with  chlorine, 
dichlorodianthryl  ootocliloride,  C^H^Clw,  is  formed,  which  readily 
decomposes  with  separation  of  hydrogen  chloride.  When  treated 
with  alcoholic  potassium  hydroxide,  the  solution  of  the  chloride 
becomes  blood-coloured,  and  on  h eating  it  is  converted  into  the  green 
hexachlorodianthryl,  C2SH12C16.  Bromine  forms  corresponding  com¬ 
pounds;  the  dibromodianthryl  octobromide ,  C2iH^Br10,  is  somewhat 
more  stable  than  the  chloride,  and  by  the  action  of  alcoholic  potash 
is  converted  into  the  hexabromodianthryl ,  C2>H12Br6. 

Dichlorodianthryl,  C2f.Hl6Cl2,  is  prepared  from  dinitrodianthryl  by 
heating  with  fuming  hydrochloric  acid  at  180°.  Bromine  causes  the 
formation  of  dibromodianthryl. 

Dianthryl  tetrahydride,  C2SH22,  is  prepared  by  acting  on  dianthryl 
with  sodium  amalgam;  it  melts  at  248 — 249°.  By  bromine  it  is  con¬ 
verted  into  dibromautliracene.  With  concentrated  sulphuric  acid, 
dianthryl  forms  a  trisulphonic  acid.  J.  W.  L. 

Massoy  Bark  Oil.  By  E.  F,  R.  Wot  (Arch.  Pharm.  [3],  28, 
22 — 48). — This  oil  is  obtained  from  a  plant  of  the  Lauracte  growing 
in  N  ew  Guinea.  The  crude  oil  is  rather  fluid,  perfectly  clear,  and 
yellow,  with  an  odour  T’es^mbling  that  of  cloves,  and  a  sharp,  burning 
taste.  Its  sp.  gr.  at  10°  is  T0514.  Its  reaction  to  litmus  is  very 
faintly  acid,  due  to  a  trace  of  acetic  acid  ;  it  contains  somewhat  over 

per  cent  of  water,  but  is  free  from  sulphur  and  nitrogen.  A  detailed 
investigation  shows  the  constituents  of  the  oil  to  be  a  new  terpene, 
safrole,  eugenol,  and  small  quantities  of  a  creosote-like  substance. 
The  new  terpene,  massoy ene,  Ci0H!6,  boils  at  172°,  has  a  sp.  gr.  =  08619 
at  13°,  and  is  dextro-rotatory;  it  does  not  agree  in  character  with 
any  terpene  hitherto  described. 

From  safrole  the  following  four  new  brominated  compounds  were 
obtained: — CH2l02!C6H3,CHo,CHBr*C IRBr,  a  liquid  boiling  at  215° 
under  a  pressure  of  22  mm.;  CH2:02:C«H2Br-CH2-CHBr-CH2Br, 
fibrous  crystals  melting  at  54°  ;  CH2;02!C6H2BrCH2,CHlCH2,  a  liquid 
boiling  at  185°  to  190°  under  a  pressure  of  18  mm.; 

CH2:02:C6HyCHBrCHBr-CH2Br, 

in  small  tabular  crystals  melting  at  S7°.  Further,  the  pentabromide 
obtained,  although  identical  with  the  products  described  by  Schiff, 
Grimaux,  and  Knotte,  must  have  the  formula 

CH2:02:C6HBivCHBr'CHBr-CH2Br. 

Dibromobenzoyleugenol.  CH2Br-CHBrCH2-C6H3(OMe)-OBz,  crystal¬ 
lises  in  lustrous  plates  and  melts  at  97°;  eugenol  ethyl  ether  tribromide , 
isomeric  with  that  described  by  Wassermann,  forms  tufts  of  slender, 
silky  needles,  and  melts  at  92°.  J.  T. 

Hydroxycamphocarboxylic  Acid  from  Camphocarboxylic 
Acid.  Bv  A.  Haller  and  Min'getn  ( Gompt .  rend.,  110,  410 — 412). — 
Ethyl  cainphocarbo  white,  when  heated  in  sealed  tubes  at  150°  to  200° 
with  a  small  quantity  of  sodium  dissolved  in  excess  of  ethyl  alcohol, 
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yields  etlivl  hydroxycamphoearboxylate,  COOKt-C.Hu'CHyCOOEt, 
identical  with  the  product  obtained  by  the  direct  etherification  of 
hydroxyeainphocarboxylic  acid,  or  by  treating  the  mononitrile, 
rOOEfCVH„-CH3-CN,  with  a  solution  of  hydrogen  chloride  in 
alcohol .  When  treated  with  excess  of  aqueous  potash,  it  yields 
hydroxyeainphocarboxylic  acid,  melting  at  228 — 280°  and  identical 
with  the  acid  obtained  under  other  conditions. 

It  has  previous^’  been  shown  that  camphocarboxylic  nitrile  com¬ 
bines  readily  with  alcohols  when  heated  at  100°  with  the  sodium  alkyl 
oxides.  Under  these  conditions,  the  closed  chain  is  broken  and 
ethereal  salts  of  hydroxyeainphocarboxylic  nitrile  are  formed.  The 
reaction  with  ethyl  camphocarboxylate  is  similar.  It  is  noteworthy 
that  the  presence  of  cyanogen  makes  the  rupture  of  the  nucleus  iu 

.CH-Cisr  .  .  .  .  CH-COOEt 

(  tt  much  easier  than  in  OC^A, 


CsHi 


'CSH, 


C.  H.  13. 


Aloin  from  Barbados,  Cura9ao,  and  Natal  Aloes.  By  E. 

GroEXF.WOLD  (Arch.  Pharm.  [3],  28,  115 — 139). — I.  Aloin  from 
Barbados  aloes. — This  was  obtained  as  small,  pale -yellow,  needle- 
shaped  crystals,  slightly  soluble  in  cold  water,  easily  soluble  in  hot 
water.  In  boiling  water  it  rapidly  becomes  brown.  It  is  more 
soluble  in  alcohol  than  in  water,  and  the  solution  is  more  stable. 
Aloin  is  only  slightly  soluble  iu  ether,  chloroform,  light  petroleum, 
and  benzene.  Acetic  acid  dissolves  it  readily,  and  this  solution  is 
unaffected  by  the  air.  The  moist  crystals  very  readily  become  dis¬ 
coloured,  especially  when  exposed  to  light.  The  substance  melts  at 
147°.  The  results  of  numerous  analyses  are  best  expressed  by  the 
formula  C23H24Oi0,  but  the  author  prefers  to  adopt  Ci6Hi507,  which 
best  accords  with  the  bromine-  and  acetyl -derivatives.  If  the  latter 
be  accented,  then  the  air-dried  crystals  obtained  from  a  concentrated 
alcoholic  solution  would  be  expressed  by  C,6Hl607  +  3H20  or  3^H»0. 
A  bromalo'in,  C,PHi3Br307  +  4H>0,  was  obtained  by  pouring  an 
aqueous  solution  of  aloin  into  bromine-water,  or  by  pouring  bromine- 
water  into  the  aloin  solution.  The  two  bromo-componnds  agreed, 
excepting  a  difference  of  about  1  pei*  cent,  in  the  water  of  crystal¬ 
lisation.  This  variation  has  also  been  noticed  by  E.  Schmidt. 

Acetyl-derivatives  were  only  obtained  with  difficulty  by  the  action 
of  acetic  anhydride  on  adding  either  concentrated  sulphuric  acid  drop 
by  drop,  or  on  adding  a  drop  or  two  of  acetic  chloride.  In  the  former 
case,  the  product  occurred  sometimes  as  white,  hard,  columnar  crys¬ 
tals,  C|6H10Ac6O7,  and  sometimes  as  beautiful,  soft,  yellow  needles, 
C|6Hi3Ac307  +  ^H20.  In  the  latter  case,  only  the  yellow  needles  were 
obtained- 

II.  Alain  from  Curasao  aloes. — This  appears  to  be  identical  with  that 
from  Barbados  aloes. 

III.  Aloin  from  Natal  aloes,  C2,H26Oi0  +  Aq  (various). — This  differs 
both  chemically  and  physically  from  the  two  aloins  just  considered.  It 
can  readily  be  obtained  in  the  form  of  large,  well-formed  crystals; 
this,  together  with  its  resistance  to  the  action  of  alkalis,  dis¬ 
tinguishes  it  from  Barbados  aloin.  Halogen  substitution-products 
are  not  readily  obtained.  Oxidation  with  nitric  acid  yields  both 
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oxalic  and  picric  acids.  Heated  in  a  capillary  tube,  tlie  alo'in  softens 
at  180°  and  melts  with  decomposition  at  210°.  The  acetyl-derivative 
appoars  to  be  CsJELjAcaOm.  Natal  aloin  differs  from  Barbados  aloin 
in  containing  a  methoxyl-gronp,  as  determined  both  in  aloin, 
C23H23(OMe)6g!  and  in  acetylalo'in,  C23H!fl(OMe)  Ac5Og.  J.  T. 

Derivatives  of  Cantharidin.  By  V.  Anderlini  ( Ber .,  23,  485 — 
4S6;  compare  Homolka,  Abstr.,  1886,  723). — Cantharidin  is  oxidised 
by  prolonged  boiling  with  concentrated  nitric  acid,  but  the  products 
cannot  be  separated  from  unchanged  cantharidin. 

Cantharidin  phenylhydrasone,  CuTRsNA;,  is  obtained,  together  with 
a  compound  melting  at  130 — 131°,  when  cantharidin  (1  part)  is 
heated  at  135 — HO0  with  phenylhydrazine  (4  parts)  and  50  per  cent, 
acetic  acid  (2  parts)  ;  the  two  products  are  separated  by  crystallisation 
from  benzene.  The  hydrazoue  separates  from  acetone,  in  which  it  is 
readily  soluble,  in  large,  rhombic  crystals  melting  at  237 — 238°  ;  it  is 
insoluble  in  water,  and  only  sparingly  soluble  in  alcohol  and  benzene. 

The  compound  melting  at  130 — 131  (see  above)  has  the  composi¬ 
tion  CiethiNiO?;  it  separates  from  benzene  and  dilute  alcohol  in 
colourless  crystals,  and  is  readily  soluble  in  boiling  water. 

A  compound  of  the  composition  GwLI|3N03  is  formed  when  can- 
tharadin  is  heated  at  180°  for  seven  to  eight  hours  with  a  saturated 
alcoholic  solution  of  ammonia;  it  crystallises  in  small  prisms,  melts 
at  200 — 201°,  and  is  readily  soluble  in  hot  water  and  alcohol,  but  only 
sparingly  in  the  cold  solvents.  F.  S.  K. 

Colouring  Matter  from  Diaptomus  analogous  to  Car- 
rotene.  By  R.  Blaxchard  (Coivpt.  rend.,  110,  292 — 294). — Diap¬ 
tomus  bacillifer  was  treated  with  alcohol,  and  after  two  months  the 
alcohol,  which  was  only  slightly  coloured,  was  decanted  off,  the 
organisms  triturated  with  sand,  again  washed  with  alcohol,  and  dried 
in  a  vacuum.  The  bright-red  powder  thus  obtained  becomes  yellow 
and  finally  white  when  exposed  to  air  even  in  the  dark.  The 
pigment  is  insoluble  in  water,  ammonia,  methyl  alcohol,  and  dilute 
potash,  and  only  very  slightly  soluble  in  hot  ethyl  alcohol.  It  dissolves 
in  ether  with  formation  of  a  red  solution,  in  light  petroleum  and 
benzene  yielding  an  orange-brown  solution,  in  chloroform  (a  rose-red 
solution),  and  in  carbon  bisulphide  (a  ponceau-red  solution).  Acids, 
alkalis,  and  reducing  agents  are  without  action  on  these  solutions. 

In  order  to  remove  fat,  Ac.,  the  dried  pigment  was  treated  with 
light  petroleum  and  again  dried.  The  alcohol  and  the  petroleum 
dissolve  some  of  the  pigment  and  all  the  fatty  and  other  soluble  sub¬ 
stances.  The  residue  is  exhausted  with  carbon  bisulphide,  and  the 
latter,  when  distilled,  leaves  a  deep  carmine-red,  oily  substance, 
which,  if  rcdissolved  in  carbon  bisulphide  and  evaporated  in  a  vacuum, 
solidifies  but  does  not  crystallise. 

The  pigment  from  Diaptomus  in  some  respects  resembles  the 
lipochromes,  hut  differs  from  them  in  its  very  slight  solubility  in 
alcohol  and  iu  the  character  of  its  absorption  spectrum.  Concen¬ 
trated  solutions  absorb  all  rays  but  the  red,  and  when  the  solution  is 
diluted  the  less  refrangible  rays  ‘are  transmitted  to  a  greater  and 
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greater  exteut,  but  no  absorption  bands  arc  observed.  This  pigment, 
in  fact,  very  closely  resembles  earrotene,  and  if  not  identical  with  it, 
at  any  rate  belongs  to  the  same  group.  It  is  similar  in  colour, 
dissolves  in  the  same  solvents,  behaves  similarly  with  reagents, 
and  shows  a  similar  absorption  spectrum.  It  dissolves,  for  example, 
in  strong  sulphuric  acid,  forming  a  deep  indigo-blue  liquid,  and  when 
the  solution  is  poured  into  water  the  colour  disappears  immediately, 
but  no  precipitate  is  formed.  Probably  there  are  several  carroteues, 
just  as  there  are  several  chlorophylls  and  haemoglobins.  Jt  follows 
from  these  observations  (1)  that  earrotene  is  common  to  both  animals 
and  plants;  (2)  that  an  animal  organism  is  capable  of  forming  a 
hydrocarbon.  Diaptomus  also  furnishes  another  example  of  the 
occurrence  of  earrotene  in  the  absence  of  chlorophyll,  as  in  the  carrot, 
tomato,  and  pumpkin.  C.  H.  B. 

Carrotene  and  the  Green  Colouring  Matter  of  Chlorophyll 
Grains.  By  II.  Immexoorff  ( Ghem .  Oentr.,  3800,  i,  163 — 164; 
Landw.  Jahrb.,  18,  507 — 520). — The  author  recommends  the  follow¬ 
ing  method  for  the  separation  of  earrotene.  500  grams  of  the  leaves 
are  boiled  with  dilute  aqueous  soda,  the  brown-coloured  extract  poured 
off,  the  leaves  then  washed  with  water,  and  pressed  as  free  from 
the  latter  as  possible.  The  leaves  are  next  digested  with  95 — 98  per 
cent,  alcohol  in  glass  flasks  ;  if,  at  the  end  of  24  hours,  one  of  these 
flasks  with  its  contents  is  shaken  gently  in  the  sunlight,  numberless 
crystals  of  metallic  lustre  of  pure  earrotene  separate.  After  filtering 
off  these,  a  small  quantity  of  sodium  hydroxide  is  added  to  the  green 
filtrate,  and  the  alcohol  almost  entirely  distilled  off.  The  residue  is 
then  extracted  with  light  petroleum  or  ether  to  which  a  small  quantity 
of  alcohol  has  been  added,  until  no  longer  coloured.  Occasionally  this 
extract  deposited  a  crop  of  crystals,  although,  as  Husemann  has  found, 
this  does  not  always  occur.  This  second  colouring  matter  was  not 
further  examined. 

Etiolated  bailey  leaves  were  also  examiued  for  earrotene,  and  it 
was  ouly  found  in  those  leaves  which  had  an  orange-colour;  in 
those  which  were  of  a  pure  lemon-yellow  colour  it  could  not  be 
detected.  By  growing  plants  in  a  very  weak  light,  leaves  which  were 
light-green  coloured  were  obtained  in  which  carrotene  was  detected. 

Carrotene  is  undoubtedly  the  yellow  colouring  matter  of  chloro¬ 
phyll  grains,  and  it  is  also  the  cause  of  the  autumnal  yellow  colour  of 
the  leaves.  J.  W.  L. 

The  Colouring  Matters  of  the  Cones  of  Abies  excelsa.  By 

L.  MACCiiiATi(C7»e»i.  Oentr.,  1890,  i,  164;  from  Naturwiss.  Rundschau.,  4, 
608). — Alcohol  abstracts  a  yellow  colouring  matter  from  the  perfectly 
ripe  cones,  which  gives  strong  general  absorption  of  the  violet  end  of  the 
spectrum  as  far  as  F,  and  a  band  between  C  and  E.  The  alcoholic 
extract  is  concentrated,  aud  the  residue  treated  successively  with 
alcohol,  ether,  and  chloroform.  The  remaining  portion  is  completely 
soluble  in  water,  to  which  it  imparts  a  beautiful  yellowish-red  colour. 
From  this  solution,  beautiful,  triclinic  crystals  may  be  obtained, 
which  are  now  insoluble  in  alcohol.  The  substance  does  not  contain 
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nitrogen.  If  the  cones,  after  extraction  with  alcohol  as  above 
described,  are  treated  with  boiling  water,  the  solution  is  golden- 
yellow.  This  colouring  matter  appears  to  be  amorphous,  but  not 
of  a  tarry  nature.  J.  W.  L. 

Pyroglutamic  Acid.  By  F.  Anderlini  (Gazzctta,  19.  99 — 102). 
— Haitinger  ( Monatsh .,  3,  228)  prepared  pyroglutamic  acid  by  heat¬ 
ing  glutamic  acid  at  180 — 190°,  and  found  that  pyrroline  is  formed 
by  the  dry  distillatiou  of  calcium  pyrogl  u  tarn  ate  ;  the  author  therefore 
considers  that  pyroglutamic  acid  is  a  carboxylic  derivative  of  an 

....  CH.-CH-COOH 

oxypyrrohdme,  Cu-<c() . 

The  pure  acid  forms  small,  colourless,  transparent  crystals  belong¬ 
ing  to  the  monoclinic  system  a  :  b  :  c  =  O' 8239  :  1  :  0  5281,  and  ex¬ 
hibiting  hemimorphism  ;  it  melts  at  182 — 183°.  When  reduced 
with  sodium  and  amyl  alcohol,  a  small  quantity  of  an  alkaline 
product  with  an  odour  resembling  that  of  pyrollidine  is  obtained  ; 
hvdriodic  acid  and  phosphorus  yield  ammonia  and  butyric  acid  in 
addition.  The  action  of  phosphoric  chloride,  hydrogen  chloride,  and 
methyl  iodide  gave  no  definite  results. 

Silver  pyroglntamate,  C5H6X03Ag,  forms  white  crystals  which 
melt  at  176 — 180’,  and  are  slowly  coloured  by  exposure  to  light;  it  is 
soluble  in  dilute  alcohol  and  in  boiling  water,  but  only  very  sparingly 
in  cold  water.  S.  B.  A.  A. 

Pyridine-  and  Pyrroline-derivatives  from  Anilidopyrotar- 
taric  Acid.  By  A.  Reissert  (Be/*.,  23,  542 — 553). — Phenyldiketo- 
methylanilidobromopyrrolidine  hydrobromid e,  CnHi5Xa02Br,HBr,  sepa¬ 
rates  in  crystals  when  the  lactone  of  phenylketohydroxydimethyl- 
anilidotetrahydropyridinecarboxylic  acid  (1  mol.)  (compare  Abstr., 
18S9,  694)  is  dissolved  in  chloroform,  and  bromine  (1  mol.)  gradually 
added  to  the  well-cooled  solution  ;  the  mother  liquors  contain  a 
dibromo-compound  which  is  described  below.  It  crystallises  with 
1  mol.  of  chloroform,  which  is  expelled  at  100°  ;  it  is  readily  soluble 
in  alcohol  but  insoluble  in  water. 

CHBi-CO 

The  free  base,  I  )>CMe‘XHPh,  prepared  by  decomposing 

1  h  —  C  (J 

the  hydrobromide  with  boiling  water,  crystallises  from  dilute  alcohol 
in  small,  colourless  needles,  melts  at  141 ",  and  is  readily  soluble  in 
benzene,  chloroform,  alcohol,  ether,  and  glacial  acetic  acid,  but 
insoluble  in  water  and  light  petroleum.  It  dissolves  in  hot  con¬ 
centrated  mineral  acids  and  in  alkalis.  The  ?t/7roso-compound, 
C17HuN303Br,  crystallises  from  alcohol  in  small  needles  melting  at 
199'5°. 

Phenyldiketomethylanilidodibroinopyrrolidine ,  Ci7H14N202Br2,  is  ob¬ 
tained  when  the  chloroform  mother  liquors  from  the  monobromo- 
compound  are  evaporated.  It  crystallises  from  alcohol  in  shining 
plates,  and  melts  at  134°. 

Dianilidomethylbromacetoacetic  acid, 

NHPlrCHBr*CO-CAle(XHPh)*COOH, 
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is  formed  when  the  monobromo-componnd  described  above  is  dis¬ 
solved  in  hot  soda  and  the  resulting-  sodium  salt  decomposed  with  a 
mineral  acid.  It  crystallises  from  dilute  alcohol  and  glacial  acetic 
acid  in  small,  colourless  needles,  melts  at  lo7°,  and  is  readily  soluble 
in  alcohol,  benzene,  el  her,  and  glacial  acetic  acid;  it  is  reconverted 
into  diketomethylanilidobromopyrrolidine  when  boiled  with  concen¬ 
trated  acids.  The  sodium  salt  crystallises  in  small  needles  with 
3  mols.  FLO.  The  acid  yields  a  dinitroso-compound. 

Phenylanilidobrumomethyl-methylanilidopyrazolone, 


N  !  OCIlBrXHPh 
1  ^COCMe-NHPli 


is  obtained  by  heating  the  preceding  compound  with  plienylliydr- 
azine  at  140 — 150°  ;  it  is  a  yellow,  semi-crystalline  substance,  begins 
to  decompose  at  70°,  and  melts  completely  at  80°. 

Phenyldiketomethylanilidodichloropyrrolidine ,  CitHuXoOvCF,  is 
formed  when  the  lactone  of  plienylketohydroxydimetliylanilidotetra- 
hydropyridineenrboxylic  acid  is  heated  with  phosphorus  oxychloride 
and  phosphorus  pcntacliloride.  It  crystallises  from  alcohol  and  acetic 
acid  in  small  plates,  melts  at  13S°,  and  is  readily  soluble  in  benzene 
and  ether. 

Dianilidometliyldichloracetic  acid ,  CnHif.X^OijCL,  is  obtained  by 
boiling  the  preceding  compound  with  soda  and  decomposing  the 
product  with  a  mineral  acid.  It  separates  Irom  a  mixture  of  chloro¬ 
form  and  light  petroleum  in  spherical  crystals,  melts  at  151°,  and  is 
readily  soluble  in  benzene,  ether,  chloroform,  and  glacial  acetic  acid, 
but  insoluble  in  water  and  light  petroleum.  F.  S.  K. 


Compounds  of  Pyridine  with  Mercury  Salts.  By  A.  Groos 
(Arch.  Pharm.  [3],  28,  73 — 78). — The  compound  with  mercury  iodide, 
HgI2,2C5XH5  (Monari,  Jahrsb.,  1884,  644),  is  obtained  when  dry 
mercurous  iodide  is  dissolved  in  warm  pyridine;  it  melts  at  97° 
(uncorrected).  From  a  solution  in  cold  pyridine  to  which  alcohol 
was  added,  crystals  2  cm.  long  and  4  mm.  thick  were  obtained. 
The  mercury  bromide  compound,  Hg\Br2,2C5jSrH5,  is  prepared  like 
the  foregoing  compound ;  beautiful  crystals  are  obtained  from  its 
alcoholic  solution  which  melt  at  127'5°.  These  substances  dissociate 
readily,  and  tables  of  their  vapour-tensions  are  given  as  determined 
at  14°,  35‘5°,  78\  99 — 100°,  and  137°.  The  compounds  re-form  as  the 
temperature  goes  down.  Corresponding  compounds  with  mercurous 
nitrate  and  sulphate  were  obtained.  The  separation  of  mercury  in 
these  reactions  shows  that  mercurous  salts  are  not  formed,  or  at  least 
if  formed  are  not  stable.  The  compounds  can  also  be  formed  from 
mercuric  salts.  J.  T. 


Metallo-quinolides  and  Double  Salts  of  Quinoline.  By  E. 

Borsbach  ( Ber .,  23,  431 — 440). — Various  double  salts  of  quinoline 
have  been  described  by  Hofmann  (Annalen,  47),  Bromeis  (Annalen, 
52),  Baeyer  (Ber.,  12,  2),  and  especially  by  Scliiff  (Annalen,  131), 
the  last  of  whom  introduced  the  term  metallo-quinolides  for  the 
compounds  obtained  by  the  direct  action  of  quinoline  on  metallic 
salts. 
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The  metallo-quinolides  were  obtained  by  simply  adding  quinoline  to 
the  metallic  salt,  the  compound  separating,  as  a  rule,  immediately,  but  in 
certain  cases  only  after  some  time.  The  double  salts  maybe  obtained 
by  dissolving  the  foregoing  compounds  in  hydrochloric  acid,  or  by 
adding  quinoline  hydrochloride  to  a  solution  of  the  metallic  salts. 
All  the  compounds  are  stable  in  the  air,  and  have  the  characteristic 
odour  of  quinoline,  which  is  more  intense  in  the  metallo-quinolides ; 
some  are  decomposed  by  acids,  and  others  even  by  water.  With  few 
exceptions,  quinoline  only  gives  compounds  with  the  halogen 
compounds  of  the  heavy  metals. 

The  salt  MnCl2,C9XH7.HCl  is  prepared  by  dissolving  manganous 
chloride  in  moderately  concentrated  hydrochloric  acid,  and  adding 
quinoline.  It  crystallises  from  hydrochloric  acid  in  hair-like 
needles,  which  have  a  rose-red  colour  when  diy,  and  remain  unaltered 
at  250°. 

The  salt  FeCI3,C9XH7,HCl  separates  as  a  yellow,  crystalline 
precipitate  when  concentrated  hydrochloric  acid  is  a  ided  to  a  mixture 
of  strong  ferric  chloride  solution  and  quinoline.  It  dissolves  acrain 
on  shaking  and  warming,  and  then  crystallises  in  small  needles, 
which  melt  at  150°,  and  are  decomposed  b}r  boiling  water. 

A  double  salt  with  ferrous  chloride  or  sulphate  could  not  be 
obtained. 

The  salt  CoC1j,2C9NH7  is  formed  by  adding  quinoline  to  an 
alcoholic  solution  of  cobalt  chloride.  It  separates  as  a  thick,  blue, 
amorphous  precipitate,  but  is  obtained  in  well-developed  triclinic 
crystals  when  a  dilute  alcoholic  solution  is  mixed  with  a  little 
quinoline,  and  allowed  to  evaporate  spontaneously.  It  is  decomposed 
on  heating,  and  also  l:y  water  and  acids. 

Copper  salts. — The  salt  CnCh,2C9XH7  is  obtained  either  amorphous 
or  crystalline  in  exact^the  same  manner  as  with  the  foregoing  cobalt 
salt.  In  the  amorphous  state,  it  has  a  bluish-grey  colour,  but  when 
crystalline  it  is  opaque  and  almost  black.  It  is  converted  by  hot  water 
into  a  green  basic  salt,  and  is  also  decomposed  by  acids.  The  sulphate 
and  nitrate  of  copper  give  flocculent  precipitates  of  basic  salts  with 
quinoline.  The  salt  Cu(C2Hn02)2,C9XH7  separates  as  an  intensely 
green,  crystalline  powder  on  the  addition  of  quinoline  to  a  concen¬ 
trated  neutral  solution  of  cupric  acetate.  It  is  read ily  soluble  in  alco¬ 
hol,  less  in  cold  water,  and  is  decomposed  by  boiling  water  and  by  acids. 

Ziuc  salts. — The  salt  ZnI2,2C9XH7  is  obtained  as  a  white  powder 
when  a  solution  of  ziuc  iodide  is  precipitated  by  quinoline.  It  is 
slightly  soluble  in  cold  and  is  somewhat  decomposed  bv  hot  water,  and 
becomes  yellow  on  exposure  to  light.  The  compound  with  zinc  bromide 
has  a  similar  composition,  and  forms  a  white,  flocculent  powder. 

Cadmium  Salts. — Cadmium  chloride  gives  with  quinoline  in  aqueous 
or  alcoholic  solution  a  thick,  white  precipitate  of  the  salt  CdCL,C9XH7 ; 
this  is  sparingly  soluble  in  water  and  alcohol,  and  dissolves  in  acids 
forming  double  salts.  The  hydrochloric  acid  double  salt  lias  been 
previously  prepared  by  Williams.  The  bromide  CdBr2,C9XH7  is 
prepared  in  the  same  manner,  and  crystallises  from  hot  alcohol  in 
small  white  needles,  which  are  decomposed  by  boiling  water  and 
acids.  The  salt  CdI2,2C9XII7  differs  in  composition  from  the  two 
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foregoing  compounds,  but  is  also  decomposed  bj  liofc  water.  From 
its  solution  in  hydrochloric  acid,  the  double  suit  separates  after  a 
long  time  in  green,  hair-like  needles  which  have  a  metallic  lustre, 
and  are  insoluble  in  water. 

Tin  Salts. —  By  the  action  of  quinoline  on  an  alcoholic  solution  of 
stannous  chloride,  a  thick,  white,  amorphous  precipitate  is  obtained 
which  has  not  a  constant  composition.  It  dissolves  in  dilute  acids 
and,  after  a  time,  the  double  salt  SnCl2,C9Xl I7, 1101  separates  in 
long,  thin  needles  which  nndt  at  127°.  Stannic  chloride  yields  a 
similar  double  salt,  SnCIi,2(C9XlI7,HGl),  which  crystallises  in  long, 
lustrous  needles.  The  compound  SnCl|,2(C9Xl_[7,HCl)  +  H20, 
described  by  Schiff,  could  not  be  obtained. 

Mercury  Salts. — The  mercuric  bromide  compound,  lIgBr>,C9XH7, 
is  obtained  in  the  usual  manner,  and  forms  a  white,  voluminous  pre¬ 
cipitate  melting  at  204°,  and  almost  insoluble  in  water  and  alcohol. 
The  mercuric  iodide  compound,  Hgl2.C9XlI-,  crystallises  in  pale  yellow, 
lustrous  plates,  soluble  in  warm  alcohol  and  in  solutions  of  p  jtassium 
iodide  and  ammonium  salts.  It  melts  at  108°,  and  decomposes  above 
this  temperature.  Of  the  true  double  salts,  only  that  with  mercuric 
chloride,  2C9XH7,H>HgCl4  +  2H20,  could  be  obtained;  this  separates 
in  monoclinic  crystals  from  a  solution  of  mercury-chloride-qniuoline 
in  hydrochloric  acid  after  a  long  time,  and  may  also  be  obtained  bv 
adding  quinoline  hydrochloride  to  a  solution  of  mercuric  chloride. 
It  melts  at  91°,  and  decomposes  at  a  higher  temperature. 

An  aqueous  solution  of  lead  nitrate  is  precipitated  by  quinoline, 
but  the  product  is  simply  a  basic  lead  salt  of  the  probable  formula 
Pb(XO.j)>,Pb(OH)2.  Xickel  chloride  does  not  act  in  the  same 
manner  as  cobalt  chloride,  but  appears  not  to  form  a  compound,  or  in 
any  case  only  a  most  unstable  one. 

Prom  a  solution  of  aluminium  chloride,  quinoline  precipitates 
aluminium  hydroxide,  which  dissolves  in  concentrated  hydrochloric 
acid.  On  further  addition  of  the  latter,  a  white,  crystalline  substance 
separates,  which  has  the  formula,  A1C13  +  6H20.  H.  G.  C. 

Compounds  of  Alloxan  with  Pyrazole  Bases.  By  G. 
Pellizzari  (Annalen,  255,  230 — 251  ;  compare  Abstr.,  1889.  517,  and 
1888,  142). — The  compound  previously  described  as  formylphenyldi- 
methyl pyrazolone  (formylantipyrine),  obtained  by  boiling  phenyldi- 
methylpyrazolouetartronyliinide  with  concentrated  hydrochloric  aei  1 
or  potash,  has,  in  reality,  the  molecular  formula  C24H21N404,  and 
is  di-phenyldimethylpyrazoloneacetic  acid.  The  plati  nochloride, 
(C2iH24X404)2,H2PtCls,  is  a  reddish-brown  powder.  The  sulphate, 
C24H21N404,H2S04,  crystallises  in  long,  silky  needles,  and  is  sparingly 
soluble  in  cold  water.  The  barium  salt,  (C24H23X404)>Ba,  forms 
transparent,  very  deliquescent  crystals. 

l)i-phenyldiinethylpyrazoloneacetic  acid  dissolves  in  concentrated 
nitric  acid;  on  boiling  the  solution,  carbonic  anhydride  and  oxides  of 
nitrogen  are  evolved,  and  nitropkenyldimethylpyrazolone  (m.  p.  273  ') 
is  formed.  The  tetra b rom o- derivative,  C24H24X40415i*i,  prepared  by 
treating  the  acid  with  bromine  in  glacial  acetic  acid  solution,  crystal¬ 
lises  in  yellow  needles,  melts  at  149 — 151"  with  decomposition,  and  is 
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decomposed  by  water.  The  anilide ,  C^H^XiO^NTIPh,  crystallises  in 
colourless  needles,  melts  at  237°,  and  is  very  readily  soluble  in  alcohol 
and  acids,  but  only  very  sparingly  in  water,  benzene,  and  ether,  and 
insoluble  in  cold  potash. 

Methylenedi-phenyldimethylpyrazolone,  CH2(C3N2Me2ph)2,  is  formed 
when  di-phenyldimethylpyrazoloneacetic  acid  is  heated  at  240 — 250° 
until  the  evolution  of  carbonic  anhydride  is  at  an  end  ;  it  can  also 
be  obtained  by  boiling  phenyldimethylpyrazolonc  with  formaldehyde 
and  concentrated  hydrochloric  acid.  It  separates  from  alcohol  in 
colourless,  monoclinic  crystals  containing  1  mol.  H20,  a  :  b  :  c  — 
O' 8332 8  :  1  :  0'80173,  /3  =  87°  3'  2",  and  loses  its  water  at  130°,  the 
anhydrous  substance  melting  at  179°.  It  is  readily  soluble  in  water, 
benzene,  glacial  acetic  acid,  and  mineral  acids,  but  only  sparingly  in 
alcohol  and  ether,  and  insoluble  in  alkalis. 

Meihylenedi -phenyl  methylpyrazolone,  CH3(C3N2HMePh)2,  can  be 
obtained  by  boiling  methylphenylpyrazolone  with  formaldehyde  and 
concentrated  hydrochloric  acid,  the  hydrochloride  separating  on 
cooling  in  slender,  silky  needles.  The  free  base  is  a  colourless, 
amorphous  powder,  readily  soluble  in  alcohol,  benzene,  and  acetic 
acid  ;  when  heated  with  methyl  iodide  at  130°  in  alcoholic  solution, 
it  is  converted  into  mcthylenedi-phenyldimethylpyrazolone  (m.  p. 

179°).  F.  S.  K. 

Morphine  from|  Papaver  rhoeas.  By  O.  Hesse  (Arch.  Pharm. 
[3],  28.  7 — 9). — Some  time  ago,  Dieterich  (Pharm.  Zcit.  P-uss.,  27, 
269)  claimed  to  have  found  in  the  aqueous  and  alcoholic  extracts  of 
the  flower  leaves  of  this  poppy  0‘7  and  017  per  ccut.  respectively  of 
morphine.  The  author  has  repeated  Dieterich’s  procedure  on 
300  grams  of  fresh  leaves,  but  obtained  only  a  few  milligrams  of 
glistening  crystals,  which,  however,  were  not  morphine,  but  appeared 
to  contain  some  rhoeadine.  When  fresh  material  is  available,  the 
author  will  pursue  the  subject.  J.  T. 

Dextrococafne.  By  A.  EtNHORs  and  A.  Marquardt  (Per.,  23, 
46S— 474). — According  to  Einhorn’s  formula  for  coca'iue,  two  asym¬ 
metrical  carbon-atoms  are  present  in  the  molecule  ;  if  this  is  correct, 
similar  optical  isomerides  should  exist  to  those  of  atropine.  Experi¬ 
ments  made  to  convert  cocaine  directly  into  an  isomeric  base  have  not 
been  attended  with  success,  but  similar  experiments  with  ecgoninc, 
one  of  its  decomposition-products,  have  given  the  desired  result,  for 
this  compound  and  all  its  derivatives,  including  cocaine  itself,  are 
converted  into  dextro-eegonine  by  ivarming  with  an  aqueous  solution 
of  potassium  hydroxide  on  the  water-bath. 

The  best  material  for  the  preparation  of  dextro-eegonine  is  the 
mixture  of  alkaloids  obtained  as  a  bye-product  in  the  preparation  of 
cocaine,  which  must  be  warmed  with  the  aqueous  potash  for 
13 — 24  hours.  Dextro-eegonine,  C9H15N03,  crystallises  in  tables 
which  seem  to  be  hemimorphous,  and  melts  at  254°.  On  heating  with 
acetic  acid  saturated  with  hydrogen  chloride,  it  yields  the  same  an- 
hydroeegonine  as  is  obtained  from  ordinary  eegonine,  whence  it  would 
appear  that  the  optical  activity  is  due  to  the  asymmetrical  carbon- 
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atom  in  the  side  chain.  Tlie  hydrochloride ,  C9Hl5XO,,HClp  crystallises 
from  alcohol  in  monoclinic  prisms;  an  aqueous  solution  containing 
44  per  cent.,  in  a  tube  2  dcm.  iu  length,  rotated  the  plane  of 
polarisation  10°  to  the  right.  The  aurochloride,  C„H|5NO.),HAuCh, 
forms  small,  yellow  plates  which  melt  with  decomposition  at  220°. 
Its  methyl  ether,  CjuH17NOai  obtained  by  suspending  dextrocegonine 
in  methyl  alcohol,  and  passing  in  hydrogen  chloride,  crystallises  from 
alcohol  in  prisms  melting  at  215°. 

Dextrococauie  is  prepared  by  heating  the  foregoing  methyl  ether 
with  benzoic  chloride.  It  is  an  oil,  which  gives  a  beautifully  crystal¬ 
line  hydrochloride,  CnH-^NO^HCI,  melting  at  205°,  whereas  ordinary 
cocaine  hydrochloride  melts  at  181*5°.  A  solution  of  1*0  per  cent,  of 
this  salt  in  dilute  alcohol  of  the  same  strength  as  employed  by 
Antrick  (Abstr.,  1887,  50G),  in  a  tube  2  dcm.  in  length,  rotated  the 
plane  of  polarisation  1*5°  to  the  right.  Tlie>  physiological  properties 
of  dextro-eocaiue  are  similar  to  those  of  cocaine,  but  its  action  takes 
place  more  quickly,  and  is  more  transient.  H.  G.  C. 

Bye-product  from  the  Commercial  Synthesis  of  Cocaine. 

By  C.  Liehemiann  and  F.  Giesel  ( Her .,  23,'  508 — 512). — The  mother 
liquors  from  the  cocaine  prepared  commercially  from  ecgoninc  con¬ 
tain  a  very  small  quantity  of  a  compound  which  is  probably  methyl- 
cocaine,  CibHmNOi,  but)  which  may  possibly  be  an  isomeride  of  cocaine. 
This  base  separates  from  ether,  chloroform,  benzene,  and  light  petro¬ 
leum  as  an  oil;  it  is  also  precipitated  in  an  oily  condition  on  the 
addition  of  an  alkaline  carbonate  to  its  solution  in  acids,  but  the  oil 
solidifies  on  keeping,  the  crystalline  compound  melting  at  4G — 47°. 
The  sulphate  crystallises  in  small  plates  and  is  readily  soluble  in 
water  but  only  sparingly  in  alcohol.  The  hydrochloride ,  CniHjjNO^HCl, 
is  much  less  readily  soluble  in  cold  water  than  cocaine  hydrochloride, 
and  crystallises  from  hot  alcohol  in  needles  or  prisms  melting  at 
209 — 210°;  it  produces  the  same  sensation  as  cocaine  hydrochloride 
when  placed  on  the  tongue.  The  nitrate  is  precipitated  in  crystals  on 
adding  nitric  acid  to  dilute  solutions  of  the  other  salts  ;  this  reaction 
serves  as  a  means  of  distinguishing,  between,  and  separating  the 
methyl-derivative  from  cocaine.  It  is  moderately \  easily  soluble  in 
pure  water  and  crystallises  well  from  boiling  water  and  alcohol. 
The  platinochloridc,  (CiAG^NO-i)-., H2PtCl6,  crystallises  from  hot  water 
in  yellowish  needles;  the  aurochloride,  C|8H2sN04,HAuCh,  crystallises 
from  dilute  alcohol  in  needles  and  melts  at  148°. 

Methylcocaine  is  decomposed  by  water,  although  much  more  slowly 
than  cocaine,  and  it  is  decomposed  by  boiling  hydriodic  acid  with 
liberation  of  methyl  iodide  (1  mol.)  ;  it  is  only  slowly  acted  on  by 
concentrated  hydrochloric  acid,  but  much  more  quickly  by  the  boiling 
dilute  acid,  yielding  methyl  alcohol,  benzoic  acid,  and  methylecgonine 
hydrochloride. 

Benzoylmethylecgonine  hydroch ?oru/e,CnH2|NO.|,HCl,  the  first  product 
of  the  decomposition  of  methylcocaine  with  hydrochloric  acid,  crystal¬ 
lises  from  hot  water  in  colourless  prisms.  The  aurochloride  has  the 
composition  Ci7H2iN04,HAuC1.|.  The  nitrate  is  sparingly  soluble. 

Methylecgonine,  CjoH^NOa,  prepared  by  decomposing  the  hydro- 
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chloride  with  silver  oxide,  crystallises  from  strong  methyl  alcohol, 
melts  at  204°  with  decomposition,  and  is  very  readily  soluble  in  water, 
but  insoluble  in  absolute  alcohol,  and  only  very  sparingly  soluble  iu 
methyl  alcohol.  The  hydrochloride ,  Ci0H17NO3,HC1,  crystallises  in 
needles  and  melts  at  236°.  The  aurochloride ,  CioHi7N03)HAuCl4, 
crystallises  in  lemon-yellow  needles  melting  at  220°. 

Methylcocaine  and  methylecgoniue  may  possibly  be  identical  with 
the  dextro-rotatory  cocaine  and  dextro-rotatory  ecgonine  described  by 
E inborn  and  Marquardt  (preceding  abstract)  ;  experiments  will  be 
instituted  with  the  object  of  testing  the  correctness  of  this  supposi¬ 
tion.  F •  S.  K. 

Berberis  Alkaloids.  By  E.  Schmidt  and  W.  Kersteix  (Arch. 
Phnrm.  [3],  28,  49 — 73). — Although  hydrastine  hydrochloride  and 
sulphate  are  used  in  medicine,  the  pure  salts  have  not  been  described. 

Hydrastine  hydrochloride,  C^IIaiXO^HCl,  was  prepared  by  dis¬ 
solving  hydrastine  in  anhydrous  and  alcohol-free  ether,  and  leading 
dry  hydrogen  chloride  over  the  surface  of  this  solution  as  long  as  the 
salt  was  precipitated.  This  precipitate,  after  drying  over  sulphuric 
acid,  formed  a  white,  microcrystalline  powder,  easily  soluble  in  water 
and  chloroform.  The  corresponding  hydrobromide  was  very  similar 
in  appearance;  it  is  very  soluble  in  chloroform,  but  somewhat  less 
soluble  in  water  than  the  former  salt.  The  hydriodide  forms  a 
yellowish-brown,  microcrystalline  powder,  much  less -soluble  in  water 
than  the  two  previous  salts.  Hydrastine  sulphate,  C2iH21N06,H2S0.(, 
was  prepared  by  adding  to  the  ethereal  hydrastine  solution  ether 
which  had  been  shaken  up  with  concentrated  sulphuric  acid.  This  is 
added  drop  by  drop,  an  excess  being  avoided,  as  long  as  a  precipitate 
falls.  This  salt  readilj'  takes  up  moisture  and  forms  a  gummy  mass. 
It  was  found  to  contain  3  per  cent,  more  sulphuric  acid  than  the  com¬ 
mercial  article.  Hydrastine  aurochloride,  C2iH2|N06,HAuCl4,  was  also 
prepared,  but  found,  like  that  prepared  by  Wilhelm,  to  yield  too  little 
gold  by  over  05  per  cent. 

This  investigation  confirms  the  view  that  hydrastine  contains  one 
methoxyl -group  less  than  narcotine,  thus: — Hydrastine,  C2iH21N06 ; 
narcotine,  OMe'C^HsoNOs.  Narcotine,  when  oxidised  with  chromic 
acid,  was  found  to  yield  opianic  acid,  CloH10O5,  and  cotarnine, 
C,2H13N03,  whilst  hydrastine  has  been  shown  by  Schmidt  and 
Wilhelm  to  give  opianic  acid  and  hydrastinine,  CnHnNOa.  Narcotine, 
when  oxidised  by  potassium  permanganate  in  alkaline  solution,  gives 
hemipinic  acid,  C]oHinOs.  Goldschmiedt  has  shown  (Abstr.,  1888, 
362)  that  papaverine  yields  isohemipinic  acid.  This  led  to  an  investi¬ 
gation  of  the  hemipinic  acids  obtained  from  narcotine,  hydrastine,  and 
berberine,  and  these  acids  were  found  to  be  chemically  identical. 
Besides  hemipinic  acid,  narcotine  gives  cotarnine,  but  to  isolate  this 
the  oxidation  was  made  with  barium  permanganate,  and  after  remov¬ 
ing  the  barium  with  sulphuric  acid  and  the  hemipinic  acid  with  ether, 
cotarnine  platinochloride  was  directly  precipitated.  The  amount 
obtained,  however,  bore  no  relation  to  the  amount  of  base  employed, 
so  that  decomposition  of  the  cotarnine  first  formed  takes  place. 
Wauklyn  and  Chapman  found  that  the  whole  of  the  nitrogen  of  nar- 
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cotine  is  evolved  as  ammonia  by  treatment  with  an  alkaline  perman¬ 
ganate  solution.  In  the  present  investigation,  Kerstein  found  only 
traces  of  ammonium  salts  in  the  hydrochloric  acid  employed  to 
collect  anything  volatilised,  whilst  Schmidt,  in  a  footnote,  remarks 
that  narcotine,  when  boiled  with  excess  of  alkaline  potassium  perman¬ 
ganate,  evolves  a  strong  odour  of  methylamine.  Although  the 
decomposition  of  narcotine  is  not  very  sharply  defined,  the  primary 
reaction  is  doubtless  expressed  b}'  the  equation  C^U^XOj  +  0>  = 
Ci0H1uO6  +  CioHi:)N03,  narcotine  giving  hemipinic  acid  and  cotarnine. 
By  the  distillation  of  narcotine  and  hydrastine,  respectively,  in  hydro¬ 
gen,  considerable  quantities  of  meconine  and  trimethylamine  were 
obtained. 

Boiling  acetic  anhydride  does  not  act  on  hydrastine.  Acetic  chlor¬ 
ide,  however,  gives  a  compound  which  crystallises  fiom  alcohol  in 
beautiful,  yellowish-green  needles,  whose  solution  exhibits  a  bluish- 
green  fluorescence.  Analysis  leads-  to  the  formula  OoiHjyAcXO,;. 
This  is  undergoing  further  investigation.  On  boiling  hydrastine  with 
iodine  in  alcoholic  solution,  the  following  reaction  takes  place : 
C;1H21X06  +  61  +_H20  =  C10H10O5  +  CnHjoXO  J,I2  +  3HI.  Koser 
(Abstr.,  1SSS,  1115)  obtained  a.  similar  reaction  for  narcotine,  and 
from  the  triiodide,  by  treatment  with  hydrogen  sulphide,  he  obtained 
the  two  compounds,  iodotareonine  methiodide,  CnHfelX03.ileI,  and 
tareonine  methiodide,  CnHgXC^Mel,  whilst  Kerstein  has  only  suc¬ 
ceeded  in  isolating  hydrastonine  iodide,  CulluiXOjI.  Still  it  does 
not  appear  improbable  that  iodohydrastonine  iodide  will  be  obtained 
under  suitable  conditions. 

Ethyl  hydrastine,  C21H20FiNTO6,  was  prepared  by  heating  hydras¬ 
tine  ethiodide  with  water,  and  decomposing  with  normal  potash,  when 
an  oily  liquid  separated,  which  solidified  to  a  yellowish-green  mass. 
This  compound,  when  reerystallised  from  alcohol,  formed  yellowi-h- 
green  needles  melting  at  127°;  it  is  easily  soluble  in  mineral  acids, 
alcohol,  ether,  and  chloroform,  but  not  in  water.  The  doubie 
chlorides  of  this  compound  and  platinum,  gold,  and  mercury,  also  the 
compound  with  picric  acid,  were  obtained  as  amorphous  powders. 

Phytosterin ,  C;t,H440  +  H;0,  separates  from  extract  of  hydrastis 
root  after  long  standing  as  a  smeary,  resinous  deposit,  along  with 
other  compounds.  After  crystallising  from  glacial  acetic  acid,  and 
then  from  alcohol,  phytosterin  is  removed  from  solution,  after  acidi¬ 
fying  with  hydrochloric  acid,  by  shaking  up  with  ether ;  fat  is  removed 
by  saponifying  with  alcoholic  potash  and  treatment  of  the  dry  soap 
with  chloroform.  Repeated  crystallisation  of  the  residue  gives 
phytosterin  as  small,  brilliant,  colourless  plates,  melting  at  133°. 

J.  T. 

Alkaloids  of  the  Root  of  Stylophoron  diphyllum..  By  F. 
Sells  (Arch.  Pharm.  [3],  28,96 — 109). — The  author  has  exhaustively 
examined  stylophorine,  an  alkaloid  obtained  from  the  above  root,  and 
finds  that  it  is  identical  with  chelidonine,  C30Hi9XOj  -f  H20.  Hydro¬ 
chloric  acid  under  pressure  at  150u  does  not  act  on  this  alkaloid. 
When  heated  with  aqueous  iodine  in  a  glycerol-bath,  no  methyl  iodide 
was  formed,  and  silver  nitrate  solution  was  scarcely  rendered  turbid. 
The  base  therefore  contains  no  metkoxyl-group.  Chelidonine,  although 
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the  principal  alkaloid  of  the  root  examined,  is  not  the  only  one;  at 
least  two  others  have  been  detected,  which  will  be  further  investigated 
when  more  material  is  available.  J.  T. 

Taxine,  the  Alkaloid  of  the  Yew-tree  (Taxus  baccata).  By 
A.  Hilger  and  F.  Brande  ( Ber .,  23,  464 — 408). — The  preparation  of 
this  alkaloid  was  carried  out  according  to  the  method  given  by 
Marine  (2Ied.  Centr.,  14,  97).  The  ethereal  solution  was  extracted 
by  dilute  sulphuric  acid,  the  extract  precipitated  with  ammonia,  and 
the  yellow  precipitate  redissolvcd  in  ether  ;  the  process  being  re¬ 
peated  until  the  precipitate  with  ammonia  was  quite  white.  Taxine 
cannot  be  obtained  in  crystals ;  it  is  readily  soluble  in  alcohol  and 
ether,  less  so  in  chloroform,  scarcely  at  all  in  water,  and  insoluble  in 
benzene.  It  melts  at  82°  evolving  a  characteristic  aromatic  odour, 
and  gives  an  intense,  purple-violet  coloration  with  concentrated  sul¬ 
phuric  acid,  whilst  Frohde’s  reagent  colours  it  reddish-violet.  The 
slightly  acid  aqueous  solution  of  the  alkaloid  gives  precipitates  with 
potassium  bismuthoiodide,  potassium  iodide  and  iodine,  sodium  phos- 
phomolybdatc,  gold  chloride,  platinic  chloride,  picric  acid,  and  even 
fixed  alkalis  and  ammonia.  It  appears  to  have  the  composition 
C3TH52OioN. 

The  salts  are  soluble  in  water  and  difficult  to  obtain  crystalline, 
only  the  hydrochloride ,  C37H52OioN,HG1,  having  been  prepared  in  a 
pure  state  bypassing  hydrogen  chloride  into  a  solution  of  the  alkaloid 
in  anhydrous  ether.  The  phdinochloride,  (Ca7H52OioX)2,H..>PtCl6,  forms 
a  yellow,  niierocrystallinc  powder. 

Taxine  ethiodide,  C^HsiOn.NjEtl,  is  prepared  by  heating  a  mixture 
of  the  two  compounds  in  molecular  proportion  at  100°  under  pressure. 
It  is  a  crystalline  product,  which  may  be  purified  by  dissolving  in 
alcohol,  and  ponring  the  solution  into  water.  H.  G.  C. 

Diastatic  Ferment  of  Ungerminated' Wheat.  By  C.  J.  Ijintner 
(7 lied.  Centr.,  19,  141;  compare  Abstr.,  1S88,  497). — Wheat  contains 
a  diastatic  ferment,  which,  like  malt-diastase,  converts  starch  into 
maltose;  but  it  differs  from  malt-diastase  in  not  having  the  power  of 
dissolving  starch  paste.  Attempts  to  isolate  the  ferment  failed. 

N.  H.  M. 
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Digestibility  of  Boiled  Milk.  By  B.  W.  Raudnitz  (Zeit. 
physiol.  Chem.,  14,  325 — 327). — The  author  corrects  and  amplifies  a 
reference  he  had  previously  made  (Abstr.,  1889,  1225)  to  a  paper  by 
W.  Prausnitz,  on  the  use  of  milk  as  a  food  {Zeit.  Biol.,  25),  pointing 
out  that  the  calcium  salts  found  in  the  faeces  on  a  milk  diet  have  a 
threefold  origin  :  (1)  from  the  food,  (2)  from  the  digestive  juices, 
(3)  salts  separated  by  the  intestine,  in  which  it  takes  the  place  of  the 
kidneys  as  excreting  organ.  W.  D.  H. 
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Action  of  Dilute  Hydrochloric  Acid  and  of  Pepsin  with 
Hydrochloric  Acid  on  the  Digestible  Albumin  of  Fodders. 

By  A.  Stutzer  (Lamho.  Versnehs-Stat.,  1890,  107 — 130). — In  pursu¬ 
ance  of  former  investigations,  the  author  lias  examined  the  action  men¬ 
tioned  above,  care  being  taken  that  the  conditions  in  all  the  experi¬ 
ments  were  alike.  All  the  substances  to  be  tested  were  passed  through 
a  1-mm.  sieve,  and  then  of  that  which  passed  through,  those  portions 
passing  a  0'5-mm.  sieve  were  rejected:  the  material  was  soaked  in 
water  for  12 — 14-  hours,  the  water  being  saturated  with  chloroform  to 
prevent  fermentation :  it  was  found  that  this  antiseptic  had  no  influence 
on  the  digestion  experiments,  to  which  the  fodder  was  submitted.  For 
every  100  milligrams  of  nitrogen  as  digestible  albumin,  the  same 
quantity  of  liquid  was  employed,  but  the  composition  of  the  liquid 
varied  with  the  different  experiments,  whilst  the  temperature  was 
“  blood-heat.”  Hydrochloric  acid  (0'05 — 010  per  cent.),  with  or 
without  pepsin,  dissolved  notable  quantities  of  albumin,  and  it  was 
found  advisable  to  use  very  dilute  solutions,  but  in  large  quantities. 
In  the  case  of  bran,  about  one-third  of  the  albumin  soluble  in  pepsin 
was  also  soluble  in  water;  dilute  hydrochloric  acid  showed  the  greatest 
activity  at  a  temperature  of  40°  for  (JO  min.,  the  strength  of  solution 
being  0'03  per  cent,  of  hydrogen  chloride.  Pepsin  and  hydrochloric 
acid  together  (0‘03  per  cent,  hydrogen  chloride)  was  less  active  than 
the  acid  alone,  bnt  if  more  than  0'03  per  cent,  of  the  latter  was 
present,  then  the  mixture  became  more  active  than  the  acid  alone. 

In  the  case  of  wh eaten  bread,  PG51  per  cent,  of  nitrogen  was 
present  as  albumin  soluble  in  pepsin,  of  this  but  little  is  soluble  in 
water,  and  with  dilute  acids,  that  containing 0  01  per  cent,  of  hydrogen 
chloride  produced  the  maximum  of  solution,  which  was  but  little 
greater  than  with  water  alone;  the  acidified  pepsin  acted  rather 
better,  but  slowly,  slower  than  when  bran  was  so  treated. 

With  cotton  seed  meal  containing  5‘951  per  cent,  of  nitrogen  as 
albumin  soluble  in  pepsin,  a  0‘05  per  cent,  solution  of  hydrochloric 
acid  dissolved  more  than  half  the  albumin,  and  with  the  addition  of 
pepsin,  the  solubility  increased  as  soon  as  the  solution  contained  more 
than  003  per  cent,  of  hydrogen  chloride  ;  solution  was  most  lapid  at 
38 — 40 a,  and  no  difference  was  noted  whether  the  time  was  15  or 
30  minutes. 

With  hay,  containing  1'038  percent,  of  soluble  albuminoid  nitrogen, 
if  the  solution  contained  0  05 — 0'2  per  cent,  of  hydrogen  chloride, 
then  100  c.c.  of  this  solution  had  no  more  solvent  action  than  50  c.c. ; 
the  most  advantageous  temperature  was  40°,  and  30  min.  or  60  min. 
heating  produced  like  results. 

Experiments  were  made  as  to  the  preservation  of  milk  with  thymol, 
chloroform,  and  salicylic  acid  ;  thymol  was  found  to  be  preferable. 

E.  W.  P. 

Oxidation  in  the  Blood.  By  E.  Hoppe-Seyrep  ( Zeit .  physiol. 
Chem .,  14,  372 — 376). — S.  Handler  (Abstr.,  1889,  1225)  and  Yeo  (,7. 
Physiol.,  6,  93)  both  state  that  in  solutions  of  oxyhnemoglobin  in  sealed 
tubes,  reduction  (“self-reduction  ")  does  not  occur  without  the  presence 
of  septic  agencies,  and  in  making  this  statement  suppose  that  they  are 
at  variance  with  Iloppe-Seylcr  (Zeit.  physiol.  Chem..,  1,  125),  who  now 
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writes  to  say  that  his  words  have  been  misunderstood,  that  he  also 
considers  that  the  reduction  is  due  to  septic  agencies,  that  he  always 
considered  this  to  be  the  case,  and  that  to  his  knowledge,  he  has 
never  employed  the  expression  “self-reduction.”  Reducing  substances 
do  not  exist  in  the  circulating  blood  (Med.  Chem.  Untersuch.,  1,  123)  ; 
th is  statement  was  first  made  25  years  ago,  at  a  time  when  nearly  all 
physiologists  believed  that  a  good  deal  of  oxidative  (metabolic)  change 
occurred  in  the  blood  itself,  and  was  the  first  important  step  made  in 
the  recognition  of  the  true  function  of  the  blood  as  a  carrier  of  in¬ 
different  oxygen.  W.  D.  H. 

Myohaematin.  By  C.  A.  MacMuxn  (Zeit.  physiol.  Chem.,  14, 
328 — 329). — A  reply  to  Hoppe-Seyler's  criticisms  (Abstr.,  1889,  1231), 
in  which  the  author  maintains  his  original  view  that  myohasmatin  is 
a  distinct  and  special  pigment  of  muscle.  In  a  foot-note,  Hoppe- 
Seyler  states  that  his  opinion  that  the  only  pigment  of  muscle  is 
haemoglobin  is  also  unchanged.  W.  D.  H. 

Fat  of  Bone-Marrow.  By  P.  Mohr  (Zeit.  physiol.  Chem.,  14, 
390 — 39-1). — C.  llylert  (Wittstein  s  Vierteljalirschrift  f.  pract.  Tharm., 
9,  330)  described  in  ox  bone-marrow  a  new  fatty  acid  of  the  formula 
Co,PL2Oi,  melting  at  72’6°,  which  he  called  medullic  acid  ;  the  fatty 
acids  present  being  palmitic  acid,  46  ;  medullic  acid,  10 ;  and  olci’c 
acid,  44  per  cent.  As  nothing  further  has  been  discovered  as  to  the 
properties  or  salts  of  this  acid,  it  was  thought  necessary  to  re-in  vesti gate 
the  matter.  The  fatty  acids  were  separated  in  the  usual  way,  and  the 
hypothetical  acid  was  found  on  elementary  analysis,  and  by  examining 
its  other  properties,  melting  point,  compounds,  &c.,  to  be  nothing 
but  stearic  acid  ;  the  acids  in  the  marrow-fat  being  present  in 
the  following'  proportions:  palmitic  acid,  22;  stearic  acid,  10;  and 
oleic  acid,  63  per  cent.  Volatile  fatty  acids  were  absent  in  the  fresh 
marrow.  W.  D.  H. 

Amount  of  Nitrogen  in  Cow’s  Milk.  By  L.  F.  Vilsox  (JBied. 
Centr.,  19,  lOl — 102). — A  large  number  of  nitrogen  determinations 
were  made  in  the  milk  of  a  cow  fed  with  herring-cake.  The  maximum 
percentage  of  nitrogen  was,  in  1887,  0'492,  the  minimum,  0‘465 ;  in 
1889,  the  maximum  was  0'533,  and  the  minimum  0\509.  In  the  milk 
of  another  cow,  the  maximum  was  0‘504,  and  the  minimum  01 48 3  per 
cent,  of  nitrogen.  The  amount  of  nitrogen  in  the  milk  of  a  cow 
remains,  therefore,  almost  the  same  when  the  feeding  is  the  same. 

N.  H.  M. 

Changes  in  Milk  by  Udder  Tuberculosis.  By  V.  Storch 
(Bled.  Gevtr.,  19,  105 — 109). — The  author  previously  showed  that  the 
milk  from  glands  attacked  by  tuberculosis  becomes  thinner  and 
thinner  until  it  loses  entirely  the  appearance  of  milk  ;  the  change  is 
accompanied  by  a  continuous  diminution  in  the  amount  of  fat  and 
sugar,  and  the  milk  gradually  becomes  alkaline.  The  relation  of  the 
mineral  constituents  also  changes,  the  calcium  phosphate  diminishing 
and  the  soda  increasing  in  quantity;  the  minerals  of  the  milk  from 
the  healthy  glands  remain  normal.  In  the  advanced  stages  of  the 
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disease,  the  milk  acquires  the  appearance  of  bloocl-serum,  which  it 
also  resembles  in  chemical  composition. 

The  following  results  show  the  percentage  composition  (I)  of  the 
milk  of  the  diseased  glands,  (II)  of  the  milk  of  the  healthy  glands  of 
the  same  cow,  (111)  of  normal  milk,  and  (IV)  of  cow’s  blood- 
serum  : — 


Total 

-Milk- 

Water. 

Fat. 

Albuminoids.  Albumin. 

sugar. 

Ash. 

1. 

93  04 

0  12 

5-22 

1-20 

— 

102 

11. 

74-30 

11-79 

11-59 

239 

0-40 

101 

III. 

88-24 

3T8 

3  02 

0-43 

4-78 

078 

IV. 

90-77 

0-08 

8-25 

3-89 

— 

0-76 

The  percentage 

composition  of  th 

e  ash  was  : — • 

Ca. 

K.>0. 

AVO. 

MgO  +  Fc203. 

VA- 

Cl. 

1. 

7-52 

5-08 

42-37 

0-79  * 

8"  70 

44-64 

11. 

19-24 

12-04 

21-79 

2-10 

22-22 

27-99 

TIL 

21-93 

25-31 

9-94 

2-87 

28-09 

1373 

IV. 

1-59 

3-20 

54"85 

0-70 

3-35 

40-87 

The  last  numbers  (ash  IV)  are  those  obtained  by  Bunze  with  bullock's 
blood-serum. 

The  milk  from  the  healthy  glands  behaved  like  normal  milk  when 
heated,  whilst  that  from  the  diseased  glands  formed  a  compact, 
gelatinous  mass  when  heated  at  100°;  and  very  dilute  acetic  acid  gave 
a  precipitate  which  dissolved  in  a  slight  excess  of  acid. 

It  is  probable  that,  during  the  disease,  the  tissues  of  the  glands  are 
gradually  destroyed,  and  that,  as  the  secretion  of  milk  diminishes,  it 
becomes  replaced  by  bloocl-serum.  The  analytical  results  indicate 
that  the  casein  and  most  of  the  fat  of  milk  are  derived  from  the 
globulin  of  the  blood,  and  that  the  milk-albumin  and  the  milk-sugar 
have  also  a  common  origin,  to  be  looked  for  in  the  serum-albumin  of 
the  blood.  X.  IT.  U. 

Secretion  of  Calcium  Carbonate  by  Animals.  Bv  R.  Irvine 
and  S.  T.  W godhead  ( Proc .  Hoy.  Soc.  Edin.,  16,  324 — 354;  compare 
Abstr.,  1889,  429). — Various  calcium  salts  were  given  to  hens,  and  it 
was  found  that  the  shells  of  the  eggs  laid  were  invariably  normal, 
containing  mere  traces  of  phosphate  and  sulphate.  With  the  ex¬ 
ception  of  carbonate,  the  most  favourable  results  were  obtained  with 
calcium  phosphate;  it,  therefore,  appears  that  all  calcium  salts  are 
converted  into  phosphate,  and  in  the  secreting  surfaces  of  the  oviduct 
are  converted  by  nascent  or  combined  carbonic  anhydride  into  car¬ 
bonate.  Compounds  of  strontium  and  magnesium,  although  analo¬ 
gous  to  those  of  calcium,  were  incapable  of  being  formed  into  shells, 
and  the  eggs  were  onl}r  covered  by  strong  membrane. 

The  remaining  and  principal  portion  of  this  paper  is  physiological, 
the  experiments  being  conducted  on  crabs  in  sea  water.  As  regards 
the  parts  of  chemical  interest,  the  summary  shows  that  sutheient 
calcium  carbonate  for  the  formation  of  two  shells  can  be  stored  up  in 
the  crop  and  gizzard ;  in  the  alimentary  canal,  calcium  sulphide  and 
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then  calcium  phosphate  or  chloride  or  lime  soaps  may  be  formed.  The 
lime  is  carried  as  a  soluble  calcium  sodium  phosphate,  as  calcium 
chloride,  or  as  a  soap  to  the  oviduct;  it  is  there  secreted  along’  with 
urea,  ammonium  carbonate,  carbonic  anhydride,  which  latter  combin¬ 
ing  with  the  lime  in  presence  of  urea,  we  have  calcium  carbonate 
deposited  in  the  membranes,  and  the  shell  is  formed  of  insoluble 
carbonate.  In  certain  eggs  the  carbonate  of  soda  is  partially  re¬ 
placed  by  phosphate,  and  it  is  probable  that  a  similar  process  occurs 
in  mariue  animals  which  have  the  sulphate  presented  to  them  in 
presence  of  sodium  chloride.  Crabs,  even  in  presence  of  sodium 
chloride,  do  not  assimilate  calcium  sulphate,  and  those  which  throw 
off  their  shells  in  artificial  sea  water,  containing  no  calcium  chloride, 
do  not  form  a  new  exo-skeleton  of  carbonate :  as  soon,  however,  as 
the  chloride  is  added,  although  the  sulphate  be  withheld,  the  shell 
formation  may  go  on.  Phosphates  of  the  alkalis  and  alkaline  earths 
occur  in  blood  and  lymph,  and  they  act  as  carriers  of  lime,  &c.,  to 
every  point  of  the  body  where  carbonic  anhydride  may  be  given  off  ; 
thus  carbonate  is  formed,  and  the  phosphoric  acid  re-enters  the 
circulation. 

When  alkaline  phosphates  associated  with  lime  and  albumin  pre¬ 
ponderate  in  the  blood,  the  lime  so  separated  is  in  the  form  of  phos¬ 
phate,  as  in  bone  formation  ;  when  these  are  partially  replaced  by  an 
excess  of  alkaline  carbonates  as  in  marine  animals,  the  lime  is  secreted 
as  carbonate. 

The  corals  have  a  secreting  layer  of  cells  which  produce  chitin, 
chitin  infiltrated  with  calcium  carbonate,  and  almost  pure  carbonate, 
with  a  small  quantity  of  organic  cementing  material. 

The  carbonate  may  be  formed  by  the  ammonium  carbonate  produced 
by  the  decomposition  of  the  effete  products  of  animals,  as  urea,  &e., 
decomposing  calcium  sulphate  with  the  formation  of  carbonate. 

JE.  W.  P. 

Ethyl  Carbamate  in  the  Alcoholic  Extract  of  Normal  Urine. 

By  M.  Jaffe  and  It.  Cohn  ( Zeit .  physiol.  Ghem.,  14,  395 — 401). — In 
analyses  in  which  large  quantities  of  urine  were  employed,  an  organic 
substance  was  found,  which  was  easily  soluble  in  water,  alcohol,  and 
ether,  but  which  was  different  from  any  hitherto  known  constituent  of 
urine.  The  present  research  was  undertaken  to  determine  its  nature. 
After  repeatedly  treating  the  alcoholic  extract  of  many  litres  of  urine 
with  various  reagents,  this  substance  was  obtained  in  a  crystalline 
form,  and  its  reactions,  and  the  results  of  elementary  analysis,  showed 
that  it  was  identical  with  ethyl  carbamate  (urethane),  C3H7N03. 
It  was  found  to  be  constantly  present  in  the  urine  of  men,  dogs,  and 
rabbits,  but  in  especially  large  quantities  in  dogs’  urine,  as  much  as 
5  grams  being  on  one  occasion  obtained  from  7  to  8  litres. 

The  question  then  arises,  whether  this  substance  is  present  in  the 
fresh  urine,  or  is  formed  by  the  action  of  the  alcohol  on  certain  other 
constituents  of  that  secretion.  On  a  priori  grounds,  one  wonld  be 
inclined  to  suppose  that  it  is  absent  from  the  normal  secretion — 
first,  because  it  is  volatile  and  so  would  have  passed  off  in  the  con¬ 
centration  to  which  the  urine  was  subjected  before  it  was  treated 
with  alcohol,  and  secondly,  because  large  quantities  of  a  powerful 
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narcotic  could  hardly  be  circulating  in  the  healthy  organism.  This 
supposition  was  fully  confirmed  ;  if  the  extraction  with  alcohol  were 
omitted,  no  ethyl  carbamate  was  obtainable  from  the  urine,  although 
the  same  urine,  after  treatment  with  alcohol,  yielded  a  large  amount. 
Fresh  diabetic  nrine  and  the  fresh  urine  of  a  dog  who  had  received 
large  doses  of  alcohol  by  the  mouth  also  yielded  no  ethyl  carbamate. 

What  constituent  of  the  nrine  is  it,  then,  which  gives  rise  to  ethyl 
carbamate  by  the  action  of  alcohol  ?  It  appears  to  be  urea,  which  is 
acted  on  in  this  way — COXoll,  +  EtOH  =  NH/COO  Ft  -f  N1I3. 
By  treating  urea  with  hot  alcohol,  ethyl  carbamate  was  obtained, 
together  with  a  small  quantity  of  another  nitrogenous,  crystalline 
substance,  which  was  probably  a  similar  compound  of  allophanie 
acid.  The  fact  that  urea  is  the  source  of  the  ethyl  carbamate 
accounts  for  the  quantity  of  the  latter  substance  obtainable  from 
dogs’  uriuc,  which  is  very  rich  in  urea,  being  greater  than  that  ob¬ 
tainable  from  human  or  rabbits’  urine.  W.  D.  II. 
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Chromogenic  Functions  of  Bacillus  pyocyanicus.  By  C. 

Gkssari)  ( Com  jit .  rend.,  110,  41S — 420). — In  ordinary  cultivation 
fluids  from  beef  or  veal,  Bacillus  pyocyanicus  yields  a  mixture  of 
pyocyanin,  which  can  be  separated  by  agitation  with  chloroform,  and 
another  colouring  matter  which  remains  in  the  aqueous  solution  and 
imparts  to  it  a  green  fluorescence.  In  egg  albumin,  the  microbe 
develops  no  pyocyanin,  but  the  green  fluorescent  substance  is  formed, 
and  gradually  changes,  acquiring  the  brown  colour  of  faded  leaves. 
Even  after  repeated  cultivations  in  albumin,  however,  the  bacillus 
retains  its  power  of  producing  pyocyanin  in  suitable  media.  Albumin 
which  has  been  completely  peptonised  yields  pure  pyocyanin  without 
any  trace  of  the  green  fluorescence.  The  existence  of  both  albumins 
and  peptones  in  the  ordinary  cultivation  fluids  explains  the  production 
of  both  colouring  matters.  The  fluorescence  disappears  on  addition 
of  acids,  but  returns  on  adding  excess  of  alkali. 

B.  Jluorescens  liquefaciens  and  B .  jluorescens  putridus  likewise  pro¬ 
duce  a  pigment  in  cultivation  fluids  fi*om  beef,  or  in  albumin,  but 
develop  no  colouring  matter  in  solutions  of  peptones.  Many  other 
species  seem  to  behave  similarly. 

Gelatin  yields  pyocyanin,  like  the  peptones,  but  a  greenish-yellow 
or  greenish  colouring  matter  is  left  in  the  liquid  after  agitation  with 
chloroform,  and  gradually  becomes  red  and  then  red-brown  by  oxida¬ 
tion.  The  new  pigment  can  be  obtained  in  a  state  of  purity'  by 
adding  1  per  cent,  of  glucose  to  the  gelatin  solution. 

From  these  results  it  follows  that  one  and  the  same  microbe  may' 
develop  different  colouring  matters  in  different  media,  whilst  different 
species  may  develop  the  same  colouring  matter  in  the  same  medium. 

C.  H.  13. 
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Germination  of  Jerusalem  Artichoke.  By  J.  R.  Green  (Ann. 
Agron.,  15,  569). — During  germination  the  tubers  develop  a  ferment 
capable  of  transforming  inulin  into  sugar.  The  ferment  can  be  ex¬ 
tracted  from  the  tubers  b}"  glycerol  ;  it  is  present  in  very  small 
quantity,  and  only  during  germination.  It  can  be  artificially  formed 
in  the  tubers  not  germinating,  by  heating  them  for  24  hours  at  35°. 
Boiling  destroys  the  activity  of  the  ferment;  thymol  has  no  influence, 
so  that  bacteria  are  out  of  the  question.  It  acts  on  inulin  in  neutral 
or  very  feebly  acid  solutions;  alkalis  and  strong  acids  destroy  it; 
it  is  not  identical  with  dextrose;  saliva  is  without  action  on  inulin. 
The  sugar  formed  does  not  crystallise,  and  reduces  less  readily  than 
levulose  or  dextrose  ;  there  is  produced  at  the  same  time  an  inter¬ 
mediate  substance  which  is  more  soluble  in  cold  water  than  inulin, 
dialyses  more  easily,  and  crystallises  in  pentagonal,  rhomboidal,  or' 
elongated  plates,  or  in  needles  arranged  in  tufts.  Whilst  inulin  is 
insoluble  in  65  per  cent,  alcohol,  the  new  substance  dissolves  in 
alcohol  of  under  82  per  ceut.  strength. 

A  good  colour  reaction  for  inulin  is  obtained  on  placing  a  micro¬ 
scopic  preparation  in  an  alcoholic  solution  of  orcinol  and  then  treating 
it  with  concentrated  hydrochloric  acid,  when  the  inulin  takes  a  bright 
orange-red  colour.  The  sphero-crystals  of  inulin  disappear  during 
this  process,  but  the  place  they  occupied  becomes  red  or  orange. 
Inulin  of  commerce  gives  the  same  reaction,  even  in  solution.  When 
phloroglucinol  is  substituted  for  orcinol,  the  colour  is  brown. 

J.  M.  H.  M. 

Occurrence  of  Boric  Acid  in  Plants.  By  E.  Bechf  (Bull.  Sac. 
Chim.  [6],  3,  122). — The  ash  of  beech  growing  in  the  borax  districts 
of  Tuscany  contains  1/30, OOOtli  of  boric  acid.  T.  G.  N. 

Intercellular  Matter.  By  L.  Manotn  ( Compt .  rend.,  110, 
295 — 297). — The  author  uses  the  term  intercellular  matter  to  denote 
the  middle  layer  which  connects  the  cells  of  soft  tissues  with  one 
another.  Its  composition  has  hitherto  not  been  accurately  known. 

The  author’s  experiments  show  that  in  the  Phanerogams  and 
Cryptogams,  with  the  exception  of  fungi  and  many  algae,  the  soft 
tissues  consist  of  cellules  connected  by  a  cement  of  insoluble  pectates. 
If  the  tissues  are  macerated  with  alcohol  containing  20  to  25  percent, 
of  hydrochloric  acid,  and  then  in  a  solution  of  a  normal  potassium  or 
sodium  salt  with  an  alkaline  reaetiou,  or  in  very  dilute  ammonia,  or 
a  solution  of  an  organic  ammonium  salt,  the  pectic  acid  dissolves  and 
can  be  separated  from  the  insoluble  tissues  and  precipitated  from 
solution  by  the  ordinary  methods.  The  microscopic  appearance  of 
the  tissues  after  various  treatments  is  described  in  detail. 

C.  H.  B. 

Root  Excretions  and  their  Influence  on  Organic  Matter. 

By  H.  Mousch  (Ann.  Agron.,  15,  566 — 567  ;  from  Sitzungsber.  AkaJ. 
IFm.  Wien,  46,  84 — 109;  compare  Abstr.,  1889,  68). — On  suspend¬ 
ing  in  water  the  roots  of  young  seedlings  of  beans,  peas,  maize,  Ac., 
and  adding  potassium  permanganate  to  the  water,  the  colour  is  soon 
discharged  ;  alcoholic  tincture  of  guaiacum  is  turned  blue;  pyrogallol, 
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tmniiii .  gallic  arid,  and  humic  substances  also  arc  oxidised  ;  solutions 
of  cane-sugar  (1  in  1000)  are  inverted.  In  many  cases  the  root 
secretion  exudes  in  droplets;  the  viscous  matter  covering  the  young' 
roots  is  really  a  gum  and  serves  to  ensure  intimate  contact  between 
the  root-hairs  and  particles  of  soil.  J.  M.  H.  M. 

Composition  of  Fats  of  Fodder.  Tty  A.  Stkllwaag  (Lamhc. 
Versnchs-Stat.,  1890.  130 — 154). — The  greater  portion  of  this  paper 
is  occupied  by  extensive  tables,  showing  the  composition  and  charac¬ 
teristics  of  the  fats  of  over  20  fodders,  as  regards  the  percentage  of 
neutral  fats,  fatty  acids  (free  and  total),  lecithin,  stearic  acid  derived 
from  lecithin,  phosphorus,  and  unsaponifiable  constituents.  The  melt¬ 
ing  points,  saponification  numbers,  and  molecular  weights  of  the 
acids  for  each  fat  are  also  tabulated.  E.  W.  P. 

Chemical  Composition  and  the  Digestibility  of  the  Proteids 
of  Various  Grasses.  By  A.  Emmeruxg  and  G.  Loges  ( Hied .  Centr., 
19,  114 — 117  ).— 20  different  grasses  were  grown  on  the  same  ground, 
and  each  separately  analysed.  The  soil  was  a  loamy  sand,  containing 
(air-dry): — water,  1"25;  humus,  327 ;  nitrogen,  0T21 ;  sulphuric 
acid,  0‘018;  phosphoric  acid.  O’ 173;  lime,  0'085  ;  potash,  0‘027  ;  and 
magnesia,  0  00S  per  cent.  The  grasses  were  divided  into  two  groups, 
I.  very  good,  and  II,  good  or  of  medium  food-value.  Group  I  in¬ 
cluded  Foa  prater) sis,  P.  nemoralis,  Agrostis  stolonifera ,  Festucn  elatior 
F.  pratensis.  Phlenm  pratense,  Arena  fluvescens ,  A.  elatior ,  Folium 
perenne,  Alopecvrus  pratensis ,  Padylis  glomcrata.  The  grasses  of 
Grou  p  II  were  Holcas  la.na.tus ,  Anoxanthum  odoratvm,  Foa  compressa, 
Festuca  ovina,  Aira  ccespitosa,  Pronins  arvensis,  P.  mollis,  and  Cgnosurus 
cristatns. 

The  average  percentage  composition  of  the  grasses  of  the  two 
gronps  was  as  follows  (calculated  on  a  percentage  of  water  = 
14-30):— 

Digestibility 

Crude  Pure  Digestible  Carbo-  Crude  coefficient 

protein,  protein,  protein.  Fat.  hydrates.  fibre.  Ash.  of  protein. 

I.  r 77  d'38  4*70  l‘4o  36‘77  32'b6  7'05  60'06 

II.  7-S7  5-79  4-64  P29  37  2S  30'09  91G  5S-S4 

The  results  show  that  whilst  according  to  a  botanical  analysis 
the  grasses  of  Group  I  would  be  considered  preferable  to  those  of 
Group  II,  there  is  but  little  difference  in  the  amount  of  food  con¬ 
stituents  and  in  digestibility.  On  the  other  hand,  it  is  probable  that 
a  comparison  of  the  grasses,  if  grown  on  different  soils,  would  show 
considerable  differences  in  chemical  composition,  so  that  bays  of  the 
same  botanical  composition  might  have  different  values  as  food,  which 
can  only  be  determined  by  chemical  analysis.  Chemical  analysis  is 
thus  the  simplest  and  most  trustworthy  method  for  determining  the 
value  of  hay,  but  a  botanical  analysis  is  useful  in  separating  the 
worthless  or  injurious  grasses.  X.  H,  M. 

Lupulin.  By  E.  Stockbrtdge  (Pied.  Centr.,  19,  140 — 141 ;  from 
Agr.  Science.  3,  29 — 35). — Hops  grown  in  Japan  from  European 
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seeds  are  unsuitable  for  brewing.  The  amount  of  lupulin  was  only 
913  and  5‘84  per  cent,  in  different  years,  whilst  European  hops 
contain  over  12  per  cent.  Lupulin  consists  of  volatile  oil,  liop- 
bitter.  and  hop  resin.  The  amount  of  lupulin  formed  depends 
largely  on  the  amount  of  sunshine  during  the  ripening  of  the  hops. 
In  order  to  neutralise  the  injurious  effects  of  rain,  a  manuring  of 
potassium  sulphate  was  applied ;  this  raised  the  percentage  of 
lupulin  1  per  cent.,  but  the  amount  produced  Avas  still  only  7T9  per 
cent. 

In  analysing  hops,  it  is  not  generally  taken  into  account  that  only 
those  portions  arc  of  any  value  for  breAving  which  are  soluble  in 
Avater  or  alcohol,  and  that  in  good  hops  there  is  only  a  slight  varia¬ 
tion  in  the  relation  of  substance  soluble  in  alcohol  to  the  substance 
afterAvards  dissolved  by  water.  The  results  of  16  analyses  showed 
this  relation  to  be  as  1  :  0'615  to  1  :  0'453 ;  mean,  1  :  0536.  To  find 
the  amount  of  lupulin  in  a  sample  of  hops  it  is  only  necessary  to  de¬ 
termine  this  relation  and  multiply  it  by  H'34/0‘536.  The  number 
11'34  is  the  average  percentage  of  lupulin  in  good  European  hops. 

N.  H.  M. 

Constituents  of  Seopolia  atropo'ides.  By  C.  Siebert  (Arch. 
Tharm.  [3],  28,  139 — 145).— The  plant,  a  native  of  Germany, 
yielded  a  hyoscyamine  aurochloride,  a  very  small  amount  of  atropine 
aurochloride,  and  still  less  of  a  mixture  probably  of  hyoscine  and 
hyoscyamine  aurochlorides.  A  little  scopoletin  Avas  also  extracted, 
but  not  sufficient  for  analysis.  The  same  remark  applies  to  betain. 
Some  choline  Avas  obtained,  and  its  double  chloride  Avas  analysed,  but 
Avliether  this  substance  occurs  in  the  plant,  or  is  produced  by  the  de¬ 
composition  of  the  lecithin  contained  therein,  is  doubtful.  J.  T. 

Constituents  of  Anisodus  luridus.  By  C.  Siebert  {Arch. 
Tharm.  [3],  28,  145 — 146). — This  plant,  belonging  to  the  Solanaccse, 
is  found  in  the  Himalayas.  The  plant  in  floAver  yielded  a  not  incon¬ 
siderable  amount  of  hyoscyamine  aurochloride,  whilst  the  plant  taken 
after  the  ripening  of  its  seeds  yielded  only  a  minute  quantity  of  atro¬ 
pine  aurochloride  and  no  hyoscyamine  aurochloride.  The  fresh  flower¬ 
ing  plant  gave  neither  atropine  nor  hyoscyamine.  J.  T. 

Chemical  Composition  of  Molinia  ccerulea  (Moneh.)  from 
Konigsberg,  near  Raibl.  By  G.  Hattexsaur  ( Monatsh .,  11, 19 — 21). — 
On  the  heights  near  Konigsberg,  Molinea  ccerulea  groivs  on  a  soil  con¬ 
taining  large  quantities  of  zinc  glance  and  of  galena,  and  the  eating 
of  it  has  been  knOAvn  to  cause  death  to  animals. 

The  air-dried  grass  contained  16’765  per  cent,  of  Avater,  and  yielded 
2'245  percent,  of  ash  having  the  folloAviug  composition: — 

Si02.  PbO.  CuO.  Fe203.  MnO.  ZnO. 

Calculated  on  the  ash, 

percent .  28656  2-041  02GG  L419  0222  0265 

Calculated  on  the  air- 

dried  plant,  p.  c.  . . 


0-646  0-046  0-006  0-032  0005  0‘006 
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Calculated  on  the  ash, 

CnO. 

MgO.  TC»0,  Nn;0.  S03. 

l\>Os. 

CO.. 

per  cent . 

Ca'cnlnted  on  the  air- 

1*418 

1*322  57*871  2*528 

3*194 

0*798 

dried  plant,  p.  c.  . . 

0*032 

0*298  1*027  0*057 

0*072 

001S 

On  proximate  analysis,  the  grass  yielded  the  following  per¬ 
centages : — Crude  fibre,  36*307 ;  crude  protein  (N  X  6*25),  6*175; 
crude  fat,  2  070;  ash,  2*245;  noil-nitrogenous  extractive  matter, 
53*143.  Substances  soluble  in  water  : — Inorganic  salts,  1*768  :  organic 
constituents,  11*911.  G.  T.  M. 


Chemical  Composition  of  Cultivated  Strawberries.  By 

W.  E.  Stone  (liied.  Centr .,  19,  117 — 119;  from  Ayr.  Science,  1S89, 
257 — 2G1). — The  quite  ripe  fruit  was  dried  in  the  sun  to  prevent  loss 
of  sap  before  being  analysed ;  but  the  sugar  and  free  acids  were  de¬ 
termined  in  the  fresh  substance.  The  following  numbers  form  the 
means  from  analyses  of  20  varieties  cultivated  in  America: — 

Glucose  after  Sugar 

Dry  substance.  Free  acid.  Glucose.  inversion,  (difference). 

9'48  137  4'7S  5*46  0*58  per  cent. 


The  dry  substance  contained,  per  cent. : — 


Ash. 

6*53 


Extracted 

Crude  fibre.  by  ether.  Albumin. 

10*35  6*75  10*51 


Eon-nitrogenous 

extract. 


GO*  79 


The  predominant  acid  is  malonic  acid  ;  tartaric  acid  could  not  be 
detected,  and  citric  acid  can  only  be  present  in  small  quantities  if  at 

all. 

European  strawberries  contain — water,  S7*66 ;  glucose,  6*2S;  and 
free  acid,  0*93  per  cent. ;  the  dry  substance  containing — protein,  4*03  ; 
cellulose,  1S*79  ;  and  ash,  G'56  per  cent.  They  contain,  therefore, 
more  sugar  and  cellulose  and  less  acid  and  protein  than  American 
strawberries.  The  relation  of  acid  to  sugar  is,  in  wild  strawberries, 
as  1  :  2,  in  American  varieties  as  1  :  3*5,  and  in  European  as  1  :  9. 

N.  H.  M. 

Chemistry  of  Truffles.  By  A.  Chatin  ( Compt .  rend.,  110, 
376 — 382). — The  author  bas  analysed  truffles  grown  in  the  soils  of 
various  localities.  The  proportions  of  dry  solid  matter  varied  from 
20*84  to  24*26  per  cent. ;  the  proportion  of  ash  in  the  solid 
matter  varied  from  5*62  to  9*S8  per  cent.,  and  the  proportion  of 
nitrogen  from  3*9S  to  7*16  per  cent.  The  chief  constituents  of  the 
ash  are  silica,  from  10*0  to  35*25  per  cent.,  phosphoric  anhydride, 
1S*45  to  30*25  per  cent.,  and  potassium  oxide,  17*40  to  28*34  per  cent. 
Sulphuric  acid  and  calcium  are  also  present  in  important  quantity, 
and  chlorine,  iodine,  magnesium,  sodium,  iron,  aluminium,  and  man¬ 
ganese  occur  in  small  quantities.  C.  H.  B. 
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Cultivation  of  tlie  Leguminos36.  Bv  E.  Bke.u,  (Ann.  Agron., 
15,  529 — 551  ;  compare  Abstr.,  18S8,  1330,  and  1890,  79). —  A. 
detailed  account  of  the  author’s  recent  experiments  on  the  assimila¬ 
tion  of  nitrogen  by  leguminous  plants  and  the  relation  of  the  root 
tubercles  to  this  phenomenon.  The  roots  can  be  inoculated  with 
bacteria  from  other  plants  of  the  same  family,  and  the  plants  thus 
inoculated  will  assimilate  nitrogen  from  the  air.  The  spores  of 
these  bacteria  in  water  survive  exposure  to  the  frost  of  winter 
without  losing  their  power  of  growth  when  inoculated  on  to  roots  the 
following  spring.  Peas  inoculated  with  the  bacteria  of  lucerne  and 
cultivated  in  waiter  containing  only  potassium  chloride  and  calcium 
phosphate  produced  plants  containing  17  times  as  much  nitrogen  as 
the  seeds  sown.  A  pea  grown  in  water  in  a  glass  tube  of  small 
diameter  produced  a  remarkable  development  of  tubercles,  especially 
near  the  jnnetion  of  stem  and  root ;  the  alternation  of  wetness  and 
dryness  in  this  situation  seemed  to  favour  the  development  of  the 
tubercles.  When  peas,  the  roots  of  which  were  inoculated  with  the 
bacteria,  were  grown  in  three  different. sized  pots  containing  increas- 
inc  weights  of  river  gravel,  it  was  found  that  the  quantity  of 
nitrogen  fixed  by  the  plant  increased  with  the  quantity  of  gravel  in 
which  it  was  grown.  The  gravel  itself  was  not  enriched  in  nitrogen 
■when  the  quantity  taken  was  small ;  probably  the  excessive  aeration 
of  the  soil  in  this  case  is  unfavourable  to  the  fixation  of  nitrogen. 
Two  Spanish  beans  inoculated  with  the  bacteria  of  eytisus  accumu¬ 
lated  16  times  the  nitrogen  of  the  seed  ;  the  10  kilos,  of  gravel  in 
which  they  were  grown  contained  at  the  beginning  no  nitrogen,  and 
in  the  end  0  0581  per  1000.  A  plant  of  lucerne,  grown  from  a  piece 
of  root  furnished  with  tubercles,  contained,  on  June  10,  43  times  the 
nitrogen  in  the  root  sown  ;  the  gravel  had  increased  by  its  original 
nitrogen.  A  second  plant  of  lucerne,  planted  in  October  in  4  kilos,  of 
"•ravel,  gave  the  following  year  three  cuttings  containing  80  times 
the  nitrogen  in  the  piece  sown  ;  the  nitrogen  in  the  soil  had  more 
than  doubled.  J-  M.  H.  M. 
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The  Gasvolumeter.  By  G.  Lunge  ( Ber .,  23,  440 — 449). — Many 
methods  have  already  been  devised  for  avoiding  all  reduction-calcu¬ 
lations  in  gas  analyses  where  the  volume  of  the  gases  to  be  measured 
has  to  be  compared  with  other  gas  volumes,  but  up  to  the  present 
time  no  plan  has  been  proposed  for  effecting  the  same  thing  where 
the  mas  is  obtained  from  solid  or  liquid  substances.  The  author  has 
now  succeeded  in  devising  an  apparatus  in  which  the  difficulties  of 
the  latter  case  appear  to  have  been  successfully  overcome. 

The  principle  on  which  the  method  rests  is  as  follows: — The 
measuring  tube  for  the  gas  is  connected  by  means  of  a  T-joint  and 
very  thick-walled  indiarubber  tubing  with  a  movable  “  pressure- 


ANALYTICAL  CII KM ISTKY. 


G(!l 


tube,”  and  also  with  a  third  tube  termed  the  “  reduction- tube,”  in 
which  is  placed  such  a  volume  of  air  that,  when  it  is  compressed  to 
the  division  100,  it  corresponds  with  100  (or  50)  e.c.  of  dry  air  at  0°  and 
700  mm.  pressure.  The  liquid  employed  in  the  apparatus  must  in  all 
eases  be  mercury.  When  the  gas  has  been  collected  in  the  measuring 
tube,  the  other  tubes  are  so  placed  that  the  mercury  in  the  reduction- 
tube  stands  at  100,  and  also  that  the  top  of  the  mercury  in  the  measur¬ 
ing-tube  is  level  with  that  in  the  reduction-tube.  The  gases  in 
both  tubes  are  then  under  the  same  conditions,  that  is,  the  volume  in 
each  corresponds  with  that  of  the  dry  gas  at  0°  and  760  mm. 

As  an  example  of  the  detailed  application  and  the  method,  the 
apparatus  for  the  estimation  of  nitrogen  in  organic  substances  may  be 
described.  In  the  accompanying  figure  A,  Jl,  and  G  represent  the 


measuring,  reduction,  and  pressure  tubes  respectively.  The  stop¬ 
cock  g  is  best  so  constructed  that  A  may  be  connected  with  the 
vessel  h,  or  cither  of  these  with  the  side  tube  shown;  the  tube  A 
should  further  be  of  exactly  50  e.c.  capacity  from  the  stop-eock  to 
just  below  the  side  tube /.  A  calculation  is  then  made,  once  for  all, 
VOL.  i, vill.  2  v 
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to  find  what  volume  100  c.c.  of  dry  air  at  0°  and  760  mm.  would 
occupy  under  the  conditions  of  temperature  and  pressure  existing  at 
the  time  of  the  calculation,  due  allowance  being  made  for  the  vapour- 
tension  of  the  potash  solution  used  in  the  analysis.  A  small  drop  of 
the  latter  is  passed  into  B ,  and  then  the  exact  quantity  of  air  found 
by  the  above  calculation  admitted  and  the  stop-cock  d  closed.*  A 
volume  of  air  is  thus  once  for  all  enclosed  which,  at  0°  and  760  mm., 
must,  in  the  dry  state,  occupy  100  c.c. 

Before  commencing  an  analysis,  the  tube  G  is  raised  in  order  to 
fill  A  with  mercury,  and  then  exactly  50  c.c.  of  potash  solution 
(sp.  gr.  136)  passed  in  ;  after  which  the  analysis  is  conducted  in  the 
usual  manner,  the  tube  G  being  lowered  to  avoid  any  excessive 
pressure.  When  the  gas  has  cooled,  the  tubes  B  and  G,  tvhich  are 
best  held  in  spring  clamps,  are  raised  or  lowered  until  the  mercury 
in  B  stands  at  the  100th  division.  In  this  special  case  the  mercury 
in  A  and  B  must  not  be  brought  to  the  same  level,  as  allowance  has 
to  be  made  for  the  column  of  potash  solution  ik.  If,  as  above 
suggested,  50  c.c.  of  solution  having  a  sp.  gr.  of  1’36  (x<jth  that 
of  mercury)  be  takeu,  it  is  only  necessary  to  fix  a  strip  of /paper,  Z,  on 
the  tube  B ,  in  such  a  position  that  the  distance  from  the  100th 
division  to  the  top  of  the  strip  is  equal  to  -j^th  of  the  length  of  the 
column  ik,  and  then  to  bring  the  mercury  in  A  level  with  the  top  of 
the  strip  Z.  (In  ordinary  working,  this  has  proved  quite  easy  of 
accomplishment,  and  does  not  require  any  previous  practice.)  The 
gases  in  A  aud  B  are  then  under  exactly  the  same  conditions,  and  the 
gas  to  be  measured  therefore  occupies  a  volume  equal  to  that  of  the 
dry  gas  at  normal  temperature  and  pressure. 

As  soon  as  the  reading  has  been  taken,  the  stop-cock  g  is  so  placed 
that  the  spent  potash  can  pass  off  through  the  side  tube,  and  a  fresh 
quantity  of  50  c.c.  added,  the  apparatus  being  then  ready  for  a 
further  determination.  In  place  of  the  usual  graduation  in  c.c.,  the 
unit  of  graduation  may  be  made  0‘798  c.c.,  which  corresponds  with 
O’OOl  gram  of  nitrogen ;  in  this  case,  the  weight  of  nitrogen  to 
O'OOOl  gram  may  be  directly  read  off. 

In  the  application  of  this  improvement  to  such  instruments  as  the 
nitrometer,  itc.,  where  the  gases  are  saturated  with  moisture,  the  gas 
enclosed  in  the  reduction-tube  must  likewise  be  saturated,  and  in  the 
few  cases  where  dry  gases  are  measured,  it  must  be  dried  over 
sulphuric  acid.  In  all  cases  where  the  gas  is  collected  directly  over 
mercury,  the  level  of  the  latter  in  the  tubes  A  and  B  must  be  the 
same,  no  such  correction  being  necessary  as  in  the  case  considered 
above. 

It  is,  of  course,  understood  that  the  gases  in  A  and  B  must  have 
the  same  temperature,  and  when  great  accuracy  is  required,  these 
may  be  surrounded  by  water,  but  in  the  majority  of  cases  this  is 
quite  unnecessary.  H.  G.  C. 

*  This  stop-cock  rnay  be  replaced  by  a  capillary  tube,  which  is  fused  up  when 
the  necessary  volume  of  air  has  been  admitted.  An  accurately-ground  and  well 
greased  stop-cock  has,  however,  been  found  to  hold  equally  well,  and  has  the 
advantage  that,  if  by  chance  gas  of  any  kind  should  pass  into  S,  the  error  may  be 
readily  corrected. 


ANALYTICAL  CHEMISTRY. 


063 


New  Extraction  Apparatus.  By  0.  Knoflee  (Zcit.  anal. 
Chem.,  28,  071 — 672). — This  apparatus,  whilst  similar  in  principle  to 
Soxhlet’s,  is  of  much  simpler  construction.  The  outer  tube,  A ,  is 
fitted  tightly  into  the  cork  of  the  flask.  The  inner  tube,  B,  lies  loose 
within  A,  the  two  being  kept  apart  by  the  projections  g,g.  The 
syphon  may  be  either  a  bent  tube  or  a  straight  tube  with  a  cap. 
The  substance  to  be  extracted  is  placed  on  a  filter-bed  of  cotton-wool 


in  the  vessel  B.  The  complete  envelopment  of  the  substance  under¬ 
going  extraction  by  the  vapour  of  the  solvent  maintains  the  liquid  in 
Wat  its  boiling  point,  and  the  absence  of  external  tubes  renders  the 
apparatus  less  liable  to  injury  than  that  of  Soxlilet.  M.  J.  S. 

Rapid  Detection  and  Estimation  of  Chlorine  in  Alkaline 
Thiocyanates.  By  C.  Mann  {Zcit.  anal.  Chem.,  28,  668—6611).— 
On  mixing  a  thiocyanate  with  excess  of  copper  sulphate  and  passing 
hydrogen  sulphide,  white  cuprous  thiocyanate  is  first  precipitated. 
If  the  gas  is  stopped  as  soon  as  the  precipitate  begins  to  become 
brownish,  and  a  further  quantity  of  copper  sulphate  is  added,  the 
filtrate  will  be  free  from  thiocyanate  but  will  contain  all  the  chlorine. 
For  5  grams  of  thiocyanate  there  should  be  used  20  grams  of  copper 
sulphate,  each  dissolved  in  100  e.c.  of  water,  with  a  subsequent  addi¬ 
tion  of  8  grams  of  copper  sulphate  in  40  e.c.  of  water.  M.  J.  S. 

Detection  of  Nitrogen  in  Organic  Compounds.  By  lx 
Donats  ( Monaish .,  11,  15 — 18). — The  author  finds  that  on  heating 
organic  compounds  with  excess  of  a  saturated  solution  of  potassium 
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hydroxide  and  powdered  potassium  permanganate,  they  are  invariably 
part^  converted  into  nitrons  or  nitric  acid,  which  can  be  recognised 
by  any  of  the  usual  tests.  The  reaction  is  exceedingly  easy  of  appli¬ 
cation  and  very  delicate  :  0‘03  to  0‘05  gram  of  the  nitrogen  compound 
being  sufficient  in  all  cases  at  present  tried.  A  method  for  quantita¬ 
tively  estimating  nitrogen  in  organic  compounds  may  probably  be 
based  on  this  method  of  detecting  nitrogen.  Gi.  T.  M. 

Phosphorus  Trichloride  and  Oxychloride.  By  G.  Deniges  (J. 
Pharm.  [5],  21,  ‘216 — 217). — These  two  liquids  are  very  similar  in 
many  of  their  properties,  and  a  ready  method  of  distinguishing 
between  them  is  sometimes  useful.  If  a  good  pinch  of  zinc  powder  is 
placed  in  a  test-tube  and  one  or  two  drops  of  the  oxychloride  are  added 
(the  zinc  must  be  in  excess),  there  is  frequently  an  instantaneous 
production  of  flame ;  in  all  cases,  on  the  addition  of  a  little  water, 
minute  flames  of  hydrogen  phosphide  appeal-.  With  the  trichloride, 
this  reaction  is  not  produced.  J.  T. 

Magnesia  in  Calcium,  Hydrogen,  and  Sodium  Phosphates. 

By  Schlagdeniiauffen  (J.  Pharm.  [5],  21,  99 — 102). — The  calcium 
salt,  whether  in  the  form  of  spangles  or  as  large,  transparent 
crystals,  is  known  to  contain  up  to  4  per  cent,  of  calcium  sulphate  as 
an  impurity.  Careful  search  also  reveals  the  presence  of  magnesia. 
The  solution  of  sodium  phosphate  as  usually  prepared  also  contains 
magnesia  in  the  form  of  a  soluble  phosphate.  Hence,  when  the 
sodium  salt  is  to  be  used  for  the  precipitation  of  magnesia,  it  is  neces¬ 
sary  to  prepare  a  mixture  of  the  phosphate  with  ammonium  chloride 
and  ammonia,  and  to  let  this  remain  24  hours  before  use,  to  afford 
time  for  the  ammonium  magnesium  phosphate  to  form  and  settle. 

J.  T. 

Electrolytic  Separations.  By  E.  P.  Smith  and  L.  K.  Frankf.i, 
( Avier .  Chcvi.  J.,  12,  104 — 112). — The  solutions  electrolysed  con¬ 
tained  usually  rather  less  than  0'2  gram  of  each  metal,  and  44  grams 
of  potassium  cyanide  in  200  c.c.  of  water ;  the  current  was  usually  of 
such  a  strength  as  to  give  0-4  c.c.  of  mixed  gases  per  minute  in  the 
water  voltameter,  and  was  allowed  to  pass  for  16  hours. 

Cadmium  from  Cobalt. — The  separation  is  quantitative,  the  cadmium 
being  completely  deposited,  and  quite  free  from  cobalt. 

Cadmium  from  Nickel. — No  good  results  were  obtained,  the  depo¬ 
sited  cadmium  always  containing  nickel. 

Mercury  from  Zinc. — The  mercury  is  completely  deposited,  and 
contains  no  zinc. 

Merctiry  from  Nickel. — The  mercury  is  completely  deposited,  and 
the  separation  is  quantitative. 

Mercury  from  Cobalt. — The  results  obtained  at  first  were  much  too 
low,  but  when  3  instead  of  44  grams  of  potassium  cyanide  were  used, 
the  mercury  was  complete^'  separated. 

Silver  from  Copper. — The  silver  is  completely  deposited.  Former 
attempts  with  a  much  stronger  current  had  been  unsuccessful. 

Silver  from  Zinc. — The  silver  is  completely  deposited. 

Silver  from  Nickel. — The  silver  is  completely  deposited. 
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Silver  from  Cobalt. — The  silver  separates  quantitatively  if  3  grams 
only  of  potassium  cyanide  be  used ;  with  4^  grams  it  is  not  all 
deposited. 

Copper  from  Cadmium  in  presence  of  Sulphuric  Acid. — The  separa¬ 
tion  of  the  copper  was  found  to  be  quantitative  when  10  or  15  c.e.  of 
sulphuric  acid  (sp.  gr.  =  1‘09)  were  present  in  about  200  c.c.  of  the 
solution,  and  the  current  gave  0‘2  to  03  c.c.  of  mixed  gases  per 
minute.  With  a  stronger  current,  cadmium  was  deposited  along  with 
the  copper,  C.  if.  B. 

Estimation  of  Lead  in  Tin.  By  Pereox  (J.  Phann.  [5],  21, 
241 — 242). — An  approximate  method  of  estimating  lead  in  tin  consists 
in  placing  a  drop  of  nitric  acid  on  the  tin,  evaporating  to  dryness,  and 
moistening  the  stain  with  potassium  iodide  solution.  The  intensity 
of  the  yellow  coloi-ation  produced  is  supposed  to  give  an  indication  of 
the  amount  of  lead  present  in  the  tin.  This  is  very  misleading,  as  an 
experiment  with  Banca  tin  containing  not  more  than  025  per  cent, 
of  lead  shows,  thus  : — After  evaporating  off  the  acid,  add  some  drops 
of  water,  then  a  little  potassium  iodide  in  powder,  and  quickly  remove 
the  excess  of  water  by  means  of  a  pipette.  A  brown  tint  appears  at 
once,  due  to  the  iodide,  but  after  a  few  moments’  agitation,  a  magni¬ 
ficent,  yellow  colour  appears,  which  would  be  variously  estimated  as 
indicating  25  to  30  per  cent,  of  lead.  The  test  is  somewhat  improved 
by  evaporating  the  stain  several  times  to  dryness,  water  being  added 
each  time,  moistening  with  water,  and  laying  a  piece  of  filter-paper 
over  the  spot,  on  the  moist  part  of  which  the  iodide  is  laid.  There 
is  thus  obtained  a  tint  without  admixture;  but  in  spite  of  these  pre¬ 
cautions  the  depth  of  colour  is  always  in  excess  of  the  lead  really 
present.  J.  T. 

Estimation  of  Copper  by  converting  the  Sulphide  into 
Oxide.  By  C.  Holthof  ( Zeit .  anal.  Chem.,  28,  GS0). — Quantities  of 
about  0‘2  gram  of  precipitated  copper  sulphide,  filtered  by  suction, 
placed  moist  in  the  porcelain  crucible,  and  ignited  strictly  according 
to  Bunsen’s  instructions,  are,  at  a  moderate  temperature,  entirely  con¬ 
verted,  with  incandescence,  into  oxide.  If  previously  dried,  the  pre¬ 
cipitate  is  partially  converted  into  sulphate,  and  even  after  ignition 
for  an  hour  at  a  temperature  at  which  the  crucible  glaze  fuses,  traces 
of  sulphate  remain  undecomposed.  M.  J,  S. 

Volumetric  Estimation  of  Copper.  By  A.  £tard  and  P.  Lebeai; 

(  Compt.rend .,  110,  408 — 410). — The  estimation  of  copper  by  the  action 
of  stannous  chloride  on  a  strongly  acid  solution  of  cupric  chloride  is 
made  difficult  by  the  comparatively  feeble  colour  of  the  eupric  solu¬ 
tion.  Cupric  bromide  in  presence  of  concentrated  hydrobromie  acid, 
however,  has  a  deep  purple  colour,  probably  due  to  a  hydrobromide  of 
the  cupric  bromide  (compare  Denigcs,  Abstr.,  1889,  747),  and  if  this 
is  gradually  mixed  with  a  solution  of  stannous  bromide  or  chloride 
in  concentrated  hydrobromie  acid,  the  disappearance  of  the  colour, 
owing  to  the  reduction  of  the  cupric  salt,  gives  a  sharply  defined  end 
reaction. 
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The  solution  of  the  copper  salt  must  be  concentrated  and  mixed 
with  excess  of  concentrated  liydrobromic  acid.  Care  should  be  taken 
to  avoid  unnecessary  contact  with  air  during  titration,  in  order  that 
the  cuprous  bromide  may  not  be  reoxidised,  but  it  is  not  necessary  to 
operate  in  an  atmosphere  of  carbonic  anhydride.  A  solution  of 
stannous  chloride  in  concentrated  hydrochloric  acid  free  from  iron 
may  be  used  instead  of  the  solution  in  hydrobromic  acid.  The 
stannous  solution  must  be  ti  trated  from  time  to  time  with  a  standard 
solution  of  copper.  C.  II.  B. 

Estimation  of  Mercury.  By  J.  Volhard  (AnnaUn,  255,  255 — 
256). — See  this  vol.,  p.  565. 

Separation  and  Estimation  of  Tin  and  Titanium,  with 
special  reference  to  the  Analysis  of  Silicates.  By  A.  Hjlger  and 
H.  Haas  ( Ber .,  23,  45S — 461).- — The  method  of  separation  of  tin  and 
titanium  given  in  this  paper  depends  on  the  fact  that  when  a  mixture 
of  stannic  and  titanic  acids  is  acted  on  by  hydrogen  at  a  low  red 
heat,  only  the  former  is  reduced.  After  allowing  the  mixture  to  cool 
in  the  atmosphere  of  hydrogen,  the  tin  may  be  extracted  by  boiling 
the  mixture  with  20  per  cent,  hydrochloric  acid.  The  tin  in  the 
filtrate  is  then  precipitated  by  hydrogen  sulphide,  the  precipitate 
reduced  by  hydrogen,  and  oxidised  by  nitric  acid  to  stannic  oxide. 
The  titanic  acid  is  fused  with  10  parts  of  potassium  carbonate  in  a 
platinum  crucible,  treated  with  about  200  c.c.  of  water,  and  concen¬ 
trated  sulphuric  acid  added,  drop  by  drop,  until  the  potassium  hydro¬ 
gen  titanate  is  completely  dissolved.  The  solution  is  then  neutralised 
with  sodium  carbonate,  2  grams  of  concentrated  sulphuric  acid  again 
added,  and  the  whole  diluted  to  400  c.c.  After  boiling  for  six  hours, 
the  titanic  acid  separates  completely,  and  is  collected,  washed,  ignited, 
and  weighed. 

In  analysing  minerals  containing  these  acids,  the  finely  powdered 
substance  is  mixed  with  water  to  form  a  thick  paste,  dilute  sulphuric 
added  until  a  thin  liquid  is  obtained,  and  then  fuming  hydro¬ 
fluoric  acid,  to  eliminate  silicic  acid.  The  evaporated  solution  is 
treated  with  water,  neutralised,  2  grams  of  sulphuric  acid  added,  and 
the  solution  diluted  to  400  c.c.,  boiled  for  six  hours,  and  the  precipi¬ 
tated  stannic  and  titanic  acids  separated  as  previously  described. 
The  titanic  acid  precipitate  sometimes  contains  iron,  which  may 
be  removed  by  a  second  reduction  in  hydrogen  and  extraction  with 
20  per  cent,  hydrochloric  acid.  H.  Gf.  C. 

Separation  of  Vanadic  and  Tungstic  Acids.  By  C.  Frieijheim 
( Ber .,  23,  353 — 357). — Great  difficulty  is  experienced  in  the  separa¬ 
tion  of  vanadic  and  tungstic  acids,  especially  in  the  analysis  of 
vauadotungstic  acid.  Methods  have  been  suggested  by  Gibbs  (Abstr,, 
LS84,  713)  and  by  Rosenheim  (Abstr.,  1880,  702),  neither  of  which 
are  very  convenient  or  accurate,  and  the  author  has  therefore  devised 
the  following  method,  which  gives  satisfactory  results.  The  con¬ 
centrated  solution  of  the  salt  is  heated  in  a  porcelain  dish  on  the 
watcr-batli,  a  concentrated  solution  of  mercurous  nitrate,  as  neutral 
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as  possible,  added  until  the  precipitate  formed  settles  down  well,  and 
the  free  acid  removed  by  digestion  with  mercuric  oxide.  The  pre¬ 
cipitate  is  collected,  washed  with  water  containing  mercurous 
nitrate,  and  then,  as  far  as  possible,  washed  back  into  the  dish,  and 
evaporated  until  the  whole  becomes  thick.  It  is  Dext  carefully  tritu¬ 
rated  with  very  concentrated  hydrochloric  acid,  warmed  for  five 
minutes  on  the  water-bath,  by  which  means  the  whole  of  the  vana¬ 
dium  is  converted  into  vanadyl  chloride,  and  almost  all  the  tungstic 
acid  and  mercury  salts  go  into  solution.  The  precipitate  adhering  to 
the  filter-paper  is  also  dissolved  in  hydrochloric  acid  and  added  to  the 
above  solution.  On  the  addition  of  water,  tungstic  acid  separates 
almost  entirely,  leaving  vanadium  and  mercury  in  solution.  After 
remaining  for  24  hours,  the  precipitate  is  collected,  washed  with  water 
containing  small  quantities  of  hydrochloric  acid,  dried,  and  ignited  in 
a  porcelain  crucible,  pure  tungstic  acid  being  obtained. 

To  isolate  the  vanadium,  the  solution  is  heated  to  80°,  hydrogen 
sulphide  passed  in  until  all  the  mercury  is  precipitated,  the  filtrate 
evaporated  on  the  water-bath,  oxidised  with  nitric  acid,  and  again 
evaporated,  this  operation  being  repeated  at  least  twice.  The  hy¬ 
drated  vanadic  acid  is  dissolved  in  water  containing  nitric  acid, 
evaporated  in  a  platinum  dish,  the  slight  residue  in  the  porcelain  dish 
being  dissolved  in  one  or  two  drops  of  ammonia  and  added  to  the 
main  portion  ;  after  evaporation,  it  is  dried  at  120°  and  heated  in 
presence  of  air,  but  at  first  not  sufficiently  to  cause  fusion.  The 
reddish-brown,  crystalline  vanadic  acid  obtained  still  contains  0T  to 
0‘2  per  cent,  of  tungstic  acid,  which  maybe  estimated  by  treating  the 
contents  of  the  dish  with  dilute  sulphuric  acid  and  sulphurous  acid, 
washing  the  residue  with  very  dilute  sulphuric  acid  and  igniting. 
The  vanadium  solution  may  be  evaporated,  heated  to  drive  off  the 
sulphuric  acid,  and  then  ignited  as  before. 

In  the  filtrate  from  the  mercury  salts,  the  dissolved  mercury  maybe 
precipitated  by  hydrogen  sulphide  and  the  alkalis  determined  in  the 
filtrate,  the  acid  sulphate  being  converted  into  normal  sulphate  by 
Kriiss’s  method  ( Ber .,  20,  1682). 

For  the  analysis  of  metatnngstates  by  this  method,  these  must 
previously  be  converted  into  ordinary  tungstates  by  repeated  evapora¬ 
tion  with  ammonia.  Lead  and  silver  salts  are  best  decomposed  by 
dilute  solutions  of  chlorides  of  the  alkali  metals,  and  the  remaining 
metallic  salts  by  repeated  fusion  with  sodium  potassium  carbonate, 
the  aqueous  exfracts  being  neutralised  with  acetic  acid  and  treated 
as  above.  The  reagents  employed  must,  of  course,  be  pure,  as  any 
non-volatile  impurity  would  remain  in  the  vanadic  acid,  and  cause  the 
results  to  be  inaccurate.  H.  Or.  C. 

Water  Analysis.  By  L.  Vigxon  (Bull.  Soc.  Chhn.  [3],  3,  2—4; 
compare  Abstr.,  1889,  1035). — Referring  to  his  already  published 
method,  the  author  states  that  the  distilled  water  used  in  making  the 
test  solutions  should  be  boiled  immediately  prior  to  use,  as  otherwise 
the  results  are  falsified  by  the  carbonic  anhydride  dissolved  therein 
(5  c.c.  per  litre).  The  precipitation  of  dissolved  carbonates  is  best 
attained  by  ebullition  in  a  porcelain  or  platinum  dish  for  15  minutes; 
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glass  vessels  should  not  be  employed,  since  these  determine  an 
alkaline  reaction.  Any  loss  in  volume  resulting  from  this  operation 
should  be  made  up  by  the  addition  of  previously  boiled  distilled 
water.  T.  G.  N. 

Estimation  of  Potassium  and  Humus  in  Soils.  By  J.  Ratlin 
( Compt .  rend.,  110,  289 — 291). — The  estimation  of  potassium  is  based 
on  the  fact  that  potassium  phosphomolybdate  is  almost  insoluble  in 
water,  whilst  the  phosphomolybdates  of  magnesium,  sodium,  calcium, 
iron,  and  aluminium  are  more  or  less  soluble.  The  weight  of  the 
phosphomolybdate  is  19  times  as  great  as  that  of  the  potassium  which 
it  contains. 

100  grams  of  ammonium  molybdate,  dissolved  in  a  small  quantity 
of  water,  is  mixed  with  a  solution  of  6'5  grams  of  ammonium  phos¬ 
phate.  Aqua  regia  is  added,  and  the  liquid  is  heated  with  succes¬ 
sive  additions  of  small  quantities  of  aqua  regia  until  the  precipitated 
phosphomolybdate  is  completely  dissolved.  The  liquid  is  then 
evaporated  to  dryness  at  70°,  and  the  residue  treated  with  400  c.c.  of 
water  and  5  c.c.  of  nitric  acid,  and  the  solution  filtered. 

A  liquid  for  washing  the  precipitate  is  prepared  by  dissolving  in 
1000  c.c.  of  water  20  grams  of  sodium  nitrate,  and  adding  2  c.c.  of 
nitric  acid,  20  c.c.  of  the  pliospkomolybdic  solution,  and  T2  c.c.  of  a 
solution  of  80  grams  of  potassium  nitrate  in  1000  c.c.  of  water.  The 
liquid  is  heated,  the  precipitate  allowed  to  settle,  and  the  clear  liquid 
decanted  off. 

A  quantity  of  the  soil  containing  about  15  milligrams  of  potassium 
oxide  is  dissolved  in  the  usual  way,  and  the  greater  part  of  the 
calcium,  iron,  and  aluminium  is  separated.  The  substances  left  in 
solution  are  converted  into  nitrates,  the  liquid  concentrated,  acidified 
with  nitric  acid,  mixed  with  4’0  c.c.  of  phosphomolybdic  solution  for 
every  10  milligrams  of  potassium  oxide  present,  and  evaporated  to 
dryness  at  50°. 

The  residue  is  washed  with  60  c.c.  of  the  special  solution  and 
filtered  through  a  tared  filter,  a  counterpoise  filter  being  washed  with 
an  equal  volume  of  the  wash-liquid.  The  precipitate  is  dried  at  50° 
and  weighed ;  wt.  of  ppt.  X  5'2/TOO  —  wt.  of  potassium  oxide. 

llumus  in  solution  can  be  estimated  by  means  of  J.  H.  Smith’s 
modification  of  the  permanganate  process.  10  c.c.  of  a  solution  of 
16  grams  of  anhydrous  manganese  sulphate  per  litre  is  mixed  with 
10  c.c.  of  a  solution  of  10  grams  of  potassium  permanganate  per  litre 
in  a  flask  holding  250  c.c.,  and  heated  until  the  liquid  is  colourless 
aud  manganese  peroxide  is  precipitated.  Now  add  100  c.c.  of  water, 
and  4  c.c.  of  a  solution  of  sulphuric  acid  containing  150  grams  of  the 
monoliydrate  per  litre,  and  then  an  exactly  measured  quantity  of  the 
humus  solution,  prepared  by  treating  the  soil  with  sodium  hydroxide 
in  the  ordinary  way.  The  quantity  of  humus  must  not  be  more  than 
sufficient  to  reduce  half  the  manganese  peroxide  present.  Boil  gently 
for  eight  hours  in  a  I'efiux  apparatus.  Dissolve  the  unaltered 
manganese  peroxide  in  a  measured  excess  of  decinormal  oxalic  acid, 
and  determine  the  excess  of  oxalic  acid  by  means  of  a  standard  solu¬ 
tion  of  permanganate  containing  1  gram  per  litre.  The  result  gives 
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the  quantit)”  of  humus  in  terms  of  oxalic  acid,  and  from  this  the  pro¬ 
portion  of  oxygen  required  for  the  complete  oxidation  of  the  humus 
ran  be  calculated.  The  author  gives  an  empirical  table  for  the  con¬ 
version  of  the  oxalic  acid  equivalent  into  the  corresponding  quantity 
of  humus.  0.  H.  B. 

Estimation  of  Petroleum  in  Turpentine.  By  W.  2d.  Burton 
(Amer.  Ghem.  .7.,  12,  102 — 104). — A  balloon  flask  of  750  c.c.  capacity 
is  connected  with  a  reflux  apparatus,  and  also  fitted  with  a  drop 
funnel ;  300  c.c.  of  fuming  nitric  acid  (sp.  gr.  1'4)  is  placed  in  the 
flask,  and  100  c.c.  of  the  turpentiue  to  be  tested  is  measured  into  the 
funnel.  The  flask  is  surrounded  with  cold  water,  and  the  turpentine 
is  allowed  to  drop  slowly  into  the  nitric  acid,  when  a  violent  action 
takes  place,  the  turpentine  being  oxidised  to  various  fatty  and 
aromatic  acids  which  are  soluble  in  water,  whilst  the  petroleum  is 
scarcely  affected.  When  the  action  is  over,  the  contents  of  the  flask 
are  transferred  to  a  large  separating  funnel,  and  treated  with  succes¬ 
sive  portions  of  hot  water;  the  residual  petroleum  is  measured,  and 
represents  the  amonnt  of  the  adulteration  of  the  sample.  Moderately 
accurate  results  may  thus  be  obtained.  C.  F.  B. 

Impurities  in  Commercial  Alcohol.  By  H.  Borntrager  ( Zeit . 
anal.  Ghem.,  28,  G70  ;  compare  Abstr.,  1889,  552). — When  a  crude 
spirit,  diluted  to  30  per  cent.,  is  shaken  with  chloroform,  the  latter 
takes  up  amyl  alcohol,  acetal,  aldehyde,  and  isobutyl  alcohol,  but 
leaves  undissolved  ethyl  alcohol,  acetic  acid,  normal  propyl  alcohol, 
and  tertiary  butyl  alcohol,  all  of  which  may  be  present.  Normal 
propyl  alcohol  is  readily  soluble  in  water,  and  leaves  an  agreeable 
fruity  odour  when  rubbed  on  the  hands.  Isobutyl  alcohol  dissolves 
with  difficulty,  requiring  10  parts  of  water  ;  it  gives  an  unpleasant, 
odour  of  fusel  oil  to  the  hands.  If  present  in  large  proportion  in 
alcohol,  it  produces  a  raspberry-red  colour  when  10  c.c.  of  the  spirit 
is  mixed  with  3  drops  of  concentrated  hydrochloric  acid  and  10  drops 
of  aniline.  M.  J.  S. 

Mercury  Nitrate  as  a  Test  for  certain  Aromatic  Com¬ 
pounds.  By  P.  C.  Plugge  (Arch.  Pharm.  [3],  28,  9— 22).— The 
author  has  shown  (this  Journal,  1873,  533)  that  mercuric  nitrate 
and  the  mercurous  salt,  as  well  as  mixtures  of  the  twTo  salts,  in 
presence  of  a  very  small  quantity  of  nitrous  acid,  gives  a  red  colora¬ 
tion  with  phenol.  E.  Millon  (Gompt.  rend.,  48,  40)  proposed  the 
mixed  salts  as  a  test  for  albumin.  R.  Hoffmann  (Annalen,  11,  123) 
proposed  the  same  reagent  as  a  test  for  tyrosine,  but  overlooked  the 
necessity  of  a  little  nitrous  acid.  In  the  paper  above  cited,  the 
author  stated  that  the  reagent  was  not  only  a  test  for  phenol,  but 
generally  for  those  aromatic  compounds  containing  a  hydroxyl-group 
in  the  benzene  nucleus.  The  present  paper  records  the  action  of  the 
test  on  150  compounds,  and  the  work  is  still  in  progress.  It  is, 
however,  at  this  stage  remarked  that  (1)  the  benzene-derivatives 
which  do  not  contain  hydroxyl  do  not  give  the  reaction,  or  only  give 
it  after  reactions  which  introduce  derivatives  containing  hydroxyl ; 
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(2)  benzene-derivatives  witli  a  hydroxyl-group  in  the  nucleus  give 
the  reaction.  To  this  rule  there  are  some  exceptions,  as  the  reaction 
is  hindered  when  one  or  more  of  the  hydrogen-atoms  of  phenol  are 
replaced  by  other  elements  or  by  carbon-free  radicles  (for  instance, 
Cl,  Br,  I,  INTO,  NO,.,  &c.).  The  reaction  holds  when  the  replacing 
radicle  contains  carbon.  J .  T. 

Estimation  of  the  Mineral  Matter  in  Sugar.  By  J.  v.  Grorert 
(Chew.  Gentr 1880,  ii,  994;  from  Neu.  Zeit.  llub.-Zuck.-Ind.,  23, 
]81 — 182). — The  author  finds  that  the  incineration  of  sugar  maybe 
assisted  by  the  addition  of  oxalic  acid,  much  in  the  same  w*ay  that 
sulphuric  acid  assists  this  process. 

The  use  of  oxalic  acid  removes  the  objection  to  that  of  sulphuric 
acid,  namely,  the  conversion  of  all  the  mineral  matter  into  sulphates. 
If  certain  parts  of  the  charred  mass  appear  to  glow  less  than  the 
main  portion,  a  little  more  oxalic  acid  may  be  thrown  over  these, 
which  assists  the  combustion.  J.  W.  L. 

Estimation  of  Wood  Fibre  in  Paper.  By  It.  Godeffroy  and 
M.  Coui.on  (Zeit.  anal.  Ghem.,  28,  738 — 739). — Wood  fibre,  when 
boiled  with  a  dilute  solution  of  auric  ehloride,  precipitates  14*283 
parts  of  gold  per  100  of  purified,  dry  wood  fibre.  Cellulose  has  n<> 
such  reducing*  action.  To  examine  a  paper,  the  weighed  sample  is 
treated  first  ■with  cold,  then  with  boiling  water,  for  the  removal  of 
the  size,  then  with  a  boiling  solution  of  tartaric  acid  in  80  per  cent, 
alcohol  to  dissolve  out  alumina,  washed,  dried,  and  extracted  with 
alcohol  and  ether,  and  then  treated  with  the  gold  solution. 

M.  J.  S. 

Estimation  of  Uric  Acid  in  Urine  by  means  of  Sodium 
Hypobromite.  By  Bayrac  (Compt.  rend.,  110,  352 — 353). — 
Evaporate  50  c.c.  of  the  urine  on  a  water-bath,  precipitate  the  uric 
acid  by  addition  of  5  or  10  c.c.  of  hydrochloric  acid  of  20  per  cent.,  and 
wash  with  alcohol  in  order  to  remove  urea  and  creatinine.  Dissolve 
the  uric  acid  in  a  small  quantity  of  sodium  hydroxide  solution  and 
heat  to  90°  or  100°  with  15  c.c.  of  a  concentrated  solution  of  sodium 
hypobromite.  C.  H.  B. 

Milk  Analysis.  By  B.  F.  Davenport  (Analyst,  1889, 209—2.10).— 
For  the  estimation  of  total  solids  and  fat,  the  milk  is  evaporated  in  flat- 
bottomed  platinum  basins,  which  for  5  grams  of  milk  have  a  diameter 
of  2-5-  inches  at  the  bottom,  thus  giving  a  surface  of  1  square  inch  for 
the  residue  from  each  gram  of  milk.  With  a  residue  of  this  thickness, 
the  fat  can  be  completely  and  readily  extracted  by  boiling  light 
petroleum,  and  its  amount  is  known  from  the  loss.  It  is  recommended 
that  the  evaporation  should  be  performed  on  a  water-bath  with  closed 
top,  as  the  absence  of  steam  from  the  neighbourhood  of  the  basins 
assists  the  evaporation  materially.  After  weighing  the  butter-free 
residue,  it  is  ignited  in  the  same  capsule  for  the  determination  of  ash. 

M.  J.  S. 

Description  of  an  Apparatus  for  drying  Fodders  containing 
Drying  Oils.  By  O.  Forester  (Landiv.  Versuchs-Stat.,  37,  57 — 
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1)2). — Tlic  percentage  of  oil  obtained  from  foods  containing  drying 
oils  is  generally  too  low,  because  of  the  oxidation  caused  by  drying 
tlic  substance  at  a  high  temperature.  The  author  has  designed  a 
drying  apparatus  which  avoids  oxidation,  and  which  is  here  fully 
described.  It  consists  of  two  chambers,  the  outer  one  holding  water 
and  hermetically  scaled  above,  the  only  communication  with  the 
interior  being  that  necessary  for  the  water  supply;  the  inner  chamber 
is  closed  by  a  lid  resting  on  a  rim  holding  Wood’s  fusible  metal,  so  that 
this  chamber  is  also  hermetically  sealed.  A  pipe  passes  through  the 
lid  and  conveys  coal  gas,  which,  passing  out  at  the  side  near  the 
bottom,  supplies  the  burner  for  heating  the  water. 

There  are  one  or  two  modifications  of  this  general  design  which 
can  be  used  under  varying  circumstances;  drawings  are  given  of  the 
various  parts.  E.  W.  P. 

New  Apparatus  for  the  Analysis  of  Oils.  By  F.  Jean  (Chew. 
Centr.,  1889,  ii,  1070—1071;  from  Mon.  ScL,  34,  1211— 1210).— For 
the  determination  of  the  melting  point  of  fats,  the  author  has  con¬ 
structed  an  apparatus  in  which  an  electric  circuit  is  completed  as 
soon  as  the  fat  melts.  For  this  purpose,  the  fat,  in  the  liquid  state,  is 
run  into  a  (J-tube  and  allowed  to  solidify.  While  still  liquid,  two 
platinum  wires  connected  with  the  battery  are  passed  one  down  each 
limb  of  the  tube  until  they  arc  opposite  to  each  other.  When  the  fat 
is  solid,  a  little  mercury  is  poured  on  to  its  surface  in  one  limb.  The 
tube  is  placed  in  a  vessel  of  water,  in  which  also  the  thermometer 
stands.  The  water  is  warmed  carefully  by  means  of  a  lamp  placed 
underneath,  and  as  soon  as  it  is  sufficiently  hot  to  melt  the  fat,  the 
mercury  falls  to  the  bottom  of  the  (J-tube,  an<^  connects  the  ends  of 
the  two  wires  with  each  other,  thereby  completing  the  circuit.  In 
this  there  is  also  a  bell  placed,  which  indicates  the  exact  moment 
when  the  fat  melts. 

For  the  determination  of  the  amount  of  heat  developed  on  mixing 
oils  with  sulphuric  acid,  the  author  has  also  constructed  an  apparatus. 
It  consists  of  three  parts.  The  innermost  is  a  small,  eyliudrieal  bottle, 
having  an  internal  tube  from  close  to  the  bottom  and  reaching 
through  the  side  near  the  top.  By  blowing  through  a  mouth-piece, 
this  bottle  may  be  entirely  emptied  of  its  contents,  which  are  thus 
forced  through  this  internal  tube  into  the  next  vessel.  The  latter  is 
a  beaker  which  contains  the  oil.  The  third  part  of  the  apparatus  is 
a  brass  jar,  in  which  the  second  vessel  is  placed,  the  space  between 
the  two  being  filled  with  wadding,  as  a  non-eonducting  material. 
When  making  a  determination,  15  c.c.  of  the  oil  is  placed  in  the 
middle  vessel,  and  5  c.c.  of  concentrated  sulphuric  acid  in  the  inner¬ 
most  one.  The  liquids  are  then  brought  to  a  temperature  of  30°  and 
vessels  1  and  2  placed  in  the  brass  outer  vessel.  The  acid  is  now 
blown  out  of  the  innermost  into  the  middle  vessel,  and  the  mixing 
performed  by  means  of  a  thermometer. 

For  the  determination  of  the  index  of  refraction,  the  author  has 
constructed  a  refractomcter,  in  which  the  refractive  effect  of  the  oil 
under  examination  affects  the  size  of  the  shadow  in  the  field,  which 
shadow  is  caused  by  tlic  refractive  power  of  a  standard  liquid  or  oil. 
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A  scale  is  adapted  so  tliat  the  extent  of  alteration  in  the  size  of  the 
shadow-half  of  the  field  may  he  recorded.  J.  W.  L. 

Estimation  of  Quinine  in  Quinine  Tannate.  By  S.  Neumann 
(. Zeit .  anal.  Ghent.,  28,  G63 — 66S). — On  examining,  by  Orrillard’s 
method,  some  specimens  of  quinine  tannate  known  to  contain  25  to 
30  per  cent,  of  the  alkaloid,  only  about  7  to  13  per  cent,  was  found. 
This  results  partly  from  the  imperfect  extraction  by  alcohol  of  the 
quinine  contained  in  the  residue  of  the  evaporation  with  lime,  and 
partly  from  the  solubility  of  the  alkaloid  in  the  potash  employed  to 
throw  it  down  for  weighing.  The  following  method  is  proposed  for 
technical  purposes  ;  it  gives  results  which  are  about  3  per  cent,  above 
the  truth  : — 2  grams  of  the  powdered  tannate  is  well  shaken  in  a 
stoppered  cylinder  with  20 — 25  c.c.  of  aqueous  pot  ash  of  specific  gravity 
1-24.  Care  must  be  taken  that  the  tannate  does  not  adhere  to  the 
glass.  Water  is  then  added  to  make  up  to  GO — 80  c.c.,  and  then 
100  c.c.  of  ether,  accurately  measured.  The  cylinder  is  immediately 
closed  and  vigorously  shaken.  When  the  two  liquids  have  separated, 
there  must  be  no  solid  particles  visible  in  either  layer.  50  c.c.  of  the 
ethereal  layer  is  taken  out  with  a  pipette  and  evaporated  in  a  weighed 
beaker,  the  quinine  being  finally  dried  at  100°  and  weighed.  An 
estimation  can  be  completed  in  H  hours.  M.  J.  S. 

Estimation  of  Chlorophyll  in  Leaves  and  in  Extracts.  By 

Tschirsch  ( Chem .  Centr.,  1SS9,  ii,  99G — 997;  from  Pharm .  Central- 
halle,  30,  611 — G14). — For  the  estimation  of  chlorophyll  in  leaves,  a 
piece  of  leaf,  cut  as  square  as  possible,  is  measured  and  then  extracted 
with  alcohol.  The  solution  is  acidified  with  one  drop  of  hydrochloric 
acid,  diluted  to  a  certain  volume,  and  a  portion  is  then  filled  into  a 
tube  to  the  depth  of  10  mm.  In  a  second  such  tube,  a  standard 
solution  of  phyllocyanic  acid  in  alcohol  is  placed,  and  the  absorption 
spectra  of  the  two  solutions  are  compared  by  means  of  the  spectro¬ 
scope  described  by  the  author.  The  thickness  of  the  standard  solution 
is  varied  until  band  I  appears  of  the  same  strength  in  each  spectrum. 
In  the  ease  of  the  liquid  under  examination  having  a  thickness  of 
10  mm.,  this  band  should  appear  faint;  if  the  thickness  be  increased 
to  15  mm.,  it  will  appear  dark  in  the  middle,  and  band  II  will  be  just 
perceptible. 

The  standard  phyllocyanic  acid  is  prepared  from  grass  by  extract¬ 
ing  with  water  and  alcohol,  and,  after  evaporating,  the  residue  is 
warmed  with  hydrochloric  acid.  The  beautiful,  blue  solution  thus 
produced  is  phyllocyanin.  It  is  filtered,  the  filtrate  poured  into  water, 
the  precipitate  thus  produced  washed  with  water,  and  purified  by 
treatment  with  alcohol,  ether,  and  chloroform.  It  combines  with  zinc 
and  copper. 

The  zinc  salt  may  be  used  as  a  means  of  quantitatively  determining 
the  chlorophyll,  the  zinc  precipitate  containing  1 1 '07  per  cent,  of  the 
metal.  J-  W.  L. 
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Refractive  Indices  of  Saline  Solutions.  By  B.  Walter 
( Conipt .  rend.,  110,  70S — 709). — The  author’s  experiments  (this  vol., 
p.  202)  lead  him  to  the  conclusion  that  the  refractive  power  of  salts 
of  the  type  M"S04  is  1'5  times  as  great  as  that  of  salts  of  the  type 
MVSOi,  and  three  times  as  great  as  that  of  salts  of  the  type  M'Cl,  a 
result  essentially  different  from  that  obtained  by  Doumcr  (this  vol., 
p.  433).  C.  H.  B. 

Anomalous  Rotatory  Dispersion  in  Iron,  Cobalt,  and  Nickel. 

By  W.  Lobach  {Ann.  Jdhys.  Ghem.  [2],  39,  347 — 300). — Previous 
researches  on  the  electromagnetic  rotation  of  thin  films  of  iron,  &c., 
were  directed  principally  to  the  determination  of  the  maximum  rota¬ 
tion  and  its  dependence  on  the  strength  of  the  magnetic  field.  Knndt, 
in  the  course  of  his  investigations,  noticed  that  the  dispersion  in  the 
case  of  iron  was  apparently  anomalous,  and  the  author,  in  the  present 
paper,  confirms  this  observation.  The  prism  he  employed  was  a 
direct-vision  Wernicke  liquid  prism,  and  sunlight  was  always  used  in 
the  experiments.  The  intensity  of  the  magnetic  field  was  15,000  c.g.s. 
units,  a  strength  sufficient  to  give  the  maximum  rotation  for  the 
three  metals  investigated.  The  metallic  films  were  deposited  on 
glass  plates  either  chemically  or  by  electrolysis,  and  their  thickness 
was  estimated  photometrically  from  the  absorption  they  produced. 
They  varied  from  30  X  10-7  cm.  to  100  x  10-7  cm.  The  results 
obtained  are  given  below  for  the  different  wave-lengths  as  the  simple 
rotation  calculated  for  1  cm.  thickness — 


Lia.  D.  F.  Gf. 

Iron .  223,000  195,000  145,000  122,000 

Cobalt .  1S5,000  164,000  150,000  143,000 

Nickel .  96,300  75,200  64,300  5  7,000 


It  is  apparent  from  these  values  that  the  rotatory  dispersion,  not 
only  of  iron,  but  also  of  cobalt  and  nickel,  is  anomalous.  J.  W. 

Dispersive  Power  of  Aqueous  Solutions.  By  P.  Barbier  and 
L.  Rodx  ( Gompt .  rend.,  110,  457 — 460  and  527 — 532  ;  compare 
Abstr.,  1389,  805). — Examination  of  solutions  of  sodium,  potassium, 
and  barium  chlorides,  barium  bromide,  cadmium  iodide,  lead  nitrate, 
chloral  hydrate,  sugar,  citric  acid,  and  aniline  hydrochloride,  with 
degrees  of  concentration  varying  from  8  per  cent,  to  saturated  solu¬ 
tions,  showed  that  the  dispersive  power  is  a  simple  function  of  the 
concentration,  but  this  does  not  hold  for  dilute  solutions. 

In  solutions  above  a  certain  concentration,  the  excess  of  dispersive 
power,  B,  over  that  of  pure  water,  b,  is  proportional  to  the  quantity  of 
dissolved  substance,  p,  or  B  —  b  =  Kp,  K  being  a  constant  character¬ 
istic  of  each  substance. 
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The  value  of  the  specific  dispersive  power  B jd  varies  but  little  with 
the  concentration,  and  is  practically  the  same  for  all  the  substances 
examined,  the  minimum  being  0310  and  the  maximum  0‘396.  In 
the  case  of  salts  with  a  high  dispersive  power,  however,  the  value  is 
somewhat  different. 

-g  _  J 

If  M  is  the  molecular  weight  of  the  substance, - M  represents 

V 

the  molecular  increase  of  dispersion,  and  is  obtained  by  multiplying 
M  into  the  coefficient  K,  which  is  constant  for  each  substance.  The 
mean  value  for  chlorides  of  the  type  MCI  is  0'020,  the  extremes  being 
0  021  and  O'OlQ  ;  for  chlorides  of  the  type  M"Ch,  the  mean  value  is 
0044,  the  extremes  being  0'050  and  0'03S. 

It  follows  that  there  is  a  simple  relation  between  the  relative  dis¬ 
persive  power  of  a  compound  in  solution  and  its  chemical  type  and 
molecular  weight.  C.  H.  B. 

Structure  of  the  Line  Spectra  of  the  Elements.  By  J.  R. 

Rydberg  (Zeit.  physical.  Chew.,  5,  227 — 232). — The  author,  from  a 
study  of  the  wave-numbers  ( n  =  10SA_I,  where  A.  is  expressed  in 
Angstrom’s  units)  of  the  spectra  of  the  elements  belonging  to  the 
first  three  groups  of  the  periodic  system^  arrives  at  the  following 
generalisations  :  — 

1.  The  “  long  ”  lines  in  the  spectra  form  pairs  and  triplets  possess¬ 
ing  the  property  that  the  wave-numbers  of  the  corresponding  com¬ 
ponents  differ  by  a  constant  quantity,  p,  for  each  element.  Groups  I 
and  III  have  only  double  lines  ;  Group  II  has  triplets  in  addition. 

2.  The  corresponding  components  of  the  pairs  form  series  whose 
wave-numbers  are  functions  of  the  successive  natural  numbers. 
Each  series  may  be  approximately  represented  by  the  equation 

n  =  «o  —  - — - X0  is  a  general  constant  for  all  elements  and 

(m  +  y)2 

all  series  ;  n„  and  y  are  constants  for  the  special  series;  and  m  is  the 
number  in  the  series  of  the  member  considered.  There  are  three 
kinds  of  series — principal,  sharp  (well-defined),  and  diffuse  (ill- 
defined).  The  principal  scries  form  the  most  vivid  lines  in  the 
spectra,  and  only  occur  in  the  first  periodic  group  ;  next  come  the 
diffuse  (really  double)  lines  ;  and,  lastly,  the  sharp  lines.  In  the 
several  groups  the  highest  members  are  the  weakest,  as  they  are  also 
in  each  series. 

3.  Series  of  the  same  group  (diffuse  or  sharp)  have  the  same  value 
for  y  ;  and  series  of  the  same  order  (1st,  2nd,  and  3rd)  have  in  the 
various  groups  the  same  value  of  n0.  A  notation  is  given  for  the 
whole  system  of  vibrations. 

4.  The  wave-lengths  and  wave-numbers  of  the  corresponding  lines, 
and  also  the  values  of  the  constants  (r,  nn,  y)  of  the  corresponding 
series  are  periodic  functions  of  the  atomic  weights  of  the  elements. 

From  the  spectra  of  the  neighbouring  elements  in  the  periodic 
system,  the  author  calculates  the  wave-lengths  of  the  lines  of 
callium,  and  finds  a  satisfactory  agreement  with  the  lines  actually 
measured.  He  finally  draws  attention  to  the  incompatibility  of 
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his  results  with  Lockyer’s  views  as  to  the  dissociation  of  the 
elements.  ^V- 

Absorption  Spectra  of  Oxygen.  By  G-.  I).  Livkixo  and  J. 
Dkwak  ( Proc .  Rotj.  Soc..  46,  222 — 230;  compare  Abstr.,  1589,  I). — 
This  is  a  continuation  of  the  authors’  experiments  on  the  absorption 
spectra  of  oxygen  and  its  compounds.  The  presence  of  nitrogen 
seems  to  reduce  the  absorption  produced  by  oxygen  of  given  tension. 
Variations  of  tern pe: "attire  ( — 100°  to  100°)  had  very  little  effect  on 
the  absorption.  Liquid  oxygen  was  found  to  be  equally  constant 
with  change  of  temperature,  the  bands  above  C,  D,  and  F  remaining 
the  same  for  a  range  of  temperature  from  —181°  to  above  the  critical 
temperature,  so  that  liquid  and  gaseous  oxygen  have  the  same 
absorption  spectra.  The  persistence  of  the  absorption  during  con. 
densation  is  remarkable,  since  the  absorption  spectrum  is  entitely 
changed  when  oxygen  combines  chemically.  An  examination  of 
ozone  gave  only  a  general  absorption  with  four  faint  bands  at  wave¬ 
lengths  1GG2,  1752,  1880,  and  1990.  The  diffuse  bands  of  oxygen 
at  high  pressures  may  be  due  to  the  presence  of  more  complex 
molecules  such  as  04.  or  to  the  constraint  which  the  molecules 
experience  during  their  encounters.  With  rise  of  temperature  there 
is  a  slight  weakening  of  the  diffuse  bands,  a  fact  which  supports  the 
first  hypothesis.  The  authors  have  re-examined  the  absorption 
spectrum  of  nitric  peroxide,  and  confirm  the  conclusion  of  Bell 
(Abstr.-,  1885,  949)  that  this  substance  in  the  form  of  the  molecule 
K;04,  whether  liquid  or  gaseous,  effects  only  a  general  absorption, 
and  that  the  selective  absorptions  are  due  to  the  presence  of  the 
molecular  form  N02.  H.  K.  T. 

Maximum  Polarisation  of  Platinum  Electrodes  in  Sulphuric 
Acid.  By  C.  Fromme  (Ann.  PJnjs.  Chem.  [2],  39,  1S7 — 200). — Con¬ 
tinuing  his  researches  on  the  polarisation  of  platinum  electrodes  in 
sulphuric  acid  (Abstiv,  1888,390;  this  vol.,  p.  316),  the  author  has 
studied  the  influence  of  the  size  of  the  electrodes  on  the  polarisation. 
Electrodes  of  two  different  sizes  were  therefore  employed,  the  first 
being  foil  of  1  sq.  cm.  surface  and  the  second  wire  0  3  cm.  in  length 
and  0*025  cm.  in  diameter,  presenting  a  surface  of  0‘015  sq.  cm.  In 
order  to  overcome  the  difficult}*  arising  from  the  fact  that  a  small 
cathode  becomes  platinised  in  the  course  of  the  experiments,  the 
cathode  in  every  case,  whether  small  or  large,  was  coated  with  a 
thick  layer  of  platinum  black. 

The  experiments  show  that  the  polarisation  alters  rapidly  with  the 
size  of  the  electrodes,  increasing  as  the  size  of  the  cathode  or  of  the 
anode  decreases.  Indeed,  in  very  dilute  solution,  if  a  small  cathode 
be  taken,  a  polarisation  value  of  3'72  volts  can  be  reached,  using  a 
large  anode.  Alteration  in  the  concentration  of  the  acid  has  least 
effect  when  large  electrodes  are  taken,  the  difference  between  the 
highest  and  lowest  value  being  about  0  78  volt,  but  if  one  or  both 
of  the  electrodes  are  small,  the  greatest  difference  in  the  polarisation 
reached  is  very  nearly  double  this  number.  If  the  electrodes  are 
both  small  and  the  concentration  of  the  acid  be  varied  from  0  to  44 
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per  cent.,  polarisation  will  be  found  at  a  maximum  of  3'S7  volts  in  a 
3d  per  cent,  solution,  but  witli  a  47  percent,  solution,  it  reaches  its 
greatest  attainable  value  of  5‘5  volts.  H.  C. 

Galvanic  Polarisation  of  Platinum  Electrodes  in  Dilute 
Sulphuric  Acid  with  High  Current  Density.  By  F.  Richarz 
(Ann.  Phys.  Chem.  [2],  39,  201 — 235).  The  author  describes  a 
method  for  measuring  the  polarisation  after  the  polarising  current 
has  been  interrupted,  making  use  of  the  Helmholtz  pendulum  con¬ 
tact  breaker.  He  finds  that,  employing  platinum  electrodes  of  small 
surface,  the  polarisation  in  dilute  snlplmric  acid  never  attains  a  value 
of  more  than  2‘5  Daniells.  The  highest  values  were  obtained  for  an 
intensity  of  about  0‘00l  ampere,  whereas  greater  intensities  gave 
smaller  values  for  the  polarisation,  for  instance,  2'4  Daniells  with 
0  4  ampere.  This  decrease  is  probably  caused  by  heating  of  the 
solution.  In  the  latter  case  also  quantities  of  ozone,  hydrogen  per¬ 
oxide,  and  persulplmric  acid  are  formed,  whereas  not  in  the  former, 
but  it  is  evident  that  these  do  not  exercise  any  great  influence  on  the 
polarisation.  H.  C. 

Electrical  Conductivity  of  Air  due  to  the  Formation  of  Ozone, 

By  J.  Elster  and  H.  Geitel  (Ann.  ]Jlu/s.  Chem.  [2],  39,  321 — 331). 
—From  the  fact  that  the  air  in  the  vicinity  of  a  bunsen  flame  is 
charged  with  ozone  and  conducts  electricity,  the  authors  were  led 
to  examine  the  electrical  properties  of  the  air  enveloping  a  stick  of 
moist  phosphorus  undergoing  slow  oxidation  with  formation  of  ozone. 
They  found  that  the  process  of  ozonising  here  also  determined  a  similar 
assumption  of  conductivity  by  the  air,  hut  could  not  prove  an  electro¬ 
motive  force  to  be  connected  with  it.  The  mere  presence  of  ozone  is 
not  sufficient  to  impart  conductivity  to  air,  nor  does  the  formation  of 
solid  particles  of  ammonium  nitrite  in  the  neighbourhood  of  the 
phosphorus  exert  any  appreciable  effect.  When  the  formation  of 
ozone  is  hindered  by  the  presence  of  the  vapour  from  oil  of  turpentine, 
the  electric  conductivity  at  once  disappears. 

Ozone  was  observed  by  the  authors  to  be  formed  when  a  stream  of 
air  was  passed  over  a  platinum  wire  heated  to  whiteness  by  means 
of  an  electric  current  (compare  Dewar,  Roy.  Inst.,  June  8,  1SSS). 

J.  W. 

Electrical  Conductivity  of  some  Solutions  at  Temperatures 
between  18°  and  100.°  By  E.  Krannhals  ( Zeii .  phijsilcal.  Chem., 
5,  250 — 258). — The  apparatus  used  was  similar  to  that  described  by 
Ostwald  (Abstr.,  1880,  4).  Tlie  solutions  examiued  were  those  of 
the  chlorides  and  nitrates  of  sodium,  potassium,  and  barium ;  potas¬ 
sium  bromide,  chlorate,  and  ferrocyanide  ;  the  sulphates  of  sodium 
and  magnesium,  and  hydrochloric  acid.  The  concentrations  of  the 
solutions  varied  from  1  gram  equivalent  per  litre  to  1  gram  equiva¬ 
lent  per  1000  litres.  The  results  show  that  the  higher  the  tempera¬ 
ture  the  greater  the  increase  in  the  molecular  conductivity  with 
rising  dilution.  The  mean  temperature  coefficients  are  calculated  for 
various  dilutions,  as  also  the  values  of  /<„,  the  conductivity  for  in¬ 
finite  dilution  at  the  temperatures  18°,  50‘3°,  82°,  and  9T4°.  The 
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quotient  is  found  to  decrease  somewhat  with  rising  temperature, 

from  which  the  author  concludes  that  the  influence  of  temperature  on 
the  degree  of  dissociation  of  electrolytes  which,  at  ordinary  tem¬ 
peratures  and  in  moderately  concentrated  solutions,  are  strongly 
dissociated,  is  only  slight.  The  great  increase  in  conductivity  with 
the  temperature  is  to  be  explained  by  the  decrease  in  the  viscosity  of 
the  solution.  The  author  finally  calculates  the  heats  of  dissociation 
by  the  method  given  by  Arrhenius  (Abstr.,  1889,  1041),  but  his 
results  are  altogether  at  variance  with  those  of  the  latter. 

H.  C. 

Electrical  Conductivity  of  Phenols  and  Hydroxy  benzoic 
Acids.  By  D.  Be  Rims  lot  ( Compt .  rend.,  110,  703— 70o).  The 
solutions  contained  O'Ol  grain-equivalent  of  the  salts,  Ac.,  per  litre, 
and  the  measurements  were  made  with  Lippmann’s  electrometer. 
The  three  hydroxybenzoic  acids  have  different  conductivities,  the 
resistance  increasing  in  the  order  ortho-,  meta-,  para-.  The  conduc¬ 
tivity  of  the  parahydroxybenzoic  acid  is  practically  identical  with 
that  of  benzoic  aeid.  When  the  acids  are  treated  with  1  equivalent 
of  sodium  hydroxide,  the  numbers  obtained  are  approximately  the 
same  in  all  three  cases  ;  the  reduction  of  conductivity  is  §  for  the 
ortho-acid,  Ao  for  the  meta-acid,  and  §  for  the  para-acid.  When  a 
second  equivalent  of  the  alkali,  is  added,  the  conductivities  of  the 
meta-  and  para-derivatives  remain  practically  the  same,  but  differ 
considerably  from  that  of  benzoic  acid,  since  the  second  equivalent  of 
alkali  exerts  an  appreciable  effect.  A  third  equivalent  exerts  a 
smaller  but  still  appreciable  influence. 

In  the  case  of  the  ortho-acid  (salicylic  acid)  the  second  and  third 
equivalents  of  the  alkali  produce  less  effect  than  with  the  meta-  and 
para-derivatives.  The  maximum  difference  in  the  ease  of  salicylic 
acid  is  reached  on  addition  of  1  equivalent  of  alkali,  but  in  the  case 
of  the  meta-  and  para-acids  this  maximum  is  given  by  the  second 
equivalent.  It  follows  that  in.  the  ortho-acid  the  phenolic  function  is 
less  energetic  than  in  the  meta-  and  para-acids,  a  result  which  agrees 
with  the  thermochemical  measurements  of  Berthelot  and  Werner. 

C.  H.  B. 

Development  of  Electricity  and  Heat  in  Electrolytes.  By 

Jl.  Planck  (Aim.  JPht/s.  Chem.  [2],  39,  101 — 1S6). — Since  the  ions  of 
an  electrolyte  are  endowed  with  large  electrostatic  charges,  it  follows 
that  before  the  electromotive  forces  become  active  a  certain  finite 
determinable  amount  of  free  electricity  must  be  formed  in  the  solution. 
A  calculation  of  the  forces  necessary  to  cause  a  movement  of  electricity 
inan  electrolyte  is  made  in  the  present  paper,  starting  with  the  assump¬ 
tion  that  in  an  electrolyte  the  ions  are  present  in  a  fully  dissociated 
condition.  The  passage  of  electricity  from  higher  to  lower  potential 
gives  rise  to  the  development  of  heat,  and  the  movement  of  the  ions 
is  also  found  to  give  rise  to  heating  effects,  since  each  ion  carries  a 
certain  amount  of  heat  with  it,  and,  therefore,  the  accumulation  of  a 
number  of  ions  in  any  particular  portion  of  the  solution  will  raise  the 
temperature  at  that  spot.  H,  C, 
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Electrolysis  of  a  Mixture  of  two  Salts  in  Aqueous  Solution, 

By  L.  Houllevtgxe  ( Compt .  rencl.,  110,  607 — 640). — Aqueous  solu¬ 
tions  of  zinc  and  copper  sulphates  were  electrolysed  (1)  with  varying 
intensity  of  current  and  a  constant  difference  of  potential  between 
the  two  electrodes,  and  (2)  with  constant  intensity  of  current  and 
varying  difference  of  potential. 

With  a  solution  which  contained,  per  litre,  37-5  grams  of  zinc  and 
0*963  gram  of  copper,  the  difference  of  potential  being  6*94  volts,  a 
variation  from  00165  ampere  to  0  0500  ampere  caused  a  gradual  in¬ 
crease  in  the  ratio  Zn/Cu  from  1*15  to  5*64.  With  48*1  gram  of  zinc 
and  2*30  of  copper  per  litre,  and  a  difference  of  potential  of  7  volts, 
an  increase  in  intensity  from  0*0104  ampere  to  0*0365  gave  an  in¬ 
crease  in  the  ratio  Zn/Cu  from  0  74  to  1*58.  It  is  obvious  that  the 
proportion  between  the  deposited  ions  varies  greatly  with  the  in¬ 
tensity  of  the  current,  a  result  different  from  that  obtained  by  Buff 
with  hydrochloric  and  sulphuric  acids.  It  is  probable,  however,  that 
the  electrolysis  of  mixed  zinc  and  copper  sulphates  is  complicated  by 
secondary  reactions,  and  if  it  is  assumed  that  Buff’s  law  is  true,  but 
that  secondary  action  takes  place  between  the  deposited  zinc  and  the 
copper  sulphate,  and  is  proportional  to  the  time,  it  can  be  shown  that 
the  ratio  Zu/Cu  should  increase  with  the  intensity  of  the  current. 

With  constant  intensity  of  current,  but  a  difference  of  potential 
varying  from  3*25  to  6*55  volts,  and  from  2*85  to  5*26  volts,  the  ratio 
Zip Cu  remains  the  same  except  when  the  electromotive  force  ap¬ 
proaches  the  minimum,  at  which  brass  is  deposited.  C.  H.  B. 

Electrochemical  Effects  on  Magnetising  Iron.  By  T.  Andrews 
(Proc.  Iloi/.  Sue.,  46,  176 — 193;  compare  Abstr.,  1889,  92). — This  is  a 
continuation  of  the  author’s  researches  on  the  current  produced  when 
the  opposite  poles  of  two  electrically  connected  magnets  of  approxi¬ 
mately  equal  strength  are  immersed  in  solutions  of  various  chemical 
substances.  The  general  results  obtained  were  that  the  north  pole 
became  positive  to  the  south  pole.  In  the  present  investigation,  the 
solutions  were  applied  to  the  upper  ends  of  the  magnets,  as  it  was 
thought  that  the  current  produced  in  the  previous  experiments  might 
have  been  due  to  the  weakening  of  the  submerged  north  pole,  owing  to 
its  relation  to  the  earth.  It  was  found  that  the  north  pole  was  still 
positive,  but  that  the  electromotive  force  was  slightly  less  than  before. 
In  both  cases  it  was  frequently  observed  that  the  south  pole  became 
momentarily  positive  at  the  commencement  of  the  experiment. 

H.  K.  T. 

Influence  of  Temperature  on  the  Magnetism  of  Salts  of 
Metals  of  the  Iron  Group.  By  P.  Plessner  (Ann.  PJvjs.  Chem., 
[2],  39,  336 — 346). — The  variation  of  the  specific  magnetic  co¬ 
efficient  K  =  A/M2  (A  =  magnetic  attraction  and  M  =  intensity  of 
field)  with  the  temperature  was  investigated  by  a  method  depending 
on  the  torsion  of  a  German-silver  wire.  Solutions  of  salts  of  metals 
of  the  iron  group  gave  the  following  values  for  the  constant  a  in  the 
formula  K  =  K0  +  <xt,  the  range  of  temperature  considered  being 
from  10°  to  60°. 
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Ferric  chloride .  «  =  —  0003542  +  0-000043 


Xickel  sulphate .  a.  —  —  0'003571  +  0  000014 

Cobalt  nitrate .  =  — 0  003544  +  0  000094 

=  -0-003507  +  0-000087 


These  values  are  practically  identical,  so  that  we  may  take  a.  = 
—  "0035551  =t  ’0000124  as  the  general  temperature  coefficient  for  the 
above  solutions. 

Solid  salts,  on  the  other  hand,  have  different  coefficients.  Thus, 
for  hydrated  manganous  sulphate,  «  =  —  0"003114;  for  the  salt  dried 
at  250°,  a.  =  —000209;  for  cobalt  sulphate  dried  at  250°,  a.— 
—0-00273.  The  variation  of  the  magnetic  coefficient  of  nickel  sulphate 
dried  at  250°  cannot  be  expressed  by  lv  K0  -r  ect,  but  a  sufficient 
approximation  is  obtained  from  the  formula  K  =  Ku(l  -f  xt  +  fit-),  where 
in  one  series  of  experiments  a  =  — 0"001504  and  j3  =  —  0"00003324. 

J  W. 

Allotropic  Forms  of  Arsenic.  By  Berthelot  and  Exgel  ( Gompt . 
rend.,  110,  498 — 499). — Crystallised  arsenic,  and  amorphous  arsenic 
obtained  by  the  reduction  of  arsenious  acid  by  hypophosphorous  acid, 
were  dissolved  in  bromine- water  in  a  calorimeter.  The  quantities  of 
heat  developed  at  7°  (As  =  75  grams)  were  as  follows : — 


Crystallised  arsenic  .  4-S3"0  Cal. 

Amorphous  arsenic .  +S4'1  „ 


These  numbers  are  almost  identical  with  that  obtained  by  Thomsen 
with  crystallised  arsenic  at  18°,  namely  83*7  Cal.  Both  forms  of 
arsenic  develop  practically  the  same  quantity  of  heat  when  converted 
into  the  same  compound.  The  difference  is  of  the  same  order  of 
magnitude  as  in  the  case  of  graphite  and  the  diamond,  or  crystallised 
and  amorphous  sulphur.  C.  H.  B. 

Combination  of  Sodium  and  Potassium  with  Ammonia. 

B3-  J.  ilouTTEK  ( Compt. .  rend.,  110,  518 — 520). — A  theoretical  dis¬ 
cussion  of  the  observations  of  Joauuis  (this  vol.  p.  560). 

Thermochemistry  of  Thiosulphates.  By  J.  Fogh  {Compt. 
rend.,  110.  522 — 523,  524 — 525,  571 — 573,  709 — 711). — See  this  vol., 
pp.  694,  790. 

Heat  of  Combustion  of  Rubidium.  By  N.  Beketoff  ( CJiem- . 
Centr.,  1890,  i,  308;  from  Bull.  Acad.  St.  Betersbourg ,  T2],  1,  173 — 
175). — The  value  for  the  heat  of  formation  of  rubidium  hydroxide 
was  determined  by  introducing  the  molten  metal  into  a  glass  tube  of 
known  calibre,  and  when  solid,  a -certain  length  was  cut  out,  thus 
enabling  the  weight  to  be  calculated.  The  tube,  with  the  metal,  was 
introduced  into  the  calorimeter.  By  this  means  the  metal  was  pre¬ 
vented  from  taking  fire,  and  the  reaction  proceeded  gradually.  The 
author  obtained  the  result,  164800  cal.,  which  is  very  nearly  the 
same  as  that  for  the  formation  of  potassium  hydroxide. 

The  heat  of  formation  of  rubidium  oxide  was  determined  by  de¬ 
ducting  the  heat  of  formation  of  the  hydroxide  from  the  oxide, 
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from  tlie  lieat  of  formation  of  the  hydroxide  from  the  metal.  In 
order  to  prepare  the  oxide  free  from  the  peroxide,  the  mixed  oxides 
obtained  by  oxidising  the  metal  in  absence  of  water  were  heated  with 
sufficient  metal  to  reduce  all  peroxide  present  to  monoxide.  The 
heat  of  formation  of  the  hydroxide  from  the  oxide  was  found  to  be 
69900  cal.,  from  which  the  heat  of  formation  of  the  oxide  is  (164S00 
—  69900)  =  94900.  The  heat  of  oxidation  of  the  metals  of  the 
alkalis  decreases  gradually  from  lithium  to  rubidium. 

J.  W.  L. 

Heat  of  Combustion  of  Organic  Isomerides.  By  I.  Ossipoff 
J.  pr.  Chem.  [2],  41,  424— 42S).— The  author  compares  the  value  for 
the  heats  of  combustion  of  various  organic  acids,  which  he  has  re¬ 
cently  calculated  and  published  ( Compt .  rend.,  108  and  109),  with 
the  values  obtained  by  Stohmann  (Abstr.,  18S9,  1097),  and  accounts 
for  the  differences  in  some  cases. 

He  also  points  out  that  if  Qt  and  Q2  are  the  heats  of  combustion  of 
two  isomeric  organic  acids,  Qi  being  greater  than  Q2,  k  in  the  formula 

[(Qi  —  Q0100]  -*■  -1-  tK-Q-L  ;=  k,  will  be  a  constant  in  some  cases, 

whilst  in  other  cases  it  will  be  almost  nil;  thus,  for  maleic  and 
fumaric  acids,  k  =  2'5  ;  for  teraconic  and  terebic  acids,  It  —  2'3 ;  for 
a.-  and  /3-diphenyl succinic  acids,  k  =  2'4  ;  for  «-nitrocamphor  and 
phenonitrocamphor,  k  —  2'6  ;  and  for  methylmalonic  and  succinic 
acids,  k  =  2-2.  ’  A.  G.  B. 

Neutralisation  Phenomena  of  Aluminium  and  Beryllium 
Fluorides.  By  E.  Petersen  (Zeit.  physical.  Chem.,  5,  259 — 266). — 
Continuing  his  work  on  the  heat  of  neutralisation  of  fluorides  (this 
vol.,  p.  1),  the  author  finds  the  heat  of  neutralisation  of  aluminium 
hydroxide  with  hydrofluoric  acid  to  be  3  X  23415  cal.;  the  difference 
between  this  and  that  with  hydrochloric  acid  being  3  X  4773  cal. 
The  avidity  of  hydrofluoric  acid  towards  aluminium  hydroxide  is  three 
times  as  great  as  that  of  hydrochloric  acid — as  in  the  case  of  ferric 
hydroxide.  The  heat  of  neutralisation  of  beryllium  hydroxide  is 
given  as  Be(OH)2,2HEAq  =  19683  cal.  H.  C. 

Heat  of  Hydration  of  Maleic  Anhydride.  By  I.  Ossipoff 
{Compt.  rend.,  110,  586 — 58S). — The  dissolution  of  solid  fumaric  acid 
(116  grams)  in  dilute  potash  develops  -f  205  Cal.;  the  dissolution 
of  solid  malei'c  anhydride  in  dilute  potash  develops  +  31 ‘6  Cal. 
Gal  and  Werner  have  shown  that  the  heats  of  neutralisation  by  soda 
of  fumaric  and  maleic  acids  in  solution  are  practically  identical. 
Assuming  that  the  same  equality  holds  for  neutralisation  with  potash, 
it  follows  that  the  hydration  of  maleic  anhydride  with  formation  of 
maleic  acid  develops  +  9'G  Cal.  If,  on  the  other  hand,  fumaric  acid 
is  formed,  the  heat  of  hydration  would  be  +  1 1 ' 1  Cal.  The  difference 
1'5  Cal.,  identical  with  the  difference  between  the  heats  of  dissolution, 
is  too  small  to  determine  intramolecular  changes  when  once  hydra¬ 
tion  has  commenced.  It  may  become  operative,  however,  if  hydra¬ 
tion  is  accompanied  by  exothermic  changes,  as  in  the  action  of  a 
dissolved  haloid  acid  on  maleic  anhydride,  C.  H.  B. 
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Berthelot’s  Law  of  Maximum  Work  and  Spontaneous  Endo¬ 
thermic  Reactions.  By  It.  Colley  {Znt.  phyaikal.  Ghem.,  5,  242 — 
241'). — The  author  explains  the  exceptions  to  Berthelot’s  law  of 
maximum  work  which  are  offered  by  spontaneous  endothermic 
changes,  on  the  assumption  that  any  system  which  is  not  at  rest  may 
pass  into  some  other  less  stable,  but  still  possible,  position  of  equi¬ 
librium  with  the  production  of  negative  work  which  is  supplied  by 
the  energy  originally  stored  in  the  system.  The  stability  of  a  chemi¬ 
cal  compound  depends,  therefore,  not  only  on  the  alii nity  or  chemical 
attraction  of  the  atoms  for  one  another,  but  also  on  the  distribution 
of  the  atomic  energy  among  the  different  molecules.  II.  C. 

Trough  for  Hofmann’s  Vapour-density  Apparatus.  By  T. 

H.  Easteefield  {Ghem.  Xeics,  60,  2o0 — 2-;>l). — A  disc  of  wood, 
turned  to  fit  tightly  into  a  retort-stand  ring,  is  hollowed  out  so  as 
to  form  an  economical  mercury  trough  and  to  support  both  the  eudio¬ 
meter  and  the  steam-jacket.  It  is  pierced  by  two  holes,  one  opening 
within  the  steam-jacket,  and  fitted  with  a  tube  for  the  escape  of  the 
steam,  the  other  opening  without  the  steam-jacket  and  holding  a  tube 
to  lead  away  the  mercury  into  a  receptacle  beneath.  1).  A.  L, 


Determination  of  Vapour-density.  By  G.  Schall  (Her.,  23, 
919 — 924;  compare  Abstr.,  18S9,  331). — In  this  paper  the  author 
describes  a  simple  form  of  apparatus  for  determining  vapour-densities 
based  on  the  principles  already  explained  ( loc .  cit.).  Instead  of 
passing  a  measured  volume  of  air  into  the  apparatus,  as  was  pre¬ 
viously  done,  it  is  more  convenient  to  decompose  a  weighed  quantity 
of  pure  sodium  carbonate  and  to  compare  the  pressure  of  the  carbonic 
anhydride  produced  with  that  of  the  vaporised  substance. 

If  the  weight  of  the  substance  is  5,  and  that  of  the  carbonic  an¬ 
hydride  s\  taking  the  specific  gravity  of  carbonic  anhydride  com¬ 
pared  with  air  under  the  same  conditions  as  1'529,  the  vapour-density 
of  the  substance  is — 


n  —  s  v  ^  i  .-OQ  A-6  —  k5 

u  -  7  x  22  x  1  °-a  x  k=T.’ 


or  A  x  3-682  x  ~  ~  , 

S  A*5  —  A  4 

where— - ^  is  the 

aj  —  h'i 

to  the  vapour.  Where  s  =  s',  that  is  to  say,  when  the  weight  of  the 
substance  is  equal  to  that  of  the  sodium  carbonate  employed,  tlun 

D  =  3‘682  x  ^ so  that  it  is  only  necessary  to  determine  the 

A  5  —  hi 

pressure-proportion  and  the  vapour-density  is  obtained  by  a  very 
simple  calculation. 

The  apparatus  employed  is  shown  in  the  following  diagram : — 

It  consists  of  the  heating  space  A,  enclosed  by  a  beaker, 
surrounding  which,  as  shown  in  the  figure,  is  placed  the  top  half 
of  a  somewhat  wider  beaker,  in  order  to  prevent  the  cooling  of 


pressure-proportion  of  the  carbonic  anhydride 
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the  heating  vapour;  with  this  arrangement,  diphenylamine,  and 
substances  of  even  higher  boiling  point,  can  be  quickly  raised 
to  the  requisite  temperature  with  a  bunsen  burner.  The  heating- 


substance  is  placed  at  the  bottom  of  A,  and  if  it  be  solid  at  the 
ordinary  temperature,  it  should  be  carefully  melted  round  the  sides 
before  placing  the  beaker  on  the  heating  plate  aa.  A  flask  B, 
the  bulb  of  which  is  150 — -200  c.c.  in  capacity,  is  suspended  in  the 
heating  space  by  means  of  the  cork  c,  which  rests  on  the  asbestos 
plate  bh.  The  side  tube  which  should  be  100 — 110  mm.  above 
the  bulb,  is  connected  by  means  of  india-rubber  tubing  with  the 
T'Shaped  tube  C,  one  limb  of  which  is  continued  to  form  the 
manometer  F  (internal  diameter  at  the  most  4 — 5  mm.),  and  dips 
into  a  vessel  F  containing  mercury;  three  freely  movable  india- 
rubber  rings  A*fi,  A-5,  Aq  are  placed  on  the  tube  F.  The  other  limb 
of  the  T'-tube  C  is  connected  by  means  of  india-rubber  tubing  to 
the  narrow  part  w  of  the  vessel  D  into  which  the  small  tube  u 
containing  the  weighed  quantity  of  sodium  carbonate  is  pushed  with 
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flic  india-rubber  cork  f  before  connecting’  1)  to  C  ;  the  cylinder 
1)  also  contains  the  dilute  sulphuric  acid  (about  1  c.c.)  which  is 
introduced  with  the  aid  of  a  drawn-out  glass  tube.  Above  the  bulb 
B  the  neck  of  the  flask  is  drawn  out,  so  that  its  internal  diameter  is 
not  less  than  5  or  more  than  '20  mm.  ;  the  tube  or  sealed  bulb  con¬ 
taining  the  weighed  quantity  of  substance  is  placed  at  e  in  a  piece 
of  closed  india-rubber  tubing  and  kept  from  falling  by  the  pinch- 
cock  1i  . 

In  carrying  out  a  vapour-density  determination,  the  stopcock  h  is 
opened,  and,  D  being  disconnected,  the  substance  in  A  is  heated 
in  such  away  that  its  vapour  rises  to  about  the  level  of  y.  .As  soon 
as  the  temperature  is  fairly  constant,  the  mercury  in  F  is  raised  as 
high  as  possible  by  suction  with  the  month  at  .r,  and  h  is  then 
closed  :  if  the  apparatus  is  air-tight,  the  mercury  soon  attains  a  con¬ 
stant  level.  The  vessel  D  containing  the  sulphuric  acid  and  the 
weighed  quantity  of  sodium  carbonate  is  then  attached,  k  is  opened, 
and  the  level  of  the  mercury  in  F  is  marked  with  the  ring  Afi. 
The  cylinder  D  is  then  inclined  in  such  a  way  that  the  acid  comes 
into  contact  with  the  carbonate,  and  b}r  shaking  repeatedly  any 
bubbles  of  gas  which  remain  in  the  small  tube  n  are  expelled  ;  the 
level  of  the  mercury  is  then  marked  with  the  ring  The  sub¬ 

stance,  previously  placed  at  e,  is  now  allowed  to  fall  into  B  and 
the  level  of  the  mercury  is  marked  with  the  ring  Av  Finally  1) 
is  disconnected  and  h  is  opened;  the  whole  operation  requiring 
about  10  minutes  after  the  apparatus  has  attained  a  constant  tem¬ 
perature. 

In  a  following  paper  the  author  will  describe  the  methods  to  be 
employed  in  determining  the  vapour-density  (1)  under  reduced  pres¬ 
sure,  (2)  in  an  indifferent  gas,  and  (3)  in  the  case  of  substances 
which  absorb  carbonic  anhydride. 

Experiments  with  benzoic  acid,  naphthalene,  phenol,  aniline,  nitro¬ 
benzene,  and  benzene  gave  good  results,  the  heating  substance  em¬ 
ployed  being  diphenylamine,  ethyl  benzoate,  and,  in  tlie  case  of 
benzene,  water.  F.  S.  K. 

Molecular  Volumes  of  Aromatic  Compounds.  By  J.  Sakur.u 
(Chem.  Centr .,  1890,  i,  42-5 — 420). — The  author  draws  attention  to  the 
fact  that  if  the  molecular  volumes  of  benzene  and  its  homologues  are  cal¬ 
culated. from  the  values  given  by  Loth ar  Meyer  and  by  Loschmidt  for 
the  molecular  volumes  of  carbon  and  hydrogen,  they  do  not  agree  with 
the  molecular  volumes  as  determined  by  experiment.  He  fixes  the  value 
c-f  the  earbon-atom  in  the  benzene  nucleus  at  105,  in  the  side-chain 
at  11,  but  the  hydrogen-atom  always  at  5‘5.  The  table  (p.  684) 
allows  of  a  comparison  of  the  calculated  and  the  determined  molecular 
volumes. 

The  values  calculated  by  the  author  for  several  benzene-derivatives 
containing  oxygen  also  agree  closely  with  those  determined  by 
Kopp,  but  he  considers  it  somewhat  premature  to  place  too  much 
dependence  on  such  theoretical  values,  since  so  little  is  at  present 
known  of  the  influence  of  combination  on  the  molecular  volume. 
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Calculated  by  Found  by 

r - * - 'I  r - * - p, 

the  Author.  Loschmidt.  Kopp.  Sc]iiF. 


Benzene .  96  96  95*S  95'97 

Toluene .  118  114  —  117*97 

Xylene .  140  132  —  13974 

Ethylbenzene  ...  140  132  —  138*93 

Normal  propyl- 

benzene  .  162  150  —  161  "82 

Para-ethyltoluene  162  150  —  161*94 

Mesitylene .  162  150  —  162*41 

Cymene .  184  168  183*5  184*46 

Naphthalene ....  149  147  or  153  149*2  — 

J.  W.  L. 


Dissociation  of  Amine  Hydrochlorides  and  Salts  of  the  Fatty 
Acids  in  Solution.  By  J.  A.  Muller  ( Compt .  rend.,  110,  5S8 — 590). 
— The  dissociation  of  many  salts  in  solution  can  be  rendered  evident 
by  means  of  plienolplithaleTn.  If  a  concentrated  solution  of  an  amine 
hydrochloride  containing  a  small  quantity  of  phenolphthalein  is 
mixed  with  sufficient  free  amine  to  produce  a  rose  colour,  the  liquid 
becomes  colourless  when  diluted  or  when  heated.  In  the  latter  case 
the  colour  reappears  on  cooling  ;  in  the  former  it  reappears  on  addition 
of  a  further  quantity  of  amine.  These  results  show  that  when  an 
amine  hydrochloride  dissociates,  the  action  of  the  hydrochloric  acid 
on  the  indicator  is  greater  than  that  of  the  amine.  Many  bases,  such 
as  pyridine,  picoline,  lutidine,  and  liydroxylamine,  show  no  similar 
phenomena,  because  their  action  on  phenolphthalein  is  too  feeble. 

When  phenolphthalein  is  added  to  solutions  of  the  alkaline  salts  of 
the  fatty  acids,  the  liquids  become  alkaline  when  diluted  or  when 
heated,  the  action  of  the  alkali  on  the  indicator  being  in  these  cases 
greater  than  the  action  of  the  acid.  In  this  way  it  is  easy  to  show 
that  in  the  case  of  salts  of  formic,  acetic,  propionic,  normal  butyric, 
and  valeric  acids,  the  amount  of  dissociation  under  given  conditions 
increases  with  the  molecular  weight  of  the  acid,  a  result  which  agrees 
with  Berthelot’s  observation  that  the  heat  of  formation  in  this  series 
of  salts  decreases  with  the  molecular  weight  of  the  acid. 

Normal  potassium  and  sodium  salts  of  the  strong  inorganic  acids 
gave  no  coloration  when  diluted  or  heated,  and  hence  these  salts  do 
not  dissociate.  C.  H.  B. 

Rise  of  Solutions  in  Capillary  Tubes  and  the  General  Law 
of  this  Phenomenon.  By  M.  Goldstej.y  ( Zeit .  physikal.  Chem.,  5, 
233 — 241;  compare  Abstr.,  18S9,  205). — The  author  finds  that  the 
law  of  vapour  tensions  and  that  of  the  rise  of  solutions  in  capillary 
tubes  are  similar  in  nature.  If  H  represents  the  height  of  the  rise  of 
water  and  h  that  of  the  solution  of  a  substance  of  molecular  weight 
M,  then  H  —  /i/HM  =  C,  a  constant  which  depends  only  on  the 
percentage  of  dissolved  substance.  If  the  above  expression  be  multi¬ 
plied  by  Van’t  Hoff’s  coefficient,  i ,  the  law  holds  also  in  the  case  of 
electrolytes;  this  is  shown  by  reference  to  experiments  by  the  author 
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and  by  Yalson.  It  is  pointed  out  that  the  above  law  is  in  close 
relation  to  that  enunciated  bj  Traube  (Abstr.,  1885,  110). 

II.  C. 

Chemical  Equilibrium  between  Hydrogen  Chloride  and 
Hydrogen  in  conjunction  with  Metals,  By  M.  Ribalkix  ( Chnn . 
Centr.,  1S90,  i,  308  ;  from  Bull.  Acad.  St.  I't'tersbuurg  [9],  1,  279 — 282). 
— The  chemical  equilibrium  between  copper  and  hyrdrogen  chloride 
occurs  at  temperatures  between  230°  and  440°,  but  not  at  tempera¬ 
tures  ranging  from  100°  to  230° ;  at  230°,  93  per  cent.,  at  410°,  66  per 
cent.,  of  the  hydrogen  chloride  is  decomposed. 

In  the  case  of  hydrogen  heated  with  cuprous  chloride,  no  reaction 
takes  place  at  200° ;  at  230°,  5  per  cent.,  and  at  440°,  3o  per  cent,  of 
hydrogen  chloride  is  formed.  J.  W.  L. 

Freezing  of  Colloidal  Solutions.  By  N.  Luravix  ( J .  Buss.  Chem. 
Soc.,  21,  397 — 406). — The  investigations  of  Pfaff,  Geiger,  and 
Payen  on  the  freezing  of  colloidal  solutions  have  been  overlooked  by 
subsequent  investiga'ors  of  colloidal  solutions,  especially  Graham  and 
Van  Bemmelen.  The  author  finds  that  from  some  of  such  solutions 
the  substance  dissolved  is  completely  or  partly  separated  after  freez¬ 
ing,  whereas  in  the  case  of  others  the  precipitate  again  passes  into 
solution.  A  solution  of  colloidal  silicic  acid,  obtained  by  mixino- 
soluble  glass  with  hydrochloric  acid  in  aqueous  solution,  was  divided 
into  two  parts,  one  of  which  was  exposed  to  a  temperature  of  7 — 10° 
for  two  days,  after  which  it  was  exposed  to  the  temperature  of  the 
laboratory  (  +  15°)  for  two  days.  From  the  frozen  solution  as  much 
as  96'96  per  cent,  of  the  silica  was  separated  by  filtration,  whereas 
the  original  unfrozen  solution  yielded  only  0'72  per  cent,  of  insoluble 
silicic  acid.  This  is  not  in  contradiction  with  Graham’s  statement, 
that  the  stability  of  a  colloidal  solution  of  silicic  acid  increases  with 
decreasing  temperature,  for,  according  to  Graham,  more  concentrated 
solutions  are  more  easily  coagulated.  Indeed,  on  freezing,  gradual 
concentration  takes  place,  owing  to  the  separation  of  ice,  so  that  the 
coagulation  is  accelerated.  A  colloidal  solution  of  antimony  trisul¬ 
phide  was  prepared  by  Schulze’s  method,  namely, saturating  a  solution 
of  1  part  of  tartar-emetic  in  200  parts  of  water  with  hydrogen  sul¬ 
phide.  Nothing  separated  from  the  oi*iginal  solution,  even  when  it 
was  alloAved  to  remain  for  months  at  the  ordinary  temperature ; 
whereas  from  the  same  solution,  after  exposure  to  a  temperature  of 
—  6°  for  29  hours  and  subsequent  thawing  of  the  ice,  complete  separa¬ 
tion  of  the  antimony  sulphide  took  place.  When  a  very  large  quantity 
of  the  same  solution  was  exposed  to  a  low  temperature,  the  separation 
was  not  quite  complete.  A  colloidal  solution  of  copper  sulphide  was 
obtained  by  the  action  of  hydrogen  sulphide  on  copper  glycollate. 
The  separation  of  the  sulphide  was  incomplete,  although  the  solution 
was  kept  one  day  at  —6°  and  one  day  at  —19°.  Nothing  separated 
out  at  the  ordinary  temperature.  Colloidal  solutions  of  ferric 
hydroxide,  obtained  by  the  dialysis  of  different  preparations  of  basic 
chloride,  sometimes  remain  uncoagulated  by  freezing,  sometimes  are 
partly  coagulated.  This  depends  on  the  purity  of  such  solutions,  and 
partly,  perhaps,  on  the  rate  of  cooling.  Solutions  of  potassium  ferric 
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tartrate  behaved  in  a  similar  manner.  One  part  of  starch  was  dis¬ 
solved  in  100  parts  of  boiling  water,  and  the  solution  was  kept  at  a 
temperature  below  zero ;  flocks  separated,  as  shown  already  by 
Payen,  but  the  separation  was  incomplete.  It  was  found  that  starch 
solutions  which  had  been  subjected  to  freezing  are  much  more  easily 
and  quickly  filtered  than  the  same  solutions  not  frozen,  so  that  this 
process  might  be  used  for  the  better  filtration  of  slimy  liquids  and 
precipitates.  ^Neither  white  of  egg  nor  milk  is  coagulated,  even  on 
freezing  at  —15°  to  —20°.  The  fact  that  pratfalls  to  pieces  after 
being  frozen  is  explained  by  the  author  on  assumption  that  it  contains 
colloidal  substances,  which  are  coagulated  by  freezing..  B.  B. 

Solubility  and  Heat  of  Fusion.  By  J:  "Walker  (Zeit_  physical. 
Ghem.,  5,  193 — 197). — From  the  thermodynamical  equation,  dpjdt  = 
p;Tv,  and  the  gas-equation,  pv  —  2T,  here  applied  to  solutions,  the 
author  deduces  a  relation  between  the  solubility  of  a  substance  in  any 
solvent  and  its  heat  of  fusion.  T  denotes  tlie  absolute  temperature, 
p  the  osmotic  pressure  in  the  saturated  solution,  v  the  volume  of  the 
solution,  and  p  the  molecular  heat  of  solution,  which  is  assumed  to 
remain  constant  within  the  interval  of  temperature  studied.  The 
determinations  of  solubility  are  made  above  and  below  the  melting 
point  of  the  substance.  Calculating  from  the  solubility  of  paratoltiidine 
in  water,  44  5  cal.  was  obtained  as  the  heat  of  fusion  of  the  latter,  the 
value  directly  determined  being  39  cal.  For  water  (dissolved  in 
ether)  the  heat  of  fusion,  calculated  on  the  assumption  that  the  mole¬ 
cule  of  the  dissolved  water  is  FLO,  amounts  to  154  cal.,  whereas 
experiment  shows  it  to  be  80  cal.  If,  however,  it  be  assumed  that  the 
molecule  of  water  dissolved  in  ether  is  H402,  the  calculation  gives 
77  cal.,  in  agreement  with  the  experimental  value.  This  assumption 
receives  support  from  the  observation  of  Eykman  (this  vol.,  p.  324), 
that  the  depression  of  the  freezing  point  produced  by  water  in  liquid 
paratoluidine  has  only  half  the  normal  value.  J.  W. 

Solution-equilibrium  of  Thorium  Sulphate  and  its  Hydrates. 

By  H.  W.  B.  Koozf.boom  (Zeit.  physikal.  Chew.,  5,  198 — 216). — 
Kilson  and  Kriiss  (Ber.,  15,  2519.  and  20,  10(  uj)  liaxe  shown  that  w  hen 
anhydrous  thorium  sulphate  is  dissolved  in  ice-cold  water,  and  the 
solution  warmed  to  20°,  large  quantities  of'a  sparingly  soluble  hydrate 
with  9H20  separate.  This  observation  might  seem  to  indicate  a 
stable  solution  of  the  anhydrous  salt  reaching  its  point  of  trans¬ 
formation  into  the  above  hydrate  at  20°,  in  contradiction  to  the 
general  rule  that  on  increase  of  temperature  the  point  of  transforma¬ 
tion  into  a  lower  hydrate,  and  not  iuto  a  higher  one,  is  reached.  The 
author  has  investigated  the  phenomena  in  detail,  and  finds  an  explana¬ 
tion  of  the  anomaly  in  the  fact  that  the  hydration  and  dehydration  of 
thorium  sulphate  proceed  at  low  temperatures  writh  extreme  slowness, 
so  that  solutions  apparently  stable  with  respect  to  the  hydrate 
Th(S04)j,9Hj0  are  in  reality  not  so,  but  undergo  steady  though 
slow  changes  of  concentration.  The  solubilities  of  the  anhydrous  salt 
and  of  hydrates  with  2,  4,  0,  8,  and  9H20  respectively  are  investigated, 
and  the  results  are  given  both  in  tabular  and  curve  form.  J.  SV. 
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Prolonged  Action  of  the  Electric  Discharge  on  Iodine. 
By  G.  Lcedekin'G  ( Ghem .  News,  61,  1 — 2). — The  author  has  investi¬ 
gated  the  phenomenon  of  the  disappearance  of  iodine  and  the  appear¬ 
ance  of  hydrogen,  when  the  former  clement'  is  submitted  to  the  spark 
discharge  in  hermetically  sealed  glass  tubes.  Firstly,  he  noticed  a 
reduction  of  the  volume  of  the  gas  contained  in  the  tube,  which  he 
attributes  to  the  disappearance  of  the  oxygen  of  the  air  originally 
contained  in  the  tube.  Secondly,,  analytical  results  indicate  that  the 
iodine  is  still  present,  but  in  the  form  of  iodides  and,  probably,  iodates, 
these  salts  being  formed  at  the  expense  of  the  bases  in  the  glass  ;  this 
would  account  for  the  etched  appearance  of  the  latter  after  the 
experiment.  The  author  then  shows  that  the  hydrogen  is  introduced 
into  the  tube  in  the  form  of  hydriodic  acid  retained  by  the  iodine, 
and  as  the  iodine  ultimately  all  combines  to  produce  iodides,  the 
hydrogen  is  left,  and  “  instead  of  an  iodine  tube  we  have  a  livdrogen 
tube  developed.”  D.  A.  L. 

Preparation  of  Hydrobromic  Acid.  By  A.  Recoura  ( Compt . 
rend.,  110,  784 — 785). — The  ordinary  methods  of  preparing  gaseous 
hydrogen  bromide  are  inconvenient,  and  the  evolution  of  the  gas 
cannot  be  readily  regulated.  The  author  proposes  a  method  which  is 
based  on  the  fact  that  the  action  of  gaseous  hydrogen  sulphiile  on 
liquid  bromine  with  formation  of  gaseous  hydrogen  bromide  and 
solid  sulphur  develops  4-14'4  Cal.,  without  taking  into  account  the 
heat  developed  by  the  combination  of  the  sulphur  with  the  excess  of 
bromine. 

Hydrogen  sulphide  is  bubbled  through  a  layer  of  bromine  contained 
in  a  tall,  narrow  vessel  and  covered  by  a  layer  of  water  or  hydro¬ 
bromic  acid.  The  gas  passes  into  a  second  flask  which  contains  a 
solution  of  potassium  bromide  in  hydrobromic  acid  holding  a  small 
quantity  of  red  phosphorus  in  suspension,  and  the  gas  which  issues 
from  this  flask  contains  neither  bromine  vapour  nor  hydrogen 
sulphide.  The  current  of  hydrogen  bromide  is  controlled  by  regu¬ 
lating  the  current  of  hydrogen  sulphide.  The  latter  gas  should  be 
made  in  a  “  continuous  ”  apparatus.  C.  H.  B. 

Purification  of  Hydrofluoric  Acid.  By  R.  Hamiliox  ( Chem . 
News,  60,  252). — The  apparatus  employed  by  the  author  for  distil¬ 
ling  commercial  hydrofluoric  acid  consists  of  a  heavy  sheet-lead  retort, 
G  inches  high  and  4  inches  in  diameter,  with  a  rim  at  the  top  formed 
by  beating  the  lead  over  an  iron  ring  1  inch  deep  and  §  inch  thick ; 
the  lid  is  of  ^-inch  iron  plate,  covered  with  lighter  sheet  lead,  and  is 
fixed  down  by  a  screw  working  in  a  socket  in  an  iron  bridge,  which 
is  secured  to  projections  on  the  opposite  sides  of  the  iron  ring  of  the 
rim.  A  washer  of  india-rubber  is  placed  between  the  cover  and  the 
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rim.  The  leaden  no.se  of  the  retort  points  upwards,  and  is  connected 
bj  india-rubber  tubing  to  a  Liebig’s  condenser,  the  inner  tube  of  which 
is  of  thin  india-rubber.  The  retort  is  charged  through  a  funnel  with 
25  per  cent,  hydrofluoric  acid,  which  yields  a  distillate  of  convenient 
strength  for  analytical  work.  The  first  portions  of  the  distillate  eon- 
tain  silicate  and  are  discarded,  whilst  any  sulphur  is  removed  by 
filtration.  D.  A.  L. 

Selenic  Acid.  By  C.  A.  Cameron  and  J.  Macallan  ( Proc .  Roy. 
Soc.,  46,  13 — 35). — The  authors  have  prepared  anhydrous  selenic 
acid,  H2SeO).  and  compared  its  properties  with  those  of  sulphuric 
acid.  The  anhydrous  acid  was  obtained  by  concentrating  the  aqueous 
acid  over  the  water-bath  and  then  heating  it.  with  agitation  in  a 
vacuum  at  180°  so  long  as  acid  distilled  over.  The  residual  acid  crys¬ 
tallised  on  cooling,  and  contained  99'71  per  cent,  of  anhydrous  acid 
(Se  —  78'87).  Anhydrous  selenic  acid  has  a  specific  gravity  of  2‘950S, 
and  melts  at  58°,  forming  a  colourless,  oily  liquid  of  sp.  gr.  2’60S3. 
The  presence  of  a  small  quantity  of  water  greatly  lowers  its  freezing 
point,  so  that  it  does  not  solidify  until  cooled  to  — 51*5°.  It,  crystal¬ 
lises  in  hexagonal  prisms.  Tables  of  the  specific  gravities  of  the 
aqueous  acid  are  given.  Anhydrous  selenic  acid  absorbs  moisture 
with  avidity,  blackens  organic  matter,  and  decomposes  glycerol, 
evolving  acraldeyde.  It  reacts  violently  in  the  cold  with  phosphoric 
chloride,  the  products  of  the  reaction  being  now  under  examination. 
It  dissolves  selenious  anhydride,  but  does  not  in  this  way  form  an  acid 
corresponding  with  the  acid  ILSoOs.  Selenic  acid  forms  a  monohydrate, 
H2Se()4,H20,  melting  at  25°.  It  can  be  obtained  by  boiling  the 
aqueous  acid  until  its  temperature  rises  to  205°,  and  then  dropping  a 
crystal  of  the  acid  into  the  cooled  liquid.  Conclusive  evidence  of 
the  existence  of  higher  hydrates  could  not  be  obtained,  but  there  is  a 
considerable  evolution  of  beat  on  diluting  the  monohydrate  to  a 
strength  corresponding  with  the  dihydrate,  aud  a  slight  development 
of  heat  on  the  addition  of  more  water.  Selenic  acid,  when  heated  in 
a  vacuum  at  200°,  decomposes  into  selenious  anhydride,  oxygen,  and 
water.  At  ordinary  pressures,  the  acid  distils  until  a  temperature  of 
260°  is  reached,  when  decomposition  sets  in. 

Selenic  acid  does  not  dissolve  sulphur  at  ordinary  temperatures, 
but  at  63°  dissolves  it  with  a  deep  indigo-blue  colour;  decomposition 
*  sets  in  at  the  same  temperature  with  evolution  of  sulphurous 
anhydride.  It  dissolves  selenium  in  the  cold,  producing  a  green 
solution  which  evolves  selenious  anhydride  at  75°.  Tellurium  dissolves 
in  selenic  acid  in  the  cold  with  a  purple-red  colour,  but  this  soon 
disappears  with  production  of  selenious  acid.  It  is  probable  that  the 
above  coloured  substances  are  selenoxides,  namely,  SSe03,  SeSeOj,  and 
TeSe03  respectivel}',  analogous  to  the  corresponding  sulphoxides  pro¬ 
duced  by  dissolving  the  three  elements  in  sulphuric  acid. 

Selenic  anhydride  could  not  be  obtained  by  passing  a  mixture  of 
selenious  anhydride  and  oxygen  over  heated  platinum  sponge  or  by  the 
action  of  ozone  on  selenious  anhydride,  but  the  above  selenoxides  seem 
to  point  to  its  possible  existence.  Anhydrous  selenic  acid,  when  mixed 
with  phosphoric  anhydride  and  heated  at  100°,  yields  crystals  on  cool- 
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in"  which  on  analysis  give  results  agreeing  with  those  of  selenic 
anhydride.  The  substance  is  under  examination.  The  selenates  of 
antimony,  bismuth,  and  platinum  are  described.  H.  K.  T. 

Catalytic  Formation  of  Ammonia  from  Nitrates.  By  O.  Loew 
( Ber .,  23,  075 — 080). — The  author  points  out  that,  as  almost  all 
plants  can  utilise  nitrates  for  building  up  the  albuminoids,  and,  as  in 
the  latter  the  nitrogen  is  partly  in  amidic,  partly  in  imidio  or 
tertiary  union,  a  preliminary  reduction  of  the  nitric  acid  to  ammonia 
must  first  take  place.  The  physiological  conversion  of  nitric  acid  into 
ammonia  may  be  readily  shown  by  allowing  common  putrefactive 
organisms  to  grow  in  a  1  per  cent,  peptone  solution  containing  also 
02  per  cent,  of  potassium  nitrate  and  a  similar  amount  of  potassium 
phosphate.  In  presence  of  air,  the  formation  of  nitrite  may  be 
observed  within  two  days,  and  in  two  months  the  whole  of  the 
nitrogen  is  converted  into  ammonia.  If  air  be  excluded  and  02  per 
cent,  of  alcohol  and  of  sodium  hydrogen  carbonate  added,  the  alcohol 
is  oxidised  by  the  oxygen  of  the  nitrate,  and  gives  up  its  hydrogen 
to  the  nitrogen,  the  products  being  ammonia  and  acetic  acid.  To 
explain  this,  it  must  be  assumed  that  the  living  protoplasm,  which  is 
built  up  of  extremely  labile  albuminoids,  is  in  a  state  of  violent 
molecular  agitation,  and  that  the  intense  atomic  motions  are  commu¬ 
nicated  both  to  the  alcohol  and  to  the  nitric  acid,  with  the  result  that 
the  above-mentioned  exchange  takes  place. 

The  author  regards  the  activity  of  platinum-black  charged  with 
oxygen  as  due,  not  to  the  fact  that  the  oxygen  is  so  greatly  con¬ 
densed,  but  that  the  oxygen  is  in  a  similar  state  of  violent  molecular 
motion.  He  has,  therefore,  examined  whether  the  reduction  of  nitric 
acid  to  ammonia  may  also  be  accomplished  by  its  means.  Pure 
dextrose  and  potassium  nitrate  were  dissolved  in  water  and  heated 
for  six  hours  at  00 — 05°  with  platinum-black  charged  with  oxygen, 
and  prepared  by  the  method  previously  described  (this  vol.,  p.  453). 
A  quantitative  experiment  showed  that  45  0  per  cent,  of  the  nitrogen 
of  the  nitric  acid  had  been  converted  into  ammonia.  In  order  to 
meet  the  possible  objection  that  the  dextrose  is  first  oxidised  to 
aldehydes  or  similar  compounds,  which  then  exert  a  reducing  action 
on  the  nitric  acid,  dextrose  solution  was  warmed  alone  with  the  same 
platinum  -  black  under  identical  conditions,  and  the  filtrate  then 
digested  with  a  little  potassium  nitrate.  No  ammonia  could  be 
detected  in  this  case. 

In  this  reduction,  two  processes  take  place  together,  namt  ly,  the 
oxidation  of  dextrose,  in  which  the  oxygen  is  gradually  used  up,  and 
the  reaction  between  dextrose  and  potassium  nitrate,  in  which  the 
oxygen  acts  merely  from  its  peculiar  mode  of  vibration,  and  is  not 
absorbed. 

If  methyl  alcohol  be  substituted  for  dextrose,  it  absorbs  all  the 
oxygen  of  the  platinum-black  so  rapidly  that  only  traces  of  ammonia 
are  formed. 

Naegeli,  in  1879,  in  his  theory  of  fermentation,  supposes  that  the 
latter  is  due  to  the  transmission  of  a  peculiar  kind  of  molecular 
motion  from  the  living  protoplasm  of  the  yeast  to  the  sugar  molecule. 
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The  author  points  out  that  Naegeli’s  ideas  may  also  be  applied  to 
many  other  processes  which  take  place  in  the  cells,  and  that  even  the 
most  remarkable  of  the  changes  which  occur  there,  namely,  the  form¬ 
ation  of  carbohydrates  from  carbonic  anhydride,  is  very  likely  to  be 
due  to  the  transmission  to  the  latter  of  a  molecular  motion  compounded 
of  the  vibrations  of  the  living  material  and  of  the  light  absorbed  by 
the  chlorophyll.  TI.  6.  C. 

Oxidation  of  Hypophosphorous  Acid  by  Spongy  Palladium. 
By  It.  Exgel  (Compt.  rend.,  110,  780— 787). — Contrary  to  the  state¬ 
ments  of  Wurtz  and  Graham,  palladium  precipitated  from  a  solution 
of  the  chloride  by  means  of  hypophosphorous  acid  retains  a  small 
quantity  of  hydrogen.  The  author  observed  that  the  quantity  of 
hvdrogen  evolved  was  much  greater  than  the  quantity  which  conhl 
be  liberated  from  a  palladium  hydride.  Further  investigation  showed 
that  when  spongy  palladium  is  brought  in  contact  with  hypophos¬ 
phorous  acid,  the  latter  is  rapidly  converted  into  phosphorous  acid, 
and  hydrogen  is  liberated.  The  palladium  seems  to  retain  its  activity 
indefinitely,  and  05  gram  of  the  metal  decomposed  the  acid  obtained 
from  500  grams  of  barium  hypophosphite.  The  reaction  is  not 
arrested  by  pressure. 

Berthelot  has  shown  that  the  conversion  of  hypophosphorous  acid 
into  phosphorous  acid  is  exothermic.  It  is  probable  that  the  palla¬ 
dium  removes  an  atom  of  hydrogen  from  the  hypophosphorous  acid, 
but  quickly  loses  it,  whilst  the  residue  of  the  acid  interacts  with  the 
water,  combining  with  hydroxyl,  and  liberating  another  atom  of 
hydrogen.  C.  H.  B. 

Combination  of  Hydrogen  Phosphide  and  Ammonia  with 
Boron  Chloride  and  Silicon  Sesquichloride.  By  A.  Bessox 
( Cumpt .  rend.,  110,  516 — 51b). — Hy  drogen  phosphide  combines  with 
boron  chloride  with  development  of  heat,  and  yields  the  compound 
BC13,PH3,  a  white  solid  which  alters  rapidly  when  exposed  to  air, 
and  is  immediately  decomposed  by  water  with  liberation  of  hydrogen 
phosphide.  It  begins  to  dissociate  at  20°  under  the  ordinary  pressure, 
and  if  the  products  of  dissociation  are  slowly  cooled,  the  compound  is 
obtained  in  bulky',  colourless,  highly  refractive  crystals. 

Ammonia  displaces  the  hydrogen  phosphide  from  this  compound  at 
8°,  and  yields  the  compound  2BC13,9NH3,  which  alters  but  slowly 
when  exposed  to  air,  and  docs  not  lose  ammonia  below  50°,  but  is  im¬ 
mediately'  decomposed  by  water  with  production  of  a  slightly  alkaline 
solution. 

Berzelius  obtained  from  ammonia  and  boron  chloride  a  compound 
to  which  he  gave  the  formula  2BC1j,3NH3. 

Silicon  sesquichloride,  Si2Clfi,  combines  directly  with  ammonia  to 
form  a  white,  solid  compound,  Si2Cl6. lUHH3,  which  docs  not  lose 
ammonia  below  100°,  bat  is  decomposed  by  water  with  production  of 
a  feebly  alkaline  solution. 

Hydrogen  phosphide  reduces  silicon  sesquichloride,  even  at  — 10°, 
with  production  of  the  solid  hydrogen  phosphide.  C.  H.  B. 

Oxidising  and  Decolorising  Properties  of  Charcoal.  By 
P.  Cazexeuve  ( Compt .  rend.,  110,  788 — 790). — Animal  or  vegetable 
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charcoal  which  has  been  allowed  to  cool  in  contact  with  air  exerts  a 
distinct  oxidising  influence  on  such  compounds  as  «-naphthyIamine, 
paraphcnylcnediamine,  the  colouring  matter  of  wine.  &c.  Its  activity’ 
in  this  respect  is  comparable  with  that  of  hydrogen  peroxide.  This 
behaviour  explains  the  well-known  fact  that  certain  solutions,  such  as 
lliosc  of  phenolic  compounds  or  of  tannin  matters,  arc  not  decolorised, 
but  acquire  a  darker  colour,  when  treated  with  animal  charcoal. 

It  would  seem  that  this  oxidising  action  plays  an  important  part 
in  the  decolorisation  of  liquids,  the  colonring  matter  being  not  only 
absorbed,  but  also  oxidised.  After  some  time,  the  colouring  matter 
absorbed  by  animal  charcoal  from  wine  cannot  be  recovered  by  treat¬ 
ment  with  alcohol,  because  it  has  been  oxidised  to  colourless  com¬ 
pounds.  Charcoal  which  has  cooled  in  contact  with  carbonic  an¬ 
hydride  has,  in  most  eases,  a  distinctly  lower  decolorising  power  than 
charcoal  which  has  cooled  in  contact  with  air.  C.  H.  B. 

Condensation  of  Carbonic  Oxide  under  the  Influence  of  the 
Silent  Discharge..  By  P.  Schitzexbeuger  ( Compt .  raid.,  110,  560 — 
565). — Brodie  and  Berthelot  observed  that  when  carbonic  oxide  is 
subjected  to  the  silent  electric  discharge,  it  is  converted  into  carbonic 
anhydride  and  a  brown  substance,  to  which  the  former  gave  the 
formula  C403,  and  the  latter  the  formula  C504. 

The  author  finds  that  the  composition  of  the  dark-brown  product  is 
variable,  and  that  the  condensation  of  the  carbonic  oxide  ceases  as 
soon  as  the  gas  contains  10  per  cent,  of  carbonic  anhydride.  The 
experiments  were  made  with  a  simple  discharge  tube  of  the  Wilde- 
Bert helot  form,  the  open  end  dipping  under  mercury,  whilst  the  arma¬ 
tures  were  acidified  water.  Under  these  conditions,  the  rate  of  con¬ 
densation  varied  considerably,  but  was  practically  constant  for  the 
same  tube  used  in  the  same  way.  The  solid  product  had  the  com¬ 
position  C,  45*6;  H,  0  6;  0,  53*8  =  100*0.  When  the  armatures  of 
acidified  water  were  replaced  by  mercury,  condensation  was 
much  slower,  and  the  black  product  had  the  composition  C,  46*4; 
H,  0-9;  O,  52*7  =  100*0.  If  the  armatures  were  surrounded  bv 
jackets  containing  dry  air,  and  every  precaution  was  taken  to 
exclude  moisture,  very  little  condensation  took  place,  even  when 
the  discharge  was  continued  for  48  hours.  It  follows  that  the 
presence  of  small  quantities  of  water  is  essential  to  the  formation  of 
the  black  product,  and  the  author  is  of  opinion  that  the  electric  dis¬ 
charge  carries  oxygen  and  water  through  the  glass,  and  that  there  is 
also  some  evidence  of  a  transport  of  matter  in  the  opposite  direction, 
since  the  total  quantity  of  carbon  in  the  condensed  product  and  the 
carbonic  anhydride  was  less  than  that  in  the  carbonic  oxide  which 
disappeared.  (J.  H.  B. 

Condensation  of  Carbonic  Oxide  and  the  Penetrability  of 
Glass  by  Water.  By  Berthelot  ( Cvm.pt .  rend.,  110,  009—012).— 
Condensation  of  carbonic  oxide  under  the  influence  of  the  silent 
electric  discharge  takes  place  even  when  the  gas  is  separated  from 
water  by  the  walls  of  two  tubes  and  by  an  intervening  air  space,  the 
gas  and  the  apparatus  having  been  very  carefully  dried.  The  coa- 
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densation  and  tlie  composition  of  the  residual  gas  show  that  the  solid 
matter  has  the  composition  C403,  which  confirms  the  author’s  earlier 
experiments.  The  solid  product  is  extremely  hygroscopic,  and  gives 
off  water  if  it  is  heated  after  having  been  exposed  to  the  air.  If, 
however,  it  has  been  kept  out  of  contact  writh  air,  no  evidence  can  be 
obtained  of  the  presence  of  hydrogen  in  it.  The  author  concludes 
that  there  is  no  evidence  that  the  discharge  causes  the  passage  of 
water  through  the  glass.  C.  H.  B. 

Condensation  of  Carbonic  Oxide.  By  P.  Schutzenberger 
( Compt .  rend.,  110,  681—684). — Carbonic  oxide  was  carefully  dried 
with  phosphorus  pentoxide,  and  subjected  to  the  action  of  the  silent 
discharge  in  an  apparatus  surrounded  by  a  jacket  of  dry  air.  Con¬ 
densation  took  place  to  the  extent  of  20c.c.,  5  c.c.  of  carbonic  anhydr¬ 
ide  being  formed,  and  15  c.c.  of  the  carbonic  oxide  condensed  to  a 
black  substance  which  contained  0  00012  gram  of  hydrogen,  equiva¬ 
lent  to  about  O'OOl  gram  of  waiter.  No  further  condensation  took 
place,  because,  according  to  the  author,  the  small  quantity  of  moisture 
present  had  all  been  converted  into  the  black  product.  If,  however, 
the  metallic  armatures  were  replaced  by  armatures  of  acidified  water, 
condensation  rectitumenced,  and  went  on  continuously.  The  author 
considers  this  result  as  further  proof  that  under  the  influence  of  the 
discharge  the  elements  of  w^ater  pass  through  the  glass  (compare  pre¬ 
ceding  and  next  abstracts).  C.  H.  B. 

Observations  on  the  Preceding  Paper  and  on  the  Drying  of 
Gases.  By  Bertheeot  (Compt.  rend.,  110,  684 — 685). —  Glass  and 
mercury  can  only  be  perfectly  dried  when  heated  to  a  moderately 
high  temperature.  If  exposed  to  moist  gases,  a  film  of  water  con¬ 
denses  on  the  surface  of  the  glass  or  ’metal,  and  Cannot  be  removed 
at  the  ordinary  temperature.  If  the  mercury  and  the  india-rubber 
connections  of  a  mercurial  pump  are  in  contact  with  moist  air,  traces 
of  water  may  be  introduced  into  any  apparatus  which  is  connected 
with  the  pump.  The  author  considers  that  the  traces  of  moisture 
wrhich  passed  into  Schutzenberger’s  apparatus  (preceding  abstract) 
were  derived  from  sources  of  this  kind,  and  did  not  pass  through  the 
glass.  C.  H.  B, 

Films  of  Vaporised  Metal.  By  W.  N.  Hartley  ( Proc .  Roy.  Soc., 
46,  88 — 90). — Condensed  electric  sparks  from  an  induction  coil  are 
passed  between  electrodes  of  the  metals  to  be  tested,  a  perforated 
plate  of  mica  being  interposed  in  the  path.  Bings  of  varying  colour 
and  diameter  are  produced.  They  are  metallic  in  the  case  of  the 
noble  metals,  but  consist  of  oxides  when  the  more  oxidisable  metals 
form  the  electrodes.  Gold  gives  films  of  extreme  tenuity,  partly  of  a 
deep  red  or  rose  tint,  but  more  frequently  of  a  blue  colour.  The 
silver  films  are  yellow,  with  a  tinge  of  rose  or  violet.  Silver  containing 
TooVooth  of  gold  gives  distinct  evidence  of  gold,  and  the  metal,  even 
when  prepared  by  the  processes  of  Stas,  gives  a  faint  indication  of 
gold.  H.  K.  T. 
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Reduction  of  Oxides  with  Magnesium.  By  C.  Wfxkler  ( Bcr.t 
23,  772 — 79 2  ;  compare  this  vol.,  pp.  331,  451). — This  paper  deals 
with  the  oxides  of  the  third  group  of  the  periodic  system. 

When  an  intimate  mixture  of  powdered  boric  anhydride  (1  mol.) 
and  metallic  magnesium  (3  atoms)  is  ignited,  preferably  in  a  current 
of  hydrogen,  a  dark-brown  mass  is  formed,  which  is  attacked  only 
with  difficulty  by  water  or  alkalis,  but  dissolves  easily  and  completely 
in  hydrochloric  acid  or  in  solution  of  ammonium  chloride,  in  the 
former  case  with  evolution  of  hydrogen.  It  appears  to  be  a  mixture 
of  magnesium  borate  (MgBiOj)  with  a  boride  of  magnesium,  MggB>. 
An  attempt  to  prepare  the  oxide  BO  by  heating  boric  anhydride 
(1  mol.)  with  magnesium  (1  at.)  was  unsuccessful,  the  same  reaction 
taking  place  as  when  3  atoms  of  magnesium  w'ere  used.  Borax 
(1  mol.)  was  then  heated  with  magnesium  (7  at.),  both  substances 
being  finely  powdered  and  intimately  mixed.  The  mixture  became 
incandescent,  sodium  volatilised,  and  a  dark-brown  mass  was  obtained 
which  evolved  hydrogen  slowly  when  treated  with  cold  water,  rapidly 
With  hot  water  or  hydrochloric  acid.  By  repeatedly  boiling  it  with 
water,  a  solution  containing  sodium  metaborate  was  obtained,  together 
with  a  residual  black  powder,  probably  a  magnesium  boride,  Mg2B5, 
which  was  oxidisable,  and  dissolved  in  hydrochloric  acid  with  evolu¬ 
tion  of  hydrogen  ;  this  hydrogen  had  an  unpleasant  smell,  and  not 
infrequently  inflamed  spontaneously.  The  analytical  data  show  that 
the  following  reaction,  or  something  very  like  it,  must  have  taken 
place: — 3Xa2B407  -f-  21Mg  =  4Na  +  2NaB02  +  17MgO  +  2iIg2B5. 
The  black  powder,  when  treated  with  strong  hot  hydrochloric  acid 
until  the  evolution  of  gas  has  ceased,  leaves  a  residue  which  resembles 
amorphous  boron  in  appearance,  but  has  been  show'n  to  be  a  hydride 
(BSH)  of  that  element  ;  it  is  an  easily  oxidisable  substance,  and 
differs  markedly  from  boron  in  its  chemical  properties.  Evidence 
was  also  obtained  of  the  formation  of  a  gaseous  boron  hydride;  indeed 
the  hydrogen  evolved  in  all  the  cases  mentioned  above  had  an  unplea¬ 
sant  odour,  and  was  probably  mixed  with  some  such  gaseous  com¬ 
pound.  This  compound  could  not  be  isolated,  but  it  is  probably  not 
the  normal  hydride  BH3. 

Aluminium  oxide  (alumina),  1  mol.,  when  heated  with  magnesium 
(3  at.),  glows  and  forms  a  dark-grey  mass  which  evolves  hydrogen 
and  gradually  becomes  colourless  when  it  is  treated  with  water  or 
hydrochloric  acid.  This  product  appears  not  to  be  a  mixture  of 
metallic  aluminium  and  magnesium  oxide,  but  was  found  to  contain 
free  magnesium  and  unreduced  alumina ;  pitffiably  it  contained 
alumina  in  the  foim  of  a  lower  oxide,  AlO.  To  see  if  this  was  the 
case,  alumina  (1  mol.)  was  heated  with  magnesium  (1  at.)  in  a  current 
of  hydrogen,  when  a  nearly  black  powder  was  obtained.  This  was 
found  to  contain  more  than  40  per  cent,  of  the  oxide  AlO,  together 
with  magnesia  and  unaltered  alumina;  these  last  two  substances  had 
combined  together  to  some  extent,  forming  an  artificial  spinel. 

Yttrium  oxide  is  quietly  and  seemingly  completely  reduced  by  igni¬ 
tion  with  magnesium. 

Lanthanum  oxide  is  also  completely  reduced  ;  a  slight  incandescence 
is  observable,  but  the  reaction  otherwise  goes  smoothly. 


094 


ABSTRACTS  OF  CHEMICAL  PAPERS. 


Gallium  oxide  is  reduced  by  magnesium,  the  reaction  being  some¬ 
what  violent,  not  to  say  explosive,  in  character. 

Indium  oxide,  when  heated  with  magnesium,  becomes  incandescent, 
and  gives  rise  to  a  violent  reaction  ;  the  tube  was  destroyed,  and  the 
material  scattered.  An  attempt  to  prepare  a  lower  oxide,  analogous 
to  A10,  was  unsuccessful. 

Tliallic  oxide,  when  heated  with  magnesium,  is  decomposed  by  the 
first  application  of  heat  into  oxygen  and  thallous  oxide,  and  no  further 
reduction  takes  place.  Thallous  carbonate,  however,  is  reduced  by 
magnesium  with  explosive  violence,  and  the  glass  tube  was  shattered. 

It  would  thus  appear  that,  in  this  third  group  of  oxides,  the  energy 
with  which  reduction  by  magnesium  takes  place  is  much  greater  in 
the  second  division  of  the  group  than  in  the  first,  and  in  each  division 
increases  with  the  atomic  weight  of  the  element  concerned. 

C.  F.  B. 

Potassium  Silicofluoride.  By  K.  Preis  (TAsty  Ghent.,  13, 
150 — 151). — Hexagonal  crystals  of  this  salt,  which  was  hitherto 
known  only  in  tesseral  crystals,  were  found,  together  with  calcium 
sulphate,  as  a  deposit  in  a  large  basin  containing  phosphoric  acid  of 
20c  B.,  prepared  from  phosphorites  in  the  chemical  works  of  Pecky, 
Bohemia.  Small,  regular  crystals  of  the  same  compound  were  found, 
together  with  the  hexagonal  form.  The  faces  are  OP  and  '2P,  and 
their  inclination  =  115°  57',  so  that  the  axial  ratio  a  :  c  =  1  :  O'SSoS 
shows  its  isomorphism  (isodi morphism)  with  ammonium  silicofluoride, 
the  latter  being  also  dimorphous.  B.  B. 

New  Form  of  Ammonium  Chloride.  By  G.  Geisenheimer  and 
F.  Leteur  ( Gompt .  remh,  110,  576 — 577). — A  saturated  solution  of 
ammonium  chloride,  'which  had  been  used  for  washing  the  precipitated 
double  chlorides  in  the  preparation  of  pure  iridium  by  the  method  of 
Deville  and  Debray,  deposited  the  salt  in  long,  pale-rose  or  brown-red 
crystals,  which  contained  0‘71  to  0'93  per  cent,  of  ruthenium  in  the 
form  of  subchloride.  On  recrystallisation,  the  crystals  became  quite 
white.  The  crystals  were  ruacles  ;  the  tangents  to  the  centres  of  two 
faces  made  an  angle  of  65°  15',  and  the  tangents  to  the  faces  along 
an  edge  made  an  angle  of  8'2°  30'.  It,  is  probable  that  these  crystals 
consist  of  the  modification  of  ammonium  chloride  described  by  Le  Bel 
(this  voh,  p.  475),  made  stable  by  the  presence  of  the  small  quantity 
of  ruthenium  subchloride.  C.  H.  B. 

Action  of  Sodium  Thiosulphate  on  Silver  Salts.  By  J.  Fogh 
(Gompt.  rend.,  HO,  709 — 711). — The  decomposition  of  silver  nitrate 
(2  mols.)  by  sodium  thiosulphate  (1  mol.)  with  formation  of  sodium 
nitrate,  silver  sulphide,  and  dissolved  sulphuric  acid,  is  complete  in 
four  or  five  minutes,  and  develops  +46  Cal.  at  15°.  The  calculated 
result  is  +45"2,  but  it  is  deduced  from  a  large  number  of  different 
experiments  and  data,  and  can  only  be  regarded  as  approximate.  The 
reaction  takes  place  in  two  phases,  namely,  the  formation  of  silver 
thiosulphate  and  the  decomposition  of  the  latter  in  presence  of  water, 
but  the  thermochcmical  disturbances  corresponding  with  each  phase 
could  not  be  determined  directly  because  of  the  rapidity  of  decom¬ 
position.  Calculating  from  analogy,  the  heat  of  formation  of  silver 
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thiosulphate  is  +104  Cal.,  and  lienee  the  first  phase  of  the  reaction 
should  develop  +">”2  Cal.,  and  the  second  +40  Cal.,  a  result  which 
explains  the  fact  that  the  decomposition  becomes  complete  without  the 
aid  of  extraneous  energy. 

The  dissolution  of  silver  thiosulphate  in  excess  of  a  solution  of 
sodium  thiosulphate,  develops  +  3  PS  Cal.  at  12s.  The  conversion  of 
silver  chloride  and  bromide  into  thiosulphate  would  absorb  1.4  x 
2  Cal.,  and  1 7'3  X  2  Cal.,  and  the  solution  of  these  compounds  in  a 
solution  of  sodium  thiosnlphate  is  determined  by  the  formation  of  the 
sodium  silver  thiosulphate.  The  conversion  of  silver  iodide  into  thio¬ 
sulphate  would  absorb  4S-4  Cal.,  a  quantity  greater  than  that 
developed  by  the  combination  of  silver  thiosnlphate  and  sodium  thio¬ 
sulphate,  and  hence  a  solution  of  sodium  silver  thiosulphate  yields  a 
precipitate  of  silver  iodide  on  addition  of  a  soluble  iodide,  and  silver 
iodide  does  not  dissolve  in  sodium  thiosulphate  solution  without  the 
aid  of  extraneous  energy.  C.  H.  B. 

Monoealcium  Phosphate.  By  I.  Stoklasa  ( Listy  Chem.,  13, 
204 — 210,  240 — 243,  274 — 2S3). —  Monocalcium  phosphate,  CaH/POj)- 
+  HoO,  was  prepared  by  dissolving  pure  diealeium  phosphate  in 
31  per  cent,  phosphoric  acid,  and  reerystal Using.  It  was  then  washed 
with  absolute  alcohol  and  ether,  and  dried.  Washing  with  ether  only 
(Erleumeyer,  Birnbaum,  Wattenberg)  never  removes  the  free  phos¬ 
phoric  acid  completely,  so  that  if  prepared  in  this  way  it  may  contain 
several  per  cent,  of  free  phosphoric  acid.  The  presence  of  the  latter  may 
be  proved,  either  by  treatment  with  absolute  alcohol,  or  by  dissolving 
the  salt  completely  in  water  and  estimating  volumetrically  with  deei- 
normal  potash  in  the  presence  of  methyl-orange.  Alcohol  containing 
only  small  quantities  of  water  decomposes  monoealcium  phosphate. 
The  author  finds  that  even  the  purest  preparations  decompose  in 
closed  vessels  spontaneously,  so  that  about  O'Oo  of  free  acid  is  formed 
in  a  month. 

Monoealcium  phosphate  is  not  hygroscopic,  as  usually  stated, 
especially  by  Birnbaum  and  Packard.  It  attracts  some  moisture  in 
an  atmosphere  saturated  with  aqueous  vapour,  but  loses  it  again  in 
dry  air.  The  hygroscopic  nature  of  the  preparation  observed  by  the 
authors  quoted  above  is,  as  the  author  shows,  due  to  the  presence  of 
free  phosphoric  acid,  of  which  at  least  0*2  per  cent,  must  have  been 
present  in  Birnbaum’s  specimen.  Steam  at  80°  decomposes  mono- 
calcium  phosphate.  With  regard  to  the  very  discrepant  statements 
as  to  the  decomposition  of  monoealcium  phosphate  by  cold  water,  the 
author  has  treated  pure  preparations  with  varying  quantities  of  water, 
and  gives  his  results  in  a  tabular  form  ;  the  decomposition  being 
represented  by  the  general  formula  aCaH4(P04)2,H->0  +  H40  = 
(a  -  l)CaHj(P04).,H26  +  CaHP04  +  2H20  +  H3P04.  For  example, 
for  1  part  of  salt  and  1  part  of  water  a  —  4,  and,  therefore,  the 
quantity  of  undecomposed  salt  going  into  the  aqueous  solution  ( a  —  1) 
=  3,  26  per  cent,  of  the  salt  being  decomposed  in  the  above  manner. 
With  increase  in  the  quantity  of  water,  more  salt  goes  into  solution, 
and  when  1  part  of  salt  is  treated  with  200  parts  of  water,  the  decom¬ 
position  is  very  small,  whereas  the  solution  is  complete ;  here 
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a  =  1024,  and  from  this  only  1  part  is  decomposed  =  0'1  per  cent. 
The  decomposition  is  regular,  for,  whereas,  for  the  proportion  of 
1  salt  :  1  water,  the  quantity  of  free  phosphoric  acid  formed  =  7*51 , 
for  1  salt  :  25  water,  that  quantity  becomes  one-half  this  —  3‘75,  and 
for  every  increase  of  25  parts  of  water  again  one-half  of  the  previous 
a  nount.  The  salt  dissolves  in  200  parts  of  water  to  a  clear  solution, 
and  at  this  point  it  becomes  impossible  to  prove  the  existence  of  the  free 
add,  which  would  indicate  decomposition.  Above  this  limit  the  mono¬ 
calcium  phosphate  is  l'e-formed  from  its  products  of  decomposition — 
dicalcium  phosphate  and  phosphoric  acid.* 

Free  phosphoric  acid,  added  to  monocalcium  phosphate  solutions, 
prevents  their  decomposition.  If  we  add  to  monocalcium  phosphate 
such  a  quantity  of  free  phosphoric  acid  as  would  be  formed  by  the 
decomposition  of  the  salt,  no  decomposition  takes  place;  for  example, 
for  1  salt  :  1  water,  this  quantity  will  be  7‘5  per  cent.,  as  seen  from 
the  result  stated  above.  If  Erlenmeycr  finds  the  solubdity  of  the  salt 
1  :  100,  it  follows  that  the  presence  of  0’4  per  cent,  of  free  phosphoric 
acid  in  his  salt  had  prevented  the  decomposition  and  increased  the 
solubility. 

The  author's  conclusions  as  regards  the  solubility  of  superphos¬ 
phates  and  disuperphosphates  in  water,  are  of  technical  interest. 

B.  B. 

Strontium  Chlorate  and  the  Velocity  of  its  Decomposition  by 
Heat.  By  A.  Potilitzin  ( ,T .  Russ.  Chem.  Soc.,  21,  451 — 406  ;  compare 
Abstr.,  1888,  219;  1889,  338  ;  this  vol.,  p.  333). — Strontium  chlorate, 
according  to  Wachter  ( J.pr .  Chem.,  1843,  30,  231)  and  Topsde,  is  an¬ 
hydrous;  according  to  Louchay,  it  crystallises  with  5  mols.  H20.  It  is 
always  described  as  very  deliquescent.  The  author  prepared  the  salt 
by  repeated  recrystallisation  of  the  commercial  preparation,  until  its 
solution  gave  no  precipitate  with  silver  nitrate.  At  the  ordinary  tempe¬ 
rature,  the  salt  crystallises  in  transparent,  rhombic  octahedra,  which 
are  almost  insoluble  in  absolute  alcohol,  and  not  deliquescent.  It 
attracts  some  moisture  in  wet  weather, and  loses  it  again  in  dry  weather; 
if,  however,  the  salt  contains  strontium  chloride,  it  is  deliquescent.  It 
forms  supersaturated  solutions,  and,  according  to  the  author’s  theory, 
it  ought  to  exist  in  allotropic  modifications  (this  vol.,  p.  333)  ;  this 
was  found  to  be  the  case.  On  gradually  cooling  its  hot  saturated 
solution  to  10°,  small,  monoclinic  scales  are  obtained,  but  after  a  time 
the  ordinary  octahedral  crystals  are  deposited  from  the  same  solution. 
A  third  form  of  this  salt  is  obtained  at  the  ordinary  temperature 
from  a  very  stroug  supersaturated  solution,  but  only  when  the 
liquid  has  a  certain  concentration  ;  it  forms  long  prisms  or  scales, 
but  if  these  are  left  in  the  mother  liquor,  from  which  they  have 
separated,  they  soon  dissolve  again.  A  fourth  form  of  the  salt 
separates  from  a  solution  of  the  salt  at  70 — 90° ;  these  crystals  are 
long,  rhombic  prisms,  but  only  a  small  quantity  was  obtained.  The 
hydrated  salt,  Sr(Cl03)2  +  3H20,  was  prepared  by  taking  a  59  per 

#  Probably  a  state  of  unstable  equilibrium  sets  in  between  these  three  substances, 
if  Mendeleeii’s  theory  of  solution  is  correct. — B.  B. 
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rent,  solution  of  the  salt,  and  cooling  it  to  — 40°;  fine,  needle-shaped 
crystals  then  separated,  together  with  some  ice,  and  on  placing  these 
in  another  solution  containing  04  per  cent,  of  the  salt,  cooled  to  —20° 
or  — 25'',  they  continued  to  grow,  and  then  formed  four-sided  prisms 
with  a  pyramidal  end,  belonging  to  the  rhombic  system ;  these 
lose  their  water  completely,  when  exposed  to  the  air  at  the  ordinary 
temperature.  A  solution  of  the  salt  containing  04  per  cent.,  when 
cooled  in  a  closed  vessel,  to  —95°,  is  gradually  converted  into  a 
gelatinous  mass,  and  no  change  is  brought  about  by  the  introduction 
of  a  crystal  of  the  anhydrous  or  of  the  hydrated  salt,  but  when  the 
solution  becomes  mobile  at  — 70°  to  — 00°,  a  crystal  of  the  hydrated 
salt  grows  slowly,  and  crystals  of  the  trihydrated  salt  arc  formed  in 
the  liquid.  The  composition  of  the  above  gelatinous  mass,  formed  at 
—  95°,  corresponds  with  the  formula  Sr(C103)2  -f-  SH20. 

On  heating  the  anhydrous  salt,  a  very  slow  decomposition  ensues  at 
290°.  When,  at  a  higher  temperature,  10  per  cent,  of  oxygen  has  been 
given  off,  the  salt  fuses,  and  then  consists  of  a  mixture  of  Sr(C103)2  4- 
8>r(C104)2  4-  SrCl2.  The  rate  of  decomposition  of  the  chlorate  is 
somewhat  rapid  at  first,  up  to  the  point  "when  the  salt  begins  to  fuse  ; 
then  the  decomposition  becomes  slower.  When  the  loss  amounts  to 
10  per  cent.,  it  fuses  completely,  and  the  rate  of  decomposition  again 
increases  up  to  a  loss  of  1G  to  20  per  cent,  at  3G8°,  after  which  the 
rate  of  decomposition  is  found  to  diminish;  the  loss  amounting  to 
28 — 29  per  cent,  after  heating  for  30  minutes  at  395°.  The  total 
decomposition  (a  loss  of  37*7  per  cent.)  is  reached  only  after  19  hours 
35  minutes.  The  decomposition  of  strontium  chlorate,  in  its  different 
phases,  is  represented  by  the  general  formula  ASr(C103)3  =  mSrCl3 
4-  «Sr( CIO*)-.  4-  pO.  Different  samples  of  the  chlorate  "were  heated 
for  different  intervals  of  time  up  to  a  temperature  of  368°,  and  the 
products  of  reaction  were  again  weighed  and  analysed  in  the  same 
manner  as  in  the  case  of  lithium  chlorate.  A  small  quantity  of 
strontium  oxide  was  formed  at  the  same  time.  As  long  as  any  excess 
of  chlorate  is  present,  the  reaction  tends  to  produce  a  maximum  of 
perchlorate,  and  this  maximum  is  reached  when  about  three-fourths 
of  the  chlorate  is  decomposed.  In  this  phase  the  decomposition  is 
represented  by  the  following  reaction: — 

llSr(C103)2  =  9SrCl2  4-  2Sr(C104),  4-  2503. 

Later  on  the  quantity  of  perchlorate  diminishes,  and  when  25  per 
cent,  of  oxygen  has  been  evolved,  the  relation  becomes  7Sr(C103)2  = 
6SrCl3  4-  Sr(C10i)34-1703.  That  strontium  perchlorate  is  decomposed 
according  to  the  equation  ASr(C104)2  =  »SrCl3  4-  mSr(C103)2  4- 
yO>,  has  been  shown  by  direct  experiments,  which  will  form  the  object 
of  a  future  communication.  B.  B. 

Beryllium.  By  G.  Kruss  and  H.  Moraht  (Tier.,  23,  727 — 737). — 
The  material  employed  in  this  investigation  was  a  light-green  leuco- 
phane  from  Arendal,  in  Norway.  In  order  to  isolate  the  beryllium 
oxide,  the  mineral,  separated  as  far  as  possible  from  the  tourmaline 
contained  in  it,  was  finely  powrdcred,  mixed  with  water  to  form  a 
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paste,  and  an  excess  of  concentrated  sulphuric  acid  added.  After 
evaporating  off  most  of  the  acid,  the  above  treatment  was  repeated, 
and  the  residue  extracted  -with  water,  the  extract  poured  into  an 
excess  of  ammonium  carbonate  solution,  and  an  excess  of  ammonia 
added.  After  remaining  for  10  days,  the  precipitate  was  filtered  off, 
the  filtrate  boiled,  and  the  precipitate  then  formed  was  collected, 
washed,  and  ignited.  The  residue  consists  chief]}'  of  beryllium  oxide, 
mixed  with  ferric  oxide  and  alumina.  The  last  two  compounds  are,  as 
A.  Zimmerman  has  pointed  out  (J.  pr.  G/iem .,  76,  1),  extremely  diffi¬ 
cult  to  remove,  and  in  the  further  purification  his  method  was 
adopted.  The  mixture  of  oxides  was  dissolved  in  hydrochloric  acid, 
precipitated  with  ammonia,  and  a  quantity  of  ammonium  carbonate 
solution  added,  which  was  insufficient  to  dissolve  the  whole  of  the 
precipitate.  After  10  days  the  solution  was  filtered,  and,  as  suggested 
by  Humpidge  ( Proc .  Roy.  Soc.,  39,  1),  a  strong  current  of  steam 
passed  through  the  solution,  and  the  first  portion  of  the  precipitate 
taken,  and  subjected  to  the  same  treatment  four  times.  The  pre¬ 
cipitate  of  beryllium  oxide  finally  obtained  was  free  from  iron  and 
snow-white. 

The  reduction  of  the  oxide  by  means  of  magnesium  powder  (this 
vol.,  p.  451)  gave  a  metal  contaminated  with  silica.  To  obtain  a 
purer  beryllium,  the  oxide  was  converted  into  potassium  beryllium 
fluoride,  HjBeFj,  by  dissolving  the  oxide  in  hydrofluoric  acid, 
adding  potassium  flnoride  to  the  concentrated  solution,  and  recrystal¬ 
lising  toe  salt  repeatedly  from  water.  This  was  heated  to  bright 
redness  for  31  minutes  with  the  calculated  quantity  of  sodium  in  a 
steel  crucible.  In  the  residue,  hexagonal  crystals  of  beryllium  could 
be  seen,  as  well  as  beryllium  powder,  slightly  contaminated  with  iron 
and  beryllium  oxide.  In  a  second  experiment,  the  mixture  was  heated 
at  a  lower  red  heat  for  26  minutes;  the  beryllium  thus  obtained  was 
free  from  iron,  but  coutained  a  considerable  quantity  of  beryllium 
oxide. 

Beryllium  oxide  behaves  as  a  feeble  acid  towards  strong  bases. 
Potassium  heryUate,  Be(OIv):!,  obtained  by  dissolving  beryllium  oxide 
in  aqueous  or  alcoholic  potash,  forms  a  snow-white  mass  with  a  silky 
lustre,  but  cannot  be  obtained  free  from  potassium  carbonate. 

Towards  feeble  acids  beryllium  oxide  behaves  as  a  base.  Aqueous 
sulphurous  acid  dissolves  freshly  precipitated  beryllium  hydroxide, 
and  the  solution,  on  evaporation,  leaves  a  gummy  mass,  of  the  com¬ 
position  BeSOa,BeO.  If  this  be  treated  with  alcohol  and  a  little 
sulphurous  acid,  and  the  solution  again  allowed  to  evaporate,  a  second 
amorphous  basic  sulphite,  3BeS03,Be0,  is  obtained.  If,  however,  the 
freshly  precipitated  hydroxide  be  added  to  a  saturated  alcoholic 
solution  of  sulphurous  anhydride,  the  solution  gives  a  white,  crystal¬ 
line  residue  on  evaporation  in  a  vacuum  over  sulphnric  acid  and  alkali. 
Its  analysis  shows  it  to  be  the  normal  sulphite  BeSOa,  but  it  is 
decomposed  by  both  alcohol  and  water. 

Freshly  precipitated  beryllium  hydroxide  does  not  act  on  boric 
acid,  and  barium  borate  gives  no  beryllium  borate  on  treatment  with 
beryllium  sulphate,  but  simply  the  hydroxide.  The  borate  may,  how¬ 
ever,  be  obtained  by  precipitating  beryllium  chloride  solution  with  borax 
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solution,  or  by  neutralising  the  same  with  so  limn  carbonate  in  pre¬ 
sence  of  a  large  excess  of  boric  acid.  It  is  a  white-  precipitate, 
resembling  beryllium  hydroxide,  and  has  the  composition  5Be(), 

The  beryllium  oxide  obtained  by  the  method  above  described  dis¬ 
solves  in  concentrated  hydrochloric  acid  with  a  greenish-yellow  colour. 
This  fact,  although  not  previously  published,  has,  according  to  private 
communications  to  the  authors,  also  been  observed  by  *Toy,  Xilson. 
and  l’etterson,  and  is  due  to  the  pi-esence  of  some  impurity,  which 
mav  be  removed  as  follows:  —  The  colourless  solution  obtained  after 
the  purification  with  ammonium  carbonate  is  treated  with  ammonium 
sulphide,  thoroughly  shaken,  allowed  to  remain  for  two  days  in  a 
well-closed  bottle,  and  filtered  from  a  small  quantity  of  black  pre¬ 
cipitate  formed.  The  beryllium  carbonate  obtained  on  boiling  the 
filtrate  and  the  beryllium  oxide  formed  from  the  latter  by  ignition, 
then  dissolve  in  concentrated  hydrochloric  acid  with  formation  of  a 
perfectly  colourless  solution. 

The  beryllium  oxide  thus  purified  was  utilised  for  a  redetermination 
of  the  atomic  weight  of  beryllium.  The  numbers  obtained  varied 
from  9’08  to  9-25,  the  lower  number  being  that  previously  obtained 
by  Xilson  and  Petterson.  H.  G.  C. 

Lead  Tetrachloride.  By  I.  Friedrich  ( Listy  Chem .,  17,  67 — GS). 
— In  this  preliminary  notice  the  author  refers  to  the  work  of 
Xikoljukin  (J.  Jinss.  Chem  Soc 1 885,  907 — 210),  who  prepared  the 
double  salts  of  ammonium  chloride  and  of  potassium  chloride  with  lead 
tetrachloride  without  entering  more  fully  into  the  subject.  The  very 
stable  ammonium  double  salt  yielded,  by  a  method  which  the  author 
proposes  to  describe  more  fully,  a  liquid  of  3'2  sp.  gr.,  which  above 
0°  is  decomposed  into  lead  dicliloride  and  free  chlorine;  the  analysis 
of  this  compound  shows  that  it  is  lead  tetrachloride,  PbCh- 

B.  B. 

Lead  Oxides.  By  G.  Kassner  (Arch.  Charm.  [3],  28,  171 — 178). 
—  file  author  briefly  discusses  views  which  have  been  published  on 
the  composition  of  the  various  oxides  of  lead.  In  a  previous  paper  (this 
vol.,  p.  561)  he  lias  described  the  production  of  plumbates  corre¬ 
sponding  with  the  ortlio-acid  H4Pb04,  which  has  not  yet  been 
isolated.  The  already  known  hydrate  Pb02.H20,  obtained  as  a 
bluish-black  deposit  at  the  positive  pole  when  lead  solutions  are 
decomposed  by  the  electric  current,  may  be  represented  by  PbO(OH)., 
and  as  it  contains  a  molecule  less  water  than  the  ortlio-acid,  may  be 
called  metaplumbic  acid  ;  lead  sesquioxide  may  be  expresed  as  a  salt  of 
this  acid,  PbO'.02!Pb.  The  oxide  Pb304  follows  as  an  orthoplumbate, 
Pb(02Pb)2.  The  peroxide,  Pb02,  is  to  be  considered  as  the  anhydride 
both  of  ortlioplnmbic  and  metaplumbic  acid.  Other  compounds 
of  lead  and  oxygen  are  known  besides  tlie  ortlio- and  meta-plumbates, 
sncli  compounds  as  Pbi05,  Pb507,  itc.  These  compounds  cannot  be 
considered  as  simple  molecular  aggregates  of  PbO  and  PI13O4,  but 
must  be  chemical  compounds,  seeing  that  they  resist  the  action  of 
weak  solvents  which  would  otherwise  take  up  PbO.  Structural 
formulas  which  may  represent  PbjOj  are  given.  The  composition  of 
the  earthy  plumbates  indicates  that  only  tctratomic  lead  is  present. 
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Genther  has  shown  that  lead  oxide  does  not  contain  PbO,  but  a  poly- 
meride  of  this,  either  Pb303  or  Pb606 ;  consequently  in  the  formation 
of  the  plumbates  this  polymeric  molecule  must  undergo  decomposi¬ 
tion  ;  it  is,  therefore,  probable  that  the  polymeric  molecule  only  exists 
as  such  in  the  cold,  whilst  molten  lead  oxide  consists  of  the  simple 
molecule  PbO.  J.  T. 

Lead  Thiosulphate.  By  J.  Fogii  ( Compt .  rend.,  110,  522 — 523). 
— When  dilute  solutions  of  lead  acetate  and  sodium  thiosulphate  are 
mixed,  the  lead  is  completely  precipitated  in  the  form  of  anhydrous 
thiosulphate,  PbS203,  with  development  of  +  5’8  Cal.  at  10°.  This 
corresponds  with  8‘G  Cal.  for  the  solid  acetate  and  thiosulphate. 
The  lead  thiosulphate  immediately  after  precipitation  dissolves  com¬ 
pletely  in  a  solution  of  sodium  thiosulphate  with  absorption  of 
—  0302  Cal.  at  11°.  The  dried  precipitate  requires  a  stronger  solu¬ 
tion  of  the  sodium  salt  for  rapid  solution,  but  the  absorption  of  heat 
(  —  0418  Cal.)  is  practically  the  same,  and  hence  the  physical  condi¬ 
tion  of  the  thiosulphate  is  not  changed  during  the  process  of  washing 
and  drying.  It  follows  that  as  the  heats  of  formation  of  lead 
acetate  and  sodium  acetate  and  thiosulphate  from  their  elements  are 
known,  the  heat  of  formation  of  the  lead  thiosulphate  from  its  elements 
can  be  calculated  from  the  result  of  the  first  experiment.  Taking  the 
heat  of  formation  of  dissolved  thiosulphuric  acid  as  +  79’4  Cal., 

Pb  -f  S2  +  03  —  Pb2S203,  develops  +152  Cal. 

C.  H.  B. 

Decomposition  of  Lead.  Thiosulphate  by  Heat:  Lead  Tri- 
thionate.  By  J.  Fogii  (Compt.  rend.,  110,  524 — 525). — When  dry 
lead  thiosulphate  is  heated,  it  yields  lead  sulphide,  lead  sulphite,  lead 
sulphate,  and  sulphurous  anhydride;  but  if  the  thiosulphate  is  boiled 
with  water  for  a  long  time,  the  sole  products  are  lead  sulphide  and 
lead  trithionate  in  equal  molecular  proportions. 

Lead  trithionate  also  separates  very  slowly  in  small,  slender  needles 
from  a  mixture  of  saturated  solutions  of  lead  acetate  and  potassium 
trithionate.  When  dried  in  a  vacuum,  it  is  anhydrous.  If  heated 
gently,  sulphur  is  given  oil;  and  if  heated  more  strongly,  sulphur 
vapour  and  sulphurous  anhydride  are  evolved,  and  a  black  residue  is 
left.  It  is  only  slightly  soluble  in  water,  and  the  solution  may  be 
boiled  for  some  time  without  alteration,  but  if  evaporated  on  a  water- 
bath,  partial  decomposition  into  sulphide  and  sulphate  takes  place. 

Lead  trithionate  dissolves  completely  in  a  solution  of  sodium  thio¬ 
sulphate  ;  heat  of  dissolution  =  —  5’U  Cal.  at  10° — 

Pb  +  S3  +  06  +  Aq  —  PbS306  diss.  . .  develops  +280'2  Cal. 

Pb  +  S3  +  06  —  PbS306  solid .  ,,  +285'2  ,, 

The  conversion  of  lead  thiosulphate  into  the  sulphide  and  the  tri¬ 
thionate  is  endothermic  and,  if  the  trithionate  is  all  dissolved,  is 
accompanied  by  an  absorption  of  about  —  G'O  Cal.  C.  H.  B. 

Lead  Sodium  Thiosulphates.  By  J.  Fogii  (Compt.  rend.,  110, 
571 — 573). — Lead  sodium  thiosulphate  is  obtained  by  mixing  solu- 
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(ions  of  sodium  thiosulphate  and  lead  acetate,  and  adding1  alcohol  to 
the  mixture.  If  the  solutions  are  concentrated,  the  liquid  separates 
into  two  layers,  and  when  the  lower  layer  is  treated  with  more  alco¬ 
hol,  it  solidifies  to  a  white,  amorphous  mass  of  variable  composition. 
The  heat  of  solution  of  this  product  indicates  that  it  is  a  mixture  of 
lead  sodium  thiosulphate  and  hydrated  sodium  thiosulphate,  and  it  is 
probable  that  the  complex  lead  sodium  thiosulphates  described  by 
previous  investigators  wrere  really  mixtures  of  the  same  kind. 

If  the  solutions  are  dilute,  a  white,  gelatinous  precipitate  forms 
and  gradually  changes  to  crystalline  plates.  When  dried  in  a 
vacuum,  the  crystals  have  the  composition  PbS^O^N’.'u.SoCL,  and  are 
identical  with  the  double  salt  described  by  A.  Lenz.  The  heat  of 
solution  of  this  compound  in  a  dilute  solution  of  sodium  thiosulphate 
is  — 4‘1  Cal.  at  10°,  and  hence  its  heat  of  formation  from  its  con¬ 
stituent  salts  is  +  5'3  Cal.  C.  H.  B. 

Conditions  of  the  Reaction  between  Copper  and  Nitric 
Acid.  By  Y.  H.  Vicley  ( Pror. .  Roy.  Soc.,  46,  21G — 222). — Spheres 
of  copper,  introduced  into  dilute  nitric  acid  and  kept  in  violent 
agitation  (compare  Trans.,  1SS9,  361),  were  found  to  be  more  rapidly 
attacked  by  acid  which  had  been  previously  used  in  similar  experi¬ 
ments  than  by  fresh  acid.  The  increased  rate  of  solution  was  found 
to  be  due  to  the  nitrous  acid  generated.  Xitric  acid  of  sp.  gr.  1*41 
was  freed  from  nitrous  acid  by  passing  a  current  of  air  through  it  at 
at  a  temperature  not  exceeding  30°.  When  the  copper  spheres  were 
introduced  into  this  acid,  no  evolution  of  gas  occurred  for  three 
minutes,  but  the  acid  contained  a  considerable  quantity  of  nitrous 
acid  after  five  minutes.  If  carbamide  be  added  to  the  acid,  the  action 
is  considerably  retarded,  but  proceeds  rapidly  when  once  commenced. 
In  one  experiment  in  which  1  gram  of  carbamide  was  added  to  a  litre 
of  the  acid,  the  copper  sphere  remained  unattacked  during  a  period 
of  an  hour.  A  current  of  air  driven  through  the  acid  has  the  same 
effect  as  carbamide  in  removing  nitrous  acid  and  preventing  the  solu¬ 
tion  of  the  copper.  H.  K.  T. 

Action  of  Sulphuric  Acid  on  Aluminium.  By  A.  Ditte 
( Compt .  rend.,  110,  573 — 576). — When  aluminium  foil  is  placed  in 
sulphuric  acid  of  2'5  per  cent.,  it  at  first  seems  to  undergo  no  change, 
but  after  a  time  the  surface  loses  its  polish  and  becomes  matt,  and 
bubbles  of  gas  appear  and  increase  in  quantity  as  the  surface  becomes 
rougher.  Eventually  the  aluminium  dissolves  completely.  In  a 
vacuum,  the  phenomena  are  similar,  but  follow'  one  another  more 
rapidly,  the  air  condensed  on  the  surface  being  given  off  first,  followred 
as  soon  as  the  pressure  is  low'  by  the  hydrogen  liberated  by  the  action 
of  the  acid.  Like  amalgamated  zinc,  the  aluminium  is  attacked 
immediately  on  its  immersion  in  the  acid,  but  the  surface  becomes 
covered  with  a  film  of  hydrogen,  which  prevents  further  action. 

If  the  sulphuric  acid  is  mixed  w'ith  a  small  quantity  of  any  chlo¬ 
ride  w'itli  a  heat  of  formation  greater  than  that  of  aluminium  chloride 
(platinum,  gold,  copper,  mercury),  the  evolution  of  hydrogen  is  much 
more  rapid.  The  chlorides  of  iron,  zinc,  &c.,  have  no  such  effect. 
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In  presence  of  traces  of  the  active  chlorides,  the  evolution  of 
hydrogen  is  at  first  rapid,  but  after  a  time  it  slackens,  and  a  white 
deposit  of  basic  aluminium  sulphate,  2A1,03,S03,  is  formed,  and 
increases  in  quantity  until  the  whole  of  the  aluminium  has  been 
dissolved. 

Aluminium,  under  atmospheric  pressure,  is  not  attacked  by  a 
solution  of  aluminium  sulphate,  but  in  a  vacuum,  air  is  first  dis¬ 
engaged  from  the  surface  of  the  metal,  and  the  latter  is  then  con¬ 
verted  into  the  basic  sulphate  with  evolution  of  hydrogen.  The 
same  change  takes  place  readily  even  under  atmospheric  pressure  if 
a  trace  of  one  of  the  active  chlorides  is  added. 

The  displacement  of  copper  from  copper  sulphate  by  aluminium  is 
an  exothermic  change,  but  does  not  take  place  under  ordinary  con¬ 
ditions  even  in  presence  of  free  acid.  After  prolonged  contact, 
the  aluminium  is  slowly  attacked,  the  rapidity  of  the  reaction  in¬ 
creasing  as  the  surface  of  the  metal  becomes  roughened.  In  presence 
of  a  trace  of  one  of  the  active  chlorides,  the  deposition  of  copper  is 
much  more  rapid,  even  in  absence  of  free  sulphuric  acid. 

The  same  explanation  holds  in  all  cases  where  the  aluminium  does 
not  readily  enter  into  a  reaction  which  would  be  exothermic.  The 
surface  of  the  metal  becomes  covered  with  a  thin  layer  of  gas,  which 
prevents  further  change,  but  which  can  be  removed  by  reduction  of 
pressure  or  b}’  the  roughening  of  the  surface  of  the  aluminium  in  con- 
sequeuce  of  the  deposition  of  another  metal  upon  it.  C.  H.  B. 

Action  of  Nitric  Acid  on  Aluminium.  By  A.  Ditte  ( Compt . 
rend.,  110,  782 — 784). — The  action  of  nitric  acid  and  nitrates  on 
aluminium,  like  the  action  of  sulphuric  acid  and  sulphates  (preceding 
abstract),  is  impeded  by  the  formation  of  a  film  of  gas  on  the  surface 
of  the  metal.  If  the  action  takes  place  in  a  vacuum,  or  if  the  liquids 
are  heated,  dissolution  of  the  metal  takes  place  much  more  rapidly. 
Very  dilute  nitric  acid  yields  nitrogen,  nitric  oxide,  and  ammonia. 
Nitric  acid  of  3  per  cent.,  mixed  with  a  small  quantity  of  platinum 
chloride,  dissolves  aluminium,  with  very  slight  evolution  of  gas  and 
formation  of  considerable  quantities  of  ammonium  nitrate.  Alu¬ 
minium  dissolves  iu  a  solution  of  the  normal  nitrate,  especially  on 
beating,  with  evolution  of  hydrogen  and  formation  of  the  basic 
nitrate  2A1 .03,N2O5,10HsO.  At  the  ordinary  temperature,  dissolution 
takes  place  very  slowly,  but  the  action  is  somewhat  more  rapid  in  a 
vacuum.  The  decomposition  of  warer  by  aluminium  would  result  in 
the  formation  of  the  hydroxide  and  hydrogen,  either  of  which  can 
form  a  protecting  film  on  the  surface  of  the  metal.  In  presence  of 
any  salt  which  will  dissolve  the  aluminium  hydroxide,  the  metal  is 
gradually  attacked.  Salts  which  do  not  dissolve  alumina  have  no 
influence  on  the  change.  C.  H.  B. 

Fluoroxy-salts  of  Molybdenum.  By  F.  Mauro  ( Gazzetta ,  19, 
179 — 195). — After  an  historical  account  of  the  molybdenum  com¬ 
pounds  of  the  type  iIoX5,  the  author  calls  attention  to  the  fact  that 
the  pentachloride  and  the  compound  VoCl^POCh  are  the  only  com¬ 
pounds  of  that  class  the  composition  of  which  is  firmly  established, 
inasmuch  as  Blomstrand's  analyses  of  his  violet  and  brown  oxychlorides 
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(J.  pr.  Chem 71,  459)  do  not  agree  sufficiently  well  with  the  formula; 
calculated,  whilst  the  generally  received  formula  for  the  blue  oxide, 
Mo.,U5,  depends  on  the  analyses  of  Wohler  and  Huff  (Aniiahn,  110, 
275),  and  of  Rammelsberg  (Ann.  Vliys.  Chem.,  127,  290),  all  of 
which  agree  better  with  the  formula  Mo3Os.  Rammelsberg ’s  analyses 
of  the  hydrated  oxide  Mo3Oo,dHaO  likewise  agree  better  with  the 
formula  MojO^olLO. 

Normal  potassium  jiuoroxyhypomolybdate,  MoOF3,2KF,H30,  is  best 
obtained  by  adding  potassium  hydrogen  fluoride  to  a  solution  of 
hydrated  molybdenum  dioxide  in  hot  l^drofluoric  acid  ;  on  cooling, 
the  hypomolybdate  separates  in  very  thin,  blue  plates.  Tt  may  also 
be  prepared  by  the  electrolysis  of  a  solution  of  potassium  fluoroxy- 
molybdate,  Mo02F2,2KF,ld20,  in  dilute  hydrofluoric  acid.  Tt  crystal¬ 
lises  from  a  solution  containing  excess  of  hydrofluoric  acid  in  large, 
transparent,  monoclinic  lamina1,  having  a  vitreous  lustre — 

a:b:c=  099975  :  1  :  1*03200 ;  £  =  80°  56'  27". 

Forms  observed— (100),  (010),  (001),  (101),  (021),  (111),  (110) 

(111),  (112). 

Principal  angles  001  :  100  =  SO  56';  001  :  101  =  129°  24'- 
001  :  02 L  =  63°  52';  001  :  111  =  51°  7';  001  :  110  =  83J  34'; 
001  :  111  =  120°  9';  110  :  110  =  S9°  16'. 

From  these  figures  it  appears  that  potassium  fluoroxyhvpomolvb- 
date  may  be  regarded  as  geometrically  isomorphous  with  the 
salts  MoO,F2,2KF,H.O  ;  \Y03F;,2KF,H20 ;  Kb0F3,2KF,H,0 ;  and 
TiFj,2KF,H30. 

It  acquires  a  more  intense  blue  colour  after  prolonged  exposure  to 
the  air,  but  it  undergoes  no  further  change.  It  loses  the  greater  part 
of  its  water  of  crystallisation  when  placed  in  dry  air  over  calcium 
chloride,  and  it  turns  green  and  becomes  anhydrous  on  heating  at 
100°.  When  ignited  for  several  hours  in  the  air,  it  loses  hydrofluoric 
acid,  and  is  converted  into  normal  potassium  molybdate.  It  is 
soluble  in  water  and  in  hydrochloric  acid  with  decomposition,  and 
like  other  substances  of  this  class  it  is  a  powerful  reducing  a^ent, 
precipitating  salts  of  silver,  copper,  gold,  Ac. 

Hexagonal  potassium  jiuoroxyhypomolybdate,  3MoOF3)5KF,H,0,  is 
obtained  by  dissolving  the  preceding  salt  in  hydrofluoric  acid  and 
concentrating  the  solution;  on  cooling,  the  hypomolybdate  separates 
out  in  very  slender  blue,  vitreous,  aeicular  crystals,  which  appear 
under  the  microscope  as  prisms  with  a  hexagonal  section.  It  is 
soluble  in  water  with  decomposition,  and  has  considerable  reducing 
power  ;  it  gives  off  hydrofluoric  acid  on  heating  to  230°. 

Normal  ammonium  jiuoroxyhypomolybdate,  MoOF3,2XU4F,  is  obtained 
by  gradually  adding  ammonia  to  a  solutiou  of  the  hydrated  molyb¬ 
denum  dioxide  in  hydrofluoric  acid  until  the  dark-green  colour 
changes  to  brownish -red  ;  more  hydrofluoric  acid  is  then  added,  until 
the  original  colour  is  just  restored.  On  concentrating  the  solution  at 
a  moderate  temperature,  the  ammonium  salt  separates  out  in  laro-e 
blue  or  green,  vitreous,  transparent,  rhombic  prisms  or  tables,  which 
become  deep  blue  on  exposure  to  the  air — 

a:b:c  =  08  ±289  :  1  ;  1*01998. 
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"Forms  observed  : — (010),  (001).  (Oil),  (034),  (012),  (201),  (605), 
(101),  (221). 

Principal  angles  001  :  Oil  =  45°  34';  001  :  034  =  37°  25'; 
001:012  =  27°  01';  001:201  =  67°  33' ;  001:605  =  55°  27'; 
001  :  101  =  50°  26';  001  :  221  =  72°  28';  221  :  221  =  35°  04'; 
201  :  201  =  44°  54';  201  :  Oil  =  74°  30';  011  :  221  =  49°  29'. 

This  salt  is,  therefore,  isomorphons  with  the  compounds — 
Mo02F,,2XH4F,  NbOF3,2NH4F,  and  WO,F2,2XH4F. 

From  the  isomorphism  of  the  compounds  MoOF3,2KF,H>0  with 
MoO, F2,  2KF,H.jO,  and  of  MoOF3,2NH4F with  Mo02F2,2NH4F,it  would 
appear  that  the  substitution  of  an  atom  of  fluorine  for  an  atom  of 
oxygen  does  not  affect  the  crystalline  form  of  the  compound. 

Hexagonal  ammonium  fluoroxyhypomolybdate ,  3fMoOF3,5XH4F,H20, 
is  obtained  by  concentrating  a  solution  of  the  normal  salt  in  hot 
hydrofluoric  acid.  On  cooling,  it  separates  out  in  very  small,  sky-blue, 
vitreous,  acicular  crystals,  which  appear  under  the  microscope  as 
hexagonal  prisms  with  their  principal  axis  coincident  with  the  direc¬ 
tion  of  optic  extinction;  in  this  respect  it  resembles  the  compounds 
3iloOF3f5KF,HsO,  3Nb0F3,5KF,H20,  aud  3Nb0F3,5NH4F,H20.  It 
has  some  reducing  power  and  is  decomposed  by  water;  on  exposure 
to  the  air,  its  colour  changes  to  a  deep  blue. 

Other  ammonium  fluormolybdates  prepared  by  the  author  have 
been  already  described  (see  Abstr.,  1S89,  106).  S.  13.  A.  A. 

Phosphotrimetatungstie  Acid  and  its  Salts.  By  E.  Pochard 
( Compt .  rend.,  110,  754 — 757). — P hosphotrimetatungstic  acid, 

P205,12W03  +  42H20, 

is  obtained  by  evaporating  below  100°  a  mixture  of  phosphoric  and 
metatungstic  acids  in  any  proportions  whatever.  If  the  metatungstic 
acid  is  in  excess,  the  final  crystals  consist  of  phosphopentametatungstic 
acid.  Phosphotrimetatungstie  acid  forms  brilliant  crystals,  seemingly 
triclinic,  which  do  not  effloresce  and  are  soluble  in  water  or  alcohol. 
They  are  not  decomposed  by  acids  in  the  cold,  but  tungstic  acid  sepa¬ 
rates  on  heating.  With  bases,  the  acid  yields  salts  of  the  general  type 
M'20,P203,12W03,  which  can  also  be  obtained  by  the  direct  combina¬ 
tion  of  metatungstic  acid  and  phosphates.  Excess  of  an  alkali  yields 
a  mixture  of  a  normal  tungstate  and  normal  phosphate.  The  sodium 
salt  crystallises  with  18  mols.  H20  in  fine  crystals,  isomorphous  with 
the  acid;  it  is  insoluble  in  alcohol.  The  potassium  salt, 

K20,P205,12W03  +  9H20, 

is  amorphous,  insoluble  in  cold  water,  and  only  slightly  soluble  in  hot 
water;  the  ammonium,  caasium,  and  rubidium  salts  have  similar  pro¬ 
perties.  The  thallium  salt,  T120,P205,12W03  +  4H20,  is  a  very 
finely  divided,  amorphous  substance,  1  he  lithium  salt,  which  conforms 
to  the  general  type,  and  crystallises  with  21  mols.  H20,  forms  brilliant 
crystals,  apparently  rhombohedric.  The  barium,  strontium,  and  cal¬ 
cium  salts  crystallise  in  rhombohedral  crystals  with  15,  17,  and  19 
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mols.  H30  respectively,  dissolve  in  water,  but  are  insoluble  in  alcohol. 
The  magnesium,  cadmium,  and  zinc  salts  form  rhombohedral  crystals 
with  10,  Id,  ami  7  mols.  lf-O  respectively.  The  copper  salt  (11  mols. 
H.O)  is  also  rhombohedral,  but  cfllorcsces  very  rapidly ;  the  lead 
salt  (6  mols.  IIjO)  is  white,  and  insoluble  in  cold  water,  but  crystal¬ 
lises  from  boiliug  water  in  slender  needles.  The  silver  salt, 
AgI0,r.i05,12\V03  +  SH,0,  is  insoluble,  and  is  not  affected  by  light. 
The  mercurous  salt  is  yellowish,  and  is  insoluble  in  water  and  dilute 
nitric  acid.  C.  H.  B. 

Atomic  Weight  of  Zirconium.  By  G.  II.  B  At  lev  ( Proc .  Roy. 
Soc.,  46,  74 — 87). — In  this  paper,  experiments  with  a  view  to  the 
preparation  of  pure  zirconia,  prior  to  the  determination  of  the  atomic 
weight  of  zirconium,  arc  described.  Crude  zirconia  was  dissolved  in 
hydrochloric  acid,  and  crystallised  out  as  oxychloride.  A  solution  of 
the  latter  was  treated  with  hydrogen  sulphide,  filtered,  the  filtrate 
rendered  alkaline  with  ammonia,  and  any  further  precipitate  of 
sulphides  removed.  The  filtrate  was  then  acidified,  and  oxalic  acid 
added  to  throw  down  gadolinium  earths.  The  oxyehloridc  still  con¬ 
tained  iron,  which  was  removed  by  repeated  crystallisations  from 
concentrated  hydrochloric  acid,  the  crystals  being  finally  washed  with 
a  mixture  of  the  acid  with  1  part  of  alcohol  and  10  parts  of  ether.  The 
zirconia  now  contained  only  soda,  which  was  removed  by  repeated 
precipitation  with  ammonia  and  re-solution  with  hydrochloric  acid. 

The  following  forms  of  zirconium  w'ere  examined — the  metal,  the 
chloride,  oxychloride,  bromide,  and  sulphate.  The  only  method 
which  gives  the  metal  free  from  foreign  impurity  is  Phipson’s,  in 
which  zirconia  is  heated  with  magnesium  powder.  The  black  powder 
so  obtained  consists  mainly  of  zirconia,  and  contains  only  a  small 
amount  of  metallic  zirconium.  Nearly  pure  metal  can  be  obtained  by 
using  magnesium  foil,  the  foil  being  afterwards  treated  with  hydro¬ 
chloric  acid.  The  author  finds  that  concentrated  sulphuric  acid  acts 
rapidly  on  zirconium  in  the  cold. 

The  peroxide  can  be  precipitated  in  acid  or  ammoniacal  solution, 
preferably  the  former,  by  means  of  hydrogen  peroxide.  It  has  the 
composition  Zr03,3H20  when  dried  over  phosphoric  anhydride.  At 
100°  its  composition  becomes  Zr205. 

Zirconium  tetrachloride  was  prepared  in  the  nsual  way,  and  was 
sublimed  in  a  current  of  chlorine  through  a  tube  drawn  out  into 
bulbs,  a  lower  temperature  being  used  for  each  bulb.  The  bulbs 
were  then  sealed  aud  their  contents  analysed.  The  results  were  not 
concordant. 

Zirconium  oxychloride  is  apt  to  retain  hydrochloric  acid,  and  if 
heated  it  passes  into  basic  salts.  Samples  were  purified  (1)  by  wash¬ 
ing  with  alcohol  and  ether,  (2)  by  placing  in  a  vacuum  over  solid 
potash.  The  ratio  of  chlorine  to  zirconium  oxide  was  determined, 
and  the  results  compared  with  one  another  and  with  those  of  Ber¬ 
zelius.  They  were  not  concordant. 

The  sulphate  was  prepared  by  heating  the  pow7dered  zirconia  with 
sulphuric  acid,  the  excess  of  acid  being  driven  off  at  a  temperature  of 
3o0— -400°,  it  being  found  that  the  excess  of  acid  wras  completely 
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expelled  at  350°,  whilst  the  salt  was  decomposed  only  at  temperatures 
above  400°. 

Atomic  weight  of  zirconium. — The  decomposition  of  zirconium 
sulphate  was  considered  to  be  the  most  accurate  method  for  the 
determination  of  this  value.  Owing  to  the  rapidity  of  the  decomposi¬ 
tion  loss  is  apt  to  occur.  The  crucible  in  which  the  decomposi¬ 
tion  was  effected  was  therefore  enclosed  in  a  second  one,  and  heated 
very  slowly.  The  mean  of  eight  determinations  gives  90‘401  as  the 
atomic  weight  of  zirconium  (H  =  1).  H.  K.  T. 

Vanadium  in  Potassium  Hydroxide.  By  E.  E.  Smtttt  ( Chem . 
News,  61,  20 — 21). — By  treating  ordinary  stick  potash  with  hydrogen 
sulphide,  acidifying  with  hydrochloric  acid,  &c.,  as  much  as  0'5  gram 
of  impure  vanadium  sulphide  was  obtained  from  3  lbs.  of  potash. 

D.  A.  L. 

Atomic  Weight  of  Bismuth.  By  A  Classen  {Tier.,  23, 938 — 953). 
— The  purest  commercial  bismuth  contains  various  impurities,  such 
as  copper  and  iron,  but  the  principal  one  is  lead ;  the  author’s  first 
attempts  to  prepare  the  metal  in  a  chemically  pure  condition  were 
carried  out  as  follows: — (1)  The  purest  commercial  metal  (250 
grams)  was  dissolved  in  nitric  acid,  the  solution  repeatedly  evaporated 
with  concentrated  hydrochloric  acid  until  free  from  nitric  acid,  the 
chloride  dissolved  in  concentrated  hydrochloric  acid,  and  the  solution 
mixed  with  alcohol,  whereon  the  lead  was  partially  precipitated  as 
chloride.  The  filtered  solution  was  then  placed  in  10  beakers  (each  of 
4  litres  capacity),  the  bismuth  precipitated  as  oxychloride  by  adding 
water,  the  precipitate  washed  by  decantation  until  free  from  hydro¬ 
chloric  acid,  redissolved  in  hydrochloric  acid,  and  reprecipitated  with 
water;  this  process  was  repeated  12  times.  The  oxychloride  obtained 
in  this  way  was  dissolved  in  hydrochloric  acid,  the  diluted  solution 
treated  with  ammonia  and  ammonium  carbonate,  the  precipitate 
washed  by  decantation  until  free  from  ammonia,  dissolved  in  hydro¬ 
chloric  acid  and  reprecipitated  with  ammonia  and  ammonium  car¬ 
bonate;  this  process  was  twice  repeated.  The  precipitate  was  then 
dissolved  in  hydrochloric  acid,  reprecipitated  with  water,  washed, 
dried,  and  fused  with  98  per  cent,  potassium  cyanide;  the  resulting 
metal  was  then  repeatedly  melted  with  potassium  cyanide,  the  whole 
melt  finally  cast  into  a  mould,  and  when  cold,  the  metal  separated, 
washed  well  with  water,  and  polished. 

(2.)  The  purest  commercial  bismuth  nitate  was  treated  as  described 
in  the  first  process. 

The  metal  purified  by  either  of  these  methods  was  found,  on 
spectroscopic  examination,  to  contain  lead,  so  that  bismuth  caunot  be 
freed  from  this  metal  by  fractional  precipitation. 

Chemically  pure  bismuth  can,  however,  be  obtained  by  electrolysis. 
When  a  nitric  acid  solution  of  the  metal,  purified  as  described  above, 
is  electrolysed  under  suitable  conditions,  chemically  pure  bismuth  is 
deposited  on  the  negative  electrode,  and  the  whole  of  the  lead  is 
deposited  as  peroxide,  together  with  bismuth  peroxide,  on  the 
positive  electrode.  The  electrolysis  is  carried  out  in  the  following 
manner: — About  200  grams  of  the  purified  metal  is  dissolved  in  pure 


INORGANIC  CHEMISTRY. 


707 


nitric  acid,  and  tlic  cold  solution  placed  in’ a  beaker;  a  platinum 
basin,  resting  on  the  bottom  of  the  beaker  and  connected  with  a 
positive  electrode  of  the  usual  form,  serves  as  the  positive,  and  a 
platinum  cone  as  the  negative,  electrode.  The  current  can  be  obtained 
either  from  galvanic  batteries  or  from  a  dynamo,  and  is  so  regulated 
by  means  of  resistance  coils,  that  the  bismuth  separates  in  a  crystalline 
condition.  The  bismuth  and  lead  peroxides  are  deposited  together 
on  the  platinum  basin,  and  the  negative  electrode  together  with  the 
adherent  bismuth  can  be  easily  removed  without  agitating*  the  liquid. 
The  bismuth  is  separated  from  the  electrode,  washed  with  alcohol, 
melted  with  potassium  cyanide  as  described  under  (1),  and  polished. 

In  this  way  it  is  obtained  in  a  perfectly  pure  condition,  as  is  shpwn 
not  only  by  spectroscopic  examination,  but  also  by  measurements  of  its 
electrical  resistance  (compare  v.  Aubel,  Abstr.,  1S89,  807),  which  is 
the  best  test  of  absolute  purity. 

The  specific  heat  of  the  pure  metal  was  found  by  v.  Aubel  to  be 
0*0318  between  61*6°  and  21*7°,  as  the  average  of  10  determinations 
by  Kopp’s  method. 

The  specific  gravity  of  the  pure  metal  was  determined  by  the 
author  and  found  to  be  9*7474,  as  the  average  of  four  experiments, 
and  the  specific  gravity  of  pure  melted  bismuth  oxide  9*0444. 

Pure  bismuth  that  lias  cooled  slowly  melts  at  204°,  but  traces  of 
impurities  raise  its  melting  point  considerably. 

After  discussing  the  methods  employed  by  previous  investigators 
(Lagerlyjelm,  Schneider,  Dumas,  Marignac,  Bailey,  and  Lowe),  the 
author  gives  a  brief  account  of  his  owu  preliminary  attempts  to  de¬ 
termine  the  atomic  weight  of  bismuth  (1)  by  converting  the  metal 
into  oxide,  (2)  by  converting  the  metal  or  oxide  into  sulphide,  (3)  by 
converting  bismuth  triplienyl  into  oxide,  and  (4)  by  converting  bis¬ 
muth  triphenyldibromide  into  oxide,  but  none  of  these  methods  gave 
satisfactory  results. 

The  following  method  was  finally  adopted,  and  found  to  be  both' 
simple  and  accurate: — The  pure  metal  is  placed  in  a  platinum  basin' 
(90  mm.  in  diameter),  standing  in  a  larger  platinum  basin  (120  mm. 
in  diameter),  and  covered  with  a  third  platinum  basin  (92  mm.  in 
diameter),  over  which  is  inverted  a  fourth  platinum  basin  (105  mm. 
in  diameter),  in  such  a  way  that  it  rests  on  the  bottom  of  the  largest 
oasin  ;  dilute  nitric  acid,  most  carefully  purified,  is  theu  added,  and 
the  whole  apparatus  heated  in  the  water- bath  until  solution  is  com¬ 
plete.  The  platinum  basins  which  serve  as  covers  are  washed  with 
dilute  nitric  acid,  the  washings  added  to  the  bismuth  solution,  the 
whole  evaporated  to  dryness,  and  the  residue  heated  first  to  90 — 10o° 
in  an  air-bath,  and  then,  after  keeping  24  to  48  hours,  gradually  to 
250°,  at  which  temperature  the  nitrate  is  gradually  decomposed;  the 
residual  oxide  is  tlieu  heated  to  its  fusing  point  until  its  weight 
becomes  constant. 

The  average  of  nine  determinations  gave  208*928  (O  =  1(>)  or 
208*401  (O  —  15*90)  as  the  atomic  weight  of  bismuth,  or  when  re¬ 
duced  to  a  vacuum  208*90235  and  208*38009  respectively,  the  values 
given  above  for  the  sp.  gr.  of  the  metal  and  its  oxide  being  taken. 

F.  S.  K. 
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New  Bismuth  Potassium  Iodide,  By  L.  Astke  (Compt.  rend., 
110,  525 — 527). — With  a  vie>v  to  prepare  Nickle’s  salt,  BI3,KI  + 
2H20,  38T  grams  of  iodine,  14'82  grams  of  potassium  chloride,  and 
100  grams  of  water  were  allowed  to  rerpain  in  contact  with  40  grams 
of  powdered  bismuth  for  about  two  months.  At  the  end  of  this  time, 
the  product  consisted  of  slender,  brown  needles  mixed  with  potassium 
chloride  and  the  excess  of  bismuth,  with  a  small  quantity  of  bismuth 
potassium  chloride.  The  only  solvent  which  will  dissolve  the  double 
iodide  without  decomposition  is  ethyl  acetate.  By  spontaneous 
evaporation  of  this  solvent,  crystals  are  obtained  which  always  have 
the  same  composition  and  are  similar  in  appearance  to  the  crystals 
in  the  crude  product.  The  percentage  composition  of  the  crystals  is 
as  follows : — 


Found  (mean  of  three  pre¬ 
parations)  . 

Calc,  for  KI,2BiI,  . 

Calc,  for  KI,BiI3  +  2H20 


I. 

13  i. 

K. 

h2o. 

G4-8 

320 

2-5 

_ _ 

05 '4 

32 '5 

21 

— 

G5-4 

27-08 

5-03 

2-49 

The  product  is  therefore  a  double  iodide,  different  from  Nickle’s 
salt.  It  in  obtained  more  rapidly  by  heating  the  preceding  mixture 
at  100°  in  a  well-closed  flask  for  24  hours,  cooling  and  extracting 
with  ethyl  acetate.  ,C.  H.  B. 


Atomic  Weight  of  Gold.  By  J.  W.  ( Proc .  Roy.  Soc., 

■46,  71 — 73). — Five  methods  were  used  in  this  determination: — 
(1.)  A  neutral  solution  of  auric  chloride  was  divided  into  two 
accurately  weighed  portions.  In  one  the  gold  was  precipitated  with 
sulphurous  anhydride  and  weighed.  With  the  other,  the  amount  of 
metallic  silver,  in  tlje  form  of  nitrate,  required  to  precipitate  its 
chlorine  was  determined  (five  experiments).  (2.)  A. similar  method 
was  applied  to  a  solution  of  auric  bromide  (six  experiments).  (3.)  A 
similar  treatment  was  applied  to  a  solution  of  potassic  aurobromide 
(four  experiments).  (4.)  A  determination  was  made  of  the  loss  by 
ignition  of  a  weighed  quantity  of  trimethylammonium  aurochloride 
(five  experiments^).  (5.)  A. comparison  was  made  of  the  weights  of 
gold  aud  silver  simultaneously  deposited  by  the  same  current  from 
solutions  of  auroevanide  and  argentocyanide  of  potassium  respectively 
(five  experiments).  (G.)  A  comparison  was  made  of  the  weight  of 
gold  deposited  from  potassium  aurocyanide  with  the  volume  of 
hydrogen  liberated  from  dilute  sulphuric  acid  by  the  same  current 
.(thyee  experiments).  (7.)  A  determination  was  made  of  the  quantity 
of  hydrogen  obtainable  by  the  dissolution  of  zinc  in  dilute  sulphuric 
acid.  A  definite  quantity  of  this  zinc,  taken  in  excess,  was  used  to 
precipitate  gold  from  a  neutral  solution  pf  auric  chloride  and  the  gold 
thrown  down  was  determined.  The  excess  of  zinc  was  dissolved  in 
sulphuric  acid  an,d  the  volume  of  the  evolved  hydrogen  was  noted. 
From  these  data  the  hydrogen  equivalent  to  the  precipitated  gold 
was  calculated  (six  experiments). 

The  general  mean  of  the  results  is  196'910.  If  methods  5  and  G, 
which  are  the  least  satisfactory,  are  excluded,  the  value  !9G'8b2  is 
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obtained.  Finally,  if  the  mean  of  the  first  thtec  methods  i.Vtaken, 
(he  value  196'702  is  obtained,  a  result  higher  than  that  of  Kriiss,  but 
lower  than  that  of  Thorpe  and  Laurie.  II.  K.  T. 

Potassium  Nitrosoplatinochloride.  By  M.  Vfiztfs  ( Compt . 
rend.,  110,  757 — 758). — When  a  concentrated  solution  of  potassium 
platinonitrite  is  mixed  with  excess  of  hydrochloric  acid  and  gently 
heated,  nitrogen  oxides  are  evolved  and  a  yellow,  crystalline  powder 
separates,  which  is  a  mixture  of  potassium  platinochloride  and  another 
salt  of  very  similar  appearance.  The  latter,  however,  crystallises  in 
a  different  form,  and  the  crystals  act  on  polarised  light;  when  heated 
alone,  it  evolves  nitrogen  oxides,  and  when  heated  in  hydrogen,  it 
yields  an  appreciable  quantity  of  water  and  ammonium  chloride.  It 
is  potassium  nitrosoplatinochloride,  K2PtCl5NO,  and  is  analogous  to 
the  potassium  nitrosoriitheniochloride,  K2RuC15NO,  described  by 
Joly  (Abstr.,  1889,  352  and  678). 

It  is  noteworthy  that  the  percentage  of  potassium  and  platinum  is 
practically  the  same  iu  the  platinochloride  and  the  nitrosoplatiuo- 
chloride.  C.  II.  B. 


Mineralogical  Chemistry. 


Mineral  Synthesis.  By  E.  Weinschenk  (Zeit.  Kryst.  Min.,  17, 
486 — 504). — 1.  The  author  has  prepared  artificially  a  number  of 
sulphides  by  the  distillation  of  oxides  with  ammonium  chloride  and 
sulphur;  a  method  first  employed  by  Wohler  in  1836.  The  synthesis  of 
a  mineral,  the  author  notes,  can  only  be  regarded  as  successful;  not 
only  when  the  chemical  composition  is  copied,  but  also  when  the 
product  has  all  the  physical  properties  of  the  mineral.  The  sulphides 
prepared  in  sufficient  quantity  to  enable  the  physical  properties  to  be 
determined  were  iron  pyrites,  magnetite,  cobalt  sulphide,  cupric 
sulphide,  and  galena.  Nickel,  manganese,  and  zinc  gave  unsatis¬ 
factory  results,  and  silver  sulphide  could  not  be  obtained  in  crystals 
by  this  method. 

2.  The  minerals  of  the  apatite  group  were  prepared  by  the  wet 
method.  Apatite  was  obtained  in  well-developed  crystals  by  heating 
a  mixture  of  calcium  chloride,  ammonium  phosphate,  and  excess  of 
ammonium  chloride  in  a  closed  glass  tube  at  150°  to  180°.  Other 
phosphates  were  obtained  in  a  similar  manner,  as  were  also  chlor- 
arsenates  and  vanadates. 

3.  Oxides  of  metals  that  are  more  electropositive  than  copper  were 
obtained  in  a  crystallised  condition  by  the  action  of  metals  on 
ammoniacal  copper  solutions.  Magnetite,  enprite,  and  arnimite  were 
obtained  in  this  way.  The  last  mineral  was  discovered  by  Weisbach 
(Abstr.,  1888,  1259). 

4.  Sulphides  were  obtained  by  the  decomposition  of  thiocyanates 
in  acid  solution.  By  the  employment  of  ammonium  thiocyanate,  it  is 
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possible  to  obtain  an  atmosphere  of  hydrogen  sulphide  at  a  high 
pressure.  This  method  was  employed  for  i*he  preparation  of  a  large 
number  of  sulphides  and  yielded  a  series  of  good  results.  The 
mixture  in  each  case  was  heated  at  a  temperature  of  230°  to  250°  for 
four  to  six  hours  in  a  closed  tube.  In  this  way  the  author  obtained 
galena  from  lead  acetate,  silver  glance  from  silver  acetate,  covelline 
from  copper  sulphate,  cinnabar  from  mercury  chloride,  orpimentfrom 
arsenious  acid,  troilite  from  iron  ammonium  sulphide,  cuprous  sul¬ 
phide  from  cuprous  chloride,  mercurous  sulphide  from  mercurous 
chloride,  millerite  from  nickel  sulphate  solution,  cobalt  monosulphide 
from  cobaltous  chloride,  and  alabandine  from  manganese  sulphate. 

B.  H.  B. 

Mercury  Sulphates  from  a  Furnace  at  Idria,  By  G.  Seyfrieds- 
BERGER  ( Zeit .  Kryst .  Min.,  17,  433 — 444). — The  mercury  sulphates 
found  in  18S7  in  pulling  down  a  mercury  furnace  at  Idria  appear  in 
two  forms,  a  crust  filled  with  geodes  of  small,  pellucid  crystals,  and 
a  white,  crystalline,  amorphous  mass  of  globular  structure.  Both 
varieties  are  planted  on  yellow  brick  or  mortar.  The  crystallised 
substance,  which  appears  to  be  genetically  the  older  of  the  two,  gave 
on  analysis  S1'95  per  cent,  of  Hg30  and  10' 72  per  cent,  of  S03,  and 
undoubtedly  has  the  formula  Hg3S04.  Its  sp.  gr.  is  8'353.  The 
crystalline  substance, on  analysis  yielded  27'02  per  cent,  of  S03,  and 
has  consequently  the  formula  HgS04.  Its  sp.  gr.  is  5995.  The 
crystallised  sulphate  is  believed  by  the  author  to  be  trimetric,  the 
observed  forms  being  coPoo,  ooPco,  OP,  ooP,  ccPf,  Pco,  ^Pco,  Poo, 
-^Pco,  P.  B.  H.  B. 

Supposed  New  Mineral  from  Montana.  By  R.  Pearce  (Zeit. 
Kryst.  Min.,  17,  402 — 403;  from Froc.  Colorado  Scient.  Soc.,  2,  70). — 
A  massive  mineral  found  in  the  Gagnon  mine,  Butte,  Montana,  re¬ 
sembles  bornite.  Its  hardness  is  3'5  to  4,  and  its  sp.  gr.  4'95.  Analysis 
gave  the  following  results  : — 

S.  Cu.  Ag.  Zn.  Fe.  Insol.  Total. 

20-51  41T0  24-66  9'80  2'09  1*02  99*18 

The  author  is  inclined  to  regard  the  mineral  as  a  bornite  in  which 
copper  is  partly  replaced  by  silver,  and  iron  by  zinc.  B.  H.  B. 

Artificial  Silver-bismuth-glance.  By  R.  Schneider  (/.  pr. 
,Chem.  [2],  41,  414 — 424;  compare  this  voh,  p.337). — When  finely 
powdered  bismuth  sulphide  is  shaken  with  a  feebly  ammoniacal  1  per 
.cent,  solution  of  silver  nitrate,  practically  no  change  occurs,  a  mere 
trace  only  of  silver  being  thrown  down  as  sulphide;  but  if  the  silver 
nitrate  solution  be  neutral,  the  silver  will  be  precipitated  as  sulphide 
and  the  bismuth  converted  into  basic  nitrate. 

One  gram  of  finely  powdered  potassium  bismuth  sulphide  is  put 
into  a  flask  (60  c.c.)  together  with  25 — 30  c.c.  of  air-free  water  and  a 
solution  of  0'550  gram  of  silver  nitrate  to  which  ammonia  has  been 
added  until  the  brown  precipitate  just  redissolves ;  the  flask  is  then 
filled  up  with  air-free  water  and  continually  shaken.  After  12 — 24 
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hours,  the  supernatant  liquid  is  found  to  be  free  from  silver;  it  is 
then  decanted,  and  the  residue  shaken  with  air-free  water  for  two 
days,  then  filtered,  washed  with  water  and  absolute  alcohol,  pressed 
between  lilter-paper,  and  dried  at  IUU°. 

Thus  prepared, silver-bismuth-glance  has  the  composition  Ag>S,Bi2S3, 
and  is  a  dark-grey  powder ;  if  crystals  of  bismuth  sulphide  are  em¬ 
ployed  instead  of  powder  in  the  above  prescription,  the  resulting 
glance  is  crystalline  and  of  the  same  form  as  the  bismuth  sulphide. 
It  fuses  without  decomposition  ;  the  fused  mass  is  light-grey  and  of 
metallic  lustre ;  its  fracture  shows  a  homogeneous,  leafy,  crystalline 
structure  ;  it  is  brittle,  but  not  easily  powdered.  The  powder  is  grey  ; 
its  hardness  is  about  35  ;  its  sp.  gr.  at  15°  is  0‘9G,  that  of  the  mineral 
being  6"92  (Rammelsberg).  Cold  nitric  acid  and  hydrochloric  acid 
do  not  attack  it,  but  both  acids  decompose  it  when  hot. 

Artificial  silver-bismutli-glance  was  also  prepared  by  fusing  silver 
sulphide  and  bismuth  sulphide  together  in  molecular  proportion  ;  the 
fused  mass  bad  all  the  above  properties.  A.  G.  B. 

Sylvanite  and  Nagyagite  from  Nagyag.  By  W.  Hank6  ( Zeit . 
Kryst.  Min.,  17,  514;  from  Math,  es  term.  tad.  firtesito,  6,  340 — 349). 
— Analyses  of  sylvanite  (I)  and  nagyagite  (II)  from  Nagyag  gave  the 
following  results  : — 


Au. 

Aes 

Te. 

Fe. 

Cu. 

Pb. 

Sb. 

S. 

SiO-. 

Total. 

I.  26-08 

11-57 

61-93 

0-30 

0-09 

trace  — 

— 

0-32 

100-34 

II.  7-61 

— 

17-85 

0-34 

— 

57-20 

6-95 

9-95 

0-31 

100-21 

The  sp.  gr.  of  the  sylvanite  is  S'036,  and  that  of  the  nagyagite 
7-347.  B.  B.  B. 


Arsenical  Pyrites  from  Wunsiedel.  By  K.  Oebbeke  {Zeit. 
Kryst.  Min.,  17,  384 — 385). — In  the  marble  quarry  to  the  cast  of 
Wunsiedel,  a  fragment  of  a  tin- white,  hard,  striated  mineral  has  been 
found  in  a  state  of  intimate  association  with  the  granular  limestone. 
The  mineral  has  a  hardness  of  6,  and  blowpipe  tests  indicated  that  it 
was  arsenical  pyi’ites.  Analysis  yielded — 

As.  S.  Fe.  Total.  Sp.  gr. 

46-91  18-64  34-31  99-86  6T23 

No  notice  has  hitherto  appeared  of  the  occurrence  of  arsenical 
pyrites  in  the  granular  limestone  of  Wunsiedel.  This  mineral  has, 
however,  been  found  in  tbe  same  rock  at  Auerbach.  B.  H.  B. 

Nickel  Ore  from  Gosenbach.  By  Heusler  ( Jahrb .  f.  Min., 
1890,  i,  Ref.  206;  from  Niederrhein.  Ges.  Bonn  Sitzunysber.,  188/, 
67). — In  the  “  Storch  und  Sehoneberg  ”  mine  at  Gosenbach,  in  the 
Siegen  district,  a  nickel  ore  that  occurs  in  small  quantities  gave  on 
analysis  the  following  results: — 

Sb.  As.  Ni.  S.  Pb,  Zn. 

32-9  5-27  27-43  34’40  traces 
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Tlie  formula  deduced  from  these  results  is  3NiS,(-iA.s,f  Sb)2S3. 
Further  investigation  is  necessary  to  determine  whether  the  ore  is  a 
simple  mineral.  B.  H.  B. 

New  Forms  of  Crystallised  Silica.  By  Michel-L^vy  and 
Munier-Chalmas  ( Gom.pt .  rend.,  110,  G49— 652). — The  authors  de¬ 
scribe  the  appearance  and  optical  properties  of  certain  forms  of  silica 
from  the  cretaceous  rocks  of  the  Paris  basin.  Two,  to  which  they 
give  the  names  quartzine  and  lutecite,  are  varieties  respectively  of 
chalcedony  and  quartz,  from  which  they  differ  in  the  mode  of  develop¬ 
ment  of  the  fibres  and  crystals,  and  in  their  optical  properties. 

C.  H.  B. 

Pseudobrookite  from  Vesuvius.  By  J.  A.  Krenner  ( Jahrh .  f. 
Min.,  1890,  i,  Ref.  218- — 219  ;  from  Foldtani  Kdzlony ,  18,  153 — 157). — 
Un  a  piece  of  lava  from  the  eruption  of  1872,  the  author  discovered 
small  crystals  of  pseudobrookite,  exhibiting  the  forms  ooPco,  ooP2, 
\Pco.  The  axial  ratio  is  a  :  b  :  c  =  0'9683  ;  1  :  1  0957.  The  author 
notes  the  geometrical  similarity  with  Guiscardi’s  guarinite,  a  mineral 
found  in  the  sanidine  bombs  of  Vesuvius.  The  analyses  of  the  two 
minerals  present  no  analogies,  the  formula  of  guarinite  being 
Ca0,Si02,Ti02.  B.  H.  B. 

Composition  of  Limestones  from  the  “  Montagnola  Senese.” 

By  A.  Funaro  ( Gazzetta ,  19,  34 — 38). — A  deep  grey  talcose  argil¬ 
laceous  and  calcareous  schist  of  the  triassic  period,  from  Pietra  Lata, 
near  Ripostena,  and  an  adjoining  friable  pulverulent  rock,  probably 
a  product  of  the  decomposition  of  the  schist  were  first  examined. 
They  are  both  soluble  with  effervescence  in  dilute  acids,  leaving  an 
abundant  siliceous  residue,  and  have  the  following  compositiou  : — 

Insoluble 

CaC03.  MgC03.  Fe203.  P205.  residue. 

Schist .  75*20  1*20  0*60  —  21*75 

Do.  decomposed  82*00  0*74  000  traces  15*00 

The  fact  of  the  altered  rock  containing  more  lime  and  less  silica 
than  the  original  is  an  indication  that  the  former  contains  detritus  of 
neighbouring  calcareous  formations ;  this  is  confirmed  by  the  presence 
of  traces  of  phosphates  in  the  decomposed  rock. 

Some  limestones  occurring  near  Montagnola,  and  a  white  earth 
lying  between  these  rocks  and  the  schists,  gave  the  following  results  : — 

Si02  and 


Rock. 

Locality. 

CaC03. 

MgC03. 

silicates. 

Oxide  of  Fe. 

1. 

Limestone 

Fungaja . . 

98*10 

0*68 

1*05 

traces 

2. 

>  >  *  • 

91*75 

0*83 

0*75 

n 

3. 

S.  Colomba 

93*25 

0*75 

5*00 

>5 

4. 

White  earth 

Campo  alia 

Pania  . . 

81*25 

0*37 

17*50 

y> 

5. 

White  earth 

Fungaja . . 

38*80 

0*57 

56*25 

1*00 

6. 

?  J 

Campo  alia 

Pania  . . 

4*60 

0*76 

86*70 

6*75 

7. 

White  earth 

Campo  alia 

Pania  . . 

0*50 

0*57 

95*20 

0*75 
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(1)  is  a  crystalline,  (2)  a  friable,  and  (3)  a  spongy  limestone;  they 
are  all  adjacent  rocks  ;  the  last  two  are  probably  derived  from  the 
decomposition  of  the  first.  (4)  occurs  between  Campo  alia  Pania  and 
Person  at  a  ;  it  lies  adjacent  to  the  limestones,  and  is  derived  from 
their  decomposition ;  it  is  a  very  fine,  white  earth,  well  adapted  for 
the  manufacture  of  porcelain,  and  has  hitherto  escaped  notice. 
(6)  and  (7)  are  siliecous  earths  derived  from  the  decomposition  of 
the  argillaceous  schists. 

A  spongy,  dolomitie  limestone  and  a  grey  powder  which  occupied  the 
interstices  in  the  rock  were  next  examined.  The  rock  is  grey,  banded 
with  white;  when  struck  with  the  hammer,  it  emits  a  sulphureous  and 
bituminous  odour  ;  the  powder  is  ashy,  non-adherent,  and  very  finely 
grained.  (1)  is  the  solid  rock  from  Val  Jlaggiore,  (2)  is  an  altered 
rock  from  the  same  locality,  (3)  is  a  dolomitie  powder  from  Cetunala, 
and  (4)  is  the  powder  from  the  interstices  of  (2). 

Insoluble 

CaC03.  HpCOj.  Water.  matter. 


1  .  69-0  27*69  —  077 

2  .  730  21-94  4-00  1-00 

3  .  75-5  42*37  —  1*00 

4  .  54  0  42-82  —  0'75 


Analyses  (3)  and  (4)  exhibit  the  ordinary  mode  of  decomposition 
of  dolomitie  rocks  by  loss  of  calcium  carbonate  ;  as  this  is,  however, 
only  the  ease  at  high  temperatures  (the  reverse  taking  place  at  low 
temperatures),  it  would  appear  that  the  rock  had  been  decomposed  in 
deep  strata,  where  the  temperature  is  sufficiently  elevated. 

S.  B.  A.  A. 

Occurrence  of  Celestine  and  Barytes  near  Torda.  By  A. 

Koch  (Zeit.  Kryst.  Min.,  17,  510 — 511;  from  Math,  es  term.  tud. 
Ertesito ,  6,  78 — 83). — Celestine  and  barytes  occur  in  large  quantities 
near  Torda,  in  Torda- Aranyos  Co.,  Hungary,  in  a  bituminous  lime¬ 
stone.  The  celestine  is  mined  on  an  industrial  scale.  Three  varieties 
occur  with  different  specific  gravities.  The  white,  columnar  variety 
has  a  sp.  gr.  of  3*89,  whilst  the  bluish -white  and  the  pellucid  crystals 
have  specific  gravities  of  3"93  and  3'94  respectively.  The  mineral  is 
very  pure,  the  mean  of  analyses  of  the  different  varieties  giving  the 
following  results : — 

SrO.  Sf>3.  Total. 

56-37  43-63  100-00 

The  barytes  occurs  in  massive,  white  beds  and  veins,  or  in  greyish- 
white,  semi-transparent  crystals.  It  is  very  pure,  as  is  shown  by 
the  following  analytical  results: — 

BaO.  S03.  Total. 

65-47  34-40  99’87 

B.  H.  B. 

Mean  Composition  of  the  Celestine  Bed  of  Koppand.  By 

K.  Nyireui  {Zeit.  Kryst.  Min.,  17,  515;  from  Vegytani  Lapnk,  6, 
56 — 58). — The  author  examined  samples  of  about  9  lbs.  in  weight, 
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taken  from  different  portions  of  the  bed.  The  mean  composition  was 
found  to  be  as  follows  : — 

Si’S04.  CaSOv  CaC03.  Si02.  Fe,  Total. 

87*42  7-34  4-4G  0’50  trace  99’  72 

13.  H.  B. 

Crystallised  Basic  Copper  Nitrate  identical  with  Gerhard- 
tite.  By  L.  Bourgeois  ( Gom-pt .  revd.,  110,  541 — 543). — If  an  aqueous 
solution  of  eupric  nitrate  and  urea  in  equivalent  proportions  is  heated 
in  sealed  tubes  at  130°,  it  yields  very  thin,  brilliant,  pale,  bluish-green 
leaflets  of  the  basic  nitrate,  Cu(N03)2,8Cu(0H)2.  It  is  insoluble  in 
water,  but  easily  soluble  in  dilute  acids;  sp.  gr.  3'41.  Its  crystals 
are  rectangular  lamella?  derived  from  a  rhombic  prism  of  94°  30',  and 
it  is  identical  in  composition  and  properties  with  the  native  basic 
cupric  nitrate,  gerhardtite ,  described  by  Brush  and  by  Wells  and 
Pcnficld. 

Wells  and  Penfield,  by  heating  copper  nitrate  solution  with  me¬ 
tallic  copper  at  150°  in  sealed  tubes,  obtained  a  basic  nitrate  of  the 
same  composition,  but  crystallising  in  forms  derived  from  a  mono¬ 
clinic  prism.  The  author  was  unable  to  obtain  these  crystals  ;  under 
the  conditions  described,  the  product  was  identical  with  that  obtained 
in  presence  of  urea.  The  same  product  is  formed  when  a  solution 
of  cupric  nitrate  is  slowly  concentrated.  C.  H.  B. 

Dahllite,  a  New  Norwegian  Mineral,  By  W.  C.  Brogger  and 
II.  Backstrom  ( Zeit .  Kryst.  Min.,  17,  42G ;  from  Of v.  vet.  akad.forh., 
.1 8SS,  493). — The  new  mineral  was  found  at  Odcgarden,  Bamlo, 
Norway,  as  a  fibrous  crust  on  apatite.  It  is  of  a  pale-yellow  colour, 
but  colourless  in  thin  sections.  Its  sp.  gr.  is  3-053,  and  its  hardness 
almost  equal  to  that  of  apatite.  Analysis  yielded  : — 

CaO.  FoO.  KiuO.  K20.  r205.  C02.  H20.  Total. 

53-00  0-79  0-S9  0T1  3844  G‘29  1-37  100’89 

These  results  are  in  accord  with  the  formula, 

4(Ca,Pe,Na2,K2)3P308,2CaC03  +  H20. 

The  microscopic  examination  indicated  that  the  mineral  was  quite 
unaltered,  ami  homogeneous.  This  new  mineral,  the  only  combina¬ 
tion  of  a  phosphate  and  a  carbonate  yet  known,  has  been  named 
dahllite,  in  honour  of  the  well  known  mineralogists  Tellef  and  Johann 
Dalill.  B.  H.  B. 

Vivianite  from  the  Szentes  Artesian  Well.  By  K.  v.  Murakozy 
{Zeit.  Kryst.  Min,.,  17,  521;  from  Foldtani  Koziony ,  18,  4C5 — 4G6). — 
The  mineral,  which  was  obtained  from  the  artesian  w'dl  of  the  town 
of  Szentes,  Csongrad  Co.,  Hungary,  at  a  depth  of  1G0  metres,  was 
found  in  the  form  of  grains  in  the  clay.  On  analysis  it  gave  the 
following  results  : — 

FeO.  Fe203.  P205.  H20.  Si02.  Total. 

40-00  0-83  2G-8G  24’37  7-94  100-00 

B.  H.  B. 
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Delvauxite  and  Diadochite  from  Vysocany,  Bohemia.  By 
F.  K  ova  it*  (List;/  Chem.,  14,  1 — 6,  36 — 42). — The  author  has  an¬ 
alysed  six  samples  of  delvauxite  from  diluvial  clays,  and  confirms 
the  formula  2(  LA\.P20,i),CH3P20ti,4Fe2(0H),;  +  9H20.  Diadochite 
from  the  same  locality  was  found  to  correspond  with  the  formula 
3Ke2P2Ot,2Ke2(SO.|)a,l'e2(OH),;  +  3GH20.  Plattner  finds  the  same 
formula  with  45H20,  Cesar  331  f20.  Diadochite  has  evidently  been 
formed  from  delvauxite,  and  often  an  intimate  mixture  of  both  kinds 
of  minerals  is  fouud.  B.  B. 

Crystals  of  Sarkinite.  By  G.  Funk  and  A.  Bamberg  ( Zeit . 
Kryst.  Min.,  17,  431 — 432  ;  from  Geol.  for en.  fork.,  10,  380). — In  the 
Harstig  mine,  at  Pajsberg,  in  Sweden,  the  authors  found  a  crystallised 
mineral,  which  on  analysis  presented  great  similarity  to  two  minerals 
already  known,  sarkinite  and  polyarseuite.  Indeed,  it  is  probable 
that  these  three  minerals  are  identical,  as  their  hardness,  colour, 
lustre,  and  composition  are  the  same.  Igelstrom’s  name  of  poly- 
arsenite  has -the  priority,  but  it  is  unsuitable  in  that  the  mineral  is  an 
arsenate  and  not  an  arsenite.  The  author’s  therefore  prefer 
Sjogren’s  name  of  sarkinite.  The  analytical  results  Avere  as 
follows : — 

MnO.  CaO.  MgO.  IDO.  As,05-  P205.  Total. 

51-92  1-22  0-3S  3:4S  41-50  trace  98'42 

Formula,  (MnO^AsoOs  -f-  1I20.  The  mineral  crystallises  in  the 
monosymmetrical  system,  the  axial  ratio  being  a  :  b  :  c  = 
2  0013  :  1  :  1'5S80;  /t  =  62°  14'.  The  forms  observed  were  coPoo, 
OP,  ooP,  2-Poo,  P.  The  colour  is  pink,  the  hardness  4  to  5,  and  the 
sp.  gr.  4  22.  B.  H.  B. 

Serpentine  from  Finland.  By  Miss  M.  Tchajtchinskv  (Zeit. 
Kryst.  Min.,  17,  526  ;  from  the  Proc.  Soc.  Naturalists,  St.  Petersburg,  19, 
3). — A  series  of  light  (I  to  HI)  and  dark  (IV  to  VI)  varieties  of  serpen¬ 
tine  from  Hopumvara,  near  Pitkifranta,  in  Finland,  were  analysed 
with  the  following  results:— 


I. 

II. 

III. 

IV. 

V. 

VI. 

SiO , .... 

38-07 

39-66 

39-12 

41-02 

35-90 

39-51 

ALOa  .  . . 

3-33 

1  71 

1-26 

1  11 

1-69 

0-41 

FcO  .... 

3-26 

2-70 

2  01 

1-81 

1-32 

1-28 

Fe203 .  . . 

0-61 

0-57 

0-55 

0-32 

0-72 

0-41 

CaO  .... 

1-20 

1-46 

2-63 

1  05 

6-09 

2-79 

MgO  . . . 

38-77 

40  86 

39-48 

41-69 

38-16 

4l-46 

H20  . . . . 

13-83 

13-51 

14-36 

1317 

1211 

10-76 

co2 .. .. 

— 

— 

— 

0-66 

4-49 

4-03 

Total  .  . . 

99-07 

100-47 

99-41 

100-83 

100-48 

100-63 

Sp.  gr... 

2-56 

2-56 

2-55 

2-52 

2-56 

2-57 

B.  H.  B. 


*  Read  Kovaarsh. 
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Serpentine  from  Montville,  New  Jersey.  By  G.  P.  Merril 
( Zeit .  Kmjst.  Min.,  17,  418 — 419  ;  from  Proc.  TJ.S.  Nat.  Museum,  1888, 
105 — 111). — The  author  has  investigated  the  origin  of  the  well- 
known  Montville  serpentine.  It  occurs  in  association  with  crystal¬ 
line  dolomite.  The  centre  of  the  masses  usually  consists  of  a  white  or 
grey  mineral,  often  erroneously  believed  to  be  dolomite,  which,  as  a 


matter  of 
analyses  : — 

fact,  consists  of  diopside,  as 

is  shown  by  the 

following 

Si02. 

MgO. 

CaO. 

ALOs.  Fe203. 

FeO. 

MnO. 

h2o. 

Total. 

I.  51-45 

18-43 

24-02 

2-94  1-06 

096 

trace 

1-08 

99-94 

II.  40-23 

39-46 

— 

2-18  4-02 

trace 

— 

14-24 

10013 

III.  54-21 

19-82 

24-71 

0-59  0-20 

0-27 

— 

0-14 

99-94 

IV.  42-38 

42-14 

— 

0-07  0-97 

0T7 

— 

1412 

99-85 

I,  Grey  pyroxene;  II,  green  serpentine,  the  product  of  its  decom¬ 
position;  III,  white  pyroxene;  and  IV,  yellow  serpentine,  the 
product  of  its  decomposition. 

The  serpentine  contains  a  fairly  high  proportion  of  water.  The 
lime  set  free  by  the  alteration  of  the  diopside  is  recrystallised  as 
granular  calcite  of  a  bluish  tint  or  in  fibres.  Free  silica  was  not 
observed,  and  it  may  therefore  be  concluded  that  sufficient  magnesia 
was  present  to  combine  -with  the  excess,  and  to  form  serpentine. 
The  author  is  of  opinion  that  further  investigations  of  small  distinct 
masses  of  serpentine,  enclosed  in  calcareous  or  slaty  rocks,  will 
indicate  a  similar  mode  of  origin.  B.  H.  B. 

Nephrite  and  Jadeite.  By  F.  W.  Clarke  and  G.  P.  Merril 
(Zeit.  Kri/st  Min.,  17,  413  ;  from  Proc.  TJ.S.  Nat.  Museum,  1888,  115 — 
130).  The  authors  have  submitted  the  ethnological  specimens  of  jade, 
nephrite,  &c.,  in  the  U.S.  National  Museum,  to  careful  examination. 
The  following  are  selected  from  the  numerous  analyses  given  *. — 


1, 

2. 

3. 

4. 

5. 

SiO. . 

.  56"01 

58-11 

58-18 

59-18 

58-33 

AbA  .... 

1-98 

0-24 

23-53 

22-96 

21-63 

Fe  A  •  *  •  • 

— 

5  44 

-  1 

.  1-87 

/  171 

FeO . 

6-34 

0-38 

1-67  j 

1  0-73 

MnO . 

,  — 

trace 

— 

— 

— 

CaO . 

.  12-54 

1201 

2-35 

1-52 

4-92 

MgO . 

.  21-54 

21-97 

1-72 

0-67 

3-09 

Na,0 . 

— 

— 

11-81 

12-71 

813 

KoO . 

— 

— 

0-77 

trace 

0-22 

Ignition  .  .  , 

191 

1-78 

053 

0-90 

093 

Total  .... 

.  100-32 

99-93 

100-53 

99-81 

99-69 

Sp.  gr - 

2-989 

— 

3-190 

3-32 

3-27 

Nos.  1  and  2  are  analyses  of  jade  from  Alaska,  found  in  situ  in  the 
Jade  Mountains,  about  150  miles  from  the  Kowak  river.  Numerous 
varieties  are  found  at  this  locality,  but  microscopic  examination 
proves  that  they  are  all  nephrites.  The  authors  therefore  conclude 
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that  the  jade  tools  found  in  Alaska  have  not  been  derived  from 
Siberia,  as  1ms  hitherto  been  supposed.  Jade  tools  from  the  State  of 
Oaxaca, in  Mexico  (Analysis  3),  arc  similar  in  composition  to  Damoiir’s 
jadeite.  The  series  of  jade  tools  frem  Central  America  arc  shown  to 
belong-  to  three  groups.  The  iirst  is  jadeite,  more  or  less  impure  ; 
the  second  has  the  sp.  gr.  of  quartz,  and  also  belongs  partly  to  this 
species  ;  whilst  the  third  includes  those  of  low  specific  gravity,  and  is 
characterised  by  softness.  Jadeite  from  Sardiual  (Analysis  4)  was 
found  under  the  microscope  to  be  a  finely  granular  aggregate  of 
colourless  crystals  of  pyroxene,  and  a  specimen  of  this  mineral  from 
Culcbra  (Analysis  5)  consisted  of  a  fibrous  aggregate  of  colourless 
elongated  fibres  and  scales.  Nephrite  and  jadeite  may  be  distinguished 
by  the  fact  that  the  former  is  fibrous  and  massive,  whilst  the  latter  is 
distinctly  granular.  The  authors  deny  that  nephrites  from 
different  localities  may  be  distinguished  under  the  microscope. 

B.  H.  B. 

Constitution  of  certain  Zeolites.  By  C.  Doeltek.  (Jahrb.  f. 
Min.,  1890,  i,  Mem.  118 — 139). — The  author  has  prepared  artificially 
a  number  of  zeolites,  with  a  view  to  obtain  information  as  to  their 
constitution  and  mode  of  formation.  The  zeolites  he  has  prepared 
synthetically  are  apopbyllite,  okenite,  chabasite,  heulandite,  desmine, 
laumontite,  thomsonite,  analcime,  natrolite,  scolezite,  and  prehnite. 
All  these  zeolites  are  soluble  in  water,  especially  when  containing 
carbonic  acid,  at  an  elevated  pressure,  and  can  thus  be  recrystallised. 
The  temperatures  employed  amounted  to  120°  to  160°.  Several  of 
the  zeolites  are  soluble  in  liquid  carbonic  anhydride  at  a  much  lower 
temperatui-e  (25°).  Analcime,  heulandite,  and  more  rarely  chabasite, 
may  be  obtained  from  solutions  of  salts  containing  silica,  alumina, 
calcium  carbonate,  or  sodium  carbonate,  in  closed  tubes  at  a  tempe¬ 
ratui-e  of  130°  to  190°.  All  zeolites  consist  of  a  silicate  resembling 
nepheline,  pyroxene,  or  felspar,  to  which  meta-  or  orthosilieic  acid  is 
added.  In  most  cases,  the  zeolites  also  contain  varying  quantities  of 
water  of  crystallisation,  the  number  of  molecules  of  water  being 
dependent  on  the  temperature.  The  water  of  crystallisation  may  be 
driven  off  by  increasing  the  temperature,  but  in  most  cases  it  may  be 
taken  up  again.  The  hydrates  varying  with  the  temperature  may 
possess  different  crystalline  forms.  A  given  number  of  molecules  of 
water  cannot  be  driven  off  without  effecting  the  decomposition  of  the 
compound.  This  water  is  present  as  silicic  acid.  By  melting  and 
recrystallising,  the  silicate  that  forms  the  basis  of  the  zeolites  may  in 
several  cases  be  obtained.  This  silicate  is  an  ortho-  or  metasilicate. 
The  formulae  of  the  zeolites  may  be  tabulated  thus — 


Apophyllite  . . 

Okenite . 

Pectolite  .... 
Chabasite .... 
Heulandite.  . . 

Desmine . 

Laumontite  . . 
Thomsonite  . . 


Ca(K3)Si03  +  H2Si03  +  H20. 

CaSiO.,  +  H2Si03  +  H20. 

CaNajSi2Oe  +  H2Si03. 

CaAhSiA  +  2SiO(OH)2  +  6H20. 
CaAUSuO,,  +  2SiO(OH)2  +  3H20. 
CaAI2Si4012  +  2SiO(OH)j  +  4H20. 
CaAl,Si,0B  +  2SiO(OH)2  +  2H20. 
2{(CaAl2Si208)(Na2Al2Si208)}  +  5H20. 
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Analcime  . .  . .  Na2Al2Si208  +  2SiO(OH)2. 

Natrolite  ....  Na2AhSi208  +  Si(OH)4. 

Scolezitc  ....  CaAl2Si206  +  Si(OH)4  +  2H>0. 

B.  H.  B. 

Analyses  of:  Idocrase.  By  Gf.  Lindstrom  (Zeit.  Kryst.  Min.,  17, 
430 — 481  ;  from  Geol.  foren.  fork.,  10,  287). — The  varieties  of  idocrase 
analysed  by  the  author  "were  (1)  jewreinowite,  from  Frugard,  and 
(2)  cyprine,  from  Telemarken. 

The  results  were  as  follow  : — 


SiOo. 

TiO.,. 

alo3. 

Ee203. 

FeO. 

MnO. 

CuO. 

CaO. 

MgO. 

I. 

39-15 

0-19 

18-27 

1-14 

1-57 

o-io 

0-18 

34-98 

2-39 

II. 

37-90 

0-26 

1947 

0-40 

0-21 

0-91 

0-73 

36-06 

2  17 

K.O. 

Na20. 

F. 

h2o. 

Total. 

T. 

0-07' 

0-06 

1 

■73 

0-55 

100-3S 

II. 

Oil 

0-14 

1 

■72 

0-67 

100-75 

The  idocrase  from  Ala  contains  no  fluorine,  whilst  that  from  Monzoni 
contains  0‘31  per  cent.,  as  well  as  traces  of  boric  acid. 

B.  H.  B. 

Anorthite  from  Miyakejima,  Japan.  By  Y.  Kikuchi  (Zeit. 
Kryst.  Min.,  17,  421  ;  from  J.  Imp.  Coll,  of  Sci.,  Tokyo,  2,  31). — The 
volcano  of  the  island  of  Miyake  consists  of  anorthite-basalt,  rendered 
porphyritic  by  crystals  of  anorthite,  which  also  occur  in  considerable 
quantities  loose.  The  angles  made  by  the  direction  of  extinction  with 
the  edge  formed  by  the  faces  OP  and  coPco  is  —38°  to  —40°  on 
cleavage  plates  taken  parallel  to  OP,  and  — 40°  to  —41°  on  plates 
parallel  to  coPoo.  The  mineral  has  a  sp.  gr.  of  2'701,  and  yielded  on 
analysis  the  following  results: — 

Si0.2,  A1203.  CaO.  MgO.  Xa.,0.  ILO.  Total. 

44-03  36-80  19-29  0'20  0‘23  0T2  100-67 

B.  H.  B. 

Phillipsite  from  Somosko.  By  A.  Kalecsinszky  (Zeit.  Kryst. 
Min.,  17,  521 — 522  ;  from  Jahrb.  kongl.  ung.  geol.  Anstalt,  1888, 
128 — 131). — Well-developed,  white  crystals  of  phillipsite  from  cavi¬ 
ties  in  the  basalt  of  Somosko,  Hograd  Co.,  Hungary,  gave  on  analysis 
the  following  results  : — 

Si02.  AL03.  CaO.  K20.  HgO.  Total.  Sp.  gr. 

49-65  21*88  6'99  5-28  1646  99'96  2-201 

B.  H.  B. 

Artificial  Production  of  Rock-forming  Minerals.  By  K. 

Kozioroffski  (Zeit.  Kryst.  Min.,  17,  527 — 528;  from  Coin.  Univ. 
1  Yarsaw,  1,  1 — 9). — The  author  has  melted  together  Si02,  AhCb, 
CaC03,  MgCOa,  Na.COs,  FeCCb,  Fe203,  and  Pe304  in  various  propor¬ 
tions  at  a  white  heat  in  a  Siemens  crucible  furnace  for  30  to  48 
hours.  A  mixture,  having  the  composition  of  a  basalt  (3  olivine,  1 
augite,  3  labradorite,  0"5  Fe904),  was  only  partially  melted.  The 
melted  portion  was  crystalline,  and  consisted  chiefly  of  polysynthetic 
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twin-crystals  of  a  plagioclase,  probably  oligoolase.  Another  mixture 
having  tlie  composition  of  ophite  (1  anortliite  and  2  angite)  yielded 
crystals  of  plagioclase.  spinel,  and  magnetite,  in  an  amorphons  glass. 
A  mixture  having  tlie  composition  of  a  trachyte  (1  andesine,  10 
orthoclase,  and  2  angite)  yielded  an  amorphous-green  glass.  On 
heating  this  glass  for  ID  days,  sphrerolites  were  formed.  These  con¬ 
sisted  partly  of  long,  radiating  needles  of  an  acid  felspar,  and  partly 
of  minute  crystals  of  angite.  bcncite  was  also  formed. 

Fayalite  crvstals  from  a  mill-cinder  from  an  ironworks  near  Mos¬ 
cow  were  found  to  have  the  following  composition  : — 

Si02.  FeO.  Total. 

31-GO  G7-73  09-47 

Under  the  microscope  a  number  of  magnetite  inclusions  were  ob¬ 
served.  B.  H.  B. 

Solubility  of  some  Substances  in  Sea-water.  By  J.  Thorlet 
( Gompt .  rend.,  110,  652 — 654). — Pnniice,  shells,  coral,  and  globigerina?, 
in  somewhat  small  grains,  were  left  in  contact  with  sea-water  and 
distilled  water  for  several  months,  the  water  being  renewed  eveiy 
week.  The  solids  were  then  washed  with  equal  volumes  of  distilled 
water,  dried,  and  weighed.  The  loss  of  weight  gave  the  quantity 
which  had  been  dissolved.  The  experiments  were  made  in  the  dark 
in  order  to  avoid  the  development  of  algm.  The  solubility  of  the 
four  substances  in  distilled  water  is  very  small,  but  is  considerably 
greater  than  their  solubility  in  sea-water.  This  difference  is  prob¬ 
ably  due  in  part  to  the  fact  that  distilled  water  always  contains 
carbonic  acid,  whereas  sea-water  is  alkaline.  C.  H.  B. 


Organic  Chemistry. 


Results  and  Aims  of  Stereochemical  Research.  By  V.  Meyek 
{Her.,  23.  567 — G10). — The  author  first  gives  an  historical  review  of 
the  development  of  stereochemical  or  space  formula).  Although  it 
was  long  tacitly  understood  that  the  four  hydrogen-atoms  in  me¬ 
thane  must  be  arranged  symmetrically  in  space  around  the  carbon- 
atom,  Van’t  Hoff  and  Le  Bel  were  the  first  to  point  out  the  im¬ 
portant  advantages  that  are  derived  by  the  adoption  of  the  tetrahedral 
symbol  for  tlie  carbon-atom  to  which  the  above  view  naturally  leads. 
By  tli is  method  they  were  able  to  explain  the  isomerism  of  a  number 
of  compounds,  such  as  the  lactic  acids,  the  formula)  of  which  contain 
asymmetrical  carbon-atoms,  and  therefore  in  space  are  capable  of  two 
enantiomorphic  methods  of  representation.  Geometrical  isomerism  is 
then  possible  amongst  substances  containing  an  asymmetrical  carbon- 
atom,  and  it  was  likewise  shown  that  such  geometrical  isoinerides 
frequently  show  optical  activity.  A  distinct  connection  was  traced 
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between  the  presence  of  an  asymmetrical  carbon-atom  and  the  optical 
activity  of  the  substance  in  which  it  occurs ;  so  that  we  are  now  able 
to  say  that,  although  a  substance  containing  an  asymmetrical  carbon- 
atom  may  not  be  optically  active,  the  reverse  is  never  true  ;  and  if  a 
substance  has  optical  properties,  it  will  be  certain  to  contain  an 
asymmetrical  carbon-atom.  Not  only  so,  but  in  the  case  of  a  number 
of  substances  containing  asymmetrical  carbon-atoms,  and  yet  optically 
inactive,  the  inactivity  has  proved  to  be  only  apparent  and  due  to  the 
fact  that  in  each  case  the  substance  in  question  was  really  a  mixture 
of  two  isomerides  of  equal  but  opposite  rotatory  power ;  for  instance, 
the  propylene  glycols  investigated  by  Le  Bel,  mandelic  acid  by 
Lewkowitsch,  and  Ladenburg’s  iuactive  conine.  Some  facts,  how¬ 
ever,  as  for  instance  the  occurrence  of  the  two  inactive  hydrobenzo’ins, 
still  remain  to  be  explained. 

An  explanation  of  the  occurrence  and  stability  of  ring  compounds 
has  also  been  made  possible  by  the  adoption  of  the  tetrahedral  carbon- 
atom.  As  Baeyer  has  pointed  out,  the  angles  of  a  regular  pentagon 
are  very  nearly  equal  to  those  which  the  lines  represeniing  the  direc¬ 
tions  of  the  valencies  in  the  tetrahedral  carbon-atom  make  with  one 
another;  hence  by  joining  the  valcucies  of  five  such  carbon-atoms, 
one  with  another,  a  closed  ring  would  practically  be  obtained.  It 
will  be  seen  that  the  carbon-atoms  in  this  case  arc  assumed  to  lie  in  a 
plane.  That  in  benzene  (the  most  stable  and  readily  formed  of  the 
ring  compounds)  six  and  not  five  carbon-atoms  are  present,  is  ex¬ 
plained  by  the  author  as  due  to  the  fact  that  only  a  very  slight  ten¬ 
sion  would  be  necessary  in  the  introduction  of  this  additional  carbon- 
atom,  whereas  the  stability  of  the  compound  would  be  enormously 
increased  by  the  symmetry  thus  given  to  the  molecule.  In  support 
of  this,  it  is  pointed  out  that  it  is  impossible  to  arrange  "the  valencies 
symmetrically  in  a  ring  of  only  five  carbon-atoms.  Baeyer’s  assump¬ 
tion  that  in  the  case  of  the  formation  of  double  and  treble  linking 
the  valencies  are  subject  to  tension,  and  the  compounds  formed  in 
consequence  unstable,  is  one  with  which  the  author  does  not  agree. 
He  points  to  the  formation  of  acetylene  directly  from  carbon  and 
hydrogen  at  white  heat.  The  instability  of  such  compounds  as  the 
polyacetylenecarboxylie  acids  and  diacetylene  is  not  surprising  when 
one  remembers  the  remarkable  constitution  of  these  substances,  and 
may  not  be  due  to  the  treble  linking  which  they  contain.  It  may 
rather  be  caused  by  a  tendency  for  the  atoms  to  rearrange  themselves 
into  more  stable  configurations,  just  as  the  unstable  silver  oxalate 
passes  on  explosion  into  silver  and  carbonic  anhydride. 

Passing  on  to  the  work  of  Wislicenus,  the  author  points  to  the 
development  of  the  view  that  carbon-atoms,  united  by  a  single  bond, 
are  free  to  rotate,  and,  therefore,  only  take  up  the  most  stable  posi¬ 
tion  ;  whereas  in  the  case  of  a  double  bond  this  rotation  is  prevented, 
and  the  atoms  compelled,  in  some  cases,  to  take  up  positions  of  un¬ 
stable  equilibrium.  On  the  assumption  that  the  specific  affinities  of 
the  groups  united  with  the  carbon-atoms  determine  the  stability  or 
instability  of  alternative  arrangements  in  the  latter  case,  the  actual 
positions  in  space  occupied  by  the  above  groups  with  relation  to  one 
another  may,  in  some  cases,  be  predicted.  The  well-known  instance 
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of  fu marie  and  maleic  acids  is  hero  alluded  to.  The  conversion  of 
maleic  into  fu marie  acid  by  the  action  of  hydrobromie  acid  cannot, 
however,  he  explained  on  Wislicenus’  assumption  of  the  intermediate 
formation  of  a  monobromosnceinic  aeid,  because,  as  Anschiitz  has 
shown,  snob  an  acid  would  be  a  very  stable  compound,  and  would 
not  undergo  change  into  fu  marie  acid  under  the  conditions  of  the 
above  transformation.  The  formula  given  by  Anschutz  (Abstr.,  1887, 
91(5)  for  maleic  acid  is,  however,  untenable,  as  it  would  lead  to  the 
assumption  of  the  existence  of  two  isomeric  succinic  acids,  for  which 
there  is  no  experimental  evidence,  anil,  as  far  as  the  structure  of  the 
fumarie  and  maleie  acids  is  concerned,  the  views  of  Wislicenus  must 
be  considered  correct. 

Grave  objections  have,  however,  been  raised  to  the  view  that 
carbon-atoms  united  by  a  single  affinity  are  free  to  rotate,  and  will, 
therefore,  only  take  np  the  most  favourable  position,  by  the  work  of 
the  author  and  Auwers  on  the  benzildioximes  (Abstr.,  18SS,  597 ; 
1889,  403,  713).  Only  one  such  compound  should  be  known,  since  a 
benzildioxiine  contains  no  asymmetrical  carbon-atom,  and  the  carbon- 
atoms  are  only  united  by  a  single  bond,  and  therefore  should  be  free 
to  rotate  and  to  take  up  the  one  most  favourable  position.  In  spite 
of  these  facts,  three  isomeric  benzildioximes  have  up  to  the  present 
been  discovered,  and  the  existence  of  these  isomerides  can  only  be 
explained  by  assuming  that  in  this  case  free  rotation  of  the  carbon- 
atoms  about  the  bond  of  union  does  not  take  place,  and  that  in 
consequence  three  different  stable  arrangements  are  possible  corre¬ 
sponding  with  the  three  isomerides.  The  discovery  of  the  isobenz- 
akloxime  by  Beckmann,  containing  the  group  — XH-0 — ,  at  first  ap¬ 
peared  to  open  out  the  possibility  of  this  group  being  also  present  in 
the  benzildioximes,  and  the  isomerism  being  therefore  due  to  differ¬ 
ences  in  structure;  but  this  has  since  been  disproved  by  Auwers  and 
Dittrich  (Abstr.,  1SS9,  1192).  There  is  now  no  doubt  as  to  the 
structural  identity  of  the  benzildioximes,  whatever  be  the  explana¬ 
tion  of  their  isomerism. 

Goldschmidt  (this  vol.,  p.253)  considers  Beckmann’s  benzaldoximes 
as  identical  in  structure,  since  both  combine  with  phenylcarbimide  fo 
form  isomeric  additive  products.  There  is,  however,  no  a  priori  reason 
why  a  substance  containing  the  group  — XH>0 —  should  not  combine 
with  phenylcarbimide  as  readily  as  one  containing  the  NOH-group,  and 
therefore  the  above  cannot  be  held  to  prove  anything.  The  author 
has  further  evidence  that  Beckmann’s  isobenzaldoxime  contains  the 
imido-group,  since  the  methyl  salt  of  this  compound,  on  treatment 
with  hydrochloric  acid,  yields  /2-methylhydroxylamine  XHMe'OH, 
melting  at  So — 90°,  whereas  the  a-benzaldoxime  yields  «-methyl- 
hydroxyhimine  NHyNWe,  melting  at  148°. 

Hantzseh  and  Werner  (this  vol.,  p.  348)  have  put  forward  an  ex¬ 
planation  of  the  occurrence  of  isomeric  benzil  mono-  and  dioximes 
which  is  based  on  the  assumption  that  the  nitrogen-atom  may  be 
represented  as  a  tetrahedron,  and  that  when  a  nitrogen-atom  is  united 
by  two  of  its  valencies  to  a  carbon-  or  second  nitrogen-atom,  we  may 
have  cases  of  isomerism  similar  to  that  of  fumarie  and  maleic  acids. 
The  isomerism  of  the  benzaldoximes  is  explained  in  accordance  with 
vol.  Lvm.  3  g 
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this  view,  but.  as  above  shown,  llie  structure  of  these  two  compounds 
is  in  all  probability  not  identical,  and  therefore  the  explanation  and 
support  it  offers  to  the  hypothesis  fall  to  the  ground.  Again,  all  un- 
symmetrieal  oximes  of  the  formula  OH — NiCXY  should  exist  in  two 
isomeric  forms;  but  this  is  altogether  contradicted  by  experience. 
Anwers  has  undertaken  a  special  investigation  of  the  oxime 
OH'XiCPh-CfilHMe,  but  without  being  able  to  detect  signs  of  the 
formation  of  an  isomeride.  Whilst  the  oximes  of  benzil  occur  in 
isomeric  forms,  those  of  phenanthraquinone  exhibit  no  isomerism, 
according  to  the  author’s  view  limited  rotation  being  possible  in  the 
first  ease  but  not  in  the  second,  as  will  be  seen  by  a  comparison 

„  Ph-c:o  cgh4c:o  t  , 

of  the  two  formulas  I  _  and  i  1 4_.  According  to  the  views 
P  li'C.O 

of  Hantzseh  and  Werner,  however,  a  corresponding  number  of 
isomcridcs  should  be  obtained  from  each,  which  is  not  the  case. 
Hantzseh  and  Werner  also  offer  no  explanation  of  the  non-occur¬ 
rence  of  isomerism  in  the  dioxime  derived  from  diueetyl,  which  has 
been  explained  by  the  author  as  due  to  the  fact  that  whereas  the 
Celia-  and  N OH-group  are  in  an  equal  degree  negative  in  character, 
this  is  not  the  case  with  Me  and  A  OH. 

If  the  tetrahedral  representation  were  tenable  for  the  nitrogen- 
atom,  we  should  have  to  assume  that  substituted  ammonias  can  exist 


,/H  /H 

in  the  isomeric  forms  X — a  and  Ngyt  ,  but  this  is  not  so.  We  must 

a 

therefore  assume  that  in  ammonia  the  hydrogen-atoms  are  placed 
symmetrically  with  regard  to  the  nitrogen-atom,  and  this  can  only 
find  expression  in  a  plane  formula.  In  ring  compounds,  such  as 
pyridine,  the  valencies  probably  no  longer  lie  in  a  plane,  since  they 
replace  those  of  a  carbon-atom;  but  of  this  little  can  as  yet  be 
ascertained. 

In  conclusion,  the  author  touches  on  one  or  two  questions  connected 
with  the  possible  space  representation  of  the  oxygen-  and  sulphur- 
atoms,  and  he  urges  the  necessity  of  the  employment  of  space  formula) 
and  of  no  longer  regarding  the  atoms  as  mere  points  without  shape 
or  dimensions.  H.  C. 


Chemical  Constitution  of  Carbon  Compounds  and  the  sign 
and  variations  of  their  Rotatory  Power.  By  P.  A.  Guye  ( Compt . 
rand.,  110,  714 — 716).— Admitting  that  the  valencies  of  carbon  are 
directed  towards  the  solid  angles  of  a  regular  tetrahedron,  and  calling 
the  six  planes  of  symmetry  which  characterise  the  compound  CR4  the 
planes  of  carbon  symmetry ,  it  is  evident  that  so  long  as  the  carbon 
remains  symmetrical  the  centre  of  gravity  of  the  molecule  will  be 
found  in  one,  at  least,  of  these  planes.  On  the  other  hand,  if  the 
carbon  becomes  asymmetrical,  the  centre  of  gravity  will  be  outside 
these  planes.  In  the  first  ease,  the  product  of  asymmetry ,  that  is,  the 
product  of  the  distances  of  the  centre  of  gravity  of  the  molecule  from 
each  of  the  planes  of  symmetry,  will  be  zero ;  in  the  second  case,  it 
will  have  a  definite  value.  If  the  signs  +  and  —  are  given  to  these 
distances,  measured  from  one  side  or  the  other  of  each  plane  of 
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symmetry,  the  product  of  asymmetry  will  be  positive  or  negative, 
according  to  circumstances. 

It  follows  that  whenever  the  displacement  of  one  radicle  by  another 
leaves  the  centre  of  gravity  on  the  same  side  of  the  planes  of  sym¬ 
metry,  the  rotatory  power  of  the  compound  will  retain  the  same  sign  ; 
if,  as  a  result  of  substitution,  the  centre  of  gravity  is  removed  further 
away  from  the  planes  of  symmetry,  the  rotatory  power  will  he  in¬ 
creased  ;  if  it  is  brought  nearer  to  the  planes,  the  rotatory  power  will 
be  reduced;  if,  as  a  result  of  substitution,  the  centre  of  gravity  is 
displaced  from  one  side  of  one  of  the  planes  of  symmetry  to  the  other 
side,  the  sign  of  the  optical  rotation  will  be  changed. 

These  deductions  are  experimentally  verified  in  the  case  of  amyl 
alcohol  and  amyl  chloride,  bromide,  iodide,  cyanide,  and  acetate  ; 
mono-,  di-,  and  tri-amylamines  and  their  hydrochlorides;  asparagin 
and  aspaitie  acid  and  their  salts  and  compounds  with  acids;  dextro- 
tartaric  acid  and  its  derivatives,  malic  acid  and  its  derivatives,  and 
many  other  compounds. 

The  increase  in  rotatory  power  consequent  on  a  removal  of  the 
centre  of  gravity  further  away  from  the  planes  of  symmetry  is  well 
shown  iu  the  case  of  the  ethereal  salts  of  tartaric  acid. 

Methyl.  Ethyl.  Propyl.  Isobutyl. 

[a]i)  =  +214°  +  i  ‘t>6°  +  12-44°  — 10’S73 

In  dibenzoyltartaric  acid  the  centre  of  gravity  passes  to  the  oppo¬ 
site  side  of  the  plane,  cutting  the  edge  COOH — OBz,  and  consequently 
dibenzoyltartaric  acid  is  ltevogyrate,  [*]  =  — 117'68°. 

The  substitution  of  alkyl  radicles  for  the  basic  hydrogen  leaves  the 
centre  of  gravity  on  the  same  side  of  that  particular  plane,  but 
reduces  its  distance,  and  consequently  the  rotatory  power  of  the 
ethereal  salts  diminishes  as  the  molecular  weight  of  the  alkyl  radicle 
increases. 

Methyl.  Ethyl.  Isobutyl. 

0]d  =  —88-78°  —60-02°  -41  92° 

Diacetyltartaric  acid  is  lawogyrate  ([* ~!D  =  —  23-14°)  for  a  similar 
reason,  but  in  this  case  the  introduction  of  a  sufficiently  heavy  alkyl 
radicle  carries  the  centre  of  gravity  to  its  original  side  of  the  plane  of 
symmetry,  and  the  sign  of  rotation  changes. 

Methvl.  Ethvl.  Propvl.  Isobuul. 

[«]d  =  -14-29°  +1-02°  +6-52°  +10-29° 

C.  H.  B. 

Limitation  of  the  free  Rotation  of  singly  bound  Carbon- 
atoms.  By  C.  A.  Bischoff  (Ber.,  23,  G23 — G30). — Assuming  that 
by  the  accumulation  of  alkyl  groups  in  a  molecule,  such  as  that  of 
succinic  acid,  the  carbon-atoms  are  caused  to  approach  one  another 
(compare  this  vol.,  p.  741),  it  is  possible  that  the  vibrations  of  some 
of  the  atomic  complexes  of  which  the  molecule  is  composed  may 
become  limited,  owing  to  interference  with  one  another,  and  two 
systems  which  have  hitherto  been  regarded  as  capable  of  free  rotation 
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round  a  common  axis  might,  under  certain  conditions,,  have  their 
power  of  rotation  limited  ;  in  other  words,  configurations  which  are  at 
present  looked  on  as  identical,  because  the  one  can  be  converted  into 
the  other  by  simple  rotation,  would  become  dissimilar,  and  compounds 
possessing  these  two  configurations  would  differ  from  one  another  in 
properties  in  a  manner  somewhat  analogous  to,  but  probably  to  a 
smaller  extent  than  that  in  which  geometrically  isomeric  substances 
differ  from  one  another. 

This  hypothesis  is  similar  to  that  put  forth  by  Riecke  and  V. 
Meyer,  but  it  differs  from  the  latter  in  assuming  that  the  limitation 
of  free  rotation  is  brought  about  in  the  manner  described  above, 
and  not  by  the  purely  chemical  nature  of  the  substituting  radicles. 

If  energy  is  supplied  to  a  system  the  rotation  of  which  is  supposed 
to  be  limited  in  this  way,  it  may  be  conceived  that  the  impact  of  any 
two  groups  which  interfere  with  one  another  may  become  powerful 
enough  to  force  asunder  again  those  carbon-atoms,  the  mutual 
approach  of  which  has  led  to  interference ;  in  this  way  the  one  con¬ 
figuration  would  be  converted  into  the  other. 

The  author  names  isomerism  of  this  nature  “dynamical  isomerism,’’ 
and  explains  his  hypothesis  with  the  aid  of  diagrams.  The  fact 
which  led  to  the  origination  of  this  hypothesis  is  the  formation  of  two 
ethyldimethylsuccinic  acids  by  the  hydrolysis  of  ethyl  ethylisobutenyl- 
tricarboxylate  (this  voh,  p.  743). 

In  accordance  with  the  above  theory,  propyldimethyl-,  isopropyl- 
dimethyl-,  and  ben/.yldimethylsncci nic  acid  can  also  exist  in  two 
dynamically'  isomeric  forms;  the  results  of  experiments  on  benzyl- 
dimethydsuccinic  acid  are  described  in  auother  paper  (this  vol.,  p.  774). 

h\  S.  K. 

Fluoroform.  By  Meslaxs  (Compt.  rend .,  110,  71 7 — 719). — Two 
parts  of  iodoform,  two  parts  of  silver  fluoride,  and  one  part  of  chloro¬ 
form  are  mixed  in  a  flask,  which  is  cooled  to  0°  and  is  connected  with 
a  lead  worm,  kept  at  —  23°,  followed  by'  a  (J -tube  containing  silver 
fluoride  heated  at  100°.  The  temperature  of  the  flask  is  allowed  to 
rise  gradually,  and  the  gas  which  is  evolved  is  collected  over  mercury. 
It  is  purified  from  chloroform  vapour  by  prolonged  contact  with 
fragments  of  dry  caoutchouc,  and  from  carbonic  oxide  by  means  of  a 
solution  of  cuprous  chloride  in  hydrochloric  acid.  The  product  is  a 
colourless  gas,  with  a  pleasant  odour  resembling  that  of  chloroform; 
it  burns  with  difficulty  with  a  blue  flame  and  abundant  evolution  of 
hydrogen  fluoride;  it  is  only'  slightly  soluble  in  water,  chloroform,  or 
benzene,  but  alcohol  dissolves  about  five  times  its  own  volume.  Its 
sp.  gr.  is  2  445,  and  it  liquefies  under  a  pressure  of  40  atmos.  at  20c ; 
if  the  pressure  is  suddenly  released,  it  solidifies. 

TLi is  gas  is  fluoroform,  CHF3;  when  heated  with  alcoholic  potash  at 
160°,  it  yields  potassium  formate  and  fluoride.  Sodium  heated  in  the 
gas  burns  brilliantly,  with  deposition  of  carbon  and  sodium  fluoride 
and  formation  of  methane. 

When  silver  fluoride  and  iodoform  react  in  absence  of  chloroform, 
much  heat  is  developed,  iodine  is  liberated,  and  a  fluoriodoform  is  pro¬ 
duced.  C.  H.  B. 
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Determinations  of  Molecular  Weights  of  Organic  Compounds 
by  Raoult’s  Method.  By  K.  Patekno  and  B.  Nasini  (Gazzetta,  19, 
1  i).")— 209). — Polymeric  Compounds. — Ethyl  cyanate  and  cyannrate 
jn  a  benzene  solut  ion  gave  results  agreeing  with  the  molecular  formula? 
EtOXO  and  Etj,(CXO)i.  j\letaeinnamene,  obtained  by  the  sponta¬ 
neous  polymerisation  of  pure  einnamene,  gave  in  a  benzene  solution 
a  result  corresponding  with  (CbH8)3;  more  concentrated  solutions 
(d — 1)  per  cent.)  gave  a  value  intermediate  between  (C6HS)4  and 
(CSH8), 

Isomer  ides ,  — Apiole  and  isoapiole  in  benzene  solution  both  gave 
results  agreeing  with  the  formula  U12Hi40*.  Ciamician  aud  Silber’s  view 
that  these  compounds  are  not  polymcrides  is  thus  confirmed. 

Urimidosuccinic  Acids. — Both  the  lawogyrate  and  the  inactive 
varieties  gave  in  dilute  aqneous  solution  a  result  corresponding  with 
the  molecular  formula  C^EUX-Ch. 

Benzene  Ilexachlorides . — The  a-compound  gave  a  normal  result  in 
acetic  acid  and  concentrated  benzene  solutions ;  the  /3-compound  is 
isomeric  with  it. 

Diphenic  Anhydride. — The  numbers  obtained  from  the  acelic 
solution  point  to  the  formula  (C6H4*C0)20  as  molecular,  but  it 
■would  appear  that  the  anhydride  is  dissociated  by  solution  in  acetic 
acid. 

Xaphthalene  Vicrate. —  Concentrated  acetic  solutions  give  approxi¬ 
mately  normal  figures  ;  dilute  solutions  indicate  that  complete  dissocia¬ 
tion  into  naphthalene  and  picric  acid  has  taken  place.  Normal  results 
were  obtained  from  benzile,  carvacrol,  carvacrol  hydrosulphi.de,  and 
from  amarine  in  benzene  solutions,  and  from  dimethylquinol,  benzoin, 
debydracetic  acid  and  amide,  and  brnzimidobenzoate  in  acetic  acid 
solutions.  Thymoquiuoneand  camphoric  chloride  gave  normal  results, 
but  in  the  case  of  camphoric  chloride  it  was  apparent  that  some  dis¬ 
sociation  had  taken  place.  TTsnic  acid,  both  in  acid  and  in  benzene, 
and  auilide  in  a  dilute  benzene  solution  gave  abnormal  results,  prob¬ 
ably  due  to  some  decomposition. 

Colloidal  Substances. — 2  per  cent,  solutions  of  albumin  and  gelatin 
barely  reduced  the  freezing  point  by  0‘01o  ;  it  would  therefore  appear 
that  these  colloids  have  an  extremely  complicated  molecular  struc¬ 
ture.  The  calculations  from  the  observed  data  were  all  made  by 
Baonlt’s  method. 

The  behaviour  of  paraldehyde,  anethoil,  phenol,  and  bromoform  as 
solvents  was  examined;  the  results  obtained  with  paraldehyde  were 
irregular  on  account  of  the  readiness  with  which  it  undergoes  partial 
dissociation  into  aldehyde  ;  anethoil  gave  more  uniform  results,  but 
the  experiments  were  discontinued  on  account  of  its  peculiar  behaviour; 
the  addition  of  a  crystal  to  the  mass  when  cooled  a  few  tenths  of  a 
degree  below  the  fieezing  point  induces  congelation,  as  with  other 
solvents,  but  instead  of  the  temperature  rising  at  once  to  the  freezing 
point,  it  continues  to  descend  with  extreme  slowness,  and  then  returns. 
Brotnoform  could  not  be  obtained  sufficiently  pure;  experiments  with 
phenol-derivatives  are  still  in  progress.  The  author  concludes  that 
paraldehyde  and,  to  a  lesser  extent,  anetho'il  may  be  useful  in  special 
circumstances.  S.  B.  A.  A. 
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Products  of  the  action  of  Propionitrile  on  Chlorides  of  the 
Fatty  Acids  in  presence  of  Aluminium  Chloride. — Triethyl 
Tricyanide.  By  K.  Otto  aud  J.  Trooer  ( Ber .,  23,  759 — 768). — 
In  a  preliminary  notice  (Abstr.,  1889,957)  the  authors  stated  that  by 
the  action  of  aluminium  chloride  on  a  mixture  of  propionitrile  and 
propionic  chloride,  propionylpropionitrile  appeared  to  be  formed,  which 
at  once  took  up  the  elements  of  water,  forming  propionylpropion- 
amide.  In  the  further  course  of  the  investigations,  acetic  chloride  was 
substituted  for  propionic  chloride,  and  the  same  compound  obtained 
as  before.  This  formation  shows  that  the  constitution  previously 
assigned  to  the  substance  is  incorrect  and  further  investigation  has 
shown  that  it  is  dipropionamiih >,  XH(CO-CH2*CH3)2.  This  has  been 
confirmed  by  a  direct  comparison  of  the  compound  in  question  with 
the  dipropionamide  obtained  by  the  usual  reactions. 

J  Jipropionamide  crystallises  in  rectangular  tablets  or  long  needles 
which  melt  at  153 — 151°,  sublime  readily,  and  distil  without  decom¬ 
position  at  210 — 220°.  It  is  sparingly  soluble  in  cold,  readily  in  hot, 
water,  and  still  more  readily  in  alcohol.  It  is  quickly  converted  into 
propionic  acid  aud  ammonia  by  both  potassium  hydroxide  and  dilute 
sulphuric  acid.  Its  formation  in  the  above  reaction  is  probably  due 
to  the  fact  that  a  portion  of  the  propionitrile  is  reduced  to  propion- 
amide,  which,  by  the  action  of  the  hydrochloric  acid  formed  from  the 
aluminium  chloride,  passes  into  dipropionamide. 

Triethyl  tricyanide,  like  the  tricyauides  obtained  by  Ivrafft  and 
Hansen  (Abstr.,  1889,  696),  has  basic  properties,  and  may  be  con¬ 
verted  into  a  hydrochloride  by  passing  hydrogen  chloride  over  the 
fused  compound.  By  the  action  of  water  this  readily  passes  into 
ammonium  chloride  and  propionic  acid,  on  which  account  no  platino- 
chloride  could  be  prepared.  According  to  T.  Weyl,  triethyl  tricyanide 
has  a  poisonous  action  on  dogs  and  guinea-pigs,  resembling  that  of 
certain  ptomaines.  H.  G.  C. 

Molecular  Weight  of  the  solid  «-Dichloropropionitrile.  By 
R.  Utto  {Ber.,  23,  836 — 837). — The  solid  compound  (in.  p.  73 — 74°) 
obtained  by  the  action  of  dry  chlorine  on  propionitrile  {Annalen,  116, 
195;  132,  181)  has  the  molecular  formula  (C3H3C1-2N)3,  as  is  proved 
by  molecular  weight  determinations  by  Raoult’s  method  in  glacial 
acetic  acid  solution.  F.  S.  K. 

Coloration  of  Organic  Substances  by  Thiocyanic  Acid.  By 
C.  Parexti  ( Gazzetta ,  19,  175 — 179). — The  reddish  coloration  which 
thiocyanic  acid  imparts  to  animal  and  vegetable  tissues  is  generally 
held  to  be  due  to  the  presence  of  minute  traces  of  iron ;  this  is  denied 
by  Miguel  (Abstr.,  1877,  457),  who  found  that  paper  presumably 
free  from  iron  acquired  a  red  coloration  on  exposure  to  the  vapour  of 
thiocyanic  acid,  although  it  was  not  coloured  by  the  aqueous  acid. 
The  author  has  repeated  this  experiment,  and  finds  that  paper  in  which 
no  iron  can  be  detected  by  analysis  exhibits  the  phenomena  described 
by  Miguel,  but  if  it  is  previously  digested  for  several  days  in  pure 
dilute  hydrochloric  acid,  then  thoroughly  washed  and  dried,  it  is  no 
longer  affected  by  the  acid.  On  the  other  hand,  if  the  purified  paper 
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or  cotton  cloth  is  wetted  with  water  to  which  one  drop  of  an  extremely 
dilute  solution  of  ferric  chloride  has  been  added,  and  dried,  it  regains 
its  original  character.  Jt  follows  that  the  coloration  is  due  to  the 
presence  of  traces  of  iron,  which  are  so  small  that  they  .are  only 
detected  by  the  extremely  delicate  action  of  the  fumes  of  thiocyanie 
acid.  The  coloration  is  not  affected  by  anhydrous  ether,  ab-olutc 
alcohol,  benzene,  carbon  bisulphide,  or  chloroform,  but  it  is  destroyed 
by  excess  of  water;  a  drop  of  a  mixture  of  ether  or  alcohol  and  water 
leaves  a  stain,  which,  on  drying,  becomes  first  green  and  then  white. 
This  reaction  is  so  delicate  that  it  may  be  used  as  a  test  for  the 
presence  of  water  in  ether  or  absolute  alcohol ;  in  the  last  case  the  test 
must  be  made  in  a  closed  vessel,  as  absolute  alcohol  abstracts  suflicient 
moisture  from  the  air  to  give  the  green  stain. 

Miguel’s  distinction  between  the  red  coloration  given  to  paper 
imbued  with  ferric  chloride  by  fumes  of  thiocyanie  acid  and  the 
vellowish-rcd  coloration  given  by  the  aqneous  acid  is  due  to  the  action 
of  the  liberated  hydrochloric  acid,  which,  in  presence  of  water,  facili¬ 
tates  the  decomposition  of  thiocyanie  acid  into  perthiodicyanic  acid. 

S.  B.  A.  A. 

Purification  of  Alcohol.  By  E.  "Waller  ( Chem .  News,  61,  53  — 
51). — The  alcohol  is  agitated  with  powdered  potassium  permanganate 
until  distinctly  coloured,  and  after  some  hours  treated  with  a  pinch  of 
pulverised  calcium  carbonate.  It  is  then  carefully  distilled,  but  not 
to  dryness,  and  is  collected  for  use  when  the  distillate  ceases  to  give  a 
vcllow  coloration  with  strong  potash  or  soda  within  20  or  30  minutes. 

10.  A.  L. 

Etherification  by  Uranium  Salts.  By  0.  Poul  (Lisly  Chem., 
14,  104 — 105). —  On  pouring  amyl  alcohol  over  uranium  nitrate,  the 
latter  is  decomposed  by  the  action  of  light,  and,  at  the  ordinary  tem¬ 
perature,  valeraldehyde,  free  valeric  acid,  amyl  valerate,  and  amyl 
nitrate,  together  with  some  reduction  products  containing  oxides  of 
uranium,  are  formed.  The  same  kind  of  reaction  takes  place  with 
methyl  and  ethyl  alcohols.  Amyl  nitrate,  after  exposure  to  light, 
vields  after  some  time  ethereal  stilts  of  valeric  acid,  having  a  very 
agreeable  odour.  On  pouring  ethyl  alcohol  over  uranium  acetate, 
acetaldehyde,  acetic  acid,  and  ethyl  acetate  are  formed.  Uranium 
acetate,  treated  in  the  same  manner  with  amyl  alcohol,  yields  amyl 
acetate  and  ethyl  valerate.  B.  B. 

Action  of  Chlorine  on  Tetramethylethylene.  By  A.  Cltoupotskv 
and  N.  Martutza  (/.  Buss.  Chem.  Soc.,  21,  431 — 434) — Tetramethyl¬ 
ethylene  was  obtained  by  synthesis  from  isobutyric  chloride  and  zinc 
methyl.  This  hydrocarbon,  when  subjected  to  the  action  of  chlorine 
at  the  ordinary  temperature,  yielded  the  monochlorotetramethyl- 
ethylene,  C#UnCl,  which  was  purided  by  fractional  distillation.  On 
heating  it  with  water  in  sealed  tubes,  it  was  found  that  it  gradually 
disappeared,  and  at  last  dimethyl  isopropenyl  carbinnl ,  C6H|20,  was 
obtained  as  an  aromatic  liquid  of  sp.  gr.  0'8560  (at  0°).  and  0'8416 
(at  19'5°).  It  boils  at  117'5 — 118°,  and  yields  an  acetate  and  a 
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dibromide.  Etherification  with  acetic  acid  (ilenshrttkin’s  method) 
confirms  the  view  that  it  is  a  tertiary  alcohol,  CMe>(OH)*CMe!CH.>. 

B.  B. 

Action  of  Acids  on  Dimethyl  Isopropenyl  Carbinol.  By  N. 

Mariutza  (./.  Russ.  Ghent.  Soc.,  21,  484 — 480). — Dimethyl  isopropenyl 
carbinol  (see  foregoing  abstract)  was  subjected  to  the  action  of  sul¬ 
phuric  and  hydrochloric  acids.  When  it  was  heated  at  100°  with 
dilute  sulphuric  acid  (containing  1  per  cent,  or  more),  the  product 
was  a  viscid  oil,  boiling  above  100°,  seemingly  the  product  of  con¬ 
densation  of  a  hydrocarbon  formed  by  the  action  of  very  dilute 
acids. 

Aftop  heating  for  20  to  30  minutes  in  a  water-bath  with  hydro¬ 
chloric  acid  of  O'l  per  cent.,  a  very  mobile  liquid  hydrocarbon, 
boiling  at  G8 — 69°,  was  obtained.  It  yields  two  additive  products 
with  bromine,  the  lower  one  containing  less  bromine  being  formed 
at  a  low  temperature,  the  higher  one  after  a  longer  time,  or  on  gently 
warming;  the  latter  has  the  formula  C6HjoBr4.  The  hydrocarbon  is 
C0H,n,  and  as  it  is  produced  by  the  removal  of  one  molecule  of  water 
from  an  alcohol  of  the  above  constitution,  its  formula  can  be  only 
CH2iCMe-CMeiCH2,  cliisopropenyl.  B.  B. 

Derivatives  of  Heptamethylene.  By  Markownikoff  ( Cor„pt . 
rend..  110,  4G0 — 4G8). — Suberone,  contrary  to  the  statement  of  Spiegel, 
is  easily  reduced  to  the  corresponding  alcohol,  CtH^-OH,  by  the  action 
of  sodium  in  presence  of  alcohol.  This  suberonyl  alcohol  is  a  colour¬ 
less,  somewhat  viscid  liquid,  with  a  mouldy  odour  different  from  that 
of  suberone.  Tt  is  insoluble  in  water,  and  boils  at  184 — 188°  under  a 
pressure  of  741  mm.;  sp.  gr.  at  lo°  compared  with  water  at  the  same 
temperature  =  0‘0595.  It  combines  easily  with  phenylcarbimide  to 
form  suberonyl  phenylcarbamate,  AHPh‘CO'OC7Hu,  which  crystallises 
in  long,  colourless,  quadrangular  prisms  melting  at  85°. 

Concentrated  hydrochloric  and  liydriodic  acids  dissolve  suberonyl 
alcohol,  and  if  the  solution  is  heated  for  some  time  and  then  diluted 
with  water,  suberonyl  chloride  or  suberonyl  iodide  is  precipitated. 
The  former  is  lighter  than  water,  and  distils  without  decomposition  ; 
the  latter  is  heavier  than  water,  and  decomposes  when  distilled. 

Suberonyl  iodide,  when  treated  with  alcoholic  potash,  yields 
suberonylene,  C711I2,  which  has  a  strong  odour,  boils  at  114\5°,  and 
combines  energetically  with  bromine  to  form  a  heavy  liquid  with  an 
odour  of  terebenthene.  A  small  quantity  of  suberonyl  ethyl  ether, 
C7H3*OEt,  is  formed  in  the  same  reaction. 

When  suberonyl  alcohol  is  heated  at  230— 250°  with  7  vols.  of  liydr¬ 
iodic  acid  of  sp.  gr.  1‘96,  it  yields  hepiamethylene,  C7HU,  which  boils 
at  98 — 101°;  sp.  gr.  at  0°  —  0  7791.  It  is  a  colourless  liquid  with  a 
feeble  odour  similar  to  that  of  pure  benzene.  It  is  not  attacked  by 
bromine  in  the  cold,  and  is  only  slowly  dissolved  by  sulphuric  or  nitric 
acid,  or  a  mixture  of  the  two.  The  hydrocarbons  CPH16  and  CgH^, 
with  the  nucleus  CeH^,  readily  combine  with  bromine  in  presence 
of  traces  of  aluminium  bromide.  The  boiling  point  and  specific 
gravity  of  heptamethylene  are  almost  identical  with  those  of  liepta- 
naphthene  (100 — 101°  and  0‘77S8). 
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fmberoximo  dissolves  in  hydrochloric  acid,  and  is  reprecipitated  by 
an  alkali,  bat  redissolves  in  excess.  It  is  easily  reduced  bv  sodium 
in  alcoholic  solution,  and  yields  amidohepfamethf/loiie,  a  viscid  liquid 
with  a  strong  odour  resembling  that  of  the  volatile  alkaloids. 

Suberone  when  reduced  yields,  in  addition  to  the  alcohol,  a  liquid  of 
high  boiling  point,  which  is  probably  the  corresponding  pinacoue. 
These  compounds  are  all  regarded  as  derivatives  of  heptamethylcne, 


C 1  lyCHyCHo 
CH,*CH,-CH, 


>cu*. 


C.  H.  B. 


Pentatomic  Alcohol  and  an  Unsaturated  Glycerol  from 
Diallyl  CarbinoL  By  W.  Dnuisixm  rcn  (./.  Jins*.  Chem.  Sac.,  21, 
40 7 — 474). — The  preparation  of  a  pentatomic  alcohol  was  attempted 
in  vain  by  Saytsseif,  by  Dieff,  and  lastly  by  Keformatsky  (see  this  vol., 
p.  353).  Diallyl  carbinol  was  suspended  in  water  in  a  flask,  and 
treated,  with  constant  agitation,  with  a  1  per  cent,  solution  of  potassium 
permanganate.  In  order  to  prevent  the  decomposition  of  the  products 
of  reaction  which  takes  place  when  the  solution  is  heated,  magnesium 
snlphate  was  added,  and  the  neutral  volatile  products,  consisting 
chiefly  of  unchanged  diallyl  carbinol,  were  distilled  off.  From  the 
residue,  manganese  dioxide  was  separated  by  filtration,  and  the  filtrate 
evaporated  to  dryness  at  40 — 503.  The  residue  was  then  treated 
with  alcohol  of  96  per  cent.,  and  after  the  alcohol  had  been  distilled 
off,  the  residue  was  extracted  with  ether  containing  5  per  cent,  of 
alcohol,  and  the  solution  filtered.  At  last,  after  extracting  the  residue 
with  pure  et.her  forty  times,  and  evaporating  the  ethereal  solution,  a 
thick,  nearly  colourless,  extremely  hitter  liquid  was  obtained,  soluble 
in  water  and  alcohol,  but  only  sparingly  in  ether.  It  boils  at  203 — 204° 
under  a  pressure  of  37  mm.,  and  has  a  sp.  gr.  of  1*0923  at  17  5°. 
Its  composition  corresponds  with  the  formula  C7Un(OH)3.  With 
bromine,  it  yields  a  very  unstable  additive  product,  C7H„OaBr2,  and 
the  glycerol,  on  being  treated  with  acetic  anhydride  at  165°,  yields 
an  acetate,  CjlInOaAcs,  of  sp.  gr.  10862  at  0°.  The  above  residue, 
after  extraction  of  this  trihydric  glycerol  with  ether,  was  dissolved  in 
water,  acidified  with  10  per  cent,  sulphuric  acid,  and  repeatedly 
shaken  with  ether  in  order  to  remove  organic  acids;  these  were  found 
to  consist  chiefly  of  formic  acid  ;  no  other  organic  acids  were  isolated. 
After  this,  the  sulphuric  acid  solution  was  neutralised  with  potash, 
and  treated  with  a  large  amount  of  alcohol,  in  ortler  to  precipitate 
potassium  and  magnesium  sulphates,  and  the  filtrate  after  evaporation 
was  again  treated  in  the  same  way.  From  this  solution,  a  thick,  oily 
liquid  was  precipitated  on  adding  ether;  this  was  dissolved  in  alcohol, 
neutralised  with  alcoholic  potash,  the  potassium  salts  removed  by 
filtration,  and  finally  the  alcoholic  solution  was  fractionally  precipi¬ 
tated  by  ether.  All  the  fractions  were  found  to  be  homogeneous,  and 
only  the  first  contained  a  trace  of  mineral  salts.  After  drying,  the 
pentatomic  alcohol ,  C7Hn(OH)5,  was  obtained  as  a  viscous  mass  of  an 
agreeably  sweet  taste,  closely  resembling  that  of  glucose.  It  could 
not  be  obtained  in  the  crystalline  state.  It  is  soluble  in  water  and 
alcohol,  but  quite  insoluble  in  ether,  differing  in  this  respect  from  its 
firet  anhydride  obtained  by  Dielf  { loc .  cit.).  On  heating  it  at  170" 
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with  acetic  anhydride  and  some  acetic  acid,  used  as  a  solvent,  the 
peutacetate,  C7Hn05Acs,  was  obtained  as  a  thick  liquid,  almost  inso¬ 
luble  in  water.  The  pentabenzoate  could  not  be  obtained  in  the  pure 
state.  The  oxidation  of  diallyl  carbinol  takes  place  in  two  phases  : 
at  first  only  one  double  link  of  the  carbinol  is  attacked,  and  the 
triatomic  alcohol,  OH'CHrCH  (OH)-CH2-CH(OH)'CH.rCH!CH2.  is 
formed  ;  then  the  elements  of  hydrogen  dioxide  are  again  taken  up 
with  the  production  of  the  pentatomic  alcohol, 

OH'CH;-CH(OH)-CHrCH(OH)-CH2*CH(OH)'CHyOH. 

The  author  proposes  to  investigate  the  process  of  dehydration  of  the 
pentatomic  alcohol  in  order  to  ascertain  why  in  Reformatsky’s  and 
Saytzeff’s  experiments  its  first  anhydride  was  obtained  instead  of  it. 

B.  B. 


Derivatives  of  Erythrol.  By  E.  Gruiacx  and  C.  Cloez  ( Gompt . 
rend.,  110,  462 — 465). — Hydrofurfurane  bromide,  obtained  by  Hen- 
ringer’s  method,  was  heated  in  sealed  tubes  with  fuming  hydrobromic 
add  at  110°  for  six  hours.  The  solid  product  is  erythrene  tetra- 
bromide,  and  may  be  recrystallised  from  alcohol. 

Erythrane,  prepared  by  Ilenninger’s  method,  yields  hydrofurfurane 
when  lmated  with  2’5  parts  of  glacial  formic  acid.  This  result  shows 
that  hydrofurfurane  is  not  derived  from  erythrene,  but  from  its 
anhydride  erythrane,  which  behaves  as  a  dihydric  alcohol. 

If  bromine  dissolved  in  chloroform  is  added  to  a  chloroform  solu¬ 
tion  of  erythrol,  and  the  mixture  is  allowed  to  evaporate  spontaneously^, 
erythrol  bromide,  CHtBrCHBrCII(0 H)-CHu-OH,  is  obtained  in 
hard,  bulky,  hexagonal  tables  which  melt  at  81 — 82°  and  are  very 
soluble  in  alcohol,  ether,  and  chloroform. 

Another  brom hydrin  was  obtained  by  Champion,  by  the  action  of 
hydrobromic  acid  on  erythrol.  The  authors  obtained  the  same  com¬ 
pound,  CH3BrCH(OH),CH(OH),CH2Br,  by  heating  erythrol  with 
ten  times  its  weight  of  fuming  hydrobromic  acid  at  100°  for  120  hours, 
or  at  120°  for  IS  hours.  It  crystallises  from  chloroform  in  small, 
nacreous  tables  which  melt  at  135°.  Erythrene  tetrabromide  melting 
at  114°  is  also  formed  at  the  same  time. 

From  these  results  the  authors  conclude  that  the  compounds  obtained 
by  the  reduction  of  erythrol  have  the  following  constitutions  : — 


^  ch2-ch-oh 
^ch2-ch-oh 


Erythrane. 


0< 


CK.CH 

CH*CH 


Hydrofurfurane. 


cii2:cii-ch(oii)-ch2-oii. 

Heliydr-erythrol. 


cnt:cn-cn:cn,. 

Erythrene. 

C.  H.  B. 


Benzoic  Acetals  of  Sorbite.  By  J.  Meunier  ( Compt .  revd ., 
110,  577 — 5S0). — The  monobenzoic  acetal,  or  monobenzylal  sorbite, 
C6H1305Bz,  is  obtained  by  mixing  a  solution  of  sorbite  in  its  own 
weight  of  water  with  the  requisite  volume  of  benzahiehyde,  and  one- 
tcntli  its  volume  of  hydrochloric  acid  of  22°  B.  A  large  proportion 
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ervstall  iscs  from  (lie  liquid  and  a  further  quantity  is  obtained  by 
neutralising  fho  mo tli or- 1  i<| nor  with  sodium  carbonaie.  It  is  purified 
bv  rocrvstullisation  from  warm  alcohol  or  warm  wafer.  Jt  crystal¬ 
lises  from  water  in  transparent  highly  refractive,  rectangular  prisms, 
which  moll  wifbout  decomposition  at  1G3 — 1  (i  fc°  if  healed  slowly,  or 
at  172 — 175°  if  heated  rapidly.  From  alcohol,  in  which  it  is  less 
soluble  than  in  water,  il  separates  in  smaller  crystals.  When  boiled 
with  very  dilute  acids,  the  acetal  is  decomposed  with  liberation  of 
bcnzaldehyde. 

Dibenzijlal  xorbi/e,  C«  1 1  |20jBz2,  is  obtained  by  mixing  a  concentrated 
solution  of  sorbite  with  its  own  volume  of  hydrochloric  or  sulphuric 
acid,  and  adding  bcnzaldehyde.  A  white,  amorphous  solid,  insoluble 
in  water,  is  obtained  and  was  previously  described  as  the  dibenzoic 
acetal  (Abstr.,  188!),  4-79).  It  is,  however,  a  mixture  of  two  sub¬ 
stances,  one  of  which  dissolves  in  1000  parts  of  boiling  water  and 
gelatinises  on  cooling,  whilst  the  other  is  quite  insoluble  in  liot  water 
and  lias  exactly  the  composition  of  dibenzylal  sorbite. 

The  dibenzoic  derivative  melts  at  102°,  is  insoluble  in  water  con¬ 
taining  sulphuric  acid,  and  is  not  decomposed  when  boiled  with  it. 

The  product  which  dissolves  in  hot  water,  on  the  other  band,  is 
completely  decomposed  in  presence  of  minute  quantities  of  hydro¬ 
chloric  and  sulphuric  acids.  The  gelatinised  mass  can  be  freed  from 
water  by  filtration  and  pressure.  The  product  melts  at  about  200°, 
but  lias  no  definite  melting  point ;  dissolves  in  acetic  acid,  benzene, 
chloroform,  and  especially  ether,  from  which  it  gelatinises  ;  and  con¬ 
tains  about  2  per  cent,  less  carbon  than  dibenzylal  sorbite. 

C.  H.  B. 

Formation  of  Volatile  Fatty  Acids  from  Dextrose.  By  O. 
Loew  (Ber.,  23,  805 — 8GG). — When  air-dried  platinum-black,  pre¬ 
pared  by  the  method  lately  described  (this  vol.,  p.  453),  is  placed  in 
dilute  solutions  of  dextrose,  a  rancid  odour  soon  becomes  noticeable 
and  increases  in  intensity  for  two  days;  on  warming  the  fresh 
mixture  at  GO — 70°,  the  smell  is  stronger  and  becomes  noticeable  even 
more  quickly.  This  action  takes  place  even  in  presence  of  an  anti¬ 
septic  such  as  benzoic  acid,  so  that  it  cannot  be  due  to  a  ferment. 

Levulose  and  lacticaciddo  not  behave  like  dextrose  in  this  respect  ; 
tlie  slight  odour  observed  resembles  rather  that  of  formic  acid. 

No  odour  is  observed  when  freshly  prepared  platinum-black  which 
lias  not  been  exposed  to  the  air,  or  when  platinum-black  which  has  been 
used  before  is  employed;  the  smell  is  observed,  however,  when  this 
inactive  black  is  treated  with  hydrogen  peroxide,  or  dried  in  the  air 
and  then  placed  in  tlie  solution  of  dextrose.  If  the  dextrose  solution 
is  boiled  with  the  active  black  and  a  little  calcium  carbonate,  tlie  con¬ 
centrated,  filtered  solution  gives  off'  no  rancid  odour  on  treatment 
with  sulphuric  acid,  probably  because  the  occluded  oxygen  is  so 
quickly  used  up  in  converting  the  dextrose  into  gluconic  acid,  or 
some  similar  compound,  that  the  other  reaction  cannot  take  place. 

When  cane-sugar  is  treated  with  active  platinum-black,  the  rancid 
odour  is  not  observed,  but  inverted  sugar  yields  traces  of  formic  acid, 
and  a  disagreeably  smelling  acid  which,  from  an  analysis  of  its  silver 
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salt,  is  probably  valeric  acid,  although  it  may  be  a  mixture  of  several 
acids.  F.  S.  K. 

Action  of  Ethyl  Acetoacetate  on  Dextrose  in  presence  of 
Alcoholic  Ammonia.  By  P.  Biginelli  ( Gcizzetta ,  19,  215 — 217). 
— When  a  solution  of  dextrose  (10  grams)  in  75  per  cent,  alcohol 
(35  grams),  ethyl  acetoacetate  (15  grams),  and  a  solution  of  ammonia 
(1  gram)  in  94  per  cent,  alcohol  are  mixed  and  left  for  oue  or  two 
flays,  a  granular  deposit  is  formed  consisting  of  a  mixture  of  dextrose 
and  a  compound  of  dextrose  and  ammonia  ;  later  on,  another  substance 
separates,  which  after  repeated  crystallisation  may  be  obtained  in 
silky,  white  needles;  these  meltatl89 — 190°,  and  have  the  composi¬ 
tion,  C16H2UOhN.  This  substance- dissolves  sparingly  in  cold  water  and 
in  alcohol,  and  is  almost  insoluble  in  ether  and  chloroform;  it  has  a 
feeble  reducing  action  on  Folding's  solution.  Both  the  aqueous  and 
alcoholic  solutions  have  a  neutral  reaction  ;  the  former  is  coloured  red 
by  a  solution  of  ferric  chloride.  It  dissolves  in  acids,  and  in  both 
aqueous  and  alcoholic  potash.  When  suspended  in  alcohol,  it  is  not 
affected  by  a  current  of  nitrous  acid. 

If  the  mixture  of  dextrose,.  &c.,  mentioned  above  is  heated  in  closed 
tubes  at  100 — 110°,  groups  of  acicular  crystal,  are  formed  which  melt 
at  130 — 131°,  and  have  the  composition  CinH16N05. 

This  preliminary  note  is  published  by  the  author  in  order  to  reserve 
the  right  of  further  investigation  in  this  field.  S.  B.  A.  A. 

Pentacetyllevulose.  By  E.  Erwig  and  W.  Koenigs  (Per.,  23, 
072 — <375;  compare  Abstr.,  1S89,  952,  1431). — I'entacetyllevulose, 
0*11,0 (OAc)5,  can  be  prepared  b}’  dhsolving  levulose  (3  grams)  in 
warm  glacial  acetic  acid  (3  e.c.),  gradually  adding  the  solution  to 
almost  boiling  acetic  anhydride  (9  e.c.)  containing  0T  to  0'2  gram  of 
zinc  chloride,  and  then  boiling  for  five  minutes  to  complete  the  re¬ 
action.  The  yield  is  about  GO  per  cent,  of  the  levulose  employed. 
It  is  a  soft,  colourless,  hygroscopic  resin,  readily  soluble  in  alcohol, 
ether,  chloroform,  benzene,  and  glacial  acetic  acid,  but  only  sparingly 
in  light  petroleum  and  carbon  bisulphide  ;  it  is  soluble  in,  and  parti¬ 
ally  decomposed  by  boiling  water,  and  its  solution  in  chloroform  is 
feebly  dextro-rotatory.  When  boiled  for  two  hours  with  decinormal 
sulphuric  acid  diluted  with  an  equal  volume  of  water,  it  is  completely 
decomposed,  levulose  being  regenerated,  it  reduces  Feliling’s  solu¬ 
tion  on  boiling,  and  is  com  pi  efcel}’  decomposed  when  boiled  with  potas¬ 
sium  dichromate  and  glacial  acetic  acid.  It  does  not  combine  with 
plienylhydrazine.  F.  S.  K. 

Extraction  of  Raffinose  from  Molasses :  Separation  of 
Raffinose  from  Saccharose.  By  L.  Linpet  ( Compt .  rend.,  110, 
735 — 798).— The  molasses  is  diluted  with  five  or  six  times  its  weight 
of  cold  water  and  agitated  with  mercuric  sulphate,  wdiich  precipitates 
the  impurities  The  liquid  is  filtered,  treated  with  bartyta  to  neu¬ 
tralise  the  sulphuric  acid  resulting  from  the  decomposition  of  the 
mercuric  sulphate,  boiled,  and  concentrated  in  a  vacuum.  The  syrup 
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is  dissolved  in  methyl  alcohol,  which  precipitates  a  further  quantity 
of  impurities. 

One  hundred  parts  of  methyl  alcohol  dissolve  D'5  parts  of  raliinose 
and  0'4  part  of  saccharose.  The  solubility  of  saccharose  increases 
as  the  alcohol  is  more  and  more  hydrated.  One  hundred  parts  of 
ethyl  alcohol  of  93°  dissolve  only  six  parts  of  rniTmose.  The  solubility 
of  saccharose  in  ethyl  alcohol  increases  with  the  degree  of  hydration, 
but  that  of  raffinose  remains  almost  constant.  The  following  table 
gives  the  quantities  of  raffinose  and  saccharose  dissolved  by  100  pai’ts 
of  alcohol  of  different  strengths: — 


05°. 

00°. 

83°. 

80°. 

Sacchaiose . -  .  -  . 

. .  0-30 

1-00 

2  23 

6-20 

Raffinose ........... 

, .  o-oc 

o-os 

o-io 

0-21 

The  methyl  alcohol  solution 

of  the  syrup 

is  dehydrated 

at  its  boiling 

point  by  means  of  lime,  the  raffinose  is  precipitated  by  the  addition  of 
ordinary  alcohol,  and  the  product  is  reerystallised  from  ethyl  alcohol 
of  80— 85°.  C.  II.  B. 

Melezitose.  Bv  A.  Aleciiin  (A  Iinss.  Chem.  Soc .,  21,  407 — 421). 
— Berth elot  and  Villiers  have  studied  this  carbohydrate  and  attri¬ 
buted  to  it  the  formula  C12II22O11  +  H20.  The  author  has  prepared 
melezitose  from  Persian  manna,  called  terenjabin,  a  product  of  Alhcuji 
Maurorum  (D.C.)  Terenjabin  containing  about  38  per  cent,  of 
melezitose  was  dissolved  in  4  parts  of  warm  water  and  the  impurities 
removed  by  deeautation.  The  clear  solution  was  then  evaporated  to 
half  its  bulk  on  a  water-bath  and  allowed  to  remain  for  3  to  4 
days,  when  the  melezitose  separates  out  completely  in  the  crystalline 
state.  It  was  purified  by  dissolving  it  in  hot  water,  adding  an  equal 
volume  of  strong  alcohol,  and  filtering  the  boiling  solution  ;  on 
cooling,  the  melezitose  separates  and  is  again  reerystallised.  The 
formula  of  the  crystals,  which  are  rhombic  prisms,  is  CiBH3jO|S 
2H20 ;  they  become  opaque  on  exposure  to  the  air  and  lose  their 
water  at  110°  ;  when  anhydrous,  they  melt  at.  147 — 148°.  Anhy¬ 
drous  melezitose  is  also  obtained  by  precipitating  the  hot  aqueous 
solution  with  strong  alcohol.  Its  sp.  gr.  at  17°/4°is  1'540.  It  is 
less  soluble  in  water  than  saccharose,  100  paids  at  17°  containing 
26'S  parts  of  anhydrous  melezitose,  and  75‘6  parts  at  100°.  The 
spec,  rotatory  power  of  the  anhydrous  melezitose  [*]D  =  +  8 7' 72°  -f 
0  074p,  that  of  the  hydrated  compound  \_x]x>  =  +  83°  +  0‘07014p 
( p  —  percentage  in  100  parts  of  the  solution).  For  an  imaginary 
100  per  cent,  solution  [»]D  =  +  05°  12'.  Melezitose,  on  inversion 
with  dilute  mineral  acids,  yields  at  first  turanose  and  dextrose ;  the 
former  is  a  new  saccharose  of  the  formula  Ci-IT^On  with  [^]D=  ■+• 
05°  to  68°;  it  is  insoluble  in  alcohol,  by  which  it  is  separated  from  its 
solution,  and  melts  at  65 — 70°.  On  long  continued  action  of  the 
acid,  dextrose  alone  is  obtained.  Pure  melezitose  does  not  itself 
ferment  when  submitted  to  the  action  of  ferments  or  diastase,  but 
only  the  products  of  its  inversion.  The  phenylhydraziue-deriva- 
tive  of  melezitose  is  an  unstable  compound  melting  at  172°.  The 
acetyl-derivative,  CiBH3lOi&A.Cu,  forms  rhombic  prisms  of  sp.  gr.  = 
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132  at  0°/4°,  melting  at  117°  with  «[d]  =  +  110'44°.  Several  de¬ 
terminations  of  the  molecular  weight  of  melezitose  by  liaoult’s 
method  confirm  the  formula  C18H:,-jOis  +  kjH20  ;  by  the  same  method 
the  molecular  formula  of  the  undecacetyl-derivative  is  confirmed,  but 
for  the  new  “  tnranose  ”  results  were  obtained  corresponding  with 
the  formula  C6H,,Oc,  although  its  sodium-derivative  is  CisH210,,Xa. 

B.  B. 

Cal  lose,  a  new  Fundamental  Substance  in  Vegetable  Mem¬ 
brane.  By  L.  Maxgin  ( Compt .  rend.,  110,  644 — 647). —  Callose 
occurs  in  various  organs  of  a  very  large  number  of  plants  and  is 
especially  important  in  the  thallophytes,  but  was  not  found  in  certain 
Uredineue.  Its  existence  is  often  difficult  to  prove  owing  to  its  ad¬ 
mixture  with  other  substances  and  its  resistance  to  the  action  of 
solvents. 

The  callose  was  npt  isolated  sufficiently  pure  for  analysis.  It  is 
distinguished  from  cellulose  by  its  insolubility  in  Sehweizer’s  reagent 
even  after  the  action  of  acids,  and  by  the  yellow  coloration  which  it 
gives  with  iodophosphoric  acid.  From  pectic  compounds,  it  is  dis¬ 
tinguished  by  its  insolubility’  in  ammonia,  and  alkaline  carbonates 
in  the  cold,  and  its  different  behaviour  with  colouring  matters.  It  is 
colourless,  amorphous,  insoluble  in  water  and  alcohol,  but  dissolves 
readily  in  sodium  or  potassium  hydroxide  of  1  per  cent.,  and  is  also 
soluble  in  concentrated  sulphuric  acid  and  concentrated  solutions  of 
calcium  chloride  and  stannous  chloride.  It  does  not  dissolve  in  cold 
solutions  of  alkaline  carbonates  or  ammonia,  but  swells  up  and 
gelatinises.  With  various  staining  fluids,  callose  gives  reactions  which 
serve  to  distinguish  it  from  other  substances  in  the  vegetable  mem¬ 
brane.  With  iodine  it  acquires  a  yellow  coloration.  C.  H.  B. 

Preparation  of  Hydrazine  from  Aldehyde-ammonia.  By  T. 
Ci'KTTUS  and  R.  Jat  (Ber.,  23,  740 — 752). — It  has  previously  been  ob¬ 
served  by  Curtius  (Diazoverb,  der  Fettreihe ,  JIunich,  1886)  that  alde- 
hvde-ammonia,  when  treated  with  nitrous  acid  in  acid  solution,  yields  an 
oilv  nitrosamine,  which  is  volatile  in  a  current  of  steam  and  may  be 
distilled  in  a  vacuum  without  decomposition.  From  the  analysis  and 
vapour-density  of  the  substance,  the  conclusion  was  drawn  that  it 
contained  3  mols.  of  aldehyde  and  2  atoms  of  nitrogen.  The  conden¬ 
sation  of  3  mols.  of  ethyl  diazoacetate  to  form  triazoacetic  acid, 
investigated  by  the  authors  (Abstr.,  1889,  393),  has  led  them  to 
examine  this  nitrosamine  further,  in  the  hope  of  obtaining  hydrazine 
from  it  more  readily’  than  by  the  previous  methods.  They  find  that 
hydrazine  can  be  formed  in  the  manner  shown  below,  but  the  yield  is 
so  small  that  this  reaction  cannot  be  employed  as  a  method  for  its 
preparation. 

When  a  solution  of  sodium  nitrite  is  added  to  a  well-cooled  solution 
of  aldehyde-ammonia  in  dilute  sulphuric  acid,  the  nitrosamine 
separates  and  may  be  extracted  with  ether,  the  aqueous  solution 
being  then  several  times  treated  with  small  quantities  of  sodium 
nitrite  and  sulphuric  acid,  and  extracted  after  each  treatment  with 
ether.  The  combined  extracts  are  shaken  with  a  solution  of  sodium 
carbonate  and  with  water,  and  finally’  with  solid  potassium  carbonate, 
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the  ether  evaporated,  and  the  residual  oil  distilled  in  a  current  ol' 
steam.  '1  lie  oil  thus  obtained,  on  analysis,  gave  numbers  agreeing  with 
the  formula  C„H,2X;>0.!,  which  was  confirmed  by  a  determination  of  its 
vapour-densit v.  It  is  a  lemon-yellow  liquid,  which  has  a  camphor-like 
odour,  and  boils  at  95°  under  .45  mm.  pressure  without  decomposition. 
It  is  insoluble  in  water,  but  miscible  with  alcohol,  ether,  chloroform,  and 
benzene.  It  gives  Liebermann’s  reaction  for  nitroso-com pounds,  and 
is  converted  by  hot  dilute  sulphuric  acid  into  paraldehyde,  and  must 
therefore  be  a  nitroso-derivative  of  an  imido-paraldehyde  or  paruldi- 
mine,  its  constitution  being  represented  by  the  formula 

c5huO/Ch:x-xo. 

When  hydrogen  chloride  is  passed  into  a  moist  ethereal  solution  of 
nitrosoparaldimine,  a  white,  crystalline  precipitate  of  paraldimine 
hydrochloride,  CsHnOvCH'.XH.IICl,  separates;  this  crystallises  in 
small,  anisotropic,  colourless  needles,  which  are  unaltered  in  dry  air, 
and  blacken  on  heating.  On  remaining  in  moist  air,  they  pass  without 
change  of  form  into  ammonium  chloride.  They  are  insoluble  in  ether, 
chloroform,  and  benzene,  but  are  readily  taken  up  by  water  and 
absolute  alcohol,  which  at  once  convert  them  into  paraldehyde  and 
ammonium  chloride;  this  decomposition  is  brought  about  still  more 
readily  by  the  action  of  acids.  Nitrous  acid  converts  it  into  a 
nitrosamine  identical  with  the  compound  obtained  from  aldehyde- 
ammonia. 

By  the  action  of  silver  oxide  on  paraldimine  hydrochloride  sus¬ 
pended  in  dry  ether,  free  paraldimine ,  CsHuCVCH.XII,  is  obtained 
as  a  mobile,  colourless  liquid  boiling  at  140°  almost  without  decom¬ 
position,  and  solidifying  in  a  freezing  mixtnre.  Its  vapour-density 
was  found  to  be  4‘451 ,  corresponding  with  a  molecular  weight  of 
128-5.  On  remaining  in  a  scaled  tube  for  a  few-  weeks,  it  passes  into 
a  solid,  glassy  mass,  which  has  the  same  percentage  composition.  The 
liquid  readily  loses  ammonia  in  presence  of  water  or  alcohol,  forming- 
paraldehyde. 

Amidoparaldimine  or paraldylhydrazine,  C5Hn02TCH!X-XH;,  is  pre¬ 
pared  by  treating  an  ethereal  solution  of  nitrosoparaldimine  with 
zinc-dust  and  acetic  acid.  After  the  addition  of  alkali,  the  solution  is 
extracted  with  ether,  the  ethereal  extract  dried  over  barium  oxide, 
and  evaporated  in  a  vacuum.  The  free  base  is  not  volatile  without 
decomposition,  and  could  not  be  obtained  pure.  When  hydrogen 
chloride  is  passed  through  the  dry  ethereal  solution,  the  hydrochloride 
separates  in  needles,  which  are  exceptionally  hygroscopic.  Both  of 
these  compounds  are  decomposed  by  boiling-  dilute  sulphuric  acid, 
with  formation  of  hydrazine  sulphate,  but,  as  already  mentioned,  the 
yield  is  very  small.  It  may  also  be  obtained  directly  from  nitroso¬ 
paraldimine  by  treating  the  latter  with  dilute  sulphuric  acid  and 
zinc-dust  until  the  oil  has  disappeared,  quickly  filtering,  and  boiling 
vigorously  for  a  few  minutes. 

The  small  yield  of  hydrazine  obtained  is  probably  due  to  the  fact 
that  in  the  reduction  of  the  nitroso-componnd  the  reaction  does  not 
stop  with  the  formation  of  paraldimine,  but  goes  further  with  forma¬ 
tion  of  the  compound  CsHnO/CH/Nli-Nkh,  and  that  this  compound, 
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like  diethylhydrazine,  does  not  lose  the  hydrazine-group  by  the 
action  of  acids.  G.  C. 

Constitution  of  Citrazinamide.  By  S.  Ruhemann  (Tier.,  23, 
831 — 832). — A  reply  to  Loven  (Ber,,  22,  3053),  defending  the 
formula  proposed  by  the  author  for  citrazinamide. 

Chlor-  and  Hydroxy-acids  of  the  Fatty  Series.  By  P.  Meli- 

koff  and  Petrenko- Rrittchenko  (/.  Russ.  Ghem.  Soc.,  21,  393 — 397). 

_ The  authors  have  studied  the  behaviour  of  *-hydTOxy-/i-hal@gen- 

lactic  acids  and  the  corresponding  butyric  acids  on  distillation  with 
water,  and  show  that  carbonic  anhydride,  hydrogen  chloride,  and  an 
aldehyde  or  ketone  containing  one  atom  of  carbon  less  than  the 
original  acid  are  obtained.  The  sodium  salt  of  the  first  acid  yields 
acetaldehyde,  that  of  the  second,  propaldehyde.  Chlorhydroxyiso- 
butyric  acid,  under  the  same  conditions,  yields  dimethyl  ketone,  and  it 
is  therefore  a  /d- halogen-*- hydroxy-acid.  The  same  is  the  case  as  re¬ 
gards  the  chlorbydroxy valeric  acid,  melting  at  75°,  obtained  from 
tiglic  and  hydrochloric  acids,  as  it  yields  ethyl  methyl  ketone.  The 
formation  of  ethyl  methyl  ketone  confirms  the  generally  adopted 
formula  of  tiglic  acid,  CHMe.CMcCOOIT.  B.  B. 

Action  of  Methyl  Diazoacetate  on  the  Ethereal  Salts  of 
Unsaturated  Acids.  By  E.  Buchner  (Per.,  23,  701 — 707). — 
Methyl  diazoacetate  combines  with  methyl  acrylate  in  the  same 
manner  as  with  methyl  fumarate  and  cinnamate  (Abstr.,  1888,  1274), 
forming  a  well-crystallised  additive  compound,  CgHiN^COOMe)::, 
which,  on  heating  for  40  minutes  at  100 — 185°,  loses  all  its  nitrogen 
and  yields  an  oil  boiling  between  205°  and  215°  (718  mm.)  and  having 
the  composition  C7H.10O4.  The  vapour-density  of  155  agrees  with  this 
formula,  but  the  further  examination  showed  that  the  oil  is  a  mixture 
of  the  metbyl  salts  of  two  isomeric  acids  which  may  be  separated  by 
their  different  solubilities  in  water  or  ether.  The  acid  which  is  less 
soluble  in  water  crystallises  from  that  liquid  in  compact  forms,  prob¬ 
ably  belonging  to  the  rhombic  system,  melts  at  175°,  and  distils 
without  decomposition.  It  has  the  composition  C5HBG,,  and  is  not 
acted  on  by  alkaline  potassium  permanganate  and  sodium  amalgam, 
and  appears,  therefore,  to  be  a  trimethylmedicarboxylic  acid ,  in  which, 
from  its  mode  of  formation,  the  carboxyl-groups  must  be  attached  to 
different  carbon-atoms.  A  trimethyleneciicarboxylic  acid  (1*2)  has 
been  previously  prepared  by  Conrad  and  Guthzeit  (Abstr.,  1884, 
992),  but  as  this  melts  at  139°,  and  readily  passes  into  the  anhy¬ 
dride  on  distillation,  it  cannot  be  identical  with  the  acid  above 
described.  This  has  also  been  confirmed  by  a  direct  comparison  of 
the  two  acids.  The  author  has  also  shown  that  Conrad  and 
Guthzeit’ s  acid  is  unacted  on  by  alkaline  potassium  permanganate 
or  sodium  amalgam,  and  lias  confirmed  the  similar  results  obtained 
bv  Fittig  and  Roeder  ( Annalev ,  227,  18)  and  by  W.  H.  Perkin,  jnn. 
(Trans.,  1885,  812)  for  trimetbylenedicarboxylic  acid  (1*1). 

The  existence  of  two  trimetbylenedicarboxylic  acids  (1*2)  can 
readily  be  explained  by  Baeyer’s  extension  of  Van’t  Hotf’s  hypothesis 
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to  compounds  having  a  closed  chain  of  atoms  (Abstr.,  1888,  1071), 
Two  forms  should  theoretically  exist,  in  one  of  which  (the  V-cis  or 
maleino'iil  form)  the  carboxyl -groups  lie  on  the  same  side  of  the  ring, 
whilst  in  the  other  (the  V-cistrans  or  fnmaroid  form)  they  lie  on 
opposite  sides.  As  Conrad  and  Guth/.eit’s  acid  readily  yields  an 
anhydride,  it  probably  represents  the  P-eis  modification,  whilst  the 
acid  described  in  this  paper,  which  at  most  forms  an  anhydride 
only  with  difficulty,  must  be  the  P -cist rails  acid. 

The  latter  may  also  be  crystallised  from  ether,  from  which  it 
separates  in  white  aggregates  of  needles,  the  aqueous  solution  of 
which  gives  a  slight  brown  colomtion  with  feme  chloride.  The 
zinc  salt  is  much  more  readily  soluble  in  cold  than  in  hot  water,  and 
on  heating  the  solution  separates  in  nodular  aggregates  of  microscopic 
crystals.  The  silver  salt  is  sparingly  soluble  even  in  boiling  water  ; 
on  heating,  it  yields  a  colourless,  crystalline  sublimate,  possibly  con¬ 
sisting  of  the  anhydride. 

The  second  acid,  which  is  more  soluble  in  water  than  the  foiegoing, 
but  less  soluble  in  ether,  forms  fascicular  groups  of  seemingly  mono¬ 
clinic  needles,  and  melts  at  138°.  On  boiling  it  with  acetic  chloride, 
it  yields  an  anhydride  which  melts  at  86 — 87°,  and  decomposes  com¬ 
pletely  at  13u°.  The  zinc  salt,  like  that  of  the  foregoing  acid,  is  less 
soluble  in  hot  than  in  cold  water,  whilst  the  lead  and  silver  salts  form 
crystalline  precipitates.  The  acid  reduces  alkaline  potassium  perman¬ 
ganate  immediately,  and  on  reduction  with  sodium  amalgam  yields 
glntarie  aeid,  which  was  identified  by  its  analysis,  melting  point,  and 
characteristic  zinc  salt.  The  aeid  under  discussion  must  therefore  be 
a  i/lntaconic  acid ,  and  is  probably  identical  with  the  one  described  by 
Conrad  and  Guthzeit  as  melting  at  132 — 133°.  li.  G.  C. 

Molecular  Weights  of  some  Acids  of  the  Oleic  Series.  By 
0.  Si'LC  ( List y  Ghent.,  13,  201 — 2(J3). — The  author  finds  that  tlie 
loweiing  of  t lie  freezing  point,  as  obtained  by  Raonlt’s  method,  for 
crotonie,  eliloroerotonie,  and  chlorisocrotonie  acids,  in  acetic  aeid 
solution,  corresponds  with  a  simple  molecule.  An  aqueous  solution  of 
crotonie  acid  indicates  again  a  simple  molecule,  whereas  a  solution  of 
the  same  acid  in  benzene  points  to  a  double  molecular  weight, 

(0*11,00*.  B.  B. 

Acids  Poor  in  Carbon  obtained  from  Baku  Petroleum.  By 

0.  Aschan  ( Ber 23,  867 — 875). — The  alkaline  solution  obtained 
as  a  bye-produet  in  the  purification  of  Baku  petroleum  contains 
water,  hydrocarbons,  and  a  mixture  of  various  acids;  when  the  crude 
acid  mixture  (100  kilos.)  obtained  therefrom  is  distilled,  a  small 
portion  passes  over  between  220°  and  270°.  Tin’s  fraction  can  be  freed 
from  hydrocarbons  by  dissolving  it  in  5  per  cent,  soda,  acidifying  the 
clear  solution  with  dilute  sulphuric  aeid,  and  extracting  the  precipi¬ 
tated  oils  with  ether  ;  the  yield  of  this  product  is  about.  6  kilos. 

Methyl  hexamethylevecarboxylate,  C6lIn*COOMe,  can  be  prepared 
from  this  mixture  of  aeids  by  treating  it  with  methyl  alcohol  and 
concentrated  sulphuric  aeid,  and  repeatedly  fractionating  the  methyl 
salts  thus  produced  ;  in  t  li  is  way  105  grams  of  the  pure  methyl  salt 
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was  obtained.  It  is  a  colourless  oil  of  sp.  gr.  0'90547  at  18'4°,  boils  at 
1G5‘5 — 1G7‘5°  coir,  (thermometer  entirely  in  the  vapour),  and  has  an 
agreeable,  fruity  odour,  which  is,  however,  at  the  same  time,  somewhat 
nauseous.  The  free  acid,  CgHjpCOOH,  obtained  by  hydrolysing  the 
methyl  salt  with  alcoholic  potash,  is  a  thick,  colourless,  disagreeably 
smelling  oil  of  sp.  gr.  O' 9502 5  at  18'4°.  It  is  not  acted  on  by  bromine 
at  the  ordinary  temperature,  but,  on  heating,  evolution  of  hydrogen 
bromide  commences;  it  is  onl}r  slow]}"  oxidised  b}"  nitric  acid  of 
Sp.  gr.  13,  and  very  slowly  by  potassium  permanganate  in  cold 
sodium  carbonate  solution.  It  decomposes  calcium  chloride  with 
evolution  of  hydrochloric  acid,  and  its  barium  and  calcium  salts  are 
not  decomposed  by  carbonic  anhydride.  It  dissolves  freely  in  con¬ 
centrated  sulphuric  acid,  but,  on  warming,  decomposition  sets  in;  it  is 
gradually  decomposed  by  phosphoric  anhydride  at  the  ordinary 
temperature.  The  potassium  salt,  C6fTn*COOK,  is  very  readily 
soluble  in  water  and  alcohol,  and  is  very  hygroscopic.  The  sodium 
salt,  CsHn'COONa,  separates  from  alcohol  in  ill-defined,  hygroscopic 
prisms.  The  calcium-  salt,  (CfiHn'COO)2Ca  +  4H20,  separates  in 
needles  when  its  aqueous  solution  is  evaporated  over  sulphuric  acid; 
it  lo'es  its  water  completely  on  exposure  to  the  air  and  is  readily 
soluble  in  water  and  alcohol.  When  a  concentrated  aqueous  solution 
is  heated,  the  salt  separates  as  a  semi-solid,  amorphous  mass 
which  becomes  hard  and  granular  when  dried.  The  barium-  salt, 
(C6Hn'COO)2Ba,  is  very  readily  soluble  in  alcohol,  but  more  sparingly 
in  water.  When  the  acid  is  dissolved  in  baryta-water,  the  excess  of 
barium  hydrate  precipitated  with  carbonic  anhydride,  and  the  filtered 
solution  concentrated  on  the  water-bath,  it  solidifies  to  a  mass  of 
anhvdrous  plates,  which  retain  their  crystalline  form  if  they  are 
quickly  separated  from  the  mother  liquors  ;  if,  however,  the  crystals 
are  allowed  to  remain  in  the  solution,  they  deliquesce  to  a  syrup  on 
cooling,  and  on  drying  there  remains  a  vitreous,  amorphous  mass 
which  becomes  crystalline  when  heated  on  the  water-bath  ;  the 
amorphous  salt  is  also  formed  when  aqueous  solutions  are  evaporated 
at  the  ordinary  temperature.  The  silver  salt,  C6H11,COOAg,  is 
moderately  easily  soluble  in  hot  water.  The  cadmium  salt, 
(C6Hn.COO)2Cd,  crystallises  in  anhydrous,  nacreous  plates,  and  is 
only  sparingly  soluble  in  cold  water.  The  chloride ,  CfiHn*COCl, 

Iire pared  by  treating  the  acid  with  phosphoric  chloride,  boils  at 
l (37 — 1G9°,  and  is  only  very  slowly  decomposed  by  water.  The  amide , 
C6Hn-COXH2,  obtained  by  treating  the  chloride  with  dry  ammonium 
carbonate,  crystallises  from  water  in  nacreous  plates,  melts  at  123'5°, 
and  is  moderately  easily  soluble  in  water  and  very  readily  in  the  other 
ordinary  solvents  ;  it  dissolves  freely  in  concentrated  sulphuric  acid, 
but  is  reprecipitated  in  crystals  on  the  addition  of  water.  The 
anilide,  prepared  from  the  chloride,  separates  from  alcohol  and  from  a 
mixture  of  benzene  and  light  petroleum  in  slender  needles  melting  at 
93 _ 94° 

The  acid  CsH1402  (b.  p.  237—239°)  and  the  acid  C9Hlf,02  (b.  p. 
251 — 253°),  described  by  Markownikoff,  have  also  been  obtained  in 
a  pure  condition  from  the  mixture  of  acids  referred  to  above. 

F.  S.  K. 
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Glycollic  Nitrile  :  Direct  Synthesis  of  Glycollic  Acid.  By  L. 

IIk.nuv  (Conipt,  reiuh,  110,  750 — 7G0). — Formaldehyde  and  hydro¬ 
cyanic  acid  in  aqueous  solution  combine  completely  with  development 
of  boat  and  formation  of  glycollic  nitrile,  CX-CHcOH.  The  liquid 
is  evaporated  at  a  gentle  heat  and  extracted  with  ether.  Glycollic 
nitrile  is  a  colourless,  limpid,  odourless  liquid,  with  a  peculiar, 
sweetish  taste;  it  is  very  soluble  in  water,  alcohol,  and  ether,  but  is 
insoluble  in  carbon  bisulphide,  chloroform,  and  benzene.  At  —72  it 
solidifies  to  a  crystalline  mass,  and  the  temperature  rises  to  — G7°  ;  it 
boils  with  partial  decomposition  at  188°  under  a  pressure  of  759  mm., 
but  if  completely  dried,  it  boils  without  change  at  119°  under  a 
pressure  of  24  mm. ;  sp.  gr.  at  12°  =  1T00. 

A  minute  quantity  of  potassium  carbonate  converts  the  nitrile  into 
a  brownish,  crystalline  mass  which  lias  not  yet  been  examined  ;  acetic 
chloride  acts  energetically  and  destructively;  acetic  anhydride  acts 
energetically  with  great  development  of  heat,  and  yields  the  acetate. 
CX'CHyOAo,  which  boils  at  177°.  Dilute  acids  rapidly  convert  the 
nitrile  into  glycollic  acid  with  great  development  of  heat. 

C.  H.  B. 

Hydroxytetric  Acid.  By  C.  Cloez  ( Gompt .  rend.,  110,  588 — 58(5). 
—  Demanyiy  obtained  tetric  and  hydroxy-tetric  acids  by  the  action  of 
alcoholic  potash  on  the  product  of  the  action  of  bromine  on  ethyl 
methylacctoacetate.  The  author  adopted  Demaryay’s  method,  except 
that,  since  no  carbonic  anhydride  was  evolved  and  the  formation  of 
dibrouiacetone  was  improbable,  the  product  of  the-  action  of  bromine 
on  the  ethyl  methylacetoacetate-  was  washed  with  water  as  soon  as 
the  colour  of  the  bromine  had  disappeared.  The  ethyl  dibromomethyl- 
acetoaeetate  was  added  gradually  to  alcoholic  potash  cooled  by  means 
of  water,  and  the  liquid,  after  dilution  with  water,  was  concentrated 
until  all  alcohol  was  expelled,  strongly  acidified  with  sulphuric  acid, 
and  exhausted  with  ether.  When  the  ether  is  distilled  off,  hydroxy- 
tetric  acid  is  obtained.  Potassium  hydroxide  in  methyl  alcohol, 
aqueous  potash,  or  even  baryta- water,  can  be  substituted  for  alcoholic 
potash.  If  ethyl  dibromomethylacetoacetate  is  boiled  with  water,  it 
readily  saponifies,  but  the  products  contain  a  large  proportion  of 
black,  insoluble  substances.  The  same  result  is  obtained  even  in 
presence  of  barium  carbonate. 

Hydroxytetric  acid  has  the  composition-  C5H60j,  and  after  treat¬ 
ment  with  animal  charcoal,  crystallises  from  hot  water  in  colourless 
crystals  melting  at  2oI — 202°. 

Ethyl  hydroxy tetrate,  C5H504£f,  is  obtained  by  the  action  of  water 
on  ethyl  dibromomethylacetoacetate  in  presence  of  barium  chloride, 
and  is  extracted  by  treatment  with  chloroform,  from  which  it  sepa¬ 
rates  in  colourless  prisms  which  melt  at  67 — 6S°,  and  have  a  distinctly 
acid  reaction.  The  silver  ethyl  salt  crystallises  in  slender,  colourless 
needles  somewhat  soluble  in  cold  water,  and  but  slightly  altered 
when  exposed  to  light.  When  treated  with  potassium  hydroxide,  the 
ethereal  salt  is  decomposed,  and  on  acidification  with  sulphuric  acid, 
hydroxytetric  acid  is  obtained. 

If  a  solution  of  hydroxytetric  acid  in  dilute  alcohol  is  treated  with 
gaseous  hydrogen  chloride,  a  colourless,  neutral  liquid  is  obtained' 
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which  boils  at  224 — 226’,  and  has  the  composition  of  a  diethyl- 
derivative  of  hydroxytetric  acid.  C.  H.  B. 

Potassium  Hydrogen  Malonate,  Quadromalonate,  and  Quadr- 
oxalate.  By  G.  Massol  ( Gompt .  rend.,  110,  793 — 795). — Potassium 
hydrogen  malonate ,  C3H3K04  -(-  4H20,  crystallises  in  large,  non-deli- 
quescent,  monoclinic  prisms  which  lose  their  water  of  crystallisation 
at  120 — 130°,  and  decompose  at  a  higher  temperature  with  evolution 
of  acetic  acid;  heat  of  dissolution  of  the  anhydrous  salt  =  —  5T1 
Cal.;  heat  of  dissolution  of  the  hydrated  salt  =  —  9'58  Cal.;  heat 
of  hydration  (4H20)  -t-  3‘755  Cal.  in  the  solid  condition  ;  heat  of 
neutralisation  of  solid  malonic  acid  by  one  equivalent  of  solid  potas¬ 
sium  hydroxide  +  27'87  Cal. 

Potassium  quadromalonate,  formed  by  the  direct  combination  of  the 
acid  with  the  preceding  salt,  crystallises  in  large,  brilliant,  anhydrous 
prisms;  heat  of  dissolution  —1352  Cal.  The  combination  of  the 
dissolved  acid  with  the  dissolved  hydrogen-salt  to  form  the  dissolved 
quadromalonate  develops  +0T0  Cal. 

Potassium  quadroxalate  crystallises  with  4  mols.  H20,  which  are 
expelled  at  110°  ;  heat  of  dissolution  of  the  hydrated  salt  — 17’94 
Cal.;  of  the  anhydrous  salt  — 1279  Cal.  The  combination  in  solu¬ 
tion  of  the  hydrogen  salt  with  the  free  acid  to  form  the  quad roxn late 
develops  -f  0'Q5  Cal.  ;  the  combination  of  the  solid  salt  and  acid  to 
form  the  solid  quadroxalate  would  develop  +0'95  Cal.  ;  heat  of 
hydration  of  the  solid  quadroxalate  -f-2’29  Cal. 

The  heats  of  formation  of  all  the  potassium  malonates  are  distinctly 
lower  than  those  of  the  corresponding  oxalates.  C.  H.  B. 

Symmetrical  Diethylsuccinic  and  Methylethylsuccinic 
Acids,  By  Buitchichix  and  Zemxsky  (J.  Puss.  Chem.  Soc .,  21, 
376 — 389). — In  a  former  paper  (Abstr.,  1889,  377),  the  authors  have 
showm  that  two  diethylsuccinic  acids  may  be  obtained  from  the 
product  of  the  action  of  potassium  cyanide  on  ethvl  ac-bromobutyrate. 
The  symmetrical  ethyl  cyanodiethylsuccinate  is  not  so  easily  acted  on 
by  hydrochloric  acid  as  the  corresponding  dimethyl-compound,  and 
the  hydrolysis  therefore  was  effected  by  means  of  alcoholic  potash. 
The  potassium  diethylethenyltricarboxylate  thus  formed  was  decom¬ 
posed  with  weak  hydrochloric  acid,  and  the  liberated  acids  extracted 
with  ether.  In  this  way,  a  mixture  of  the  two  isomeric  diethylsuccinic 
acids  was  obtained,  and  the  acids  separated  by  recrystallisation, 
taking  advantage  of  the  difference  in  their  solubility.  The  sparingly 
soluble  acid  melts  at  190 — 191°,  and  is  the  “  fumaroid  ”  form,  whereas 
the  easily  soluble  “  male'inoid  ”  acid  melts  at  127 — 128°.  These  two 
acids  are  identical  with  those  obtained  by  Bischoff  and  H^elt  (Abstr., 
1888,  1p57)  from  ethyl  malonate  by  synthesis.  On  heating,  both 
acids  behave  in  a  manner  analogous  to  the  dimethylsuceinie  acids 
(compare  Abstr.,  1889,  692).  They  both  yield  the  same  anhy¬ 
dride,  an  oily  liquid  boiling  between  244°  and  246°.  On  adding 
water,  the  anhydride  obtained  from  either  of  the  tw*o  acids  gives  a 
mixture  of  much  “  malei'noxd  ”  acid  (m.  p.  127 — 128°)  with  a  very  small 
quantity  of  the  “  fumaroid  ”  acid  (m.  p.  190 — 191°).  It  is  impossible 
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to  convert  one  acid  into  the  other  by  boiling  with  water  or  weak 
hydrochloric  acid,  except  under  pressure,  as  found  by  Bischoff  and 
li  jelt.  The  ethyl  salts,  prepared  from  ethyl  iodide,  and  the  correspond¬ 
ing  silver  salts  are  not  identical,  for  although  the  “fumaro'id”  com¬ 
pound  boils  at  lido — 239°,  and  the  “  male'i not'd  ”  at  2147 — 239°,  the 
sp.  gr.  of  the  first  at  18°  F.  is  09736  and  that  of  the  second  O’ 9904, 
referred  to  water  at  0°. 

In  a  similar  way,  the  ethylmethylsuecinic  acids  were  prepared  (a) 
by  the  action  of  ethyl  sodiocyanopropionate  on  ethyl  bromobutyrate, 
and  (6)  of  ethyl  sodiocyanobutyrate  on  ethyl  bromopropionate.  The 
ethyl  ix-eyanomethyl-fS-ethylsuccinate  obtained  in  (a)  boils  at  275 — 278°, 
its  sp.  gr.  is  1  0542.;  the  ethyl  *-evanethyl-,3-methylsuccinate obtained 
in  (6)  boils  at  283 — 285°,  and  its  sp.  gr.  is  10172.  Both  ethyl  salts 
were  hydrolysed  by  hydrochloric  acid,  and  in  each  case  a  mixture  of 
two  acids  melting  at  109 — 170 J  and  at  84 — 85°  was  obtained.  The 
ethereal  salt  boiling  at  283 — 285°  yields  %  larger  proportion  of  the 
acid  melting  at  84 — 85°,  that  boiling  at  275 — 278°  yields  a  larger 
proportion  of  the  acid  melting  at  109 — 170°.  The  “fumaro'id”  acid 
is  met  e  sparingly  soluble  in  water  than  the  “maleinoid  ”  acid.  The 
calcium  salt  of  tire  “fumaro'id”  acid  contains  3H20,  that  of  the 
“maleinoid  ”  acid  1FLO,  and  the  corresponding  barium  salts  contain 
2H20  (“fumaro'id”)  and  5H>0  (“maleinoid”).  At  a  higher  tem¬ 
perature,  both  acids  yield  one  and  the  same  anhydride,  boiling  at 
241 — 2l5°,  which,  on  addition  of  water,  yields  chiefly  the  “  maleinoid  ” 
acid  (m.  p.  84 — 85°)  with  only  a  small  admixture  of  the  “  fumaro'id  ” 
acid  (in.  p.  109 — 170°).  Here  again,  as  in  the  case  of  diethylsuceinic 
and  dimethvlsnccinic  acids,  there  is  a  possibility  of  passing  over  from 
the  acid  with  a  higher  melting  point  —  “fumaro'id” — into  the 
“  maleinoid  ”  acid  of  lower  melting  point,  so  that  the  anhydrides 
exist  only  for  the  “  maleinoid  ”  form.  All  “  maleinoid  ”  forms  of  the 
di. substituted  succinic  acids  give  off  the  elements  of  water  at  a  lower 
temperature  than  the  corresponding  “  fumaro'id  ”  isomerides. 

B.  B. 

Theory  of  Anhydride  Formation  in  the  case  of  Acids  of  the 
Succinic  Series.  By  0.  A.  Bischoff  (Ber.,  23,  620— 623). — The 
author  has  studied  the  behaviour  of  a  large  number  of  acids  of  the 
succinic  series  with  the  view  of  ascertaining  what  conditions  determine 
the  formation  of  an  anhydride,  more  especially  with  regard  to  the 
influence  of  alkyl-gronps  (compare  Auwers  and  Meyer,,  this  vol., 
p.  479). 

The  fact  that  pyrocinchonic  acid  and  xeronic  acid  cannot  be 
obtained,  whilst  maleic  acid  and  fumaricacid  are  capable  of  existence, 
is  best  explained  by  assuming  that,  in  the  substitution  of  hydrogen 
by  methyl-  or  ethyl-groups  the  carboxyl-groups  are  brought  nearer 
together,  probably  because  the  doubly-bunnd  carbon-atoms  approach 
one  another;  the  result  of  this  may  be  that  the  space  which  would  be 
occupied  by  the  hydroxy -groups  of  the  acid  molecule,  if  the  latter 
could  exist,  is  no  longer  available,  and  anhydride  formation  results. 

That  the  formation  of  an  inner  anhydride  is  also  facilitated  when 
an  ethyl-group  is  substituted  for  a  methyl-group  is  exemplified  by  the 
behaviour  of  levulinic  acid  and  its  hoinologues.  Levulinic  acid  and 
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both  %-  and  0-ethyl  levulinic  acid  distil  unchanged  ;  a-ethyllevulinic 
acid,  on  the  other  hand,  as  has  been  shown  by  Thorne  (Trans.,  1887, 
336)  is  slowly  converted  into  a  lactone  on  distillation.  By  assigning 
to  these  levulinic  acids  the  constitution  of  7-hydroxy -acids,  it  is  seen 
that  this  difference  in  behaviour  is  analogous  to  that  exhibited  in  the 
case  of  maleic  acid  and  its  homolognes. 

The  conclusion  to  be  drawn  from  these  considerations,  is  that  anhy¬ 
dride  formation  bakes  place  the  more  readily  the  larger  the  atomic 
complex  which  replaces  the  hydrogen  ;  how  far  this  conclusion  is  in 
accordance  with  experiment  as  shown  in  the  paper  on  anhydride 
formation  (this  vol.,  p.  744). 

The  formation  of  imides  and  anil-derivatives,  which  has  been 
especially  studied  in  the  case  of  the  two  symmetrical  dimethylsuccinic 
acids,  has  been  found  to  be  influenced  in  an  analogous  manner. 

F.  S.  K. 

Preparation  of  Mono-,  Di-,  and  Tri-substituted  Succinic 
Acids  from  Ethyl  Malonate.  By  C.  A.  Bisohoff  ( Ber 23, 
631 — 633). — The  method  previously  described  for  the  preparation  of 
succinic  acid  from  ethyl  malonate  ean  be  employed  for  the  prepara¬ 
tion  of  mono-,  di-,  and  tri-substituted  succinic  acids.  For  this 
purpose,  ethyl  sodiomalonate  is  treated  with  the  ethyl  salt  of  a 
chloro-  or  bromo-  mono-  or  di-substituted  acetic  acid,  and  the  sodium- 
derivative  of  the  product  is  treated  with  the  iodide  or  chloride  of  an 
alcohol  radicle,  or  the  sodium-derivative  of  the  ethyl  salt  of  a  sub¬ 
stituted  malonic  acid  is  treated  with  the  ethereal  salt  of  a  chloro-  or 
bromo-  mono-  or  di-snbstituted  acetic  acid.  The  identity  of  the 
ethereal  salts  obtained  by  these  two  methods  was  proved  by  measure¬ 
ments  of  their  physical  constants  (compare  this  vol.,  p.  745). 

The  crude  substituted  ethyl  ethenyltricarboxylate  obtained  by 
either  of  these  two  methods  is  fractionated,  and  each  fraction  heated 
with  sulphuric  acid  (1  :  1)  at  150 — 170°  until  the  whole  is  soluble  in 
alkali  ;  the  reaction  which  takes  place  consists  essentially  in  the 
elimination  of  carbonic  anhydride  (1  mol.)  and  ethylene  (3  mols.J. 
The  product  is  then  freed  from  sulphuric  acid,  and  the  various  acids 
obtained  separated  by  fractional  crystallisation.  In  the  case  of  the 
benzyl-derivatives  of  ethyl  ethenyltricarboxylate,  alcoholic  potash  is 
employed  instead  of  sulphuric  acid,  as  they  arc  only  slowly  hydrolysed 
when  heated  with  sulphuric  acid.  F.  S.  K. 

Methylsuccinic,  Ethylsuccinic,  and  Asymmetrical  Dimethyl¬ 
succinic  Acid.  By  C.  A.  Bischoff  and  A.  v.  Kuhj.bekg  (Ber.,  23, 
634 — 638). — Ethyl  ethenyltricarboxylate,  COOEl,CHa,CH(COOEt)., 
prepared  from  ethyl  sodiomalonate  and  ethyl  chloracetate,  boils  at 
27S'3°  (corr.)  and  yield s  succinic  acid  on  hydrolysis. 

Ethyl  propenyltricarboxylate,  COOEt-CHAIe-CH(COOEt)2,  pre¬ 
pared  from  ethyl  sodiomalonate  and  ethyl  «-bromopropionate,  boils  at 
270’3°  (corr.),  and  yields  pyrotartaric  acid  on  hydrolysis. 

Ethyl  methyl  ethenyltricarboxylate,  COOEt-CH->-CAIe(COOEt)2,  can 
be  obtained  from  ethyd  sodiomethylmalonate  and  ethyl  chloracetate, 
or  from  ethyl  sodioethenyltricarboxylate  and  methyl  iodide  ;  it  boils  at 
273'5°  (corr.),  and  on  analysis  yields  methylsuccinic  acid  (m.  p.  112°). 
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Ethyl  butenyltricarboxylate,  COOEt’CHEt*CH((JOOEt)>,  obtained 
from  ethyl  sodionmlonate  and  ethyl  «-bromobutyrate,  boils  at  278° 
(con*.),  and  gives  othylsuceiuic  acid  (m.  p.  98")  on  hydrolysis. 

Ethyl  isnbutemyltruarboxylate,  COO  Et’(JMe2’(JlI(COOEt}>,  prepared 
from  ethyl  sodiomalonatc  and  ethyl  «-bromisobntyrate,  boils  at  277'3° 
(corr.);  on  hydrolysis,  it  yields  asymmetrical  dimethylsuccinic  acid 
(m.  p.  140°)  and  small  quantities  of  an  acid  of  lower  melting  point, 
but  no  met liylglutarie  acid. 

Ethyl  ethyletheny It rica rboxylate ,  COO  Et'CHy  CEt(COOEt).,  obtained 
from  ethyl  sodioethylmalonate  aud  ethyl  chloracetatc,  or  from  ethyl 
sodioethenyltricarboxylate  and  ethyl  iodide,  boils  at  281 '5°  (corr.), 
aud  gives  etliy Isuccinic  acid  (m.  p.  38°)  on  hydrolysis.  F.  S.  K. 

The  Two  Symmetrical  Dimethylsuccinic  Acids.  By  C.  A. 
Bischoff  aud  E.  Vo n’(i>Vr.,  23, 039 — 044;  compare  Abstr.,  1889,  490). 
— Ethyl  methylpropenyltricarboxylate,  COO Et'CHMe*GMe(COOEt)2, 
prepared  from  ethyl  sodiomethylinalonate  and  ethyl  «-bromopro- 
pionate,  or  from  methyl  iodide  aud  ethyl  sodiopropenyllricarboxylate, 
boils  at  279°  (corr.),  aud  on  hydrolysis  gives  symmetrical  para-  and 
anti-dimethylsuccinic  acids  melting  at  194°  and  120°  respectively 
( loc .  cit.).  Auti-dimethylsuceiuimide,  ChH902X,  crystallises  in  con¬ 
centrically  grouped  needles  or  hexagonal  plates,  and  is  readily  solu¬ 
ble  in  water,  alcohol,  benzene,  chloroform,  and  acetone,  but  only 
sparingly  in  ether,  aud  very  sparingly  in  light  petroleum. 

F.  S.  K. 

Relation  of  the  Two  Symmetrical  Dimethylsuccinic  Acids  to 
Pyrocinchonic  Acid.  By  C.  A.  Bischoff  and  E.  Voit  ( Ber .,  23, 
644 — 646). — The  fact  that  pyrocinchonic  acid  on  reduction  yields  the 
two  symmetrical  dimethylsuccinic  acids  is  in  accordance  with  Wis- 
1  menus’  hypothesis. 

When  para-  or  anti-dimethylsuccinic  acid  is  treated  with  bromine, 
it  is  converted  into  pyrocinchonic  acid  ;  the  anhydrides  of  both  paia- 
aud  anti-dimethylsuccinic  acid  yield  pyrocinchonic  acid  on  heating  at 
90 — 100°  with  bromine  in  chloroform  solution.  F.  S.  K. 

Symmetrical  Ethylmethylsuccinic,  Trimethylsuccinic,  Sym¬ 
metrical  and  Asymmetrical  Diethylsuccinic,  and  Ethyldi- 
methylsuccinic  Acids.  By  C.  A.  Bischoff  and  N.  Mixtz  (Ber,, 
23,  647 — 652). — Ethyl  methylbuteuyltricarboxylate, 

COOEt-CHEt*CMe(COOEt)2, 

prepared  from  ethyl  sodiomethylinalonate  and  ethyl  a-bromobutyinte, 
or  from  ethyl  sodiobuteuyltricarboxylate  aud  methyl  iodide,  boils  at 
281  *5°  (con*.),  aud  on  hydrolysis  yields  symmetrical  para-  and  meso- 
ethylmethylsucciuic  acids. 

Ethyl  ethylpropenyltricarboxylate,  COOEt*CHMe-OEt(COOEt)2, 
prepared  from  ethyl  sodioethylmalonate  and  ethyl  «-hromopropionate, 
or  from  ethyl  sodiopropenyltricarboxylate  and  ethyl  iodide,  boils  at 
282'8°  (corr.),  aud  on  hydrolysis  yields  the  two  symmetrical  ethyl- 
met  hylsucciuic  acids. 
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Ethyl  methylisobutenijltricarbuxylate ,  CO OEt'CMeo*  CM  e ( C OOE t)2, 
is  best  prepared  from  ethyl  sodiomethylmalonate  and  ethyl  «-brom- 
isobutyrate  ;  it  boils  at  2Sf*3°  (corr.),  and  on  hydrolysis  gives  tri- 
methylsuccinic  acid  (m.  p.  105°)  and  traces  of  higher  melting  acids. 

Ethyl  etliylbutenyltricarboxylate,  COOEt-CHEt-CEt(COOEt)2, 
obtained  from  ethyl  sodioethylinalonate  and  ethyl  a-bromobutyrate, 
or  from  ethyl  sodiobutenyltricarboxylate  and  ethyl  iodide,  boils  at 
285*5°  (corr.),  and  on  hydrolysis  gives  para-  and  anti-diethylsuccinic 
acid  and  an  acid  melting  at  137*5°  (compare  Ber.,  21,  2109). 

Ethyl  isohexenyltricarboxylate,  COOEt*CEt2*CH(COOEt)>,  pre¬ 
pared  from  ethyl  sodiomalonate  and  ethyl  a-bromodietliylacctate, 
boils  at  289*3C  (corr.),  and  on  hydrolysis  gives  asymmetrical  diethyl- 
succinic  acid  (m.  p.  about  86°). 

Ethyl  ethylisobutenyltriearboxylate,  COOEt*CMe2*CEt(COOEt);>,  is 
best  piepared  by  treating  ethyl  sodioethylinalonate  with  ethyl 
a-bromisobutyrate.  It  boils  at  294  3°  (corr.),  and  on  hydrolysis  gives 
two  ethyldimethylsuccinic  acids,  melting  at  63°  and  105°  respectively. 

F.  S.  K. 

Anhydride  Formation  and  Intramolecular  Change  of  Sub¬ 
stituted  Succinic  Acids.  By  C.  A.  Bischoff  and  N.  Mintz  ( Ber ., 
23,  056 — 659). — All  the  substituted  succinic  acids  examined  by  the 
authors  lose  water  at  a  high  temperature  (200 — 300°),  and  are  con¬ 
verted  into  anhydrides;  in  some  cases  the  anhydride  formed  is  not 
that  of  the  original  acid,  but  that  of  the  geometrical  or  dynamical 
isomeridc. 

The  monosubstitnted  and  the  asymmetrical  disubstituted  sncciuic 
acids  undergo  no  change  when  heated  in  sealed  tubes  at  200°,  but 
the  symmetrical  disubstituted  acids  are  partially  converted  into  the 
geometrical  or  dynamical  isomerides,  so  that  a  mixture  of  the  two 
is  formed. 

On  heating  with  concentrated  hydrochloric  acid  at  200°  in  sealed 
tubes,  antidimethyl-,  antidiethyl-,  and  mesobenzyl-ethylsuccinic  acids 
are  converted  into  the  corresponding  para-acids ;  ethyldimethyl¬ 
succinic  acid  (m.  p.  63°)  under  these  conditions  is  converted  into  the 
dynamical  isomeride.  F.  S.  K. 

Rotatory  Power  of  Compounds  of  Malic  Acid  with  Normal 
Lithium  and  Magnesium  Molybdates.  By  D.  Gernez  ( Compt . 
rend.,  110,  529 — 532). — The  solutions  examined  contained  F11C6 
gram  of  lsevogyrate  malic  acid,  various  proportions  of  the  molyb¬ 
date,  and  sufficient  water  to  make  the  total  volume  up  to  12  c.c. 
The  rotatory  power  of  the  malic  acid  alone,  in  a  tube  105*7  mm. 
long,  was  —0°  IF. 

With  lithium  molybdate,  the  increase  in  rotatory  power  is  at  first 
practically  proportional  to  the  quantity  of  salt  added,  and  attains  a 
first  maximum  at  —10°  8’,  which  corresponds  with  equal  equivalents 
of  the  malic  acid  and  the  molybdate.  On  the  addition  of  more 
molybdate,  the  rotatory  power  decreases,  changes  in  sign,  and  in¬ 
creases,  reaching  a  second  maximum  at  +15°  36',  when  the  liquid 
contains  4  equivalents  of  malic  acid  to  9  of  the  molybdate.  Further 
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quantities  of  salt  cause  diminution  in  rotatory  power  and  a  change 
of  sign,  a  third  maximum  being  reached  at  — ’2°  22', when  the  solution 
contains  4  equivalents  of  molybdate  to  1  of  malic  acid.  The  con¬ 
tinued  addition  of  molybdate  causes  another  change  of  sign,  and  the 
rotatory  power  increases  to  +8°  10',  and  even  then  has  not  reached 
its  limit. 

With  magnesium  molybdate,  the  phenomena  are  of  the  same  order. 
A  first  maximum  is  reached  at  — 9J  •10''  with  equal  equivalents  of  acid 
and  salt.  This  is  followed  by  a  diminution  in  rotatory  power,  fol¬ 
lowed  by  a  change  of  sign  and  a  second  maximum  at  +18°  14', 
with  4  equivalents  of  aeid  to  0  of  molybdate.  Further  addition  of 
molybdate  causes  a  second  reduction,  with  a  minimum  at  +1°  G' 
when  the  liquid  contains  4  equivalents  of  molybdate  to  1  of  malic 
acid.  Beyond  this  point  an  increase  in  the  proportion  of  the  molyb¬ 
date  increases  the  rotatory  power,  which  has  not  reached  its  limit 
even  at  4-8°  44'  (compare  Abstr.,  1SS7,  540;  18SS,  07  and  938  ;  and 
1880,  1147).  C.  H.  B. 

Physical  Constants  of  Alkyl-derivatives  of  Ethyl  Ethenyl- 
tricarboxylate.  By  C.  H.  Biscuoff  and  P.  Walden  (.IJer,,  23, 
GGO — 6G4). — In  the  following  table  (next  page)  are  given  some  physical 
constants  of  various  derivatives  of  ethyl  ethenyhricarboxylate. 

The  atoms  and  groups  combined  to  the  atomic  complex 

COOEt-C/Js-Ca(COOEt)a 

are  given  in  column  2.  The  molecular  weight  is  given  in  column  3, 
the  boiling  point  (corr.)  in  column  4,  and  the  sp.  gr.  at  20°,  reduced 
to  a  vacuum  and  water  at  4°,  in  column  5.  Column  G  gives  the  re¬ 
fractive  index  for  the  D-line  (at  10 — 20°),  column  7  the  molecular 
refractive  energy  calculated  from  the  experimental  data  by  means  of 

the  formula  and  column  8  the  molecular  refiactive  energy 

d(nz  -+-  2)  Cl7 

calculated  from  Conrady’s  values  (C  —  25,  H  =  105,  O'  =  168, 
O"  =  2-29).  Column  0  gives  the  molecular  refractive  energy  calcu- 

n _  i 

lated  from  the  experimental  data  by  means  of  the  formula  M - , 

LV 

and  column  10  the  molecular  refractive  energy  calculated  from  the 
values  C  =  5,  H  =  1*3,  O'  =  3‘4,  0"  —  2'8.  Column  11  gives  the 
angle  of  dispersion  (observed  with  an  Abbe’s  refractometer),  and 
column  12  the  molecular  volume  calculated  from  the  experimental 
data. 

The  following  table  shows  that,  with  the  exception  of  ethyl  ethenyl- 
tricarboxylate,  the  boiling  point  increases  with  the  molecular  weight; 
in  the  case  of  isomerides,  the  boiling  point  is  influenced  by  the  posi¬ 
tion  of  the  alkyl  radicles,  and  is  altered  by  the  replacement  of  an 
ethyl-  by  two  methyl-groups. 

The  author’s  observations  confirm  Bruhl’s  conclusions  respecting 
the  specific  gravity  and  the  specific  and  molecular  refractive  energy 
of  isomeric  compounds.  F.  S.  K. 
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Attempts  to  prepare  Alkyl  Substituted  Trlcarballylic  Acids. 

By  0.  A.  Hi  son  off  and  A.  v.  Kuiilukro  ( Bar .,  23,  661* — GG9). — A 
.mind]  quantity  of  a  thick,  yellow  oil  boiling  at  315 — 334c  is  obtained 
when  (be  crude  product  of  the  action  of  ethyl  sodioisohutenyltricarb- 
oxvlate  and  ethyl  *-bromisobutyrate  is  fractionated.  On  hydrolysis, 
this  oil  yields  tctramethyltricarbaU ijhc  acid. 

C0011-Cile2'CH(C00H)*CMe2‘C00If, 

which  separates  from  a  mixture  of  benzene  and  acetone  in  colourless 
crystals  melting  at  156°. 

When  ethyl  sodiobntenyltricarboxylate  is  treated  with  ethyl 
a-bromopropionate,  an  oil  of  the  composition  CJ(,U2uOtf  is  formed  in 
small  quantities.  I1’*  »S.  K. 

Preparation  of  Betaines.  By  K  Duvillier  (Compt.  rend.,  110, 
640 — 642). — Betaines  are  readily  obtained  with  but  slight  admixture 
with  secondary  products  by  the  action  of  alkyl  iodides  on  zinc  salts 
of  the  amido-acids  in  presence  of  zinc  oxide. 

4  parts  of  methyl  iodide,  1  part  of  zinc  amidoisovalcrate,  and  1  part 
of  zinc  oxide  are  heated  in  sealed  tubes  at  100 — 110°.  After  1G  to 
18  hours,  the  amidovalerate  and  zinc  oxide  have  disappeared;  the 
product  is  boiled  with  water,  treated  with  barium  sulphide  to  remove 
the  zinc,  sulphuric  acid  to  remove  the  barium,  and  silver  hydroxide 
to  eliminate  iodine.  The  liquid  is  then  treated  with  hydrochloric  acid 
and  platinum  chloride.  It  yields  a  slightly  orange-yellow  platino- 
chloride  which  is  insoluble  in  alcohol,  but  moderately  soluble  in  warm 
water,  from  which  it  separates  in  oblique,  transparent  prisms  with 
2  mols.  H20  or  4  inols.  H20.  The  anrochloride  crystallises  in  deep- 
yellow,  anhydrons  leaflets,  moderately  soluble  in  warm  water,  soluble 
in  alcohol,  insoluble  in  ether  free  from  alcohol.  2xo  tetramethyl- 
ammonium  hydroxide  is  formed  in  the  preparation  of  the  betaine  in 
this  way.  C.  H.  B. 

a-  and  /3-Homobetaine.  By  J.  Weiss  (Arch.  Pharm .  [3].  28, 
186 — 191). — a-Homobetaine  is  best  obtained  by  the  action  of  methyl 
iodide  on  a-alanine  in  alkaline  solution.  The  platinocldoride  crystal¬ 
lises  in  the  monoclinic  system  d  :  h  :  6  =  0  8100  :  1  :  0'6214  ;  ft  = 
74°  18'  34".  Mean  index  of  refraction  for  sodium  light,  1  6555. 
Briihl  previously  obtained  a-homobetaine  by  the  action  of  trimethyl- 
amine  on  ethyl  a-chloropropionate. 

ft -Iloviobetaine,  OH'NMej-CHvCHyCOOH,  is  best  obtained  by 
heating  /3-iodopropionic  acid  with  excess  of  a  33  per  cent,  solution  of 
trimetbylamine  for  six  hours  at  100°.  The  solution  remains  clear 
when  cold,  but  after  evaporation,  a  white,  crystalline  mass  is  obtained. 
This  product  is  dissolved  in  water  and  digested  with  excess  of  silver 
chloride,  and  the  chloride  thus  produced  converted  into  the  platino- 
chloridc.  The  crystalline  form  of  this  salt  is  monoclinic,  a  :b  :  c  = 
T34S4  :  1  :  T0659  ;  ft  —  88°  45'  3".  The  anrochloride  was  also  pre¬ 
pared  and  analysed.  J.  T. 
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Preparation  of  Ethylsulphonic  Acid.  By  F.  Mayer  (Be)-.,  23, 
908 — 912). — Ethylsulphonic  acid  is  best  prepared  by  heating  sodium 
ethyl  sulphate  (1  part)  with  sodium  sulphite  (2  parts)  and  water 
(1  part)  under  pressure  at  110 — 120°  for  three  to  four  hours.  The 
liquid  is  separated  from  the  sodium  sulphate  by  filtration,  evaporated 
to  dryness,  the  residue  extracted  with  a  large  quantity  of  hot  alcohol, 
and  the  filtered  alcoholic  solution  allowed  to  cool,  whereon  sodium 
ethylsulphonate  separates  in  small  plates  or  needles.  The  sodium 
salt  crystallises- with  1  mol.  H20 ;  the  double  salt,  4C2H5-S03Na,NaI 
-+•  H20,  does  not  lose  its  water  at  1C0° ;  the  barium  salt  crystallises 
with  2  mols.  H30  ;  the- chloride  boils  at  171 — 173°.  F.  S.  K. 


Conversion  of  Allylbenzene-  into  Propenylbenzene-deriva- 
tives,  their  Dispersion  and  Refraction.  By  J_  F.  Eykman 
(Her.,  23,  855 — SG4  ;  compare  this  vol.,  p.  135). — Cubebin  has  the 
molecular  formula  C2oH2006,  as  is  shown  by  molecular  weight  deter¬ 
minations  by  Raonlt’s  method  ;  an  optical  examination  of  this  com¬ 
pound  showed  that  its  dispersion  is  normal. 

That  apiole  and  isapiole  have  the  same  molecular  formula  was 
proved  by  determining  the  vapour-density  of  apiole  under  reduced 
pressure  by  means  of  the  apparatus  previously  described  (this  vol., 
p.  101),  and  by  determining  the  molecular  weight  of  isapiole  by 
Raoult’s  method  ;  measurements  of  the  dispersion  of  these  two  com¬ 
pounds  seem  to  show  that  apiole  is  an  ally  1-,  isapiole  a  propenyl- 
derivative. 

All  compounds  such  as  safrole,  methyleugenol,  ethyleugenol, 
ethylchavibetole,  itc^  which  contain  the  normal  allyl-group,  on  pro¬ 
longed  boiling  with  alcoholic  potash,  are  converted  into  the  corre¬ 
sponding  propenyl-deri vatives,  identical  in  all  respects  with  the  pro- 
penyl-derivatives  obtained  in  other  ways;  methylchavieole,  for 
example,  is  converted  into  anethoil,  safrole  into  isosafrole,  methyl¬ 
eugenol  into  methyhsoeugenol,  &c. 

The  author  has  measured  the  dispersion  of  a  number  of  ally  1-  and 
propenyl -benzene-derivatives,  including  those  named  above  ;  his 
results,  which  are  given  in  tabular  form,  show  that  all  those  com¬ 
pounds  which  contain  an  allyl-group  have  a  normal  dispersion,  whilst 
in  the  case  of  those  which  contain  the  propenyl-group,  both  the  dis¬ 
persion  and  the  refraction  are  abnormally  high.  The  dispersion  is 
almost  constant  in  each  series,  but  about  14  times  as  great  in  the 
propenyl-  as  in  the  allyl-series.  The  dispersion  of  the  alkyl- 
derivatives  of  the  allylhydvoxy-benzene-derivatives  is  less  than  that 
of  the  corresponding  phenol,  and  decreases  with  the  number  of 
methyl-groups ;  no  such  difference  is  exhibited  by  the  propenyl- 
benzene-eompouuds.  The  specific  dispersion  of  the  allyl-deri vatives 
is  almost  constant,  but  that  of  the  propenyl-eompounds  is  the 
smaller  the  greater  the  specific  gravity  ;  for  this  reason,  a  comparison 
of  the  simple  dispersions  seems  to  be  preferable  to  that  of  the  specific 
dispersions.  The  entrance  of  oxygen  into  the  molecule  increases  the 
specific  gravity  considerably,  whilst  the  dispersion  is  only  slightly 
influenced  ;  a  change  in  the  position  of  the  double  binding,  on  the 
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oilier  hand,  increases  the  dispersion  considerably,  but  has  little  effect 
on  the  specific  gravity.  l'\  S.  K. 

Formation  of  Thiocyanates  from  Amido-compounds.  By  L. 
Gattkkmasx  and  \V.  Hai'sskxkcht  (/»W.,  23,  708 — 739). —  Up  to  the 
present  few  compounds  are  known  in  which  the  thiocyanogen-group, 
S  ON,  is  directly  attached  to  the  benzene-ring.  The  authors  have 
found  that  such  compounds  may  be  readily  obtained  by  the  action  of 
diazo-salts  on  cuprous  thiocyanate  according  to  Sandmeyer’s  method. 
Unlike  the  latter,  however,  the  authors  recommend  decomposing  the 
diazo-salt  iu  the  cold,  as  follows: — 

.‘>1  grains  of  aniline  are  dissolved  in  100  grams  of  sulphuric  acid 
and  200  grams  of  water,  and  diazotised  in  the  usual  manner.  To 
this  solution,  a  concentrated  solution  of  potassium  thiocyanate  is 
added,  and  then  gradually,  a  paste  of  cuprous  thiocyanate,  obtained 
by  dissolving  a  mixture  of  8()  grams  of  cupric  sulphate  and  150  grams 
of  ferrous  sulphate  in  water,  precipitating  with  35  grams  of  potas¬ 
sium  thiocyanate,  and  filtering.  The  reaction  with  the  diazo¬ 
compound  takes  place  in  the  cold,  and  is  accelerated  by  stirring. 
After  three  hours,  the  phenyl  thiocyanate  is  driven  over  with  steam, 
and  purified  by  rectification.  The  yield  is  very  good,  whereas  by 
Billcter’s  method  of  acting  on  the  lead  salt  of  thiophenol  with 
cyanagen  chloride  or  iodide  only  small  quantities  are  obtained.  The 
compound  is  indeed  so  readily  prepared  that  thiophenol  may  be  most 
easily  obtained  from  it  by  treatment  with  potassium  hydrosulphide. 

Other  derivatives,  such  as  ortho-  and  paratolyl-  and  a-naphthyl 
thiocyanates  have  been  prepared  by  this  method.  Isocyanates  may 
also  be  prepared  in  a  similar  manner,  but  the  yield  is  not  so  satis¬ 
factory.  H.  G.  C. 

Preparation  of  Aromatic  Thiocyanates.  By  G.  Thurxauer 
( Ber .,  23,  769 — 772). — Paratolyl  thiocyanate  may  be  obtained  in  a 
manner  similar  to  phenyl  thiocyanate  (Billeter,  this  Joum.,  1875, 
464)  by  passing  cyanogen  chloride  through  lead  thiocresoxide 
suspended  in  alcohol.  Some  tolyl  disulphide  is  also  formed,  but 
crystallises  out  when  the  oil  obtained  by  filtering  and  evaporating 
the  alcoholic  solution  is  allowed  to  remain  in  the  cold.  Paratolyl 
thiocyanate  is  an  oil  of  sweetish,  unpleasant  odour,  which  boils  at 
245 — 250°  (765,5  mm.),  and  solidifies  in  a  freezing  mixture  forming  a 
crystalline  mass.  It  may  also  be  obtained  by  the  action  of  cyanogen 
chloride  on  sodium  thiocresoxide,  if  all  water  be  carefully  excluded. 
If  cyanogen  bromide  and  iodide  be  substituted  for  the  chloride,  the 
chief  product,  both  with  the  lead  and  the  sodium  salt,  is  tolyl  disul¬ 
phide,  only  traces  of  the  thiocyanate  being  formed. 

The  author  has  also  obtained  thiocyanates  by  Sandmeyer’s  method 
(compare  previous  abstract).  The  diazotised  solution  is  prepared 
according  to  Sandmeyer’s  method,  and  allowed  to  flow  into  a  cold  solu¬ 
tion  containing  18  grams  of  cuprous  thiocyanate,  85 — 90  grams  of 
potassium  thiocyanate,  and  50  grains  of  water.  After  remaining  for 
some  hours  the  mixture  is  extracted  with  ether,  and  the  ethereal 
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solution  washed  with  dilute  acid  and  alkali,  filtered,  and  the  ether 
evaporated,  the  residual  oil  being  purified  by  fractional  distillation 
under  reduced  pressure. 

The  paratolyl  thiocyanate  prepared  by  this  method  from  para- 
toluidine  was  identical  with  the  oil  above  described.  OrthotoJyl 
thiocyanate ,  C7H7SCN,  is  a  yellowish-red  oil,  boiling  at  243 — 246°,  and 
having  an  unpleasant  smell.  Both  these  compounds  cause  violent 
itching  of  the  hands,  which  continues  for  some  time  after  ceasing  to 
work  with  them. 

Contrary  to  the  statement  of  Gattermann  and  Haussknecht  (pre¬ 
vious  abstract)  the  author  finds  that  a  paste  of'cuprous  thiocyanate  has 
no  action  on  diazotoluene  either  in  the  cold  or  at  a  higher  tempera¬ 
ture.  H.  G.  C. 

Diphenyl  Carbonate.  By  H.  Eckexroth  and  J.  Ri’ckel  (B'er.,  23, 
(393 — 701). — The  reactions  of  phenyl  carbonate,  which  have  been 
previously  examined  by  Kempff  (this  Journ.,  1871,  341),  Hentschel 
(Der.,  17,  1287),  and  Eckenroth  (Abstr.,  1885,  7 S G ) ,  have  been  further 
investigated  by  the  authors,  with  the  following  results.  In  preparing 
diphen ylcarbamide  from  phenyl  carbonate,  it  is  unnecessary  to  heat 
the  latter  with  aniline  under  pressure,  as  the  reaction  takes  place 
equally  well  when  the  two  substances  are  heated  together  in  a  reflux 
apparatus  for  2 — 3  hours.  Ortho-  and  para-diphenylcarbamide  and 
dinaphthylcarbamide  may  he  prepared  in  a  similar  manner. 

Chlorine  and  iodine  do  not  combine  directly  with  phenyl  carbonate, 
but  if  the  latter  be  heated  with  an  excess  of  bromine  at  100°,  until  no 
more  gas  is  evolved,  a  white  mass  remains  on  evaporating  off  the 
excess  of  bromine,  which  crystallises  from  alcohol  in  long,  silky 
needles  melting  at  109°,  and  having  the  composition  (CGH4Br)^C03. 
It  is  readily  soluble  in  benzene,  chloroform,  acetone,  and  ether, 
sparingly  in  cold  light  petroleum  and  alcohol,  and  insoluble  in 
water. 

It  has  been  previously  shown  by  Eckenroth  (Abstr.,  1S85,  786) 
that  diphenyl  eai’bonate  and  diphenylcarbamide  act  on  one  another 
with  formation  of  phenyl  cyanateand  phenol,  and  that  these  then  again 
combine  together  to  form  phenyl  phenylearbamate  (compare  Snape, 
Ti  •ans.,  1885,  770).  The  same  reaction  takes  place  if  para-  or  ortho- 
ditolylcarbamide  is  substituted  for  diphenylcarbamide,  and  in  these 
cases  also  the  l’eaction  is  very  incomplete.  8  grams  of  pai’aditolyl- 
earbamide  (obtained  by  boiling  diphenyl  carbonate  with  paratoluidine, 
washing  the  product  with  alcohol,  and  crystallising  from  the  same 
liquid)  was  mixed  with  7  grams  of  diphenyl  carbonate  and  distilled, 
the  distillate  being  allowed  to  remain  for  14  days.  The  crystals 
formed  wei’e  separated  from  the  adhering  oil,  recrystallised  several 
times  front  light  petroleum,  and  thus  obtained  as  slender,  white 
needles  melting  at  115°,  and  agreeing  in  composition  with  the 
expected  phenyl  paratolylcarbamate  CH3*C6H4'NH-COOPh. 

For  the  preparation  of  phenyl  orthotolylcarbamate,  8  grams  of 
orthoditolylcarbamide  (obtained  in  a  similar  manner  to  the  para- 
compound)  were  boiled  with  7  grams  of  phenyl  carbonate  in  a  reflux 
apparatus  for  several  hours,  and  two-tliirds  of  the  mixture  then  slowly 
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distilled  over,  the  distillate  being  allowed  to  remain  for  14  days,  and 
treated  as  in  the  foregoing  ease.  The  phenyl  orthotolylcarbamatc 
thus  obtained  forms  crystals  which  melt  at  92°. 

Attempts  lo  prepare  the  corresponding  thioearbamates  in  a  similar 
manner  failed  on  account  of  the  ditlicnlty  of  separating  the  com¬ 
pounds  formed.  H.  Cl.  C. 

,-Dinitrophenol.  13y  V.  Wknduk  (G azzettn,  19,  218  — 221). — 
The  constitution  of  this  compound,  which  was  first  prepared  by 
Hantlin  (Abstr.,  1879,  237),  has  not  yet  been  elucidated,  lint  since 
Kenriques  found  (Abstr.,  1883,  327)  that  the  corresponding  anisoil, 
when  treated  with  ammonia,  yields  a  nitroanisidine  from  which  meta- 
nitroanisoil  may  be  prepared  by  eliminating  amidogen,  it  must  have 
the  constitution  [(X02)2  =  2:3  or  3  :  5],  The  2  :  3  formula  appears 
the  more  probable,  as  it  explains  the  transformation  into  nitr- 
anisidine,  where  the  nitroxyls  are  already  in  ortho- position. 

The  author  has  therefore  endeavoured  to  prepare  the  3'5-dinifro- 
phenol  by  diazotising  diniti anisidine  [(j\t02)2  :  XIL>  =  3:5:  4], 
prepared  by  the  nitration  of  paranisidiue,  or  by  the  action  of 
ammonia  on  the  dimethyl  ether  obtained  from  the  dinitroquinol 
[(0H}2  :  (X02)2  =  1  :  4  :  3  :  5]  melting-  at  135°.  The  following 
compounds  were  prepared  in  the  course  of  the  experiments. 

L)initroparciphenacetiiler  C<jH(NO>)2(OEt)-XHAc,  prepared  by  dis¬ 
solving  paraphenaeetide  in  glacial  acetic  acid  (5  parts),  cooling  to 
5°,  and  adding  nitric  acid  Cl  part,  sp.  gr.  =  T54).  On  dilution  with 
water,  the  dinitrophenacetide  is  thrown  down  as  a  crystalline  powder, 
which  crystallises  from  alcohol  in  lustrous,  silky  needles,  and  from 
acetic  acid  in  prisms.  It  melts  at  206°,.  and  is  freely  soluble  in  acetic 
acid,  especially  on  warming,  and  in  ether,  very  moderately  in  boiling 
alcohol,  and  very  sparingly  in  cold  alcohol.  Hydrolysis  docs  not 
take  place  on  boiling  it  with  hydrochloric  acid,  potash  partially 
saponifies  it  in  the  cold,  but  on  heating  ammonia  is  evolved.  It 
may  also  be  prepared  from  the  mononitro-dcrivativc  (melting  at 
104°).  One  of  the  nitroxyl-groups  in  this  substance  must  occupy 
a  meta-position  relatively  to  the  ethoxyl  as  in  the  mouonitro-de- 
rivative. 

Dinitrophenetidine ,  C6H_(X02)'.(0Et)-XH2.  The  preceding-  com¬ 
pound  is  hydrolysed  by  heating  for  10  minntes  with  concentrated 
sulphuric  acid  (8  parts),  the  temperature  not  exceeding  100°.  On 
diluting  with  -water,  the  base  is  precipitated  in  red  flakes  which 
crystallise  out  from  alcohol  in  thin,  brownish-red  prisms  melting  at 
145°.  It  has  feeble  basic  properties  ;  the  hydrochloride  and  sulphate 
may  be  oblained  in  an  ethereal  or  acetic  acid  solution,  but  they  are 
decomposed  by  cold  water. 

Dinitracetaniside,  C6H2(X02)2(0Me)-XHAc,  is  prepared  like  the 
ethyl-compound,  starting  with  the  nitracetaniside,  melting  at  116°. 
It  resembles  the  ethyl-derivative  in  many  respects,  forming  long, 
slender,  fiat,  brilliant,  pale-yellowish  needles  which  melt  at  220°. 
It  is  soluble  in  hot  acetic  acid,  only  moderately  so  in  boiling  alcohol, 
very  sparingly  in  cold  alcohol,  whilst  it  is  almost  insoluble  in  boiling 
water. 
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Dinitranisidine ,  C6H2(X02)2(0Me)-NH2,  is  obtained  by  heating  the 
preceding  compound  with  concentrated  sulphuric  acid  for  15  minutes, 
and  diluting  with  water.  The  orange-coloured  precipitate  which  is 
formed  crystallises  from  boiling  alcohol  in  bright-crimson  needles  with 
a  bluish  sheen,  and  melts  at  182°  to  a  red  liquid.  It  is  freely  soluble 
in  alcohol,  acetic  acid,  and  ether,  and  moderately  in  boiling  water. 
When  heated  with  aqueous  potash,  it  dissolves  with  evolution  of 
ammonia. 

D i nit rom eth ylqu inol  is  formed  as  a  secondary  product  of  the  action 
of  ethyl  nitrite  on  dinitranisidine.  A  solntion  of  this  substance 
(30  grams)  in  absolute  alcohol  (600  grams)  is  saturated  with  nitrous 
anhydride,  and  heated  for  24  hours  in  a  reflux  apparatus.  The  ethyl 
nitrite  is  then  distilled  off,  and  the  residue  exhausted  with  a  boiling 
solntion  of  potassium  carbonate,  the  cold  solution  being  extracted 
with  ether,  acidified,  and  again  treated  with  ether;  the  second  extract 
contains  the  quinol,  which  crystallises  from  boiling  alcohol  in  bright- 
yellow,  lustrous  tables,  melts  at  110°,  and  dissolves  freely  in  hot 
alcohol,  less  so  in  cold  ;  it  is  also  soluble  in  acetic  acid  and  in  ether. 
The  barium  derivative  forms  lustrous,  lemon-yellow  needles,  freely 
soluble  in  boiling  water,  sparingly  in  cold.  A  small  proportion  of 
this  quinol  is  also  formed  when  dinitranisidine  is  diazotised,  and  the 
resulting  salt  decomposed  with  dilute  sulphuric  acid. 

e - D ini troaniso il  is  the  principal  product  of  the  action  of  ethyl 
nitrite  on  dinitranisidine  (m.  p.  182°)  ;  the  portion  insoluble  in  potas¬ 
sium  carbonate  crystallises  from  alcohol  in  faintly-yellowish  plates 
which  melt  at  119°,  and  with  care  can  be  distilled  without  decomposi¬ 
tion  ;  if  rapidly  heated,  however,  it  explodes.  It  is  soluble  in  boiling 
water  and  in  hot  alcohol,  less  so  in  cold  alcohol  and  in  boiling  light 
petroleum.  It  is  not  volatile  in  steam.  When  heated  with  alcoholic 
ammonia  for  5  hours  at  180°,  it  is  converted  into  Bantlin’s  nitr- 
anisidine,  melting  at  75° ;  this  yields  metauitraniso’il  when  heated 
with  ethyl  nitriie. 

e- Dinitrophenol  is  obtained  by  heating  the  preceding  compound 
with  hydrochloric  acid  at  150°  for  24  hours.  The  product  is  evapo¬ 
rated  to  dryness,  extracted  with  a  boiling  solntion  of  potash,  the  solu¬ 
tion  treated  with  ether,  acidified,  and  again  extracted  with  ether. 
The  latter  extract  contains  the  dinitrophenol,  which  crystallises  from 
alcohol  in  bright-yellow  tables;  it  melts  at  144 — 145°,  and  has  an 
odour  resembling  that  of  metanitroplienol.  It  is  freely  soluble  in 
ether  and  hot  alcohol,  and  moderately  in  boiling  water.  The  barium 
derivative  is  soluble  in  hot  water,  and  separates  out  in  slender,  golden 
needles,  or  in  groups  of  brownish-yellow  needles,  according  as  the 
solution  is  rapidly  cooled  or  slowly  evaporated.  On  heating  to  150°, 
it  becomes  brownish-red,  changing  back  to  a  dirty-yellow  on  cooling. 
The  'potassium  derivative  crystallises  from  water  in  slender,  orange 
needles,  or  in  thin,  lustrous  laminai,  containing  2  mols.  H20,  and  is 
freely  soluble  in  hot  water  and  moderately  in  cold;  when  anhydrous 
it  is  of  a  deep-scarlet  colour.  By  treatment  with  nitric  acid,  this 
dinitrophenol  yields  styphnic  acid  (m.  p.  175°).  It  therefore  appears 
that  the  phenol  and  aniso'il  obtained  are  identical  with  Bantlin’s 
e-compounds.  S.  B.  A.  A. 
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Constitution  of  Bromonitro thymol,  Dinitrothymol,  Dinitr- 
amidocymene,  Dinitrocymene,  and  the  Isomeric  Chloro-  and 
Bromo-thymoquinones.  By  G.  Mazzaua  (Guzzettu,  19,  160 — 109). 

—  When  the  ethyl  ether  of  dinitrothymol  is  heated  with  alcoholic 
ammonia  for  10  hours  in  a  closed  tube  at  ISO — 190°,  and  the  product 
is  freed  from  ammonia  and  crystallised  from  dilute  alcohol,  a  dinitr- 
amidocymene,  C611  PrMe(NO,),’NH,,  is  obtained  in  large,  dark-yellow 
prismatic  tal>les  which  soften  at  10S°,  melt  at  113  —115°,  dissolve 
sparingly  in  light  petroleum  and  in  hot  water,  separating  out,  on 
cooling,  in  small  lamina?  which  volatilise  with  some  diltioultv  in  a 
current  of  steam. 

According  to  Bantlin  (Abstr.,  1S79,  237),  only  the  3'5-dinitraniso‘il 
yields  a  diuitraniline  when  heated  with  alcoholic  ammonia  (compare 
Abstr.,  1883,  327)  ;  the  structure  of  the  ethyl  ether  of  dinitro¬ 
thymol  must  therefore  be — 

[Me  :  NO,  :  OKt  :  Pr  :  NO,  =  1  :  2  :  3  :  4  :  6], 
and  that  of  dinitramidocy mene — 

[Me  :  NO,  :  Nil, :  Pr  :  NO,  =  1  :  2  :  3  :  4  :  G], 

The  ethyl  ether  of  nitrobrnmothymol,  heated  with  alcoholic  am¬ 
monia  in  a  sealed  tube  at  180 — 190°  for  14  hours,  undergoes  no 
change  ;  it  thus  behaves  as  a  meta-derivative,  and  in  order  that  the 
bromine  should  be  in  a  meta-position  with  respect  to  the  nitroxyl,  the 
hitter  must  be  in  a  para-position  with  respect  to  the  livdroxyh  The 
structure  of  bromonitroiliymol  is  therefore  [Me :  Br  :  OH  :  Pr  :  NO,  = 
1  :  2  :  3  :  4  :  6].  This  is  confirmed  by  the  fact  that  on  nitration  it 
yields  dinitrothymol,  the  ethyl  ether  of  which  has  been  shown  above 
to  have  its  nitroxyls  in  the  meta-position  (relatively  to  each  other). 
Further  support  is  derived  from  the  following  considerations  :-(l) 
the  same  nitrobromo-derivative  is  obtained  by  brominatiug  nitro- 
thymol  aud  by  nitrating  parabromotliymol,  a  result  only  explicable 
on  the  assumption  that  in  the  latter  reaction  the  nitroxyl  displaces 
the  bromine  ;  (2)  that  the  corresponding  amidobromothymol  (Abstr., 
1886,  1016)  yields,  with  nitrons  acid,  a  bromothymoquinone,  which 
has  its  two  oxygen-atoms  in  the  para- position. 

When  dinitroamidocymene  is  treated  with  alcohol  containing  ethyl 
nitrite,  the  product  distilled  in  a  current  of  steam,  pressed  between 
filter-paper,  and  crystallised  from  dilute  alcohol,  a  compound  is 
obtained  in  rhombohedral  plates  which  melt  at  54°,  and  to  all  appear¬ 
ance  is  identical  with  Kraut’s  dinitrocymene,  [Me  :  Pr  :  (NO,)o  = 
1  :  4  :  2  :  6], 

Bromothymoquinone. — A  bromothymoquinone  melting  at  48°  was  pre¬ 
pared  from  amidobromothymol  hydrochloride,  and,  on  reduction  with 
sulphurous  anhydride,  yielded  a  bromothymoquinol  melting  at  52 — 53° 
(Abstr.,  18S6,  1016).  The  same  substance  is  obtained  by  the  action 
of  potassium  nitrite  on  amidobromothymol  prepared  from  para¬ 
bromotliymol.  This  quinone  and  quinol  must,  from  their  formation, 
respectively  have  the  constitutions 

[Me  :  Br  :  O  :  Pr  :  O  =  1  :  2  :  3  :  4  :  6] 
and  [Me  :  Br  :  OH  :  Pr  :  OH  =  1  :  2  :  3  :  4  :  6]. 

votj.  lviii.  3  e 
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Sclmiter  (Absfcr.,  1SS7,  7-0)  describes  a  bromothymoquinol  (m.  p, 
53°)  which  yields  a  quinone  melting  at  45°  ;  to  the  former  lie  ascribes 
the  constitution  [Br  =  5],  whereas  he  considers  chlorothymoqmnol 
to  have  the  structure  [Cl  =  2],  The  formation  of  the  same  ehloro- 
bromothymoqninol,  whichever  of  the  halogens  is  first  introduced,  is 
thus  explained  bv  assuming  that  the  atoms  of  chlorine  and  bromine 
always  displace  different  hydrogen-atoms.  Sclmiter  principally  relies 
on  the  formation  of  a  liquid  chlorothymoquinol,  which  yields  achloro- 
bromothymoquinone  and  quinol  melting  at  a  somewhat  lower  tempera¬ 
ture  than  the  isomeric  derivatives  from  the  solid  chlorothymoquinol. 

The  author  attaches  no  importance  to  the  slight  difference  in 
melting  point  between  Schniter’s  bromothymoqninone  and  his  own, 
and  considers  that  the  agreement  of  the  other  physical  properties  of 
these  compounds,  and  of  the  melting  points  of  the  corresponding 
quinols,  is  sufficient  evidence  of  their  identity.  It  would,  therefore, 
appear  that  Schniter’s  distinction  between  a(3-  and  /?a-eompounds  is 
verv  doubtful.  The  author  concludes  that  when  a  halogen  acid  acts 
on  thymoqninone,  the  halogen  takes  the  place  of  the  hydrogen-atom 
next  to  the  methyl  [2].  Chlorine,  however,  displaces  bromine  from 
this  position,  leaving  it  to  displace  the  atom  of  hydrogen  next  to  the 
propyl  [5],  an  action  analogous  to  that  of  nitroxyl  and  bromine  on 
thymol  (compare  this  vol.,  p.  367).  S.  B.  A.  A. 


Action  of  Chlorine  on  Catechol  and  Orthamidophenol.  By 

T.  Zincke  and  F.  Kuster  (Ber.,  23,  812 — 831 ;  compare  Abstr.,  1888, 
1277,  and  1889,  591)). — The  hexaclilorohydroxypentenecarboxylic acid 
melting  at  110°,  described  in  a  former  paper,  when  heated  at 
120 — 140°,  is  found  to  be  converted  into  an  isomeric  acid  melting  at 
186°,  which  is  very  like  the  original  acid  in  its  chemical  properties. 
When  oxidised,  it  yields  a  ketone  (hexachlorokctopentene)  melting  at 
92°,  isomeric  with  that  (m.  p.  31°)  obtained  from  the  original  acid; 
and  this  ketone,  like  its  isomeride,  is  converted  by  treatment  with 
alkalis  into  an  acid,  but  a  different  one,  of  the  formula  C4Cl5‘COOII. 
The  constitution  of  these  two  isomeric  series  is  discussed  at  consider¬ 
able  length.  The  constitution  of  the  members  of  the  first  series  lias 
been  already  determined,  and  the  authors  think  that  the  members  of 
the  second  series  are  not  merely  geometrical  isomerides  of  the  others, 
or  derived  from  different  hydrocarbons  of  the  formula  C5U6 ;  they 
regard  it  as  more  probable  that  the  isomerism  is  caused  by  a  differ¬ 
ence  in  the  relative  position  of  the  chlorine-atoms  in  the  five-atom 
carbon  ring.  They  consequently  assign  the  following  formula!  to  the 
compounds  mentioned  above  (the  Greek  letters  in  brackets  refer  to 
the  position  of  the  double  bond)  : — 

ITydroxy-acid.  Ketone. 

First  (/»:,)  series  »>C(0H).C00II  CO. 

Melting  at  110°.  Melting  at  31°. 


x  .  CChCCk  f r\ TT \  CC1-CCL  ^ 

Second  (7  :  7)  series  JJq!.ccl>C(0II)'C00H  CChCCl2^ C°' 


Melting  at  1S6°. 


Melting  at  92’ 
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The  constitution  of  the  ft  :  7-series  was  determined  by  the  forma¬ 
tion  of  propylideneacetic  acid  when  the  acid  C4CVCOOH,  derived 
from  the  ft  :  7-ketone,  was  reduced  with  nascent  hydrogen.  This  acid 
was,  therefore,  thought  to  be  a  pentachlorobntenecarboxylic  acid  of 
the  formula  CCUiCCbCCllCCTCOOH ;  but  since  Baeyer  and  Basse 
have  shown  that  a  change  in  the  position  of  double  bonds  takes 
place  in  the  ease  of  hydromuconic  acid,  the  above  evidence  is 
much  weakened,  and  the  authors  propose  to  reinvestigate  the 
subject. 

The  transformation  of  the  ft  :  7-hydroxy-acid  into  the  7  :  7-iso- 
meride  is  complete;  but  the  ft  :  7-ketone  suffers  a  partial  transforma¬ 
tion  only,  and,  indeed,  the  7  : 7-ketone  is.  to  some  extent  converted  by 
heat  into  the  ft  :  7-isomeride.  An  acid,  ChCls'COOH,  can  be  got  only 
with  difficulty  from  the  7  :  7-ketone  ;  it  is  necessary  to  work  at  0°, 
and  not  to  bring  either  the  ketone  or  the  acid  directly  into  solution, 
as  resinous  matters  are  at  once  formed  in  an  alkaline  solution.  The 
acid  is  altogether  very  unstable,  and  no  satisfactory  formula  can  be 
assigned  to  it.  It  is  decomposed  when  gently  heated,  yielding 
carbonic  anhydride  and  a  substance  C4C15H.  When  reduced,  it  yields 
an  acid  approximately  of  the  composition  C^HgCOOH,  but  this  acid 
acts  as  a  strong  reducing  agent,  and  no  conclusions  can  be  drawn  as 
to  its  constitution. 

With  phosphorus  pentachloride,  the  ft  :  7-hydroxy-acid  yielded  a 
phosphate  melting  at  150°.  The  7  :  7-acid  also  yielded  a  phosphate, 
C00H-C5CI6-0-P03H5,2iH,0,  melting  at  170°  when  dried  in  air, 
at  152°  when  dried  in  a  vacuum,  and  volatilising  with  decomposition 
at  215°.  It  also  yields  the  7  :  7-ketone,  the  formation  of  which  is 
attended  by  the  evolution  of  hydrogen  chloride  and  carbon 
monoxide. 

A  third  substance,  melting  at  145°,  was  also  obtained,  but  not  in 
sufficient  quantity  to  allow  of  its  investigation. 

The  two  ketones,  when  heated  with  phosphorus  pentachloride,  both 
gave  the  same  7  :  7-octochloropentene,  C5CIS;  but  a  high  temperature 
was  required,  so  that  molecular  transformation  may  have  taken 
place. 

With  ammonia,  the  ft  :  7-ketone  did  not  give  an  acid  amide,  but  a 
substance  was  formed  smelling  like  a  carbamine,  possibly  of  the 

,  ,  CCliCCl — CO  mi  , 

formula  *  1  •  The  7  :  7-ketone,  however,  gave  the  amide 

L'L'VC-tiU  I'iS  14 

derived  from  the  acid  (CCkiCCbCCKCCbCOOH)  formed  by  the 
action  of  soda  on  the  ft  :  7-ketone.  This  is  remarkable,  for  we  have 
here  the  7  :  7-ketone  transformed  into  a  derivative  of  the  otherwise 
less  stable  ft  :  7-ketone. 

Hexacklorohyd roxijpentev ecarboxyUc  acid  (7  r  7)  is  obtained  by 
heating  the  isomeric  acid  of  melting  point  110°  at  120 — 140°  for 
about  an  hour;  the  yield  is  about  80  per  cent,  of  the  theoretical. 
The  molecular  weight  of  the  new  acid  was  determined  by  Raoult’s 
method,  and  it  was  thus  shown  that  it  is  a  true  isomeride,  and  not  a 
polyuneride,  of  the  original  acid.  It  melts  at  1S6°,  and  resembles  the 
ft  :  7-acid  in  its  chemical  properties.  Its  barium  salt  crystallises 
with  2  mols.  H->0.  The  methyl  salt  melts  at  119°.  With  acetic 

3  e  2 
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chloride,  it  gives  an  acetyl- derivative  melting,  when  dry,  at  130°,  the 
barium  salt  of  which  was  prepared.  When  heated  with  bromine  at  10o°, 
bromopentachloroketopenrene,  C5Cl5BrO,  is  formed ;  the  same  sub¬ 
stance  is  formed  when  the  ft  :  7-hydroxy-acid  is  treated  with  bromine, 
and  we  have  here  another  instance  of  the  conversion  of  a  ft  :  7-  into  a 
7  :  7-derivative.  C.  F.  B. 

Qu  ;noneimides  and  Amidoquinones.  By  F.  Herrmann  ( Ber ., 
23,  897 — 907).' — When  chloroparadihydroxyquinone  [02  :  (OH)2  :  Cl 
=  1  :  4  :  2  :  5  :  3]  is  heated  for  a  short  time  with  aniline  in  alcoholic 
solution,  it  yields  chlorodianilidoquinone,  identical  with  the 
compound  (m.  p.  "260 — 265°)  obtained  in  like  manner  from  meta- 
dichloroquinoue  by  Niemeyer  (Abstr.,  1885,  1065).  The  action 
of  free  aniline  on  chloroparadikydroxyquinone  is,  therefore,  the 
same  as  the  action  of  aniline  on  paradihydroxyquinone  (Kietzki 
and  Schmidt,  Abstr.,  1889,  90S)  ;  in  the  latter  case,  there  is  formed 
Hofmann’s  dianilidoqninone,  which  is,  therefore,  a  paradiani lido- 
compound. 

When  chloroparadihydroxyquinone  is  boiled  with  aniline  in  glacial 
acetic  acid  solution,  it  is  converted  into  a  compound,  C^H^ClbTjCh, 
isomeric  with  the  compound  melting  at  260 — -265°.  This  substance 
crystallises  in  dark-green  needles  with  a  blue  reflex,  melts  at  about 
240°  with  decomposition,  and  is  moderately  easily  soluble  in  boiling 
glacial  acetic  acid  and  benzene,  but  only  sparingly  in  alcohol  and 
ether,  and  insoluble  in  water.  It  dissolves  in  concentrated  sulphuric 
acid  yielding  a  beautiful  green  solution;  on  diluting,  the  colour 
changes  to  blue,  and  on  adding  a  large  quantity  of  water,  the  anilide 
is  precipitated  unchanged.  'It  is  almost  insoluble  in  alkalis,  but  it 
combines  with  them  to  form  salts  which  are  readily  soluble  in  water 
with  partial  decomposition,  but  insoluble  in  dilute  alkalis.  When 
boiled  with  alcoholic  potash,  in  which  it  is  readily  soluble,  it  is  coa¬ 
verted  into  a  potassium  salt,  which  remains,  on  evaporating  the 
alcohol,  in  b"ownish-red  needles  ;  when  this  salt  is  boiled  with  dilute 
potash  until  the  solution  turns  bright-red,  aniline  is  liberated,  and, 
on  acidifying,  a  small  quantity  of  a  dark-green,  crystalline  substance 
is  precipitated.  This  compound  separates  from  ‘boiling  alcohol  in 
small,  bluish  needles,  has  the  composition  Ci3H8C1N03,  and  is  a 
cliloro-derivative  of  a  paranilidoh}  dmxyquinone  or  of  a  paradihydr- 
oxvquinoneanilide  ;  it  is  decomposed  by  boiling  alkalis  into  auiline 
and  ehloropai  adili vdroxyquinoue. 

The  behaviour  and  properties  of  the  compound  obtained  .by  the 
action  of  aniline  on  chloroparadihydroxyquinone  in  glacial  acetic 
acid  solution  show  its  complete  analogy  with  the  anilidohydroxy- 
quinoueanilide and  the  anilidohydro.xytoluquinoneanilide  prepared  by 
Zincke  (Abstr.,  1885,  787). 

Anilidohydrojxyqninoneanilide  is  converged  into  paradihydroxy- 
.quinope  wjien  heated  with  alkalis. 

Zincke’s  dihydroxytolnquiiione  (Abstr.,  1883,  1117)  has  probably 
the  constitution  [02  :,(Oll)3  :  Me  =  1  :  4  :  3  :  6  :  2],  as  it  is  formed 
from  its  anilide  in  a  manner  similar  to  that  in  which  the  para- 
dihydroxybenzoquinoues  at;e  obtained,  and  the  anilides  of  these 
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compounds,  as  well  as  the  quinoncs  themselves,  behave  in  like 
manner. 

When  anilidohydroxyqniuoneanilide  or  anilidohydroxyqninono  is 
boiled  with  dilate  potash  for  several  hours,  paradihydroxyquinoue  is 
formed,  but  only  in  small  quantities,  as  it  is  itself  gradually  decom¬ 
posed  b}T  potash.  Hofmann’s  dianilidoquinone  also  yields  paradi- 
hydroxyquinone  on  boiling  with  alcoholic  sulphuric  acid,  and  chloro- 
dianilidoquinoue  gives  cliloroparadihydroxyquinone  when  treated  in 
like  manner. 

Tetramethyldiamidoqninone  (Mylins,  Abstr.,  1885,  803)  is  best 
prepared  by  treating  ckloroquinoue  with  ditnethyhimine  in  alcoholic 
solution;  when  heated  to  boiling  with  dilute  potash  or ‘hydrochloric 
acid,  it  is  converted  into  paradihydroxyquinoue,  but  when  treated 
with  cold  dilute  hydrochloric  acid,  it  is  converted  into  dimethylamido- 
hydroxyquinone  [0*  :  NM&.  :  OH  =  1  :  4  :  2  :  5]. 

The  above  experiments  show  that  all  the  compounds  formed  by  the 
action  of  bases  on  benzoquiuone  are  converted  into  one  and  the  same 
paradihydroxyquinoue  by  substituting  the  anilido-  or  amido-  by 
hydroxy-groups,  from  which  it  may  be  concluded  that  the  anilido-  or 
amido-groups  themselves  are  in  the  para-position  to  ouc  another. 

It  may  be  stated,  as  a  general  rule,  that  by  the  action  of  amido-' 
compounds  on  quinones  of  the  type  of  benzoquiuone,  at  the  most 
two  hydrogen-atoms  in  the  nucleus  can  be  substituted,  and  these  two 
hydrogen- atoms  are  in  the  para-position  one  to  the  other  ;  the  com¬ 
pounds  formed  are,  therefore,  derivatives  of  paradiamidoquinone, 
and  by  their  decomposition  with  acids  or  alkalis,  paradihydroxy- 
derivatives  of  quiuone  and  its  homologues  are  produced. 

F.  S.  K. 

A  Higher  Homologue  of  Cholesterin.  J3y  F.  Makino-Zuco 
( Gazsetta ,  19,  209 — 212). — The  ethereal  extract  of  the  flowers  of 
Chrysanthemum  cinerariiefulium,  after  repeated  treament  with  aqueous 
and  alcoholic  potash,  leaves  a  substance  which  forms  yellow  crystals 
melting  at  70 — 100°.  After  repeatedly  crystallising  this  from  ether 
placed  in  a  freezing  mixture,  melting  under  alcohol,  and  again  crys¬ 
tallising  from  anhydrous  ether,  a  paraffin  (Ci;H3S  P)  is  obtained  in 
very  thin,  colourless,  nacreous  scales ;  this  melts  at  61°,  dissolves 
freely  in  ether,  benzene,  and  chloroform,  and  moderately  in  hot 
alcohol,  but  is  almost  insoluble  in  cold  alcohol. 

The  portion  which  remains  dissolved  in  the  cold  ether  is  purified 
by  fractional  crystallisation,  until  the  crystals  which  separate  melt 
above  150° ;  the  ethereal  solution  is  then  evaporated,  when  it  leaves 
a  residue,  consisting  of  slender  needles,  of  a  substance  resembling 
cholesterin,  but  containing  small  quantities  of  fats  from  which  it 
cannot  be  freed  by  boiling  with  alcoholic  potash.  The  acetyl- 
derivative ,  C2SH47<OAc,  prepared  by  boiling  the  crude  cholesterin  with 
acetic  anhydride,  crystallises  from  alcohol  and  ether  in  colourless, 
nacreous  scales  which  melt  at  223°. 

The  benzoyl-derivative,  C2kH47,OBz,  obtained  by  heating  the  chole¬ 
sterin  with  benzoic  acid  at  21U — 240°,  crystallises  from  ether  in  small, 
colourless  needles  with  a  silky  lustre  which  melt  with  decomposition 
at  246°. 
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The  pure  cholesterin,  C28H460,  obtained  by  treating  either  of  its 
derivatives  with  alcoholic  potash,  forms  slender,  colourless  needles 
which  melt  at  183°,  and  gives  all  the  reactions  for  cholesterin,  includ¬ 
ing  Hesse’s  reaction  with  sulphuric  acid  and  chloroform.  It  dis¬ 
solves  freely  in  ether,  benzene,  and  chloroform,  and  sparingly  iu  hot 
alcohol,  being  deposited  from  the  latter,  on  cooling,  in  a  flocculent 
condition.  S.  B.  A.  A. 

Properties  of  several  Anilides.  By  A.  Pictet  (Ghem.  Centr., 
1890,  i,  177 — 178  ;  from  Arch.  sci.  phys.  nat.  Geneve ,  22,  508 — 522). 
— By  boiling  the  alcoholic  solution  of  formanilide  with  alcoholic 
potash  and  an  alkyl  iodide  in  a  reflux  apparatus,  the  alkylform- 
anilides  are  obtained.  The  alkylacetanilides  are  obtained  by  warm¬ 
ing  the  alkylformanilides  with  acetic  anhydride.  The  alkylform- 
anilides  may  also  be  saponified,  and  monalkylanilines  obtained. 
The  alkylformanilides  are  colourless,  oily  liquids  at  the  ordinary 
temperature,  vithont  odonr,  but  are  strongly  refractive,  and  have  a 
burning  taste.  When  distilled  under  the  ordinary  atmospheric 
pressure,  they  suffer  decomposition  more  or  less. 

Of  the  alkylacetanilides ,  those  of  methyl,  ethyl,  propyl,  and  iso¬ 
propyl  are  crystal  lisable  substances. 

The  monoalkylanilides  are  liquids — 


Boiling 

Under  pressure 

Sp.  gr.  at  16° 

point. 

in  mm. 

(water  at  4°). 

Methylformanilide . 

253° 

716 

1-097 

Ethylformanilide . 

258 

728 

1-063 

Isopropylformanilide  .... 

261-203° 

720 

— 

Propylformanilide . 

267° 

731 

1-044 

Isobutylformanilide  .... 

274 

731 

— 

Isoamylformanilide . 

285-280° 

728 

1-044 

Melting 

Boiling 

Under 

point. 

point. 

pressure. 

Methylacetanilide  . 

101° 

253° 

712 

Ethylacetanilide . 

54 

258 

731 

Isopropylacetanilide  .... 

38 

262 

728 

Propylacetanilide . 

47-48° 

266 

716 

Isobutylacetauilide . 

liquid 

272-273° 

712 

Isoamylacetanilide  ...... 

liquid 

287° 

730 

Boiling 

Under  pressure 

Sp.  gr.at  18° 

point. 

in  mm. 

(water  at  4°). 

Methylaniline . 

191-0° 

712 

0-976 

Ethylaniline . 

203-5 

712 

0-954 

lsopropylaniline  . . 

207-0 

731 

— 

Propvlaniline . 

219-5 

716 

0-949 

Isobutylaniline . 

229-230° 

716 

0  940 

Isoamylaniline . 

252-5° 

730 

0-928 

It  is  interesting  to  notice  that  the  boiling  points  of  the  alkylacet- 
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anilides  are  exactly  the  same  as  those  of  the  alkylformanilidcs,  with 
which  they  correspond. 

The  following  crystallographic  determinations  were  also  made  : — 
Acetanilide,  rhombic,  U'84S1  :  2  :  2  007 ;  methylacetanilide,  rhombic, 
‘A 530  :  1  :  2149;  ethylacetanilidc,  mouocliiiic,  1'32641 : 1  :  a*, /3l0l°56'  ; 
phenylacetanilide,  rhombic,  1‘277  :  1  :  27917.  J.  W.  L. 

Syntheses  by  means  of  Phenyl  Cyanate.  By  R.  Lkuckart 
(J.  pr.  Ghent.  [2],  41,  301 — 329;  compare  Abstr.,  1885,  773,  1224). — - 
The  preparation  of  anilides  by  the  action  of  phenyl  cyanate  on  hydro¬ 
carbons  or  alkyl  phenyl  ethers  in  the  presence  of  aluminium  chloride 
is  best  conducted  as  follows  : — Phenyl  cyanate  (1  part)  is  mixed  with 
the  well-dried  hydrocarbon  or  phenyl  ether  (10  parts),  and  aluminium 
chloride  gradually  added ;  when  the  mixture  ceases  to  become  hotter, 
it  is  heated  on  the  water-bath  until  the  smell  of  the  cyanate  disap¬ 
pears  and  hydrogen  chloride  begins  to  be  evolved  ;  at  this  point  it  is 
poured  into  water  and  the  benzene  solution  separated  and  evaporated; 
the  residue  is  extracted  with  boiling  alcohol,  the  solution  filtered  and 
precipitated  with  water;  the  precipitate  is  warmed  with  an  alkali, 
filtered,  washed  with  water,  dried,  and  distilled.  The  anilide  which 
thus  distils  over  is  recrystallised  from  alcohol. 

Paratoluanilide,  from  phenyl  cyanate  and  toluene,  crystallises  in 
lustrous  needles  melting  at  145°  (compare  Fischli,  Abstr.,  1879,  638, 
and  Bruckner,  Abstr.,  1881,  95). 

Xylylanilide,  from  phenyl  cyanate  and  metaxylene,  crystallises  in 
needles  melting  at  141°  (compare  Ador  and  Meier,  Abstr.,  1SS0, 

lsoxylylamlide,  from  phenyl  cyanate  and  paraxylene,  crystallises  in 
colourless  needles  melting  at  140°. 

fi-Isodurylanilide,  C6H2Me3-CO-NHPh,  from  phenyl  cyanate  and 
mesitylene,  forms  colourless  needles  melting  at  165°,  freely  soluble  in 
ether  and  hot  alcohol. 

D urylanilide,  from  phenyl  cyanate  and  pseudocumene,  crystallises 
in  colourless  needles  melting  at  17S°. 

Paradiphenylcarhoxyla  nilide,  GYlljPh'CO'NHPh,  from  phenyl  cyan¬ 
ate  aud  diphenyl,  forms  colourless  needles  melting  at  212°. 

«-(?)- Kaph thauilide,  CioIR'CCbNHPh,  from  phenyl  cyanate  and 
naphthalene,  crystallises  in  coloui’less  needles  melting  at  161°,  and  is 
probably  identical  with  Hofmann’s  so-called  a-naphthanilide  (m.  p. 
16(F),  hut  the  acid  obtained  from  it  by  fusion  with  potash  melts  at 
14(J°,  and  is,  therefore,  not  «-naphthoic  acid  (m.  p.  160c). 

Paratolylparatoluidide,  CYHjile-CO-N  H-C6H4Me,  obtained  in  like 
manner  from  paratolyl  cyanate  and  toluene,  crystallises  in  colourless 
needles  melting  at  158 — 159°. 

The  alkyl  ethers  of  the  phenols  are  conveniently  prepared  by  dis¬ 
solving  the  corresponding  amine  in  alcohol,  saturating  with  hydro¬ 
gen  chloride,  and  passing  in  the  vapour  of  the  alkyl  nitrite  ;  after  all 
the  nitrogen  has  been  evolved  the  solution  is  evaporated,  the  residue 
washed  with  soda,  dried,  and  distilled. 

The  aetion  of  phenyl  cyanate  on  anisoi’l,  phenctoil,  and  the 
naphthyl  methyl  ethers  has  been  described  already  (Abstr.,  1S35,  1224). 
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Aletamethi/lparamethoxybenzanilide,  MeO-C6HsMe-CO'NHPh,  pre¬ 
pared  from  phenyl  cyanate  and  methyl  orthocresyl  ether, forms  slender, 
lustrous,  white  needles  melting  at  147°  ;  when  fused  with  potash,  it 
yields  aniline  and  metamethylparamethoxybenzoic  acid  (m.  p.  192°  ; 
Scliall,  Abstr.,  1879,  792). 

Metamethylorthomethoxybenzanilide,  from  methyl  paracresyl  ether 
and  phenyl  cyanate,  crystallises  in  long,  white,  lustrous  needles,  melts 
at  96°,  and  is  soluble  in  alcohol. 

MethylprnpylmethoxybenzaniUde,  MeO'C6H  oMePi"  CONHPh,  from 
phenyl  C3’unate  and  method  tliymyl  ether,  crystallises  in  lustrous, 
long,  white  tables  melting  at  160°.  When  heated  at  120 — 130°  with 
strong  hydrochloric  acid,  it  yields  methylprupyhnethoxybenzoic  acid, 
which  crystallises  in  long,  slender,  lustrous  needles  melting  at  140°; 
the  constitution  of  this  acid  is  uncertain,  but  it  is  probably  identical 
with  the  acid  obtained  by  Kobek  by  the  methylation  of  para- 
tliymotic  acid  (Abstr.,  1884,  50). 

The  action  of  phenyl  cyanate  on  phenol  has  been  studied  by 
Hofmann  (this  Journal,  1871,  392). 

Orthotolyl  phenylcarbamate,  HHPlrCOO‘C6H4l\le,  from  phenyl  cyan¬ 
ate  and  orthocresol,  crystallises  in  long,  slender,  lustrous  needles 
melting  at  145°  and  soluble  in  hot  alcohol. 

Paratolyl  phevylcarbamate  forms  lustrous,  white  leaflets,  melts  at 
114J,  and  is  soluble  in  hot  alcohol. 

Tliymyl  phenylcarbamate,  NHPlrCOO'CgHgMePr,  from  phenyl 
cyanate  and  thymol,  forms  lustrous,  white  needles  melting  at  104°. 

The  action  of  phenyl  cyanate  on  x-  and  /i-naphthol  has  been 
described  before  (Abstr.,  1885,  1224)  ;  the  melting  point  of  /3-naph- 
thyl  phenylcarbamate  is  155 — ISOh  not  230°. 

Metanitmdiphenylcarbamide ,  XHPlrCO'HH'CsHyHOj,  from  phenyl 
cyanate  and  metanitraniline,  melts  at  198' 5°.  Paranitrodiphenyl- 
carbamide  melts  at  212°.  Metamidodiphcnylcarbamide  crystallises  in 
small,  grey  needles  melting  at  1<W5°;  it  has  been  obtained  by  Lell- 
mann  and  Wiirthner  ( Annalen ,  228,  222;  compare  Abstr.,  1885, 
977). 

Phenylmetanitroparatolyl  carbamide,,  NHPh-CO’HH'CaHgMe'NO-., 
from  phenyl  cyanate  and  metanitroparatoluidine,  crystallises  in  small, 
lemon-yellow  needles  melting  with  decomposition  at  194°. 

Phenylorthamidotolylcarbamide,  from  phenyl  cyanate  and  ortlio- 
tolylenediamine,  crystallises  in  colourless  needles  melting  at  197 — 
198°  ;  its  hydrochloride,  platinochloride,  and  sulphate  are  described. 
When  the  hydrochloride  is  heated  at  100°,  it  is  decomposed  into  ani- 

NH 

line  and  tolylenecarbamide,  CsHaMe^^^^CO,  which  forms  slender 

needles,  melts  above  300”,  and  sublimes,  undecomposed,  in  colourless 
leaflets.  When  the  hydrochloride  in  aqueous  solution  is  treated  with 
potassium  nitrite,  azimidotolylphenylcarbumide,  CsHsJMe'N^OONHPh, 
is  obtained;  it  forms  colourless  crystals  melting  at  159 — 160°;  when 
it  is  treated  with  aqueous  soda  or  potash,  it  is  decomposed  into 
phenyl  cyanate  and  azimidotoluene  (m.  p.  85°),  identical  with  Laden- 
burg’s  amidazotoluylene  (m.  p.  83°;  this  Journal,  1876,  933). 

Diphenyltolylenedicarbamide ,  C6H3iIe(XPliH'CO,HH)2,  is  also  ob- 
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tained  when  phenyl  eyanate  acts  on  orthotolylenediamine — especially 
if  the  temperature  is  high;  it  is  left  undissolved  by  alcohol,  and  crys¬ 
tallises  from  glacial  acetic  acid  in  small,  sparingly  soluble  needles 
melting  at  208 — 200°. 

Oiihohyd  ro.vyd  iphcny  i  carbarn  id<\  XTTPlrCO’XH’OgHgOH,  is  the 
product  of  t lie  action  of  phenyl  eyanate  on  orthamidophenol  in 
ether;  it  forms  crystals  which  melt  at  165 — 106  ,  and  are  freely 
soluble;  its  ethyl-derivative  melts  at  109 — 170°.  When  orthobydroxy- 
diphcn  vlcarbninide  is  heated  above  its  melting  point,  it  is  decomposed 
into  aniline  and  oxyearbamidophenol  (m.  p.  141—142°;  compare 
Kalckhoff,  Abstr.,  1883,  1110,  who  gives  m.  p.  137°). 

Acetybrthamidophenyl  phenyh-arbamat e,  XHPlrCO'OCgl lyNHAc, 
obtained  by  heating  acetylorthamidophenol  with  phenyl  eyanate  in 
toluene,  forms  long,  ]>alc-red,  stellate  needles  melting  at  102°. 

P  h  that  an  il phenyl  phenylcarbamate,  XHPlrCOO'CgHilN 
is  obtained  when  phenyl  acetate  is  heated  with  hydroxyphthalanil, 
HO-CcH,N<^QQi>C6H4  (obtained  by  the  action  of  phtlmlic  anhydride 

on  orthamidophenol)  ;  it  crystallises  in  beautiful,  colourless  needles 
melting  at  160 — 165°.  A.  G.  B. 


Trinitrazoxybenzenes  and  Trinitrazobenzenes.  By  H. 

Klinger  and  J.  Zuuedeeg  (Annalen,  255,  310 — 338). — Schmidt 
( Zeit .  f.  Chem. .,  1S69,  421)  has  described  a  trinitrazoxybenzenc 
(m.  p.  152')  which  he  obtained  by  treating  azoxybenzene  with  a  mix¬ 
ture  of  sulphuric  and  nitric  acid;  according  to  Petriew  (ibid.,  (870, 
265)  this  same  azoxy-compound  is  formed,  together  with  a  trinitro- 
azobenzene,  by  heating  azobenzene  with  concentrated  nitric  acid. 

The  authors’  experiments  show  that  Schmidt’s  azoxy-compound  is 
a  mixture  of  various  substances;  when  azoxybenzene  (20  grams)  is 
treated  with  a  well-cooled  mixture  of  nitric  acid  of  sp.  gr.  1‘5  (200 
grams)  and  sulphuric  acid  of  sp.  gr.  1'8  (100  grams),  and  the  solu¬ 
tion  kept  for  24  hours,  crystals  are  deposited.  The  more  readily 
soluble  crystals  consist  of  various  substances,  melting  below  14' 
which  could  not  be  isolated ;  the  more  sparingly  soluble  crystals 
consist  of  a  mixture  of  ortho-  and  meta-trinitrazoxybenzene  which 
can  be  separated  by  repeated  recrystallisation  from  benzene  or 
acetone  ;  the  most  sparingly  soluble  crystals  melt  at  207 — 2uS°,  and 
are  only  formed  in  very  small  quantities. 

6  1 

Orthutrinitrazorybenzene,  XOyCfiHpXaO'CGHsfNOa^  [(XO>)?  = 
3  :  4  or  2  :  4],  crystallises  from  acetone  in  well-defined,  almost  colour¬ 
less  asymmetric  prisms  or  plates,  a  :  b  :  c  =  0‘7t)919  :  1  :  1*13901,  and 
melts  at  187 — 188°  ;  it  is  very  sparingly  soluble  in  ether,  alcohol,  and 
light  petroleum,  but  rather  more  readily  in  hot  chloroform,  glacial 
acetic  acid,  acetone,  nitrobenzene,  and  hot  nitric  acid.  It  is  not  acted 
on  by  dilute  acids  or  dilute  alkalis,  but  it  dissolves  in  concentrated 
sulphuric  acid  yielding  a  yellowish  solution  from  which,  on  cooling,  it. 
crystallises  unchanged.  On  complete  reduction  with  tin  and  hydro¬ 
chloric  acid  in  alcoholic  solution,  it  yields  a  mixture  of  bases  which 
probably  consists  of  triamido-  and  orthodiamido-betizcne. 
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Metatrinitrazoxybenzene ,  N0/C6Hi'N20‘C6H3(N0.,)2  [(N02)2  = 

2  :  4],  crystallises  from  benzene  in  lemon-yellow,  asymmetrical  prisms, 
a  :  h  :  c  —  0  71085  :  1  :  0*71 096,  and  melts  at  175 — 176°;  its  be¬ 
haviour  with  solvents  is  very  like  that  of  the  ortho-compound,  and  it 
dissolves  in  concentrated  sulphuric  acid,  yielding  a  yellowish  solu- 
tic  n. 

Urthotrinitrazohenzene,  N02-C6HgN3*C6H3(N02)2,  separates  on  cooling 
when  orthotrinitrazoxybenzene  (5’5  grams)  is  dissolved  in  glacial 
acetic  acid  and  treated  with  a  solution  of  tin  (6  grams)  in  hydro¬ 
chloric  acid  ;  it  can  also  be  prepared  by  reducing  the  azoxy-coinpound 
with  alcoholic  ammonium  sulphide.  It  crystallises  from  glacial  acetic 
acid,  benzene,  acetone,  alcohol,  chloroform,  and  nitric  acid  in  long, 
vellow  needles,  melts  at  220°,  and  is  much  more  readily  soluble  than 
the  azoxy-compound.  It  is  not  changed  on  prolonged  boiling  with 
fuming  nitric  acid  or  with  a  mixture  of  chromic  acid  and  nitric  acid. 
The  mother-liquors  obtained  in  the  preparation  of  the  trinitrazo- 
compound  contain  orthonitraniline  and  a  red  substance  which  could 
not  be  obtained  in  a  crystalline  condition. 

Metatrinitrazobenzene,  K02’C6H1-N2-C6Il3(N02)2,  is  obtained  when 
metanitrazoxybenzene  (11  grams)  is  dissolved  in  boiling  glacial  acetic 
acid  and  treated  with  a  solution  of  tin  (8  grams)  in  concentrated 
hydrochloric  acid ;  on  cooling,  the  product  separates  in  red  plates  or 
needles.  It  separates  from  benzene  in  crystals,  melts  at  172 — 173°, 
and  resembles  the  corresponding  ortho-compound  in  its  behaviour 
with  solvents;  when  boiled  for  several  hours  with  a  mixture  of 
chromic  acid  and  fuming  nitric  acid,  it  is  reconverted  into  the  azoxy- 
compouud  (m.  p.  175 — 176°).  The  mother-liquors  from  the  trinitrazo- 
compound  contain  metanitraniline  (in.  p.  114°)  and  a  red  substance 
which  could  not  be  obtained  in  crystals. 

The  ortho-  and  meta-trinitrazoxybenzene,  described  above,  are  both 
formed  when  (1)  azobenzene,  (2)  orthonitrazoxybenzene,  (3)  para- 
nitrazoxybenzene,  (4)  paranitrazobenzene  (m  p.  166 — 167°),  and  (5) 
dimetadinitrazobenzene  are  treated  with  nitric  acid  nnder  suitable 
conditions.  Janovsky  and  Erb  (Abstr.,  1885,  894)  have  stated  that 
by  the  nitration  of  paranitrazobenzene  there  is  formed  a  trinitrazo- 
benzene  which  can  also  be  prepared  from  azobenzene  and  from  para- 
dinitrazobenzene  in  like  manner.  The  authors  criticise  Jauovsky’s 
results,  and  point  out  that  his  own  statements  in  different  journals 
are  self-contradictory  ;  the  trinitrazo benzenes  described  by  JanovskyT 
are  evidently  mixtures  of  various  compounds.  E.  S.  K, 

Resorcinol  and  Orcinol  Colouring  Matters.  By  R.  Nietzki 
and  H.  Maecklee  ( Her .,  23,  71 S — 720). — In  continuation  of  their 
researches  on  the  colouring  matters  derived  from  resorcinol  (this 
vol.,  p.  156),  the  authors  have  re-examined  the  compounds  obtained 
from  the  etlicrs  of  resorcinol  and  from  orcinol  (Abstr.,  1881,  726  ; 
Her.,  17,  440).  Weselsky  and  Benedikt  obtained  two  compounds 
by  the  action  of  nitric  acid  containing  nitrous  acid  on  resorcinol 
monoethyl  ether,  to  the  first  of  which  they  gave  the  formula  CuH,tNO:1. 
The  authors  have  been  able  to  confirm  this  formula,  and  find  that  the 
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snbstance  is  identical  with  the  ethyl  ether  of  resorufin  previously 
obtained  by  them  (Inc.  cit.).  They  have,  however,  been  unable  to 
confirm  the  statement  that  this  compound  is  also  obtained  from  resor¬ 
cinol  dietbvl  ether.  They  have  also  been  unable  to  obtain  the  second 
compound  mentioned  by  Wesclsky  and  Benedikt,  but  do  not  doubt  its 
existence,  as  the  description  given  by  them  cori-esponds  very  closely 
with  that  of  resazurin  ethyl  ether. 

The  “  diazoresorcinol  diethyl  ether”  obtained  by  Wes  el  sky  and 
Benedikt  by  the  action  of  alcoholic  hydrogen  chloride  on  resazurin 
is  probably  a  crude  resorufin  ethyl  ether  containing  chlorinated 
impurities. 

The  colouring  matter  from  orcinol  was  prepared  according  to 
Weselsky’s  directions  (Bar.,  17,  440).  and  the  analysis  of  the  sub¬ 
stance  itself  and  its  sodium  salt  confirmed  the  formula  UijHuNOj  given 
by  Wesclsky  and  by  Kramer  (Abstr.,  1884,  1341).  This  formula 
corresponds  with  that  of  resorufin,  and  not  with  that  of  resazurin, 
and,  as  the  colour  characteristics  of  its  alkaline  solution  cannot  be 
distinguished  from  those  of  the  former,  it  must  be  the  next  higher 
homologue  of  that  substance,  and  the  authors,  therefore,  propose  for 
it  the  name  ordrufin.  With  bromine,  it  yields  a  blue  colouring  matter 
similar  to  that  given  by  resorufin,  and  gives  an  acetyl- derivative, 
Ci4H|0KOaAc,  crystallising  in  orange-needles  which  melt  at  204°. 
Its  silver  salt  is  a  dark-grey  precipitate,  which  yields  orcirujin  vton- 
ethyl  ether,  CnHmNO/CoHs,  on  warming  with  ethyl  iodide  and  alcohol. 
This  crystallises  from  alcohol  in  slender,  yellowish  needles  melting 
at  269°/ 

The  colouring  matter  obtained  by'  Liebermann  (Abstr.,  1875,  107) 
by'  the  action  of  sulphuric  acid  containing  nitrous  acid  on  orcinol,  and 
further  examined  by  Kramer  (Abstr.,  1884,  1340),  consists  ol‘  impure 
orcirufin.  This  may  also  be  obtained  by  warming  nitroso-orcinol  with 
orcinol  in  sulphuric  acid  solution. 

Nitroso-orcinol  was  obtained  by  Kramer  by'  evaporating  orcinol 
with  an  equivalent  quantity' of  sodium  hydroxide,  mixing  the  product 
with  amyl  nitrite  and  sand,  and  heating  the  whole  on  the  water-bath. 
It  is,  however,  obtained  in  a  much  purer  condition  and  in  larger 
quantity  by  cooling  the  mixture  with  ice.  It  crystallises  from  alcohol 
in  y'ellow  needles  which  melt  with  a  slight  explosion  at  157r. 

Action  of  quinonedichlorimide  on  resorcinol  and  orcinol. — In  the 
previous  communication,  the  authors  showed  that  quinonechlorimide 
reacts  with  resorcinol  forming  resorufin.  They  have  now  investigated 
the  action  of  quinonedichlorimide  on  both  resorcinol  and  orcinol,  but 
as  the  y'ield  obtained  from  the  latter  is  much  larger,  that  reaction 
alone  has  as  yet  been  closely  studied. 

In  carrying  out  this  synthesis,  an  alcoholic  solution  of  orcinol  is 
gradually'  added  to  a  similar  solution  of  an  equimolecular  proportion 
of  quinone  dichlorimide,  the  mixture  heated  for  several  hours  on 
the  water-bath,  after  which  water  and  a  slight  excess  of  ammonia  is 
added  to  the  carmine-red  solution.  The  brownish-violet  precipitate 
is  taken  up  with  alcohol  containing  hy'drogen  chloride,  ami  dilute 
sulphuric  acid  added.  On  cooling,  the  sulphate  separates  as  a  crys¬ 
talline  precipitate  which  is  insoluble  iu  water,  but  mayr  be  recry  s- 
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tallised  from  dilute  hydrochloric  acid,  and  is  thus  obtained  in  beau¬ 
tiful  needles  with1  a  brown  surface  lustre.  The  hydrochloride  is  also 
insoluble  in  water,-  but  soluble  in  dilute  acid,  which  is  probably  due 
to  the  fact  that  the  salts  are  decomposed  by  water.  Neither  of  the 
salts  mentioned  contains  a  constant  quantity  of  sulphuric  or  hydro¬ 
chloric  acid.  The  free  base,  obtained  by  the  action  of  ammonia  on 
a  hot  solution  of  the  sulphate  or  hydrochloride,  forms  small,  brown 
needles  with  a  green,  metallic  lustre,-  and  has  the  composition 
Ci3H|oN203.  The  solutions  of  its  salts  have  a  colour  and  fluorescence 
which  can  hardly  be  distinguished  from  that  of  an  alkaline  solution 
of  resorufin  or  orcirufin.  In  alcoholic  solution,  the  orange  fluorescence 
is  very  notable.  Concentrated  sulphuric  acid  dissolves  the  substance 
with  a  blue  colour  which  passes  into  red  on  the  addition  of  water  ;  it 
dyes  silk  the  colour  of  the  base,  but  the  fibres  show  no  fluorescence. 

From  its  mode  of  formation  two  formulae  are  possible  for  this 
colouring  matter,  namely:— 


o-  ,/NoH  KH. 

or 


NH 


OH 


=N  — 


\/ 

Me 


\/ 


— Nz: 


\/ 

Me 


The  decided  basic  properties  of  the  compound,  its  total  insolubility 
in  alcohol,  and  the  fact  that  it  yields  only  a  monacetyl-derivative,  all 
poiut  to  the  latter  formula  as  more  probable.  The  monacetyl  com¬ 
pound,  Ci3H9N20jAc,  is  prepared  by  warming  the  base  with  acetic 
anhydride  and  sodium  acetate,  and  forms  stellate  groups  of  small, 
brown  needles ;  it  has  neither  acid  nor  basic  properties,  which  also 
agrees  with  the  second  formula.  Still  further  confirmation  of  the 
latter  is  afforded  by  the  fact  that  the  base  maybe  diazotised,  and  then 
condenses  with  naphtholsulphonic  acids  to  azo-colours. 

The  colouring  matter  obtained  in  the  same  maimer  from  resorcinol 
shows  just  the  same  colour  and  fluorescence,  and  yields  salts  showing 
the  same  properties  as  those  obtained  from  orcinol ;  it  must,  therefore, 
be  the  simplest  member  of  this  class  of  colouring  matters.  For  these 
two  members  the  authors  propose  the  names  resoru famine  and 
orciruj'amine.  H.  Gr.  C. 


Indulines.  By  0:  Fischer  and  E.  Hepp  (Ber.,  23,  83S — 8 41) - — 
Two  compounds  are  formed  when  a  mixture  of  amidoazobenzene 
(160  grams),  aniline  (400  grams),  and  aniline  hydrochloride 
(320  grams)  is  heated  to  about  130°,  and  then  for  about  ten  minutes 
at  160J;  the  melt  is  treated  with  the  theoretical  quantity  of  sodium 
carbonate,  the  aniline  distilled  with  steam,  the  residue  boiled  with 
30  per  cent,  acetic  acid  (1*5  litres),  and  the  filtered  solution  allowed  to 
cool  slowly.  After  a  lapse  of  several  days,  the  acetate  of  an  induline 
of  the  composition  Co4H18N4  separates  from  the  solution  as  a  bronze- 
coloured,  crystalline  precipitate  and,  on  adding  concentrated  hydro¬ 
chloric  acid  to  the  mother-liquors,  the  hydrochloride  of  an  induline  of 
the  composition  Ci8Hi3N3  and  the  induline  C21H18N4  are  precipitated 
together  in  a  blue,  amorphous  condition.  The  free  bases  can  be 
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separated  by  crystallisation  from  hot  benzene,  in  which  the  compound 
of  higher  molecular  weight  is  the  more  sparingly  soluble. 

The  new  indnline,  C i8II crystallises  from  benzene  in  Green 
needles,  melts  at  lo5°.  and  is  soluble  in  ether,  benzene,  and  alcohol, 
yielding  magenta -coloured  solutions;  its  solution  in  acetic  acid  is 
reddish-violet,  and  that  in  concentrated  sulphuric  acid  bluish-violet. 
T2ie  hydrochloride,  C)SH13^3,HC1,  the  sulphate,  and  the  nitrate, 
C,*H,sN3,HN03,  are  readily  soluble  in  warm  water,  and  impart  to 
fibres  a  bluish-violet  colour.  When  the  base  is  heated  with  concen¬ 
trated  hydrochloric  acid  at  150'’,  it  is  decomposed  with  liberation  of 
ammonia,  yielding  a  new  dye  which  has  probably  the  composition 
C^HuNjO  ;  this  compound  has  a  brownish-red  fluorescence,  and  its 
solutions  are  of  a  redder  shade  than  those  of  the  indulinc. 

The  induline  CiSH13N3  has  probably  the  constitution 

2 

N  H  :c,h3<  C6H4 ; 

3 

if  it  can  be  proved  to  be  related  to  phenaziue,  the  constitution  of  the 
indulines  is  practically  settled,  as  all  other  indulines  of  the  benzene 
series  are  derived  from  phenazine  by  the  entrance  of  anilido-,  phenyb, 
or  NH2-C6H4*N~  groups. 

Paraphenylenediamine  reacts  very  readilv  with  all  indulines  ;  it  is 
formed  in  all  amidoazobenzene  melts  in  considerable  quantities,  but 
disappears  again  on  further  heating,  so  that  it  evidently  takes  part  in 
the  formation  of  the  blue  indulines.  When  paraphenylenediamine  is 
added  to  the  melt,  the  induline  formation  takes  place  at  a  lower 
temperature,  and  the  melt  becomes  blue  more  quickly. 

Indulines  are  readily  formed  when  azophenine,  anilidoquinoneanilide, 
anilidoraphthaquinoneanil,  benzeneazo-*-naphthylamine,  itc.,  are 
heated  with  paraphenylenediamine  in  alcoholic  solution  at  150 — 170° 
in  presence  of  paraphenylenediamine  hydrochloride. 

The  hydrochloride  of  a  base  C2f,H20.N4  is  formed  when  phenylros- 
induhne  is  heated  for  several  hours  with  paraphenylenediamine 
(2  parts)  and  its  hydrochloride  (H  parts)  in  alcoholic  solution  at 
160°.  This  salt  crystallises  in  bronze-coloured  plates,  is  readily 
soluble  in  alcohol,  and  dissolves  in  warm  water  yielding  a  reddish- 
violet  solution.  The  free  base  crystallises  from  hot  alcohol  in  dark, 
bronze-coloured  needles,  melts  at  247°,  and  dissolves  in  alcohol  with 
a  dirty  violet  coloration  ;  it  is  an  amidophenylrosindnline  of  the  eon- 
5  .  ]ST _ 

stitution  NH2  C6HyN!C6H^-^p^  >C10H6,  as,  when  heated  with  con- 

3 

centrated  hydrochloric  acid  (10  parts)  and  a  little  glacial  acetic  acid 
at  180°,  it  is  decomposed  into  paraphenylenediamine  and  rosindon 
(m.  p.  259°). 

These  experiments  show  that  the  anil-group  in  phenylrosindulinc  is 
replaced  by  the  atomic  complex,  NHVChHp^IZI  ;  paraphenylenedi- 
amine  has  very  probably  an  analogous  action  on  the  benzene  indulines, 
and  by  the  entrance  of  the  NH2*C6tl.i’I7—  group  into  the  molecule, 
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the  shade  becomes  more  decidedly  blue,  and  the  molecule  more 
basic. 

A  complete  account  of  these  experiments  will  shortly  be  published 
in  the  A nnalen .  E.  S.  K. 

Benzylphosphines  and  their  Derivatives.  Bv  E.  A.  Letts  and 
R.  F.  Blake  (Trans.  Roy.  Soc.  Edin.,  35,  527 — G28 ;  compare  also 
this  vol.,  p.  402).  The  authors  prepared  monobenzylphosphine  by 
Hofmann’s  method  (heating  4  grams  of  zinc  oxide,  10  grams  of  phos- 
phonium  iodide,  and  12  grams  of  benzyl  chloride  in  a  sealed  tube  for 
six  hours),  but  found  that  better  results  were  obtained  at  120°  than 
at  100°.  lu  the  treatment  of  the  products,  precautions  were  taken  to 
exclude  the  air.  It  was  found  impossible  to  satisfactorily  purify  the 
monobenzylphosphine  by  fractional  distillation,  but  this  was  effected 
by  its  conversion  into  the  hydriodide.  When  pure,  it  is  a  highly 
refractive  liquid  which  fumes  strongly  when  exposed  to  the  air, 
becoming  very  hot  and  often  inflaming  spontaneously.  Iis  hydro¬ 
bromide  is  obtained  by  saturating  a  benzene  solution  of  the  base  with 
hydrobromic  acid,  or  by  dissolving  the  phosphine  in  the  fuming  acid, 
and  crystallises  in  scales  insoluble  in  benzene.  This  salt  is  very 
deliquescent,  and  decomposes  rapidly  in  contact  with  water,  instantly 
with  potash.  The  hydrochloride  forms  colourless  scales,  the  platino- 
chloride  a  bulky,  yellow  precipitate.  When  slowly  oxidised  by  ex¬ 
posure  to  a  limited  quantity  of  air,  the  phosphine  yields  benzi/lphos- 
phinous ,  ben  zylphosphinic,  and  phosphoric  acids,  the  first-named  in  by 
far  the  largest  proportion.  Benzylphospliinous  acid  is  a  syrupy 
liquid  which  refuses  to  crystallise.  It  is  fairly  soluble  in  water,  but 
separates  from  a  strong  solntion  in  oily  drops.  It  is  easily  soluble  in 
alcohol  and  ether.  Most  of  its  salts  are  easily  soluble.  The  barium 
salt ,  (C7H;*PH CL);Ba  +  4H.O,  forms  a  granular,  crystalline  mass:  the 
calcium ,  with  iH20,  magnesium ,  with  5H20,  zinc ,  and  lead ,  with 
•salts  are  all  colourless  and  crystalline;  the  cadmium  salt  is  flocculent 
and  white.  When  heated,  benzylphospliinous  acid  is  decomposed 
into  monobenzylphosphine  and  benzylphospliinic  acid,  probably  ac¬ 
cording  to  the  equation  3C7H,*PH302  =  2C7H7-PH203  +  C7H7-PH3. 
Bromine  acts  on  beuzylphosphinons  acid,  but  the  reaction  seems  to  be 
very  complicated. 

Mouobenzylpliosphinic  acid,  GjHpHaPCR  is  best  obtained  by  the 
action  of  benzyl  alcohol  on  a  mixture  of  phosphorus  and  phosphorus 
iodide.  It  is  a  colourless,  crystalline  bibasic  acid  melting  at 
109 — 169'5°  (corr.),  and  soluble  in  water  and  alcohol.  Its  salts  mostly 
crystallise  l'eadily.  The  barium  salt ,  C7H7*BaP03  +  2H20,  crystallises 
in  thin  plates  much  less  soluble  in  hot  than  cold  water:  100  c.c. 
water  at  9'7°  dissolve  l'S07  grams  at  100°,  0‘4305  gram  of  the 
hydrated  salt.  The  hydrogen  barium  salt  (CvHrPHChLBa  +  3H30, 
is  crystalline  and  very  soluble.  The  normal  calcium,  lead,  and  mag¬ 
nesium  salts  are  all  crystalline,  and  contain  1  mol.  H30,  which  they 
only  lose  at  200°.  The  cadmium  and  zinc  salts  contain  1  mol.  H30, 
which  they  lose  at  110°.  The  sodium,  potassium,  and  ammonium  salts 
are  crystalline  and  very  soluble ;  the  silver  salt  forms  an  unstable, 
white  precipitate.  When  moderately'  heated  (at  200 — 230°),  the 
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acid  forms  a  pyro-acid  (0rII7)3H.d>..03,  yielding  a  barium  salt  crystal¬ 
lising  in  long  needles.  When  healed  rapidly,  the  normal  acid  decom¬ 
poses,  yielding  metaphosphorie  acid  and  probably  toluene.  When 
hunted  with  phosphorous  acid,  benzylphospliinic  acid  gives  off 
hydrogen  phosphide  and  monobenzylphosphine,  the  reaction  appearing 
to  take  place  principally  according  to  the  equation  3H3P03  + 
C,H,-H2P03  =  oH:iPOj  +  CiH,*PH2. 

When  sulphur  is  warmed  with  monobenzylphosphine,  hydrogen 
sulphide  is  evolved,  and  pyrobenzyUkiophosphinic  acid,  (C7H7),H2Pj,S6, 
is  formed,  which  is  a  viscous  mass,  and  when  boiled  with  water,  yields 
the  thiophosphinie  acid,  C7H1,PS(01I)3,  the  latter  forming  a  crystal¬ 
line  barium  salt.  A  crystalline  salt,  (C7H7),P2S302Ba  +  21I20,  was 
also  obtained.  Bromine  acts  with  explosive  violence  on  benzylphos- 
phine,  but  if  the  action  is  moderated,  monobenzylphosphine  hydro¬ 
bromide  is  formed.  By  the  action  of  carbon  bisulphide  on  the 
phosphine,  two  crystalline  compounds  were  obtained,  but  their  formula} 
have  not  been  established.  Sulphuric  acid  appears  to  form  with  the 
phosphine  an  unstable  crystalline  sulphate,  but  this  substance  could 
not  be  obtained  pure.  When  a  mixture  of  the  phosphine  and  elilor- 
acetic  acid  is  heated  in  sealed  tubes  at  1*20°,  acetic  chloride  and 
benzylphospliinic  acid  are  formed.  Bromacetic  acid  and  ethyl  ehloro- 
carbonate  both  act  very  violently  ou  the  phosphine,  but  the  products 
have  not  vet  been  isolated. 

The  produetsof  Hofmann’s  scaled  tube  reaction  undoubtedly  contain 
besides  mono- benzyl  phosphine,  di-  and  Iribeuzylphosphines  and  tetra- 
benzylphosphonium  iodide.  Although  they  have  not  been  able  to  obtain 
dibeuzylphoxph in e  in  an  absolutely  pure  state,  the  authors  have  estab¬ 
lished  the  fact  that  it  is  a  liquid  which  cannot  be  distilled  without 
decomposition  into  the  mono-  and  tribenzylphosphines.  It  combines 
with  hydriodic  acid  and  probably  other  hydracids  to  form  crystalline 
compounds  decomposed  by  water.  Tribenzylphosphine is  a  solid,  crystal¬ 
line  substance  of  high  boiling  point,  possibly  volatile  in  a  vacuum  with 
little  or  no  decomposition.  It  unites  with  hydracids  to  form  salts  which 
are  decomposed  by  water,  and  combines  energetically  with  benzyl 
iodide  to  form  tetrabenzylphosphoninm  iodide.  It  oxidises,  on 
exposure  to  air,  to  tribenzylphosphine  oxide,  which  the  authors  have 
shown  (loo.  cit.)  to  be  identical  with  Hofmann’s  dibenzylphosphine. 

Numerous  salts  and  double  salts  of  tetrabenzylphosphoninm  are 
described. 

Besides  those  already  mentioned,  the  authors  obtained  from  the 
sealed  tube  products  a  crystalline  substance  of  very  low  boiling  point 
(“crystalline  oil”),  seemingly  of  the  formula  (GjH,)21IPO,  and  an 
“  insoluble  crystalline  body”  for  which  analysis  seems  to  indicate  the 
formula  (C7H7)3P02,  but  these  form u Ire  are  still  somewhat  uncertain. 

Dib enzy Iph os ph inio  acid,  (C7H7)2HP02,  was  obtained  amongst  the 
produetsof  Hofmann’s  sealed  tube  reaction, but  whether  formed  during 
the  reaction  or  during  the  subsequent  treatment,  tbe  authors  were 
unable  to  determine.  It  is  also  formed  by  the  action  of  benzyl 
alcohol  on  a  mixture  of  phosphorus  and  phosphorus  iodide,  and  by 
fusing  tribenzylphosphine  oxide  with  caustic  potash.  It  is  fairly 
soluble  in  hot  alcohol,  almost  insoluble  in  water.  It  crystallises  in 
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iridescent,  micaceous  plates  which  melt  at  192°.  At  a  higher  tem¬ 
perature  it  decomposes,  but  also  partly  volatilises  unchanged.  It 
forms  characteristic  salts.  The  barium  salt,  [(C7H7)2POj]:>Ba  4-  8H>0, 
and  the  calcium  salt,  with  8H-.0,  crystallise  in  thin  plates,  the  magnesium 
salt,  with  oELO,  in  long,  colourless  needles.  The  cadmium  salt  forms 
a  white,  amorphous  precipitate,  the  copper  suit  a  blue,  amorphous 
powder,  the  silver  salt  colourless  needles  which  blacken  slightly  on 
drving.  The  sodium ,  potassium ,  and  ammonium  salts  crystal  Use  with 
7  mols.  HnO  in  easily  soluble  crystals.  Phosphorus  pcntadiloride 
reacts  strongly  with  the  dibcnzyl  acid,  but  no  organic  compound 
other  than  benzyl  chloride  could  he  isolated,  and  the  decomposition 
appears  to  be  complete.  When  dibenzylphosphinic  acid  is  heated,  it 
is  partly  distilled,  partly  decomposed,  some  tribenzylphosphine  oxide 
being  formed. 

When  benzyl  alcohol  is  allowed  to  act  on  a  mixture  of  phosphorus 
and  phosphorus  iodide,  all  the  oxidation  products  above  described 
are  formed,  the  proportions  of  the  various  products  varying  according 
to  the  conditions  of  the  experiment.  L.  T.  T. 

Action  of  Ethyl  Acetoacetate  on  Cinnamaldehyde.  By 

P.  Buunelli  (Gazzetta,  19,  212 — 214). — Hautzsch  (Abstr.,  1883,  82) 
found  that  the  action  of  ethyl  acetoacetaie  on  certain  aldehydes  in 
presence  of  alcoholic  ammonia  resulted  in  the  formation  of  compounds 

of  the  formula  (compare  Scliiff  and 

Puliti,  Abstr.,  1883,  1151).  If  a  similar  action  were  to  take  place  in 
presence  of  compound  ammonias,  the  action  of  ethylenediamine  on 
cinnamaldehyde  should  give  rise  to  a  substance  composed  of  two 
nuclei  of  the  above  form,  united  by  ethylene  through  the  nitrogen- 
atoms. 

The  reaction,  however,  does  not  take  place  in  this  way.  When 
cinnamaldehyde  (13'2  grams),  ethyl  acetoacetate  (2b  grams),  ethylene¬ 
diamine  (3  grams),  and  absolute  alcohol  (10  grams)  are  heated  for  an 
hour  in  a  reflux  apparatus,  the  product,  after  cooling,  draining,  and 
washing  with  SOper  cent,  alcohol,  crystallises  from  alcohol  in  groups 
of  long,  silky  needles  which  melt  at  160 — 161J  and  have  the  composi¬ 
tion  ChiH-ftOfi.  This  substance  is  soluble  in  alcohol  and  most 
ordinary  solvents  except  water.  It  dissolves  in  acetic  acid  without 
undergoing  any  change.  It  acquires  a  rose  colour  by  the  action  of 
concentrated  sulphuric  acid,  in  which  it  afterwards  dissolves  forming 
a  greenish-yellow  solution.  It  is  decomposed  by  potash  with  the  for¬ 
mation  of  a  compound  resembling  benzoic  acid  in  appearance  and 
properties,  but  melting  at  130 — 131°.  The  bromine-derivative  melts 
at  about  80°. 

ilethylamine  or  aniline  may  be  substituted  for  ethylenediamine  in 
the  reaction  between  cinnamaldehyde  and  ethyl  acetoacetate  without 
affecting  the  composition  of  the  product;  it  would,  therefore,  appear 
that  ethylenediamine  merely'  provides  an  alkaline  menstruum  in 
which  the  other  substances  can  react. 

With  ethylenediamine  and  ethyl  acetoacetate,  benzaldehy'de  gives 
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a  crystalline  compound  containing  no  nitrogen;  propaldehyde,  on  the 
other  hand,  yields  azotised  products.  S.  B.  A.  A. 

Aromatic  Alkyl  Ketones;  their  Oxidation  by  Potassium  Per¬ 
manganate.  Bv  A.  Clads  (./.  pr.  Chem.  [2],  41,  39t> — 414  ;  compare 
Abstr.,  1885,  1130;  18S0,  402,  403;  18S7,  253). —  Aromatic  alkyl 
ketones  can  only  be  oxidised  by  potassium  permanganate  to  ketonic 
acids  when  the  benzene  nucleus  contains  a  side-group  in  the  ortho¬ 
position  to  the  ketone-group;  and  when  this  oxidation  takes  place,  an 
a-ketonic  acid  is  always  obtained,  independently  of  the  number  of  car¬ 
bon  atoms  in  the  alkyl-group  and  of  this  being  primary  or  secondary. 

Paratolvl  methyl  ketone  (Abstr.,  1880,  402)  boils  at  222  (nncorr.), 
not  220°,  and  is  still  liquid  at  —  20’’ ;  its  sp.  gr.  is  1‘013  at  13°;  it  is 
slightly  volatile  with  steam,  and  gives  no  crystalline  compound  with 
alkaline  sulphites.  If  the  action  of  the  aluminium  chloride  is  pro¬ 
longed,  a  thick,  vellow  oil  boiling  above  300°  is  formed  ;  it  seems  to 
be  a  condensation-product. 

Paratolyl  d  ibromomethyl  ketone ,  obtained  by  adding  bromine  to  a 
solution  of  the  ketone  in  carbon  bisulphide,  crystallises  in  beautiful, 
colourless  leaflets,  which  are  sparingly  soluble  in  alcohol :  it  melts  at  97° 
(uneorr.),  and  does  not  sublime  ;  it  yields  toluic  and  tereplu  halic  acids 
when  oxidised,  but  no  ketonic  acid.  When  this  dibromo-derivative 
is  treated  with  alcoholic  potash,  it  yields  tolyl  ketone  aldehyde , 
CsH^Ie'CO-CHO,  or  a  polvnieride  thereof;  this  substance  crystallises 
in  nodular  aggregates  which  melt  at  170°  (uneorr.)  and  sublime  iu 
colourless  needles. 

Paratolyl  methyl  aeetoxime ,  CsH^Me-CMeiN'OH,  crystallises  in 
colourless,  six-sided  tables  melting  at  88°  and  insoluble  in  water,  but 
soluble  in  alcohol,  ether,  and  chloroform.  Paratolyl  'methyl  ketone 
phenylliydrazide  crystallises  in  lustrous,  colourless  prisms  melting  at 
95°  (uneorr  ). 

Paratolyl  methyl  pinaeone,  CfiH4"Me,CMe(OH)-CMe(OH)*C6H4i\Ie,  is 
prepared  by  adding  sodium  amalgam  (5  per  cent.)  in  small  quantities 
to  a  solution  of  the  ketone  iu  70  per  cent,  alcohol  (10  vols.)  ;  when 
the  solution  has  become  colourless,  it  is  acidified  with  dilute  sulphuric 
acid  and  mixed  with  much  water  ;  the  pinaeone  separates  as  a  yellow 
oil  which  crystallises  from  alcohol  in  large,  hexagonal  tables,  melts  at 
90°  (uneorr.),  and  is  soluble  in  ether  and  chloroform.  When  the 
pinaeone  is  reduced  with  potash  and  zinc,  paratolyl  methyl  carbinol , 
C6H4Me-CHMe-OH,  a  yellow  oil  boiling  above  300°,  is  obtained. 

When  paratolyl  methyl  ketone  is  warmed  with  sulphuric  acid, 
it  undergoes  condensation  forming  a  phorone ,  C^H^O,  which  crystal¬ 
lises  in  lustrous,  colourless  needles  melting  at  1GS°;  it  is  insoluble  in 
water,  sublimes  easily,  and  burns  with  a  bright,  luminous  flame. 
This  substance  is  under  investigation. 

Tritolylhenzene ,  C8H3(G;H,},,  is  obtained  when  dry  hydrogen 

chloride  is  passed  into  paratolyl  methyl  ketone  daily  for  two  weeks; 
the  brown  mass  is  washed  with  alcohol  and  crystallised  from  chloro¬ 
form,  from  which  the  tritoU lbenzene  crystallises  in  white  needles, 
whilst  from  alcohol  and  acetone,  it  crystallises  in  leaflets;  both  forms 
melt  at  171°  (uneorr.)  and  decompose  at  220°,  but  do  not  sublime. 

VOL.  LYIIl.  3  / 
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Tribromctritolylbenzene  crystallises  in  colourless,  felted  needles 
which  melt  at  212°  (uucorr.).  Trinit  rotritolylbenzen  e  separates  from 
the  usual  solvents  as  a  crystalline  powder  ;  it  begins  to  decompose  at 
160°,  and  does  not  melt. 

Benzenetribenzoic  acid,  C6H3(C6H4-COOH)3l  is  obtained  by  heating 
tritolylbenzene  with  dilute  nitric  acid  of  sp.  g r.  l'l  (5 — G  parts)  at 
1(3U — 180°  in  a  sealed  tube.  It  separates  from  alcohol  as  a  nearly 
colourless,  crystalline  powder  sparingly  soluble  in  ether  and  chloro¬ 
form,  insoluble  in  water;  it  sublimes  in  needles,  without  melting,  at 
280°.  The  normal,  monacid,  and  diacid  potassium  salts  and  the  normal 
ammonium  salt  were  obtained. 

Ortho-xylyl  methyl  ketone  is  a  mobile,  colourless,  strongly  refractive, 
oily  liquid;  it  boils  at  243°  (nncorr.),  and  is  soluble  in  the  usual 
solvents,  except  water.  Its  oxime  crystallises  from  ether  in  colourless, 
lustrous,  flat  needles  and  prisms  melting  at  89— 90u  (uncorr.).  Its 
phenylkydrazide  forms  colourless  crystals  melting  at  113°  (uncorr.). 

Ortho-xylyl  methyl  carbinol,  obtained  by  reducing  the  ketone  with 
zinc-dust  in  alcoholic  potash,  is  a  clear,  yellowish  liquid  of  pleasant 
odour,  and  boils  between  255°  and  2G0°  (uncorr.).  When  reduced 
with  hydriodic  acid,  it  yields  1  :  2-dimethyl-4-ethylbenzene. 

When  ortho-xylyl  methyl  ketone  is  oxidised  with  potassium  per¬ 
manganate,  it  yields  only  metaparadiinethylbenzoic  acid  (paraxylic 
acid;  m.  p.  163°).  When  it  is  treated  with  dry  hydrogen  chloride, 
the  compound  is  obtained  ;  this  crystallises  in  nearly  colour¬ 

less  needles,  melts  at  113°  (uncorr.),  and  is  soluble  in  ether  and 
sparingly  in  alcohol,  but  insoluble  in  water.  In  one  experiment,  a 
small  quantity  of  a  second  substance,  melting  at  173°  (uncorr.),  was 
obtained.  Attempts  to  bring  about  a  condensation  of  the  ketone  by 
phosphoric  anhydride  led  to  the  formation  of  metaparadimethyl- 
benznic  acid  (m.  p.  163°). 

Ortho-cymyl  methyl  ketone  is  a  liquid  boiling  at  256 — 260°  (nncorr.)  ; 
it  yields  4-methylisophthalic  acid  when  oxidised,  but  no  ketonic  acid. 

A.  G.  B. 

Anisaldehyde  and  Succinic  Acid.  By  R.  Fittig  and  J.  Politis 
( Annalen ,  255,  293 — 309;  compare  this  vol.,  pp.  5S3 — 594). — Anisyl- 
isocrotouic  acid,  OMe,C6H|‘CH!CH*CH.rCOOH,  is  formed,  together 
with  dianisylpentolic  acid  and  dianisyltetrylenc,  when  anisaldchyde  is 
heated  at  120°  for  30  to  40  hours  with  sodium  succinate  and  acetic 
anhydride.  The  dark-brown  product  is  treated  with  sodium  carbo¬ 
nate,  the  alkaline  solution  extracted  with  ether,  filtered  from  the 
impure  dianisyltetrylene,  and  acidified  strongly  with  hydrochloric 
acid,  whereon  anisyhsocrotonic  acid  and  dianisylpentolic  acid  are  pre¬ 
cipitated,  and  can  be  easily  separated  by  treating  the  mixture  with 
hot  water,  in  which  the  former  alone  is  soluble. 

Anisylisocrotonic  acid  separates  from  wTater  in  colourless  plates, 
melts  at  106'5°,  and  is  readily  soluble  in  ether,  alcohol,  and  chloro¬ 
form,  and  moderately  easily  in  hot  water,  but  only  sparingly  in  carbon 
bisulphide,  and  very  sparingly  in  cold  water.  It  is  isomeric  with  the 
parametlioxyplienylcrotonic  acid  obtaiued  by  Perkin  (Trans.,  1877, 
411)  from  anisaldehyde  and  propionic  acid.  The  barium  salt, 
(CnHnCb^Ba  +  3H.O,  crystallises  from  hot  water  in  plates,  and  is 
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onlv  moderately  easily  soluble  in  cold  water;  the  calcium  salt, 
with  2H30,  crystallises  from  water  in  needles,  and  is  more  sparingly 
soluble  than  the  barium  salt;  the  silver  salt,  CuHnOsAg,  is  only 
sparingly  soluble  in  boiling  water.  The  acid  is  not  reduced  by  sodium 
amalgam ;  it  combines  with  concentrated  hydrobromic  acid  at  O', 
yielding  a  crystalline  compound  which  is  very  unstable. 

CHBr-C  H, 

Anisylbromobulyrolaclone ,  OMe‘C6H4-CH<(  i  ',  can  be  pre¬ 


pared  by  treating  anisylisocrotonic  acid  with  bromine  (1  mol.)  in  cold 
carbon  bisulphide  solution,  and  keeping  the  crystalline  dibromo-acid, 
CuHrjBi’aOs,  thus  produced  for  a  few  days  ;  as  soon  as  the  evolution 
of  hydrogen  bromide  is  at  an  end,  the  lactone  is  recrystallised  from 
chloroform  or  glacial  acetic  acid,  from  which  it  separates  in  well- 
defined,  monosymmetric  crystals,  a  :  b  :  c  =  TU554  :  1  :  0’5997, 
ft  =  8-3°  50',  melting  at  118'5°. 

CH>CH 

Anisylbutyroladone ,  OMe’CeHgCII<  *  i  ,  prepared  by  redu- 

O  —  L/  (J 


cing  the  preceding  compound  with  sodium  amalgam  in  cold  alcohol  c 
glacial  acetic  acid  solution,  crystallises  from  boiling  wat  'r  in  plates, 
melts  at  53‘5°,  and  is  readily  soluble  in  ether,  carbon  bisulphide,  and 
chloroform,  but  only  very  sparingly  in  light  petroleum,  and  insoluble  in 
sodium  carbonate ;  it  has  a  slight  aromatic  odour,  and  is  only  very 
slightly  volatile  with  steam. 

Barium  anisylhydroxybutyrate  is  obtained  when  the  lactone  is  boiled 
with  a  solution  of  barium  hydroxide;  it,  is  a  brittle,  amorphous 
compound  moderately  easily  soluble  in  water  and  alcohol.  When 
an  aqueous  solution  of  the  barium  salt  is  acidified,  extracted  with 
ether,  and  the  ethereal  solution  evaporated,  the  hydroxy-acid  remains 
as  a  solid,  colourless  mass;  it  melts  at  about  80°,  prob  ibly  with  de¬ 
composition,  and  is  completely  reconverted  into  the  lactone  on  warm¬ 
ing  with  dilute  hydrochloric  acid. 

Dianisylpeutolic  acid.  OMc’CeHyCHlCITC^COOH^CITCkHyOMe 
(see  above),  crystallises  from  glacial  acetic  acid  in  long,  j'ellow 
needles,  melts  at  1  GO",  and  is  almost  insoluble  in  water  and  only  very 
sparingly  soluble  in  carbon  bisulphide,  but  moderately  easily  in  alcohol, 
ether,  chloroform,  and  benzene.  The  barium  salt  (C19H,704)2Ba  •+- 
2H,0  crystallises  from  hot,  dilute  alcohol  in  colourless  plates,  and  is 
almost  insoluble  in  water;  the  anhydrous  salt  is  yellow.  The  cal¬ 
cium  salt,  with  3H20,  resembles  the  barium  salt;  the  silver  salt, 
C19Hn04Ag,  is  almost  insoluble  in  water.  Dianisylpeutolic  acid  does 
not  combine  with  concentrated  hydrobromic  acid  at  0°;  when  treated 
with  bromine  (2  rnols.)  in  chloroform  solution,  hydrogen  bromide  is 
evolved,  and  a  compound  of  the  composition  Ci9Hl7llra04  is  obtained. 
This  substance  melts  at  140°  with  decomposition,  and  is  doubtless  a 
brominated  lactone. 

Dia>u$ylpenlylenic  acid. 


Oi[e-C6H4-CH:CH-CH(COOH>CH3-C6H4-OMe, 


is  obtained  by  reducing  the  pentolic  acid  with  sodium  amalgam  in 
alkaline  solution.  It  crystallises  from  benzene  with  1  mol.  of  ben- 

3  /  2 
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zene,  and  from  carbon  bisulphide  in  colourless  needles  melting  at 
1110;  it  is  readily  soluble  in  alcohol,  ether,  and  benzene,  but  only 
sparingly  in  carbon  bisulphide,  light  petroleum,  and  water.  The 
calcium  salt,  (Ci9Ht304)>Ca  -f  2H20,  is  almost  insoluble  in  water,  and 
is  not  easily  obtained  in  crystals;  the  silcer  salt,  Ci9H,g04Ag,  is  almost 
insoluble  in  water. 

Dianisylbromopentalactone, 

OMe-C6H4-CH<^H(?0r>Cn-Cn2-C6n4-OMe, 

is  obtained  by  treating  dianisylpentylonic  acid  with  bromine  in  cold 
carbon  bisulphide  solution,  and  dissolving  the  impure  dianisyldi- 
bromovalevic  acid,  CigHjoBr.Ch;  thus  produced,  in  glacial  acetic  acid. 
It  crystallises  in  colourless  needles,  melts  at  130°,  and  is  insoluble  iu 
cold  alkaline  carbonates. 

Dianisylpentalactone ,  OMe-CfiII4-CH<Q^Q)>CH-CH2-C6H4*OMe, 

prepared  by  treating  the  bromo-laetone  with  sodium  amalgam  in 
acetic  acid  solution,  separates  from  acetic  aeid  in  small,  prismatic 
crystals,  melts  at  83°,  and  is  readily  soluble  in  ether,  chloroform, 
and  carbon  bisulphide,  but  insoluble  in  sodium  carbonate. 

Barium  d iani.'-y IhydroxyvaJ erate  is  obtained  as  a  gummy  mass  by 
boiling  the  lactone  with  baryta-water  ;  when  decomposed  with  acids, 
it  yields  the  hydroxy-acid  as  a  colourless,  crystalline  compound. 

Dianisyltetrylene,  OMe-CsHrC H1CH-C H!CH*C6H4,Oi\Ie,  is  obtained 
in  a  pure  condition  by  washing  the  impure  residue  referred  to  above 
with  warm  water  ;  it  separates  from  benzene  in  colourless  crystals 
with  a  violet  fluorescence,  and  is  almost  insoluble  in  water,  alcohol, 
and  ether,  and  only  sparingly  soluble  in  carbon  bisulphide,  but  more 
readily  in  glacial  acetic  acid,  chloroform,  and  benzene.  It  sinters 
together  at  225°,  and  does  not  melt  completely  until  235 — 238°.  This 
compound  can  also  be  obtained  by  distilling  dianisylpentolic  acid  with 
lime  ;  when  boiled  with  potassium  permanganate,  it  yields  anisic  acid. 
The  tetrabrovndc,  C18H5f,Bi'402,  is  a  colourless,  crystalline  compound 
very  sparingly  soluble  in  carbon  bisulphide,  more  readily  in  chloro¬ 
form ;  it  is  decomposed  by  boiling  chloroform,  or  when  heated  alone, 
with  evolution  of  hydrogen  bromide.  F.  S.  K. 

Action  of  Ethyl  Sodacetoacetate  on  Tribromodinitroben- 
zene.  By  C.  L.  Jackson  and  G.  D.  Moore  (Awter.  Chem.  J.,  12, 
154 — 181  ;  compare  Abstr.,  1889,  7S1). — Details  are  first  given  of  a 
slightly  improved  method  of  preparing  tribromodinitrobenzene  from 
aniline,  by  means  of  which  a  nearly  quantitative  yield  was  obtained. 

Ethyl  bromodinitropheuylacetoaceiate, 

C6H2Br(N02)2‘CH(CCWe>C00Et, 

was  prepared  by  adding  an  alcoholic  solution  of  ethyl  sodaceto¬ 
acetate  (about  4  mols.)  to  a  solution  of  tribromodinitrobenzene 
(1  mol.)  in  benzene.  The  mixture  was  heated  for  an  hour  on  the 
steam-bath,  aud  then  mixed  with  water  ;  the  reddish  benzene  solution 
which  was  precipitated  was  removed  from  the  dark-red  aqueous 
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solution,  and  the  latter  was  made  slightly  acid  with  sulphuric  acid  in 
order  to  decompose  the  sodium  salt  of  the  new  substance.  This  sepa¬ 
rated  as  a  yellowish  oil  which  was  extracted  with  ether,  and  left, 
after  evaporation  of  the  ether,  a  dark,  reddish-brown  oil,  which 
solidified  to  a  mass  of  crystals.  Those  were  freed  from  adhering 
red  oil  by  washing  with  alcohol,  and  were  then  recrystallised  from 
this  solvent.  A  further  quantity  was  obtained  from  the  benzene 
solution,  but  the  average  yield  was  only  about  50  per  cent,  of  the 
theoretical  ;  probably  much  of  the  substance  remained  dissolved  in 
the  red  oil.  From  the  analogous  reaction  of  tribromodinitrobenzene 
with  ethyl  sodioinalonate  (compare  this  vol.,  p.  377),  it  is  shown  that 
(thvl  bromodinitro)  henylacetoacetate  must  have  the  formula  given 
above,  and  not  C,iLLBr(\0.») 5C(COMe)*COOEt.  It  is  yellow,  and 
crystallises  in  acute  rhombohedra,  or  in  prisms  which  show  a 
tendency  to  twin.  It  melts  at  0Ga,  and  dissolves  in  most  sol¬ 
vents  except  water  and  ligdit  petroleum ;  hot  alcohol  is  the  best 
solvent.  It  has  marked  acid  properties,  giving  red  solutions  with 
aqueous  ammonia,  soda,  or  potash  ;  the  sodium  salt  was  obtained  as 
a  brick-red,  amorphous  mass ;  salts  of  the  heavy  metals  formed 
yellow  or  reddish  precipitates. 

Bromodiuitrobenzyl  methyl  ketone ,  C6HoBr(X02)vCH2’C0i\Ie,  was 
prepared  by  boiling  ethyl  bromodinitrophenylacetoacetate  for  an  hour 
in  a  reflux  apparatus  with  sulphuric  acid  (of  sp.  gr.  P44  and  boiling 
point  132°),  and  purifying  the  white  precipitate  which  separated  on 
cooling  by  crystallisation  from  alcohol.  It  can  also  be  prepared, 
although  less  advantageously,  by  heating  the  ethereal  salt  at 
130 — 150c  with  h}'drochloric  acid  in  a  sealed  tube.  TSTo  bromodi- 
nitrophenylacetie  acid  is  formed.  The  ketone  crystallises  from 
alcohol  in  white,  rectangular  plates  or  in  tufts  of  needles,  melts  at 
112 — 113°,  and  is  soluble  in  the  usual  solvents,  water  and  light  petr¬ 
oleum  excepted.  It  has  well-marked  acid  properties,  and  gives  with 
aqueous  soda  or  ammonia  a  red  solution,  the  colour  of  which  is  inten¬ 
sified  by  the  addition  of  alcohol. 

Auilidodinitrobenzyl  methyl  ketone ,  NHPh*C6H2(iM02)2,CH2’C0i\Ie, 
was  prepared  by  warming  a  mixture  of  aniline  (2  mols.)  with  bromo- 
dinitrobenzyl  methyl  ketone  (1  mol.),  washing  the  product  with 
water,  and  crystallising  from  alcohol.  It  forms  bright-yellow  groups 
of  curved  needles  melting  at  131°,  and  dissolves  in  most  solvents 
except  light  petroleum  ;  its  aqueous  solution  has  a  yellow  colour.  It 
has  somewhat  feeble  acid  properties,  and  gives  with  soda  a  brownish- 
red  solution,  but  only  if  alcohol  is  present  ;  the  sodium  salt  was  ob¬ 
tained  as  a  brownish-black  mass  ;  its  alcoholic  solution  is  much 
browner  than  that  of  the  other  salts  mentioned  in  this  paper. 

Anilidodinitrobenzyl  methyl  ketone  hydrazone, 

KHPh-CeH^XOsVCHj-ClIei^HPh, 

was  made  by  warming  anilidodinitrobenzyl  methyl  ketone  with  excess 
of  pbenylhydrazine.  A  tarry  mass  was  obtained  which  was  crystal¬ 
lised  from  alcohol,  washed  free  from  excess  of  pbenylhydrazine  with 
very  dilute  hydrochloric  acid,  and  boiled  with  alcohol,  enough  ben¬ 
zene  being  then  added  to  effect  solution:  on  cooling,  crystals  were 
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deposited,  and  were  purified  by  recrystallisation.  It  forms  reddish- 
brown  scales  (resembling'  officinal  ferric  citrate)  which  melt  at  140°, 
and  dissolve  in  many  solvents,  but  not  to  any  extent  in  light  petr¬ 
oleum,  water,  or  ether.  It  has  no  acid  properties.  C.  F.  B. 

Lactam-formation  in  the  Patty  Series;  Identity  of  Citra- 
conanil  and  Pyranilpyro'inlactone.  By  R.  Anschutz  {Ber.,  23, 
887 — 890). — /3-A  nilidopyro tartaric  acid  is  best  prepared  by  treating 
the  additive  compound  of  ethyl  acetoacetate  and  hydrogen  cyanide 
with  aniline  in  ethereal  solution,  and  keeping  for  three  to  four  weeks 
at  the  ordinary  temperature  (compare  Schiller- Wechsler,  Abstr,, 
1885,  900)  ;  the  ether  is  then  separated  and  the  product  treated  with 
concentrated  sulphuric  acid.  85  grams  of  ethyl  anilidnpyrotartramate 
is  obtained  iu  this  way  from  10b  grams  of  ethyl  acetoacetate,  and  the 
ethereal  salt,  on  hydrolysis,  yields  /3-anil idopyrotartaric  acid,  which 
separates  from  water  in  anhydrous,  prismatic  crystals,  or  in  crystals 
containing  1  mol.  II20,  according  to  the  conditions  under  which  crys¬ 
tallisation  takes  place.  When  the  acid  is  heated  at  180°  in  sealed 
tubes,  or  distilled  under  a  pressure  of  12  mm.,  it  is  converted  into 
citraconanil  (m.  p.  98°)  which  is  identical  with  Reissert’s  pyranil- 
pyro'inlactone  in  all  respects.  When  the  citraconanil,  obtained  in 
this  way,  is  dissolved  in  warm  baryta- water,  it  is  converted  into 
mesaconanilic  acid. 

When  /3-anilidopyrotartaric  acid  is  treated  with  acetic  chloride,  it  is 
converted  into  a  compound  melting  at  13G°,  which  seems  to  be  the 
anhydride.  F.  S.  K. 

Benzylsuccinic  Acid  and  its  Homologues.  By  C.  A.  Bischofk 
and  N.  il  [ntz  ( Her.,  23,  G53 — 65G). — Ethyl  benzylethenyltricarboxylate , 
COOEt-CH2-C(C7H7)(COOEt)2,  can  be  prepared  from  ethyl  sodio- 
ethenyltricarboxylate  and  benzyl  chloride  ;  it  boils  at  336‘3°  (corr.) 
(at  230 — 238°  ;  3S  mm.),  and,  on  hydrolysis,  yields  benzylethenyltri- 
earboxylic  acid  which  melts  at  1G8'5°  with  evolution  of  gas,  being 
converted  into  benzylsuccinic  acid  (m.  p.  1G16). 

Ethyl  b enzy l proper) yltricarboxy late , 

COOEt-CHMe*C(C7H7)  (COOEt)a, 

prepared  from  ethyl  sndiopropenyltricarboxylate  and  benzyl  chloride, 
boils  at  337'8’’  (coir.)  and,  on  hydrolysis,  yields  a  mixture  of  benzyl- 
methylsuccinic  acid  (m.  p.  about  135°)  and  ben zylpropcnyl tricarb¬ 
oxylic  acid.  Benzylmethylsnccinic  anhydride,  prepared  by  distilling 
the  acid,  is  a  crystalline  compound  melting  at  110°. 

Ethyl  bcnzylbuteuyltricarboxylate ,  COOEt'CHEt'C(C7H7)(COOEt)2, 
prepared  from  ethyl  sodiobutenvltriearboxylate  in  like  manner,  boils 
at  33G'1°  (corr.),  and,  on  hydrolysis,  gives  symmetrical  parabenzyl- 
etliylsuccinic  acid  (m.  p.  157*5°)  and  symmetrical  mesobenzylethyl- 
succinic  acid  (m.  p.  123‘5°). 

Ethyl  benzylisobutenyltricarboxylate, 

COOEt'CMe2*C(C7H7)(COOEt)2, 

prepared  from  ethyl  sodioisobutenyltricarboxylate  and  benzyl  chloride, 
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boils  at  330-G°  (con-.),  and  on  hydrolysis  yields  benzyldimethylethenyl- 
tricarboxylatu  together  with  small  quantities  of  benzyldiinethylsnc- 
einic  acid  (in.  p.  153 — 155°)  and  an  acid  of  lower  melting  point, 
probably  the  dynamical  isomuride.  F.  ;S.  K, 


Benzaldehyde  and  Pyrotartaric  Acid.  By  R.  Fittig  and  L. 
Liebjiaxx  255,  257 — 275;  compare  this  vol.  pp.  583 — 

594,  and  Pentield,  Abstr.,  1883,  473). — Two  isomeric  methylphenyl- 
paraconie  acids  are  formed  when  benzaldehyde  is  heated  with  sodium 
py  rot  art  rate  and  acetic  anhydride  for  20  hours  at  100°.  The  product 
is  treated  with  warm  water,  the  solution  rendered  alkaline  with  soda, 
extracted  with  ether  to  free  it  from  benzaldehyde  and  resinous  pro¬ 
ducts,  then  concentrated  by  evaporation,  and  strongly  acidified.  The 
precipitated  acids  are  separated,  dried,  dissolved  in  chhtroform,  and 
the  insoluble  pyrotartaric  acid  separated  by  filtration;  the  chloroform 
solution  is  then  evaporated,  the  residue  digested  with  hot  carbon 
bisulphide,  which  removes  traces  of  impurities,  and  then  recrystallised 
from  SO  per  cent,  alcohol,  in  which  the  a-aeid  is  more  sparingly 
soluble  than  the  /3-compound. 


a-Methylphenylparacoiric  acid ,  CO< 


0 - CHPh 

CHiMe-CH-COOH’ 


forms  mono¬ 


clinic  crystals,  a  :  b  c  —  P080  :  1  :  P0S2,  13  =  65fl  26',  and  melts  at 
177°.  The  barium  salt,  (C^HnO^sBa  4-  H20,  is  prepared  by  treat¬ 
ing  an  aqueous  solution  of  the  acid  with  barium  carbonate  in  the 
cold.  It  forms  small  crystals,  and  is  moderately  easily  soluble  in 
water.  The  calcium  salt,  with  IPO,  resembles  the  barium  salt.  The 
free  acid  is  not  acted  on  by  fuming  hydrobromic  acid,  as  stated  by 
Pentield.  On  distillation,  a-methylphenylparaconic  acid  gives  benz¬ 
aldehyde,  pheny lbntvlene,  a-methylphenylisocrotonic  acid,  metliyl- 
naphthol,  and  traces  of  a  lactone,  but  a  considerable  quantity  of  the 
acid  passes  over  unchanged  ;  the  distillation-products  are  separated 
as  follows  : — The  distillate  is  rendered  alkaline  with  sodium  carbonate, 
the  neutral  compounds  extracted  with  ether,  the  residual  solution 
acidified,  and  the  precipitated  acids  extracted  with  ether;  the  acid 
mixture  is  then  distilled  with  water,  whereon  a-metliyl phenyl isocro- 
tonic  acid  passes  over,  whilst  the  unchanged  paraconic  acid  remains. 

a-Methylphenylisocrotonic  acid,  CHPlilCiPCHMe-COOH,  crystallises 
from  boiiing  water  in  large,  indented  plates,  melts  at  110  o°,  and  is 
readily  soluble  in  alcohol,  ether,  and  carbon  bisulphide.  The  barium 
salt,  (CnH110,)oBa  +  H.O,  is  very  readily  soluble  in  cold  water,  from 
which  it  separates  in  colourless  needles.  When  the  acid  is  treated 
with  concentrated  hydrobromic  acid  at  0°,  it  yields  an  oil,  which  is 
probably  impure  phenvlbromohydrotiglic  acid,  as  it  dissolves  in  cold 
sodium  carbonate,  and,  on  warming,  the  solution  becomes  turbid 
owing  to  the  separation  of  an  oily  lactone. 

Methyhiaphthol  is  obtained  by  repeatedly  shaking  the  ethereal 
extract  (see  above)  with  dilute  soda,  saturating  the  alkaline  solution 
with  carbonic  anhydride,  and  recrystallising  the  precipitated  methyl- 
naphthol  from  hot  water.  It  crystallises  in  long  yellow  needles, 
melt*  at  89°,  and  is  very  sparingly  soluble  in  water.  It  gives  with 
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ferric  chloride  a  colourless  precipitate  which,  on  keeping,  gradually 
turns  yellow,  and  with  a  solution  of  bleaching  powder,  a  very  charac¬ 
teristic  green  precipitate  which  quickly  turns  yellow.  When  distilled 
with  zinc-dust,  it  yields  /J-methylnaphthalene  (m.  p.  37—  3S°)  identical 
with  the  compound  obtained  from  /f-methylphenylparaconic  acid  (see 
below)  in  like  manner. 

_  0— CHPh 

ft- 31 ethy  1 pi i eny Iparaconi c  acid,  C0<^^  •CWe-COOH’ separates from 


dilute  alcohol  in  monoclicic  crystals,  a  :  h  :  c  —  1'278  :  1  :  P2345, 
ft  =  S2°  Id',  and  melts  at  124'5°.  The  barium  salt,  prepared  in  the 
cold,  separates  from  water  in  anhydrous  crystals.  The  calcium  salt 
(+  2HjO)  crystallises  in  needles  and  is  readily  soluble  in  water.  The 
silver  salt  is  readily  soluble  in  warm  water,  and  is  very  stable. 

Barium  methylphenylitamalate ,  C]2H|..03Ba,  prepared  by  boiling 
the  lactone  acid  with  baryta-water,  crystallises  from  water,  in  which 
it  is  moderately  easily  soluble,  in  small  plates.  The  calcium  salt, 
with  II20,  resembles  the  barium  salt.  The  silver  salt  (Ci2H]2054g2)  i* 
amorphous  and  less  stable  than  the  corresponding  salt  of  the  lactone 


acid. 


/J-Methylphenylparaconic  acid  combines  with  concentrated  hydro- 
hromic  acid  at  0°,  yielding  a  crystalline  compound  which  melts  at 
140°  with  decomposition,  and  has  the  composition  CioH13Br04 ;  this 
compound  is  doubtless  identical  with  the  bromo-acid  described  by 
Pentield  (loc.  cifi),  who  erroneously  considered  it  to  be  a  derivative  of 
the  ^-lactone  acid  ;  when  warmed  with  water,  it  is  decomposed  with 
evolution  of  carbonic  anhydride,  yielding  /J-methylphenylparaconic 
acid  and  /3-mcthylphenylisocrotonic  acid.  When  /j-methylphenyl- 
paraconic  acid  is  distilled,  it  yields  phenylbutylene,  /3-methylphenyl- 
isocrotnnic  acid,  benzaldehyde,  a  methylnaphthol,  and  small  quantities 
of  a  lactone,  but  a  considerable  quantity  of  the  acid  passes  over 


unchanged. 

ft-Mefhijlpheny lis ocroton i c  acid,  CHPlbCMe'CthyCOOH,  crystallises 
from  hot  water  in  colourle.-s  plates,  melts  at  112 — 113°,  and  is  readily 
soluble  in  alcohol,  ether,  benzene,  and  carbon  bisulphide,  but  onl}- 
sparingly  in  boiling  water.  The  barium  salt,  (CuHnO^Ba,  crystal¬ 
lises  from  water,  in  which  it  is  moderately  easily  soluble,  in  slender, 
anhydrous  needles. 

Phenylbromisoval eric  acid,  CHPhBr*CETMe-CH2,COOH,  was  ob¬ 
tained  as  an  oil  by  treating  the  preceding  compound  with  concentrated 
hydrobromic  acid  at  0° ;  it  dissolves  in  cold  sodium  carbonate,  but,  on 
warming,  the  solution  becomes  turbid  owing  to  the  separation  of 

phemjlisovalerolactone,  CO<(  i  • 

O  0-2*0  H.  jl  £? 


Barium phenylhydroxi/valerate,  (CuHl303)2Ba,  is  obtained  as  a  syrup 
when  the  lactone  is  boiled  with  baryta-water. 

ft-2fethyl-x-naphthol,  CuHmO,  crystallises  from  boiling  water  in 
colourless  needles,  melts  at  92°,  and  is  readily  volatile  with  steam  ;  it 
gives  the  same  reaction  with  ferric  chloride  and  with  a  solution  of 
bleaching  powder  as  the  methylnaphthol  obtained  from  a-methyl- 
phenylparaconic  acid.  When  distilled  with  zinc-dust,  it  yields  methyl- 
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naplrhalcne  (in.  p.  37  3S°)  identical  with  the  compound  (m.p.  32'5°) 

described  by  Schulze  (Abstr.,  18S4,  11S5). 

d’hevylhvtyh'ne,  C]oHl2,  is  a  colourless  oil  boiling  at  181°  (thermo¬ 
meter  entirely  in  vapour)  ;  it  combines  with  bromine  yielding  a 
yellowish,  oily  dibromide,  Ci<,H12Br2.  This  hydrocarbon  is  probably 
identical  with  the  compound  prepared  from  benzaldehydc  and  isobu- 
tyric  acid  (Perkin,  Trans.,  1877,  b60).  and  also  with  that  obtained 
from  phcnylhvdroxvpivalinie  acid  by  Fittig  and  Jayne  (Abstr.,  188.'!, 
471;  188 o’  GG3).  '  *  P.  S.  K. 

Salicylaldehyde  and  Pyrotartaric  Acid.  By  R.  Firrin  and 
H.  C.  Brown  (Annaleu,  255,  285 — 2b 2  ;  compare  preceding  abstract). 

— Coinn  arinpropionic  acid,  ^  is  formed, 

together  with  oithohydroxyphcnylmetliylisocrotonic  acid  (see  below), 
when  salicylaldehyde  is  heated  at  120°  for  20  to  30  hours  with  sodium 
pyrotartrate  and  acetic  anhydride.  The  mixture  is  treated  with  water, 
the  products  extracted  with  ether,  and  submitted  to  distillation  with 
steam  in  older  to  get  rid  of  the  salicylaldehyde.  The  residual  solu¬ 
tion  is  evaporated  to  dryness  (o  expel  the  acetic  acid,  dissolved  in 
warm  sodium  carbonate,  the  filtered  solution  acidified  with  hydro¬ 
chloric  acid,  and  the  precipitated  acids  extracted  with  ether;  after 
evaporating  the  ether,  an  oil  remains  from  which  the  coumarin- 
propionic  acid  gradually  separates  in  crystals,  whilst  the  hydroxy- 
phenylmcth ylisocrotonic  acid  remains  in  a  liquid  condition. 

Coumarinpropionic  acid  crystallises  from  boiling  water  in  colourless 
plates,  melts  at  171°,  and  is  very  readily  soluble  in  chloroform,  but 
only  sparingly  in  ether  and  cold  water,  and  almost  insoluble  in 
benzene.  Tbe  barium  salt,  (C12H904)2Ba  +  3H20,  is  obtained  by 
boiling  an  aqueous  solution  of  the  acid  with  barium  carbonate;  it 
forms  colourless  crystals,  and  is  readily  soluble  in  water.  Tbe  calcium 
salt,  with  5H20,  is  a  crystalline  compound  readily  soluble  in  water. 
The  silver  salt,  C12Hs04Ag,  is  moderately  easily  soluble  in  water,  and 
very  stable. 

Ethylcoumarin,  C6H4<  ■  ,  is  formed,  with  evolution  of  car- 

OH.UBt 

bonic  anhydride,  when  coumarinpropionic  acid  is  distilled  ;  it  melts 
at  70 — 71°,  and  is  identical  with  the  butyroeoumarin  prepared  by 
Perkin  (Trans.,  1881,.  439)  from  salicylaldehyde  and  but  yric  acid. 

Orthohydroxyplienyldimethylsuccinic  acid, 

OH-CsHrCHo-CH(COOH)-CHMcCOOH, 

is  obtained  when  coumarinpropionic  acid  is  reduced  with  sodium 
amalgam  in  warm  aqueous  solution,  tbe  solution  being  kept  as  neutral 
as  possible  ;  it  crystallises  well  from  water,  and  melts  at  145 — 15'J°, 
being  converted  into  the  anhydride  (or  lactone).  It  is  readily  soluble 
in  water,  alcohol,  ether,  and  chloroform,  but  only  sparingly  in  carbon 
bisulphide  and  benzene,  and  almost  insoluble  in  light  petroleum.  Tbe 
anhydride  (or  lactone ).  C)2Hl204,  is  formed  when  the  acid  is  heated  at 
12(T;  it  is  gradually  decomposed  by  water.  The  barium  salt, 
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Ci2Hj..05Ba,  prepared  by  neutralising  the  acid  with  barium  carbonate, 
is  amorphous,  and  is  very  readily  soluble  in  water,  but  insoluble  in 
alcohol ;  the  calcium  salt,  C12H]205Ca,  and  the  silver  salt,  Ci2Hi305Ag3, 
are  also  amorphous. 

Orthohydroryphenylmethylisocrotonic  acul ,  C]]H1203,  is  obtained  in  a 
pure  condition  by  means  of  the  crystalline  barium  salt.  It  separates 
from  carbon  bisulphide  and  from  a  mixture  of  benzene  and  light 
petroleum  in  large  plates,  melts  at.  73°,  arid  is  very  readily  soluble  in 
chloroform  and  benzene,  but  only  moderately  easily  in  carbon  bi¬ 
sulphide,  and  almost  insoluble  in  light  petroleum;  when  treated  with 
a  little  water,  it  deliquesces  to  a  colourless  oil,  but  does  not  dissolve 
to  any  appreciable  extent.  The  barium  salt,  (CnIIu03)2Ba  4-  4H20, 
crystallises  in  needles,  and  is  very  readily  soluble  in  water,  but 
insoluble  in  alcohol.  The  calcium  salt,  (Cn HuO:i)2Ca,  is  a  syrup,  very 
readily  soluble  in  both  water  and  alcohol.  The  silver  salt,  CuHu03Ag, 
is  only  sparingly  soluble  in,  and  is  decomposed  by,  boiling  water. 

F.  S.  K. 

Acids  Obtained  by  Heating  Metahydrazobenzoic  Acid  with 
Stannous  Chloride.  By  It.  Kusperow  (Her.,  23,  912—918). — 
When  metahydrazobenzoic  acid  (1  mol.)  is  warmed  for  a  long  time 
with  stannous  chloride  (1  mol.)  in  aqueous  solution,  it  is  almost 
completely  converted  into  diamidodiphenic  acid,  which  passes  into 
solution,  but  a  small  quantity  of  an  insoluble  substance  containing 
tin  remains.  When  this  residue  is  boiled  with  sodium  carbonate,  and 
the  filtered  solution  allowed  to  cool,  a  sparingly  soluble  sodium  salt 
separates  in  colourless  needles,  and  the  mother  liquors  contain  the 
sodium  salt  of  another  acid.  The  acid  obtained  from  300  grams  of 
nitrobenzoie  acid  yT ielcls  3-5  grams  of  the  mixed  sodium  salts. 

The  acid  CuH|2X>03  separates  in  lemon-yellow  needles  when  a 
solution  of  the  sparingly  soluble  sodium  salt  is  decomposed  with 
hydrogen  sulphide;  it  melts  above  290°,  and  is  almost  insoluble  in 
water  and  alcohol.  The  sodium  salt,  CuHnX2OiNa  +  4H.O,  loses 
its  water  at  180°,  and  is  moderately  easily  soluble  in  hot,  but  only 
sparingly  in  cold  water.  The  potassium  salt  crystallises  iu  colourless 
needles,  and  seems  to  be  rather  more  readily  soluble  than  the  sodium 
salt.  The  barium  salt,  (C14HnN20j)2Ba  +  2H20,  crystallises  in 
yellowish,  microscopic  needles,  loses  its  water,  and  becomes  colourless 
sit  20()°,  and  is  almost  insoluble  in  water.  The  silver  salt  is  almost 
insoluble  in  hot  water,  and  darkens  when  exposed  to  light  in  a  moist 
condition.  The  hydrochloride,  Ct4H12N304,HCl,  hydrobromule,  and 
hy  dr  iodide  crystallise  in  colourless,  microscopic  needles,  and  are 
decomposed  by  water.  The  sulphate,  (CuH12N30j)2,Hi!S04,  crystallises 
in  small,  colourless  needles,  and  is  decomposed  by  boiling  water.  The 
acid  is  not  changed  on  prolonged  boiling  with  soda  or  by  concentrated 
hydriodic  acid  at  170°.  The  J/uro-compound  is  a  light-brown, 
unstable,  crystalline  powder  which  is  decomposed  on  warming  with 
water  or  alcohol.  The  %(Zm;me-derivative,  prepared  by  reducing  the 
diazo-compound  with  stannous  chloride,  is  a  colourless,  amorphous 
substance  very  sparingly  soluble  iu  boiling  water,  and  insoluble  in 
alcohol. 

The  acid  CulfioX203  is  obtained  when  the  mother  liquors  from  the 
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sparingly  soluble  sodium  salt  (see  above)  are  evaporated,  and  the 
crystalline  sodium  salt  decomposed  with  hydrochloric  acid  ;  it  crystal¬ 
lises  from  hot  water  in  needles,  and  does  not  melt  when  heated  on 
platinum  foil.  The  barium  salt,  (OuH.jN^tjJ.Ba  -J-  9H>0  ?,  crystal¬ 
lises  in  needles,  and  is  very  sparingly  soluble  in  water.  The  silver 
salt  is  very  sparingly  soluble  in  water,  and  darkens  when  exposed  to 
light  in  a  moist  condition.  The  salts  are  not  decomposed  by  hydrogen 
sulphide,  and  their  solutions  show  a  blue  fluorescence.  The  hydro¬ 
chloride,  CulliUN-:0..,HCI.  crystallises  in  microscopic  needles,  and  is 
decomposed  by  water.  The  diazo- com pouud  seems  to  be  moderately 
stable.  F.  S.  K. 

Sulphonic  Derivatives  of  Parapropylmetachlorotoluene.  By 

G.  Cakrara  ((} azzetta,  19,  169—175). — The  following  experiments 
were  made  with  a  view  of  preparing  the  thiosnlpho-  and  thiochloro- 
derivatives  of  eymenu  by  fusing  the  chlorosulphoiiic  acids  with 
potassium  sulphide. 

Chlorocymene  prepared  from  thymol  and  phosphoric  chloride  by 
Fileti  and  Crosa’s  method  is  converted  into  the  sulphonic  acid  by 
Pateruo  and  Canzoneri’s  method.  Ghlorhydrin  sulphate  (48'5  grams) 
is  gradually  added  to  chlorocymene  (7U  grams),  and  heated  on  the 
water-bath  until  no  more  hydrogen  chloride  is  evolved,  the  residue, 
which  consists  of  a  yellowish  oil  and  a  white  crystalline  mass,  is 
treated  with  9S  per  cent,  alcohol,  by  which  the  former  is  completely 
dissolved  out.  The  insoluble  part  crystallises  from  9S — 99  per  cent, 
alcohol  or  from  ether  in  prisms  which  melt  at  64",  and  volatilise  with 
partial  decomposition  at  197°,  It  is  insoluble  in  water  or  in  a  20  per 
cent,  solution  of  potash,  only  very  sparingly  soluble  in  cold  alcohol, 
and  moderately  in  absolute  alcohol  and  etner.  It  has  the  composition 
G1(,HuC12S02.  On  neutralising  the  aqueous  extract  mentioned 
above  with  barium  carbonate,  and  submitting  the  barium  com¬ 
pounds  to  fractional  crystallisation,  a  salt  which  has  the  competition 
( ChoHiiChksOj)  >Ba  4-  oAq  is  obtained  as  a  uniform  mixture  of 
oblique  prisms  and  rhoniboidal  tables.  It  is  soluble  in  dilute  alcohol, 
and  very  sparingly  in  water.  The  lead  salt  forms  lustrous,  nacreous 
plates  containing  3  mols.  H20.  It  is  soluble  in  dilute  alcohol,  and 
very  sparingly  in  water.  The  silver  salt  forms  white  prisms  con¬ 
taining  k  mol.  H20.  On  exposure  to  light,  they  are  first  turned  red, 
and  subsequently  blackened.  It  is  soluble  in  water. 

Chlorocymenesulplionic  acid,  Ci0H1-.CI*SO3H  4*  3Aq. — On  decom¬ 
posing  the  lead  or  barium  salts,  separating  the  metals,  and  evaporating 
the  residual  solutions  to  dryness,  the  acid  is  obtained  as  a  crystalline 
mass  consisting  of  small,  white  prisms.  If  the  solution  is  concen¬ 
trated  to  a  syrup,  and  left  for  a  few  days  at  a  temperature  of  about 
4°,  it  separate's  out  in  large,  colourless,  transparent,  oblique  prisms. 
It  becomes  anhydrous  when  exposed  over  sulphuric  acid  in  a  vacuum, 
but  again  takes  up  the  3  mols.  H.O  on  exposure  to  the  air  for  a  short 
time.  It  melts  at  24°  when  hydrated,  and  at  79°  when  anhydrous  ; 
it  turns  brown  when  heated  above  110°.  It  is  freely  soluble  in  water, 
alcohol,  ether,  benzene,  and  hot  carbon  bisulphide. 

Xitro-deriva/ice. — The  silver  salt  of  this  compound  is  obtained  by 
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evaporating  a  mixture  of  the  sulphonic  acid  with  nitric  acid  (sp.  gr. 
=  1'38)  to  dryness  three  times  in  succession,  heating  with  water  to 
expel  the  nitric  acid,  neutralising  with  silver  carbonate,  and  fraction¬ 
ally  crystallising.  The  portion  which  separates  out  first  contains 
lustrous,  yellow  needles  of  silver  nitrochlorocymenesulphonate, 
C10Hn(XO2)ChSO3Ag  +  HA  S.  B.  A.  A. 

Preparation  of  Sulphones.  By  R.  Otto  and  A.  Rossing  (Ber., 
23,  752 —  750). — It  has  previously  been  shown  by  R.  and  W.  Otto 
(Abstr.,  1888,  282)  that  the  mono-haloid  substitution-products  of 
ketones  are  readily  converted  by  the  action  of  the  salts  of  sulphinio 
acids  into  sulphoneketones,  according  to  the  equation 

CH2ChCOCH3  +  SOjTiXa  =  NaCl  +  SO>PlrCn2-COCH3. 

If  the  monobromn-derivative  of  the  plienylsulphonacetone  thus 
obtained  be  further  treated  with  sodium  benzenesulphinate,  it  is 
converted  into  sodium  chloride  and  symmetrical  diplienj  lsulphon- 
acetone,  SOjPlrCHvCOC^'SCbPh. 

The  authors  have  endeavoured  to  find  other  methods  of  preparing 
sulphoneketones,  but  obtained  only  negative  results  from  the  action 
of  chloraeetonc  on  metliylphenylsulphone,  of  benzenesulphonic 
chloride  on  acetone,  and  ot'  benzenesul phonic  acid  and  acetone  in 
presence  of  phosphoric  anhydride,  and  of  acetic  chloride  and  chlor- 
acetone  on  ethyl  sodiophenylsnlphonacetate.  From  ethyl  chloracetate 
and  sodium  benzenesulphonate,  phenvlsulphonacetic  acid  was 
obtained,  the  acetyl-group  being  eliminated  as  acetic  acid. 

Positive  results  were,  however,  obtained  by  replacing  hydrogen  in 
ketones  by  a  mercaptan  residue,  and  oxidising  the  compound  thus 
formed  with  potassium  permanganate.  Chloracetone  and  sodium 
phenylmercaptide  act  readily  on  one  another  in  alcoholic  solution  at 
100°,  according  to  the  equation — 

COMe-CHyCl  +  SPhXa  =  XaCl  +  COMeCIR-SPh. 

The  oily  product,  after  mixing  with  a  little  benzene,  is  well 
shaken  with  a  3  per  cent,  solution  of  permanganate;  dilute  sulphuric 
acid  being  occasionally  added,  until  the  solution  remains  permanently 
red.  After  removing  the  permanganate  by  alcohol,  the  solution  is 
extracted  with  ether,  and  the  semi-crystalline  mass  recrystallised 
from  alcohol.  The  compound  thus  prepared  is  identical  with  the 
plienylsulphonacetone  previously  prepared  by  R.  and'  W.  Otto.  The 
aqueous  solution,  after  extraction  with  ether,  contains  acetic  and 
benzenesulplionic  acids,  which  are  products  of  the  further  oxidation  of 
plienylsulphonacetone. 

Ethyl  thiophenylaeetoacetate,  SPlrCHAcAOOEt,  obtained  from 
sodium  phenylmercaptide  and  ethyl  ehloracetoacetate,  on  oxidation, 
gives  carbonic  anhydride,  acetic  acid,  and  phenyl  bisulphide. 

Hie  hi  or  hydrin  is  acted  on  by  sodium  phenylmercaptide  with  forma¬ 
tion  of  a  disulphone,  OH,CH(CH>-SPh)2,  which  is  oxidised  by 
potassium  permanganate  to  symmetrical  diphenylsulphonisopropyl 
alcohol ,  0 H*CH(CH2,SO;Ph)2,  a  yellow  oil  insoluble  in  water,  but 
readily  soluble  in  alcohol  and  ether.  Its  benzoate,  C22H2ASA1;, 
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crystallises  from  alcohol  in  needles  melting  at  149 — 1 50°.  The  cor¬ 
responding  ketone,  C0(CH2*S02*Ph)2,  cannot  be  obtained  by  further 
oxidation,  as  it  then  splits  up  into  acetic  acid  and  benzencsulphonic 
acid.  H.  G.  C. 

Replacement  of  the  Sodium  in  Ethyl  Sodiophenylsulphone- 
acetate  by  Alkyls.  By  A.  Micuakl  (Ber.,  23,  6(19—071 ).— The 
author  has  repeated  some  of  the  experiments  on  the  synthesis  of 
komologucs  of  ethyl  phenylsulphoneacctate  which  were  previously 
carried  out  conjointly  with  Palmer  .and  Comey  (Abstr.,  1S84.  319; 
ISS5,  980),  as  his  results  were  called  into  question  by  Otto  and 
Rossing  (Abstr.,  1SS9,  994)  ;  be  points  out  that  they  were  unable  to 
obtain  ethyl  a-phenylsulphonebutyrate,  for  the  simple  reason  that 
they  used  alcohol  containing  water,  and  in  doing  so  neglected  to 
follow  his  directions.  F.  S.  K. 

Analogy  of  Ketonic  Acids  to  Sulphonecarboxylic  Acids.  By 

A.  Rossing  (.7.  pr.  Ghem.  [2j,  41,  309 — 390). — The  action  of  various 
substances,  whose  behaviour  with  ethyl  aeetoacetate  (as  a  typical 
ketonic  acid)  is  known,  on  phenylsnlphonacetic  acid,  ethyl  sodio- 
phenylsulphonacetate,  and  sodium  benzenesulphinate  was  tried.  The 
author  summarises  the  results  of  his  experiments  as  follows: — (1) 
/^-Sulphonecarboxylic  acids  (R-S02*CH>*C00  H)  are  not  split  up  into 
other  acids  by  the  action -of  alkalis.  (2)  The  sodium  in  ethyl  sodio- 
phenylsulphonacetate  cannot  be  displaced  by  acid  radicles.  Substi¬ 
tuted  ethereal  salts,  containing  an  acetyl-  and  a  sat  I  phone-group, 
united  to  the  same  carbon-atom,  cannot  be  obtained  by  acting  on 
sodium  benzenesulphinate  with  ethyl  mono-  or  di-chloracetuacetate. 
(3)  The  action  of  iodine  on  ethyl  sodiophenylsnlphonacetate  in  the  pre¬ 
sence  of  water  in  alcoholic  solution  produces  only  iodomethylphenvl- 
sulphone,  and  not  an  ethyl  diphenylsulphoncsuccinate,  nor  can  a 
diphenylsulphonesuccinic  acid  be  obtained  by  the  action  of  sodium  ben¬ 
zenesulphinate  on  mono-  or  di-bromosuccinic  acid.  (4)  Ethyl  chlor- 
oxalate  decomposes  benzene  sulphinate,  forming  carbonic  anhydride, 
phenyl  benzenethiosulphonate.  and  diethyl  oxalate;  a  little  ethvl 
phenylketonesulphonate  is  formed  at  the  same  time.  (5)  Nitrons 
acid  acts  on  phenylsulphonncetic  acid,  forming  a  compound , 
(PhS02)2NH0,  which  crystallises  in  leaflets  and  molts  at  98—99° 
without  decomposition  ;  it  is  not  identical  with  the  substance  of  the 
same  formula  obtained  by  Konigs  (Abstr.,  1878,  573),  and  contains 
no  hydroxyl-group.  (6)  Concentrated  nitric  acid  acts  on  phenyl-sul- 
phonacetic  acid,  producing  phenylnitruaostilphone,  PhSOdNO,  which 
forms  white,  vitreous  crystals  melting  at  156 — 157°,  and  soluble  in 
hot  alcohol,  benzene,  ether,  and  glacial  acetic  acid.  A.  G.  B. 

Indazole-derivatives.  By  H.  Strassmanx  ( Ber .,  23,  714 — 71S). 
— The  author  has  further  examined  the  reactions  of  the  remarkable 
compound  obtained  by  Victor  Meyer  by  the  action  of  alkalis  on  the 
substance  obtained  from  diazobenzenc  chloride  and  ethyl  dinitrophenyl- 
acetate,  to  which  the  provisional  constitutional  formula 

NPlrGJI^NO, 

N— C-COOK‘ 
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has  been  assigned  (Abstr.,  ISS'J,  516).  The  compound  in  question 
cannot  be  reduced  by  any  of  the  usual  means;  but  the  conclusion 
that  it  does  not  contain  a  nitro-group  cannot  be  drawn,  as  the  com¬ 
pound  from  which  it  is  obtained,  and  which  undoubtedly  contains 
nitro-groups,  is  equally  stable  towards  the  same  reagents. 

When  the  methyl  salt  of  the  indazol e-compound  is  heated  with 
hvdroxylamine  hydrochloride  and  ethyl  alcohol  in  a  sealed  tube  at 
160—180°  for  eight  hours,  it  is  converted  into  a  substance  which 
crystallises  in  orange  rhombohedra  or  yellow  needles,  and  melts  at 
158°;  this  was  found,  however,  to  consist,  not  of  au  oxime,  but 
simply  of  the  ethyl  salt.  It  may  also  be  prepared  by  substituting 
hydrochloric  acid  for  hydroxylamine  hydrochloride. 

Fuming  nitric  acid  acts  on  the  above  methyl  salt  with  formation  of 
a  mononitro-compound,  Ci5H,0FrsO|-NO,,  which  crystallises  from 
acetic  acid  in  white  needles  melting  at  281°.  It  dissolves  with 
difficulty  in  ammonia,  yields  a  yellow,  flocculent  silver  salt,  and  is 
readily  reduced  by  zinc  and  hydrochloric  acid,  forming  an  amido- 
compound  which,  on  the  addition  of  alkali,  separates  in  grey  flocks, 
soluble  in  concentrated  acids.  The  hydrochloride  forms  small,  white 
plates,  and  gives  with  platinous  chloride  and  hydrochloric  acid  a 
yellow,  micro-crystalline  precipitate.  The  nitrate  and  sulphate  are 
also  white  and  crystalline. 

The  compound  is  quite  as  stable  towards  fuming  sulphuric  acid, 
which  converts  it  into  a  sulphonic  acid,  very  sparingly  soluble  in 
alcohol,  and  crystallises  from  that  liquid  in  slender  needles  which, 
on  heating,  carbonise  without  melting. 

As  the  compound  does  not  split  up  when  subjected  to  the  action  of 
the  strongest  reagents,  the  author  has  endeavoured  to  throw  some 
light  on  its  constitution  by  examining  the  action  of  amyl  nitrite 
on  ethyl  dinitrophenylacetate.  The  compound  obtained  agreed  in 
composition  with  none  of  the  substances  which  might  be  expected  to 
be  formed  in  the  reaction,  and  requires  further  investigation. 

H.  G.  C. 

Some  new  Diphenyl-derivatives.  By  E.  Tauber  ( Ber .,  23, 
70 -l — 708). — Metadinit robenzidine,  ±S  HrC6H3(N  Ch)’ CkH;,(NH2)*N02 
[(EHs)2  :  (N02)2  =  4  :  4'  :  2  :  G'],  was  prepared  by  dissolving  ben¬ 
zidine  sulphate  in  sulphuric  acid,  and  adding  potassium  nitrate  in 
such  quantity  as  to  furnish  enough  nitric  acid  for  the  formation  of  a 
dinitro-deri vative.  The  liquid  was  then  poured  into  water,  filtered 
from  a  slight  precipitate  which  formed,  and  saturated  with  soda  or 
ammonia.  The  precipitated  nitro-com pound  was  collected,  dissolved 
in  dilute  hydrochloric  acid,  and,  after  boiling  the  solution  with 
animal  charcoal,  reprecipitatcd  by  ammonia,  and  crystallised 
repeatedly  from  alcohol.  It  melts  at  21-1°,  and  dissolves  in  dilute 
mineral  acids,  and  to  some  extent  in  water. 

Metadin  m  idobenzidine ,  [W  =  4  :  4'  :  2  :  6'],  was  obtained  as 
a  hydrochloride  by  reducing  the  above  dinitro-compound  with  tin 
and  hydrochloric  acid,  and  removing  the  tin  with  hydrogen  sulphide. 
By  decomposing  the  purified  hydrochloride  with  excess  of  strong 
aqueous  ammonia,  the  base  itself  was  obtained  in  small  plates 
melting  at  165°.  It  does  not  react  with  orthodiketones,  and  yields 
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brown  colouring  matters  with  nitrons  acid  and  with  diazochlorides; 
honco  it  is  a  weffi-compound.  The  author  prefers  the  formula 
[ (N’t  1 3)4  =  4  :  4'  :  2  :  G'J  to  [4  :  4'  :  2  :  2']  for  this  substance,  because 
it  does  not  give  a  diamido-carbazol  when  heated  with  hydrochloric 
acid  under  pressure,  as  a  compound  with  the  latter  constitution 
would  be  expected  to  do. 

M ohtnit robfnzidinp ,  X Or 06  H;,  f  X I L)  -Ob  I  i4-  X  H,  [(XI T,).  :  NO,  = 
4:4':  2  I,  was  prepared  in  a  similar  manner  to  the  dinitro-compound, 
half  the  quantity  of  potassium  nitrate  being  used.  Ou  cooling  the 
solution,  yellowish  metanitrobenzidine  hydrogen  sulphate, 

Cl,lf11X,0,,U2S01  +  ?,H,0, 

crystallised  out,  and  was  purified  by  recrystallisation  f  1*0 111  water. 
When  decomposed  by  ammonia,  it  yielded  the  free  nitro-baso  as  an 
oil,  which  soon  solidified  to  a  red,  crystalline  mass  melting  at  143°. 

Melamidobenzidine  [(NH,)S:  NO,  =  4  :4'  :  2], — The  hydrochloride 
of  this  base  was  obtained  by  reducing  the  nitro-componnd  with  tin 
and  hydrochloric  acid.  This  salt  was  decomposed  by  ammonia,  and 
the  solution,  on  being  allowed  to  evaporate  spontaneously,  deposited 
the  base  in  long,  colourless  needles  melting  at  134".  The  brown 
colouring  matters  which  it  yields  with  nitrous  acid  and  with  diazo- 
cldorides  show  that  it  is  a  mef«-compound. 

As  regards  the  azo-colouring  matters  which  the  above  substances 
yield,  it  appears  that  the  introduction  of  one  nitro-group  in  the 
meta-position  with  respect  to  an  nmido-group  weakens  the  affinity  of 
the  dye  for  the  cotton-fibre,  whilst  the  second  nitro-group  in  the 
meta-position  destroys  it  altogether.  C.  F.  B. 

Derivatives  of  Stilbene  and  Isostilbene.  By  V.  Redzico  (./. 
lluss.  Chfim.  Sac.,  21.  421 — 430).  —  In  order  to  find  whether  the  two 
tolane  bichlorides,  Ci4H1(lCl2  (*-  and  ft-),  arc  chemically  isomeric  or 
only  physically,  the  author  has  subjected  diphenyldichlorethylene, 
CPhniCCl-.,  to  the  action  of  hydriodie  acid  and  red  phosphorus.  On 
heating  a  mixture  of  2  grams  of  t he  dichloride  (boiling  at  316'5 
corr.)  with  1  gram  of  red  phosphorus  and  30  c.c.  of  strong  liydr- 
io.lic  acid  for  20  hours  at  170 — 190°,  a  mixture  of  hydrocarbons  was 
obtained,  consisting  chiefly  of  diphenylethane  and  the  lower  homo- 
logues  of  benzene,  the  last  being  products  of  decomposition  of 
di benzyl.  On  changing  the  conditions  of  reduction,  dibenzyl  was 
obtained.  On  saturating  a  solution  of  tolane  in  chloroform  with 
chlorine,  tolane  tetrachloride  was  obtained. 

Phosphorus  pentachloride  was  cooled  in  a  retort,  and  benzoin 
added  to  it ;  the  more  volatile  products  of  t lie  violent  reaction  were 
removed  by  distillation,  and  the  residue  extracted  with  ether.  In 
this  way,  a  mixture  of  chlorobenzile,  C14H10OCI2,  with  a -to  lane 
dichloride  was  obtained.  Chlorobenzile  was  found  to  melt  at  61 — 62u. 
The  author  has  doubts  as  to  whether  /3-tolane  dichloride  has  the 
same  symmetrical  formula  as  the  a-compouud.  B.  B. 

Action  of  Ammonium  Formate  on  Ketones.  By  R.  Bkuckaut 
(,/.  pr.  C 'hem.,  [2],  41,  330 — 340;  compare  Abst-r.,  1885,  1215;  1SS6, 
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1023;  1887,  376;  1889,  SS3,  1003). — When  ammonium  formate  (2| 
parts)  is  heated  with  benzile  (1  part)  for  five  hours  at  215 — 220°,  the 
reaction  mixture  treated  with  water  and  crystallised  from  alcohol, 
colourless  needles  or  leaflets  of  benzilam  (m.  p.  113")  are  obtained 
(70  per  cent,  of  the  benzile  used)  ;  this  formation  confirms  Japp’s 
formula  for  benzilam  (Abstr.,  1884,  313).  A  small  quantity  of  lophine 
is  obtained  at  the  same  time. 

When  ammonium  formate  is  heated  with  benzoin  at  230°,  ditolane- 
azotide  (in.  p.  245°  ;  Japp,  Trans.,  1886,  828)  is  obtained,  and  if 
phenanthraqninone  is  substituted  for  benzoin,  diplienanthrylene- 
azotide  (ibid.)  is  formed. 

Ammonium  formate  simply  reduces  anthraquinone  without  forming 
any'  additive  product. 

Acetone  was  heated  with  ammonium  formate  for  4 — 5  hours  in  a 
sealed  tube  at  210°,  and  the  oil  formed  mixed  with  soda  and  distilled 
with  steam.  The  colourless  distillate  was  acidified  with  hydro¬ 
chloric  acid,  evaporated,  mixed  with  soda,  and  shaken  with  ether; 
the  ether  was  evaporated,  and  the  residual  oil  distilled,  when  the 
following  fractions  were  obtained:  —  (l)  CSH15N,  a  colourless, 
strongly'  refractive,  mobile  oil,  distilling  at  155 — 156°  ;  it  is  a  strong 
base,  and  gives  coloured  precipitates  with  solutions  of  metallic  salts; 
its  hydrochloride  and  platinochloride  wove  obtained.  The  yield  of  this 
fraction  is  about  9  per  cent,  of  the  acetone.  (2)  Ci0H,9N,  a  yellow 
oil  which  gradually  becomes  brown  ;  it  distils  between  195°  and  20u°, 
is  less  soluble  in  water  than  the  first  fraction,  and  is  a  strong  base. 
It  gives  coloured  precipitates  with  solutions  of  metallic  sabs.  (3) 
CioH19N,  a  yellowish-brown  oil,  quite  insoluble  in  water  and  strongly 
basic.  It  distils  between  260°  and  270°. 

All  these  oils  have  a  peculiar,  numbing  smell,  and  are  undoubtedly 
closely  allied  to  the  pyridine  bases.  A.  Gf.  B. 


Tetrachloro-jt-diketohydronaphthalene  and  its  Decomposi¬ 
tion-products  :  Orthotrichloracrylbenzoic  Acid  and  Phthalyl- 
chloracetic  Acid.  By  T.  Zincke  and  T.  Cooksey  ( Anmtlen ,  255, 
3.56 — 392). — It  has  been  shown  by  Zincke  and  Frolich  (Abstr.,  1887, 
955)  that  the  dichloro-«-naphthachloroqninono  obtained  by  Claus 
(Abstr.,  1886,  714)  is,  in  reality,  a  ketochloride-derivative  of  hydro¬ 
naphthalene,  analogously  constituted  to  the  compounds  prepared  from 
amido-/3-naphthol ;  it  was  also  shown  by  Zincke  and  Kegel  (Abstr., 
1888,  709)  that  when  Claus’  dichLoro-a-naphthachloroquinone  is 
treated  with  alcoholic  potash,  it  is  converted  into  an  acid  identical 
with  the  compound  obtained  from  hexachlorodiketohydronaphtha- 
lene;  this  probably  has  the  constitution  CCl2iCCbCO*C6H4*COOH. 
The  experiments  described  below  prove  that  this  acid  has  this  con¬ 
stitution  ;  it  follow's,  therefore,  that  Claus’  diehloro-jc-naphthachloro- 
qninone  is  a  tetracliloro-a-diketohydronaphthalene  of  the  constitution 

COCCh 

CgH4<C(>CC1,‘ 

Tetracliloro-*-diketohydronaphthalene,  prepared  by  Claus’  method 
(loc.  cit .),  melts  at  117°,  and  is  much  more  stable  than  the  isomeric 
compounds. 
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Orfhotrichloraerylbenzoio  acid,  CChiCCbCO'CJVCOOH,  crystal¬ 
lises  in  needles  or  prisms  and  melts  at  12t> — 1 1?7° ;  tlie  metallic  salts  can¬ 
not  be  obtained  owing  to  their  instability.  Th a  methyl  salt,  OnH7Cl3Oa, 
crystallises  from  dilute  alcohol  in  well-defined,  colourless  prisms, 
melting  at  47 — 48°.  The  acid  is  completely  decomposed  by  water  at 
140 — 150°,  yielding,  besides  resinous  products,  a  neutral  compound, 
which  crystallises  in  reddish-brown  needles,  melts  at  270°,  and  is  free 
from  chlorine.  It  is  gradually  decomposed  by  cold  alkalis,  yielding 
phthalie  acid  and  trichlorethylene,  and  when  treated  with  aniline  in 
the  cold  it  is  converted  into  plithalanil  (m.  p.  203°). 

Orthopenlachloropropiomjlbenzoic  acid,  CClyCCVCO’CaH/COOIT,  is 
formed  when  orthotrichloracrylbcn/.oic  acid  is  heated  at  140 — 150° 
with  manganese  dioxide  and  concentrated  hydrochloric  acid.  It  crys¬ 
tallises  from  glacial  acetic  acid  in  prisms,  melts  at  185 — -180°,  and  is 
moderately  easily  soluble  in  alcohol  and  glacial  acetic  acid,  but  almost 
insoluble  in  water.  It  is  not  acted  on  by  concentrated  sulphuric  acid 
at  100°,  bat  when  heated  alone,  it  is  decomposed  into  pentachlorcthane 
and  phthalie  anhydride,  which  sublimes.  It  dissolves  unchanged  in 
sodium  carbonate,  but  it  is  immediately  decomposed  by  alkalis  yield¬ 
ing  phthalie  acid  and  pentachlorcthane.  The  methyl  salt,  CnITiCljOa, 
crystallises  from  dilute  alcohol  in  needles,  melts  at  78 — 7tl°,  and  is 
readily  soluble  in  methyl  and  ethyl  alcohol. 

Phthahjlchlor acetic  acid ,  CO<7q  y  ^>C!CCl'COOH,  is  produced,  to¬ 
gether  with  small  quantities  of  an  isomeric  acid,  chloracetophenone- 
earboxylie  acid,  and  a  compound  melting  at  104 — 105°,  when  ortho- 
trichloracrylbenzoic  acid  is  treated  with  concentrated  sulphuric  acid 
at  the  ordinary  temperature.  The  solution  is  poured  into  water,  the 
precipitate  separated  by  filtration,  dissolved  in  sodium  acetate,  and 
the  boiling  solution  acidified  with  hydrochloric  acid,  whereupon  the 
phthalylchloracetic  acid  and  its  isomcride  are  precipitated  in  crystals 
(and  can  be  separated  by  crystallising  from  a  mixture  of  benzene  and 
acetic  acid),  while  the  chloracetophenonecarboxylic  acid  remains  in 
the  solution  and  can  be  isolated  by  extracting  with  ether.  Phthalyl¬ 
chloracetic  acid  separates  from  a  mixture  of  benzene  and  acetic  acid 
in  slender,  silky  needles,  melts  at  233 — 234°  with  previous  softening, 
and  is  readily  soluble  in  alcohol  and  glacial  acetic  acid,  but  only 
sparingly  in  acetone  and  benzene,  and  almost  insoluble  in  light 
petroleum.  It  is  gradually  decomposed  by  cold  sodium  carbonate, 
and  quickly  by  soda,  yielding  a  yellow,  resinous  compound,  but  it 
dissolves  unchanged  in  cold  sodium  acetate,  and,  even  on  boiling,  it  is 
only  slowly  decomposed.  When  warmed  for  a  long  time  with  con¬ 
centrated  sulphuric  acid,  it  is  converted  into  a  neutral  substance, 
probably  tribenzoylenebenzene,  which  melts  at  180°;  it  is  readily 
oxidised  by  nitric  acid  of  sp.  gr.  1’4,  with  formation  of  phthalie 
acid. 

The  anilide  of  chloracetophenonecarboxylic  acid, 
NHPh-CO'CsHyCO-CHjCl, 

is  formed,  with  evolution  of  carbonic  anhydride,  when  phthalylchlor¬ 
acetic  acid  is  warmed  with  aniline  in  alcoholic  solution  ;  it  separates 
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from  Lot  alcohol  in  colourless  crystals,  melts  at  175 — 176°  with 
decomposition,  and  is  insoluble  in  water. 

Dichloromefhyleneplithalyl,  CO<^^>C:Cl2,  is  easily  obtained,  to¬ 
gether  with  the  tetrach loro-compound  (see  below),  by  passing  chlorine 
into  glacial  acetic  acid  containing  phthalylchloracetic  acid  in  suspen¬ 
sion  until  the  acid  has  completely  dissolved.  It  crystallises  from  hot 
alcohol  in  long,  slender  needles,  melts  at  12S — 129°,  and  is  readily 
soluble  in  benzene,  glacial  acetic  acid,  and  light  petroleum.  When 
treated  with  cold  alcoholic  potash,  it  is  converted  into  dichloraceto- 
phenonecarboxylic  acid,  identical  with  the  compound  obtained  by 
Zincke  and  Gerland  from  dichlorodiketohydrindene  :  when  dichlor- 
acetophenonecarboxylic  acid  is  warmed  with  concentrated  sulphuric 
acid,  it  is  reconverted  into  dichloromethylenephthalyl. 

Tetrachlcromethylphthalide  (tetrachloromethylenephthalyl), 

CO<£“>CChCCl3, 

crystallises  from  dilute  alcohol  in  well-defined,  colourless  prisms, 
melts  at  93 — 94r',  and  is  readily  soluble  in  alcohol,  glacial  acetic  acid, 
and  benzene;  it  is  decomposed  by  alcoholic  potash  into  chloroform 
and  phthalic  acid. 

The  acid  Ci[>H5C104,  isomeric  with  phthalylchloracetic  acid,  is  ob¬ 
tained  when  the  mother  liquors  from  the  phthalylchloracetic  acid 
(see  above)  are  evaporated  to  dryness  and  the  residue  extracted  with 
hot  benzene,  in  which  it  is  more  readily  soluble  than  phthalylchlor¬ 
acetic  acid.  It  crystallises  in  slender  needles,  melts  at  215 — 2 1 0° 
with  previous  softening,  and  resembles  the  isomeride  in  its  properties 
and  reactions;  when  dissolved  in  cold,  concentrated  sulphuric  acid,  it 
is  gradually  converted  into  phthalylchloracetic  acid. 

Chloracetophenonecar'bovyUc  acid,  C  00  H'CrIIuCO’CEBCI,  crystallises 
from  a  mixture  of  ether  and  light  petroleum  in  thick,  colourless 
needles,  melts  at  118 — 119°,  and  is  moderately  easily  soluble  iu 
alcohol,  ether,  glacial  acetic  acid,  and  benzene,  but  almost  insoluble 
in  light  petroleum.  The  methyl  salt,  CinH90;,Cl,  crystallises  from 
dilute  alcohol  in  colourless  needles  melting  at  78 — 79°.  When  the 
acid  is  treated  with  chlorine  in  sodium  carbonate  solution,  it  is  con¬ 
verted  into  trichloracetophenonecarboxylic  acid  (m.  p.  142°).  the 
methyl  salt  of  which  crystallises  in  colourless  needles  and  melts  at 
127—128°. 

A  direct  comparison  of  the  acid  obtained  from  hexachloroketo- 
hydronaphthalene  with  the  orthotrichloracrylbenzoic  acid  described 
above  proved  the  identity  of  the  two  compounds  ;  the  methyl  salts  of 
the  two  acids  were  also  proved  to  be  identical.  F.  S.  K. 

Dichloro-*-naphthaquinone  Dichloride.  By  A.  Claus  ( J .  pr. 
Ghem.,  [2],  41,  285 — 291). — In  this  paper  the  author  replies  to  a 
paper  of  Zincke  and  Cooksey  (preceding  abstract),  in  which  they  are 
at  variance  with  him  as  to  the  constitution  and  nomenclature  of  some 
naphthaquinone-derivatives.  A.  (jf.  B. 
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Azimido-compounds.  By  T.  Zincke  and  C.  Campbell  (Annahm, 
255,830  —350;  compare  Zincke  and  Arzberger,  Abstr.,  1880,  .501). 
— When  iimido-/?-naphthylphenylamine  is  treated  with  acetic  acid  and 
sodium  nitrite,  it  yields  a  tertiary  azimide,  which  has  quite  different 
properties  from  the  compound  of  the  same  composition  which  is 
obtained  by  the  oxidation  of  bonzcneazo-/3-naphthylamine.  The  two 
substances  are  therefore  isomeric,  and  each  belongs  to  a  distinct  class 
of  compounds,  which  may  be  named  uznnides  and  pseuduazimide s 

respectively.  The  azimides  contain  the  atomic  complex, 


and  are  obtained  by  the  action  of  nitrous  acid  on  orthodiamines  or 
their  derivatives;  they  contain  a  hydrogen-atom  in  combination  with 
nitrogen,  which  can  be  displaced  by  metals,  acid  radicles,  and  alkyl- 
groups,  and  they  can  be  easily  converted  into  tertiary  bases  and 
ammonium  hydroxides,  or  their  derivatives.  The  pseudoazimidcs 

contain  the  atomic  complex,  ^.>NX,  and  are  formed  by  the  oxida¬ 


tion  of  the  orthamidodiazo-compounds  and  by  the  decomposition  of 
the  diazoimides  obtained  from  the  latter;  they  have  not  a  basic 
character. 

_ 

Phcnylazimidonaphthalcne ,  is  obtained  when 

a-amido-/3-naphthylplienylamine.  or  the  hydrochloride  thereof,  is 
gradually  treated  with  sodium  nitrite  in  cold  glacial  acetic  acid  solu¬ 
tion.  It  can  also  be  prepared  by  treating  amidophenylnaphthylamine 
with  excess  of  amyl  nitrite  in  well-cooled  glacial  acetic  acid  solution, 
and  then  evaporating  to  dryness  on  the  water-bath.  It  crystallises 
from  hot  alcohol  in  colourless  needles,  and  from  glacial  acetic  acid  in 
prisms,  melts  at  140 — 150°,  and  is  almost  insoluble  in  water;  it  is 
only  very  sparingly  soluble  in  concentrated  hydrochloric  acid,  and  it 
does  not  form  a  platinochloride.  The  methiodide,  CpH^XsI,  prepared 
by  heating  the  base  with  methyl  iodide  at  100°,  crystallises  from  hot 
dilute  alcohol  in  colourless  needles,  melts  at  196°  with  liberation  of 
methyl  iodide,  and  is  only  sparingly  soluble  in  alcohol,  water,  and 
glacial  acetic  acid;  it  combines  with  iodine  yielding  a  period  id?, 
which  crystallises  in  reddish-brown  needles  melting  at  127°.  The 
methochloride ,  Ci-HJ1X:tCl,  prepared  by  treating  the  methiodide  with 
silver  chloride,  is  readily  soluble  in  water  and  alcohol,  and  crystallises 
from  the  last-named  solvent  in  small,  colourless  needles  melting  at 
183°  with  ‘decomposition.  The  platinochloride,  (Ci7HJ1X.JCl)>PtCl.i, 
crystallises  in  small,  yellow  plates,  melts  at  about  250 — 251°,  and  is 
only  sparingly  soluble  in  hot  alcohol  and  glacial  acetic  acid,  and 
almost  insoluble  in  water.  The  compound  C]-HhX3C1.IC1,  prepared 
from  the  iodide  by  Zincke  and  Lawson’s  method  (Abstr.,  1887, 
730 — 731),  crystallises  in  broad,  yellow  needles  or  plates,  and  melts  at 
138 — 139°.  The  hydroxide,  CnHl4lSVOH,  can  only  be  obtained  in 
solution,  and  it  decomposes  when  its  solutions  are  evaporated  ;  it  has 
a  strongly  alkaline  reaction  and  an  intensely  bitter  taste,  and  it  decom¬ 
poses  salts  of  ammonia,  iron,  and  aluminium. 

Pthylphenylnaphthaleneazammonium  iodide,  CiJInX^Etl,  prepared 
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by  heating  phenylazimidonaphthaleue  with  ethyl  iodide  at  100°  for 
5 — G  hours,  crystallises  in  colourless  needles,  melts  at  192°  with  de¬ 
composition,  and  is  moderately  easily  soluble  in  hot  alcohol,  but  only 
sparingly  in  water.  The  periodide  crystallises  in  brown  plates  and 
melts  at  113°.  The  ethochloride,  C^HnbT^EtCl,  obtained  by  treating 
the  iodide  with  silver  chloride, crystallises  in  almost  colourless  needles, 
melts  at  212°  with  decomposition,  and  is  readily  soluble  in  water 
and  alcohol,  hut  only  sparingly  in  ether.  The  platinochlm'ide, 
(CisHjexViClbh’tCh,  crystallises  from  hot  alcohol,  in  which  it  is  only 
sparingly  soluble,  in  golden  plates,  melts  at  about  2G4°,  and  is  almost 
insoluble  in  water.  The  c/Bmnodo-additive  compound  forms  large, 
dark-yellow  plates  melting  at  174 — 17G°. 

When  amidophcnylnaphthylamine  hydrochloride  is  treated  with 
amyl  nitrite  in  cold  glacial  acetic  acid  solution,  the  chloro-compound 
(m.  p.  172 — 173°)  previously  described  by  Zincke  and  Lawson  (Zw. 
c lit.)  is  obtained. 

A  compound  of  the  composition  CieHs^iOj,  or  C^HmNjCh,  separates 
in  crystals  when  nitrous  acid  (prepared  from  arsenic  trioxide  and 
nitric  acid)  is  passed  into  a  well-cooled  glacial  acetic  acid  solution  of 
amidophenylnaphthylamine.  It  crystallises  in  golden  needles,  melts 
at  207 — 208°,  and  is  readily  soluble  in  hot  glacial  acetic  acid  and  hot 
benzene,  but  only  sparingly  in  hot  alcohol ;  it  dissolves  in  concentrated 
sulphuric  acid  yielding  a  colourless  solution,  does  not  gi\c  Lieber- 
mann’s  nitroso-reaction,  and  does  not  combine  with  alkyl  iodides. 
When  reduced  with  stannous  chloride  in  warm  alcoholic  solution,  it  is 
converted  into  a  base  of  the  composition  Ci6ni2N4;  this  compound 
crystallises  in  colourless  needles  or  plates,  melts  at  193  -  194°,  and  is 
readily  soluble  in  alcohol,  glacial  acetic  acid,  and  chloroform,  the  solu¬ 
tions  showing  a  slight  flnoresecnce.  The  hydrochloride.  CigH 12N,,ITC], 
crystallises  in  colourless  needles  or  plates.  The  ucetyZ-derivative, 
Ci6HhN4Ac,  crystallises  from  hot  alcohol,  in  which  it  is  only  sparingly 
soluble,  in  colourless  needles,  melts  at  2G0 — 2G1°,  and  is  readily 
soluble  in  glacial  acetic  acid.  The  di'aeeZyZ-derivative,  C|6H10N4Ac2.  is 
obtained,  together  with  the  monnectyl-derivativc,  by  boiling  the  base 
for  a  long  time  with  acetic  anhydride  and  sodium  acetate;  it  crystal¬ 
lises  from  dilute  alcohol  in  plates,  melts  at  17G — 177°,  and  is  readily 
soluble  in  glacial  acetic  acid. 

When  the  hydrochloride  of  the  base  (m.  p.  193—194°)  is  suspended 
in  alcohol  and  treated  with  a  little  glacial  acetic  acid  and  sodium 
nitrite,  it  is  converted  into  a  deep-red  substance  which  is  almost 
insoluble  in  all  ordinary  solvents,  and  is  reconverted  into  the  base 
when  warmed  with  a  dilute  alcoholic  solution  of  stannous  chloride. 

A  compound  of  the  composition  is  formed  when  the  base 

(m.  p.  193 — 194°)  is  heated  with  benzaldehyde  for  a  few  hours  at 
130 — 140°  ;  it  crystallises  in  yellow  needles,  melts  at  137 — 139°,  and 
is  readily  soluble  in  benzene,  but  only  sparingly  in  light  petroleum. 

Pseudophenylazimidonaphthalene,  Ci0Il6<C-^)>^B?h,  prepared  by 

the  method  previously  described  by  Zincke  (Abstr.,  188G,  244),  melts 
at  107 — 108°,  and  is  chiefly  characterised  by  its  chemical  indifference; 
molecular  weight  determinations  bv  Raoult’s  method  in  <rlacial  acetic 


ORGANIC  CHEMISTRY. 


781) 


aeul  solution  gave  results  iu  accordance  with  the  molecular  formula 

c,6Hi^3.  p.  is.  k. 


Amidochrysene.  By  R.  Ab ego  (Tier.,  23,  702—793). — Mono- 
nitrochrysenc  cannot  be  reduced  by  the  usual  agents;  hydriodie  acid, 
however,  effects  the  desired  result.  Pure  nitrochrysene,  mixed  with 
a  little  red  phosphorus,  was  gently  boiled  with  hydriodie  acid  until 
the  original  brown  colour  had  changed  to  grey.  The  grey  powder, 
evidently  the  hydriodidc  of  a  base,  was  washed  and  dried,  dissolved 
in  hot  alcohol,  filtered  from  unaltered  red  phosphorus,  and  treated 
with  concentrated  alcoholic  potash;  the  free  base,  ClsHn*NH2,  being 
less  soluble  iu  alcohol  than  its  hydriodidc,  then  separated  out.  It 
melts  at  201 — 203c,  its  colour  is  brown  or  yellowish-brown,  and  it  dis¬ 
solves  in  benzene,  nitrobenzene,  ether,  alcohol,  and  acetic  acid.  Its 
platinochloride,  (C^H^N^ILPtCU,  was  obtained  as  a  yellow,  crystal¬ 
line  precipitate,  which  oxidises  and  turns  green  when  warmed. 

C.  F.  B. 


Terpenes  from  the  Oil  of  Pinus  abies.  By  W.  Kouuh.off  (/. 
Russ.  Chem.  Soc.,  21,357 — 367). — Resin  from  the  fir  tree  ( Finns  abies) 
was  distilled  with  steam  and  the  oil  subjected  to  fractional  distilla¬ 
tion  and  purification  from  oxygen  compounds.  It  contains  an  inactive 
terpene  and  a  detro- rotatory  isoterpene.  The  author  has  carefully 
determined  their  physical  properties,  and  compares  them  with  optic¬ 
ally  isomeric  compounds  obtained  previously  by  Plavitzky  (Abstr., 
1887,  968). 


Inactive 

terpene. 

Boiling  point . 157° 

Spec.  rot.  power  [aD]. .  0 

-n  ,  /  0° .  0874S 

Density  at  |  20„ .  0-S5Sf> 

Coeff.  of  dilat . 0'0(J093 


Mol.  refrac.  P  — — - — -  ^  7l‘4S 


Dextro- 

Dextro- 

Luevo- 

terpene. 

isoterpene. 

isoterpene. 

156° 

178-3° 

176-7° 

+  2  7' 5° 

+  57-6° 

47-5° 

0-8764 

0-8627 

0-8027 

0-8600 

0"S480 

0-8529 

0-00095 

0-U00S9 

0-000S7 

71-24 

73'28 

73-2S 

B.  B. 

Dextrorotatory  Terpene  from  Pinus  cembra.  By  F.  Flayitzky 
(J.  Russ.  Chem.  8"oc.,  21,  367— 375). — A  large  quantity  of  the  needle’s 
of  the  Siberian  cedar  ( l’inus  cembra ,  L.)  was  subjected  to  distillation 
with  steam  and  the  oil  obtained  fractionated  and  purified.  The 
dextrorotatory  terpene  hitherto  obtained  by  the  author  from  Russian 
turpentine  had  a  rotatory  power  of  [*]D  =  +  32'45°  only,  whereas 
the  corresponding  lrevorotatory  terpene  from  French  turpentine  was 
found  to  have  a  rotatory  power  of  [«]p  =  —  43"36°.  Fractionation 
of  the  cedar-oil  yielded  a  terpene  boiling  at  156°  (corr.)  and  having 
a  specific  rotatory  power  \_oC\v  =  +  45'04°.  The  density  is  0'S740 
at  0°  and  0'8585  at  20°.  Coefficient  of  dilatation  =  (J’UU094°,  mole¬ 


cular  refractive  power  P 


A  -  1 
d 


=  718 


Analogous  values  are  given 


for  some  of  its  derivatives.  The  terpene  in  question  is  optically 
isomeric  with  that  from  French  turpentine,  the  value  of  [*]d,  found 
by  Flavitzky,  being  =  —  43'36°,  whereas  Bouchardat  and  Lafont 
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(Abstr.,  1886, -475),  after  allowing  tlie  same  terpene  to  remain  in 
contact  with  glacial  acetic  acid  for  six  months,  found  [«]n  =  —  44'9o°. 
The  two  terpenes  are  therefore  optically  isomeric,  boiling  at  156°,  and 
having  a  specific  rotatory  power  of  [a]  =  +  45°  and  —  45°.  Both 
isomevides  seem  to  behave  differently  towards  a  solution  of  1  per  cent, 
of  sulphuric  acid  in  glacial  acetic  acid,  the  action  on  the  laevorotatory 
compound  being  more  energetic.  B.  B. 

Camphoric  Acids.  By  E.  .Tuxgfleisch  ( Compt .  rend.,  110, 
790 — 796). — The  solubility  of  ordinary  dextrogyrate  camphoric  acid 
is  practically  identical  with  that  of  the  kevogyrate  acid  from  feverfew 
camphor,  but  very  different  from  that  of  the  Itevogyrate  acid  obtained 
by  heating  the  dextrogyrate  acid  in  presence  of  water. 

When  lfevogyrate  camphoric  acid  is  heated  in  presence  of  water,  it 
yields  an  optically  inactive  acid,  paracamphoric  acid,  which  is  very 
similar  to  mesocamplioric  acid,  but  which  can  be  split  up  into  a 
lmvogyrate  acid  similar  to  the  original  acid  and  a  dextrogyrate  acid 
similar  to  that  obtained  from  dextrocamphoric  acid  under  like  con¬ 
ditions,  but  with  an  equal  rotatory  power  of  opposite  sign.  The 
dextrogyrate  and  laivogyrate  acids  obtained  in  this  way,  when 
mixed  in  equivalent  proportions,  yield  an  inactive  acid  with  properties 
recalling  those  of  the  mesocamplioric  acids.  G.  H.  B. 

Camphorates  of  the  ^-Borneols,  By  A.  Haller  (Compt.  mid., 
110,  580 — 583). — The  various  active  and  inactive  camphoric  acids 
and  eamphols  can  y’iel cl  72  ethereal  salts,  4S  of  which  will  be  acid 
salts  aud  ‘21  normal  salt,  some  of  the  latter  being  active  and  some 
racemic.  The  products  described  in  this  paper  were  obtained  from 
dextrocamphoric  acid  and  the  a-borneols. 

Dextro-a-horneol  (2  mols.)  and  dextrocamphoric  anhydride  (1  mol.) 
were  heated  in  sealed  tubes  at  “210 — 215°  for  4S  hours.  The  product 
was  extracted  vitli  a  mixture  of  ether  and  light  petroleum  and  tin: 
solution  washed  with  an  aqueous  solution  of  sodium  carbonate  in 
order  to  remove  the  acid  ethereal  salt.  The  ether  was  then  distilled 
off  and  the  residue  crystallised  from  alcohol.  The  product  was  in¬ 
soluble  in  water  and  alkalis,  but  dissolved  in  ether,  benzene,  and  light 
"  petroleum.  It  had  the  composition  C(,Hu(COO-C]oHi-)!,  but  contained 
at  least  two  substances  which  could  be  separated  by  fractional  crys¬ 
tallisation,  the  extreme  melting  points  being  1U2°  and  128°,  and  the 
extreme  molecular  rotatory  powers  [*]d  =  +  30' S3  and  +  52'0S. 

The  dextrogyrate  acid  salt  is  obtained  by  acidifying  the  alkaline 
wash  water  of  the  previous  operation.  It  dissolves  in  alcohol  and 
ether,  but  is  only  slightly  soluble  in  light  petroleum,  from  which  it 
crystallises  in  hard,  white  nodules  melting  at  176 — 17S°  ;  molecular 
rotatory  power  [a] D  —  +  31°  to  +  40°.  When  treated  with  acetic 
chloride,  it  yields  camphoric  anhydride  and  a  chlorine  compound 
which  is  doubtless  borneol  chloride.  It  is  outy  slightly  soluble  in 
cold  alkalis  and  alkaline  carbonates,  but  dissolves  readily  on  lieatiny 
and  gelatinises  on  cooling.  If  the  gelatinous  mass  is  dried  and 
crystallised  from  alcohol,  sodium  borneol  camphorate, 

C  O  O  A  a-  CSH  u-  C  0  G  ■  Cji,]  1  r , 
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is  obtained  in  white,  ciystallinc  leaflets,  which  have  an  alkaline  re¬ 
action  and  are  decomposed  by  carbonic  acid.  With  copper  salts,  its 
solution  gives  a  blue  precipitate  which  readily  splits  up  into  cupric 
oxide  and  hydrogen  borneol  cninphorate. 

Similar  products  are  obtained  in  the  same  way  from  loevo-a-borneol 
and  dextroeumphoric  anhydride.  The  normal  salt  crystallises  in 
slender  needles  melting  at  122°.  The  acid  salt  dissolves  in  alcohol, 
ether,  and  benzene,  but  is  only  slightly  soluble  in  light  petroleum;  it 
melts  at  104 — 108°  and  its  molecular  rotatory  power  is  [*]d  =  —  17c' 
to  —25°.  Like  its  isomeride,  it  dissolves  in  alkalis  and  alkaline  car¬ 
bonates  and  the  solution  gelatinises  on  cooling,  has  an  alkaline 
reaction,  and  is  decomposed  by  carbonic  anhydride. 

Jf  the  camphols  and  camphoric  acid  are  heated  at  140°,  no  normal 
ethereal  salts  are  obtained. 

From  these  facts  it  follows  (1)  that  complete  etherification  of 
camphoric  acid  is  only  obtained  at  a  comparatively  high  temperature, 
and  when  the  anhydride  is  used  ;  (2)  in  the  operation,  isomerides  are 
formed  owing  to  alteration  of  the  camphoric  acid;  (3)  in  the  acid 
ethereal  salts,  the  acid  function  resembles  that  of  the  phenols  rather 
than  that  of  a  true  acid.  C.  H.  B. 

Phenolsulphonic  Acids  from  Camphor.  By  P.  Cazenecve 
Compt.  rend .,  110,  719 — 722). — The  action  of  concentrated  sulphuric 
acid  on  camphor  yields  snlphonic  derivatives  in  small  quantities  only. 
If  monoehlorocamphor  is  mixed  with  five  times  its  weight  of  con¬ 
centrated  sulphuric  acid,  a  reaction  takes  place  at  30°  with  slow* 
evolution  of  hydrogen  chloride,  sulphurous  anhydride,  and  some 
methyl  chloride;  at  the  ordinary  temperature,  the  reaction  takes 
place  much  more  slowly.  At  least  four  products  are  formed  and  can 
be  separated  by  fractional  crystallisation  after  neutralisation  with 
barium  carbonate.  All  are  sulphonic  derivatives  and  have  a  phenolic 
function,  which  is  indicated  by  the  blue  or  violet  coloration  produced 
with  ferric  chloride,  and  the  formation  of  acetyl-derivatives. 

One  has  the  composition  S02-C9H120(0H)2  and  contains  a  phenolic 
hydroxyl,  an  alcoholic  hydroxyl  (secondary),  and  the  ketonic  group 
of  the  camphor,  but  no  acid  hydroxyl.  The  second  has  the  composi¬ 
tion  HS03'Ci0HlbO'OH  and  contains  one  acid  and  one  phenolic 
hydroxyl.  The  third  contains  three  sulphonic  acid  groups  and  at 
least  one  phenolic  hydroxyl,  and  has  the  formula  (HS03)3,Cio14!!,05,OH, 
but  the  exact  number  of  phenolic  or  alcoholic  hydroxyls  and  the 
existence  or  non-existence  of  a  ketonic  group  have  still  to  be  ascer¬ 
tained.  The  fourth  compound  contains  one  or  several  hydroxyl- 
groups  and  one  or  several  phenolic  groups,  but  is  very  difficult  to 
purify,  and  its  composition  has  not  yet  been  definitely  ascertained. 

The  author  regards  these  results  as  conclusive  proof  of  the  presence 
of  a  benzene  nucleus  in  the  terebene-group.  The  formation  of 
phenols  by  the  combination  of  the  hydroxyl  of  sulphuric  acid  with 
a  benzenoid  nucleus  has  not  been  observed  before.  C.  H.  B. 

Constituents  of  Quassia  amara,  L.,  and  Picraena  excelsa, 
Linds.  By  F.  Massute  (Arch.  J’harm.  [3],  28,  147 — 171). — The 
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coarsely-powdered  drug  Quassia  amara  was  digested  three  times 
with  50  to  00  per  cent,  alcohol,  the  liquids  mixed  and  treated  with  a 
little  freshly-burnt  magnesia,  a  little  acetic  acid  added  if  necessary  to 
produce  a  slight  acid  reaction,  and  the  solution  filtered,  after  which  the 
alcohol  was  expelled  at  the  lowest  possible  temperature.  The  aqueous 
solution  thus  obtained  was  wanned  gently  in  an  open  dish,  and  the 
water  was  replenished  from  time  to  time,  so  as  to  get  rid  of  all 
alcohol.  On  cooling,  the  separated  resin  was  removed,  and  the  liquid 
repeatedly  shaken  up  with  chloroform.  From  the  separated  chloro¬ 
form  solution,  the  chloroform  was  distilled  off,  and  the  residue  treated 
with  a  mixture  of  absolute  alcohol  and  ether;  this  was  evaporated  and 
the  residue  was  dissolved  iu  absolute  ether,  which,  on  slow  evapora¬ 
tion,  gave  crystals  of  quassiin,  which  further  treatment  with  ether 
and  alcohol  rendered  quite  pure.  This  process  insures  the  isolation 
of  the  bitter  principle  actually  existing  in  the  plants,  and  avoids  the 
formation  of  decomposition-products.  Repeated  re  crystallisation  of 
the  product  led  to  the  separation  of  four  compounds  differing  in  their 
solubilities  and  melting  points.  The  melting  points  were  210°  to  211°, 
215°  to  217°,  221°  to  220°,  and  239°  to  242°.  The  first  and  last  com¬ 
pounds  could  not  be  further  examined  owing  to  the  lack  of  material ; 
but  the  former  agrees  with  the  quassiin  obtained  by  first  boiling  the 
wood  with  water  as  in  Christensen's  extraction  method,  and  in 
crystalline  form  and  melting  point  is  the  same  as  that  observed  by 
W  iggers,  and  bv  Oliveri  and  Denaro.  Quassiin,  melting  point  215°  to 
217”,  on  analysis  gave  C3sH16O|0.  and  that  with  melting  point  221° 
to  226°  gave  C3-H500,o.  The  bitter  principle  picrasmin,  obtained  as 
above  from  Ficraena  exceha,  melted  at  20tF  to  20S°  and  was  a 
mixture  of  two  varieties  melting  at  204°  and  at  209 — 212°  respec¬ 
tive^’".  Some  commercial  crystalline  material  was  purified,  and  the 
two  varieties  were  readily  isolated  ;  that  melting  at  204°  was  found 
to  have  the  formula  C35H430]o  whilst  the  other  gave  C36HJ9Ojo.  It  is 
probable  that  quassiin  and  picrasmin  are  not  identical  but  form  two 
series  of  homologous  compounds.  To  elucidate  this  point,  some  of 
the  decomposition-products  of  picrasmin  were  studied.  Hydrochloric 
acid  ina.  closed  tube  with  picrasmin  produced  picrasndc  acid ;  the 
barium  salt  of  this  acid  was  analysed  and  showed  the  acid  to  be 
bibasic  ;  its  formation  may  be  thus  represented  C3iH40Ofi(COOHe)2  + 
2HCI  =  C31Hw06(C00H)2  +  2Me(Jl.  Zcisel’s  reaction,  in  which 
picrasmin  is  treated  with  fuming  hydriodic  acid  in  a  current  of 
carbonic  anhydride,  shows  that  three  methoxyl-groups  arc  present, 
but  only  two  of  these  were  attached  to  carboxyl,  as  shown  by  treat¬ 
ment  with  hydrochloric  acid.  Quassiinic  acid,  CsoH^Om,  obtained  by 
Oliveri  and  Denaro,  and  picrasmic  acid,  CbsH^Ojo  -j-5H20,  obtained 
bv  the  author,  strengthen  the  view  of  the  non-identity  of  quassiin 
anti  picrasmin.  J.  T. 

Action  of  Acids  on  Litmus.  By  J.  E.  Marsh  {Chem.  Nexus,  61,  2). 
— Attention  is  drawn  to  the  fact  that  concentrated  and  Nordhausen 
sulphuric  acids,  glacial  acetic  acid,  dry  propionic,  butyric,  and  valeric 
acids  do  not  redden  dry  litmus  paper ;  it  is  therefore  inferred  that 
the  conversion  of  blue  into  red  litmus  requires  the  presence  of  water. 
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The  reddening  of  litmus  by  strong  nitric  acid  is  attributed  to  the 
decomposition  of  the  organic  matter  with  the  liberation  of  water. 

I).  A.  L. 

Preparation  and  Properties  of  certain  Pyrrolidone-deri- 
vatives.  By  0.  Kuiilixg  (Her.,  23,  708 — 713). — In  addition  to  the 
compounds  described  in  his  previous  paper  (Abstr.,  1880,  1211),  the 
author  has  now  succeeded  in  obtaining  certain  new  pyrrolidone- 
derivatives  by  the  action  of  ethylamine  on  the  cyanhydrin  of  ethyl 
levulinate.  and  has  also  prepared  the  amide  of  2-methylpyrroIidone- 
'J-car  boxy  lie  acid.  The  latter  is  formed  by  adding  2-methylpvrribdone- 
2-carbonitrile  to  well-cooled  sulphuric  acid,  allowing  the  mixture  to 
lemain  for  a  few  hours,  then  pouring  it  into  water,  neutralising  with 
sodium  carbonate,  and  evaporating  to  dryness.  The  residue  is  ex¬ 
tracted  with  alcohol,  and  the  inorganic  matter  removed  by  repeated 
evaporation  to  dryness  and  extraction  with  alcohol.  The  amide, 
CHoCH> 

i  '  T  ")>CMe-CON IL,  forms  white,  crystalline  crusts,  consisting 
CO  -JfH 

of  stellate  aggregates  of  slender  needles  which  melt  at  1G1°,  and  are 
very  soluble  in  water,  less  so  in  alcohol,  and  insoluble  in  ether.  The 
corresponding  acid  and  its  salts  could  not  be  obtained  in  the  crystal- 
line  form. 

The  action  of  ethylamine  on  the  cyanhydrin  of  ethyl  levulinate  was 
allowed  to  take  place  under  the  same  conditions  as  that  of  aniline 
(loc.  cit .),  and  the  resulting  nitrile,  which  could  only  be  obtained  as 
an  oil,  added  to  cooled  concentrated  sulphuric  acid.  The  1-ethyl - 

CHo*CH 

2-7 nethylpyrrolidone-2-carboxylamide,  i  ^ '  ^^“^CMe’COXH^,  thus 

formed  was  separated  and  purified  in  the  manner  described  above. 
It  crystallises  from  alcohol  in  needles  or  prisms  which  melt  at  183% 
and  dissolve  readily  in  water  and  alcohol,  but  not  in  ether. 
\-Ethyl-2-metluylpyrroiidone-'2-carboxylic  acid, 

CH2-CH 

6olKEi>C51e-COOH' 


is  best  prepared  by  boiling  the  pure  amide  with  a  slight  excess  of 
caustic  potash  solution,  and  after  concentrating  the  solution,  adding 
the  requisite  quantity  of  acid.  The  liquid  is  again  evaporated,  and 
the  residue  extracted  with  alcohol,  the  evaporation  and  extraction 
repeated  several  times,  and  the  acid  finally  crystallised  from  benzene. 
It  forms  stellate  aggregates  of  vitreous  needles,  and  sometimes,  on 
slow  evaporation,  separates  in  long,  dendritic  crystals.  It  melts  at 
123°,  and  is  very  readily  soluble  in  water  and  alcohol,  less  so  in  hot 
beuzene,  and  still  less  in  ether.  The  salts  of  the  acid  could  not  be 
obtained  crystalline. 

l-Ethyl-2-methylpyrrolidonc-2-carbothioxylamidet 


CHs-CH, 

CO-XEt 


>CMe’C3NH8, 


is  obtained  by  passing  hydrogen  sulphide  through  an  alcoholic 
solution  of  the  above  nitrile,  to  which  a  little  ammonia  has  been 
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added.  It  crystallises  from  alcohol  in  short,  white,  lustrous  prisms 
which  melt  with  decomposition  at  176°. 

The  amidoxime  of  this  series  is  obtained  by  boiling  the  foregoing 
thiamide  with  equivalent  quantities  of  hydroxylaminc  hydrochloride 
and  sodium  carbonate  ;  it  crystallises  from  water  in  slender  needles 
or  small  plates,  which  are  readily  soluble  in  water  and  alcohol. 

From  the  results  shown  in  this  and  the  previous  paper,  it  appeal’s 
that  the  stability  and  power  of  crystallisation  of  the  nitriles,  amides, 
and  acids  are  greatest  in  the  compounds  derived  from  aniline,  and 
least  in  those  derived  from  ammonia,  those  derived  from  ethylaminc 
occupying  an  intermediate  position.  H.  G.  C. 

Pyridines:  their  Relation  to  Quinoline,  Isoquinoline,  and 
the  Alkaloids.  By  A.  Edinger  (/. pr.  Chem.  [2],  41,  341 — 359). — 
The  author  has  sought  to  arrive  at  the  constitution  of  the  bases 
obtained  by  the  action  of  moist  silver  oxide  and  of  alkaline  hydrox¬ 
ides  on  alkylpyridyl  halogen-compounds,  by  comparing  their  more 
stable  and  more  easily  purified  double  compounds. 

When  benzylpyridyl  platinochloride,  (C5NH4-C7H7)sl,HEPtCl6,  is 
precipitated  in  aqueous  solution,  it  is  anhydrous  and  melts  at  221° 
(uncorr.) ;  hut  when  it  is  precipitated  in  .alcoholic  solution,  it  melts  at 
199  (uncorr.),  and  contains  |  mol.  alcohol  of  crystallisation.  Both 
forms  are  slender  needles,  and  are  insoluble  in  water  and  alcohol. 

When  benzylpyridyl  chloride  is  treated  with  silver  oxide  and  water 
under  ether,  the  aqueous  solution  of  the  base  obtained  gives  an  anhy¬ 
drous  platinochloride  melting  at  220°  (uncorr,),  and  identical  with 
the  above.  A  dark-red,  crystalline  carbonate  was  obtained  when 
the  aqueous  solution  of  the  base  was  saturated  with  carbonic  anhy¬ 
dride  and  evaporated.  The  hydrochloric  acid  solution  of  the  base  is 
not  precipitated  by  ammonia. 

When  the  saponification  is  performed  with  potassium  or  sodium 
hydroxide,  the  platinochloride  is  most  easily  obtained  from  an  alco¬ 
holic  solution  ;  it  then  melts  at  199°  and  contains  ^  mol.  alcohol  of 
crystallisation.  The  platinochloride  obtained  from  aqueous  solution 
darkens  without  melting  at  290°,  and  contains  12  inols.  H20.  The 
base  gives  no  carbonate,  and  is  precipitated  by  ammonia. 

The  paper  concludes  with  some  remarks  on  the  constitution  of 
pyridine,  quinoline,  and  isoquinoline.  A.  G.  B. 

Pyridine-derivatives  from  Propaldehyde-ammonia,  and  Prop- 
aldehyde.  By  E.  Durk'Opf  and  H.  Gottsch  (Her.,  23,  685 — 693). — 
When  a  mixture  of  propaldehyde-ammonia  and  propaldehyde,  in  the 
proportion  of  1  mol.  of  the  former  to  2  mols  of  the  latter,  is  heated 
in  a  sealed  tube  for  six  hours  at  205 — 210°,  a  reddish-brown  oil  is 
formed,  consisting  chiefly  of  bases  belonging  to  the  pyridine-group. 
The  reaction  which  here  takes  place  is  of  a  character  similar  to  that 
occurring  between  aldehyde-ammonia  and  paraldehyde  under  similar 
conditions  (Abstr.,  1S87,  1314).  The  secondary  bases  were  separated 
from  the  crude  oil  by  treatment  with  potassium  nitrite  in  hydrochloric 
acid  solution,  and  the  residual  mixture  of  tertiary  bases  separated  by 
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20  fractional  ions  into  two  cliicf  fractions  boiling-  at  197 — 1993  and 
210 — 221°  respectively. 

The  tirsi -named  fraction,  after  being  purified  by  conversion  into 
the  mercury  double  salt,  yielded  a  colourless  base,  boiling  at 
108 — 190  '  (corr.)  under  708-5  mm.  pressure,  and  agreeing-  in  almost  all 
its  properties  with  the  parvoline  obtained  by  Waage  and  Hoppe 
(Abstr.,  1884, 172  ;  18S9, 12u);  it  has,  however,  a  feeble,  not  unpleasant 
odour,  the  eoneme-like  smell  observed  by  Waage  and  Hoppe  being 
probably  due  to  an  admixture  of  secondary  bases.  The  crystallo¬ 
graphic  examination  of  the  platinochloride,  C9Hi3N,H2PtClt)  agrees 
well  with  that  of  Waage’s  parvoline  platinochloride ;  it  forms  fairly 
large,  monoclinic  crystals  melting  at  1895  readily  soluble  in  hot, 
sparingly  in  cold  water.  The  two  bases  must,  therefore,  be  identical. 
'I'll e  uurochtori.de,  C9HI3K.HAiiC1i,  and  the  mercury  double  sail, 
C3 1 1 l3N, II Cl,3HgCb,  described  by  Hoppe  as  oils,  were  both  obtained 
crystalline,  and  melt  at  81 — 82^  and  117 — 119°  respectively. 

On  very  moderate  oxidation  with  potassium  permanganate,  the  base 
yielded  an  acid  which  could  not  be  obtained  free  from  potash,  but 
which,  from  the  analysis  of  its  platinochloride,  must  be  a  dimcthyl- 
or  ethyl-pyridinenionoearboxylie  acid.  It  melts  at  150 — 151°,  and  its 
platinochloride ,  which  crystallises  with  1  mol.  EtOH,  separates  from 
alcohol  in  slender  needles  which  are  very  soluble  in  water  and 
gradually  decompose  at  260°. 

By  the  further  action  of  potassium  permanganate,  parvoline  yields  a 
methylpyridinedicarboxylic  acid,  which  is  also  formed  in  small  quan¬ 
tity  in  the  preparation  of  the  foregoing  acid  ;  hence  the  latter  must  be  a 
dimethylpyridiuccarboxylio  acid,  and  the  parvoline  itself  a  dimethyl- 
cthylpyridine.  As  the  methylpyridinedicarboxylic  acid  here  obtained 
is  identical  with  that  formed  by  the  oxidation  of  Durkopf  and 
Schlangk’s  parvoline,  it  is  probable  that  the  side-chains  occupy  the 
2:3:5  positions,  which  is  confirmed  by  the  fact  that  on  complete 
oxidation  of  Waage’s  parvoline  with  warm  potassium  permanganate, 
carbodinicotinic  acid,  G5XH2(COOH)3,  is  obtained.  It  forms  hard, 
spherical,  crystalline  aggregates,  melts  at  318°,  and  forms  an  acid 
silver  salt  which  crystallises  in  rosette-like  aggx-egates  of  small 
plates. 

These  facts  show  that  Waage’s  parvoline  agrees  in  almost  all  its 
properties  and  reactions  with  the  parvoline  previously  obtained  by 
the  authors  from  propaldehyde-ammonia  and  paraldehyde.  The 
latter  differs  from  Waage’s  base  only  in  its  boiling  point  (188°)  and  in 
the  crystallographic  properties  of  its  platinochloride.  The  lo  ver  boil¬ 
ing  point  may  have  been  caused  by  some  itnpuricy,  or  may  be  different 
according  to  the  different  methods  of  preparation  (compare  /i-picoline). 
A  fresh  preparation  of  the  platinochloride  gave  crystals  agreeing  in 
properties  with  those  of  Waage ;  but  as  the  crystals  previously 
mcasnred  were  no  longer  in  existence,  the  possibility  of  dimorphism 
is  not  excluded.  A  further  proof  of  their  identity  is  found  in  the 
fact  that  Durkopf  and  Schlaugk’s  base  gives  on  reduction  a  parpevu- 
line  identical  with  that  described  below. 

The  secondary  base,  isolated  from  the  crude  oil  by  means  of  its  nitroso- 
compouud,  is  a  colourless,  mobile  liquid,  which  boils  at  170 — 177“, 
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and  has  a  penetrating-  odour  resembling  that  of  decaying  hav.  It  lias 
a  sp.  gr.  of  0'8474  at  20°  (water  at  4°  1),  and  a  molecular  volume 

of  143'3.  The  analysis  shows  its  formula  to  be  C9H,9N,  which  has 
been  confirmed  by  a  determination  of  its  vapour-density.  It  is 
identical  with  the  hydro-base  obtained  by  the  reduction  of  both 
\Y  aage’s  and  Diirkopf  and  Schlangk’s  base,  and  is,  therefore,  a  par- 
pevoline.  It  forms  a  hygroscopic  hydrochloride  and  hydriodide , 
whilst  platinum  chloride,  gold  chloride,  and  picric  acid  give  oily  pre¬ 
cipitates.  The  cadmioiodide,  (C9H,9N,HT)2CdT2,  crystallises  in  white, 
sparingly  soluble  needles  which  melt  at  120 — 130°. 

The  fraction  of  the  original  oil  boiling  at  219 — 221°  was  purified 
bv  conversion  into  the  platinochloride,  and  forms  a  colourless  oil 
which  boils  at  216 — 217°  (uncorr.),  is  unaltered  in  air  or  light,  and 
has  likewise  the  composition  of  a  parvoline,  C9H13N.  Its  platino- 
chhride ,  C9H,3N,H2PtCl«,  forms  yellow,  sparingly  soluble  needles  or 
prisms,  which  do  not  melt  at  270°;  the  aurochloride,  C8H13iSr,IIAuCb, 
crystallises  in  slender,  lemon-yellow  needles  melting  at  188 — 140°, 
and  the  mermrochlnride  separates  from  water  containing  hydrochloric 
acid  in  long,  lustrous  spangles,  or  w  ell-developed  crystals,  probably 
belonging  to  the  monoclinic  system.  The  base,  on  oxidation,  yields 
acids  which  are  being  further  examined.  H.  G.  C. 

Action  of  Quinoline  on  Copper  Sulphate.  By  E.  Boitsiucu 
(Her.,  23,  924 — 925). — The  basic  salt  which  is  precipitated  when  a 
concentrated  solution  of  copper  sulphate  is  shaken  with  quinoline  has 
the  composition  2CuS01,8Cu(0  H  )2  -)-  4H20,  and  not  3C9H7N,2CuS04 
-f  II20,  as  stated  by  Lachowicz  ( Monatsli .,  10,  884).  E.  S.  K. 


Action  of  Phenylhydrazine  on  Ethyl  Thiaceto acetate.  By 

K.  Btcuka  and  C.  Sprague  (Her.,  23,  847 — 855;  compare  this  voi., 

-NPlrOO. 


p.  28). — Thiophenylmethy Ipy razo lone, 


N  :  CAle 


>CH 


2S,  is  formed 


when  a  glacial  acetic  acid  solution  of  phenylhydrazine  (2  mols.)  is 
gradually  added  to  a  cold  glacial  acetic  acid  solution  of  ethyl  thioaceto- 
acetate  fi  mol.)  ;  on  keeping,  the  base  separates  in  yellow  crystals, 
and  can  be  purified  by  converting  it  into  the  crystalline  hydrochloride. 
It  can  also  be  prepared  by  gradually  adding  a  chloroform  solution  of 
sulphur  dichloi-ide  to  a  well-cooled  chloroform  solution  of  phenyl- 
methylpyrazolone,  and  decomposing  the  salt  which  is  produced.  It 
crystallises  from  alcohol,  benzene,  or  acetic  acid  in  small,  colourless 
plates:  the  crystals  in  all  cases  retain  some  of  the  solvent,  which  is 
si  owl)-  given  ofE  on  exposure  to  air,  but  quickly  at  100°.  It  decom¬ 
poses  at  about  183°,  but  without  melting;  it  is  soluble  in  alkalis  and 
in  barvta- water,  aud  it  forms  stable  salts  with  strong  acids.  The 
hydrochloride,  020H1&1ST4S02,HG1,  separates  from  alcohol  in  colourless 
crystals  containing  1  mol.  of  alcohol.  When  the  base  is  warmed 
with  excess  of  phenylhydrazine,  it  is  converted  into  phenylmethyl- 
pyrazoloneketophenylhydrazone,  small  quantities  of  di-phenylmethyl- 
pyrazolone  being  also  formed.  It  is,  doubtless,  identical  with  the 
compound  prepared  by  Miehaelis  and  Philips  (this  vol.,  p.  582)  by 
treating  phenylhydrazine  with  ethyl  thioacetoacetate  in  cold  glacial 


ORGANIC  CHEMISTRY. 


707 


acetic  acid,  and  to  which  they  assigned  provisionally  the  composition 
C-,„H.2.01NjS.  V.  S.  K. 

Brominated  Derivatives  of  1-Phenylpyrazole.  By  L.  Bauuano 
( Gazzetta ,  19,  128 — 134). — l-Phenylpyra/,ole  is  obtained  by  heating  a 
solution  of  epichlorhydrin  (50  grains)  in  benzene  (150  grams)  with 
plienylhydrazine  (1-0  grams)  for  eight  to  nine  hours,  and  distilling 
off  the  benzene.  The  residue  is  mixed  with  sulphuric  acid 
(400  grams  containing  10  per  cent,  acid),  distilled  in  a  current  of 
steam,  and  the  ethereal  extract  of  the  distillate  freed  from  ether  and 
redistilled.  The  yield  is  58  per  cent. 

]-Phenylbromopyrazole,  C3N2H2BrPh.  is  prepared  by  adding  a  solu¬ 
tion  of  bromine  (11  1  parts)  in  concentrated  acetic  acid  (20  parts)  to 
a  very  cold  solution  of  l-phenylpyrazole  (10  parts)  in  acetic  acid 
(10  parts),  allowing  the  mixture  to  remain  for  an  hour,  and  precipitating 
with  water.  The  yield  is  theoretical.  It  crystallises  from  boiling  95  per 
cent,  alcohol  in  large,  white,  lustrous  needles,  melts  at  80’5 — 81° 
(eorr.),  and  boils  at  293 — 290°  with  partial  decomposition.  It.  dis¬ 
solves  in  alcohol,  ether,  benzene,  and  chloroform,  especially  when 
warmed,  but  it  is  insoluble  in  water.  It  has  feeble  basic  properties, 
and  dissolves  in  concentrated  sulphuric,  hydrochloric,  and  acetic 
acids,  but  it  is  reprecipitated  unaltered  on  diluting  the  solution. 
Hydroxyl  cannot  be  substituted  for  the  bromine  in  this  compound 
by  the  action  of  potassium  hydroxide,  nor  can  a  hydrocarbon  radicle 
be  introduced  by  Fittig’s  or  by  Friedel  and  Craft’s  method.  It  has 
also  been  ascertained  that  only  one  of  the  three  possible  isomeric 
1  -phenylbromopyrazoles  is  formed  by  the  above  process,  and  that  the 
substitution  of  bromine  for  the  hydrogen-atom  tabes  place  "without 
any  intermediate  additive  product  being  formed. 

The  plutinochhride,  (C3N2lI2BrPh)2,H2PtCl0>l2H2O,  forms  minute- 
pointed,  orange-coloured  prisms  which  decompose  at  ICO — 170°  with¬ 
out  melting.  It  is  decomposed  by  water  and  slowdy  on  exposure  to 
the  air. 

l-Pheni/ldibromopyraznle ,  C3N2HBr>Ph,  is  obtained  by  adding  bro¬ 
mine  (14'5  grams)  dissolved  in  acetic  acid  (15  grams)  to  a  solution  of 
1-phenylbromopyrazole  (20  grams)  in  acetic  acid  (170 — 180  grams), 
and  precipitating  with  water  after  the  lapse  of  a  fewr  hours.  The 
yield  is  about  93  per  cent.  The  dibromo-derivative  crystallises  from 
alcohol  in  large,  soft,  white,  lustrous,  flattened  needles,  melts  at 
S3‘5 — 84°  (corr.),  dissolves  in  hot  alcohol  and  benzene,  sparingly  in 
cold  alcohol  and  is  insoluble  in  wrater.  It  is  more  feebly  basic  than 
the  monobrom  mated  derivative,  dissolving  in  concentrated  sul¬ 
phuric  acid,  but  only  sparingly  in  fuming  hydrochloric  acid  and  in 
glacial  acetic  acid.  On  mixing  hydrochloric  solutions  of  1-phenyldi- 
bromopyrazole  and  of  platinic  chloride,  a  platinochloride  is  obtained 
in  minute,  bright-yellow  needles  which  decompose  on  drying  in  the 
air. 

l-Phenyltribromopyrazole,  C3N2Br3Ph,  is  prepared  by  boiling  a 
solution  of  either  the  mono-  or  the  dibromo-derivative  in  acetic  acid 
or  chloroform  with  the  theoretical  amount  of  bromine.  It  crystallises 
from  alcohol  in  groups  of  slender,  silky,  colourless  needles,  melts  at 
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106*5 — 107  (corr.),  and  is  moderately  soluble  in  alcohol,  ether,  and 
chloroform  when  heated,  but  only  very  sparingly  in  the  cold.  It  is 
insoluble  in  water,  dissolves  with  difficulty  in  concentrated  sulphuric 
acid,  and  is  almost  insoluble  in  fuming  hydrochloric  acid. 

S.  B.  A.  A. 

Action  of  Acid  Chlorides  on  1-Phenylpyrazole.  By  L.  Bal- 

biano  (Gazzetta,  19,  134 — -141). — 1  -Phenylacetylpyrazole,  CsNJLAcPh, 
is  obtained  by  heating  1-phcnylpyrazole  (^10  grams)  and  acetic  chloride 
(40  grams)  at  140 — 150°  for  eight  hours  in  a  sealed  tube.  The  pro¬ 
duct  is  freed  from  acetic  chloride  by  distillation,  nearly  neutralised 
with  a  hot  solution  of  sodium  carbonate,  and  extracted  with  water; 
on  cooling,  phenylacetylpyrazole  separates  out.  It  crystallises  from 
dilute  alcohol  in  small,  opaque,  white  needles,  which  melt  at 
1*21*5 — 1*22*5°  (corr.)  to  a  faintly-ycllowish  liquid.  It  is  soluble  in 
methyl  alcohol  and  in  ethyl  alcohol,  especially  on  warming,  only  mode¬ 
rately  in  hot  water,  and  very  sparingly  in  cold.  It  is  not  sensibly 
altered  by  boiling  for  an  hour  with  a  *25  percent,  solution  of  potassium 
hydroxide.  The  ketonic  natnre  of  this  compound  is  evident  from  the 
formation  of  an  oxime  and  a  hydrazone. 

l-Phenylacetylpyrazoleoxiine ,  CaX2H2Ph*CMe!NOH,  is  obtained  by 
boiling  a  solution  of  phenylacetylpyrazole  (1  mol.)  and  of  hydroxyl- 
amine  hydrochloride  (1  mol.)  in  methyl  alcohol  with  an  aqueous  solu¬ 
tion  of  sodium  carbonate  (I  mol.)  for  four  or  five  hours.  The  product  is 
filtered,  evaporated  on  the  water  bath,  and  the  residue  extracted  with 
boiling  alcohol.  On  cooling,  the  oxime  crystallises  out  in  spherical 
groups,  consisting  of  minute,  white  needles  ;  it  softens  at  105°,  and 
melts  at  1*29 — 131°  to  a  yellowish  liquid  ;  on  resolidifying,  it  forms  a 
glassy,  transparent  mass.  It  is  soluble  iu  alcohol,  especially  on 
warming,  very  moderately  so  in  hot  water,  and  very  sparingly  in  cold 
water.  It  dissolves  in  concentrated  hydrochloric  acid,  and  on  boiling 
the  solution,  it  is  split  up  into  phcnylacetylpyrazole  and  hydroxylamiue 
hydrochloride. 

l-Phenylaeetylj>yruzolephenylftydrazonet  03X2H2Ph-Gi\IelN2HPh,  is 
prepared  bv  mixing  a  hot  alcoholic  solution  of  phcnylacetylpyrazole 
(1  mol.)  with  a  hot,  aqueous  solution  of  phenyl  hydrazine  hydrochloride 
(1  mol.)  and  sodium  acetate  (I  mol.).  It.  crystallises  from  boiling 
alcohol  acidified  with  acetic  acid  in  small,  slender,  yellowish  needles 
which  dissolve  in  hot  alcohol,  and  melt  with  decomposition  at 
14*2 — 144°.  On  boiling  with  hydrochloric  acid,  it  splits  up  into 
phcnylacetylpyrazole  and  phenylhydrazine  hydrochloride. 

\-Phenylbenzoylpyr  azole,  CaX2H2BzPh,  is  prepared  by  heating 
plienylpyrazole  (10  grams)  and  benzoic  chloride  (40  grams)  in  a 
sealed  tube  at  *210 — *250°  for  10  hours.  The  product  is  made  slightly 
alkaline  with  aqueous  sodium  carbonate,  filtered  hot,  and  extracted 
with  hot  alcohol.  On  cooling,  phenylbenzoylpyrazole  crystallises  out 
in  slender,  lustrous,  white  needles  which  melt  at  12*2 — 1*23  (corr.). 
It  is  soluble  in  hot  alcohol,  very  moderately  so  in  hot  water,  and  very 
sparingly  in  cold  water.  The  ketonic  nature  of  this  compound  is 
likewise  shown  by  the  formation  of  an  oxime  and  a  hydrazone. 

1  -Phenylbenzoylpyrazolephenylhydmzone,  CsXofiUPlrCPlbNoIIPh,  is 
prepared  like  the  corresponding  acetyl-derivative ;  it  crystallises 
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from  alcohol  in  small,  yellowish-white  needles,  molls  with  decomposi¬ 
tion  at  ln8 — 140°,  and  dissolves  in  hot  alcohol,  but  not  in  water.  On 
boiling  with  hydrochloric  acid,  it  is  split  up  into  1-phcnylbenzoyl- 
pyrazole  and  phenyllmlra/.ine. 

1  -Phenylbcnzoyt pyrazolco.r.ime,  C3N2ll;>Ph*C,PluXOH,  prepared  like 
the  corresponding  acetyl -derivative,  crystallises  from  alcohol  in  lus¬ 
trous,  nacreous  lamina),  softens  at  348°,  and  melts  at  152 — 154°.  It 
dissolves  in  alcohol,  but  is  almost  insoluble  in  cold  water.  Prolonged 
boiling  with  hydrochloric  acid  splits  it  up  into  l-phcnylbenzoylpyrazole 
aud  hydroxylaminc. 

The  experiments  described  confimt  the  analogy  between  pyrroline 
and  pyrazole- derivatives.  S.  B.  A.  A. 

Two  Pyrazolebenzoic  Acids.  By  L.  Balbivxo  (Oazzetta,  19, 
119 — 128;  compare  Abstr.,  1SS7,  1054;  1889,  1215).  Parapyrcrole- 
hemoic  arid,  CsNoH.-CUB-COOH  [C3X*H3  :  COOH  -  4:  1],  is  ob¬ 
tained  when  paratolylpyrazole  (G  grams)  is  dissolved  in  a  dilute 
solution  of  potassium  hydroxide,  and  gradually  added  to  a  solution  of 
potassium  permanganate  (12  grams)  in  water  (200  c.c.).  As  soon  as 
the  liquid  is  decolorised,  the  unaltered  pyrazole  is  distilled  off  in  a 
current  of  steam,  the  residue  filtered,  precipitated  with  dilute  sul¬ 
phuric  acid,  washed,  and  thoroughly  dried.  The  acid  crvstnllises 
from  absolute  alcohol  in  small,  faintly-yellowish  needles,  and  melts 
at  2G4 — 265°  (corr.)  to  a  reddish-yellow  liquid.  It  is  almost  insoluble 
in  cold  water,  dissolves  very  sparingly  in  warm  water  or  cold  alcohol, 
and  only  moderately  in  warm  alcohol,  ether,  or  acetic  acid  It 
dissolves  in  concentrated  sulphuric  acid  and  in  fuming  hydrochloric 
acid,  being  precipitated  again  unaltered  on  diluting  the  solution. 
The  hydrochloric  solution  gives  no  precipitate  with  a  concentrated 
acid  solution  of  platinic  chloride.  Its  boiling  alcoholic  solution,  after 
treatment  with  sodium  and  with  sulphuric  acid,  gives  no  coloration 
either  with  potassium  diehromatc  or  with  ferric  chloride. 

The  ethyl  salt  is  obtained  by  adding  twice  its  volume  of  absolute 
alcohol  to  the  hydrochloric  solution  of  the  acid,  saturating  with  dry 
hydrogen  chloride,  and  after  some  time  expelling  the  excess  of  alcohol 
and  hydrochloric  acid,  saturating  the  residue  with  sodium  carbonate 
and  extracting  with  ether.  The  ethyl  salt  crystallises  from  hot  alcohol 
in  yellowish-white  needles,  or  in  shining,  unctuous  plates;  it  melts  at 
G1 — 62°  (corr.),  and  dissolves  in  alcohol  and  in  ether,  especially  on 
warming.  It  does  not  take  up  hydrogen  when  its  alcoholic  solution 
is  treated  with  sodium,  &e.,  but  the  acid  (m.  p.  =  264°)  is  re¬ 
produced. 

The  sodium  salt ,  CmH7X202Xa,  crystallises  from  dilute  alcohol  in 
small,  white,  anhydrous  needles,  grouped  together  in  spherical  masses, 
which  are  very  soluble  in  cold  water,  but  less  so  in  dilute  alcohol. 

The  barium  salt  forms  small,  anhydrous,  white,  unctuous  lamina? 
having  a  silky  lustre,  it  is  moderately  soluble  in  hot  water,  less  so  in 
cold.  With  calcium  chloride  and  zinc  sulphate,  the  sodium  salt 
also  gives  precipitates  soluble  in  hot  water,  whilst  the  precipitates 
with  lead  acetate,  mercuric  chloride,  silver  nitrate,  and  copper 
sulphate  are  insoluble. 
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Orthopyrazolebenzoic  acid ,  CsH^Nj-CgH^COOH  [C3N2H3  :  COOH  = 
2:1],  is  obtained  by  the  oxidation  of  orthotolylpyrazole  in  the  way 
already  described  for  the  para-compound.  It  crystallises  from  boiling 
50  per  cent,  alcohol  in  large,  bright-yellow,  prismatic  needles,  which 
have  a  vitreous  lustre  and  melt  at  138'5 — 132°  (rorr.)  to  a  bright 
yellow  liquid.  It  is  soluble  in  warm  water,  alcohol,  and  ether,  and 
sparingly  in  cold  water,  it  dissolves  in  filming  hydrochloric  acid,  but 
no  precipitate  is  obtained  on  diluting  the  solution,  or  on  adding 
platinic  chloride;  it  likewise  dissolves  in  concentrated  sulphuric  acid. 
It  does  not  take  up  hydrogen  when  its  boiling  alcoholic  solution  is 
treated  with  sodium,  &c. 

The  ethyl  salt  is  obtained  by  digesting  a  solution  of  the  acid  in  95 
per  cent,  alcohol  with  one-third  its  volume  of  concentrated  sulphuric 
acid  for  three  to  four  hours  at  50 — 00°.  After  remaining  for  some  time, 
the  solution  is  diluted  with  water,  saturated  with  sodium  carbonate, 
and  the  oil  which  separates  out  is  extracted  with  ether.  When 
pure,  it  is  a  yellow  oily  liquid,  which  boils  at  308 — 310°  (in 
vapour)  and  remains  liquid  at  —10°.  It  is  soluble  in  alcohol  and 
ether,  but  not  in  water;  it  docs  not  take  up  hydrogen  on  treating  its 
alcoholic  solution  with  sodium,  but  the  free  acid  is  reproduced.  The 
barium  salt  forms  crystalline  incrustations,  consisting  of  superposed 
flattened  prisms,  the  crystals  are  hard,  anhydrous,  and  readily  soluble 
in  water.  The  sodium  salt  is  very  soluble  in  water,  and  the  solution 
gives  with  silver  nitrate  and  with  mercuric  chloride  a  deposit  of  small, 
white  crystals  soluble  in  hot  water,  but  no  precipitate  with  either 
calcium  chloride,  copper  sulphate,  lead  acetate,  or  zinc  sulphate. 

From  the  above  experiments,  it  appears  that  bi substituted  phenols 
in  which  one  hvdrogen-atom  is  displaced  by  a  carbazotic  nucleus 
behave  similarly  to  other  bisubstituted  phenols,  the  para-compounds 
having  higher  melting  points  than  the  ortho-compound,  ifec.  The 
author  considers  that  the  inability  of  the  pjrazole  in  these  compounds 
to  form  pyrazoline  by  hydrogenation  indicates  that  this  property  is 
dependent  upon  the  position  and^ character  of  the  other  substituting 
radicle.  S.  B.  A.  A. 

Oxidation  of  Orthophenyl enediamine.  By  0.  Fischer  and  E. 
Hepf  ( Bev .,  23,  841 — 84-7;  compare  Abstr.,  1889,  499). — Diamido- 
plienazine  hydrochloride  has  the  composition  C|2HinN4,IIC]  4-  3H20, 
and  not  C24tli8X60,2HCl  +  5H20,  as  stated  by  Wicsinger  (Abstr, 
1884,  1322).  The  sulphate ,  (C)2HlnX4)2,B2S04  +  3H20,  forms  crystals 
very  like  those  of  anhydrous  chromic  acid;  Wiesinger’s  formula  for 
this  compound  is  also  incorrect. 

DiformylJiamidophenazine,  C14II10X4O2,  prepared  by  boiling  the 
diamido-compound  for  several  hours  with  sodium  formate  and  con¬ 
centrated  formic  acid,  is  a  reddish-yellow  compound,  very  sparingly 
soluble  in  wafer,  alcohol,  benzene,  ether,  &c. 

A  quinoxaline  of  the  composition  C26H16X4  is  formed  when  an 
alcoholic  solution  of  diamidophenazine  is  boiled  with  benzile  for 
hours,  glacial  acetic  acid  then  added,  and  the  mixture  boiled  again 
for  an  hour.  It  crystallises  from  toluene  in  shining,  reddish-brown 
plates,  decomposes  when  heated,  and  dissolves  in  concentrated 
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sulphuric  acid  yielding  a  deep  blue  solution,  the  colour  of  which 
disappears  on  adding  water.  The  formation  of  this  quinoxaline 
proves  that  diamidophcnazinc  is  an  orthodiamido-cornpound,  so  that 

it  has  the  constitution  C8H4<^T)>C6H2(NH2)2  [(XHj)2  =  2  :  3]. 

Dihylroxyphniazine,  C|2HBN202,  is  formed,  with  liberation  of 
ammonia,  when  diamidophenazine  is  heated  at  200°  with  concentrated 
hydrochloric  acid;  the  reddish-brown,  crystalline  salt  obtained  in 
this  way  is  decomposed  with  dilute  soda,  and  the  base  purified  by 
converting  it  into  the  sulphate.  It  crystallises  from  dilute  alcohol  in 
reddish-yellow  needles  with  \  mol.  H2C\  and  loses  its  water  at  100°, 
bnt  only  very  slowly.  The  sulphate ,  (C)2HBN202)s,H2S04  +  2H20, 
crystallises  well  from  dilute  sulphuric  acid.  The  diacetyl- derivative, 
Ci6Hi2N204,  crystallises  from  hot  benzene  in  yellowish  plates,  melts  at 
230°,  and  is  only  a  feeble  base. 

The  compound  obtained  by  Hiibner  and  Frerichs  (this  Journal, 
1876,  ii,  309 ;  and  Abstr.,  1878,  143)  by  treating  orthophenylene- 
diamine  with  cyanogen  iodide,  is  diamidophenazine,  and  has  not, 
therefore,  the  composition  C1:(H,2N,. 

The  hydrochloride,  Ci6HiiX;i,HC1,  separates,  on  cooling,  in  red 
crystals,  when  orthophenylcnediamine  (1  mol.)  is  heated  with  benzene- 
azo-a-naphthylamine  hydrochloride  (1  mol.)  and  alcohol  (10  parts)  at 
160°;  it  crystallises  from  hot  alcoholic  hydrochloric  acid  in  slender, 
garnet- red  needles,  and  dissolves  in  warm  water  with  an  orange-red 
coloration,  but  is  gradually  decomposed  when  the  solution  is  boiled. 
The  free  base,  Ci6HnN3,  crystallises  from  boiling  alcohol  in  shining 
plates  or  slender,  yellow  needles,  melts  at  264°,  and  is  insoluble  in 
water  and  alkalis,  and  only  sparingly  soluble  in  benzene,  ether,  and 
cold  alcohol,  the  solutions  showing  a  yellowish-green  fluorescence ;  .it 
dissolves  in  concentrated  hydrochloric  acid  and  in  sulphuric  acid  with 
a  green  coloration.  The  platinochloride,  (CisHuXs^lLPtCle,  crystal¬ 
lises  in  slender,  red  needles,  and  is  only  sparingly  soluble.  The 
aurochloride ,  CisHn^Vj-HAuCh,  crystallises  in  yellowish-red  plates, 
and  is  rather  sparingly  soluble  in  water  and  alcohol.  The  acetyl- 
derivative,  CieH13N30,  separates  from  glacial  acetic  acid  as  a  light 
yellow,  crystalline  powder,  and  is  very  sparingly  soluble  in  acetic 
anhydride. 

When  the  compound  CicHu^'  described  above  is  heated  for  some 
hours  at  ISO — 200°  with  concentrated  hydrochloric  acid,  it  is  decom¬ 
posed  into  ammonia,  and  the  hydrochloride  of  a  base  of  the  composi¬ 
tion  Cj6HioN20.  This  base  crystallises  from  alcohol  in  reddish  needles; 
it  has  a]so  the  properties  of  a  phenol,  and  dissolves  in  hot  dilute  soda, 
yielding  a  reddish-yellow  solution  from  which  it  is  precipitated  on  the 
addition  of  dilute  acetic  acid.  When  distilled  with  zinc-dust,  it  yields 
naphthaphenazine  (m.  p.  142°),  so  that  the  compound  obtained  from 
orthophenylenediamine  and  benzeneazo-«-naphthylamine  is  x-amido- 

CH— C*^V 

x-naphthaphenazine ,  NH2’C<^,  TT  J4  •  ^>CeH4,  analogously  constituted 

to  the  eurhodine,  Ci-HI3N3,  obtained  by  Witt  from  orthamidoazo- 
toluene  and  *-naphthylamine.  F.  S.  K. 
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Nitro-  and  Chloro-derivative  of  /3-Methyl-£-hydroxyquin- 
azoline.  By  H.  Dehoff  (/.  pr.  Ghem.  [2],  41,  oGS). — Nitro- fi- 

methyl-8-hydroxyquinazoline,  is  obtained  by 

adding  anhydracetylorthamidobenzamide  to  red  fuming  nitric  acid; 
it  crystallises  from  alcoliol  as  a  yellow  powder;  it  is  an  acid.  Its 
methyl-derivative  forms  short, almost  colourless  needles  melting  at  1G5D. 

When  anhydracetylorthamidobenzamide  is  heated  with  phosphorus 
peutacliloride  at  170°,  a  substance  CcffLChN^  is  obtained ;  this 
crystallises  from  alcohol  in  slender,  white,  felted  needles,  and  melts  at 
124 — 125°.  With  potash,  it  yields  a  compound,  C9H5C13N20,  which 
crystallises  in  yellow  prisms  melting  at  20G — 207°.  The  ethyl- 
compound  of  this  last' substance  crystallises  in  lustrous,  white  needles 
melting  at  75°.  A.  G.  B. 

7-Coniceine,  Conyrine,  and  Inactive  Coniine.  By  E.  Lell- 
ann  and  W.  0.  Muller  {Ber.,  23,  G80 — G84). — The  couiceine  pre¬ 
viously  described  by  Lellmann  (Abstr.,  1889,  901)  has  proved  to  be 
identical  with  the  7-eoniceine  obtained  by  Hofmann  from  coniine, 
bromine,  and  soda  (Abstr.,  1885,  5G2),  the  difference  in  the 
boiling  points  of  20°  previously  noticed  being  due  to  a  slight  impurity 
present  in  Lellmann’s  base;  the  latter,  when  purified  by  means  of  the 
stannochloride,  boils  like  7-conicei’ne  at  173°.  A  direct  comparison 
of  specimens  obtained  by  both  methods  also  afforded  complete  proof 
of  their  identity. 

In  the  previous  paper  it  was  left  undecided  which  of  the  following 
formulse  represents  7-conice'ine, 

CH2<^y;^y>C-CH2-CH2Mcj  or  CH2<^^T|.s>C:CH-CH2]Me. 

A  compound  of  the  first  constitution  should,  on  deliydrogcnisation, 
readily  yield  propylpyridine,  whereas  the  formation  of  this  base  could 
hardly  be  explained  by  the  second  formula.  The  authors  therefore 
distilled  the  stannochloride  of  7-conicc'ine  with  zinc-dust,  and  purified 
the  crude  distillate  by  dissolving  it  in  hydrochloric  acid,  extracting 
the  non-basic  portions  with  ether,  adding  excess  of  alkali,  and  distilling 
in  a  current  of  steam.  The  distillate  was  again  dissolved  in  hydro¬ 
chloric  acid,  and  a  little  sodium  nitrite  added,  and  any  nitrosamine 
formed  removed  by  ether,  the  solution  being  then  again  made  alkaline 
and  distilled.  In  order  to  identify  the  base,  it  was  converted  into  the 
platiuocliloride,  the  crystallographic  examination  of  which  gave  results 
agreeing  with  those  obtained  by  Ladenburg  for  propylpyridine  platino- 
cliloride  ( Annalen ,  247,  20).  The  melting  point  was,  however,  found 
to  be  172°,  whereas  Ladenburg.  found  159 — 1G0°..  The  authors,  there¬ 
fore,  prepared  a  specimen  of  the  platinochloride  by  Ladenburg’s 
method,  and  found  in  this  case  also  the  melting  point  172°.  As  this 
compound  was  investigated  with  great  care  by  Ladenburg,  the  platino¬ 
chloride  must  exist  in  two  isomeric  forms  of  different  melting  point, 
which,  however,  differ  only  very  slightly  in  their  crystallographic  pro¬ 
perties.  The  properties  of  the  free  base  agree  well  with  those  given 
by  Ladenburg  and  Hofmann  for  propylpyridine,  and  there  can,  there¬ 
fore,  be  no  doubt  as  to  its  identity  with  this  compound,  from  which  it 
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follows  that  7-conice‘ine  has  the  first  of  the  formula)  given  above. 
This  result  also  renders  it  probable  that  the  secondary  piperideine 
bases  obtained  by  Ladenburg  in  a  similar  manner  from  «- methyl-, 
a-cthyl-,  and  a-isopropylpiperidine  have  a  corresponding  constitution. 

7-Conice‘ine  appears  to  be  also  formed,  together  with  conyrine,  by 
the  distillation  of  coniine  hydrochloride  with  zinc-dust. 

When  'pconiceine  is  reduced  with  tin  and  hydrochloric  acid,  it  is 
readily  converted  into  inactive  coniine.  Its  boiling  point  was  found 
to  be  165 — 166°,  whilst  its  hydrochloride  melted  at  2130,wheroas  Laden¬ 
burg  found  the  melting  point  to  be  2o2 — 203°.  It  appears  that  the 
treatment  with  tin  and  hydrochloric  acid  exerts  a  purifying  influence 
on  the  base,  as  dextrc-conii'ne  hydrochloride, .for -which  the  authors, 
in  agreement  with  Ladenburg,  found  the  melting  point  218°,  after 
treatment  with  these  reagents  melted  at  221°.  H.  G.  C. 

By-product  from  the  Synthesis  of  Cocaine.  By  C.  Lteher- 
ii ann  and  F.  Giesel  ( Her .,  23,  926 — 929). — A  direct  comparison  of 
the  compounds  of  the  base  described  by  the  authors  as  methylcoca'ine 
(this  vol.,  p.  647)  with  those  of  Einhorn  and  M&rquardt’s  dextro¬ 
rotatory'  cocaine  (this  vol.,  p.  646)  has  shown  that  the  two  bases  are 
very  probably'  identical.  The  nitrates  of  both  compounds  have  the 
same  solubility  in  water,  namely,  .1 ’55  in  100  at  20°.  Dextrorotatory 
cocaine,  purified  by  means  of  the  nitrate,  melts  at  about  43 — 47°; 
the  hydrochlorides  of  the  two  bases  also  melt  within  about  3°  of  one 
another. 

Dextrorotatory'  benzoylcegonine  hydrochloride,  prepared  from 
dextrorotatory'  cocaine,  is  identical  with  the  compound  prepared  from 
“methylcoca'ine;”  both  substances  form  rhombic  crystals  a-.:  b  :  c  — 
0-8361  :  1  :  0-5184. 

The  nitrates  of  dextrorotatory  benzoylecgonine  and  “methyl- 
cocaine”  are  equally-  soluble  in  water  (about  Tl  in  100  at  19°)..  The 
methvl-derivative  of  “  methylcoca'ine  ’’  melts  at  the  same  temperature 
(115  °)  as  the  methyl-derivative  of  dextrorotatory'  eegonine,  and  both 
have  the  same  rotatory  power.  F.  S.  K. 

Aricine.  By  H.  Moissax  and  E.  Laxdkin  (Compt. .  rend.,  110, 
469 — 471). — The  alkaloid  which  was  discovered  by  Pelletier  and 
Coriol  was  obtained  from  the  bark  known  as  Arica  or  Cusco  quinquina. 
The  bark  used  by.  the  authors  contained  3"0  to  3"5  per  cent,  of  the 
alkaloid,  a  proportion  much  larger  than  that  found  by  previous  investi¬ 
gators..  It  was  roughly'  powdered,  mixed  with  10  per  cent,  of  lime 
andilO  per  cent,  of  sodium  hydroxide  solution  of  40°,  and  the  mixture 
partially'  dried  on  a  water-bath.  It  was  then,  exhausted  with  ether, 
and  the  ethereal  solution  mixed  with  dilute  sulphuric  acid,  which  pre¬ 
cipitated  arieine  sulphate.  The  sulphate  was  dissolved  in  boiling 
water,  and  the  alkaloid  precipitated  with  ammonia  and  purified  by' 
repeated  recrystallisation  from  alcohol.  It  has  the  composition 
C23H?6N204)  as  stated  by  Gerhardt  and  by'  Hesse,  melts  at  188 — 189°, 
and  is  insoluble  in  water,  but  dissolves  in  alcohol  (1  part  in  100  at  156, 
and  9  parts  in  100  of  the  boiling  solvent),  and  in  ether  (3  parts  in  100 
at  15°). 
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Its  rotatory  power  in  alcoholic  solution  is  [*nD  =  — 58°  18',  and  in 
ethereal  solution  [«]D  =  —92°  30'.  Contrary  to  the  usual  statements, 
the  hydrochloride  is  optically  active,  its  rotatory  power  having  a  sign 
opposite  to  that  of  the  bases,  [*]D  —  +14°  30'  in  an  alcoholic  solu- 
tion. 

Aricine  is  distinguished  from  its  isomeride  cusconine  by  its  melting 
point  and  rotatory  power.  The  quantity  of  bark  used  was  so  groat 
that  2  kilos,  of  aricine  were  obtained.  The  product  was  identical 
in  properties  with  the  aricine  isolated  by  Pelletier.  C.  H.  B. 

Action  of  Resorcinol  on  Egg  Albumin.  By  J.  Axdeer  ( Chem . 
Gentr.,  1890,  i,  324;  from  Arch.  path.  Anat.,  119,  191 — 192). — If  a 
drop  of  egg  albumin  is  allowed  to  fall  into  a  saturated  solution  of 
resorcinol, 'the  drop  of  albumin,  at  first  transparent,  becomes  gradually 
opaque,  and  finally  white  like  a  hailstone.  It  gradually  falls  through 
the  liquid,  lengthens  itself  out  to  a  band,  becomes  broader  and  broader, 
finally  reaching  the  bottom.  It  has  the  appearance  of  a  bacterio- 
logical  culture.  If  the  liquid  is  now  shaken,  it  falls  to  the  finest 
powder,  and  is  so  disseminated  in  the  froth  that  it  appears  to  have 
dissolved.  The  same  effects  are  produced  however  dilute  the  egg 
albumin  maybe.  J-  W.  L. 

Reactions  of  Albumoses  and  Peptone.  ’By  R.  Neumeister 
Zeit.  Biol.,  26,  324 — 347). — The  various  reactions  (biuret  reaction, 
precipitation  by  nitric  and  other  acids,  -  and  by  ammonium  sulphate 
and  other  salts)  of  the  products  of  proteolysis  are  described  and  com¬ 
pared  with  one  -another  (compare  Abstr.,  1888,  509,  516).  State¬ 
ments  made  by  other  observers  in  relation  to  their  delicacy  and 
applicability  are  reviewed  and  criticised. 

The  term  tryptophan  is  suggested  for  the  substance  which  is  formed 
during  pancreatic  digestion  from  proteids,  and  which  gives  a  reddish- 
violet  coloration  with  bromine.  W.  D.  H. 

Proteinchrome  and  Proteinchromogen.  By  E.  Stadelmann 
{Zeit.  Biol.,  26,  491 — 526). — It  has  been  known  since  the  researches 
of  Gmelin,  Bernard,  and  others  of ‘the  earlier  physiologists  that  on 
tryptic  digestion., a  substance  is  formed  from  protei’ds  which  gives  with 
chlorine,  or  better  with  bromine  (not-with  iodine),  a  reddish-violet 
coloration.  Other  methods  of  decomposing  proteids,  such  as  putre¬ 
faction,  barium  hydroxide,  and  strong  (5  per  cent.)  sfilphuric  acid, 
give  rise  to  many  substances,  among  which  this  hitherto  runnamed 
material  is  to  be  fonnd.  It  is  not  formed  during  gastric  digestion, 
Krukenberg  {Verhandl.  physik.  med.  Ge$.  Wiirzhnrg,  18)  and  Hemala 
(Chem.  TJnters.  wiss.  Hfed.,  von  C.  F.  W.  Krukenberg,  Heft  2)  have 
previously  investigated  this  substance,  and  Nencki  (this  Journal, 
1875,  479)  considered  that. iri was  probably  identical  with  naphthyl- 
amine,  a  view  which  >Hemala -showed  rto  be -untenable.  Iseumeister 
(preceding  abstract)  has  recently- suggested  the  name  tryptophan  for 
it ;  the  name  here  -suggested  is  that  of  proteinchromogen  for  the 
original  substance,  and  of  protanchrome  for  the  coloured  material 
formed  on  the  addition  of  chlorine  or  bromine. 

Proteinchromogen  dialyses  through  parchment  paper,  will  not  dis- 
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solve  in  ether  or  chloroform,  is  non-volatile,  and  is  destroyed  at  100°. 
It  is  precipitnble  by  silver  nitrate,  and  causes  reduction  of  this  salt 
in  the  cold.  The  pigment  itself  (proteinchrome)  is  soluble  in  the 
digestion  fluid,  and  is  soluble  in  ether  anti  in  chloroform,  tho  solutions 
showing  a  well-marked  absorption-band  at  D.  The  halogens  appear 
to  be  in  a  state  of  chemical  combination  with  the  organic  radicle. 
Impure  nitric  acid  destroys  it.  Many  of  these  facts  were  previously 
described  by  Krukenberg,  who  considers  that  the  substance  is  not  a 
prote'id,  but  a  member  of  the  indigo-group. 

Pf’ote'inchromogen  is  stated  by  Neumeister  to  be  solnble  in  amyl 
alcohol,  and  oan  thus  be  isolated.  In  the  present  research,  amyl 
alcohol  was  not  found  to  be  at  all  a  suitable  reagent  to  employ  for 
this  purpose.  In  fact  no  method  was  found  which  would  satisfac¬ 
torily  separate  it  from  peptone,  with  which,  in  diffusibility  and  many 
of  its  reactions,  it  agrees  closely,  and  from  the  amido-acids.  The 
preparation  of  proteinchrome  by  the  use  of  90  per  cent,  alcohol  (for 
full  details  the  original  memoir  must  be  consulted)  met  with  better 
success.  Its  colour  and  other  reactions  show  that  it  is  not  identical 
with  naphthylamine.  When  dissolved  in  ether,  it  shows  a  well-marked 
absorption-band  in  the  green  (68 — 93) ;  when  dissolved  in  alcohol, 
the  band  does  not  appear  until  after  the  addition  of  sodium  hydroxide  ; 
after  treatment  with  various  reagents,  and  in  different  solvents,  the 
spectroscopic  appearances  differ,  the  measurements-  being  given  in 
detail. 

Elementary  analysis  of  several  specimens  gave,  the  following  per¬ 
centage  results — 


N. 

Br. 

S. 

c. 

H. 

O. 

10*99—11  *92 

1  ! 

j  19  -77—23  -16  2  -95—3-77 

48-12—51-34 

1 

4-45—5-28 

• 

From  these  numbers  it  is-calculated  that  the  percentage  composition 
of  protein  chromogen  is:  C,  61*02;  H,  6‘S9  ;  N,  13‘6S ;  S,  4'69;  and 
O,  1371. 

Proteinchromogen  is  not  formed  from  anti-products  of  digestion, 
but  only  from  the  hemi-group  (hemi-peptone).  It  is  thus  a  sub- 
stauce  which  must  be  classed  with  leucine,  tyrosine,  and  similar 
materials  formed  during  pancreatic  ■  digestion.  Its  reactions  and 
general  composition  seem  to  point  to  its  being  a  prote'id,  or  a  sub¬ 
stance  allied  to  a  prote'id;  its  high  percentage  of  sulphur  quite 
excludes  the  view  that  it  belongs  to  the  indigo-group. 

W.  D.  H. 

Melanin.  By  J.  Beaxdl  and  L.  Pfeiffer  ( Zeit .  Biol.,  26,  348 — 
376). — The  pigment  of  melanotic  tumours  has  been  previousl}'  in¬ 
vestigated  by  Berdez  and  Nencki  (Abstr.,  1888,  976),  and  by  Morner 
(Abstr.,  1S87,  168).  In  the  present  research,  the  material  was  ob¬ 
tained  from  a  patient  who  died  of  melano-sarcoma  of  the  liver. 
Details  of  the  clinical  history  of  the  case  and  autopsy  are  briefly 
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The  pigment  was  separated  from  the  protcids  of  the  tumour  by 
the  method  of  Berdez  and  Nencki,  and  was  found  to  be  insoluble  in 
most  reagents  ;  concentrated  mineral  acids  dissolve  it  slowly  in  the 
cold,  more  quickly  when  warmed ;  iron  is  then  found  in  the  acid, 
showing  that  it  has  decomposed  the  pigment.  In  concentrated  alkalis 
in  the  cold  it  is  almost  insoluble ;  on  the  application  of  heat,  it  dis¬ 
solves  with  the  formation  Of  a  sulphide  of  the  alkali.  Dilute  potas¬ 
sium  hydroxide  (1  per  cent.)  dissolves  it  slightly,  forming  a  dark-red 
solution.  It  is  precipitated  from  this  solution  by  a  solution  of  mag¬ 
nesium  sulphate,  or  of  barium  chloride,  or  by  neutralisation. 

Specimens  of  the  pigment  submitted  to  elementary  analysis  gave 
percentage  results  which  may  be  compared  with  the  results  of  pre¬ 
vious  observers  in  the  following  table  : — 


Xencki  and  Berdez. 

Morner. 

Brandi 

Pliymatorusin. 

Hippoinelsinin. 

Insoluble  in 
acetic  acid. 

Soluble  in 
acetic  acid. 

and 

Pfeiffer. 

c .... 

53  -48 

a,  b , 

53  ‘G  55‘G1 

55'72 

53 ’S7 

JI.. .. 

4-03 

3-SS  3-82 

COO 

— 

4-20 

nr ... . 

10' 55 

10-  48  10-87 

12-30 

— 

10  "56 

s  .. .. 

10-G7 

2-84  2-81 

7-97 

5-90 

3-63 

Fc  .  . . 

— 

—  — 

0-21 

0-52 

0.... 

21  '27 

29-20  26-89 

— 

27-25 

The  preparations  made  in  the  present  research  were,  after  removal 
of  the  iron,  found  to  be  free  from  ash. 

In  agreement  with  Morner,  and  in  opposition  to  Berdez  and 
ISTencki,  it  is  considered  probable  that  melanin  originates  from  haemo¬ 
globin  ;  during  the  course  of  the- disease,  as  the  tumour  grew  in  size, 
the  number  of  red  corpuscles  and  the  percentage  of  haemoglobin  in 
the  blood  fell  steadily. 

The  urine  of  patients  suffering  from  melanotic  disease  contains,  as 
a  rule,  a  dark  pigment,  or  a  chromogen  (melanogen)  which  is  con¬ 
verted  into  the  pigment  by  oxidation.  Many  observers  have  con¬ 
sidered  that  this  pigment  is  the  same  as  that  occurring  in  the 
tumours.  The  quantity  of  urine  available  for  research  in  the  present 
case  was  too  small  to  make  a  thorough  and  systematic  analysis.  It, 
however,  became  dark-brown  or  black  on  exposure  to  the  air,  or  by 
oxidising  in  other  ways.  With  bromine- water,  a  minimal  quantity  of 
a  brownish-black  precipitate  was  obtained.  Zeller  has  stated  that 
this  substance,  which  he  calls  bromomelanin,  contains  16'6  per  cent, 
of  bromine  (Z/UTu/eniecA-’s  Arch.  klin.  Ghirurg.,  29,  245).  An  amyl 
alcohol  solution  of  the  pigment  separated  from  the  urine  gave  two 
absorption-bands  in  the  yellow-green  and  bine-green  regions  of  the 
spectrum  respectively,  and,  on  ignition,  yielded  an  ash  that  contained 
iron.  *  W.  D..  H. 
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™  Neurokeratin.  By  W.  Kuiine  and  R.  71.  Citittexdex  ( Zeif . 
] Uni.,  26.  201 — 323).— Neurokeratin,  tlie  supporting  framework  of 
nervous  tissue,  may  bo  separated  from  other  constituents  of  that 
ij  tissue  by  its  extreme  insolubility  in  various  reagents;  it  is  also 

ij  unaffected  by  the  gastric  and  pancreatic  ferments. 

In  the  present  research,  the  tissue  was  in  some  cases  submitted 
|  to  artificial  digestion  before,  in  other  cases  after,  the  lecithin  and 
!  eliolcstcrin  were  removed  by  protracted  extractions  with  alcohol 

j  and  ether.  Five  specimens  were  thus  prepared  and  subjected  to 

1  elementary  analysis,  and  the  mean  percentage  result  compared  with 
those  similarly  obtained  from  keratin  (prepared  from  hair)  arc  as 
follows  : — 


C 

II. 

N. 

s. 

O. 

Keratin . 

49-45 

•6-52 

16-81 

4-02 

23-20 

Neurokeratin . . 

56*99 

/*o  t 

13-15 

1-87 

2045 

A  few  estimations  were  made  of  the  quantity  of  neurokeratin  in 
various  parts  of  the  nervous  system  by  weighing  the  residue  of  a 
weighed  amount  of  the  tissue  after  treatment  with  numerous  re¬ 
agents  in  which  the  albumin,  cholesterol,  lecithin,  nuclein,  and  other 
constituents  of  that  tissue  are  soluble.  The  percentage  amounts 
found  were  as  follows  : — 

1.  Nerve  (brachial  plexus) .  0316 

2.  Cerebellar  cortex .  0312 

3.  White  matter  of  cerebrum, . .  2  243 

4.  White  matter  of  corpus  callosum  ..........  2"90"2 

5.  Cerebral  cortex . . . .  . .  0327 

6.  Nerve  (brachial  and  sciatic )  ..............  0‘601 

7.  White  matter  of  corpus  callosum .  2-572 

The  most  noteworthy  point  in  connection  with  these  analyses  is  the 
remarkably  high  percentage  of  neurokeratin  in  white  matter. 

Liver  and  kidney  treated  in  the  same  way  only  gave  an  imponder¬ 
able  residue. 

Tlie  paper  concludes  with  an  account  of  the  microscopic  appear¬ 
ances  of  neurokeratin  in  the  nerve-fibres  before  and  after  they  had 
been  treated  with  the  various  reagents  used.  W.  D.  H. 
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Living  Motors  and  the  Theory  of  Heat.  By  R.  Leze  (Ann. 
Agron.,  16,  30 — 38). — The  author  draws  a  comparison  between  tlie 
useful  effect  of  the  food  supplied  to  a  working  horse  and  that  of  the 
food  consumed  by  heat  engines,  based  on  the  following’  figures.  The 
albuminoids  of  food  are  estimated  to  furnish  4,000  calories  per  kilo¬ 
gram  on  combustion ;  fats,  10,000  calories  per  kilo. ;  carbohydrates 
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and  woody  fibre,  4,000  calories  per  kilo.  Taking  a  horse  weighing 
700  kilos.,  and  consuming  per  diem  7  kilos,  lucerne  hay,  10'5  kilos, 
maize,  3‘9  kilos,  bran,  and  7  kilos,  straw,  the  calorific  value  of  the 
food  will  be  (leaving  the  straw  out  of  account) — 

calories. 

From  albuminoids .  2  807  x  4,000  —  11,228 

„  fatty  matter .  P092  x  10,000  =  10,920 

,,  carbohydrates  and  woody  fibre  14‘000  x  4,000  =  56,000 


78,148 

There  is  thus  expended  on  the  horse  80,000  calories  per  diem,  the 
same  amount  as  is  furnished  by  complete  combustion  of  10  kilos,  of 
carbon.  Such  a  horse  will  accomplish  2,700,000  kilogramme  tree  of 
work  per  day  of  10  hours;  and,  admitting  1  kilo,  of  carbon  per 
steam  horse  power  per  hour,  the  10  kilos,  of  carbon  burnt  under  a 
steam-engine  will  do  the  same.  In  the  steam- engine,' as  in  the  horse, 
this  is  only  one-thirteenth  of  the  theoretical  equivalent,  namely, 
80,000  X  425  =  34,000,000  kilogrammetres.  But  with  heat-engines 
there  is  the  prospect  of  indefinite  improvement  in  the  duty,  whereas 
there  is  no  such  prospect  in  the  case  of  animals.  Pursuing  the 
comparison,  the  heat-engine  works  at  an  elevated  temperature,  the 
horse  not  above  38°,  and  its  weight  is  only  one-sixth  to  one-eighth 
that  of  the  horse.  Supposing  the  horse  to  lose  15,700  calories  per 
day  by  radiation,  there  remains  58,950  disposed  of  in  other  ways, 
since  the  work  accomplished  only  requires  6,350.  This  quantity  of 
58,950  calories  is  partly  used  up  in  the  phenomena  of  life  and  partly 
represented  by  unburnt  fuel  in  the  excretions.  The  heat  correspond¬ 
ing  with  the  carbonic  anhydride  expired,  accounts  for  but  a  small  part, 
about  4,400  calories.  The  combustion  of  the  fuel  is  much  less  com¬ 
plete  in  the  animal  than  in  our  furnaces ;  the  reactions  are  more 
complex — more  difficult  to  follow;  the  animal  mechanism  is  so  or¬ 
ganised  that  the  falls  of  temperature  are  hardly  sensible,  and  the 
equilibrium  soon  restored.  In  the  heat-engine,  the  consumption  of 
fuel  is  directly  proportional  to  the  work  done,-  whereas  the  animal 
consumes  fuel  when  doing  no  work.  J.  M.  H.  M. 

The  Difference  between  Arterial  and  Venous  Blood  in 
different  Blood-vessels.  By  F.  Kruger  (Zeit.  Biol .,  26,  452— 
490). — Previous  researches  on  this  subject  are  first  epitomised.  In 
the  present  research,  the  experiments  were  made  exclusively  on  cats : 
the  results  obtained  being  as  follow  : — 

1.  The  amount  of  dry  residue  and  of  haemoglobin  in  the  blood  of 
the  carotid  artery  and  jugular  vein  is  the  same. 

2.  After  the  slightest  passive  congestion  has  occurred  in  any 
vascular  area,  both  dry  residue  and  haemoglobin  are  increased  in  the 
blood  drawn  from  that  region. 

3.  The  percentage  of  haemoglobin  and  of  solid  residue  in  the  blood 
of  the  afferent  and  efferent  vessels  of  the  liver  is  usually  different, 
but  no  constant  relation  exists  between  the  two. 

4.  The  blood  of  the  larger  mesenteric  vein  is  poorer  in  both  total 
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solids  and  haemoglobin  than  that  of  the  portal  vein  and  of  the  splenic 
vein. 

5.  The  blood  of  the  splenic  vein  is  generally  richer  in  haemoglobin 
and  in  solid  residue  than  that  of  the  arterial  blood.  There  are  occa¬ 
sional  exceptions  to  this  rule.  The  amount  of  fibrin  in  arterial  and 
venous  blood  is  approximately  equal.  The  specific  gravity  of  the 
defibrinated  blood  is  sometimes  higher  in  the  splenic  vein,  sometimes 
in  the  artery.  The  specific  gravity  of  the  serum  is,  on  the  contrary, 
always  higher  in  the  artery  than  the  vein  ;  the  same  is  true  for  the 
solid  residue. 

6.  Htemoglobin  appears  to  be  both  formed  and  destroyed  in  the 
spleen. 

7.  The  blood  of  the  renal  vein  is  poorer  in  both  hmmoglobin  and 
solid  residue  than  the  arterial  blood.  The  amount  of  fibrin  is  also 
less  in  the  blood  from  the  kidneys  than  in  arterial  blood.  The 
dry  residue  and  specific  gravity  of  both  defibrinated  blood  and  of  the 
serum  of  the  venous  blood  from  the  kidney  is  always  smaller  than  in 
that  from  arterial  blood.  There  appears  to  be  little  doubt  that  blood 
pigment  is  destroyed  in  the  kidneys. 

The  htemoglobin  estimations  were  made  by  means  of  Hiifner’s 
spectrophotometer.  W.  X).  H. 

The  Permeability  of  the  Red  Corpuscles  in  relation  to  their 
Isotonic  Coefficients..  By  H.  J.  Hamburger.  (Zeit.  Biol.,  26, 
414 — 1 33). — When  defibrinated  blood  is  mixed  with  salt  solutions  of 
different  concentration,  and  the  corpuscles  allowed  to  subside,  it  is 
found  that  there  is  for  each  salt  a  certain  concentration  when  no 
haemoglobin  is  dissolved  out  from  the  red  corpuscles,  while  a  saline 
solution  of  less  concentration  becomes  tinged  with  the  pigment.  The 
mean  of  these  two  limits  was  found  to  give  numbers  identical  with 
the  isotonic  coefficients  of  H.  de  Vries  ( Pringsheim's  Jahr.  iciss. 
Botanik,  14,  Heft  4). 

The  salt  solutions  in  which  the  corpnseles  lose  their  pigment  are, 
in  water-attracting  power,  far  inferior  to  the  serum  in  which  they 
are  contained.  It  is,  therefore,  necessary  to  add  at  least  50  per  cent, 
of  water,  after  admixture  with  the  defibrinated  blood,  before  the  cor¬ 
puscles  allow  their  pigment  to  be  removed.  The  salt  solutions  which 
have  the  same  water-attracting  power  as  the  serum  are  designated 
isotonic,  with  one  higher  than  that  of  the  serum,  hyperisotonic,  with 
one  lower,  hypisotonie. 

The  present  experiments  were  performed  on  the  blood  of  the  ox, 
horse,  and  pig;  and  the  substances  investigated  were  solutions  of 
potassium  nitrate,  magnesium  sulphate,  sodium  chloride,  sodium 
sulphate,  cane-sugar,  dextrose,  and  diluted  serum :  the  results  ob¬ 
tained  may  be  summed  up  as  follows  : — 

1.  That  the  blood  corpuscles  of  defibrinated  blood  are  exceedingly 
permeable  by  salts. 

2.  That  after  the  addition  of  isotonic,  hyperisotonie,  and  hypisoto- 
nic  solutions  of  salts,  sugar,  and  scrum  to  defibrinated  blood  (which 
is  diluted  with  water  before  the  admixture),  a  passing  out  of  certain 
constituents  of  the  corpuscles  into  the  surrounding  medium  occurs  ; 
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this  takes  place  in  such  a  manner  that  the  water-attracting  power  of 
neither  undergoes  any  change,  or  in  other  words  in  isotonic  propor¬ 
tions.  W.  D.  H. 

Blood  of  the  Aplysise.  By  L.  Cutixox  ( Cornet .  rend.,  110, 
724 — 725). — The  blood  from  the  heart  of  Apli/sia  depilans  has  a 
distinct  rose  colour,  due  to  the  presence  of  0'636  per  cent,  of  an 
albuminoid  which  is  precipitated  by  alcohol,  acids,  mercuric  chloride, 
and  the  usual  reagents.  Its  colour  has  no  relation  to  the  presence  of 
oxygen,  and  it  seems  improbable  that  it  plays  any  part  in  respiration. 
When  the  blood  is  dialysed,  or  exposed  for  a  long  time  to  air,  it 
decomposes  spontaneously,  part  of  the  albuminoid  remaining  in  solu¬ 
tion  and  part  separating  in  a  white,  flocculent  form.  This  albuminoid 
is  distinct  from  hsemocj'anin  and  may  be  called  hcemorhodin .  If  the 
blood  is  concentrated  in  a  vacuum  and  heated,  it  becomes  opalescent 
at  58°,  and  seems  to  coagulate  completely  at  about  70°. 

The  blood  of  Aphjsia  punctata  is  quite  different,  and  contains 
1*77  per  cent,  of  a  perfectly  colourless  hoemocyanin  which  is  not 
affected  by  air  and  coagulates  at  about  76°.  This  albuminoid  probably 
plays  no  part  in  the  absorption  of  oxygen.  C.  H.  B. 

Presence  in  Chyle  of  a  Ferment  which  destroys  Sugar.  By 

R.  Lupine  Gompt.  rend.,  110,  742 — 745). — The  removal  of  the  pan¬ 
creas  of  a  dog  was  followed  by  intense  diabetes,  the  ratio  of  sugar  to 
urea  rapidly  increasing  and  becoming  as  high  as  233  :  100.  The  in¬ 
jection  of  chyle  into  the  jugular  vein  caused  a  very  marked  reduction 
in  the  amount  of  sugar,  the  ratio  of  sugar  to  urea,  four  hours  after¬ 
wards,  being  24  :  100.  After  a  time,  however,  the  diabetes  returned. 
A  similar,  but  smaller,  reduction  in  the  quantity  of  sugar  was  caused 
by  the  intravenous  injection  of  malt  diastase.  The  addition  of  ch}de 
to  a  1  per  cent,  solution  of  glucose  kept  at  38°  caused  a  decided  re¬ 
duction  of  the  amount  of  glucose  in  the  liquid. 

From  these  facts,  the  author  concludes  that  the  chyle  contains  a 
ferment  which  destroys  glucose,  and  that  one  of  the  functions  of  the 
pancreas  is  to  provide  the  body  with  this  ferment,  and  thus  prevent 
the  abnormal  accumulation  of  glucose.  Diabetes  seems  to  be  a  con¬ 
sequence  of  an  insufficient  supply  of  the  ferment.  C.  II.  B. 

The  Formation  and  Fate  of  Glycogen.  By  W.  Piuusxrrz  ( Zeit . 
Biol.,  26,  377 — 413). — The  experiments  described  were  made  on 
hens;  a  period  of  four  days’  hunger  was  found  sufficient  to  reduce  the 
quantity  of  glycogen  in  the  body  to  a  minimum.  As  starch  was 
found  to  be  almost  indigestible,  the  animals  were  then  fed  on  a 
known  quantity  of  cane-sugar,  and  killed  a  certain  number  of  hours 
after  feeding.  The  amount  of  cane-sugar  which  remained  unaltered, 
or  of  dextrose  into  which  it  had  been  converted,  in  the  alimentary 
canal  was  then  ascertained  ;  this  amount  subtracted  from  the  dose 
given,  gave  the  amount  absorbed ;  the  amount  of  glycogen  in  the 
whole  body  was  then  ascertained. 

An  example  of  one  of  the  numerous  experiments  performed  may 
be  taken  as  a  sample  of  the  data  found. 
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B'xprrimeiit  7. — After  four  days’  hunger,  the  lien  lost  14*17  per  cent, 
of  its  original  weight.  It  was  (lien  fed  with  24*35 gram  of  cane-sugar, 
and  killed  4S  hours  afterwards. 

No  sugar  was  found  in  the  stomach  contents:  the  fjeces  contained 
1*5  gram,  the  animal  had  in  its  liver  0*022  gram  of  glycogen;  the 
rest  of  the  body,  0*484  gram  of  glycogen.  The  total  glycogen 
(0"50G  gram)  corresponds  to  0*534  gram  of  cane-sugar.  22*85  grams 
of  sugar  had  therefore  been  absorbed,  and  of  this  2*33  per  cent,  was 
found  in  the  form  of  glycogen.  The  relation  of  glycogen  to  total 
body-weight  (excluding  feathers  and  intestinal  contents)  was  0  018: 
100.  The  relation  of  the  hepatic  glycogen  to  that  in  the  rest  of  the 
body  was  1  :  22. 

This  experiment,  on  being  compared  with  others  of  a  similar  kind, 
hut  differing  from  it  in  the  length  of  time  intervening  between  the 
feeding  and  the  killing  of  the  animal,  shows  certain  results  which  are 
represented  in  the  form  of  curves,  and  which  may*  he  briefly  stated  as 
follows  : — The  amount  of  total  glycogen  in  the  body,  in  the  liver, 
and  in  the  muscles,  runs  closely  paiallel  to  one  another  ;  the  maximum 
of  glycogen  formation  as  evidenced  by  the  quantity  found  after 
death  occurs  20  hours  after  feeding ;  the  curves  rise  to  this  point,  and 
then  fall.  This  is  is  somewhat  later  than  is  stated  by  previous 
observers,  and  is  certainly  not  coincident  with  the  maximum  of  bile- 
formation. 

Some  observers  consider  that  the  liver  is  the  exclusive  seat  of  the 
formation  of  glycogen  ;  and  that  glycogen  in  the  muscles  and  else¬ 
where  is  derived  from  the  liver  ;  other  physiologists  maintain  that 
other  cells  besides  liver  cells  may  have  a  glycogenic  function.  In 
the  present  research  it  was  found  that  the  blood  contains  no  trace  of 
glycogen,  so  that  if  that  substance  is  transported  from  the  liver,  it 
must  pass  in  some  soluble  form.  Tt  is,  however,  considered  probable 
that  the  liver  is  not  the  only  seat  of  glycogenesis. 

The  paper  concludes  with  the  results  of  a  few  experiments  on  what 
happens  to  the  glycogen  of  muscles  after  death.  It  is  maintained  in 
opposition  to  Bohm  ( Pjiugers  Archiv,  23,  44),  that  the  muscle 
glycogen  rapidly  disappears  after  death.  W.  D.  H. 

Absorption  of  Different  Fats  from  the  Alimentary  Canal. 

By  L.  Arxschink  ( Zeit .  Biol.,  26,  434 — 451). — It  is  very  generally 
believed  that  fats  with  a  high  melting  point  are  not  so  digestible  as 
those  which  arc  liquid  at  the  body  temperature.  The  object  of  the 
present  research  was  to  put  this  question  to  the  test  of  accurate  ex¬ 
periment,  feeding  a  dog  with  a  weighed  quantity  of  a  fat,  and  ascer¬ 
taining  the  amount  which  is  not  absorbed,  by  analysing  the  fmces. 

The  following  table  gives  succinctly  the  principal  facts  found  : — 
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Composition. 

Melt¬ 

ing 

point 

of 

fat. 

Faeces. 

Amount 
of  fat 
not  ab¬ 
sorbed. 
Per  cent. 

Fat  given. 

Olei'n 

per 

cent. 

Solid 

fats 

per 

cent. 

Neutral 
fat  per 
cent. 

Fatty 

acids 

per 

cent. 

Soaps 

per 

cent. 

Total 
fatty 
matter 
in  the 
day. 
Grams. 

grms. 

O 

Stearin.. 

20 

100 

60 

93-0 

0 

7-0 

18-2 

91  -0 

20 

100 

CO 

94-8 

0 

5-2 

17-2 

86-2 

Pig’s  fat. 

100 

48 

34 

26  6 

19  8 

58-6 

2-8 

2  8 

Mutton  \ 
suet  .  J 

100 

70 

49 

41  -2 

51  -4 

7'4 

■H 

7-4 

Goose  fat 

50 

71! 

29 

25 

367 

55  -4 

7-9 

ID 

2  *5 

Olive  oil. 
Mixture  " 
of  stearin 

50 

72. 

28 

0 

52-6 

23-3 

24*0 

2  3 

and 

almond 

oil 

>20 

54. 

46 

55 

CO -6 

19 '4 

20-0  : 

2*2 

10  *6 

This  clearly  shows  that  the  melting  point  and  the  amount  of  fat 
absorbed  vary  in  the  way  already  supposed.  The  bearing  of  this  on 
diet  in  eases  of  stomach  disease  is  pointed  out.  W.  D.  H. 


Behaviour  of  Sulphur  in  the  Organism,  and  the  Detection  of 
Thiosulphuric  acid  in  Urine,  By  W.  Pressh  ( Ghem .  Centr., 
1890,  i,  405 — 406;  from  Arch.  path.  Anat.,  119,  148 — 167). — The 
author  has  used  Salkowski’s  method  for  the  detection  of  thiosulphuric 
acid  in  urine,  which  depends  on  the  fact  that  if  the  substance  is 
distilled  with  hydrochloric  aeidr  free  sulphur  collects  in  the  condenser, 
whilst  hydrogen  sulphide  is  evolved.  When  applying  this  test,  the 
urine  was  tested  for  hydrogen  sulphide  first,  and  in  its  absence,  any 
formation  of  hydrogen  sulphide  may  be  attributed  to  the  presence  of 
thiosulphuric  acid.  Another  delicate  test  is  to  precipitate  any  thio¬ 
sulphuric  acid  as  silver  thiosulphate ;  the  latter  is  decomposed  on 
heating  into  silver  sulphate  and  sulphide,  the  former  being  then 
tested  for.  The  author  could  not  detect  the  least  trace  of  thiosul¬ 
phuric  acid  in  any  healthy  urine.  Experimenting  on  himself  on  the 
effect  of  taking  sulphur  in  the  form  of  flowers  of  sulphur,  he  found 
that  73*5  per  cent,  was  excreted  as  sulphuric  acid,  and  that  the  re¬ 
mainder  is  absorbed  for  the  formation  of. organic  sulphur  compounds. 

J.  W.  L. 

Composition  of  the  Milk  of  the  Bottle-nose  Whale.  By 

P.  F.  Fraxkland  and  F.  J.  Hamkly  ( Chem .  News,  61,  63). — The 
authors  obtained  the  following  results  from  a  small  sample  of  milk 
from  the  bottle-nose  whale  ;  the  numbers  are  per  cent.  :  — 


Total  solids  (100— 105  C.)  .  5133 

Water .  48‘67 

Solids  not  fat .  7-57 


Fat 

Ash 


PHYSIOLOGICAL  CHEMISTRY. 


4376 

0'46 


813 


The  ash  is  rich  in  phosphoric  acid,  and  the  fat  contains  a  large  pro¬ 
portion  of  difficulty  saponifiable  fat  (m.p.  51°)  presumedly  spermaceti. 

D.  A.  L. 

Physiological  Action  and  Optical  Properties  of  Inorganic 
Substances.  By  J.  Blake  (Zeit.  physikal.  Cheni.,  5,  217 — 220). — 
The  author,  in  amplification  of  a  former  paper  (ibid.,  2,  769),  here 
discusses  the  parallelism  between  the  physiological  action  of  inorganic 
substances  and  their  optical  behaviour,  together  with  the  factors  of 
moment  in  determining  these  properties — namely,  isomorphism, 
valency,  and  atomic  weight. 

Substances  of  one  isomorphons  group  have  in  general  the  same 
physiological  action  ;  in  an  investigation  of  44  elements,  the  only 
exceptions  to  this  rule  (nitrogen  and  potassium),  were  found  to  be 
also  exceptional  with  regard  to  their  spectra  and  general  optical 
activity.  Within  an  isomorphous  group,  increase  of  molecular  weight 
(or,  more  probably,  of  molecular  volume)  conditions  increased  physio¬ 
logical  activity.  The  influence  of -valency  is  such  as  to  determiue 
the  sphere  of  the  action;  thus  bivalent  elements  act  on  a  greater 
number  of  nerve  centres  than  univalent  elements,  trivalent  on  more 
than  bivalent,  and  so  on.  The  author  draws  attention  to  the  con¬ 
nection  between  the  valency  of  hydrogen,  oxygen,  and  nitrogen  and 
the  nature  of  their  spectra.  The  above  relations  hold  most  strictly 
for  electro-positive  elements.  J.  W. 

Action  of  Related  Chemical  Compounds  on  Animals.  By 

W.  Gibbs  and  H.  A.  Hake  (Amer.  Ohem.  J.,  12,  145 — 152) — A  con¬ 
tinuation  of  a  research,  for  the  first  part  of  which  see  this  vol., 
p.  280  ;  experiments  with  the  cresols  form- the  subject  of  the  present 
paper.  These  all  act  as  sensory  and  motor  paralysants.  The  ortho- 
and  para-compounds  act  as  stimulants  to  inhibitory  processes  ;  the 
meta-compound  has  no -such  influence.  The  ortho-compound  seems 
to  be  the  more  powerful  inhibitory  stimulant  of  the  two,  and  is  the 
most  powerful  cardiac  depressant  of  the  group.  After  orthocresol 
in  this  respect  comes  paracresol ;  metacresol  'having  little  cardiac 
influence  comparatively;  thus,  ortho-cresol  kills  when  injected  in  the 
strength  of  0'08  gram  per  kilo,  of  body- weight,  paracresol  in  the 
dose  of  01  gram  per  kilo.,  and  metacresol  when  the  amount  equals 
015  gram  per  kilo.  Metacresol  seems  to  affect  the  vaso-motor  system 
more  than  paracresol,  but  probably  not  more  than  orthocresol.  Ortho¬ 
cresol  and  paracresol  are  grouped  as  inhibitory  stimulants  and 
cardiac  depressants ;  orthocresol  and  metacresol  as  vaso-motor 
depressants.  On  the  nervous  system  of  the  frog  those  compounds 
act  as  a  paralysants  in  the  same  order  as  they  act  on  the  heart. 
Tli us,  of  orthocresol  0'004  gram  per  kilo,  of  body-weight  paralyses 
the  nerves  and  causes  death.  Paracresol  kills  at  0  006  gram,  and 
metacresol  only  at  0‘044  gram  per  kilo.  C.  F.  B. 
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Effect  of  Copper  Salts  on  Elliptical  Yeast.  By  A.  Rommier 
( Gompt .  rend.,  110,  536 — 539). — Grapes  from  wines  which  had  been 
treated  with  solutions  of  copper  salts  for  the  prevention  of  mildew, 
either  did  not  ferment  at  all  or  fermented  in  consequence  of  the 
development  of  the  species  of  yeast  known  as  apiculatus .  The  ordi* 
nary  elliptical  wine-yeast  did  not  develop.  Direct  experiments 
showed  that  0‘075  to  0T00  gram  of  copper  in  the  form  of  sulphate 
per  1000  c.c.  greatly  retarded  fermentation  by  elliptical  yeast.  It  is 
highly  probable,  therefore,  that  the  copper  salts  will  exert  a  similar 
influence  on  the-  sporulation  of  this  yeast  on  the  .skin  of  the  grape, 
but  will  not  prevent  the  deposition  of  other  yeasts  through  the 
agency  of  insects. 

The  absence  of  elliptical  yeast  will  not  exert  any  marked  influence 
in  the  case  of  common  wines,  but  will  be  decidedly  injurious  when  it 
is  required  to  produce  wines  of  fine  bouquet.  The  use  of  copper  salts 
should,  therefore,  be  avoided  as  far  as  possible,  C.  Hi  B. 

The  Fixation  of  Free  Nitrogen.  By  Sir  J:  B.  LAWES-and  J.  H. 
Gilbert  ( Proc .  Poi/.  Soc .,  47,  85 — 118). — In  a  previous  paper  (Phil. 
Trans.,  1889,  1 — 107)  the  authors  discussed  the  history  and  present 
position  of  the  question  of  the  sources  of  the  nitrogen  of  vegetation. 
The  earlier  Rothamsted  results,  as  well-  as  those  of  Boussingault, 
obtained  under  conditions  which  excluded  the  action  of  electricity 
and  of  microbes,  pointed  to  the  conclusion  that  the  higher  chloro- 
pbyllous  plants  have  not  the  power  of  taking  up  elementary  nitrogen. 
It  was  concluded  that  atmospheric  nitrogen  is  not  a  source  of  nitrogen 
iu  the  case  of  gramineous,  cruciferous,  clienopodiaccous,  or  solaneous 
crops,  but  with  regard  to  the  Leguminosce  it  was  admitted  that  there 
was  not  sufficient  evidence  to  account  for  the  whole  of  the  nitrogen 
taken  up.  Of  the  recent  researches  bearing  on  the  subject,  those  of 
Hellricgel  and  Wilfarth  (Abstr.,  1889,  64-0;  and  Per.,  hutan.-  G'es.,  7, 
138)  were  considered  the  most  conclusive,  and  in  1888  experiments, 
on  similar  lines  to  Hellriegel’s,  were  commenced  at  ■Rothamsted.  The 
plants  selected  were  peas  and  blue  and  yellow7  lupins,  but  only  tlie- 
peas  gave  very  definite  results.  There  were  four  pots,  each  with 
three  pea  plants,  as  follows: — No.  1.  Washed  sand  (9  lbs.),  containing 
a  little  nitrogen  (0  0097  per  cent.),  and  provided  with  the  necessary 
ash  constituents.  Nos.  2  and  3.  Tha  same  prepared  sand  seeded 
with  soil  organisms.  No.  4.  Garden  soil  from  which  the  soil  extract 
added  to  Nos.  2  and  3  was  made.  About  five  or  six  weeks  after 
sowing,  the  plants  of  pots  2  and  3  acquired  a  darker  colour  than 
those  of  pot  1,  and  from  this  time  the  plants  (pots  2  and  3)  gained 
both  in  leaf  surface  and  in  number  of  leaflets,  and  maintained  their 
brighter  green  colour.  At  the  conclusion  of  the  experiment  it  was 
found  that  the  roots  of  all  the  plants  had  nodules,  but  that  those  of 
the  plants  of  the  seeded  pots  were  much  larger  and  more  abundant 
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than  those  of  pot  1.  The  fact  that  the  plants  of  this  pot  had  nodules 
at  all  is  attributed  to  the  impurity  of  the  sand,  and  its  not  having 
been  sterilised.  The  roots  of  the  plants  grown  in  garden  soil  showed 
comparatively  few  nodules,  which  were,  moreover,  smaller  than 
those  of  the  other  pots.  None  of  the  plants  flowered,  owing  to  the 
lateness  of  the  season. 

The  following  table  shows  the  amount  of  dry  produce  (including 
roots),  and  the  amount  of  nitrogen  contained  in  it,  as  well  as  the 
nitrogen  of  the  seeds  sown,  and  the  initial  and  final  nitrogen  of  the 
sand  and  soil  : — 


Nitrogen 


Dry 

pro¬ 

duce. 


grins. 


At  commencement. 

At  conclusion. 

Gain, 

In  total 
pro¬ 
ducts  ; 
total 
initial 
=  1. 

In 

plants, 
nitro¬ 
gen  in 
seed 
=  1. 

In 

soil. 

In 

seeds 

sown. 

Total. 

In 

soil. 

In 

pro¬ 

duce. 

Total. 

grm  s. 

grins. 

grins. 

grms. 

grins. 

grin  3. 

grm  s. 

grms. 

grms. 

0  -0999 

0*0293 

0-1292 

0-1090 

0-2822 

0-3918 

0-2G2G 

3-03 

9-G3 

0  0999 

0-029S 

0-1297 

0  -0974  0  -53G1  0  -6335  0  -5038 

4-8S 

17  -99 

0-0999 

0-0291 

0  *  1 290  0  •  0848  0  •  4357  0  •  5205  0  •  3915 

4-04 

14-97 

7-99S9j0-0301 

S-0290 

7"99S9|0 "66U08*65S9|0  -6299 

1  -08 

21  -93 

The  amount  of  nitrogen  in  the  25  e.e.  of  soil  extract,  added  to 
pots  2  and  3,  is  so.small  (0’790  milligram)  that  it  need  not  be  taken 
into  account.  Whilst  the  amount  of  dry  produce  was  only  slightly 
increased  by  the  application  of  soil  organisms,  the  amount  of 
nitrogen  was  nearly  doubled.  With. regard  to  pot  4,  the  results  indi¬ 
cating  a  gain  of  nitrogen  are  not  to  be  considered  as  conclusive, 
owiug  to  the  difficulty  of  detecting  slight  changes  iu  the  amount  of 
nitrogen  in  a  large  bulk  of  rich  soil.  This  experiment  was,  in  fact, 
intended  more  to  compare  the  growth  with  that  of  the  other  pots, 
than  for  exact  quantitative  estimates  of '  gain  or  loss.  There  is  no 
evidence  to  show  that  either  the  sand  or  soil  has  taken  up  nitrogen 
on  its  own  account. 

The  experiments  of  the  second  season  included  peas,  red  clover, 
vetches,  blue  and  yellow  lupins,  and  lucerne.  The  saud  used  was  a 
coarse,  white  sand,  which  was  washed,  and  sufficiently,  if  not  abso¬ 
lutely,  sterilised,  by  heating  for  some  days  at  nearly  100°.  The 
necessary  ash  constituents  mixed  with  an  equal  weight  of  calcium 
carbonate  were  added  to  each  pot.  There  were  four  pots  to  each 
series.  No.  1  contained  the  prepared  sand  alone ;  Nos.  2  and  3  the 
same  sand,  to  which  a  soil  extract  was  added,  prepared  from  a  lupin 
sandy  soil  for  the  lupins,  and  from  a  garden  soil  for  all  the  rest. 
No.  4  garden  soil,  or  for  lupins  the  special  In  pin  soil.  The  peas  and 
vetches  of  the  unseeded  pots  were  very  limited  in  growth,  whilst 
those  of  the  second  and  third  pots  grew  luxuriantly,  being  taller  even 
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than  those  grown  in  garden  soil.  On  the  other  hand,  the  latter  were 
more  vigorous  and  produced  flower  and  seed.  The  results  obtained 
with  yellow  lupins  were  stili  more  striking.  Whilst  the  plants  of 
pot  1  barely  appeared  above  the  rim  of  the  pot,  those  of  pots  2  and  3 
were  large,  branched  plants,  the  largest  being  2  feet  high,  which 
flowered  and  seeded  freely.  The  plants  grown  in  the  lupin  soil  were 
considerably  smaller,  which  may  be  due  to  the  fact  that  the  lupin 
soil  was  much  less  porous  than  the  sand  of  the  other  pots.  The  roots 
of  all  the  plants  (peas,  vetches,  aud  lupins)  grown  in  sand  without 
soil  extract  seeding  were,  like  the  plants,  of  very  limited  development, 
and  were  entirely  free  from  modules ;  in  pots  2  and  3,  of  each  series, 
the  root  development  was  very  great,  and  the  roots  showed  an 
abundance  of  nodules.  In  the  garden  soil  and  the  lupin  soil  the 
root  development  and  nodule  formation  were  much  less. 

The  blue  lupins  failed,  with  one  exception,  and  the  clover  and 
lucerne  are  left  for  further  growth. 

The  results  confirm  those  of  Hellriegel  and  Wilfarth  in  showing 
the  fixation  of  free  nitrogen  under  the  influence  of  microbe  seeding, 
and  the  resulting  nodule  formation  on  the  roots  of  the  leguminous 
plants.  Hellriegel  agrees  with  the  authors  that  the  Leguminosne  utilise 
soil  nitrogen,  and  lie  considers  that  the  soil  would  be  drawn  on  first, 
and  that  this  source  is  supplemented  by  the  elementary  nitrogen  of 
the  air,  brought  into  combination  by  means  of  the  organisms ;  he  also 
considers  that  there  would  be  more  or  less  fixation  even  with  a  soil 
rich  in  nitrogen.  On  the  other  hand,  Vines  {Annals  of  Botany,  2, 
3SG)  found  that  the  formation  of  tubercles  and  presumably  also  the 
fixation  of  free  nitrogen,  is  mneh  reduced  by  the  application  of  much 
nitrate ;  and  the  Rothamsted  experiments  indicate  that  with  a  rich 
soil,  there  are  far  fewer  nodules  formed  than  with  a  sand  containing 
but  little  nitrogen  and  seeded  with  soil  organisms. 

Regarding  the  way  in  which  the  organisms,  which,  in  symbiosis  with 
the  higher  plants,  bring  about  the  fixation,  much  has  yet  to  be  learnt. 
The  authors  suggest  the  alternatives: — •“  (1.)  That  somehow  or 
other,  the  plant  itself  is  enabled,  under  the  conditions  of  symbiotic 
life,  to  fix  free  nitrogen  of  the  atmosphere  by  its  leaves,  a  supposition 
in  favour  of  which  there  seems  to  be  no  evidence  whatever.  (2.)  That 
the  parasite  utilises  and  fixes  free  nitrogen,  and  that  the  nitrogenous 
compounds  formed  are  taken  up  bv  the  host.  On  such  a  supposition, 
-the  actually  ascertained  large  gain  of  nitrogen  by  the  leguminous 
plant  growing  in  a  nitrogen-free,  but  properly  infected,  soil  becomes 
intelligible.”  (Compare  Breal,  this  vol.,  p.  79;  Marshall  Ward, 
Proc.  Roy.  Soc.,  46,  431  ;  and  Prazmowski,  Landw.  Versuchs-Stat., 
37,  162.)  N.  H.  M. 

The  Nitrogen  Question.  By  A.  Petermann  {Bull.  Stat.  Agronom. 
Gemhlonx,  No.  47,  1-17,  1890). — Yellow  lupins  were  grown  in  vessels 
containing  1  cub.  metre  of  washed,  white  sand  (1400  kilos.).  The  air- 
dried  sand  contained  0'0400  percent,  of  organic  matter  (with  0-0004699 
per  cent,  of  nitrogen)  and  0‘029  per  cent,  of  nutritive  mineral  matter. 
The  experiments  were  made  in  the  open  air;  the  rainfall  and  drain¬ 
age  through  the  sand  and  the  nitrogen  in  the  rain  and  drainage  were 
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determined.  There  were  six  vessels,  as  follows: — (1)  Sami  alone; 
(-2)  saml  with  phosplmtic  slag  and  potassium  and  magnesium  sul¬ 
phates;  (G)  sand  and  minerals  as  in  (2),  and  soil  extract  containing 
organisms;  (-1)  sand  and  minerals  with  sodium  nitrate  (17G‘G  grams); 
(5)  sand  and  minerals  with  ammonium  sulphate  (187*f>  grams); 
(G)  sand  and  minerals  wilh  dried  blood  (225*7  grams).  The  amount 
of  nitrogen  applied  to  vessels  4,  5,  and  G  was  iu  each  case  the 
same  (27*G  grams).  GG  seeds  of  Imp-inns  luteus  were  sown  on  May  2, 
and  on  duly  GO  plants  of  all  the  six  vessels  were  in  flower.  In  No.  1  nine 
plants  died ;  the  rest  were  small,  with  small  flowers.  Those  of 
Nos.  2  and  G  were  nearly  identical  in  appearance,  and  were  much 
stronger  and  larger  than  those  of  No.  1.  The  plants  of  vessels  4,  5, 
and  G  were  much  larger  still,  especially  those  of  No.  G,  which  were  all 
the  time  superior  to  any  of  the  others.  The  less  favourable  result 
with  sodium  nitrate  is  attributed  to  its  greater  solubility  and  its  con¬ 
sequent  removal  to  the  lower  part  of  the  sand  out  of  reach  of  the 
shorter  roots.  Nodules  were  found  on  the  roots  in  all  six  vessels. 

The  numerical  results  are  shown  in  the  following  table  :  — 


Dry 

Pro¬ 

duce. 

Nitrogen. 

In  pro¬ 
duce. 

In 

soil, 

final. 

In 

drain¬ 

age. 

In 

seed 

sown. 

In  soil, 
initial. 

In 

manure. 

In 

rain. 

Derived 

from 

air. 

grms. 

grms. 

grms. 

grms. 

grms. 

grms. 

grms. 

grms. 

grms. 

1. . . 

68 -4 

0  -8952 

8-1648 

0  3338 

6  *5786 

— 

0 -3456 

EOTHQ] 

2. 

23  G  -5 

4-8453 

8*1648 

Bpftfiti 

6  ‘57SG 

— 

0  3456 

+  5-9286 

3.  . . 

223  5 

4-G509 

— 

0-3456 

4... 

445  -0 

S-0459 

EBB MM 

HEDal 

6  ‘5786 

27-600 

0  -3456 

+  3*6384 

5*  * . 

447  *8 

8  -041G 

12-5146  12 -SG97 

0-32S5 

6  -5786 

27-600 

0-3156 

-1  42  GS 

6... 

809-0 

10  -0044 

14  3276 

4*5196 

0  *3456 

The  results  show  that  atmospheric  nitrogen  may,  under  certain 
conditions,  contribute  to  vegetable  growth,  as  in  a  soil  poor  in  nitro¬ 
gen  and  containing  soil  organisms  ;  and,  further,  that  sodium  nitrate 
is  not,  as  sometimes  supposed,  injurious  to  lupins,  but  is  highly  bene¬ 
ficial. 

Nitrogen  determinations  made  with  root  nodules  show  that  these 
are  richer  in  nitrogen  than  the  rest  of  the  plants  to  which  they  are 
attached. 

In  view  of  the  results  obtained  by  other  investigators,  indicating 
that  cereals  which  have  no  root  nodules  acquire  nitrogen  from  the 
ail-,  and  that  the  soil  in  which  they  are  grown  also  becomes  richer  iu 
nitrogen,  the  author  would  guard  against  exaggerating  the  physio¬ 
logical  role  of  the  tubercles.  They  cannot  be  the  only  cause  of  uitro- 
gofti  fixation,  although  their  pi*esence  may  explain  why  the  intervention 
of  atmospherie  nitrogen  is  most  marked  in  the  case  of  the  Leynminosn >. 

Further  experiments  will  be  made  to  decide  the  question  whether 
it  is  the  combined  or  the  elementary  nitrogen  of  the  air  which  is 
utilised.  N.  11.  M. 
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Assimilation  of  Carbon  by  Green  Plants.  By  E.  IT.  Acton 
{Proc.  Roy.  Soc-.,  46,  118 — 121). — Plants  or  shoots  grown  in  a  “cul¬ 
ture  liquid”  were  deprived  of  starch  by  placing  them  in  an  atmo¬ 
sphere  free  from  carbonic  anhydride,  and  were  submitted  to  the  action 
of  the  following  substances: — Acraldehyde,  acral  delv’d  e-ammonia, 
the  compound  of  acraldehyde  with  sodium  hydrogen  sulphite,  allyl 
alcohol,  glucose,  acetaldehyde,  aldehyde-ammonia,  glycerol,  levulinic 
acid,  calcium  levulinate,  cane-sugar,  iuulin,  dextrins,  soluble  starch, 
glycogen,  extract  of  natural  humus,  and  the  humus-like  product  of 
the  action  of  alkalis  on  cane-sugar.  The  following  results  were  ob¬ 
tained  : — Starch  is  formed  when  “  soluble  starch  ”  is  supplied  to  the 
leaves,  but  not  when  it  is  applied  to  the  roots.  “  Extract  of  natural 
humus”  forms  starch  when  supplied  to  the  roots,  but  not  when  sup¬ 
plied  to  the  leaves.  Glucose  in  0‘5  per  cent,  solution  is  more  readily 
taken  up  when  supplied  to  the  roots  than  cane-sugar.  The  roots  of 
plants  can  withdraw  all  the  glucose  from  a  1  per  cent,  solution  and 
remain  healthy.  The  remaining  substances  did  not  produce  starch. 
The  author  concludes  that  green  plants  cannot  normally  obtain  carbon 
from  organic  substances,  excepting  carbohydrates;  that  they  have  lost 
their  power  of  using  organic  compounds  as  a  source  of  carbon;  and 
that  if  a  compound  of  an  aldehydic  nature  is  formed  as  an  inter¬ 
mediate  product  between  carbonic  anhydride  and  water  on  the  one 
hand  and  glucose  on  the  other,  it  can  only  be  polymerised  at  the 
moment  of  formation.  H.  K.  T. 

The  Diffusion  of  Alumina  in  Plants.  By  L.  Ricctaedi 
(Clazzeit a,  19,  lfiO — 160). — After  giving  a  summary  of  the  previous 
work  on  this  subject,  the  author  gives  the  following  analyses,  which 
were  made  with  a  view  to  trace  the  connection  between  the  character 
of  the  soil  and  the  amount  of  alumina  absorbed  by  the  plant,  and  to 
ascertain  the  distribution  of  the  alumina  in  the  parts  of  individual 
plants. 


(1.)  Analyses  of  the  Plants.  Aluminia  in  100 

parts  of  ash. 

Twigs  of  vine  from  strongly  aluminous  soil  (Bari).. .  0  850 

,,  ,,  calcareous  „  ,,  .  0  ‘810 

„  from  moderately  calcareous  soil  (Bari) .  1  T40 

Trunk  and  branches  of  “  manderin  orange7’  (Bari) .  0 '218 

Peel  and  seeds  of  “  manderin  orange  ”  (Bari)  . .  0  098 

„  „  „  (Cava  dei  Tirreni).  . .  0'121 

Leaves  of  “  manderin  orange” . .  0  022 

Entire  fruit  of  prickly  pear  (Bari) .  O' 008 

„  „  ,,  from  Catania  (4) .  0  092 

Phyllodes  ,,  ,,  (Bari) . . .  0  T4S 

„  „  „  from  Catania  (4) . .  0  107 

Dry  husks  of  almond  (Bari)  . . .  0  '695 

„  nuts  „  „  . . . .  0 '138 

Pulp  of  the  siliqua  of  Ceratonia  siliqua  (Bari) .  0'503 

„  ,,  „  „  from  Catania  (5). .. .  0'007 

Carob  of  Ceratonia  siliqtia  (Bari) . .  O' 062 

„  ,,  „  (Catania) . . .  O'OGl 

Tobacco  leaves  from  Cava  dei  Tirreni  .  2' 151 

"White  lupins  . . . .  0  '042 
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O-’O 

i  Analyses  of  th 

i?  Soils. 

1. 

2. 

3. 

4. 

5. 

6. 

7. 

8. 

9. 

10. 

i  sio,.. 

45-30 

— 

41-71 

49-27 

50-23 

— 

— 

— 

63-11 

52-26 

TiOb . 

— 

— 

— 

0  '75 

0  31 

— 

— 

— 

— 

-- 

co.;. . 

10-50 

•14  GS 

— 

— 

— 

47*15 

47  -02 

47  -10 

— 

-  - 

1'jO*  • 

0-32 

— 

0  -  75 

1  -21 

346 

— 

— 

— 

0-09 

0-94 

SO;t  . . 

1  rare 

— 

trace 

0-05 

0  08 

.  _ 

— 

— 

— 

o-22 

Cl. .  . . 

do. 

— 

do. 

— 

— 

— 

— 

— 

— 

0-12 

.A  1-0,. 

11-20 

— 

20-28 

10-33 

1 5  *55 

— 

— 

— 

17  -34 

16  -99 

Fob. . 
Fo-Oj 

G"  57 

_ 

13-03 

7-78 

1 4  79 

j  10-48 

— 

_ 

— 

0  76 
4- 10 

5  22 
2-13 

MnO. 

0-32 

— 

o-ii 

1  ' 

0  52 

— 

— 

— 

— 

— 

CaO  . 

12  -30 

50"  1G 

3-59 

12-53 

11  73 

34-84 

32  64 

33-81 

5-91 

6-61 

;  MgO. 

1-5G 

4-8 

2  -  62 

4  52 

5  ■  09 

1809 

20-38 

18-64 

2-57 

1  -  SO 

K&..1 

Xa.,0 .  j 

-  0  90 

— 

0-59 

0-79 

1 "  G5 

0-51 

2-78 

— 

— 

— 

3-89 

1  -58 

S  -83 
1-63 

Insol.. 

— 

0-3G 

— 

— 

— 

— 

— 

047 

— 

— 

Water 

S  03 

— 

17-02 

— 

— 

— 

— 

— 

— 

Sp.  gr. 

at  18° 

2*24 

2-G23 

2-14 

2-839 

2  SI  1 

— 

— 

— 

— 

— 

at  10° 


The  soil  in  the  neighbourhood  of  Bari,  Buvo,  &c.,  is  formed  by 
the  disintegration  of  the  marly  clay  (1),  of  a  limestone  belonging  to 
the  cretaceous  formation  (2),  aud  of  a  ferruginous  earth  (3). 

The  soil  in  the  neighbourhood  of  Catania  consists  of  the  decom¬ 
posed  lava  of  1669  (4),  and  of  the  lava  (5).  The  soil  at  Cava  dei 
Tirreni  consists  of  a  mixture  of  the  detritus  of  the  Apenninc  lime¬ 
stones  (6),  (7),  (8),  with  the  volcanic  rocks  (9)  and  (10). 

From  the  above  analyses,  the  author  concludes  that  the  assimilation 
of  alumina  does  not  depend  on  the  percentage  contained  in  the  soil, 
and  that,  generally  speaking,  alumina  is  most  abundant  in  the  trunk 
and  branches  of  a  plant,  less  so  in  the  husks  and  seeds,  and  least  of 
all  in  the  leaves.  S.  B.  A.  A. 


Organic  Acids  in  the  Sorghum  Cane.  By  H.  W.  Wiley  and 
W.  Maxwell  ( Amer .  Cliern.  J .,  12,  216). — Preliminary  investigations 
of  the  juice  of  the  Sorghum  cane  have  shown  that  it  contains  the 
following  acids  in  the  following  order  by  proportion  : — Aconitic, 
citric,  malic,  oleic,  and  formic  acids,  with  decreasing  amounts  of 
tartaric,  oxalic,  and  acetic  acids,  traces  only  of  the  last  two  being 
present.  The  authors  are  awaiting  the  next  season  in  order  to  obtain 
a  fresh  supply  of  material.  C.  F.  B. 


Function  of  Tannin  in  Plants.  By  M.  Busgf.x  (Ohem.  Cent-., 
1890,  i,  397 — 39S  ;  Jena.  Zeit.,  24,  11 — 60). — From  investigations 
conducted  by  the  author,  he  draws  the  conclusion  that  tannin  con¬ 
tinually  disappears  during  the  life  of  plants,  and  both  from  those  cells 
such  as  young  cork  cells  and  those  of  the  bark,  which  die  rapidly,  as 
also  from  those  such  as  the  roots  of  the  triticnm  family,  which  have  a 
longer  term  of  life.  Primary  and  secondary  tannins  behave  not  alto¬ 
gether  differently,  and  these  are  not  necessarily  produced  in  a  different 


820 


ABSTRACTS  OF  CHEMICAL  PAPERS. 


manner.  Tannin,  like  starch,  appears  to  be  formed  just  at  those  parts 
where  there  is  an  abundance  of  materials  present  necessary  for  its 
production. 

On  the  other  hand,  whilst  starch  is  used  by  the  plant  for  the 
further  building  up  of  its  structure,  there  is  no  proof  that  tannin 
is  put  to  this  use.  J.  W.  L. 

Tannin  in  Indian  and  Ceylon  Teas.  By  D.  Hooper  (Chevi. 
News,  60,  311 — 312). — The  tannin  in  various  samples  of  tea  was 
estimated  by  precipitation  with  lead  acetate,  and  the  tabulated  results 
indicate  that  the  quantity  present  was  not  influenced  either  by  the 
quality  of  the  tea  or  by  the  altitude  at  which  it  was  grown.  Tannin 
constitutes  the  “strength  ”  of  the  tea,  and,  with  1  part  of  tea  to  100 
of  boiling  water,  about  30  per  cent,  of  the  tannin  in  tea  is  extracted 
by  water  in  5  minutes,  and  about  50  per  cent,  in  10  minutes. 

D.  A.  L. 

Experimental  Plots  at  Grignon  in  1889.  By  P.  P.  Deheratn 
(Ann.  Agron.,  16,  1 — 29). — Potatoes. — Excellent  results  were  obtained 
with  Richter’s  lmperator,  which  was  tried  against  Van  der  Veer  and 
Chardon,  the  best  plots  of  each  yielding  33,150,  2S,450,  and 
28,200  kilos,  per  hectare  respectively.  The  starch  contained  in  these 
crops  amounted  to  S,21S,  5,498,  and  5,234  kilos,  respectively.  The 
proportion  of  small  tubers  was  8  per  cent,  in  Richter's  lmperator,  12 
in  Chardon,  and  13  in  Van  der  Veer.  The  different  sized  sets  pro¬ 
duced  no  sensible  differences  in  the  crops.  The  greatest  profit  was 
shown  by  the  plot  not  manured  in  1890,  but  receiving  50,000  kilos, 
farmyard  manure  and  200  kilos,  ammonium  sulphate  per  hectare  in 
the  previous  year. 

Sugar-beet . — The  results  obtained  in  1SS9  with  Vilmorin’s  seed, 
bought  directly,  were  superioi  to  those  obtained  with  the  same  variety 
of  seed  saved  three  generations  running  at  Grignon;  contrary  to  the 
experience  of  the  previous  years — the  respective  mean  yields  were 
40,100  and  37.800  kilos,  per  hectare.  LI  oreover,  the  superiority  extended 
vo  the  density  of  juice  and  percentage  of  sugar.  The  crops  obtained 
with  farmyard  manure  plus  nitrate  of  soda  were  much  larger  than 
when  it  was  omitted,  and  especially  it  was  proved  that  at  Grignon 
much  better  crops  of  sugar-beet  are  obtained  when  the  farmyard 
manure  is  ploughed  in  in  the  autumn  instead  of  spring. 

Wheat.-—' The  square-head  wheat,  which  usually  resists  well,  was 
laid  in  1S89  at  Grignon;  above  all  in  the  plots  dressed  with  farmyard 
manure,  and  on  strong  soils  it  is  recommended  not  to  use  this  manure 
the  same  year,  but  at  Grignon  it  may  be,  as  a  rule  advisable. 

Forage  Maize. — The  highest  crop  reached  59,700  kilos,  per  hectare, 
whereas  in  previous  years  70,000 — SO, 000  have  been  obtained.  Even 
.on  plots  highly  manured  for  years  previously  the  maize  did  not  this 
year  profit  by  the  accumulation  of  organic  matter  in  the  soil,  the 
great  dryness  of  the  summer  probably  accounting  for  this. 

Oats.- — T h e  variety  “  avoine  des  salines,”  taken  after  sugar-beet, 
produced  an  average  crop  of  31'8  metric  quintals  per  hectare;  the 
variety  “  avoine  geaate  a  grappes  ”  (giant  cluster  oat),  23'2  metric 


VEGETABLE  PHYSIOLOGY  AND  AGRICULTURE. 


821 


quintals.  On  lea  ground,  tlie  yields  were  10*1  and  13’9  metric  quintals 
respectively.  J.  M.  H.  M. 

Chemistry  of  the  Truffle.  By  A.  Chatin  (Compt.  rewl.,  110, 
435 — 440;  compare  this  vol.,  p.  659). — Truffles  grown  in  soil  con¬ 
taining  46  09  of  calcium  oxide  contained  75  per  cent,  of  water  and 
25  per  cent,  of  solid  matter,  the  latter  consisting  of  nitrogen  2'0S  parts, 
non-nitrogenous  organic  matter  20*42  pai-ts,  and  ash  2*50  parts.  The 
ash  contained  only  7*5  per  cent,  of  calcium  oxide. 

Truffles  grown  in  a  highly  ferruginous  soil  contained  74*9  per 
eeut.  of  water  and  25*1  per  cent,  of  solid  matter,  composed  of  4*10  parts 
of  nitrogen,  2*80  parts  of  ash,  and  18*20  parts  of  non-nitrogenous 
organic  matter.  The  proportion  of  iron  in  the  ash  was  normal ;  but 
although  the  soil  contained  only  traces  of  phosphorus,  the  ash  con¬ 
tained  23*15  per  cent,  of  phosphoric  anhydride. 

The  ash  of  the  truffle  contains  about  25  per  cent,  of  phosphoric 
anhydride,  7  to  8  per  cent,  of  calcium  oxide,  and  5  per  cent,  of  ferric 
oxide,  and  these  proportions  are  not  materially  altered  by  variations 
in  the  composition  of  the  soil.  Manganese  is-  always  present  in 
minute  quantity,  and  iodine  and  chlorine  are  also  constant  con¬ 
stituents. 

The  truffle  forms  a  complete  food,  rich  in  nitrogen  and  in  the  organic 
compounds  essential  to  animal  life.  The  proportion  of  nitrogen  is 
independent  of  the  quantity  of  nitrogen  in  the  soil,  C.  H.  B. 

Absorption  of  Ammonia  from  the  Air  by  Vegetable  Soils, 

By  T.  Sciiloesing  (Gompt.  rend.,  110,  429 — 434,  499 —  504). — The 
soils  were  exposed  in  a  gallery,  through  which  was  drawn  air  pro- 
|  viously  filtered  through  cloth.  In  order  to  determine  the  relation 
j  between  the  quantity  of  ammonia  brought  in  contact'  with  the  soil* 
!  under  these  conditions  and  the  quantity  which  would  have  come  in 

I  contact  with  it  if  it  had  been  simply  exposed  to  the  air  similar 
vessels  containing  sulphuric  acid  were  exposed  in  the  gallery,  and  to 
the  open  air.  It  was  found  that  the  quantities  of  ammonia  absorbed 
were  as  324  :  200,  and  hence  it  was  necessary  to  make  a  correction 
i  for  the  difference. 

Six  non -calcareous  soils,  which  had  no  power  of  absorbing  free 
nitrogen,  were  exposed  for  16  months,  and  during  the  summer  were 
occasionally  watered.  In  five  cases  there  was  a  slight  loss  of  ammo- 
niacal  nitrogen,  but  in  five  cases  there  was  a  decided  gftin  in  nitric 
nitrogen,  amounting  to  from  26*7  to  38*0  kilos:  per  hectare  per 
annum.  In  one  of  the  experiments  the  gain  was  much  greater  even 
than  this.  The  results,  when  corrected  for  the  ammonia  contained 
in  the  suspended  matter  of  the  air,  and  for  the  difference  of  conditions, 
gave  an  absorption  of  15*3,  23*6,  50*1,  22*4,  and  20*5  kilos,  respec¬ 
tively  per  hectare  per  annum. 

A  soil  containing  37  per  cent,  of  calcium  carbonate,  a  non-calcare- 
ous  soil,  and  a  subsoil  gave  respectively  an  increase  of  90*1,  75*4,  and 
66*4  kilos,  per  hectare  per  annum,  and  these  numbers,  when  corrected 
(200/374),  become  47*1,  39*2,  and  34*4  respectively. 

Eight  calcareous  soils,  containing  from  2*1  to  11*15  per  ccut.  of 
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calcium  carbonate,  all  showed  a  slight  increase  in  the  amount  of 
ammonia,  and  the  increase  in  nitric  nitrogen  varied  from  30‘S  to 
46’5  kilos,  per  hectare  per  annum  (corr.). 

The  same  soils  exposed  in  a  dry  condition,  fresh  surfaces  being 
exposed  by  raking  up  from  time  to  time,  absorbed  about  0130  gram 
of  ammonia  per  kilo.,  but  the  increase  in  nitric  nitrogen  was  very 
slight. 

The  absorption  of  ammonia  is  greatest  when  the  difference  between 
th e  tension  of  the  ammonia  in  the  soil  and  that  in  the  atmosphere  is 
at  a  maximum,  and  is,  therefore,  greatest  when  the  soil  is  moist  and 
when  nitrification  converts  the  ammonia  into  nitrates  as  fast  as  it  is 
absorbed.  When  the  earth  is  dry,  nitridcation  is  suspended,  and  the 
ammonia  accumulates  up  to  a  certain  point,  beyond  which  the  rate  of 
absorption  gradually  diminishes.  C.  H.  B. 

Vegetable  Soils  and  Atmospheric  Ammonia.  By  Bekthelot 
(Compt.  rend.,  HO,  558 — 560). — Vegetable  soils  usually  evolve  am¬ 
monia,  but  under  certain  conditions  can  absorb  this  gas  from  the 
atmosphere.  The  conditions  under  which  the  interactions  become 
reversed  are  extremely  complex,  and  cannot  be  regulated  or 
defined.  Corrections  based  on  the  amount  of  ammonia  absorbed 
by  a  given  superficial  area  of  dilute  sulphuric  acid  are  not  admissible, 
because  the  action  of  the  acid  is  not  reversible,  and  does  not  resemble 
that  of  the  soil.  A  coefficient  deduced  from  experiments  of  this  kind 
is  not  generally  applicable,  because  the  absorption  taking  place  in 
one  locality  may  be  more  than  counterbalanced  by  evolution  which  is 
going  ou  at  the  same  time  in  surrounding  areas.  Almost  all  investi¬ 
gators  in  this  direction  agree  that  the  part  played  by  atmospheric 
ammonia  in  the  absorption  of  terrestrial  nitrogen  by  plants  is  very 
small,  and  that  vegetable  soils  are  one  of  the  chief  sources  from  which 
the  atmospheric  ammonia  is  derived.  C.  H.  B. 

Remarks  on  the  Observations  of  Berthelot  on  the  Reactions 
between  Vegetable  Soil  and  Atmospheric  Ammonia.  By  T. 

SciiLOESiNG  (Cornet.  rend.,  110,  612 — 613). — Purely  polemical. 

Composition  of  the  Sea  Mud  in  the  New  Alluvia  of  the 
Zuiderzee.  By  J,  M.  tax  Bejimelex  (handle.  Versuchs-Stat.,  37, 
239 — 256).. — .Analyses  were  made  of  the  following  soils  : — (I.)  The 
heavy  clay  from  the  former  bay  Y,  which  has  been  dammed  in  and 
cultivated.  II.  A  lighter  sea-clay,  taken  from  the  Zuiderzee,  between 
JUedemblik  and  the  Island  of  Wieringen.  III.  Various  samples  of 
clay  from  the  Zuiderzee.  The  following  numbers  show  the  per¬ 
centages  in  I  and  II,  in  the  soils  dried  over  sulphuric  acid  : — 


CaO. 

MgO. 

EnO. 

Ka;0. 

Fe2Os. 

A1203. 

SiO.,. 

PA. 

I. 

5-73 

2-26 

2-59 

1*13 

5-64 

1470 

52-5 

077 

II. 

8-19 

1-42 

176 

1-20 

3-33 

8-02 

65-0 

0-11 

co2. 

Cl. 

so3. 

S. 

Hamus. 

Water. 

I. 

— 

. — . 

— 

• — . 

6-93 

4'85 

II. 

5-34 

0-45 

0-40 

079 

3-25 

2-0 
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The  amounts  soluble  in  water,  acetic,  hydrochloric,  sulphuric,  and 
hydrofluoric  acids,  were  determined,  and  are  shown  in  tables. 

The  various  other  samples  analysed  were  from  newly-deposited 
clay  and  sand  layers.  The  amount  of  sand  they  contained  varied 
from  25  to  over  90  per  cent.,  whilst  the  percentage  of  calcium  car¬ 
bonate  varied  from  2d  to  5.  N.  H.  51. 

Composition  of  the  Volcanic  Soils  of  Deli  and  Malang,  and 
the  Clay  Soil  of  Rembang.  By  J.  M.  van  Bemiielen  ( Landw . 
1  ersuchs-Stat.,  37,  257 — 278). — For  the  last  20  years  tobacco  culture 
in  Deli  (Sumatra)  lias  continually  developed,  and  an  excellent  pro¬ 
duce  is  obtained.  Samples  of  the  soil,  which  is  very  fertile,  were 
analysed,  and  the  results  compared  with  those  obtained  from  the  soil 
of  Malang  (Java)  and  that  of  Rembang,  in  Java,  which  formerly 
yielded  excellent  tobacco,  but  later  gave  a  produce  of  bad  quality.  The 
results  of  analyses  of  two  Deli  soils  are  given,  (1.)  a  reddish-brown 
clay  or  loam,  and  (II)  a  gray  soil,  from  near  Medan.  The  volcanic 
clay  from  Malang  (111  and  IV)  is  quite  different  from  ordinary  clay; 
the  weathered  portion  is  yellowisli-brown  and  plastic.  The  alluvial 
clay  of  Rembang  (V)  is  brownish-yellow,  and  contains  varying 
amounts  of  sand.  The  following  are  the  analytical  results  given  in 
percentages  of  the  soils  dried  over  sulphuric  acid  : — 


I. 

II. 

III. 

IV. 

Y. 

CaO . 

0-78 

0  81 

3-55 

3-77 

1*19 

MgO  .... 

0-48 

0-39 

1-70 

201 

0-83 

MnO . 

0-38 

0-47 

— 

— 

— 

k2o . 

0-44 

0-23 

0-88 

0-24 

1-27 

Na»0 . 

0-22 

0-57 

ri3 

0-50 

0-65 

Fe203  .... 

7-03 

4  "85 

9'05 

7-35 

5  12 

A1203  .... 

26'59 

12  82 

25-20 

11-40 

1287 

Si02  . 

26-19 

20-92 

44- 74 

67’5 

60-66 

Cl . 

002 

trace 

o-oi 

0-02 

trace 

803 . 

0-06 

0  03 

small 

amount 

small 

amount 

0-06 

S . 

0-02 

o-oi 

— 

— 

— 

OH, . 

12-47 

0-30 

635 

3-36 

4-80 

Humus  . .  . 

5-07 

3-23 

3-82 

3-42 

2 -65 

Minerals. . 

20-47 

48-54 

3T6 

— 

— 

P2Os . 

0-19 

0-12 

0-20 

019 

0T3 

N.  II.  M. 
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New  Gas  Balance.  By  F.  Lux  (Zeit.  anal.  Chem.,  29,  13 — IS). 
— The  apparatus  is  identical  in  principle  with  the  original  pattern 
{Zeit.  anal.  Chem .,  26,  38,  et  seq.),  the  gas  stream  being  passed  con¬ 
tinuously  through  a  globe  attached  to  one  arm  of  a  balance,  which,  by 
its  angle  of  deviation  from  the  horizontal  position  indicates  the  weight, 
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and,  therefore,  density  of  the  gas.  The  improvements  now  introduced 
consist  of  the  use  of  an  agate  plane  and  steel  knife-edge  for  the 
central  support,  a  cylindrical  arrestment,  by  which  the  beam  can  be 
held  stationary  in  any  position,  and  a  rider  by  which  the  deviation 
from  the  horizontal  can  be  reduced.  M.  J.  S. 

Volumetric  Estimation  of  Bromine  in  the  Presence  of 
Chlorine  and  Iodine.  By  N.  McCulloch  ( Ghem .  News,  60,  259 — 
26u). — The  proposed  method  is  only  applicable  in  the  absence  of 
oxidising  and  reducing  agents  and  of  metals  forming  bromides  in¬ 
soluble  in  dilute  hydrochloric  acid.  It  is  an  outcome  of  the  method 
of  titrating  a  hydrochloric  acid  solution  of  iodine  or  an  iodide  with 
standard  permanganate  until  the  free  iodine  is  converted  into  colour¬ 
less  monochloride  as  indicated  by  means  of  chloroform  (Abstr.,  1888, 
620),  a  method  which  in  the  present  instance  is  applied  to  bromine 
and  bromides  to  obtain  a  first  approximate  estimate  of  the  amount 
present.  The  reactions  involved  in  the  new  method  are — 1.  The  pro¬ 
duction  of  manganic  chloride  without  the  evolution  of  chlorine,  by 
the  action  of  hydrochloric  acid  on  permanganate  in  the  presence  of 
manganous  chloride,  and  the  manganic  chloride  not  being  attacked 
by  hydrocyanic  acid.  2.  The  conversion  of  bromine  or  iodine  or 
their  liydracids  into  monoehlorides  by  the  manganic  chloride. 
8.  The  decomposition  by  hydrocyanic  acid  of  the  compounds  of 
chlorine,  bromine,  and  iodine  with  one  another,  the  result  being  that 
when  permanganate  is  added  in  excess  to  a  solution  of  ’  hydrocyanic 
and  hydriodic  acid  containing  the  required  proportions  of  manganous 
chloride,  hydrochloric  acid,  and  hydrocyanic  acid,  cyanogen  chloride, 
bromide,  and  iodide  are  ultimately  produced  at  the  expense  of  the 
manganic  chloride  first  formed ;  consequently  the  amount  of  this 
salt  reduced  is  a  measure  of  the  quantity  of  bromine  or  iodine  pre¬ 
sent,  and  is  ascertained  by  estimating  by  the  iodine  method  the  non- 
reduced  manganic  chloride  remaining  in  the  solution.  Under  the 
prevailing  conditions,  the  accuracy  of  the  method  is  affected  neither 
by  the  action  of  hydriodic  acid  on  cyanogen  bromide  or  iodide,  nor 
by  the  spontaneous  decomposition  of  the  manganic  chloride.  The 
solutions  required  are  permanganate  (81 '9  grains  to  10,000  grains  of 
■water),  potassium  iodide  (82‘78  grains  to  10,000  grains  of  water), 
chloroform,  hydrocyanic  acid  (potassium  cyanide  solution,  600  grains 
of  95  per  cent,  salt  to  134  ounces  of  water,  acidified),  and  manganous 
chloride  solution  (j  lb.  of  crystallised  salt  to  4  ounces  of  water)  con¬ 
taining  4  mols.  of  hydrochloric  acid  to  every  3  mols.  of  the  salt.  All 
these  reagents  are  purified  to  suit  the  requirements  of  the  method, 
and  whenever  necessary  are  standardised  under  conditions  similar  to 
those  to  be  encountered  in  their  application.  To  make  the  estima¬ 
tion,  the  weighed  bromide  dissolved  in  4  ounce  of  water  is  treated 
with  excess  of  the  standard  permanganate  (the  quantity  required 
having  been  approximately  determined  by  the  method  already 
alluded  to)  and  cooled  to  55°  F.  The  manganic  hydrate  is  dissolved 
by  adding  about  one-third  of  the  volume  of  the  solution  of  strong 
hydrochloric  acid  ;  excess  of  hydrocyanic  acid  is  then  added  and  the 
whole  cooled.  After  half  an  hour  the  solution  is  titrated  with 
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standard  iodide  until  nearly  decolorised,  and  finally  the  excess  of 
iodine  is  accurately  determined  by  adding  chloroform  and  titrating 
with  permanganate.  The  bromine  is  calculated  by  taking  the  differ¬ 
ence  between  the  amounts  of  bromine  represented  by  total  perman¬ 
ganate  and  iodine  used.  Tf  iodine  is  also  present,  it  would  be 
included  in  this  bromine,  and  must  therefore  be  determined  sepa¬ 
rately  by  the  permanganate-hydrochloric  method  and  allowed  for. 

D.  A.  L. 

Estimation  of  Free  Halogens  and  of  Iodides  in  Presence 
of  Chlorides  and  Bromides.  By  P.  Lebeao  ( Compt .  rend.,  110, 
520 — 522). — 80  to  40  c.c.  of  carbon  bisulphide  and  an  equal  volume 
of  water  is  introduced  into  a  flask  holding  about  200  c.c.,  and  is 
mixed  with  a  definite  volume  of  the  liquid  to  be  analysed  and  a  few 
drops  of  indigo  sulphate  solution.  Standard  bromine- water  is  then 
added  drop  by  drop  with  vigorous  agitation.  The  liberated  iodine 
dissolves  in  the  carbon  bisulphide,  and  the  upper  layer  of  liquid  re¬ 
mains  blue  nntil  the  whole  of  the  iodine  has  been  liberated.  The 
slightest  excess  of  bromiue  decolorises  the  indigo.  The  bromine  solu¬ 
tion  must  be  kept  in  a  bottle  with  a  glass  stopper,  and  used  from  a 
burette  with  a  glass  stop-cock,  and  its  strength  must  be  determined 
frequently. 

Free  halogens  are  best  estimated  by  adding  to  the  solution  an  excess 
of  zinc  powder  and  titrating  the  filtered  liquid  with  standard  silver 
nitrate.  C.  H.  B. 

Volumetric  Estimation  of  Sulphuric  Acid.  By  A.  Gawal- 
Owski  ( Zeit .  anal.  Ghent.,  29,  19). — The  author  reaffirms  the  accuracy 
of  his  method  (Abstr.,  1888,  751),  which  had  been  disputed. 

M.  J.  S. 

Detection  of  Thiosulphuric  Acid  in  Urine.  By  W.  Prescii 
(Arch.  path.  Anat.,  119,  148 — 167). — See  this  vol.,  p.  S12. 

Estimation  of  Phosphoric  Acid  in  the  Presence  of  Silica. 

By  K.  Preis  (Listy  Ghent.,  13,  153 — 154). — The  author  proves  by 
numerous  experiments  that  phosphoric  acid  may  be  estimated  in  the 
presence  of  pretty  large  quantities  of  silica  (solution  of  soluble  glass 
acidified  with  hydrochloric  acid  was  employed),  when  the  precipitate 
of  ammonium  phosphomolybdate  is  washed  with  pure,  cold  water. 
But  as  the  liquid  comes  turbid  through  the  filter  towards  the  end, 
double  filters  should  be  used.  B.  B. 

Estimation  of  Total  Phosphorus  in  Urine.  By  Chappelle 
(J.  Pharm.  [5],  21,  344 — 345). — 10  c.c.  of  the  urine  is  heated  with 
5  c.c.  of  sulphuric  acid  during  several  hours,  or  until  the  liquid  be¬ 
comes  decolorised.  The  solution  is  diluted  to  50  c.c.,  neutralised 
with  sodium  hydroxide,  and  precipitated  with  magnesium  mixture  in 
the  usual  way.  J.  T. 

Behaviour  of  Silica  and  its  Compounds  in  Fused  Micro- 
cosmic  Salt.  By  J.  Hirsciiwald  (/.  pr.  Client.  [2],  41,  300 — 367). — 
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The  insolubility  of  silica  in  fused  microcosmic  salt  has  long  been 
recognised  as  a  test  fur  that  substance. 

If  microcosmic  salt  is  fused  on  a  platinum  loop  and  heated  to  the 
highest  temperature  of  the  blowpipe  flame  for  some  time,  it  gradually 
becomes  turbid  from  the  presence  of  crystals  which,  as  seen  magni¬ 
fied  400  times,  are  hexagonal  pyramids  ;  they  are  probably  a  sodium 
pyroborate,  and  evidently  identical  with  the  crystals  obtained  by 
Wuuder  ( J .  pr.  Chem.  [2],  1,  400).  The  possibility  of  mistaking 
these  crystals  for  undissolved  silica  is  obvious. 

A  bead  of  fused  sodium  hexametaphosphate  dissolved  at  a  bright 
red  heat  2‘5f)  percent,  (of  its  original  weight)  of  powdered  rock  crystal 
before  it  became  turbid  ;  but  this  number  is  probably  lower  than  it 
should  be,  for  phosphoric  acid  is  most  likely  lost  during  the  heating. 
No  pyrophosphate  crystals  could  be  detected  in  the  bead,  but  trans¬ 
parent,  spindle-shaped  crystals  were  seen  after  it  had  cooled. 

Many  mineral  silicates,  even  in  the  form  of  splinters,  dissolve  com¬ 
pletely  in  the  fused  salt.  A  classification  of  such  silicates  is  given 
according  as  they  dissolve  in  the  form  of  powder  to  a  clear  glass 
(1)  after  some  time,  (2)  easily,  (3)  very  easily.  The  experiments  were 
made  with  the  aid  of  the  microscope. 

Many  minerals  free  from  silica  remain  undissolved  in  the  fused 
salt.  A.  G.  B. 

Detecting  Metallic  Silver  in  the  Presence  of  Lead.  By 

A.  Johnstone  ( Chem .  Xeivs,  60,  309). — The  metallic  bead  obtained 
with  fusion  mixture  on  charcoal  before  the  blowpipe,  is  dissolved  in 
nitric  acid,  the  solution  nearly  neutralised  with  sodium  carbonate,  and 
strips  of  copper  and  zinc  immersed  in  it.  The  silver  is  deposited  on 
the  copper  and  cau  be  tested,  whilst  the  lead  separates  on  the  zinc. 
T.  P.  Blunt  points  out  in  a  letter  {Chem.  News,  61,  11)  that  a  more 
rapid  method  of  detecting  silver  is  by  adding  a  saturated  solution  of 
lead  chloride  to  the  solution  containing  the  metallic  bead  dissolved  in 
nitric  acid.  I).  A.  L. 

Impurities  in  Commercial  Barium  Carbonate.  By  R.  Weg- 

scheidek.  {Zeit.  anal.  Chem.,  29,  20). — In  a  specimen  from  a  well- 
known  German  maker,  traces  of  zinc  and  iron  were  found.  In 
another  preparation,  a  not  inconsiderable  quantity  of  manganese  was 
present.  M.  J.  S. 

Separation  of  Barium  and  Strontium.  By  R.  Fresenius 
{Zeit.  anal.  Chem.,  29,  20 — 2S). — The  author’s  experiments  fully 
confirm  the  statement  of  Schweitzer  that  the  action  of  cold  ammo¬ 
nium  carbonate,  or  that  of  boiling  potassium  carbonate  mixed  with 
sulphate,  on  a  mixture  of  barium  and  strontium  sulphates  is  totally 
different  from  their  action  on  the  individual  sulphates  when  separate. 
However  varied  the  mode  of  treatment,  part  of  the  barium  sulphate 
was  converted  into  carbonate,  whilst  part  of  the  strontium  sulphate 
remained  unattached,  the  proportions  varying  according  to  the  pre¬ 
ponderance  of  one  or  the  other  sulphate.  Rose’s  methods  of  separa¬ 
tion  are  therefore  quite  valueless.  M.  J.  S. 
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Estimation  of  Zinc  in  Blende  containing  Manganese.  By 

AV.  Stahl  (Client.  Centr 1891),  i,  297  ;  from  L'erj.  Hutt.  Zcit.,  49, 
7) — u). — -The  solution  of  blende  in  nitric  acid  is  concentrated,  and 
potassium  chlorate  is  added  as  long  as  the  green  vapours  of  chlorous 
anhydride  are  evolved  ;  the  manganese  being  thus  peroxidised.  The 
mixture  is  boiled,  diluted  caiefully  with  water,  rendered  ammoniacal, 
and  filtered.  The  manganese  and  the  greater  portion  of  the  lead 
are  thus  separated,  and  the  remainder  of  the  latter  may  be  pre¬ 
cipitated  by  ammonium  phosphate.  This  precipitate  must  be 
dissolved  in  nitric  acid,  and  reprecipitated  in  order  to  obtain  all  the 
zinc  in  solution,  after  which  its  quantity  is  determined  by  means  of 
a  standard  solution  of  sodium  hydrosulphide.  J.  W.  L. 

Sensitive  Test  for  Certain  Impurities  in  Mercury.  By  G. 

Gore  ( Client .  Xews,  61,  40 — 41). — Pure  mercury  was  treated  with 
minute  but  known  quantities  of  amalgams  prepared  from  the  same 
mercury,  and  the  effect  of  these  mixtures  on  electrolytes  was  observed 
by  means  of  an  ordinary  astatic  torsion  galvanometer  of  100  ohms 
resistance,  000013258  volt  being  the  minimum  degree  of  E.AL.F. 
required  to  visibly  move  the  needles.  The  results  were  as  follows,  the 
numbers  being  parts  of  mercury  to  one  of  the  foreign  metal  : — 

Electrolyte  consisting  of 

Metal  added. 

1  grain  HC1  or  H2S04  in  10  grains  KC1  in  120  c.c. 

120  c.c.  water.  water. 


Magnesium.... .  110,274,000,000  13,430,S5S,S06 

Zinc  .  104,950,000,000  IS, 034, 482,758 

Cadmium .  1S4,S2S,432  10,404,225 

Tin .  3S, 900, 000  8.831,632 

Copper .  15,4S4,375  1,640,160 

Bismuth .  9,762,300  1,621,000 

Lead . 5,651,149  1,050,341 

Silver .  905  79 


This  forms  a  delicate  means  of  detecting  impurities  of  this  class  in 
mercury;  some  mercury  containing  all  the  above  metals  was  found 
to  produce  no  deflection  of  the  needle  after  a  second  distillation. 

D.  A.  L. 

Volumetric  Estimation  of  Iron  in  Ferrum  Reductum.  By 

A.  Partiieil  ( Chem .  Centr.,  1890,  i,  495 — 49G ;  from  Apoth.  Zeit.,  5, 
55). — The  author  has  applied  the  following  method  to  the  estimation 
of  the  iron  in  ferrum  reductum,  on  the  supposition  that  it  consists  of 
a  mixture  of  metallic  iron  and  magnetic  oxide  of  iron,  and  the  results 
are  satisfactory. 

1  gram  ferrum  reductum  is  dissolved  in  a  200  c.c.  flask  with 
40 — 50  c.c.  of  sulphuric  acid  (1  :  5).  Potassium  permanganate 
solution  is  now  added  drop  by  drop  until  the  solution  is  just  coloured, 
any  slight  excess  being  reduced  by  the  addition  of  a  minute  quantity 
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of  sugar.  Tlie  solution  is  now  diluted  to  the  mark,  and  50  c.c. 
(=025  gram  ferrum  reductum)  added  to  a  solution  of  2  grams  of  potas¬ 
sium  iodide,  and  finally  a  few  c.c.  of  hydrochloric  acid.  After 
remaining  an  hour  at  the  ordinary  temperature,  the  free  iodine  is 
estimated  by  titration  with  decinormal  sodium  thiosulphate,  starch 
being  used  as  indicator.  Ferrum  pulv.  is  treated  in  the  same  way. 
The  total  percentage  of  iron  is  obtained  from  the  number  of  c.c.  of 
sodium  thiosulphate  used,  and  that  of  metallic  iron  is  obtained  by  the 
use  of  the  formula  : — 

Z  =  -  262-5, 

P 

where  p  —  weight  of  substance  in  grams,  m  =  c.c.  sodium  tliio 
sulphate.  J.  W.  L. 

Analysis  of  Chrome. Iron  Ore,  ByR.  FRBSBNiusandE.HiNTz  ( Zeit . 
anal.  Ghem .,  29,  28—35). — The  following  method  was  adopted  with 
success  for  a  very  refractory  ore  containing  61  per  cent,  of  chromium, 
28  per  cent,  of  iron,  and  9  per  cent,  of  combined  carbon  and  graphite. 
About  5  grams  of  the  mineral,  placed  in  a  porcelain  boat,  is  gradually 
heated  in  a  stream  of  diy  chlorine,  in  a  hard-glass  tube,  connected 
with  a  Pcligot’s  tube,  a  Woulff’s  bottle,  and  two  more  Pcligot’s  tubes 
in  succession,  all  of  which  contain  water.  The  heat  is  so  regulated 
that  most  of  the  ferric  chloride  condenses  in  the  tube.  When  cold, 
the  receivers  are  exchanged  far  a  fresh  Peligot  tube  containing  water, 
the  chlorine  is  displaced  by  carbonic  anhydride,  and  then  dry 
hydrogen  passed  through,  while  the  boat  and  the  sublimate  are 
gently  heated,  to  reduce  part  of  the  chromic  chloride  to  chroinous 
chloride,  and  thus  render  it  soluble.  After  cooling,  the  contents  of 
the  boat,  consisting  of  carbonaceous  matter,  graphite,  slag,  particles 
of  unattacked  chrome  ore,  manganous  chloride,  and  traces  of  iron 
and  chromium  chlorides,  are  washed,  dried,  and  ignited  in  a  stream 
of  oxygen,  then  in  hydrogen  to  reduce  the  oxide  of  iron,  and  then 
again  in  chlorine  with  the  original  receivers.  Any  residue  now 
remaining  is  washed,  dried,  and  weighed,  and  if  its  amount  is  con¬ 
siderable  is  further  analysed.  The  second  sublimate  is  heated  in 
hydrogen  like  the  first,  and  the  contents  of  the  two  tubes  are  then 
treated  with  a  measured  quantity  of  hydrochloric  acid  of  sp.  gr.  IT, 
and  the  solution  added  to  the  contents  of  the  receivers,  and  the 
washings  of  the  residue  in  the  boat.  If  this  liquid  does  not  remain 
clear,  the  sediment  is  collected,  and  fused  with  a  mixture  of  sodium 
carbonate  and  potassium  chlorate,  and  the  solution  of  the  fused  mass 
is  evaporated  with  hydrochloric  acid  to  dryness,  and  again  taken  up 
with  a  known  volume  of  hydrochloric  acid  of  IT  sp.  gr.  Any 
insoluble  matter  is  washed,  dried,  and  preserved;  the  solution  is 
added  to  the  principal  one.  A  sufficient  amount  of  sodium  carbonate 
is  now  added  to  leave  about  4  per  cent,  of  hydrochloric  acid  (of  1*1  sp. 
gr.)  free,  and  the  liquid  is  then  treated  with  hydrogen  sulphide,  first 
at  70°,  and  then  cold.  The  precipitate  is  dissolved  in  hydrochloric 
acid  containing  bromine,  and  the  solution,  after  removal  of  the 
bromine  by  ammonia,  is  again  acidified  with  hydrochloric  acid,  and 
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precipitated  by  hydrogen  sulphide.  The  metals  of  the  5th  and  6th 
groups  contained  in  this  precipitate  are  separated  by  the  usual 
methods.  The  filtrate  is  added  to  the  principal  one,  which  is  then 
evaporated  to  dryness  for  the  separation  of  t lie  silica,  and  the  pre¬ 
cipitate  is  ignited  together  with  that  obtained  from  the  fusion.  If 
white,  it  is  weighed;  the  silica  is  removed  by  heating  with  hydro¬ 
fluoric  acid  ;  any  residue  is  fused  with  potassium  hydrogen  sulphate, 
and  tested  for  titanic  acid  by  boiling,  and  for  bases  by  ammonia.  If 
it  is  not  white,  it  must  be  fused  with  sodium  carbonate  and  potassium 
nitrate,  and  the  solution  again  evaporated  with  hydrochloric  acid,  the 
filtrate  being  then  united  with  the  principal  solution,  and  the  pre¬ 
cipitate  treated  as  above. 

The  solution  is  now  treated  with  chlorine,  the  excess  of  which  is 
expelled  by  heating.  After  evaporating  to  about  a  litre,  and  coo  liny, 
it  is  nearly  neutralised  with  sodium  carbonate,  and  mixed  in  a  flask 
with  a  small  excess  of  precipitated  barium  carbonate.  The  pre¬ 
cipitate  is  thoroughly  washed,  dissolved  in  hydrochloric  acid,  and 
made  up  accurately  to  I  litre.  Of  this,  200  c.c.  is  evaporated,  and 
the  barium  it  contains  is  precipitated  by  cautious  addition  of 
sulphuric  acid  to  the  hot  solution,  avoiding  excess.  The  filtrates 
from  the  barium  sulphate  (which  requires  to  he  repeatedly  digested 
with  hydrochloric  acid  to  free  it  from  iron  and  chromium)  are 
evaporated,  mixed  with  sodium  carbonate  and  potassium  chlorate, 
and  fused.  The  melt  is  extracted  with  hot  water,  and  the  residue 
fused  a  second  time  with  carbonate  and  chlorate.  The  ferric  oxide 
is  finally  dissolved  in  hydrochloric  acid,  and  precipitated  with 
ammonia  as  usual.  It  should  be  tested  for  alumina  and  silica,  and 
these,  if  necessary,  deducted.  The  solution  containing  the  chromium 
is  made  alkaline  with  ammonia.  Any  precipitate  produced  is  collected 
on  a  filter  and  examined  for  alumina,  aluminium  phosphate,  silica,  and 
titanic  acid.  The  chromate  is  finally  reduced  by  hydrochloric  acid 
and  alcohol,  and  precipitated  as  chromic  oxide.  This  precipitate 
may  contain  phosphoric  acid. 

The  filtrate  from  the  barium  carbonate  precipitate  will  contain 
the  manganese,  nickel,  cobalt,  and  zinc.  It  is  freed  from  barium  as 
above,  and  after  nearly  neutralising  with  ammonia,  is  mixed  with 
ammonium  acetate,  and  treated  with  hydrogen  sulphide,  which  throws 
down  nickel,  cobalt,  and  zinc.  These  are  separated  by  the  usual 
methods,  whilst  the  manganese  in  the  filtrate  is  precipitated  first 
with  bromine  and  ammonia,  and  then,  for  removal  of  alkali,  with 
ammonium  sulphide. 

For  the  estimation  of  the  carbon,  phosphorus,  and  sulphur,  5  grains 
is  treated  with  chlorine  as  above,  and  the  contents  of  the  boat  are 
digested  with  a  mixture  of  chrt  mous  chloride  and  hydrochloric  acid, 
and  filtered  through  an  asbestos  filter.  The  carbon  is  thoroughly 
washed,  and  then  oxidised  by  chromic  and  sulphuric  acids.  The 
solution  in  the  receivers,  which  contains  all  the  sulphur  and  phos¬ 
phorus  as  sulphuric  and  phosphoric  acids,  is  evaporated  with  addition 
of  sodium  chloride  for  removal  of  silica  ;  the  sulphuric  acid  is  pre- 
i  ipitated  by  barium  chloride,  and  the  phosphoric  acid  from  the 
filtrate  (after  evaporation  with  nitric  acid  for  removal  of  chlorides) 
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by  molybdate,  with  the  usual  precautions.  Any  arsenic  in  the 
mineral  will  accompany  the  phosphoric  acid,  and  after  weighing  the 
magnesium  phosphate  it  must  be  precipitated  as  sulphide  and 
deducted. 

For  estimating  the  graphite,  10  grams  of  the  very  finely-powdered 
ore  is  digested  with  hydrochloric  acid  until  the  residue  is  no  longer 
affected  bv  a  magnet  brought  near  the  flask.  This  requires  some 
weeks.  The  graphitic  residue  is  washed  on  an  asbestos  filter  with 
water,  potash,  alcohol,  and  ether,  and  its  amount  ascertained  by 
oxidation  with  chromic  and  sulphuric  acids.  M.  J.  S. 

Detection  of  Tin  in  Minerals.  By  A.  Johnstone  ( Ghent .  News, 
60,  27 IV — The  mineral  is  heated  before  the  blowpipe  on  charcoal 
with  white  flux,  sometimes  with  fhc  addition  of  borax  or  potassium 
cyanide  or  both.  Tbe  ignited  residue  with  some  of  the  surrounding 
carbon  is  crushed  in  a  mortar,  washed  with  water,  and  the  metallic 
scales  remaining  behind  tested  for  tin,  by  dissolving  in  hydrochloric 
acid,  and  treating  with  gold  chloride  or  with  hydrogen  sulphide. 

D.  A.  L. 

Quantitative  Estimation  of  Antimony.  By  F.  Beilstein  and 
0.  v.  Bi/AESE  (Ohem.  Centr.,  1890,  i,  350;  from  Bull.  Acad.  St.  Peters- 
hourg  [2],  1,  209 — 211). — The  authors  recommended  that  antimony 
should  be  weighed  as  sodium  antiinonatc,  NaSbCh  +  3-|H20.  Of  tbe 
air-dried  salt,  1000  parts  of  water  at  12\3°  dissolves  0’31  part ; 
1000  parts  of  alcohol  of  15’8  percent,  at  12’3°  dissolves  0‘13  part; 
1000  parts  of  alcohol  of  25’6  per  cent,  at  12*3°  dissolves  0‘07  part; 
of  the  freshly  precipitated  and  washed  salt,  1000  parts  of  alcohol  of 
25’ 5  per  cent,  at  18’1°  dissolves  0-095G  part.  Sodinm  hydroxide  and 
carbonate  reduce  the  solubility  of  tbe  salt  somewhat;  ammonia  and 
potassium  salt  dissolve  the  salt  rather  more  than  water  ;  in  glacial 
acetic  acid  the  salt  is  quite  insoluble. 

The  authors,  therefore,  recommend  the  following  method: — The 
precipitated  antimony  sulphide  is  washed  from  the  filter  with  water, 
and  warmed  with  addition  of  concentrated  sodium  hydroxide  solution 
and  70  c.c.  of  hydrogen  peroxide.  After  the  oxygen  lias  been  evolved, 
one-third  of  the  volume  of  90  per  cent,  alcohol  is  added,  and  the 
whole  allowed  to  remain  for  3G  hours  in  the  cold.  The  precipitated 
sodium  antimonate  ’s  first  washed  by  decantation,  then  on  the  filter, 
with  a  solution  consisting  of  1000  c.c.  of  25  per  cent,  alcohol,  7  grams 
of  sodinm  acetate,  and  7  c.c.  of  glacial  acetic  acid,  until  no  trace  of 
sulphuric  acid  remains;  then,  finally,  with  50  per  cent,  alcohol.  The 
analyses  are  very  satisfactory.  J.  W.  L. 

Estimating  Minute  Quantities  of  Gold.  By  G.  Tate  ( Clem . 
News,  61,43 — 40;  54 — 55  ;  G7 — 70). — The  author  advocates  and  fully 
describes  the  microscopic  measurement  of  heads  of  gold  obtained  in 
assays,  and  its  application  to  the  estimation  of  that  metal.  Beads  as 
small  as  0'00075  inch  diameter,  and  representing  0  000001  grain,  can 
be  measnred  ;  the  method  is,  therefore,  susceptible  of  great  accuracy, 
and  requires  smaller  quantities  for  analysis  than  gravimetric  methods. 
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Various  experimental  results  show  :• — 1.  The  even  distribution  of  "old 
in  ingots  of  lead-gold  alloy;  2.  That  the  loss  of  "old  in  parting  cold- 
silver  alloy  increases  with  the  proportion  of  the  latter  metal ;  3.  That 
in  cupellation  there  is  practically  no  loss  of  "old  ;  and  4.  That  very 
minntc  quantities  of  gold  can  be  separated  from  highly  complex 
mixtures,  and  detected  by  the  use  of  the  microscopic  method. 

D.  A.  L. 

Electrolytic  Estimation  of  Palladium.  Bv  E.  F.  Smith  and 
H.  F.  Keller  (Amer.  Chem.  J.,  12,  212—216). — Attempts  to  electro¬ 
lyse  a  solution  of  palladium  cyanide  with  excess  of  potassium  cyanide, 
or  of  palladious  chloride  with  a  large  excess  of  potassium  thiocyanate, 
did  not  gi ve  quantitative  I'esults;  the  deposited  metal  was  black, 
and  exhibited  spongy  spots.  Good  results  were  obtained  by  electro¬ 
lysing  a  solution  made  by  dissolving  02228  gram  of  palladio-diam- 
moninm  chloride,  PdXsH6CU,  in  ammonia,  and  adding  20  to  30  c.c.  of 
the  same  reagent  (sp.gr.  0*935)  and  75  c.c.  of  water.  The  current  was 
of  such  a  strength  as  to  generate  0-9  c.c.  of  mixed  gases  per  minute 
in  a  water  voltameter,  and  was  allowed  to  run  during  the  night. 
Good  results  were  also  obtained  with  a  slightly  larger  excess  of 
ammonia,  and  a  current  giving  0'S  c.c.  per  minute,  running  for 
16  hours,  and  also  with  double  the  amount  of  palladium,  and  a  current 
giving  0'7  c  c.  per  minute  running  for  IS  hours.  It  was  necessary  to 
have  excess  of  ammonia  present  in  order  to  prevent  the  deposition  of 
palladium  oxide  on  the  positive  pole.  The  deposit  of  palladium, 
which  was  bright  and  metallic  in  appearance,  was  dried  at  110°  to 
115°.  As  it  was  very  slow  in  dissolving,  even  in  fuming  nitric  acid, 
it  was  found  expedient  to  first  coat  the  platinum  vessels  employed 
with  a  thin  layer  of  silver.  C.  F.  B. 

Colorimetric  Methods  for  Determining  Nitrates  in  Potable 
Waters.  By  S.  Bideal  ( Qhpm .  Aeios,  60,  261). — The  “phenol  sul¬ 
phuric  acid  ”  and  “carbazole”  tests  are  compared.  In  the  “phenol 
sulphuric  acid  ’’  experiments,  a  solution  containing  0-7215  gram  of 
potassium  nitrate  per  litre,  and  “  phenol  sulphuric  acid,”  prepared  hy 
dissolving  15  grams  of  phenol  in  92'5  c.c.  of  sulphuric  acid,  diluted 
with  7  5  c.c.  of  water,  were  employed  ;  1  c.c.  of  the  latter  was  applied 
to  the  dry  residue  from  the  water,  to  which  was  then  added  1  c.c.  of 
water  and  3  drops  of  sulphuric  acid  ;  the  whole  being  now  gently 
warmed,  diluted,  transferred  to  a  Kessler  tube  made  up  to  100  c.c., 
and  the  colour  compared  with  that  obtained  with  the  standard  nitrate. 
In  the  carbazole  tests,  100  c.c.  of  water  was  taken,  the  chlorine  pre¬ 
cipitated  with  silver  sulphate  (4'3945  grams  per  litre),  2  c.c.  rf  alu¬ 
minium  sulphate  (5  grants  per  litre)  added,  the  whole  made  up  to 
suitable  bulk,  and  filtered.  To  2  c.c.  of  the  filtrate,  4  c.c.  of  sulphuric 
acid  was  added,  and  when  cool,  1  c.c.  of  a  mixture,  prepared  by  mixing 
1  c.c.  of  dacial  acetic  acid  solution  of  carbazolc  (containing  O'O  gram 
per  100  c  c.)  with  15  c.c.  of  sulphuric  acid,  the  colour  being  compared 
against  the  standard  nitrate.  The  results  from  five  different  waters 
were  : — 


832 


ABSTRACTS  OF  CHEMICAL  PAPERS. 


Nitrogen  in  parts  per  100,000. 


By  “  phenol  sulphuric  acid  ”  0*025  0*050  0'200  1*400  1*00 

By  carbazole .  0  025  0*045  0*209  1*380  1*65 

D.  A.  L. 

Colorimetric  Methods  for  Determining  Nitrates  in  Potable 
Waters.  By  A.  K  Johnson  ( CImn .  News,  61,  15). — Referring  to 
the  note  by  S.  Rideal  (preceding  abstract)  on  this  subject,  the  author 
points  out  that  he  prefers  using  a  standard  nitrate  solution  of  one- 
tenth  the  strength — 100  c.c.  of  the  0*7215  gram  solution,  diluted  to 
a  litre ;  moreover,  he  prepares  his  “  phenol  sulphuric  acid  ”  by 
digesting  the  mixture  for  eight  hours  in  a  boiling  water  bath, 
and,  when  cool,  adding  water  and  hydrochloric  acid ;  convenient 
quantities  are  80  c.c.  of  liquefied  crystalline  phenol,  200  c.c.  of  H2SO«, 
and  420  c.c.  of  H.O,  and  140  c.c.  of  HC1.  His  procedure  is,  briefly  : — 
The  water  and  standard  nitrate  are  evaporated  to  dryness  simultane¬ 
ously,  and  the  residue  in  each  case  is  treated  with  1  c.c.  of  the  “  phenol 
sulphuric  acid,”  and  heated  gently  for  15  minutes;  with  bad  waters,  a 
red  colour  soon  appears;  then  they  are  diluted,  treated  with  ammonia, 
and  the  colour  compared  in  Nessler  tubes,  etc.  Larger  quantities  of 
water  and  less  nitrate  are  evaporated  for  good  waters,  whilst  bad 
waters  may  even  be  diluted.  D.  A.  L. 

Estimation  of  Water,  Humus,  Sulphur,  &c.,  in  Soils. 
By  J.  JVL.  van  B  EMM  ELEN  (fxnulw.  Ver.-iUchs.-Skd .,  37,  279 — 290). — 
’With  regard  to  the  estimation  of  water,  the  colloidal  substances  pre¬ 
sent  in  soils  retain  more  or  less  water,  according  to  (1)  their  composi¬ 
tion  and  state  of  equilibrium,  (2)  the  tension  of  the  aqueous  vapour, 
and  (3)  the  temperature.  The  amount  of  water  lost  by  an  air-dried  soil 
at  100°,  has  no  special  meaning,  and  it  is  suggested  that,  for  com¬ 
parison,  the  results  of  anatyses  should  be  calculated  to  show  per¬ 
centages  in  the  soils  dried  over  sulphuric  acid.  The  water  which 
remains,  the  strongly  combined  water,  is  determined  separately.  The 
humus  is  determined  by  multiplying  the  amount  of  carbon  by  1*724. 
The  amount  of  carbon  is  found,  in  the  case  of  soils  containing  calcium 
carbonate,  by  adding  the  amount  which  remains  as  carbonate  after 
burning,  to  that  absorbed  as  carbonic  anhydride  in  the  potash  bulbs, 
and  deducting  that  of  the  carbonates  originally  present,  which  is 
separately  determined. 

The  carbonates  are  determined  at  the  ordinary  temperature;  if  the 
soil  is  boiled  with  acid,  too  high  results  will  be  obtained,  owing  to  the 
partial  decomposition  of  the  humus. 

The  loss  by  ignition  can  only  be  considered  as  the  sum  of  the 
humus  and  water,  in  the  case  of  soils  which  contain  no  carbonates, 
chlorides,  and  sulphides.  Moistening  the  ignited  soil  with  ammonium 
carbonate  solution  is  to  be  avoided  for  several  reasons.  In  the  case 
of  sea-mud,  the  author  determined  the  carbonic  anhydride,  sulphuric 
acid,  and  chlorine  in  the  soil  before  and  after  ignition,  and  then 
applied  the  necessary  correction. 

The  strongly  combined  water  cannot  be  determined  exactly,  and  is 
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derived  either  from  the  difference  between  loss  on  ignition  and 
the  litimus,  or  from  the  difference  between  the  amount  of  water 
determined  by  analysis  and  the  amount  of  water  corresponding  with 
the  humus.  In  volcanic  soils,  the  humus  was  assumed  to  contain 
5  per  cent.,  and  in  soils  derived  from  the  sea  6  per  cent,  of  water. 

In  the  estimation  of  sulphuric  acid,  difficulties  may  arise  from  the 
insolubility  of  a  small  part  of  the  sulphates,  and  from  the  presence  of 
sulphur  in  the  organic  matter  of  the  soil.  If  the  aqueous  extract 
contains  ferric  oxide  or  more  than  a  trace  of  humus,  these  must  be  got 
rid  of,  or  the  results  will  not  be  exact.  Jn  the  analysis  of  soils  which 
gave  extracts  containing  only  a  little  humus,  the  silicic  acid  was 
removed,  then  the  ferric  oxide  and  alumina  were  precipitated  by  boil¬ 
ing  sodium  carbonate,  the  solution  acidified  and  precipitated  with 
barium  chloride  and  filtered  after  two  days.  The  ferric  oxide  and 
alumina  were  redissolved,  the  solution  treated  with  barium  chloride, 
and  kept  for  some  days.  Another  method  employed  was  to  heat  the 
substance  with  an  excess  of  sodium  carbonate  in  a  stream  of  oxygen 
ia  a  combustion-tube,  the  temperature  being  kept  sufficiently  low  to 
prevent  the  glass  from  being  attacked.  Sulphuric  acid  was  also 
determined  by  heating  the  substance  with  sodium  carbonate  and 
potassium  nitrate  in  a  platinum  crucible  at  a  dull  red  heat.  The 
solutions  were  always  evaporated  on  the  water-bath,  and  not  directly 
over  a  gas  flame. 

Silicic  acid  and  alumina  in  the  colloidal  silicates  were  determined 
in  successive  extracts,  made  with  dilute  hydrochloric  acid,  dilute 
potash,  stronger  hydrochloric  acid,  dilute  potash.  The  residues  of 
the  solutions  are  heated  with  sulphuric  acid  to  destroy  the  organic 
matter.  The  silica  is  then  completely,  or  almost  complete!}',  separated 
from  the  alumina,  when  the  residue  is  treated  with  hydrochloric 
acid.  The  silica  is  always  tested  with  hydrofluoric  acid  to  see  if  it  is 
pure.  In  estimations  of  alumina  and  silica,  the  latter,  after  it  has 
been  weighed,  is  treated  with  hydrofluoric  and  sulphuric  acids,  and 
the  small  amount  of  alumina  in  the  residue  determined. 

The  alkaline  bases  are  separated  from  the  alkaline  earths  by 
Deville’s  method,  with  oxalic  acid,  after  precipitating  any  sulphuric 
acid  which  may  be  present.  Corrections  are  applied  for  a  trace  of 
lime  and  potash  in  the  oxalic  acid,  and  for  the  small  amount  of 
magnesia  which  remains  with  the  alkalis. 

Manganese  is  most  conveniently  determined  by  Carnot’s  method 
(Abstr.,  1889,  443).  The  hydrochloric  acid  extract  of  the  soil  is 
evaporated  down,  heated  with  potassium  hydrogen  sulphate,  and  the 
neutralised  solution  of  the  residue  precipitated  with  hydrogen  per¬ 
oxide  solution  (20  c.c.),  and  ammonia  (30  c.c.).  The  precipitate  is 
washed  by  decantation,  put  into  the  carbonic  acid  apparatus,  and 
treated  with  oxalic  and  dilute  sulphuric  acids.  1'rom  the  amount  of 
carbonic  anhydride  obtained,  the  amonnt  of  manganese  is  calculated, 
assuming  the  precipitate  to  have  the  formula  MngOn  (Carnot.  h>c.  rit.). 

K.  H.  M. 

Estimation  of  Ash  in  Food  and  Drugs.  By  W.  Kwasnik 
(Arch,  l’harm.  [3],  28, 178 — 182). — This  operation  is  much  facilitated 
by  mixing  the  powdered  substance  with  an  equal  weight  of  Kassner’s 
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recently  described  calcium  plumbate.  In  the  case  of  liquids,  such  as 
milk,  the  residue,  after  evaporation,  is  charred,  mixed  with  the 
plumbate,  and  roasted.  Any  plumbate  reduced  is  re-oxidised,  and 
the  temperature  is  so  low  that  chlorides  are  not  volatilised.  Results 
quoted  to  show  the  exactness  of  the  process  are  perfectly  satisfactory. 

J.  T. 

Maumene's  Test  for  Essential  Oils.  By  R.  Williams  ( Ghem . 
JVetvs,  61,  61 — 65). — The  successful  working  of  this  test  is  influenced 
by  the  nature  of  the  oil,  the  strength  of  acid  used,  by  the  mode  of 
adding  the  acid,  and  manner  of  stirring.  The  author  has  applied  it 
to  many  essential  oils  in  the  following  manner: — 100  fluid  grains  of 
oil  was  mixed  with  20  tluid  grains  of  sulphuric  acid,  in  a  beaker 
surrounded  with  cotton-wool,  and  stirred  vigorously  with  a  thermo¬ 
meter.  The  numerous  figures  obtained  in  this  manner  are  tabulated, 
and  indicate  a  probable  useful  application  of  the  test,  especially  for 
confirming  the  presence  of  resin  in  oil  of  cassia.  I).  A,  L. 

Estimation  of  Ferrocyanid.es  in  the  Bye-products  of  Gas 
Works.  By  Li.  Gasch  ( Ghnvi.  Centr.,  1890,  i,  291 — 295;  from  J. 
Gasbeleucht  Wasserrersorg,  32,  966). — Of  the  several  methods  which 
have  been  recently  recommended  for  the  determination  of  ferro- 
cyauides  in  the  bye-products  of  gas  works,  the  author  considers 
Zulkowsky’s  (Abstr.,  1881,  501)  the  most  applicable.  He  recom¬ 
mends,  however,  a  solution  of  uranium  acetate,  1  per  cent.,  instead 
of  ferric  chloride,  as  indicator,  a  drop  of  the  solution  which  is  being 
titrated  being  brought  on  to  a  porcelain  slab  to  which  is  added  a 
drop  of  the  uranium  acetate  solution,  when  the  presence  of  any 
excess  of  ferrocyanide  is  indicated  by  the  formation  of  a  brown 
coloration.  Moreover,  instead  of  preparing  a  standard  solution  of 
potassium  zinc  sulphate,  the  author  prefers  the  use  of  a  standard 
solution  of  potassium  ferrocyanide  containing  20  grams  per  litre, 
with  which  the  strength  of  the  zinc  solution  may  be  readily  deter¬ 
mined.  In  applying  the  method  to  old  gas-waste,  20  grams  are 
rubbed  in  a  warm  mortar,  with  a  little  (15 — 20  per  cent.)  sodium 
hydroxide  solution,  and  warm  water  gradually  added  until  the  whole 
is  of  a  thin  consistence;  it  is  then  filled  into  a  200  c.c.  flask,  shaken, 
and  filtered  directly  into  the  burette  from  which  the  titration  is 
made.  In  the  case  of  gas  liquor,  it  is  desirable  to  add  a  crystal  of 
ferrous  sulphate  and  a  small  piece  of  sodium  hydroxide.  The  forma¬ 
tion  of  ferrous  cyanide  proceeds  readily,  and  may  be  hastened  by 
warming,  after  which  the  determination  is  carried  out  in  the  usual 
manner.  If  it  is  found  that  so  little  ferrocyanide  is  present  that  it 
cannot  be  directly  determined,  it  is  precipitated  as  Prussian  blue, 
filtered,  and  dissolved  in  potassium  hydroxide  solution,  which  is  then 
titrated  from  the  burette  as  in  the  preceding  case.  J.  W.  L. 

Volumetric  Estimation  of  Potassium  Ferricyanide.  By  G. 

Kassner  {Arch,  lJhann.  [6],  28,  1S2 — 186). — A  weighed  quantity  of 
ferricyanide  is  dissolved  in  water,  and  treated  with  so  much  potassium 
hydroxide  that  an  excess  remains  after  the  reduction  of  the  salt,  and 
sufficient  but  not  too  much  hydrogen  peroxide  is  added,  so  that  in  a 
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few  seconds  the  liquid  takes  a  scarcely  perceptible  yellow  tint.  To 
remove  the  excess  of  peroxide,  the  alkaline  liquid  is  heated  to  boiling, 
until  a  drop  of  the  solution  gives  no  coloration  when  added  to 
potassium  iodide  and  starch.  The  solution  is  then  cooled  consider¬ 
ably,  diluted,  aeidiiied  with  dilute  sulphuric  acid,  aud  titrated  with 
potassium  permanganate.  The  results  are  very  exact.  J,  T. 

Assay  of  Commercial  Glycerol.  By  M.  Viz  urn  (J.  Phurm.  [5], 
21,  345 — 347). — Crude  glycerol  is  usually  sold  by  soap-makers  as 
containing  80  per  cent,  of  glycerol.  This  is  affirmed  on  the  part  of 
buyers  to  be  indicated  by  a  minimum  sp.  gr.  of  T300  at  15°,  and  a 
boiling  point  of  155°.  The  author  shows  that  an  imitation  crude 
glycerol  of  80  per  cent,  strength  had  a  sp.  gr.  of  1'289  and  boiling- 
point  of  130°  at  75(3  mm.  Commercial  samples  were  titrated  for 
glycerol  with  dichromate  (Ilehner’s  method)  after  treatment  with 
silver  oxide  and  basic  lead  acetate.  The  results  show  that  it  is 
impossible  to  determine  exactly  the  amount  of  glycerol  in  &  sample 
by  the  specilic  gravity  and  boiling  point,  also  that  SO  per  cent, 
glycerol  has  generally  a  density  below  l'3r  and  a  boiling  point  below 
150°.  "  J.  T. 

The  Value  of  the  Phenylhydrazine  Test  for  Sugar.  By  J.  A. 

Hirschl  ( Zeit .  phjsiol.  Ghem .,  14,  37 7 — 389). — Many  tests  for  sugar 
in  urine  are  fallacious,  because  the  reactions  in  question  are  given  by 
other  substances  as  well. 

The  most  trustworthy  tests  are  those  with  yeastr  and  with  the 
polarimeter.  Recently,  v.  Jacksch  has  introduced  the  phenylhydra- 
zine  test  (Abstr.,  1886,  744),  and  the  present  investigation  is  directed 
to  determining  whether  this  test  may  be  added  as  a  third  trustworthy 
reaction  for  detecting  the  presence  of  sugar  in  urine.  Such  an  inves¬ 
tigation  is  all  (he  more  necessary  since  Thierfelder  (Abstr.,  1887,  717) 
and  Geyer  (  Wiener  vied.  Prase,  30,  1686)  have  stated  that  glycu- 
ronic  acid,  a  substance  very  liable  to  be  mistaken  for  sugar,  forms  a 
compound  with  phenylhydrazine  acetate  analogous  to  that  on  the  for¬ 
mation  of  which  the  detection  of  sugar  depends.  Geyer,  indeed,  states 
that  the  resemblance  of  the  crystalline  compounds  obtainable  is  so 
close  as  to  render  the  test  of  littie  value. 

In  the  present  research,  experiments  were  first  performed  with 
pure  sodium  glycuronate.  This  was  dissolved  in  water  and  mixed 
with  pheuylhydrazine  hydrochloride  and  sodium  acetate  in  the  usual 
way,  and  placed  in  the  water- bath  at  100°  for  a  quarter  of  an  hour. 
It  was  then  removed,  and  the  precipitate  which  formed  on  cooling 
examined  microscopically.  The  needles  which  were  present  mixed  with 
amorphous  matter  were  thicker  than  those  of  phenyl glucosazone,  but 
showed  the  same  radial  grouping,  and  were  difficult  to  distinguish 
from  them.  If,  however,  the  mixture  was  allowed  to  remain  for  a 
longer  time  than  a  quarter  of  an  hour  (30 — 60  minutes)  in  the  water- 
bath,  the  precipitate  obtained  was  amorphous,  brownish-yellow,  and 
altogether  different  and  easily'  distinguishable  from  phcnylglncos- 
azone.  Its  melting  point,  after  half-an-hour’s  stay  in  the  water-bath, 
was  107 — 108';  after  an  hour,  150°.  Fifty  different  kinds  of  urine 
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were  then  submitted  to  the  test:  an  hour’s  stay  in  the  water- bath 
was  always  employed ;  45  of  these  gave  the  amorphous,  brown  pre¬ 
cipitate  with  a  melting  point  of  150°.  In  one  case  there  was  no 
precipitate.  In  four  cases  there  was  the  typical  formation  of  yellow, 
crystalline  needles  (melting  point  205°).  In  these  fonr  cases  alone 
the  fermentation  test  gave  positive  results;  three  were  from  patients 
suffering  from  diabetes  mellitus,  the  fourth  was  a  case  of  glycosuria 
occurring  in  a  patient  with  cerebral  haemorrhage. 

If  the  amorphous  precipitate  obtained  in  the  first  45  cases  consisted 
of  the  pbenylhydrazine-compound  of  glycuronic  acid,  it  would  appear 
that  glycuronic  acid  is  a  constant  constituent  of  human  urine. 

In  addition  to  dextrose,  three  other  sugars  have  been  described  in 
human  urine:  (I)  levulose  (Zimmer,  Deutsch.  rued.  Wocli.,  2,  329  ; 
Seegen,  Gentr.  mad.  TFVss.,  22,  753) ;  this  has  been  found  only, 
mixed  with  dextrose,  in  diabetes.  It  cannot  be  distinguished  from 
dextrose  by  the  phenylhydrazine  test,  but  only  by  the  polari meter. 
(2)  Lactose  (Hofmeister,  Zeit.  physiol.  Chem .,  1,  101).  This  is  found 
only  in  the  urine  of  suckling  women.  The  compound,  phenyllactos- 
azone,  formed  by  the  action  of  phenylhydrazine,  occurs  in  needles, 
which  are  about  ten  times  the  width  of  those  of  phenylglucosazone, 
and  do  not  show  the  same  orderly  arrangement.  Their  melting 
point  is  200°.  (3)  Maltose  has  been  found  in  diabetic  urine  (Le 

Nobel);  this  gives  a  precipitate  of  phenylmaltosazone,  which  occurs 
in  yellow  tables  melting  at  82°. 

The  conclusions  drawn  are  that  the  phenylhydrazine  test  is  a  per¬ 
fectly  trustworthy  one. 

(1)  If  the  urine  gives  perfectly  typical  needles  of  phenylglucos¬ 
azone,  it  certainly  contains  glucose.  0‘03  per  cent,  of  sugar  in  urine, 
0  003  per  cent,  of  sugar  in  water,  can  by  this  means  be  detected. 

(2)  It  is  essential  that  the  test-tube  should  be  allowed  to  remain 
one  hour  in  the  water-bath. 

(3)  If  the  result  is  a  yellowish-brown,  amorphous  precipitate,  sugar 

is  not  present,  but  the  substance  which  behaves  in  this  way  is 
probably  glycuronic  acid.  AV.  D.  H. 

Estimation  of  Sugar  in  Urine  by  Fermentation.  By  P. 

Guttmann  (Chem.  Gentr.,  1890,  i,  355 — 356 ;  from  Dent.  med. 
Wocheuschr.,  16,  7 — 9). — The  author  has  not  found  Einhorn’s 
method,  in  which  the  carbonic  anhydride  obtained  by  fermentation  is 
estimated,  very  suitable  for  the  determination  of  sugar  in  diabetic 
urine.  On  the  other  hand,  Roberts’  method  (Med.  Journ.  Edinburgh, 
1861,  326)  has  given  satisfactory  results.  100 — 120  c.c.  of  the  urine 
is  filled  iuto  a  vessel,  and  treated  wirh  5 — 10  grams  of  fresh  yeast, 
and  then  allowed  to  ferment.  The  density  is  determined  before  and 
after  the  fermentation  at  15°,  from  which,  by  means  of  Worm- 
Muller's  formula  (Pjliiger’s  Archiv,  33,  211 — 220),  the  amount  of 
sugar  is  obtained.  J.  AY.  L. 

Estimation  of  Inverted  Sugar.  By  J.  Formanek  (Listy 
Chem.,  14,  132). — The  solution  precipitated  with  Fehling’s  solution 
is  poured  on  to  a  filter  containing  water,  in  order  to  prevent  it  from 
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absorbing  copper  solution,  which  cannot  subsequently  be  washed  out, 
and  the  washed  cuprous  oxide  is  dissolved  in  nitric  acid  on  the  filter, 
washed  out,  and  the  copper  estimated  by  electrolysis  of  the  solution. 

B.  B. 

Estimation  of  Acetone  in  Methyl  Alcohol  and  in  the 
Liquids  used  for  Methylating  Alcohol.  By  L.  Vignon  ( Compf . 
rend.,  110,  534 — 58G). — The  acetone  is  converted  into  iodoform 
(C3H60  =  CHI3),  which  is  extracted  with  ether  free  from  alcohol, 
and  weighed  after  evaporation  of  the  ether.  Kramer  (Abstr.,  I860, 
820)  specifies  certain  quantities  of  iodine  and  sodium  hydroxide,  but 
the  quantity  of  iodine  required  for  complete  conversion  of  the 
acetone  into  iodoform  varies  with  the  order  in  which  the  liquids  are 
mixed,  and  with  other  conditions  of  experiment,  and  if  the  iodine  is 
not  in  large  excess  the  results  are  too  low'.  The  author  recommends 
the  following  mode  of  v'orking.  5  c  e.  of  the  liquid  to  be  examined 
is  diluted  to  250  c.c.  5  c.c.  of  this  mixture  is  agitated  w'ith  10  c.c. 
of  binormal  sodium  hydroxide  in  a  graduated  and  stoppered  cylinder 
holding  100  c.c.,  and  5  c.c.  of  binormal  iodine  in  potassium  iodide  is 
then  added.  After  vigorous  agitation,  10  c.c.  of  ether  free  from 
alcohol  is  added.  The  volume  of  the  ethereal  solution  is  observed, 
and  5  c.c.  is  withdrawn,  evaporated  in  a  vacuum,  and  the  iodoform 
weighed.  If  V  is  the  volume  of  tlie  ethereal  solution,  p  the  weight 
of  the  iodoform,  and  x  the  weight  of  acetone  in  100  c.c.  of  the 
liquid, 

*  =  1000  pV  5S/5  x  394  =  pV  x  29‘44.  , 

The  method  is  only  applicable  in  absence  of  aldehyde,  ethyl  alcohol, 
or  any  substance  besides  acetone  which  will  yield  iodoform. 

C.  H.  B. 

Estimation  of  Acetone  as  Iodoform.  By  G.  Arachequesxe 
( Compt .  rend.,  110,  G42 — G44). — Complete  conversion  of  acetone  into 
iodoform  requires  a  quantity  of  iodine  considerably  in  excess  of  the 
calculated  quantity.  In  addition  to  sodium  acetate  and  sodium 
iodide,  iodato  and  formate,  and  probably  salts  of  some  other  organic 
acids,  are  formed.  Kramer  recommends  too  lowr  a  proportion  of 
iodine  or  too  large  a  quantity  of  the  liquid  to  be  examined  (compare 
preceding  abstract).  C.  H.  B. 

Estimation  of  Fat  in  Milk.  By  Lez£  {Compt.  rend.,  110,  G47 — 
G49). — The  process  is  based  on  the  fact  that  if  the  milk  is  treated 
w'ith  an  acid,  and  afterwards  with  ammonia,  the  fat  separates 
readily. 

A  mixture  of  100  vols.  of  milk  with  200  to  250  vols.  of  pure  con¬ 
centrated  hydrochloric  acid  is  placed  in  a  tlask  with  a  long  graduated 
neck,  heated  until  the  liquid  acquires  a  brown  colour,  and  then  mixed 
with  dilute  ammonia  until  the  fat  gradually  separates,  and  the  liquid 
becomes  clear.  Warm  water  is  added  so  that  the  fat  is  brought  into 
the  graduated  neck,  and  the  volume  of  the  fat  is  read  off.  The  fat 
melts  at  32 — 33°,  and  its  sp.  gr.  at  15°  is  0  93.  At  the  melting  point 
its  sp.  gr.  is  0'90,  and  hence  the  volume  of  the  fat  in  cubic  centimetres 
x  0'9  gives  the  weight  of  fat  in  the  quantity  of  milk  taken.  Good 
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results  are  obtained  with  44  c.c.  of  milk  and  100  c.c.  of  acid.  The 
temperature  at  which  separation  occurs  readily  is  abont  80°. 

C.  H.  B. 

Analysis  of  Butter.  By  S.  Bondzynski  and  H.  Rufi  (Zeit.  anal. 
Chem.,  29,  1 — 6). — The  most  characteristic  constituents  of  butter 
are  the  volatile  fatty  acids,  or  rather  their  glycerides.  Since  the 
same  acids  are  also  freely  soluble  in  water,  the  separation  of  them  by 
distillation  can  be  replaced  by  one  of  the  following  more  convenient 
methods  : — (1.)  4 — 5  grams  of  the  butter  is  saponified  with  50 — 60  c.c. 
of  Nj 2  alcoholic  potash,  and  the  unneutralised  potash  is  titrated  by 
N"/2  hydrochloric  acid.  The  alcohol  is  then  evaporated  off,  and  the 
soap  is  decomposed  by  an  excess  of  hydrochloric  acid.  The  preci¬ 
pitated,  insoluble  fatty  acids  are  washed  with  hot  water  on  a  filter, 
dissolved  in  alcohol,  and  titrated  with  N/2  or  N/4  potash.  The 
difference  between  the  quantity  of  potash  neutralised  in  the  saponi¬ 
fication  and  that  required  by  the  insoluble  acids  gives  the  amount 
corresponding  with  the  volatile  acids.  (2.)  4 — 5  grams  of  the  butter 
is  saponified;  the  alcohol  is  removed  by  evaporation,  and  the  aqueous 
solution  is  treated  with  the  exact  amount  of  hydrochloric  acid  neces¬ 
sary  for  neutralising  the  potash  used.  The  insoluble  fatty  acids  are 
washed,  and  the  soluble  acids  in  the  filtrate  are  titrated  with  N/10 
potash.  The  results  of  these  methods  agree  with  one  another,  and 
with  the  distillation  process.  The  insoluble  acids  can  be  dissolved  in 
ether,  and  weighed  after  evaporation.  If  then  titrated  with  potash, 
the  corresponding  amount  of  glycerol  can  be  calculated,  and  there¬ 
from  that  of  the  glycerides  of  the  insoluble  acids,  which  by  difference 
gives  the  amount  of  the  glycerides  of  the  volatile  acids. 

Bresli  butter  always  contains  small  quantities  of  free  insoluble 
acids  and  oleic  acid  ;  free  volatile  acids  are  not  present.  As  the 
butter  becomes  rancid,  the  increase  in  acidity  is  due  mainly  to  the 
insoluble  acids.  Free  volatile  acids  are  only  developed  at  a  somewhat 
advanced  stage  of  rancidity.  The  free  acids  can  be  estimated  by 
dissolving  about  20  grams  of  the  butter  in  alcohol  and  ether,  and 
titrating  with  N/20  alcoholic  potash.  Oi  an  ethereal  solution  may 
be  treated  with  dry  calcium  hydroxide,  when  the  calcium  salts  of 
palmitic,  stearic,  and  other  related  acids  form  a  precipitate,  which 
can  be  collected,  decomposed  by  sulphuric  acid,  and  extracted  with 
ether.  The  calcinm  oleate  remains  in  solution.  If  the  solution  is 
evaporated  and  burnt,  and  the  lime  weighed,  the  oleic  acid  can  be 
calculated  from  it.  Free  volatile  acids  can  be  estimated  by  melting 
the  butter  in  hot  water,  washing  on  a  filter,  and  titrating  the  filtrate. 
Phenolplithalein  should  in  all  cases  be  used  as  indicator. 

Some  experiments  have  also  been  made  towards  the  estimation  of 
hydroxy-acids  in  butter  by  Benedikt’s  acetylation  method  (Abstr., 
1887,  620).  The  acetyl  number  18’2  was  found  for  butter. 

M.  J.  S. 

Valuation  of  Crude  Cocaine  from  Peru.  By  E.  R.  Squibb 
(Zeit.  anal.  Ghent.,  28,743 — 744). — A  moisture  estimation  is  made  in 
the  usual  way:  2  grams  of  the  sample  is  then  dissolved  in  12  c.c.  of 
other  (0‘725  sp.gr.),  and  filtered  from  insoluble  matter,  which  is  washed 
with  ether,  dried,  and  weighed.  The  ethereal  solution,  which  will 
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amount  to  about  50  c.c.,  is  shaken  with  10  c.c.  of  normal  oxalic  acid 
in  a  separation  bnlb.  The  acid  is  then  run  into  a  second  separation 
bulb,  and  the  ethereal  solution  is  shaken  with  10  c.c.  of  water  con¬ 
taining  2  drops  of  oxalic  acid,  and  then  twice  with  3  c.c.  of  water, 
these  aqueous  liquids  being  then  added  to  the  acid.  The  washed 
ethereal  solution  is  now  run  into  a  fared  beaker,  the  bulb  is  rinsed 
with  15  c.c.  of  ether  and  2  c.c.  of  water,  all  of  which  is  added  to  the 
acid  solution.  After  subsiding’,  the  acid  layer  is  run  back  into  the  first 
bnlb,  and  the  ether,  after  twice  washing  with  3  c.c.  of  water,  is  added 
to  the  former  ethereal  solution,  and  the  whole  evaporated  to  obtain 
the  weight  of  the  impurities  soluble  in  ether.  The  bulb  is  once  more 
rinsed  with  15  c.c.  of  ether  and  2  c.c.  of  water,  which  mixture  is 
added  to  the  acid  solution.  This  is  then  treated  with  normal  soda, 
adding  1  drop  in  excess  of  neutrality.  After  shaking  and  settling, 
the  sodium  oxalate  is  run  into  the  empty  bulb,  the  ether  is  washed 
twice  with  3  c.c.  of  water,  and  run  into  a  fared  beaker,  taking  care 
that  no  water  accompanies  it.  The  bulb  is  rinsed  with  10  c.c.  of 
ether  and  2  c.c.  of  water.  This  is  added  to  the  oxalate  solution  with 
1  drop  more  of  soda.  After  vigorous  shaking,  the  aqueous  liquor  is 
run  away.  The  ethereal  liquid  is  added  to  the  previous  one,  and  the 
whole  evaporated.  The  cocaine  is  dried  at  90°  and  weighed.  Recent 
estimations  have  given  94  per  cent,  in  the  best  sorts,  and  78  in  the 
worst.  M.  J.  S. 

Cocaine  Chromate.  By  K.  jMezoer  ( Chem .  Centr.,  1890.  i,  352  ; 
from  Fharm.  Zeit .,  34,  697 — 698). — From  a  hydrochloric  acid  solu¬ 
tion,  chromic  acid  precipitates  the  cocaine  chromate,  CnH.aN04,H.iCr0.1, 
in  beautiful,  silky,  lustrous  plates.  If  0'05  gram  of  crystallised 
cocaine  hydrochloride  is  dissolved  in  5  c.c.  of  water,  and  five  drops  of 
a  5  per  cent,  solution  of  chromic  acid  added,  a  distinct  precipitate 
is  formed  as  each  drop  falls  into  the  solution  ;  this,  however,  imme¬ 
diately  dissolves  again.  If  now  1  c.c.  of  strong  hydrochloric  acid  is 
added,  a  heavy,  yellow  precipitate  of  the  chromate  is  formed.  Of  the 
other  alkaloids,  eegonine,  sparteine,  atropine,  caffeine,  pilocarpine, 
codeine,  and  morphine  do  not  form  yellow  precipitates  with  chromic 
acid  or  potassium  chromate,  whereas  quinine,  quinidine,  cinchoni- 
dine,  cinchonine,  hydroquinine,  apomorphine,  brucine,  strychnine,  and 
veratrine  form  precipitates  with  5  per  cent,  chromic  acid  if  the  solu¬ 
tions  are  neutral,  cocaine  being  the  only  one  which  is  precipitated 
only  after  the  addition  of  hydrochloric  acid.  J.  W.  L. 

Estimation  of  Paratoluidine.  By  G.  A.  Schoen  {Zeit.  anal. 
Chem.,  29,  86 ;  from  Hull,  tie  Mulhouse,  1888,  30o). — A  mixture  of 
the  hydrochlorides  of  para-  and  ortho-toluidino  (which  must  be  free 
from  aniline  and  xylidinc)  gives  with  potassium  dichromatc  a  brown 
precipitate  and  a  red  filtrate.  The  intensity  of  the  red  color.it ion 
depends  on  the  amount  of  paratoluidine  present.  The  amount  must 
first  be  learnt  approximately  from  the  specific  gravity  (that  of  para¬ 
toluidine  is  099,  of  orthotoluidinc,  T004,  at  15°),  and  if  above  8  per 
cent.,  must  be  reduced  by  an  appropriate  addition  of  orthotoluidinc. 
1  c.c.  of  the  mixture  is  then  shaken  with  2  c.c.  of  hydrochloric  acid 
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and  30  c.c.  of  water  until  dissolved,  and  tlien  1  c.c.  of  a  cold  satu¬ 
rated  solution  of  potassium  dichromate  is  added  and  allowed  to 
remain  for  an  hour  with  occasional  shaking.  The  colour  is  then 
compared  with  that  produced  in  a  mixture  of  the  toluidines  in  known 
proportions.  M.  J.  S. 

Detection  of  Blood  Stains.  By  Leone  and  Denaro  ( Gazzetta , 
19,  97 — 99). — Old,  decomposed  stains,  from  which  water  will  no 
longer  dissolve  out  the  colouring  matter,  are  treated  with  a  solution 
of  potash  or  soda.  If  luematin  is  present,  it  will  pass  into  solution, 
and  the  filtered  liquid  will  appear  green  in  a  thin  layer,  and  red  in  a 
thick  layer.  The  solution  will  also  contain  iron,  which  may  he 
detected  in  the  ash.  The  evaporation  and  ignition  for  this  purpose 
must  he  conducted  in  silver,  and  not  in  porcelain  vessels,  since  the 
latter  give  up  an  appreciable  amount  of  iron.  S.  B.  A.  A. 

Detection  of  the  Colouring  Matter  of  the  Yolk  of  Egg. 

By  S.  Bein  ( Ber .,  23,  421 — 422). — Thudichum  has  long  since  shown 
that  yellow  colouring  matters,  termed  by  him  “luteines,”  can  he 
obtained  from  the  yolk  of  egg  and  that  these  yield  with  nitric  acid  a 
blue  coloration,  which  turns  yellow  and  shows  two  or  three  character¬ 
istic  bands  in  the  spectrum.  This  reaction  has  been  employed  for  the 
detection  of  egg-substance  mixed  with  other  organic  matter,  but  the 
author  shows  that  the  non-formation  of  this  coloration  does  not  prove 
the  absence  of  egg-substance,  as  these  colouring  matters  gradually 
undergo  alteration  in  air  and  light,  more  quickly  at  GO0  to  80°,  and 
then  cease  to  give  Thudiehum’s  reaction.  The  formation  of  the 
coloration,  on  the  other  hand,  does  not  prove  the  presence  of  these 
substances,  as  other  organic  compounds,  especially  certain  nitrogenous 
decomposition-products,  give  the  same  reaction.  H.  G.  C. 

An  Exact  Method  for  the  Estimation  of  Egg-substance. 

By  S.  Bein  (Ber.,  23,  423 — 424). — In  the  previous  abstract  it  has 
been  shown  that  the  qualitative  test  hitherto  employed  for  the  detec¬ 
tion  of  egg-substance  is  not  trustworthy,  and  no  method  of  estimating 
the  amount  of  these  substances  has  been  previously  published.  The 
present  paper  gives  a  method  by  which  the  quantitative  estimation  of 
these  substances  may  be  readily  made,  depending  on  the  fact  that  two 
of  the  chief  constituents  of  yolk  of  egg,  namely,  glycerolphosphoric 
acid  and  lecithin,  both  contain  phosphoric  acid.  These  compounds 
may  be  extracted  with  ether,  the  ethereal  solution  evaporated,  and 
the  residue  carefully  ignited  at  a  low  temperature  with  a  fragment  of 
potassium  nitrate,  and  the  residual  phosphoric  acid  weighed.  Lecithin 
lias  been  shown  to  consist  of  an  etlier-like  compound  of  neurine  and 
distearylglycerolphosphoric  acid,  having  the  formula  CuH90NPO<i,  and 
according  to  Gobley  (Anno.len,  60,  275),  yolk  of  egg  contains  1'2  per 
cent,  of  glycerolphosphoric  acid  and  7'2  per  cent,  of  lecithin.  Every 
1T2902  grams  of  phosphoric  acid  found,  therefore,  represents  100 
grams  of  yolk  of  egg.  H.  G.  C. 
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New  Form  of  Gas  Battery.  By  L.  Uo.vd  and  C.  Laxgek  (Pro  -. 
Roy.  Soc.,  46,  296 — 304). — The  form  described  may  be  termed  a  dry 
gas  battery.  A  diaphragm  of  a  porous,  non-conducting  material, 
mostly  plaster  of  Paris,  is  impregnated  with  dilute  sulphuric  acid  (or 
other  electrolyte),  and  covered  on  both  sides  with  thin  platinum-foil 
containing  about  1,500  perforations  per  square  centimeter,  which  is 
overlaid  in  its  turn  by  a  film  of  platinum-black.  The  foil  is  placed  in 
contact  at  small  intervals  with  strips  of  a  good  conductor,  so  as  to 
reduce  the  internal  resistance  to  a  minimum.  Diaphragms  so  pre¬ 
pared  are  placed  side  by  side  or  one  above  the  other,  with  non-con¬ 
ducting  frames  intervening  in  such  a  way  as  to  form  chambers 
through  which  the  gases  to  be  employed  are  passed.  One  side  of 
each  diaphragm  is  exposed  to  one  gas  (air)  ;  the  other  to  the  other 
gas  (hydrogen),  the  spaces  between  the  diaphragms  being  so  con¬ 
nected  that  the  gases  pass  through  the  whole  series. 

The  electromotive  force  of  such  a  battery  was  found  to  vary  con¬ 
siderably  with  the  quality  of  the  platinum-black.  The  best  results 
were  obtained  with  a  material  precipitated  from  a  boiling  solution  of 
platinum  tetrachloride,  neutralised  with  sodium  carbonate,  and 
reduced  by  a  boiling  solution  of  sodium  formate.  In  this  case,  the 
electromotive  force  was  0'97  volt.  The  resistance  of  a  plate  of 
plaster  of  Paris  8  mm.  thick  and  of  350  sq.  cm.  surface  was 
observed  to  be  0‘0‘2  ohm.  Experiment  showed  that  the  maximum 
amount  of  work  was  obtained  when  the  external  resistance  was 
nearly  double  the  internal  resistance.  Practically,  it  was  found  most 
convenient  to  work  the  battery  with  an  electromotive  force  of  about 
073  volt,  which  allows  a  current  of  2— 2'5  amperes  to  be  taken  out 
of  an  element  with  70U  sq.  cm.  active  surface,  covered  with  0'35  gram 
of  platinum- foil  and  I  gram  of  platinum-black.  27o  less  than  half 
the  energy  of  combustion  of  the  hydrogen  is  converted  into  electrical 
energy.  It  seems  to  make  little  difference  whether  oxygen  and 
hydrogen  are  employed,  or  air  and  a  gas  containing  about  30 — 40  per 
cent,  of  hydrogen  (such  as  can  be  got  by  the  action  of  steam,  with  or 
without  air,  on  coal,  coke,  &c.).  The  temperature  should  be  kept 
constant  at  40°  by  passing  excess  of  air  through  the  battery. 

The  authors  discuss  the  cause  of  the  divergence  of  the  electromotive 
force  from  the  value  it  should  have  according  to  Thomson’s  theorem, 
which  would  indicate  an  electromotive  force  of  1’47  volts.  The 
battery  exhibits  polarisation  after  having  been  at  work  for  some 
lime.  This  is  caused  by  a  change  in  the  concentration  of  the  ac  id  at 
the  two  electrodes,  and  may  be  remedied  by  interchanging  the  gases 
from  time  to  time.  (See  next  abstract.)  J.  W. 

Air  Batteries.  By  C.  P.  A.  Wright  and  C.  Thompson'  (Proe. 
Roy .  Soc.,  46,  372 — 37G). — The  authors  direct  attention  to  a  former 
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paper  by  them  ( Proc .  Boy.  Soc .,  44,  182),  and  point  out  that  the  gas 
batteries  there  described  are  practically  identical  in  principle  with 
that  described  by  Mnnd  and  Langer  (see  preceding  abstract).  They 
further  indicate  that  many  of  the  results  obtained  by  the  latter  are 
in  complete  agreement  with  experiments  of  their  own.  J.  W. 

Chemistry  of  Storage  Batteries.  By  E.  Fran  eland  (Proc.  Poy. 
Soc.,  46.  804 — 80S). — In  continuation  of  a  former  paper  (Abstr., 
1883,  830),  the  author  describes  some  experiments  undertaken 
with  a  view  to  ascertain  what  lead  compounds  actually  take  part  in 
the  chemical  reactions  on  charging  and  discharging  secondary 
batteries. 

Finely  powdered  lead  oxide  was  treated  with  successive  portions 
of  dilute  sulphuric  acid  until  the  liquid  exhibited  a  permanent 
acid  reaction.  There  resulted  a  bufl-coloured  powder  having  the 
composition  Pb5S3014.  Red  lead  (Pb304)  treated  in  the  same  manner 
yielded  a  brownish-red  compound  corresponding  with  the  formula 
PbuSXhn.  These  new  salts  must  constitute  the  original  active 
material  of  storage  cells  formed  in  the  above  way,  so  that  the  follow¬ 
ing  equations  will  represent  the  actions  at  the  different  plates  on 
charging  and  discharging. 

If  the  buff  salt  is  the  active  material,  then  we  have — 


I.  On  charging. 

(a.)  Positive  plates. . 

(b.)  Negative  „ 

II.  On  discharging. 

(a.)  Positive  plates.  . 

(b.)  Negative  „ 


PbjSsOii  +  3H,0  +  50  =  5PbO;+ 
3H2S04. 

Pb#S30H  +  5  Ho  =  5Pb  +  3H,S04  + 
2H.O. 


5PbO,  +  3II..SO,  +  5  Ho  =  Pb5SsO„ 
+  SH20. 

5Pb  +  3H,S04  +  50  =  Pb4S,0„  + 
3H20. 


If  the  red  salt  is  the  active  material,  the  equations  become — 


I.  On  charging. 

(a.)  Positive  plates. . 

(b.)  Negative  „ 

II.  On  discharging. 

(a.)  Positive  plates. . 

(b.)  Negative  „ 


2Pb3SA«  +  20,  +  4H20  =  6PbO, 
-F  4H,SO 

Pb.3-0,0  +  4H,  =  3Pb  +  2H2S04 
+  2H20. 


bPbO,  +  4H,S04  +  4H,  =  2Pb.S2Oin 
+  811,0. 

3Pb  +  2H,S04  +  20,  =  PboS,0,n 
+  2H.O. 


The  latter  alternative  would  seem  to  explain  the  practical  observa¬ 
tion  that  only  half  as  much  active  material  is  required  on  negative  as 
on  positive  plates.  J.  W. 
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Electromotive  Force  of  Metallic  Salts.  By  0.  L.  Spkykks 
(Amer.  Chan.  </.,  12,  254 — 2G1). — Solutions  of  hydrochloric,  nitric, 
acetic,  and  sulphuric  acids,  and  of  the  zinc  salts  of  these  acids,  were 
experimented  with,  as  well  as  solutions  of  these  salts  containing  free 
acid  ;  the  solutions  contained  1  gram  equivalent  of  each  substance  in 
from  1  to  24  litres  of  water.  In  these  solutions  were  immersed  an 
amalgam  of  mercury  containing  1  per  cent,  of  zinc,  serving  as  the 
negative  plate,  and  a  globule  of  mercury,  serving  as  the  positive; 
connection  was  made  with  an  electrometer,  and  the  electromotive 
force  was  measured  as  soon  as  it  had  attained  a  constant  value.  The 
electromotive  force  increases  slightly  on  dilution.  It  has  approxi¬ 
mately  the  same  value  in  solutions  of  nitric,  acetic,  and  sulphuric 
acids  of  equivalent  strength,  but  a  lower  value  in  the  case  of  hydro¬ 
chloric  acid  ;  and  in  the  ease  of  a  mixture  of  hydrochloric  with  one 
of  the  other  acids,  the  electromotive  force  is  little  greater  than  with 
hydrochloric  acid  alone.  The  electromotive  force  of  solutions  of  the 
zinc  salts  is  considerably  less  than  that  of  equivalent  solutions  of 
the  corresponding  acids,  and  the  chloride  has  a  lower  electromotive 
force  than  the  nitrate,  acetate,  and  sulphate.  In  the  case  of  concen¬ 
trated  mixtures  of  zinc  salts,  and  of  mixtures  of  salts  with  free  acid, 
the  electromotive  force  has  a  value  but  slightly  greater  than  in  the 
case  of  the  constituent  of  lower  value.  The  electromotive  force  of 
^ZnR  +  HR'  is  equal  to  that. of  4ZnR'  +  HR  ;  the  agreement  is  not 
satisfactory,  however,  in  the  case  of  zinc  nitrate  and  sulphuric  acid. 

C.  F.  B. 

Rate  of  Solution  of  Carbonates  in  Acids.  By  Vvr.  Spring 
(Bull.  Soc.  Ghim.  [8],  3,  174 — 177). — At  15°,  the  rates  of  solution  of 
the  following  carbonates  in  10  per  eent.  hydrochloric  or  nitric  acid 
are: — Iceland  spar,  1  ;  witherite,  1284  ;  cerusite,  0  757  ;  arragonite. 
0‘476;  aznrite,  0‘334  ;  malachite,  0  231  ;  smithsonite,  0'087 ;  dolomite, 
0'025.  The  individual  carbonates  dissolve  with  equal  rapidity  in  each 
acid  of  the  strength  indicated ;  increase  of  temperature  causes  an 
increased  rate  of  dissolution  which  varies  for  each  mineral,  and  no 
definite  law  appears  to  hold  ;  the  rate  of  solution  seeming  to  he  inde¬ 
pendent  of  their  chemical  constitution,  but  dependent  on  varying 
physical  factors.  T.  G.  N. 

Rate  of  Solution  of  Iceland  Spar  in  Hydrochloric  Acid.  By 

W.  Spring  (Ball.  Soc.  Chim.  [3],  3,  177 — 184;  compare  Abstr., 
188S,  9u0). — The  rate  of  solution  of  separate  faces  of  Iceland  spar  is 
not  only  dependent  on  the  chemical  nature  of  the  spar,  but  also  on 
its  elasticity,  and  the  velocity  of  solution  is  expressed  by  the 
equation 

v  =  \/«'  sin2  <j>  +  G  cos2  < p  ; 

a  =  the  minimum  elasticity  —  0'00294;  c  =  the  maximum  elasticity 
—  OG72S  ;  and  0  —  the  angle  made  by  the  face  attacked  with  the 
optic  axis,  which  for  the  cleavage  plane  is  2G°  15'  14". 

The  variation  in  velocity  is  atfeeted  by  the  temperature,  and  is 
represented  by  the  expression 

v  -  u  (O' 00 IT2  +  0-775). 

3  l  2 
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The  experimental  data  agree  closely  with  the  calculated  values. 

T.  G.  N. 

Change  of  Volume  on  Dissolving  Salts  in  Water.  By  G.  C. 

Schiiidt  (Nonatsh 11,  35 — 41). — On  dissolving  a  salt  iu  water,  or  on 
diluting  a  salt  solution,  a  contraction  takes  place  in  the  total  volume. 
From  this  it  follows  that  the  volume  occupied  by  a  molecule  of  the 
salt  must  be  less  when  iu  solution  than  when  in  the  solid  state,  and 
less  in  a  dilute  than  in  a  concentrated  solution. 

The  molecular  volume  of  a  salt  when  in  solution  may  be  calculated 
by  means  of  the  formula  V  =  (aq  —  x)!d  —  aqjc ,  where  a.  is  the 
molecular  weight  of  the  anhydrous  salt,  aq  the  weight  of  water 
present  to  each  molecule  of  the  salt,  d  the  density  of  the  salt  solution, 
and  S  that  of  water.  If  p  is  the  percentage  of  anhydrous  salt  in  the 
solution,  then  aq  =  (100  —  p)x'p. 

Employing  this  formula,  it  will  be  found  that  the  molecular  volume 
of  a  dissolved  salt  decreases  with  rising  dilution,  until  at  length  a 
limit  is  reached  at  which  it  remains  practically  constant.  This  is 
rendered  evident  by  the  following  two  examples  : — 


KCi  at  IS°. 

Cane-sugar  at  17"3°. 

Per  cent,  of  dis¬ 
solved  salt. 

Mol.  vol. 

Per  cent,  of  dis¬ 
solved  sugar. 

Mol.  vol. 

2  1 

34  -03 

50 

214 --19 

10 

30-06 

20 

210 -GO 

5 

30  02 

5 

209  -95 

3 

29-08 

3 

209  -88 

2 

29  -97 

2 

209  -S3 

1 

29-97 

1 

209 -S3 

To  account  for  this  behaviour,  the  author  assumes  that  in  the  case 
of  salts  like  potassium  chloride,  which  are  electrolytes,  it  is  due  to 
the  dissociation  of  the  salt  into  its  ions,  which  increases  and  approaches 
a  limit  with  rising  dilution  ;  and  that  in  the  case  of  non-electrolytes 
like  cane-sugar,  it  is  probably  due  to  the  fact  that  complex  molecules 
exist  in  the  concentrated  solutions  which  are  broken  up  on  increasing 
the  dilution. 

Arrhenius  has  shown  that  in  a  dilute  solid  ion  the  molecular  volume 
of  an  electrolyte  should  be  an  additive  function  of  those  of  its  tv  o* 
ions.  If  an  electrolyte  having  the  ions  ;r  and  y  is  dissolved  in  water, 
the  volume  of  the  resulting  solution  becomes  1  -)-  ax  +  by,  where 
a  aud  b  are  constants  depending  on  the  nature  of  the  ions,  but  quite 
independent  of  one  another.  Iu  like  manner,  for  any  other  electrolyte 
with  the  ions  s  and  i,  the  volume  would  become  1  +  cs  +  dt,  the 
constants  iu  this  case  being  c  and  d.  If  the  equivalent  weights  of  the 
ions  in  the  above  instances  are  given  by  a’,  y ,  s ,  and  t ,  then  the 
molecular  volume  of  the  eleetroljte  iu  the  first  case  is  a  +  b,  and  in 
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the  second  c  4-  d,  and  if  one  of  the  ions  in  the  two  electrolytes 
happens  to  be  the  same,  that  is,  if  a  —  c  or  b  =  d,  then  either  b  —  < l 
or  a  —  c  =  const. 

In  order  to  test  the  above  relation,  the  author  has  calculated  the 
molecular  volumes  of  a  number  of  electrolytes  when  in  solution, 
using  for  this  purpose  the  density  determinations  of  K  oh  Iran  sell, 
Kremer,  and  Gerlach.  The  numbers  are  calculated  for  5  per  cent, 
solutions  at  a  temperature  of  18°,  and  are  given  in  the  following 
table  : — 


Salt. 

Mol.  vol. 

Salt. 

Mol.  vol. 

KCl . 

30  -02 

NITCl . 

3S  51 

KI . 

47  SO 

N  1.1  j  1 . 

58-21 

KBr . 

37-00 

NlljxO.j . 

50-19 

KXO, . 

41  -69 

LiC'i. . 

19  -82 

KG,II3CL 

54  38 

Lil . 

40-69 

30  76 

48  -69 

BaCL . 

NaCl  1 . 

19  -49 

Ba(N03)2 . 

56  "65 

Nal . 

37  -70 

CuCL . 

15  -89 

NaN03 . 

31  -20 

Cu(N03)2 . 

41  -74 

19  00 

SrCL . 

24  -01 

NaC2II30..  . 

43  -66 

Mg(N03)2 . 

40-30 

Reference  to  the  above  table  will  show  that  the  differences  KCl  — 
NaCl,  KI  -  Nal,  KN03  -  NaN03,  KC2H302  -  NaC,H:i02  are  all 
approximately  equal  to  10,  and  also  that  K.>SOi  —  Na2SQ,  =  19"G9. 
'Then  again  KCl  —  KI,  NaCl  —  Nal,  LiCl  —  Lil  all  approximate  to 
—  20  ;  and  it  will  be  evident  from  other  eases  which  might  be  selected 
that  the  molecular  volumes  of  electrolytes  are  made  up  of  two  constants, 
one  of  which  depeuds  on  the  positive  and  the  other  on  the  negative 
ion.  One  or  two  exceptions  were  noted  to  this  rule,  but  these  are 
explained  by  the  fact  that  the  salts  with  which  they  occurred  arc 
poor  conductors  and  not  fully  dissociated  in  a  5  per  cent,  solution. 

H.  C. 

The  Nature  of  Solutions.  By  S.  U.  Pickering  (Phil.  Mag.  [5], 
29,  427 — 434). — This  paper  is  a  resume  of  one  which  appeared  in 
the  Trans.,  1890,  G4,  special  attention  being  directed  to  those  points 
which  the  author  considers  refute  Arrhenius’  objections  (Phil.  Mag., 
28,  3G)  to  his  conclusions.  S.  U.  P. 

Deductions  from  Van’t  Hoff’s  Theory.  By  S.  Paguani 
( Gazzetta ,  19,  235 — 251). — In  the  equation  PV  —  <‘RT  applied  to 
solids  in  dilute  solution,  Arrhenius  considers  i  to  be  the  ratio  between 
the  absolute  pressure  exercised  by  a  substance  in  solution  and  that, 
which  it  would  exercise  if  no  dissociation  took  place;  for  extremely 
dilute  solutions,  i  therefore  equals  unity,  and  for  other  dilute  solutions, 
it  is  taken  as  equal  to  the  ratio  (a)  of  the  effective  molecular  electric 
conductivity  to  the  limiting  value  of  that  conductivity  with  increas¬ 
ing  dilution  ;  from  these  assumptions,  Arrhenius  deduces  the  formula 
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i  =  1  +  (k  —  l)at,  where  k  is  the  number  of  ions  into  which  each 
active  (that  is,  dissociated)  molecule  is  split  up  (Abstr.,  1837,  681). 

The  author  objects  to  this  formula  on  the  "rounds  that  some  elec¬ 
trolytes  have  a  maximum  electrical  conductivity,  so  that  the  equation 
is  inapplicable,  and  that  k  is  a  variable  quantity,  its  value  depending 
ou  the  conditions  of  dilution  and  temperature  of  the  solution  of  the 
electrolyte.  The  equation  also  indicates  that  when  i  =  1,  k  =  1 ,  which 
is  untrue  for  many  conductors,  also  as  for  binary  compounds  k  —  2,  and 
a.  —  1  when  dissociation  is  complete,  i  =  2  at  that  stage,  a  result  dis¬ 
proved  by  Raoult’s  experiments  on  HOI,  HBr,  HT,  NaCl,  KBr,  KI.  The 
agreement  of  many  of  the  values  of  i  calculated  by  Arrhenius  from 
the  molecular  depressions  with  the  values  calculated  from  %  is  only 
apparent  since  the  calculations  were  not  made  from  solutions  of  the 
same  degree  of  concentration. 

The  objeetious  to  the  determination  of  i  from  the  formula  i  —  ^  , 

from  Blagden  and  Riid  orff’s  law,  from  the  diminution  of  vapour 
tension,  and  from  the  isotonic  coefficient  are  also  discussed. 

The  heat  of  solution  of  a  gas  may  be  determined  either  from  Van’t 

Hoff’s  equation,  which  becomes  Q  =  2T-  °  — 


when  ?  =  1  (where  C  is  the  concentration  of  a  solution  saturated 
at  temperature  1',  and  Q  is  the  quantity  of  heat  absorbed  by  the 
solution  of  one  molecule  of  the  substance),  or  from  Kirchoff’s  equation 

RT3  c  loq  dR  M  RT2  c  log  ft  R 

2  =  ~9  j - jq—  or  Q  =  — j - bp—  (Pogg.  Ann.,  103,  191), 


where  R  is  the  constant  for  the  gaseous  state,  and  /3  is  the  weight  of 
gas  absorbed  by  the  unit  of  weight  of  liquid  at  the  temperature  4' 
and  a  pressure  equal  to  unity,  so  that  /3R  is  Bunsen’s  coefficient  of 
absorption.  These  equations  give  concordant  results  for  perfect 
gases  (where  i  =  1),  but  not  where  the  state  of  the  gas  is  changed 
as  by  absorption,  diffusion,  or  by  particular  conditions  of  temperature 
and  pressure.  The  great  discrepancies  between  the  theoretical  values 
of  Q  so  deduced  and  the  values  obtained  by  experiment  are,  accord¬ 
ing  to  the  author,  due  to  the  neglect  in  Kirehoff's  equation  of  the 
molecular  work  done  during  dissolution,  to  the  variable  value  of  i  in 
Van’t  Hoff’s  equation,  and  to  a  less  extent  to  the  variation  of  the  heat 
of  dissolution  with  the  concentration  of  the  solution.  The  author 
then  discusses  the  determination  of  the  value  of  i  for  solids  in  solution 

from  Van’t  Hoff's  equation  in  the  form  i  =  Q  4-  — v-jr —  T2,  and  the 
conditions  of  applicability  of  this  formula.  S.  B.  A.  A. 


The  Theory  of  Osmotic  Pressure.  By  S.  U.  Pickerixg  (Phil. 
Mag.  [5],  29,490 — hOl). — Without  questioning  the  practical  utility  of 
this  theory,  the  author  doubts  whether  it  can  be  regarded  as  sufficientlv 
well  established  to  give  any  support  to  a  purely  physical  theory  of 
solution.  Taking  the  lowering  of  the  freezing  point  of  a  solvent  bv 
the  addition  of  dissolved  matter  as  the  most  fnllv  investigated 
phenomenon  connected  with  osmotic  pressure,  he  shows  that  the 
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depression  (produced  by  1  foreign  molecule  on  100  solvent  mcle- 
cnles),  instead  of  being  constant  whatever  tbe  dissolved  substance  is, 
exhibits  a  variation  amounting  to  MX)  per  cent,  in  extreme  cases,  even 
when  very  weak  solutions  are  taken.  He  argues  that  the  higher 
values  must  be  taken  as  being  the  “  normal  ”  values  in  the  case  of  water, 
just  as  they  are  in  the  ease  of  other  solvents,  especially  as  the  assump¬ 
tion  that  the  lower  value  (1‘03°)  is  the  normal  one  involves  the 
rejection  of  the  atomic  theory,  since  it  is  1-jr  times  the  normal  value 
for  other  solvents,  and  could  only  be  explained  by  assuming  that  the 
molecule  of  water  is  l^H.O.  The  smaller  value  being  the  normal  one, 
necessitates,  moreover,  the  view  that  salts  and  acids  are  entirely  disso¬ 
ciated  into  their  ions  in  weak  solutions,  and  such  a  view  must  lead  to 
the  conclusion  that  the  more  stable  a  bod}'  is,  the  more  easily  is  it 
dissociated,  and  that  in  the  dissociation  we  have  an  actual  creation  of 
energy ;  a  conclusion  which  is  quite  inadmissible.  Instances  are 
quoted  to  show  that  the  nature  of  solvent,  instead  of  being  without 
effect  on  the  so-called  constant,  causes  it  to  vary  by  amounts  up  to 
27,6U0  per  cent.  The  constancy,  moreover,  does  not  hold  good  when 
the  proportions  of  the  solvent  and  dissolved  body  are  varied,  even 
when  the  variations  are  confined  to  solutions  so  weak  that  the  dis¬ 
solved  body  is  as  much  dilated  as  it  would  be  if  it  were  gaseous,  and 
the  deviations  from  regularity  in  such  cases  do  not  occur  in  any 
regular  manner  or  direction,  Finally,  that,  whereas,  according  to  the 
osmotic  pressure  theory,  strong  solutions  should  give  abnormally 
small  values  for  the  depression,  they  give,  in  every  case  at  present 
investigated,  abnormally  large  ones.  S.  U.  P. 

Precipitation.  By  G.  Watson  (Ghem.  Xeics ,  61,  207—208).— 
With  regard  to  the  accumulation  of  precipitates  on  scratches  made 
ou  the  sides  of  the  glass  containing  vessel,  experiments  with  basic 
antimonious  chloride  and  with  calcium  hydrogen  phosphate  have  led 
to  the  following  observations  : — The  phenomenon  does  not  take  place 
until  the  precipitate,  at  first  bulky,  changes  into  the  denser  crystalline 
condition;  neither  does  it  take  place  on  new  scratches  made  after 
change  is  complete,  nor  on  old  scratches  which  have  been  washed 
with  acid.  But  old  scratches  with  crystals  adhering,  are  capable  of 
starting  and  accelerating  the  formation  of  the  crystalline  precipitate, 
in  the  same  way  as  the  presence  of  previously  formed  precipitate  will 
aid  precipitation,  as  shown  by  Baubigny  in  the  case  of  niekelous  sul¬ 
phide,  and  now  by  the  author  in  the  case  of  the  precipitation  of 
arsenic  as  sulphide  from  warm  solutions  of  phosphoric  acid.  Hence, 
the  author  concludes  that  the  phenomenon  in  question  is  not  alone 
the  result  of  the  potent  surface  energy  of  abraded  glass,  but  is  also 
due  to  the  simultaneous  occurrence  of  a  condensation  change. 

D.  A.  L. 

A  Self-regulating  Gas-generator.  B}'  H.  W.  Hillyku  (Amcr. 
Ghem.  J.,  12,  228 — g;50).- — This  consists  of  an  acid  reservoir,  C,  and 
a  generator,  AB.  The  former  is  an  aspirating  bottle  of  a  gallon  or 
more  capacity,  provided  with  a  stopper  and  glass  tube,  c,  to  regulate 
tbe  liquid  pressure.  A  piece  of  stout  indiarubber  tubing  connects  it 
to  the  bulb-tube  D,  which  passes  through  a  rubber  stopper  in  the 
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cylinder  A,  and  terminates  in  a  narrow  aperture  T\th  of  an  inch  in 
diameter.  The  generator  consists  of  a  glass  cylinder,  A,  and  a  glass 
vessel,  B,  which  are  ground  or  cemented  together  gas-tight.  The 
cylinder  A  is  about  20  inches  long  by  24  in  diameter,  and  serves  to 


hold  the  ferrous  sulphide,  zinc,  or  marble.  The  vessel  B  is  about 
18  inches  high  by  9  in  diameter,  and  serves  as  a  reservoir  both  for 
waste  acid  and  for  gas.  The  acid  flows  down  into  A,  and  by  the  pres¬ 
sure  of  the  gas  generated  is  forced  over  the  contents  of  the  cylinder 
and  into  the  vessel  B,  the  gas  escaping  tlfrongh  the  tube  E.  When 
E  is  closed,  the  pressure  in  the  generator  rises  and  soon  becomes  great 
enough  to  stop  the  flow  of  acid  through  d D.  A  too  sudden  rise  of 
pressure,  which  might  force  the  acid  from  Dd  back  into  C.  is  pre¬ 
vented  by  the  large  capacity  of  the  vessel  B.  and  a  further  safeguard 
is  provided  by  filling  the  lower  bend  of  D  with  mercury.  The  waste 
acid  drops  into  B  almost  neutral,  and  is  forced  out  through  E,  on 
opening  the  stop-cock,  by  the  pressure  of  the  gas  in  B.  The  acid  in 
C  is  renewed  by  removing  the  stopper  and  tube  c,  and  the  cylinder  A 
is  refilled  by  removing  its  rubber  stopper,  after  closing  the  pinch-cock 
on  d.  The  generator  is  connected  to  a  series  of  gas-cocks  placed  iu 
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the  laboratory  through  two  wash-bottles  which  have  their  long  tubes 
joined  together;  this  device  is  necessary  to  prevent  the  water  in  the 
wash-bottle  being  driven  back  into  the  generator  B.  in  consequence  of 
the  lowering  of  pressure  caused  in  this  vessel  when  the  waste  acid  is 
removed  through  F.  The  apparatus  supplies  gas  at  a  considerable 
pressure,  and  it  is  therefore  necessary  that  all  the  joints  should  be 
gas-tight.  C.  F.  B. 


Inorganic  Chemistry. 


Hate  of  Decomposition  of  Chlorine-water  by  Light.  By 
G.  Gore  (P roc.  Ron .  Sue.,  46,  362 — 303). — By  studying  the  action  of 
diffused  daylight  and  sunlight  on  chlorine-water  by  means  of  the 
voltaic  balance,  the  author  finds  that  the  decomposition  at  first  takes 
place  with  moderate  uniformity  and  gradually  diminishing  decrease 
of  voltaic  energy.  At  the  minimum,  the  liquid  contains  only  hydro¬ 
chloric,  hypochlorous,  and  chloric  acids.  On  further  exposure,  the 
voltaic  energy  increases  slowly  until  the  solution  contains  only 
hydrochloric  acid  and  hydrogen  peroxide.  Thus  there  are  here  two 
essentially  different  periods  of  chemical  change — first,  the  period  of 
the  formation  of  oxygen  acids  of  chlorine,  and  second,  the  period  of 
the  decomposition  of  these  acids  into  hydrochloric  acid,  and  hydrogen 
peroxide.  J.  W. 

Igniting  Point  of  Sulphur.  By  J.  R.  Hill  ( Chem .  Keu-s,  61, 
12b — 126)  ;  and  by  B.  Blount  (ibid.,  153 — 154). — Hill  concludes  from 
experimental  observations  that  sulphur  ignites  at  248  .  In  his  ex¬ 
periments,  the  sulphur  contained  in  a  test-tube,  fitted  with  a  double 
bored  cork,  was  boated  in  a  bath  of  sulphuric  acid,  while  a  current  of 
air,  heated  to  about  Cu,°  was  aspirated  through  the  sulphur-tube. 
Blount,  under  somewhat  similar  circumstances,  found  the  igniting 
point  of  sulphur  to  be  261°,  but  owing  to  the  supply  of  air  being  very 
limited,  this  number  is  probably  too  high.  1).  A.  L. 

Simple  and  Rapid  Preparation  of  Pure  Gases.  By  H. 

Borntragkr  ( Zeit .  final.  Chem.,  29,  140). — Instead  of  usiugan  acid  for 
the  evolution  of  carbonic  anhydride,  sulphurous  anhydride,  and  similar 
gases,  it  is  convenient  to  use  sodium  hydrogen  sulphate.  A  mixture 
of  equivalent  quantities  of  the  respective  salts  in  powder  gives,  when 
wetted  with  water,  a  regular  stream  of  the  required  gas,  which  will 
be  free  from  the  impurities  usually  derived  from  the  use  of  an  acid. 

M.  J.  S. 

Silver  Silicate.  By  J.  D.  Hawkins  (Amer.  J.  Sci.  [3],  39, 
311 — 312). — This  salt  forms  as  a  yellow  precipitate  when  pure 
sodium  silicate  is  added  to  a  neutral  solution  of  a  silver  salt.  When 
heated,  it  becomes  first  brownish-red,  then  the  original  yellow,  and  at  a. 
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red  beat  decomposes  into  silver,  oxyg-en,  and  silica.  It  is  soluble  in 
ammonia,  and  is  decomposed  by  all  acids.  D.  A.  L. 

Dimorphism  of  Barium  Oxide :  a  New  Catalytic  Pheno¬ 
menon.  By  GI.  Brugelmann  {Zeit.  anal.  Ghent .,  29,  123 — I  20).- 
Barinm  oxide,  prepared  by  strongly”  heating  the  hydroxide  in  clay  or 
graphite  crucibles,  is  obtained  as  a  felted  mass  of  elastic  needles, 
which,  since  they  show  chromatic  polarisation,  cannot  belong  to  the 
regular  system,  but  are  probably  hexagonal.  Their  specific  gravity” 
is  5-32  (water  at  15°  —  1).  The  same  hydroxide,  when  dehydrated 
in  a  platinum  crucible,  yields  an  oxide  which,  although  distinctly 
crystalline,  shows  no  polarisation,  and  therefore  seems  to  belong  to 
the  regular  system.  It  has  the  specific  gravity”  5'74,  and  appears  to 
bo  identical  with  that  produced  by”  igniting  the  nitrate  (Abstr.,  1880, 
701).  M.  J.  S. 

Characteristics  of  the  Alkaline  Earths  and  Zinc  Oxide.  By 

(}.  Brugelmann  {Zeit.  anal,  ('hem.,  29,  126 — 129;  see  Abstr.,  1880, 
7U1).  —  Recent  experiments  have  shown  that  the  magnesium  oxide 
obtained  by  igniting  the  nitrate  is  not  amorphous,  but  crystalline. 
Strontium  oxide  is  also  crystalline  when  prepared  by”  the  ignition  of 
the  carbonate  or  hydroxide.  Strontium  and  barium  oxides  prepared 
in  platinum  crucibles  are  pure  white,  not  grey,  as  hitherto  believed. 
Barium  hydroxide  is  decomposed  at  a  much  lower  temperature  than 
the  carbonate,  but  between  these  limits  of  temperature  barium  oxide 
does  not  absorb  carbonic  anhydride.  The  specific  gravities  of  the 
oxides  vary  slightly  according  to  the  compounds  from  which  they  ai’e 
obtained,  but,  with  the  exception  of  barium  oxide,  no  evidence  of 
dimorphism  has  been  obtained.  M.  J.  S. 

Atomic  Weight  of  Magnesium.  By  W.  M.  Burton  and  L.  D. 
Vorce  (rimer.  Chem.  J.,  12,  219 — 226). — The  method  used  was 
similar  to  that  formerly”  adopted  in  determining  the  atomic  weight  of 
zinc  (Abstr.,  1  St- S,  1247).  Magnesium  ribbon  was  placed  in  a  short 
length  of  iron  tubing,  and  this  was  placed  in  the  closed  end  of  a 
longer  tube  of  very”  hard  glass.  The  tube  was  exhausted,  and  the 
magnesium  was  then  distilled  into  the  fore  part,  and  the  whole 
allowed  to  cool  while  the  vacuum  was  still  maintained.  A  slight 
coating  of  magnesium  silicide  formed  at  first  on  the  tube,  but  this 
protected  the  glass,  and  the  rest  of  the  metal  which  distilled  over 
could  be  easily”  detached,  and  was  free  from  silicide.  The  middle 
part  of  the  distilled  metal  was  taken,  and  redistilled  three  times  in  a 
similar  manner;  a  crystalline  bar  of  pure  white  magnesium  was  thus 
obtained  free  from  silicon,  carbon,  calcium,  and  iron,  although  these 
could  be  detected  in  the  ribbon  used.  The  purified  metal  was  dis¬ 
solved  in  nitric  acid  (prepared  as  described  in  the  previous  paper), 
diluted  with  an  equal  volume  of  specially”  purified  water;  the  excess 
of  water  was  then  evaporated,  and  the  nitrate  converted  into  oxide 
by”  heating  first  in  a  sand-bath,  and  finally  in  a  muffle  furnace.  The 
operation  was  performed  in  a  porcelain  crucible,  previously  fared 
against  another  one  which  was  treated  in  precisely”  the  same  way  as 
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the  first.  Ten  experiments  were  made,  and  these  gave  for  the  atomic 
weight  of  magnesium  numbers  varying  between  24-271  and  24'.':!U4, 
the  mean  being  24  287  (0  being  taken  as  10). 

In  some  cases  very  perfect  crystals  were  obtained  when  the 
magnesium  was  distilled.  These  were  examined  by  G.  H.  Williams, 
and  found  to  be  holohedral  hexagonal  forms  isomorphons  with  those 
of  zinc  and  beryllium.  They  exhibited  faces  of  the  primary  prism 
and  of  the  primary  pyramid,  together  with  basal  planes  ;  the  axial 
ratio  was  determined  to  be  a  ;  c  —  1  :  1  'G2u2.  C.  F.  13. 

Crystalline  Metallic  Precipitates.  By  H.  X.  War  rex  ( Chem . 
Xeics,  61,  188). — 13 y  using  a  zinc  rod  wrapped  in  coils  of  asbestos 
paper  fur  the  reduction  of  solutions  of  metallic  salts,  the  action  is 
somewhat  retarded, and  a  crystalline  precipitate  of  the  reduced  metal 
forms  without  any  previous  spongy  precipitate,  and  adheres  to  the 
asbestos  paper.  In  this  way.  crystalline  precipitates  of  lead,  copper, 
etc.,  have  been  obtained,  whilst  by  the  use  of  a  magnesium  rod 
crystalline  zinc  was  precipitated,  and  iron,  manganese,  and  zirconium 
gradually  reduced.  Solutions  of  antimony  chloride,  with  sufficient 
r.artrate  to  prevent  the  precipitation  of  the  basic  salt,  yield,  in 
addition  to  a  crystalline  incrustation,  a  black  precipitate  of  explosive 
antimony.  D.  A.  L. 

Copper  Precipitate  formed  in  Ordinary  Water.  By  Grimbert 
and  Barre  (/.  tJhann,  [5],  21,  414 — 4lo). — A  solution  of  copper 
sulphate  poured  into  ordinary  water  produces  a  considerable  tur¬ 
bidity,  which  becomes  a  voluminous,  bluish-green,  crystalline  deposit 
after  a  time.  Under  the  microscope,  it  shows  rhomboidal  laminie 
which  polarise  light  ;  these  are  sometimes  isolated,  sometimes 
grouped  in  stars  of  six  branches.  It  is  a  tetrabasic  copper  sulphate, 
3Cu0,CuS0i  +  4II-.0,  insoluble  in  water,  but  soluble  in  acids. 
Heated  at  lUtF  it  is  unchanged,  but  towards  200°  the  whole  of  its 
water  is  expelled,  and  its  colour  becomes  olive  green.  It  has  the 
same  composition  as  the  mineral  broehantitc.  The  deposit  is  in¬ 
ferred  to  be  due  to  the  presence  of  calcium  hydrogen  carbonate  in 
the  water,  as  very  dilute  alkaline  carbonates  are  known  to  precipitate 
tetrabasic  copper  sulphate,  and  no  precipitate  is  produced  if  the 
hydrogen  carbonate  is  removed.  J.  T. 

Earths  of  the  Cerium  and  Yttrium  Groups.  By  A.  Bettex- 
porff  ( Annalen ,  256,  150—170). — Orthite,  from  Stromsboe,  near 
Arendal,and  from  Hitteroe,  was  freed  from  cerium  oxide  and  thorium 
oxide  by  Debray’s  method  (CWpf.  rend.,  96,  028),  and  the  earths  of 
the  cerium  and  yttrium  groups  then  separated  by  means  of  potassium 
sulphate,  by  a  modification  of  the  method  described  by  Mosander. 
The  separation  of  the  constituents  of  the  two  groups  was  then 
accomplished  by  systematic  partial  decomposition  of  the  nitrates; 
this  can  be  easily  done  with  the  nitrates  of  the  yttrium  group,  but  in 
the  «"ase  of  the  cerium  group  it  is  advisable  to  place  the  platinum 
crucible  containing  the  nitrates  in  a  slightly  larger  porcelain  crucible, 
in  order  to  ensure  a  more  regular  decomposition.  In  this  way  the 
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earths  which  are  precipitated  by  potassium  sulphate  can  be  easily 
freed  from  lanthanum  by  two  or  three  operations;  the  lanthanum 
oxide  obtained  is  very  pure  (RO  =  1  OS' 70),  bat  it  always  contains 
small  quantities  of  didymium. 

The  basic  nitrates  thus  freed  from  lanthanum  give  a  brown  oxide 
(RO  =  113'2  to  114),  which  contains  all  the  didymium  and  samarium 
earths,  as  well  as  larger  or  smaller  quantities  of  gadolinium  and 
terbium  earths. 

The  further  purification  of  the  oxide  (RO  =  108‘76)  was  earned 
out  by  v.  IVelsbach’s  method  ( Motmtsh .,  6,  477 — 491),  namely,  by 
fractional  crystallisation  of  the  ammonium  nitrate  double  salts,  but 
in  neutral  instead  of  in  acid  solution.  After  about  18  operations,  the 
ammonium  lanthanum  nitrate  is  obtained  in  a  pure  condition,  and 
the  double  salt  of  the  neodidymium  is  separated  from  the  more 
sparingly  soluble  double  salt  of  the  praseodidyminm,  as  is  shown  by 
a  spectroscopic  examination  of  the  mother  liquors;  the  absorption 
spectra  of  the  second,  seventh,  twelfth,  and  eighteenth  mother  liquors 
are  given  in  a  diagram. 

The  oxide  of  the  pure  lanthanum  ammonium  nitrate,  prepared  as 
described  above,  has  the  equivalent  RO  =  10ST5,  R203  =  324'45 
(O  =  15'96,  S  =  31‘9S),  from  which  the  atomic  weight  of  lanthanum 
is  found  to  he  R  =  92T9,  or  R"  =  138'2S;  Cleve  (Jaliresb.,  1883, 
3G)  found  R"'  =  138‘22.  The  spark  spectrum  of  the  chloride,  pre¬ 
pared  from  this  oxide,  is  given  in  a  diagram,  and  the  measurements 
of  the  wave-lengths  of  the  lines  are  given  in  a  table;  the  author’s 
measurements  agree  well  on  the  whole  with  those  of  Thalen,  but 
some  of  Thalen’s  lines  could  only  be  observed  with  difficulty.  A  4330. 
which  has  been  observed  by  Thalen,  but  which,  according  to  Cleve,  is 
not  a  lanthanum  line,  was  present  in  the  spectrum  of  the  author’s 
]) reparation.  F.  S.  K. 

Uranyl  Chromate  and  its  Double  Salts.  By  J.  Forman ek 
(Anualen,  257,  102 — 11G). —  Uranyl  potassium  chromate , 

2  (U  02)  CrO  j,K2CrO  j  +  GIRO, 

is  obtained  by  mixing  a  solution  of  uranyl  nitrate  (1  mol.)  with  a 
solution  of  potassium  chromate  (1  mol.),  and  evaporating  over  sul¬ 
phuric  acid,  or  by  treating  potassium  uranate  with  a  warm,  concen¬ 
trated  solution  of  chromic  acid  and  evaporating  the  filtered  solution 
over  sulphuric  acid.  It  forms  yellow,  monosymmetric  crystals, 
a  :  b  :  c  =  O' 7566  :  1  :  1'9714,  /3  =  72°  38',  and  is  partially  decomposed 
by  water.  The  corresponding  ammonium  double  salt, 

2(U03)Cr01,(XH1)8Cr01  +  GIRO, 

forms  yellow,  monosymmetric  crystals,  a  :  b  :  c  =  O'SOIG  :  1  t  1'0196, 
/3  =  72°  31',  similar  to  those  of  the  potassium  salt,  and  is  partially 
decomposed  by  boiling  water;  the  compound  2(XJ02')Cr01,(NH4)2Cr04 
+  3H20  was  also  obtained.  The  sodium  double  salt, 

2  ( U  0-.)  Cr  Oi,Na  CrOi  +  10H2O, 
forms  small,  yellow  crystals,  and  is  readily  soluble  in  water. 
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Uranyl  chromate,  (U02)Cr04  +  1  llFO,  prepared  by  dissolving-  the 
hydroxide  in  an  aqneons  solution  of  chromic  acid,  and  concentrating 
the  filtered  solution  on  the  water-bath,  crystallises  from  boiling- 
water  in  yellow  needles,  efiloresces  on  exposure  to  the  air,  and  loses 
the  whole  of  its  water  at  200°;  only  silver,  lead,  mercurous,  and 
bismuth  salts  produce  precipitates  in  its  aqueous  solution. 

In  precipitating  chromic  acid  as  mercurous  chromate,  in  presence 
of  uranium  salts,  the  mercurous  nitrate  employed  must  be  free  from 
oxides  of  nitrogen,  and  the  solution  must  be  slightly  acid;  otherwise 
some  of  the  uranium  salt  is  also  precipitated. 

When  hydrogen  sulphide  is  parsed  into  a  solution  of  uranyl  nitrate 
and  mercurous  nitrate,  mercuric  sulphide  is  precipitated,  and  at  the 
same  time  the  uranyl  is  reduced  to  the  nranous  salt ;  tungstates  and 
titanates  are  also  quickly  reduced  by  hydrogen  sulphide  in  presence 
of  mercuric  chloride,  F.  S.  Iv. 

Precipitation  of  Tin  from  Acid  Solutions  by  Metallic  Iron. 
By  B.  Schultze  {Ber.,  23,  97 i — 976).-  Tin  is  completely  precipi¬ 
tated  from  solution  in  inorganic  acids  by  the  action  of  a  mixture  of 
metallic  tin,  metallic  iron,  and  iron  l-nst.  The  free  acid  is  neutralised 
by  the  ferric  hydrate,  the  stannic  salts  which  are  simultaneously 
formed  are  reduced  by  the  tin  to  stannous  compounds,  and  from  these 
all  the  tin  is  thrown  down  by  the  iron.  The  operation  requires  several 
days  for  completion,  and  the  absence  of  every  trace  of  free  acid  and 
stannic  salt  is  essential  to  success.  J.  B.  T. 


Mineralogical  Chemistry. 


Deposits  of  Barium  Sulphate  from  Mine-water.  By  F. 

Clowes  ( Proc .  Roy.  Sac.,  46,  368 — 369). — Deposits  continuing  some 
90  per  cent,  of  barium  sulphate  have  been  found  in  the  water-boxes 
of  various  coal  mines  in  the  neighbourhood  of  Newcastle-upon-Tyne. 
The  author  publishes  the  results  of  his  analyses  of  three  of  these,  and 
discusses  their  probable  mode  of  formation.  J.  W. 

Tyrolite  from  Utah.  By  W.  F.  Hillebraxd  and  E.  S.  Dana 
{Amt r.  ,/.  Sci.,  39,  271—  273). — Analysis  of  material  collected  at  the 
Mammoth  mine  gave  the  following  results: — 

CuO.  CaO.  As2  cl.  H20.  S03.  Fe203.  Insoluble.  Total. 
45-08  6-78  28-52  1721  2*23  0'08  0  1 G  lOU'OG 

The  percentage  of  SO:i  is  practically  the  same  as  that  formerly 
found  by  Hillebrand  (Abstr.,  18SS,  1043).  It  is,  therefore,  necessary 
to  consider  this  as  a  proper  constituent  of  the  mineral.  Some  of  the 
specimens  of  tyrolite  collected  are  crystallised  with  sufficient  distinct- 
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ness  to  allow  of  a  somewhat  more  complete  determination  of  the  form 
than  has  hitherto  been  possible.  The  crystals  are  undoubtedly  ortho¬ 
rhombic.  B.  H.  B. 


Occurrence  of  Polycrase  in  Carolina.  By  W.  E.  Hidden 
and  J.  I>.  Mackintosh  (Amer.  J.  8c>.,  39,  3f»*2 — 306). — A  few  crystals 
of  the  mineral  described  were  found  in  1888  in  Henderson  Co.,  North 
Carolina,  the  associated  minerals  being  zircon,  monazite,  xenotime, 
cyrtolite,  and  magnetite.  The  pure  mineral  is  nearly  coal-black,  and 
has  a  sp.  gr.  of  4*78  and  a  hardness  of  5*5.  It  is  infusible,  and  on 
analysis  yielded  : — 

IS'b.:05.  Ta.,Oa.  TiO.,.  Y203.  Fe.,Oa.  UOa.  B20.  Total. 

48*0  7  *27*55  3*19  13*77  5*18  98*66 


The  reactions  are  quite  similar  to  those  given  by  the  Hitteroe  poly¬ 
crase. 

In  September,  1839,  large  crystals  of  polycrase  were  found  near 
the  Upper  Saluda  River,  in  South  Carolina,  about  20  miles  from  tin; 
first  described  locality.  The  sp.  gr.  of  these  crystals  varies  between 
4*925  and  5*038.  On  analysis  the  following  results  were  obtained  *. — - 


Nb.:05.  Ta/v  TiO.,.  YsOs.  PbO.  FeO. 

4?88  21*23  0*46  2*47 


Fe2Oa.  UO;t. 

0*18  19*47 


CaO.  II20.  Si02.  Insoluble.  Total. 

0*68  4*46  1*01  0*12  97*96 


rl'his  mineral  is  very  closely  allied  to,  if  not  identical  with,  the  poly¬ 
erase  from  Hitteroe,  Norway,  analysed  by  Rammelsberg.  The  ap¬ 
proximate  forinu  la  of  the  Carolina  mineral  is  Nb20j.4Ti02.5R0,2|H.,O. 
It  should  be  noted  that  this  is  tlie  first  occurrence  of  a  columbu- 
titanate  accredited  to  an  American  locality.  B.  H.  B. 

Manganiferous  Spring  waters.  By  A V.  P.  Mason  ( C-hem .  New.*, 
6^  123).- — Sixty-two  springs  in  the  United  States  arc  reputed  to 
contain  manganese,  usually  as  carbonate,  but  only  seven  have  as  much 
as  nine  parts  per  million  or  above,  and  in  five  of  these  the  manganese 
is  present  as  sulphate  or  chloride,  whilst  its  condition  in  the  other 
two  is  doubtful.  Excelsior  Springs,  near  Kansas  City,  Mo.,  are, 
however,  comparatively  rich  in  manganese  carbonate,  yielding  per 
million: — UnCO),  9*41;  Al.Oa,  2T0  ;  St02,  12*0;  K2S04,  4*S6 ;  NaCl, 
17-60;  EeCCh,  23*43;  CaCO*  362*75;  MgCOs,  54*7;  KC1,  2*8; 
NaHC03,  9*35.  D.  A.  L. 
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Organic  Chemistry. 


The  Marsh  Gas  Fermentation.  By  Berth  blot  (Bull.  Sor. 
Chim.  [3],  3,  831). — According  to  Schloesing,  marsh  gas  and  carbonic 
anhydride  are  formed  in  equal  volumes  when  dung  ferments.  Since 
these  gases  must  result  chiefly  from  the  decomposition  of  cellulose, 
their  formation  may  be  represented  by  the  following  equation  : — 

«C6Hu,03  +  mILO  =  3nCO,  +  3»CH4. 

This  equation  necessitates  the  liberation  of  as  much  heat  as  is  repre¬ 
sented  by  41  X  n  Cals.,  which  is  slightly  superior  to  that  liberated  in 
the  alcoholic  fermentation.  T.  G.  X. 

Double  Cyanides  of  Zinc  and  Mercury.  By  W.  E.  Dunstax 
(Pharm.  J.  Trans.  [8],  20,  653). — Ramiuelsberg  observed  that  when 
zinc  sulphate  is  added  to  a  solution  of  mercury  potassium  cyanide, 
HgIv2(CX)4,  a  white  precipitate  is  produced.  Gmelin  suggested  that 
tins  consists  of  a  cyanide  of  zinc  and  mercury,  HgZn(CX)4,  but  no 
analysis  of  the  precipitate  was  made  by  either  chemist.  During  his 
recent  investigation  of  the  antiseptic  properties  of  the  metallic  cyan¬ 
ides,  Sir  Joseph  Lister  prepared  this  substance,  and  found  it  to  be  of 
exceptional  value  as  a  surgical  antiseptic.  It  was  observed,  however, 
that  in  its  preparation  the  larger  part  of  the  mercuric  salt  is  dis¬ 
solved,  especially  during  the  washing  of  the  precipitate  with  cold 
water;  a  smaller  part  (from  5  to  15  per  cent.)  remains  in  the  pre¬ 
cipitate,  and  cannot  be  dissolved  from  it  by  cold  water. 

The  author  finds  that  the  quantity  of  mercuric  cyanide  retained  by 
the  precipitate,  and  not  dissolved  from  it  by  cold  water,  is  mainly 
dependent  on  the  amount  of  water  present  during  precipitation,  and 
that  by  reducing  the  quantity  to  the  lowest  limit  consistent  with  the 
solution  of  the  reacting  salts,  tin- amount  of  retained  mercuric  cyanide 
may  be  raised  to  rather  more  than  36  per  cent.,  which  corresponds 
approximately  with  the  formula  ‘2Zn(CN)2,lIg(CN)2.  Similar  results 
were  obtained  by  precipitating  a  solution  of  zinc  potassium  cyanide, 
ZnK)>(CX)4.  with  mercuric  chloride,  and  also  by  dissolving  equivalent 
quantities  of  zinc  potassium  cyanide  and  mercury  potassium  cyanide 
in  water,  and  decomposing  the  mixed  salts  with  sufficient  sulphuric 
acid  to  remove  the  whole  of  the  potassium  ns  sulphate.  On  the  other 
hand,  the  same  substance  was  not  produced  by  evaporating  to  dryness 
a  solution  of  mercuric  cyanide  with  freshly  precipitated  zinc  cyanide; 
neither  was  it  obtained  by  the  action  of  hydrocyanic  acid  on  a 
mixture  of  the  freshly  precipitated  oxides  suspended  in  water  or 
alcohol;  the  product  of  both  these  reactions  was  a  mixture  of  the 
two  cyanides,  from  which  cold  water  completely  dissolved  the  mer¬ 
curic  cyanide. 

Although  pure  salts  were  employed  in  the  preparation  of  the 
material,  a  little  zinc  hydroxy-salt  was  invariably  produced,  but  ex¬ 
periment  showed  that  the  retention  of  the  mercuric  cyanide  is  not 
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conditioned  by  the  presence  of  a  hydroxy-salt  of  zinc  or  mercury, 
fly  prolonged  boiling  with  water,  the  mercuric  cyanide  is  completely 
removed  from  the  substance.  From  the  evidence  so  far  obtained,  the 
author  is  inclined  to  believe  that  the  mercuric  cyanide  is  retained  by 
the  zinc  cyanide  in  some  mechanical  way,  and  that  the  substance  is 
not  a  definite  chemical  compound.  But  this  question  is  being  further 
investigated.  All  attempts  to  prepare  a  double  cyanide  of  the  formula 
suggested  by  Gmelin  were  failures.  W.  B.  D. 


Ammeline.  By  A.  Saiolka  and  A.  Friedreich  Qlonatsh .,  11, 
4'2 — 60;  compare  Abstr.,  1SS9,  114,  and  this  vol.,  p.  618). — Ammeline 
may  be  synthesised  by  heating  together  in  a  paraffin-bath  dicyanodi- 
amide  (1  mol.)  and  ethyl  carbamate  (2  mols.).  The  mixture  melts  at 
182 — 18-5°,  and  after  heating  for  a  quarter  of  au  hour  at  190°,  the 
clear  liquid  becomes  clonded.  On  raising  the  temperature  to  195° 
for  half  an  hour,  ammeline  separates,  and  may  be  crystallised  from 
hot  aqueous  soda,  when  it  forms  spherules  consisting  of  microscopic 
needles.  Ammeline  is  also  formed  by  heating  together  at  1903,  a 
mixture  of  anhydrous  biguanide  sulphate  (1  mol.)  and  ethyl  carbonate 
(4  mols.). 

Ammeline  is  only  slightly  soluble  in  water,  at  23°,  one  part  in 
4677  ;  at  100°,  one  part  in  1260.  When  freshly  prepared  it  dissolves 
readily  in  sulphuric,  chromic,  oxalic,  and  in  concentrated  formic  and 
acetic  acids,  forming  the  corresponding  salts.  The  sulphate, 


(C3H5X50),,H,SCh  +  HA 

crystallises  in  aggregates  of  very  small,  microscopic  needles,  very 
sparingly  soluble  in  and  decomposed  by  boiling  water;  the  chromate, 
(C3H5Nab)2,H2Cr04  +  2HA  crystallises  in  long,  yellow,  microscopic 
needles,  is  only  slightly  soluble  in,  and  is  decomposed  by  water;  the 
oxalate,  (CaHjSAOhjthACh.  is  au  anhydrous,  white,  microcrystalline 
powder. 

The  synthesis  of  ammeline  from  dicyanodiamide  and  ethyl  carba¬ 
mate  points  to  its  having  the  constitution  represented  by  the  formula 

C  ( ^  H  V  VH 

HN<CO  and  thus  harmonises  with  the  conclusions 

drawn  by  the  authors  from  their  synthesis  of  phenylammcline  ( loc . 
cit.).  “  G.  T.  3d. 


Mixtures  of  Alcohol  and  Water.  By  T.  Farrington  ( Ghem . 
News,  61,  2US). — Investigations  with  mixtures  of  alcohol  and  water 
indicate  that  the  greatest  rise  of  temperature,  10°,  is  obtained  by 
the  admixture  of  water  with  2S  to  50  per  cent,  of  alcohol,  and  the 
following  is  the  relationship  between  the  densities  and  refractive 
indices  for  the  liquids  given  :  — 
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Sp.  gr. 

Refractive  index. 

Observed. 

Calculated 

From  formula. 

From  vols.  of  the 
components. 

Alcohol  . 

0-7978 

1  -3015 

Water  . . 

0 -9990 

1  -3320 

— 

o  alcohol  +  10  water.. 

0-9010 

I  -332 

1  -3535 

5  alcohol  +  5  water  .  . . 

0  -9348 

1-301 

1  -3622 

MHiH 

Whilst  a  curious  relationship  exists  in  the  rate  of  the  passage  of  the 
liquids  through  a  small  aperture,  as  the  following  numbers  show:  — 

Very  small  aperture.  Small  aperture. 

Seconds.  Seconds. 


Water . . .  240  20‘9 

Alcohol .  270  227 


1  alcohol  +  2  water ....  34G  20'9 

D.  A.  L. 

The  Supposed  Hydrates  of  Alcohol.  By  S.  U.  Picketing 
(Zeit.  physikal.  Client.,  6,  1). — Mendeleeff  stated  that  the  first 
differential  of  the  densities  of  solutions  of  alcohol  in  water  which  he 
quoted  in  the  Trans.,  1887,  778,  formed  a  rectilineal  figure,  given  on 
p.  780,  showing  three  distinct  breaks,  indicative  of  the  existence  of 
three  definite  hydrates.  The  author  plots  out  Mendeleeff’s  values, 
both  those  quoted  on  p.  778,  as  well  as  four  other  sets  of  values  for  the 
density  differentials  at  other  temperatures,  and  shows  that  they  all 
form  curvilinear  and  continuous  figures  bearing  no  resemblance  to 
Mendeleeff’s  drawing.  The  author  has  previously  shown  (Trans., 
1890,  81)  that  a  similar  statement  made  by  Mendeleeff  as  to  the 
densities  of  sulphuric  acid  solutions  was  equally  mistaken,  and  he 
calls  in  question  Mendeleeff’s  statement  that  he  had  found  the 
rectilineal  diameter  of  the  first  differential  to  hold  good  in  the 
case  of  100  different  salts,  for  Mendeleeff  gave  alcohol  as  a  “  typical  ” 
specimen,  remarking  that  “  no  other  solution  besides  that  of  alco¬ 
hol,  and  none  of  its  other  properties,  are  known  with  such  a  degree 
of  accuracy.”  The  author  states  that  he  has  good  grounds  for  con¬ 
sidering  that  the  solid  products  obtained  by  Mendeleeff  on  cooling 
two  solutions  of  alcohol  consisted  of  ice,  and  not  of  two  definite 
hydrates. 

The  author  has  examined  by  differentiation  all  the  values  obtained 
by  other  physicists  for  the  densities,  without  finding  any  evidence  of 
the  existence  of  any  hydrates.  S.  U.  P. 

Nitrethyl  Alcohol.  By  R.  Dkmuth  and  Y.  Mevek  (A nnalen,  256, 
28 — 49;  compare  Abstr.,  1889,  300). — Nitrethyl  alcohol  has  a  sp.  gr. 

vol.  lviii.  3  vi 
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of  MG91  at  19‘4°,  and  its  molecular  formula  is  C2H5N03,  as  is  shown 
bv  molecular  weight  determinations  in  glacial  acetic  acid  solution. 
The  sodium  salt,  C2H4N03Na,  is  a  colourless,  granular,  hygroscopic 
powder  readily  soluble  in  water  ;  it  combines  with  acetic  chloride 
.with  great  energy,  and  explodes  when  treated  with  concentrated 
nitric  acid. 

The  compound  I^Ph-CH^OO’CHo-OH  separates  as  a  yellowish- 
red  precipitate  when  an  aqueous  solution  of  the  pure  sodium  salt 
is  treated  with  a  solution  of  diazobenzene  chloride  ;  it  crystallises 
from  light  petroleum  in  yellowish-red  needles,  melts  at  104°,  and 
is  very  readily  soluble  in  the  ordinary  solvents.  When  impure 
nitrethyl  alcohol,  prepared  as  previously  described,  is  treated  with 
diazobenzene  chloride,  benzeneazonitromethane,  NzPluCHVNO;.  (m.  p. 
153°),  separates  from  the  solution  in  crystals.  The  formation  of  this 
compound  is  most  probably  due  to  the  presence  of  nitracetic  acid  in 
the  crude  nitrethyl  alcohol. 

Acetylnitrethyl  alcohol,  C4H7N04,  was  obtained  in  an  impure  con¬ 
dition  by  warming  the  pure  alcohol  with  acetic  anhydride;  it  is  a 
yellowish  oil,  and  cannot  be  distilled  even  under  reduced  pressure.  The 
chloride,  C2H4C1N0?,  was  also  obtained,  but  only  in  an  impure  con¬ 
dition,  by  treating  the  alcohol  with  phosphoric  chloride  in  the  cold; 
it  is  a  yellow  oil,  and  cannot  be  distilled. 

Sodionitrethyl  alcohol  is  not  acted  on  by  ethyl  iodide  even  when  it 
is  boiled  therewith,  so  that  its  constitution  is  probably  expressed  by 
the  formula  N02-CHNa-CH3-0H.  . 

Nitrethyl  alcohol  reacts  readily  both  with  chloral  and  phenyl 
cyanate,  but  the  products  cannot  be  obtained  in  a  pure  condition  ; 
it  is  completely  decomposed  by  warm  hydrochloric  acid  and  by  potas¬ 
sium  permanganate.  When  treated  with  nitrous  acid  (1  mol.),  it 
yields  methylnitrolic  acid  as  the  principal  product,  but  when  a  large 
excess  of  nitrons  acid  is  used,  the  principal  product  is  an  acid  free 
from  nitrogen,  probably  glycollic  acid. 

When  nitrethyl  alcohol  is  reduced  with  sodium  amalgam  in  slightly 
acid  solution,  it  is  converted  into  a  brown,  strongly  basic  liquid  which 
is  miscible  with  water  in  all  proportions,  absorbs  carbonic  anhydride 
from  the  air,  and  cannot  be  distilled  ;  the  hydrochloride  of  this  sub¬ 
stance  is  a  brownish,  very  hygroscopic  syrup.  The  results  obtained 
on  analysis  agreed  with  those  required  by  a  mixture  of  mono-  and  di- 
ethyleneosydiamine,  but  it  could  not  be  separated  into  these  com¬ 
pounds  by  the  method  described  by  Wurtz  ( Annalen ,  121,  226),  and 
no  crystalline  salts  could  be  obtained.  F.  S.  K. 

Ethereal  Salts  of  Phosphorous  Acid.  By  0.  Jaehne  (Annalen, 
256,  269 — 2S5). — Ethyl  phosphite,  P(0Et)3,  is  obtained,  together 
with  the  compound  CuH3?P208,  described  by  Geuther  (Abstr.,  1SS4, 
12S2),  and  a  little  ethyl  phosphate,  when  phosphorus  trichloride  is 
gradually  added  to  finely  divided  sodium  ethoxide,  covered  with 
ether  ;  the  yield  is  70  per  cent,  of  the  theoretical.  It  is  a  pleasant 
smelling  liqnid  of  sp.  gr.  1‘075  at  15°,  and  boils  at  192 — 195°.  When 
heated  with  iodine  at  190°,  it  is  partially  decomposed  with  formation 
of  ethyl  iodide  and  diethylphosphoric  iodide,  and  when  heated  with 
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sodium  ethoxide  at  150 — 190°,  sodium  diethyl  phosphite,  ethylene, 
and  alcohol  are  produced.  Acetic  chloride  at  190°  seems  to  decom¬ 
pose  it  into  ethyl  chloride,  ethyl  acetate,  and  ethyl  dihydrogen  phos¬ 
phite;  acetic  anhydride  at  240°  seems  to  have  a  similar  action.  When 
boiled  with  acetamide,  it  seems  to  he  converted  into  the  amide  of 
diethylphosphorous  acid. 

The  compound  CuII^PoO,,  (see  above)  is  not  decomposed  by  sodium 
ethoxide  at  230° ;  when  treated  with  phosphorus  trichloride,  it  yields 
ethyl  phosphate,  phosphite  and  chloride,  and  phosphorous  acid. 

Methyl  phosphite,  P(OMe)3,  prepared  as  described  in  the  case  of  the 
ethyl  salt,  is  a  highly  refracting  liquid  of  sp.  gi\  T17S5  at  15°,  and 
boils  at  185°  with  considerable  decomposition.  The  propyl  salt, 
P(OPr)3,  is  a  yellowish  liquid  of  sp.  gr.  1‘004  at  15°,  and  boils  at 
240°  with  slight  decomposition.  The  isobutyl  salt,  P(OC4H9)3,  is  a 
yellowish  liquid  of  sp.  gr.  0'952  at  15°,  and  boils  at  248 — 255°.  The 
isoamyl  salt,  P(OC5IIu)3,  boils  at  265 — 270°,  and  its  sp.  gr.  is  0‘9005 
at  15°.  F.  S.  K. 


American  Fusel  OiL  By  J.  H.  Long  and  C.  E.  Linebargf.r 
( Chem .  News,  61,  1S5 — 1S7). — Most  American  distillers  use  corn 
(maize)  mixed  with  small  amounts  of  other  grains  for  the  mash.  The 
authors  have  examined  a  sample  of  fusel  oil  obtained  at  Chicas-o, 
and  separated  from  alcohol  fermented  during  the  spring  season  by 
the  72-hour  period.  It  was  saturated  with  water,  allowed  to  settle, 
dried  first  with  anhydrous  copper  sulphate,  then  with  potassium  car¬ 
bonate,  and  fractionally  distilled.  The  higher  fractions  were  sepa¬ 
rated  by  fractional  crystallisation  of  the  barium  amyl  sulphates,  Ac., 
and  identified  by  their  boiling  points,  optical  activity,  and  conversion 
into  the  iodides  ;  whilst  the  boiling  points  and  conversion  into  the  bro¬ 
mides  served  for  the  identification  of  lower  boiling  constituents.  In 
this  way  the  sample  of  several  gallons  of  fusel  oil  was  found  to  con¬ 
sist  chiefly  of  active  and  inactive  amyl  alcohol,  with  some  isobutyl 
alcohol  and  isopropyl  and  ethyl  alcohols,  and  traces  of  normal  propyl 
and  normal  butyl  alcohols.  A  very  small  proportion,  consisting  of 
alcohols  and  ethereal  substances,  boiled  above  133°.  D.  A.  L. 


Derivatives  of  /3-Bromopropylamine.  By  P.  IIiRscn  ( Der .,  23, 

964 — 967). — Propylene-\f'-thiocarbamide,  9  is  ob- 

'  y  CHj-Ntr 

tained  by  the  action  of  potassium  thiocyanate  on  /3-bromopropyl- 
amine;  it  is  identical  with  the  compound  obtained  by  Gabriel  (this 
vol.,  p.  127)  by  the  action  of  hydrogen  bromide  on  allylthiocarbamide, 
and  isomeric  with  trimethylenc-^-thiocarbamide, 


ch’<cISh>c;nh- 

The  picratc,  C4H8N2S,C6II3N30-j,  is  deposited  from  water  in  curved, 
needle-shaped  crystals  melting  at  199 — 200°.  The  plati nochloride 
forms  yellowish-red,  needle-shaped  crystals  melting  at  210 — 212°.  Pro- 

pylene-^-carbamide,  i  A>C1NII,  is  formed  by  heating  together 

V_/lA2*jN  II 


3  m  2 
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/3-bromopropylamine  and  potassium  cyanate.  The  picrate  crystal¬ 
lises  from  hot  water  in  lustrous  needles  melting  at  186°.  With 
carbon  bisulphide,  /3-bromopropylamine  yields  u-ft-viercaptomethyl- 
(JilWe'S 

thiazoline,  i  isomeric  with  /i-mercaptopenthiazoline, 

CHj — N 

(this  voh,  p.  472).  The  compound  crystallises 

from  hot  water  in  long,  white  needles,  and  melts  at  82°;  it  is  soluble 
in  alkalis,  but  not  in  acids.  By  treating  an  alkaline  solution  of 
mercaptomethylthiazoline  with  an  alkyl  iodide,  the  corresponding  tliio- 

ether  is  obtained.  Methylmerciiptomethylthiazoline,  I  ^>C*SMe, 

C  U2 — N 

is  a  colourless,  oily  liquid  boiling  at  216 — 218°.  The  corresponding 
ethyl-con) pound  boils  at  228 — 229°,  and  the  propyl- derivative  at 
246 — 248°.  These  compounds  are  all  strong  bases,  and  have  an 
extremely  unpleasant  odour. 

If  /3-bromopropylamine  hydrobromide  is  warmed  with  an  equivalent 
quantity  of  baryta- water,  2  mols.  HBr  are  eliminated,  and  on  distilla¬ 
tion  a  basic  substance  is  obtained  of  the  formula  C3H7N.  It  seems  to 
be  amidopropylene ;  it  is  isomeric  with  allylamine,  from  which  it  is 
distinguished  by  giving  a  crystalline  compound  with  potassium  bis- 
muthoiodide.  The  new  base  is  also  isomeric  with  the  two  compounds 
formed  by  the  action  of  potash  on  7-bromopropylamine  hydrobromide 
(compare  Abstr.,  1888.  1292). 

(3-jjromopropylbenzamide,  CHMeBi-CHrNHBz,  is  obtained  by  treat¬ 
ing  /3-bromopropylamine  with  benzoic  chloride  in  the  cold.  The 
amide  crystallises  from  benzene  in  needles  melting  at  783,  and  if  it 
is  dissolved  in  water,  the  solution  evaporated,  and  the  residue  treated 
with  potash,  a  substance  is  obtained  of  the  formula  C10H13NO..;  this 
crystallises  from  benzene  in  white,  lustrous  leaves,  melts  at  92 — 93°, 
and  is  most  probabl yfi-hydroxyprcpylbenzamide,  OH-CHMe-CHyNHBz. 
The  same  substance  is  formed  by  the  action  of  benzoic  chloride  on  the 
solution,  containing  /3-oxypropylamine,  which  remains  after  distilling 
off  the  amidopropylene  (see  above). 

On  adding  methylthiocarbimide  to  /3-bromopropylamine  dissolved 
in  benzene,  two  substances  are  formed  ;  the  one  separates  as  an  oil, 
the  other  remains  dissolved  in  the  benzene.  The  oily  compound 

is  methylpropylene-^-thiocarbamide ,  J  6  ^)>ClNMe,  or 

CHvNH 


CHMe-S 
CH2 — N 


>C-NHMe 


it  solidifies  on  standing,  and  crystallises  from  light  petroleum  in  long 
needles  melting  at  49 — 56°.  These  crystals  are  particularly  easily 
soluble  in  water,  and  the  solution  is  strongly  alkaline.  The  picrate  is 
obtained  in  the  form  of  needles  melting  at  145°.  The  platinochloride 
crystallises  from  water  in  large,  dark-red  needles  melting  at  143°. 
The  second  compound  is  obtained  on  evaporating  the  benzene  ;  it 
is  deposited  from  methyl  alcohol  in  long,  white  crystals  melting  at 
64°,  has  the  formula  C7Hi3N3S-,  and  is  a  compound  of  equal  mole- 
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culcs  of  methyl  prop\dene-\!''-thiocarbamide  and  methylthiocarb- 
imide.  Allyltliiocarbimide  yields  two  corresponding'  compounds : 
allylprop3dene-^-thiocarbamidc  crystallises  from  light  petroleum  in 
quadratic  prisms  melting  at  5G°.  The  picratc  is  deposited  from 
water  in  long  crystals  which  melt  at  130  The  second  product  of 
the  action  of  allyltliiocarbimide  ciystallises  from  dilute  alcohol  in 
white,  lustrous  prisms  melting  at  52°.  Allylpropylene-^-thio- 
carbamide  is  also  obtained  by  heating  symmetrical  diallylthioearb- 
amide  with  hydrochloric  acid  under  pressure.  An  oily,  isomeric  base, 
GHMe - r 

CH,*N-(C3H5 

propylene-^-thiocarbamide.  The  pierate  crystallises  from  water  in 
small,  triangular  prisms  melting  at  T26°.  This  research  shows  that 
the  reactions  of  /3-bromo  propylamine  arc  completely  analogous  to 
those  of  bromoethylamiue.  J.  B.  T. 

Tribromopropaldehyde  and  Tribromopropionic  Acid.  By 

L.  Niejiilowicz  (Monatsh.,  11,  87 — 9‘J). — Tribromopropaldehyde , 

CHaBr-CBiyCOH,  is  obtained,  together  with  tribromopropionic  acid 
and  a  liquid  polymeride  of  dibromethylene,  on  dissolving  glycerol 
in  five  times  its  weight  of  sulphuric  acid,  treating  the  solution  with 
hydrobromic  acid  (sp.  gr.  1’49),  and  heating  at  1*25°.  It  is  an  oil 
which  unites  energetical ly  with  water  to  form  a  white,  crystalline 
hydrate,  C3H3Br30  +  2H30,  and  on  heating  splits  up  into  hydrobromic 
acid  and  the  polymeride  of  dibromethylene  above  mentioned.  The 
hydrate  crystallises  in  needles  or  in  plates;  melts  at  Gl'5°  ;  is  only 
very  slowly  attacked  on  boiling  with  water,  yielding  a  black,  humus- 
like  acid  product;  on  oxidation  with  an  equivalent  quantity  of  nitric 
acid  it  gives  tribromopropionic  acid  ;  and  yields  unsymmetrical  di¬ 
bromethylene,  hydrobromic  and  formic  acids  on  treatment  with  potash, 
a  decomposition  which  explains  the  physiological  action  of  the  aldehyde. 

Tribromopropionic  acid ,  CH3Bi"CBiy  COOH,  is  formed  in  variable 
quantity,  depending  on  the  strength  of  the  hydrobromic  acid  used 
and  the  temperature  of  the  reaction,  in  the  production  of  tribromo¬ 
propaldehyde  by  the  method  above  described.  It  crystallises  from 
carbon  bisulphide  in  transparent  plates,  soluble  in  alcohol,  ether, 
chloroform,  and  the  alkalis,  but  is  scarcely  dissolved  b}'  water  or  by 
dilute  acids.  It  melts  at  93°,  and  forms  a  sodium  salt  crystallising 
with  2  mols.  H>0  ;  a  calcium  salt  crystallising  in  slender,  white 
needles;  and  an  iron  salt,  (C3H3Br302)3Fe,  crystallising  in  character¬ 
istic  red,  hexagonal  plates.  G.  T.  M. 

Aldol.  By  G.  Mag  .van  m  ( Gazzetta ,  19,  36G — 3G7). — Phenyl- 
hydrazine  acetate  precipitates  from  aqueous  solutions  of  aldol  a  heavy 
oil,  which,  on  exposing  its  ethereal  extract  for  some  time  in  a  vacuum, 
is  changed  into  a  transparent,  reddish,  viscous  mass.  On  heating 
this  substance,  it  is  decomposed,  and  at  a  temperature  above 
IGO — 180°,  products  pass  over  which  give  the  pyrazoline reaction  with 
sulphuric  acid  and  potassium  dichromate;  among  these  products, 
aniline  and  a  substance  having  the  odour  and  reactions  of  the  indoles 
have  been  observed.  The  latter  compound  is  probably  the  real 


>CiNH,  is  prepared  by  the  action  of  ally  1  iodide  on 
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kydrazone ;  it  is  decomposed  by  the  action  of  hydrochloric  acid  in  the  | 
cold,  forming  a  green  colouring  matter. 

By  the  prolonged  action  of  kydroxylamine  hydrochloride,  &c.,  on  j 
alclol,  the  only  product  is  a  mobile,  neutral  liquid  which  has  the  same  I 
boiliug  point  as  acetaldoxime.  i 

Paraldol  is  found  by  Raoult’s  method  to  have  in  acetic  solutions 
the  molecular  formula  (CjH602)2.  S.  B.  B.  A.  | 

Decahydrated  Lead  Acetate.  By  A.  E.  Fasnaciit  and  C.  R. 
Lindsey  ( Ghem .  News,  61,  196 — 197). — Rhombic  plates  of  the  com¬ 
position  Pb(OAc)2  +  10H2O  have  been  obtained.  ^  Axial  ratios,  |; 
0*7002  :  1  :  0'9125,  observed  faces  coP,  Poo,  coPoo,  Poo.  They  are  1 
colourless  and  transparent,  but  gradually  become  opaque  and  milk-  P 
white;  they  melt  at  22*2°,  and  have  a  sp.  gr.  of  1*689.  D.  A.  L. 

Conversion,  of  Ethyl  Acrylate  into  0-Alanine.  By  V.  Wender 
(Nazzetta,  19,  437 — 4l0). — Korner  and  Menozzi  have  given  a  method 
for  the  formation  of  unsaturated  (olefinoid)  acids  by  the  elimination  ( 

of  nitrogen  from  the  paraflino'id  amido-acids,  and  have  shown  that  the.  | 

reaction  may  be  reversed  (Abstr.,  1887,  1031,  1100),  thus  obtaining  [ 

aspartic  acid  from  fnmaric  and  maleic  acids.  To  test  the  latter 
reaction  in  the  oleic  series,  pure  ethyl  acrylate  (15  grams)  prepared  . 

bv  Caspary  and  Tollens’  method,  by  the  action  of  zinc  and  sulphuric 
acid  on  «0-dibromopropionic  acid,  was  heated  with  alcoholic  ammonia 
(55  c.c.  of  15  per  cent.)  for  10  hours  in  a  sealed  tube  at  110 — 115“. 

The  product  was  freed  from  alcohol,  dissolved  in  water,  and  extracted 
with  ether,  the  aqueous  solution  boiled  with  baryta  (24  grams),  until 
no  more  ammonia  was  evolved.  On  removing  the  barium,  the  residue  • 
vielded  on  concentration  colourless,  tabular  crystals  which,  like  those  of 
0-alanine,  melt  with  decomposition  at  178°,  and  are  very  freely  soluble 
in  water.  To  confirm  its  identity  with  0-alanine,  the  product  was 
converted  into  the  copper  salt,  which  crystallises  in  large,  blue  tables 
or  prisms,  of  the  composition  (XH2*C3H4*CU0)2Cu,6H20.  This  differs  jj 

from  the  salt  obtained  b}T  Heintz  (Abstr.,  1871,  127)  from  crude  ] 

0-alanine,  the  latter  crystallising  with  only  5  mols.  H20  ;  the  copper 
salt  of  pure  0-alanine  prepared  from  0-iodopropionic  acid  contains 
6H20,  however. 

a-Alanine  may  accordingly  be  transformed  into  the  0-compound  by 
first  converting  it  into  ethyl  acrylate.  S.  B.  A.  A. 

Derivatives  of  Angelic  and  Tiglic  Acids.  By  P.  Melikoff  and 
P.  Petrexko-Krittche.nko  ( Annalen ,  257,  116 — 132  ;  compare  Abstr., 
18S7,  29,  and  1SSS,  1177). — The  authors  have  made  some  further 
experiments  in  order  to  show  that  the  «-ckloro-«-metkylkydroxy- 
butyric  acid  (m.  p.  115*5°)  obtained  from  tiglic  acid  (Abstr.,  1887, 

29)  is  not  identical  with  the  «-chlorhydroxy valeric  acid  (m.  p.  103°, 
not  105°)  obtained  by  treating  angelic  acid  with  liypocklorous  acid  ; 
this  is  clearly  proved  by  a  comparison  of  the  behaviour  of  the  potas¬ 
sium  and  silver  salts  of  the  two  acids,  as  well  as  by  a  comparison  of 
the  two  acids  themselves. 
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The  6-chlorohydroxy-acid  (m.  p.  92°)  obtained  by  the  combination 
of  hydrochloric  acid  and  tlieglycidic  acid  from  angelic  acid  is  isomeric 
with  the  /i-chlorhydrosy-acid  (m.  p.  75°)  which  is  obtained  by  the 
action  of  hypochlorous  acid  on  angelic  acid,  and  on  tiglic  acid.  When 
the  acid  (in.  p.  92°)  is  warmed  with  sodium  carbonate,  it  is  converted 
into  ethyl  methyl  ketone,  identical  with  the  compound  obtained  from 
the  /3-cliIorhydroxy-acid  prepared  from  tiglic  acid  ;  the  acid  melting 
at  92'  is  therefore  »,3-chlor-*-hydroxy-,  and  that  melting  at  103°  an 
*-chloro-/3-hydroxy- valeric  acid. 

The  authors  discuss  the  behaviour  of  various  unsaturated  acids 
with  hypochlorous  acid,  and  conclude  that  Michael’s  rules  (Abstr., 
1S19,  1140)  are  inapplicable  in  a  large  number  of  cases. 

F.  S.  K. 

Schmidt’s  Process  for  the  Conversion  of  Oleic  Acid  into 
Solid  Fatty  Acids.  By  R.  Bexedikt  ( Monatsh .,  11,  71 — 83). — To 
investigate  the  process,  a  mixture  of  oleic  acid  with  one-tenth  of  its 
weight  of  zinc  chloride  was  heated  at  about  1S5°  (if  the  temperature  is 
allowed  to  rise  above  195°,  no  solid  acids  arc  obtained),  until  a  small 
quantity  of  it  solidified  when  cooled.  The  solid  product  of  the  action 
consisted  of  additive  products  with  zinc  chloride,  and  these,  on  boiling 
with  dilute  hydrochloric  acid,  were  converted  into  isomeric  hydroxy- 
stearic  acids,  one  of  which  was  further  converted  by  loss  of  water  into 
the  lactone  of  7- hydroxy  stearic  acid.  The  action  of  zinc  chloride 
consequently  resembles  that  of  sulphuric  acid  (compare  Geitel,  Abstr., 
1888,  578),  and  confirms  the  opinion  of  Saytzeff  (Abstr.,  1888,  S15), 
that  oleic  acid  must  be  represented  by  the  formula 

CHy[CH2]13-CH:CH-Cn2-COOH. 

On  distilling  these  liydroxystearic  acids,  oleic  and  the  solid  isoleic 
acids  are  formed.  Schmidt’s  solid  “faity  acids”  consist  chiefly 
of  a  mixture  of  isoleic  acid  and  stearolactone. 

Gr.  T.  M. 

Ethyl  *-/?-Diacetopropionate.  By  I.  Ossipoff  (Bull.  Soc. 
Chim.  [3],  3,  326 — 328). — Ethyl  sodacetoacetate  and  chloracetone  in 
molecular  proportion  were  heated  in  alcohol  at  100°,  and  on  distilla¬ 
tion  yielded  two  fractions,  one  boiling  at  104 — 106°  under  a  pressure 
of  37 — 38  mm.,  and  another  boiling  at  121 — 123°  under  a  pressure  of 
33 — 35  mm.  Neither  of  these  is  pure  ethyl  diacetopropionate,  but 
each  contains  much  ethyl  acetoacetate. 

The  heats  of  combustion  of  the  second  fraction  were  taken,  and 
gave  a  mean  value  of  1110  cals.  T.  G.  N. 

Acetyllevulinic  Acid  and  Constitution  of  7-Ketone  Acids. 
By  J.  Biiedt  (Annalen,  256,  314 — 340). — Acetyllevulinic  acid  (Abstr., 
1SS7,  12G)  is  formed  when  a-angelicalactone  is  treated  with  acetic 
anhydride  at  the  ordinary  temperature,  or  more  quickly,  at  100°,  a 
reaction  which  is  further  evidence  in  favour  of  the  lactone  formula 
for  levulinic  acid. 

The  lujdrazone  of  levulinic  phenylhydrazidc, 

NHPlrN:CMe*CH3CH2-CO-NH*NHPh, 
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is  formed  when  acetyllevulinie  acid  is  treated  with  phenylhydrazine 
in  glacial  acetic  acid  solution,  or  when  a-angelicalactone  is  treated 
with  phenylhydrazine  in  ethereal  solution;  it  crystallises  from  lint 
alcohol  in  prisms,  and  melts  at  178°.  The  formation  of  this  compound 
cannot  be  regarded  as  evidence  against  the  lactone  formula  for  acetyl- 
levulinic  acid,  because  the  diacetates  of  aldehydes  behave  in  an  exactly 
similar  manner.  When  benzaldeliyde  diacetate,  CHPh(OAc)2,  for 
example,  is  treated  with  phenylhydrazine  in  glacial  acetic  acid  solu¬ 
tion,  the  hydrazone  of  the.  benzaldeliyde  separates  from  the  solution 
in  crystals,  and  the  mother  liquors  contain  acetylphenylhydrazine 
(m.  p.  12S'5°). 

GEnanth aldehyde  diacetate,  under  the  same  conditions,  is  converted 
into  cenanthaldehydephenylhydrazine  and  acetylphenylhydrazine. 

pH  .pTT  *  pTT  ,/IT.T 

The  dilactone,  ^ 2  ^>C<^  '  (jo*’  is°late^  by  Yolhard  (this 

yoI.,  p.  30)  from  the  distillation  products  of  succinic  acid,  and  which 
stands  in  the  same  relation  to  acetyllevulinie  acid  as  the  latter  does  to 
aldehyde  diacetate,  also  combines  with  phenylhydrazine  in  acetic 
acid  solution.  The  compound  obtained  crystallises  in  colourless 
needles,  does  not  melt  at  290°,  and  is  insoluble  in  alkalis;  it  has  the 
composition  Ci9H^X40o.  and  is  formed  from  the  intermediate  product 
COOH-CH2-CH2-C(N2HPh)-CH2-CH2-CO-NH-NHPh,  by  the  elimina¬ 
tion  of  1  mol.  H20. 

Levulinic  cyanide  and  levulinic  chloride  both  interact  with  phenyl¬ 
hydrazine,  the  former,  however,  only  very  slowly,  yielding  the  hydr¬ 
azone  of  levulinic  phenylhydrazide  (m.  p.  178°)  described  above. 
Since  both  the  chloride  and  the  cyanide  are  doubtless  y-substituted--/- 
lactones,  acetyllevulinie  acid  has  an  analogous  constitution, 

CH2<QQ>Q>CHMe*OAc. 

Levulinic  chloride  can  be  conveniently  prepared  by  treating  levu- 
liuic  acid  with  excess  of  acetic  chloride,  and  cooling  the  mixture  as 
soon  as  the  reaction  commences ;  the  product  is  then  kept  under 
reduced  pressure  until  free  from  acetic  chloride.  Michael’s  statement 
that  acetyllevulinie  is  formed  in  this  reaction  is  incorrect. 

Ethyl  levulinatc  is  not  acted  on  by  acetic  anhydride  even  at 
100—170°. 

Alien  silver  levulinate  is  treated  with  acetic  chloride,  or  when 
silver  acetate  is  treated  with  levulinic  chloride,  acetyllevulinie  acid  is 
formed.  F.  S.  K. 

Action  of  Ammonia  on  Dehydrodiacetyllevulinic  Acid.  By 
G.  jMagxaxixi  ( Gazzetta ,  19.  275 — 284). — The  formation  of  dehydro¬ 
diacetyllevulinic  acid,  C9Hlfl0.i,  by  heating  levulinic  acid  with  acetic 
anhydride  was  previously  described  (Abstr.,  1888,  812). 

The  best  yield  is  obtained  by  heating  levulinic  acid  with  acetic 
anhydride  for  not  less  than  10  hours  at  a  temperature  of  220 — 225°, 
removing  the  excess  of  acetic  acid  and  anhydride  by  distillation  in  a 
vacuum,  treating  the  resinous  residue  with  water,  and  completely 
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extracting  by  boiling  with  sodium  carbonate.  The  alkaline  solution 
is  repeated!  v  extracted  with  ether,  the  extract  freed  from  ether, 
and  the  residue  crystallised  from  boiling  water ;  the  yield  never 
exceeds  4  per  cent.  By  evaporating  the  ethereal  solution,  it  may  be 
obtained  in  monoclinic  prisms,  a  :  b  :  c  —  1*58975  :  1  :  ‘087  707, 
;3_—  09°  41'  13".  Forms  observed  (001),  (100),  (010),  (110),  (201), 
(Ill),  (hko),  (hoi). 

The  ethereal  extract  from  the  alkaline  solution  contains  an  oil 
having  an  agreeable  odour  and  boiling  at  73 — under  a  pressure  of 
9 — 10  mm.  of  mercury. 

The  action  of  acetic  anhydride  on  levnlinic  acid  at  100°  results  in 
the  quantitative  conversion  of  the  latter  into  its  monacetyl-deiivative. 
On  heating  levulinic  acid  with  five  times  its  weight  of  acetic 
anhydride  for  six  hours  at  150 — 155°,  a  mixture  of  acetyllevulinic 
acid  and  of  angelolactone  is  obtained,  but  no  dehydrodiacetyl- 
levulinic  acid  is  formed  if  the  temperature  is  either  much  below  200° 
or  over  230°. 

When  the  acid  (1  gram)  is  heated  in  a  sealed  tube  with  ammonia 
(12 — 13  grams,  sp.  gr.  —  0  905)  for  5 — 6  hours  at  100\  it  is  almost 
quantitatively  converted  into  the  compound  C\Hj,XO,  which  partially 
separates  on  standing  in  long,  lustrous  needles.  The  bulk  of  this 
product  is  extracted  from  the  solution  with  ether,  it  mtdts  when  pure 
at  94‘5°,  and  has  an  odour  recalling  that  of  an  acetylpyrroline.  On 
heating  it  with  zinc-dust,  an  oil  passes  over  having:  an  odour 
recalling  that  of  the  homologues  of  pyrroline,  and  colouring  a  strip 
of  pinewood  moistened  with  hydrochloric  acid  an  intense  red;  it  is 
itself  resinified  by  that  reagent. 

The  compound  CgHuXO  does  not  yield  an  oxime  on  heating  it 
with  hydroxylamine  hydrochloride,  sodium  carbonate,  and  alcohol, 
the  product  consisting  of  the  sodium  salt  of  a  new  acid  which  is 
precipitated  by  ether  from  a  concentrated  alcoholic  solution,  and 
decomposes  at  162°.  S.  B.  A.  A. 

Ethereal  Salts  of  Alkyoxyquartenylic  Acids.  By  E.  Exke 
(Annalen,  256,  201 — 218;  compare  Koll,  Abstr.,  1889,  48S). — Ethyl 
/3-chlnroquartenylate,  CH2!CCl‘CH>‘COOEt,  is  obtained  by  dissolving 
/3-chloroquartenylic  acid,  prepared  by  Geuther’s  method,  in  alcohol, 
and  saturating  the  solution  with  hydrogen  chloride ;  it  boils  at 
155 — 157°.  The  methyl  salt  boils  at  139 — 141°,  the  propyl  salt  at 
175 — 177°,  and  the  isobutyl  salt  at  187°. 

Methyl  fi-methoxyquarteuylate ,  C H5lC(OMe)‘CH2’COO^Ie,  obtained 
by  treating  methyl  chloroqnartenylate  with  sodium  methoxide  in 
alcoholic  solution,  is  a  colourless  liquid  boiling  at  175*8°  (corr.)  ;  the 
corresponding  eth'~xy- derivative  boils  at  195*7°  (corr.),  the  propnry- 
derivative  at  230‘4°  (corr.),  and  the  isobutoxy-deri vat i ve  at  253 ‘7 
(corr.). 

Ethyl  fi-methoxyqunrtrnylatp ,  CH2iC(OMe)‘CH2‘COOEt,  boils  at 
17S‘4a  (corr.),  the  propnxy -derivative  at  228*6°  (corr.).  the  isobutoxy- 
derivative  at  247‘3°  (corr.),  and  the  a myloxy- derivative  at  about 
254 — 260'  with  partial  decomposition. 

Propyl  ft-methoxyquartenylate  boils  at  180  — 182";  the  ethoxy -dorivn.- 
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tive  melts  at  18°  and  boils  at  205’3°  (corr.),  the  propoxy -derivative 
boils  at  2297°  (corr.),  and  the  i.sobutoxy-dcvivsLtive  at  251  '4°  (corr.). 

Butyl  (l-metkoxyquartenylate  boils  at  1S4‘5°  (corr.);  the  ethoxy- 
derivative  melts  at  11°  and  boils  at  206'4°  (corr.),  thej)ropoa;;/-derivative 
boils  at  22S'5“  (corr.),  and  the  MoZmfo.n/-derivative  at  249‘S°  (corr.). 

F.  S.  K. 

Action  of  Sodium  and  Sodium  Ethoxide  on  Ethereal  Salts 
of  Lactone  Acids  and  on  Lactones.  By  R.  Fittig  ( Annalen , 
256,  50 — 63  ;  compare  Abstr.,  1885,  375). — It  has  been  previously 
shown  (Roser,  Abstr.,  1SS4,  459,  and  Frost,  Abstr.,  1SS5,  393)  that 
when  ethyl  terebate  (ethyl  dimethylparacouate)  is  treated  with 
sodium  or  sodium  ethoxide,  it  is  converted  into  sodium  ethyl  tere- 
conate  ;  the  ethyl  salts  of  propyl-,  isobutyl-,  and  phenyl-paraconio 
acid  behave  in  like  manner,  being  converted  into  the  sodium  ethyl 
salts  of  the  isomeric  itaconic  acids  in  accordance  with  the  equation 

co<ca-&OH  =  chx:c(cooh).ch,cooh. 

The  same  intramolecular  change  takes  place  to  a  slight  extent,  as  has 
been  already  shown  (compare  this  vol.,  pp.  584,  775),  when  the  sub¬ 
stituted  paraconic  acids  are  distilled ;  the  unsaturated  bibasic  acids 
obtained  by  either  of  these  methods  being  identical. 

Methylitaconic  acid,  propylitaconic  acid,  and  phenylitaconic  acid 
are  readily  converted  into  saturated  acids  ;  isobutylitacouic  acid,  on 
the  other  hand,  is  as  difficult  to  reduce  as  teraconic  acid.  In 
chemical  behaviour  the  itaconic  acids  resemble  teraconic  acid  very 
closely,  but,  unlike  the  latter,  they  are  only  very  partially  recon¬ 
verted  into  the  paraconic  acids  by  treatment  with  hydrochloric, 
hydrobromic,  or  sulphuric  acid ;  this  change  can,  however,  be 
brought  about  by  treating  the  acids  with  bromine  and  then  with 
sodium  amalgam.  By  boiling  the  acids  obtained  by  the  action  of 
bromine  on  propyl-  and  isobutyl-itaconic  acids  with  water,  the 
unsaturated  lactone  acids  corresponding  to  aconic  and  terebilenic 
acid  are  formed ;  the  constitution  of  these  compounds  is  probably 

q _ CETX 

expressed  by  the  formula  CO<c H‘C>COOH‘ 

The  brominated  phenylparaconic  acids  behave  quite  differently,  as, 
when  boiled  with  water,  they  are  decomposed  with  evolution  of 
carbonic  anhydride,  yielding  benzoylpropionic  acid. 

The  ethyl  salt  of  terpenylic  acid  shows  a  totally  different  behaviour 
from  that  exhibited  by  the  ethereal  salts  of  the  substituted  paraconic 
acids,  and  when  treated  with  sodium  or  sodium  ethoxide,  it  yields  the 
sodium  salts  of  two  isomeric  diterpylic  acids,  CI6H2207,  2  mols.  of  the 
lactone  acid  combining  together  with  elimination  of  1  mol.  of  water. 
The  diterpylic  acids  are  readily  decomposed  by  acids  with  evolution 
of  carbonic  anhydride,  yielding  crystalline,  neutral  dilactones, 
CnHM05,  which  form  salts,  C15H2407M'2,  when  boiled  with  alkalis  ; 
on  decomposing  these  salts  with  hydrochloric  acid,  the  lactone  acids, 
CI5H2106,  are  obtained,  but  they  are  readily  reconverted  into  di¬ 
lactones.  The  abnormal  behaviour  of  terpenylic  acid  seems  to  show 
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that  it  is  not  a  paraconic  acid,  and  it  is  possible  that  it  has  the  con- 

.  .  X)  — CPrP-COOH 

stitntiou  L(J<.  i 

L/  ri'/biJ2 


Tlie  simple  lactones,  valerolaetone  and  caprolactone,  behave  in  a 
certain  sense  like  ethyl  terpenylate,  as,  when  treated  with  sodium 
ethoxide,  they  yield  sodinm  salts  which  are  decomposed  by  hydrochloric 
acid  into  dilactones,  formed  from  2  mols.  of  the  lactone  with  elimina¬ 
tion  of  1  mol.  of  water.  These  dilactones  are  decomposed  on  boiling 
with  bases,  giving  salts  from  which  ci-ystalline  monocarboxylic  acids 
(divalonic  and  dihexonic  acids),  polymeric  with  the  original  lactones, 
are  obtained;  these  acids  are  unstable,  and,  on  warming  with  dilute 
mineral  acids,  are  decomposed  into  neutral,  very  stable  compounds 
(dimethyloxetone  and  diethyloxetone).  The  constitution  of  these 
compounds  has  not  yet  been  ascertained.  In  the  case  of  valerolaetone, 
the  first  product  (divalerolactone)  probably  has  the  constitution 

CH  ‘CH  CO  •  0 

C H  Me-0  ^ C‘ C ^ CH  -CHMe’  au<1  tlie  m0n0Carl30Xylic  acid  (divalonic 
acid)  obtained  therefrom  the  constitution 


i’, 7!>C:C(C00H)-CH2-CHMe-0H ; 
CHMe-0  v 


on  warming  this  acid  with  dilute  mineral  acids,  carbonic  anhydride  is 
evolved,  and  it  may  be  assumed  that  the  compound 
p  c_r  .p  jt 

V  *  ^>C(°H)'CH^CH2-CHMe-OH 

CHMe-0 

is  formed  as  an  itermediate  product,  and  then  decomposed  into 

dimethyloxetone,  ^  O^^^O  CHMe’  w*^1  eliminafc,on  of 
water. 

The  oxetone  obtained  from  caprolactone  would,  in  accordance  with 
these  views,  be  a  diethyloxetone  of  the  constitution 

OH2-CH2  CHvCH 
CHEt-O^  ^0  —  CHEt’ 


and  divalonic  and  dihexonic  acid  would  be  dimethyl-  and  diethyl- 
oxetonecarboxylic  acid  respectively.  If.  S.  K. 


Valerolaetone.  By  R.  Fittig  and  H.  Rasch  (Annalen,  256, 
126 — 134;  compare  Abstr.,  1885,  375,  and  preceding  abstract). — Di- 
ralolactone,  C)0Hu03,  is  obtained  when  valerolaetone  (10  grams)  is 
warmed  for  about  12  hours  with  a  solution  of  sodium  (2'5  grams)  in 
absolute  alcohol  (25  grams);  after  distilling  off  the  alcohol,  the  pro¬ 
duct  is  dissolved  in  cold  water,  the  well-cooled  solution  acidified  with 
dilute  hydrochloric  acid,  and  the  precipitated  oil  extracted  with  ether. 
It  gradually  solidifies  to  a  yellowish,  wax -like  mass,  but  it  cannot  be 
obtained  in  crystals  as  it  is  so  very  readily  soluble  in  all  ordinary 
solvents  ;  it  seems  to  distil  under  the  ordinary  pressure  with  slight 
decomposition,  but  is  only  slightly  volatile  with  steam. 
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Bivalonic  acid  (dimethyloxetonecarboxylic  acid),  C10H]6O4,  is  formed 
when  divalolactone  is  warmed  for  a  long  time  with  soda  :  on  acidify¬ 
ing  the  cold  solution  with  hydrochloric  acid,  the  acid  is  precipitated 
as  an  oil,  but  it  soon  solidifies.  It  crystallises  from  ether  in  well- 
defined,  colourless,  hexagonal  plates,  melts  at  130 J  with  decomposi¬ 
tion,  and  is  readily  soluble  in  alcohol,  but  only  very  sparingly  in 
ether,  chloroform,  and  cold  water.  It  dissolves  in  cold  alkaline 
carbonates  with  evolution  of  carbonic  anhydride,  and  is  precipitated 
unchanged  on  the  addition  of  acids ;  it  does  not  seem  to  be  acted  on 
by  sodium  amalgam  in  alkaline  solution.  The  impure  acid  decom¬ 
poses  spontaneously  with  evolution  of  carbonic  anhydride,  yielding 
dimethyloxetone,  but  the  pure  compound  is  stable.  The  silver  salt, 
Ci<,HI504Ag,  crystallises  from  hot  water  in  dark  plates.  The  barium 
salr,  (CmHi50i)2Ba,  is  amorphous  and  readily  soluble  in  alcohol  and 
water.  The  calcium  salt,  (CioH,504)2Ca,  is  also  amorphous,  but  much 
more  sparingly  soluble  in  alcohol  and  waiter  than  the  barium  salt. 

Dimethyloxetone,  C9Hlc02,  is  formed  when  divalonic  acid  is  boiled 
with  waiter  or  dilute  mineral  acids.  It  is  a  colourless,  neutral  oil 
with  an  agreeable,  turpentine- like  smell,  and  boils  at  IG9'5°  (thermo¬ 
meter  entirely  in  the  vapour)  ;  its  sp.  gr.  is  0’978  at  0°,  and  its 
molecular  formula  C9fl,602,  as  is  shown  by  vapour-density  determina¬ 
tions  by  V.  JMeyer’s  method.  It  is  miscible  with  alcohol,  ether, 
chloroform,  Ac.,  in  all  proportions,  and  is  soluble  in  18  parts  of 
water  at  the  ordinary  temperature,  but  it  separates  again  from  the 
aqueous  solution  on  warming  or  on  adding  potassium  carbonate.  It 
reduces  ammoniacal  silver  nitrate  solution  in  presence  of  sodinm 
hydrate,  is  readily  volatile  with  steam,  and  is  not  decomposed  by 
boiling  dilute  acids  or  alkalis.  It  dissolves  in  a  concentrated  aqueous 
solution  of  sodium  hydrogen  sulphite,  and  cannot  be  extracted 
from  the  solution  by  shaking  wdth  ether.  When  warmed  with 
hyd  roxylamine  in  aqueous  solution,  it  yields  a  readily  soluble  syrup, 
and  it  combines  with  phenylhydrazine  to  form  a  yellowish  oil.  It  is 
not  acted  on  by  acetic  anhydride  at  190°,  or  by  sodium  amalgam,  but 
when  heated  with  hydriodic  acid  it  is  completely  decomposed. 

The  compound  C9H16Br.O  separates  in  crystals  w’hen  dimethyl¬ 
oxetone  is  treated  wdth  ice-cold  concentrated  hydrobromic  acid.  It 
crystallises  from  chloroform  in  long  needles,  melts  at  42°,  and  is 
very  readily  soluble  in  ether,  chloroform,  carbon  bisulphide,  light 
petroleum,  Ac.,  but  insoluble  in  cold  water;  it  is  decomposed  by 
boiling  water  and  by  alkaline  carbonates,  being  reconverted  into 
dimethyloxetone.  F.  S.  K. 

Caprolactone.  By  R.  Fittig  and  H.  Dubois  ( Annalen ,  256, 
134 — 147  ;  compare  Fittig,  Abstr.,  1885,  375,  and  this  voh,  p.  866). 
— Dihexolactone,  C12H,&03)  is  obtained  by  treating  caprolactone 
(10  grams)  wdth  a  solution  of  sodium  (2  grams)  in  absolute  alcohol  ; 
after  heating  at  100°  for  3  to  4  hours,  the  alcohol  is  evaporated,  the 
residue  dissolved  in  water,  the  ice-cold  solution  acidified  wdth  hydro¬ 
chloric  acid,  and  the  precipitated  oil  immediately  extracted  with 
ether  ;  the  ethereal  solution  is  evaporated  at  the  ordinary  temperature, 
the  residual  oil  shaken  first  wdth  soda  and  then  with  water,  to  free  it 
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from  caprolactouo,  then  dissolved  in  alcohol,  and  the  filtered  solution 
evaporated,  whereon  dihexolactone  remains  as  a  colourless,  mobile, 
neutral  oil.  It  boils  above  300°  with  slight  decomposition,  and  is 
readily  soluble  in  alcohol  and  ether,  but  only  sparingly  in  water;  it  is 
slightly  volatile  with  steam,  and  is  not  decomposed  by  boiling  water, 
but  when  heated  with  dilute  mineral  acids  is  quickly  converted  into 
diethyloxetone. 

Dihex onic  acid  ( diethyloxetonecarboxylic  acid),  Ci2H2004,  is  obtained 
b}*  dissolving  dihexolactone  in  warm  soda,  shaking  the  solution  with 
ether  to  free  it  from  diethyloxetone,  acidifying  the  well-cooled  alkaline 
solution,  and  extracting  the  precipitated  oil  with  alcoholic  ether.  It 
crystallises  in  thick,  colourless  prisms,  melts  at  106°,  and  is  readily 
soluble  in  alcohol  and  chloroform,  but  only  sparingly  in  water  and 
ether;  it  is  not  acted  on  by  sodium  amalgam,  and  it  dissolves 
unchanged  in  cold  dilute  sodium  carbonate,  hut  when  treated  with 
warm  water  or  cold  dilute  acids  it.  is  converted  into  diethyloxetone. 
The  calcium  salt,  (Ci.Hi904)2Ca,  and  the  barium  salt,  (C^HjjO^Ba, 
are  amorphous,  soluble  in  alcohol  and  water,  and  decomposed  by 
carbonic  anhydride.  The  silver  salt,  CjsHigOjAg,  is  insoluble  in  cold 
water,  but  readily  soluble  in  alcohol,  from  which  it  separates  in 
amorphous,  cauliflower-like  aggregates ;  it  is  decomposed  h}'  boiling 
water  or  when  heated  alone  at  1U0°.  The  sodium  salt,  CizH^ObNa, 
crystallises  from  alcohol  in  colourless  needles,  and  is  decomposed  by 
boiling  water. 

Diethyloxetone ,  CnHooOo,  prepared  by  boiling  dihexolactone  with  a 
dilute  mineral  acid,  is  a  colourless,  mobile,  pleasant-smelling  liquid, 
very  sparingly  soluble  (1  in  380  parts  at  lo3)  in  water,  hut  readily  in 
alcohol,  ether,  chloroform,  and  most  ordinary  solvents  ;  the  aqueous 
solution  becomes  turbid  on  warming,  but  clear  again  on  heating  to 
about  80°.  It  is  not  decomposed  by  boiling  bar\ ta-water  or  by  con¬ 
centrated  sulphuric  acid,  and  with  ammoniacal  silver  nitrate  solution, 
sodium  hydrogen  sulphite,  sodium  amalgam,  phenylhydrazine,  and 
acetic  acid,  it  behaves  like  dimethyloxetone  (preceding  abstract)  ;  it 
does  not  combine  with  hydroxylamine,  but  with  benzoic  chloride  at 
lU0°  it  yields  a  thick,  brown  oil.  When  heated  with  dilute  (1:2) 
nitric  acid  it  is  gradually  oxidised,  with  evolution  of  carbonic  an¬ 
hydride,  yielding  caprolaetonc  and  an  acid  which  is  most  probably 
propionic  acid. 

The  compound  CiiH10Br2O  is  formed  when  diethyloxetone,  dihexo¬ 
lactone,  or  dihexonic  acid  is  treated  with  concentrated  hj'diohromic 
acid  at  0°.  It  separates  from  chloroform  in  colourless  crystals,  melts 
at  35  ,  and  is  readily  soluble  in  alcohol,  ether,  and  chloroform,  but 
insoluble  in  water;  when  treated  with  sodium  amalgam,  or  boiled 
with  water  or  sodium  carbonate,  it  is  converted  into  dimethyloxetone. 

F.  S.  K. 

Action  of  Methyl  amine  on  Ethyl  Maleate  and  Fumarate. 

By  G.  Koknek  and  A.  Mexozzi  ( Gazzetta ,  19,  422—132;  compare 
Abstr.,  1887,  1031  — 1100). — When  ethyl  maleate  is  heated  with  an 
alcoholie  solution  of  methylamine  at  105 — 110°,  the  product  consists 
of  a  mixture  of  a  crystalline  solid  and  a  liquid  in  varying  proportions  ; 
if  the  ethyl  maleate  (12  grams)  is  heated  for  8 — 10  hours  with  an 
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alcoholic  solution  of  methylamine  (50  c.c.  of  33  per  cent.),  the 
product  consists  of  a  mass  of  needles  soaked  in  the  solution  of  the 
liquid  compound  ;  when  a  smaller  quantity  of  methylamine  solution  is 
used  (35  c.c.  of  25  per  cent.),  and  the  heating  is  continued  for  4 — 5 
hours,  the  liquid  product  is  more  abundant. 

Methylsuccinamic  ( methylaspartic )  dimethylamide, 

NHMe-CO*CH(NHMe)‘CH2-CO*NHMe, 

is  the  solid  product  of  the  preceding  reaction,  it  is  separated  from 
the  liquid  by  diluting  the  mixture  with  ether  and  filtering ;  when 
pure,  it  crystallises  from  absolute  alcohol  in  long,  white  needles 
which  are  very  readily  soluble  in  water,  easily  soluble  in  alcohol,  but 
almost  insoluble  in  dry  ether.  The  aqueous  and  alcoholic  solutions 
are  strongly  alkaline ;  on  heating,  they  evolve  ammonia,  becoming 
first  neutral  and  finally  acid  ;  on  boiling  with  baryta-water,  methyl  - 
amine  is  evolved  and  barium  methylaspartate  is  formed. 

Methylamidomethylsuccinamic  acid  ( dim  ethylasparagine) , 

NHMe'CO’CH(NHMe)-CH2’COOH, 

is  obtained  by  heating  the  aqueous  solution  of  the  preceding  com¬ 
pound  for  several  days:  on  concentrating  the  solution,  a  bye-product 
is  first  deposited  in  scales  ;  on  further  concentration,  the  solution  is 
converted  into  a  solid  mass,  which,  after  repeated  crystallisation  from 
alcohol,  forms  colourless,  shining,  anhydrous  plates  which  turn 
yellow  at  215°  and  melt  at  291°.  The  aqueous  solution  is  feebly 
acid  and  optically  inactive.  It  combines  with  both  acids  and  bases  : 
the  nitrate  forms  white  prisms  which  contain  1  mol.  H20,  and 
decompose  on  heating  to  82 — 83°;  the  copper  salt,  ^CgHuNzOg^Cu  4- 
2H20,  forms  bine  prisms  or  warty  aggregates  very  soluble  in  water. 
On  boiling  with  baryta- water,  dimcthylasparagine  loses  a  molecule 
of  methylamine  with  formation  of  barium  methylaspartate. 

The  deposit  of  scales  obtained  in  the  preparation  of  dimethyl- 
asparagine  crystallises  from  boiling  water  in  flattened,  opaque,  white, 
lustrous  needles  having  the  composition  C6H10N3O3;  on  boiling  this 
substance  with  baryta-water,  the  products  are  the  same  as  those 
obtained  from  dimethylasparagine  ;  hence  it  is  either  the  methylimide 
of  methylaspartic  acid  or  an  isomeride. 

Diethyl  methylaspartate  is  the  liquid  product  of  the  action  of 
methylamine  on  diethyl  maleate.  The  ethereal  solution  of  the  crude 
product  also  contains  small  quantities  of  a  crystalline  bye-product 
and  traces  of  methyl  maleate.  The  diethyl  salt  is  obtained  pure  by 
moving  the  ether  and  alcohol  from  this  solution,  precipitating  the 
bye-product  with  pure  ether,  converting  the  methyl  aspartate  which 
remains  in  solutiou  iuto  the  chloride  or  sulphate,  and  saponifying  with 
soda.  It  is  a  colourless  and  almost  odourless  oil,  heavier  than  water, 
and  only  very  sparingly  soluble  in  it,  forming  an  alkaline  solution;  it 
combines  with  acids  forming  crystalline  salts  which  are  very  soluble 
in  water,  but  when  boiled  with  alkaline  hydrates  or  carbonates  it 
undergoes  hydrolysis,  yielding  salts  of  methylaspartic  acid.  When 
heated  at  li0°  with  alcoholic  methylamine,  the  dimethylamide  is 
formed ;  this  dissolves  slowly  in  the  cold  in  aqueous  methylamine 
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with  formation  of  dimethylasparagine ;  it  is  converted  by  aqueous 
ammonia  into  monomethylasparagine. 

The  bye-product  crystallises  from  alcohol  in  shining  needles  which 
melt  at  144°,  and  have  the  composition  C6HhXOj.  It  is  insoluble  in 
dilute  alkalis,  and  is  converted  by  strong  ammonia  into  a  white 
powder  which  crystallises  from  water  in  shining  needles  ;  it  probably 

,  ,  .  .  CO  -  CEL, 

has  tho  constitution  ^H.COOEt. 

Meihylamidosucciuamic  acid  ( mononiethylasparagine ),  C6II10jNr.,Oj  -f 
ELO,  is  prepared  by  heating  diethyl  methylaspartate  with  aqueous 
ammonia  until  the  solution  becomes  acid;  on  concentration,  a  bye- 
product  first  crystallises  out  in  scales;  subsequently  monomethv- 
asparagine  is  deposited  in  spherical  aggregates  of  needles.  It 
combines  with  both  acids  and  bases.  The  copper  salt  crystallises  in 
anhydrous  bluish-violet  scales  which  decompose  at  191°. 

On  boiling  the  acid  with  potash,  a  methylaspartate  is  formed  with 
evolution  of  ammonia ;  the  same  reaction  takes  place  on  heating  with 
hot  mineral  acids.  Its  constitution  is  therefore  expressed  by  the 
formula  XH2-CO*CH(XHMe)-CH2-COOH. 

The  bye-produet  is  probably  theimideof  methyl  aspartic  acid  ;  it  has 
the  composition  CsHgXoOj.  It  crystallises  from  boiling  water  in 
lustrous  needles  which  blacken  and  decompose  at  235°.  On  boiling 
with  potash  or  baryta- water,  a  methylaspartate  is  formed  with 
evolution  of  ammonia. 

Methylaspartic  acid,  C5Hs04  +  ELO,  may  be  obtained  by  any  of  the 
reactions  given.  It  is  best  prepared  by  boiling  pure  dimethyl- 
asparagine  with  baryta- water  until  no  more  methylamine  is  evolved, 
decomposing  the  barium  salt,  and  concentrating.  It  crystallises 
from  boiling  water  in  pointed  pyramids  which  lose  their  water  of 
crystallisation  at  100°,  undergo  alteration  at  120°,  and  melt  at 
133 — 134°.  The  anhydrous  acid  melts  at  178°.  It  is  sparingly 
soluble  in  water  (2-62  per  cent,  in  water  at  20'4°),  and  the 
solution  is  strongly  acid  and  inactive  to  light.  On  standing,  it 
deposits  monoclinic,  transparent  crystals,  a  :  b  :  c  =  0’G467  :  1  :  0'4489, 
/S  =  80°  25'.  It  forms  salts  with  both  acids  and  bases ;  the  mono- 
potassium  salt  crystallises  in  shining  needles,  the  monosodium  salt  in 
nodules,  the  monobarium  salt  in  spherical  aggregates  of  needles  con¬ 
taining  4  mols.  H,0  ;  all  these  salts  are  very  soluble  in  water,  and 
are  precipitated  from  their  solutions  by  concentrated  alcohol  in  the 
form  of  oils.  The  ammonium  salt  is  decomposed  by  exposure  to  the 
air.  A  silver  salt  is  obtained  on  adding  silver  nitrate  to  a  solution 
of  an  alkaline  salt;  it  is  crystalline,  and  darkens  on  exposure  to 
light.  A  crystalline  cadmium  salt  may  be  obtained  in  the  same  way. 
The  nitrate  forms  monoclinic  tables  ;  the  hydrochloride  crystallises  in 
prisms.  The  monethyl  salt  is  obtained  by  saturating  an  alcoholic 
solution  of  the  acid  with  hydrogen  chloride,  and  decomposing  the 
hydrochloride  with  silver  oxide  and  water.  It  crystallises  from  98  per 
cent,  alcohol  in  very  slender,  shining  needles  which  melt  at  18T5°. 

Ethyl  fumarate,  on  treatment  with  methylamine,  yields  the  same 
products  in  the  same  proportions  as  ethyl  malcatc.  S.  13.  A.  A. 
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Eulyte. — By  G.  Ciamician  and  C.  Zatti  ( Gazzetta ,  19,  263 — 267). 
— Baup  (Jnnalen,  81,  96)  and  Bassett  (this  Journal,  1872,  9S)  de¬ 
scribed  two  substances  formed  by  the  action  of  nitric  acid  on  citra- 
conic  acid,  namely,  eulyte ,  C6HsN407,  and  dislyte,  CgHgN^Os.  The 
directions  given  by  these  authors  only  lead,  however,  to  the  forma¬ 
tion  of  eulyte.  It  is  best  prepared  by  dissolving  pure  citraconic  acid 
in  nitric  acid  (sp.  gr.  =  T45)  and  heating  until  chemical  action  com¬ 
mences.  When  the  reaction  is  complete,  the  product  is  allowed  to 
remain  for  some  time,  and  the  thick,  white,  crystalline  deposit  which 
forms  is  filtered  through  glass  fibre  ;  the  filtrate  yields  a  further  de¬ 
posit  of  the  white  compound  on  standing.  After  washing  with  cold 
water  and  drying  in  a  vacuum,  this  substance  melts  at  185°,  in  this 
respect  approximating  to  dislyte  (m.p.  =  189"').  It  consists,  however, 
of  a  mixture  of  two  substances,  as  by  repeated  crystallisation  from 
alcohol  its  melting  point  is  reduced  to  102 — 102‘5°,  and  by  repeatedly 
dissolving  it  in  ethyl  acetate  and  precipitating  with  light  petroleum  an 
acid  compound  is  obtained  melting  at  201 — 202'5°,  and  identical  with 
mesaconio  acid.  The  same  separation  may  be  effected  by  treating 
the  white  deposit  with  sodium  carbonate ;  the  eulyte  remains  undis¬ 
solved,  and  is  purified  by  solution  in  benzene  and  re  precipitation 
with  light  petroleum.  It  forms  colourless  needles  which  melt  at 
101 — 102  5°,  and  dissolve  readily  in  warm  alcohol,  benzene,  and 
ethyl  acetate.  It  is  almost  insoluble  iu  water  and  in  light  petroleum, 
and  quite  insoluble  in  cold  alkalis,  and  in  acids  ;  it  may  be  heated 
with  concentrated  sulphuric  acid  without  undergoing  any  change. 
It  dissolves  in  hot  potash  forming  a  yellow  solution.  On  treatment 
with  water,  the  acid  filtrate  from  the  eulyte  yields  an  oily  substance 
which  still  contains  eulyte,  and  spontaneously  solidifies  after  a  time. 
It  would  appear  that  maleic  acid  is  not  acted  on  by  nitric  acid  in  a 
manner  analogous  to  citraconic  acid.  S.  B.  A.  A. 

Ethyl  Propylparaconate.  By  R.  Fittig  and  A.  Schmidt  (An- 
nalen,  256,  1U5 — 109. — Ethyl  propylparaconate,  C]oHls04,  is  a  colour¬ 
less  liquid  boiling  at  211 — 216  (96  mm.). 

Propylitaconic  acid,  identical  with  the  compound  obtained  by 
distilling  propylparaconic  aeid  (this  vol.,  p.  588),  is  formed  when 
ethyl  propylparaconate  is  treated  with  sodium  ethoxide  in  absolute  al¬ 
coholic  solution,  and  the  sodium  ethyl  salt  thus  produced  is  hydrolysed 
with  soda  ;  it  is  not  acted  on  by  cold  concentrated  hydrobromic  acid. 

Butylsnccinic  acid ,  C*Hn04,  is  obtained,  together  with  a  volatile 
compound  with  a  peculiar  odour,  when  propylitaconic  acid  is  treated 
with  sodium  amalgam  in  slightly  acid  solution.  It  separates  from 
water  in  ill-defined  crystals  and  melts  at  81°. 

When  propylitaconic  aeid  is  treated  with  bromine  in  ice-cold 
aqueous  solution,  it  yields  a  crystalline  acid  melting  at  124 — 124*5°, 
and  an  oil  with  a  most  irritating  odour ;  the  two  products  are  sepa¬ 
rated  by  distilling  with  steam.  The  aeid  (m.  p.  124 — 124'5°), 
which  separates  from  hot  water  in  slender  needles,  is  very  readily 
soluble  in  chloroform  and  water,  and  easily  in  ether,  alcohol,  and 
hot  benzene,  but  is  insoluble  in  carbon  bisulphide  and  light  petroleum. 
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The  barium  salt  has  the  composition  (CNH9Oj)Ba,  so  that  the  acid  is 

CH'CCOOH 

probably  propaconic  acid,  CO<^q  '  .  F.  S.  K. 

Ethyl  Terpenylate.  By  R.  Futig  and  S.  Levy  (Annalen,  256, 
109—1-6). — Ethyl  terpenylate ,  CioH1604,  is  obtained  by  dissolving 
terpenylic  acid,  prepared  by  the  method  previously  described  (Fittig 
and  Kraft,  Abstr.,  1882,  42),  in  alcohol,  and  saturating  the  solution 
with  hydrogen  chloride.  It  forms  large,  monosymmeiric  crystals, 
a  :  b  :  c  =  10512  :  1  :  0‘3S05,  /l  =  50°58',  melts  at  37* 5°,  and  boils  at 
305°  (thermometer  almost  entirely  in  the  vaponr)  ;  it  is  readily  soluble 
in  alcohol  and  ether,  but  only  sparingly  in  boiling  water. 

x-  and  /3-Diterpodilactone  are  formed  when  ethyl  terpenylate 
(20  grams)  is  added  to  sodium  (4  grams)  covered  with  a  little  pure 
etliei*,  the  mixture  heated  gradually  until  the  ether  has  evaporated, 
and  then  kept  at  about  100°  for  6  hours.  The  thick,  gum-like  pro¬ 
duct  is  exposed  to  the  air  until  the  unchanged  sodium  is  completely 
oxidised,  thui  dissolved  in  water  and  any  unchanged  ethyl  terpeny¬ 
late  extracted  with  ether;  the  alkaline  solution  is  acidified  with 
hydrochloric  acid,  the  precipitated  oil  redissolved  by  diluting  and 
boiling,  and  the  filtered  solution  allowed  to  cool,  whereon  the  two 
dilactones  separate  in  yellowish  crystals.  The  crystalline  mixture  is 
boiled  with  baryta- water,  the  excess  of  barium  precipitated  with 
carbonic  anhydride,  and  the  filtered  solution  allowed  to  cool  ;  the 
barium  salt  of  as-diterpoxylic  acid  then  separates  from  the  solution  in 
well-defined,  prismatic  crystals,  and  the  mother  liquors,  on  evapora¬ 
tion,  yield  crystals  of  the  barium  salt  of  the  corresponding  /1-acid. 

Barium  x-diterpaxylate ,  Ci-dKiChBa  -j-  611 .0,  forms  monosym metric 
crystals,  a  :  b  :  c  =  0'9346  :  1  :  0‘5949,  (3  —  65°  54',  and  is  readily 
soluble  in  hot,  but  only  sparingly  in  cold  water.  The  calcium  salt 
(+  6 H20),  prepared  by  boiling  au  aqueous  solution  of  «-diterpodi- 
lactone  (see  below)  with  calcium  carbonate,  crystallises  from  con¬ 
centrated  solutions  in  colourless,  slender  needles,  and  is  more  readily 
soluble  than  the  barium  salt.  The  silver  salt,  C^H^O-Ago,  is  in- 
1  soluble  iu  water.  The  free  diterpoxy lie  acid  cannot  be  isolated. 

x- Diterpolactonic  acid ,  CisHojO^,  is  obtained  when  au  ice-cold  solu¬ 
tion  of  barium  a-diterpoxylate  is  carefully  treated  with  dilute  hydro¬ 
chloric  acid,  and  the  lactone  acid  immediately  extracted  with  ether. 
It  separates  from  cold  chloroform  in  compact,  colourless  crystals,  and 
is  readily  soluble  in  ether  and  alcohol ;  it  melts  at  158 — 160°,  and  is 
decomposed  at  a  somewhat  higher  temperature  with  liberation  of 
water  and  formation  of  -e-diterpodilactone. 

x-Diterpodilactone,  C15ll;205,  is  best  prepared  by  boiling  an  aqueous 
solution  of  barium  diterpoxvlate  for  a  short  time  with  excess  of 
hyt  rochloric  acid;  on  cooling,  the  dilactone  separates  from  the  solu¬ 
tion  in  colourless  needles.  It  melts  at  153 — 154°,  and  is  almost  in¬ 
soluble  in  chloroform,  benzene,  and  carbon  bisulphide,  and  only 
sparingly  in  cold  water,  but  more  readily  in  alcohol.  It  is  insoluble 
in  cold  sodium  carbonate,  but  when  boiled  with  baryta- water,  it  is 
gradually  converted  into  barium  diterpoxylate. 

/ i-Diterpolactone  acid,  OAlRiOe,  separates  in  crystals  when  the 
VOL.  LVlli.  3  n 
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mother-liquors  from  the  barium  a-diterpoxylate  (see  above)  are  treated 
with  cold  dilute  hydrochloric  acid.  It  separates  from  water  in 
rhombic  prisms,  a  :  b  :  c  =  0‘7319  : 1  :  0'2592,  melts  at  186 — 187°,  and 
decomposes  at  a  slightly  higher  temperature  ;  it  dissolves  in  sodium 
carbonate,  but  is  precipitated  unchanged  on  the  addition  of  acids. 

Barium  fi-diterpoxylate  (+  34H20),  prepared  by  boiling  the  lactone 
acid  with  baryta-water,  crystallises  in  small,  colourless  needles,  and 
is  very  readily  soluble  in  water.  The  calcium  salt,  Ci5IL407Ca,  is  a 
colourless,  semi-crystalline  compound,  very  readily  soluble  in  water. 
The  silver  salt,  C15H2407Ag3,  is  amorphous  and  only  sparingly  soluble 
in  water. 

(3-Diterpodilactone,  C15H2205,  prepared  by  boating  the  lactone  acid 
above  its  molting  point,  or  by  boiling  a  solution  of  barium  /J-diterp- 
oxylate  with  dilute  hydrochloric  acid,  crystallises  in  large,  colour¬ 
less  needles,  melts  at  134 — 135°,  and  resembles  the  corresponding 
a-compound  in  its  behaviour  with  solvents  ;  when  boiled  with  baryta- 
water,  it  is  converted  into  the  barium  salt  of  /3-diterpoxylic  acid. 

a.-l)iterpylic  acid,  C)fiH2307,  is  obtained  when  the  alkaline  solution 
of  the  crude  product  of  the  action  of  sodium  on  ethyl  terpenylate  is 
carefully  acidified  in  the  cold  with  dilute  hydrochloric  acid,  and  the 
precipitated  oil  immediately  extracted  with  ether;  on  evaporating 
the  ethereal  extract  at  the  ordinary  temperature,  a-diterpylic  acid 
gradually  separates  in  crystals,  whilst  the  corresponding  /3-acid  re¬ 
mains  as  an  oil.  It  crystallises  from  hot  water  in  colourless  needles, 
melts  at  216°  with  decomposition,  and  is  moderately  easily  soluble  in 
boiling  water  and  hot  alcohol,  but  only  sparingly  in  ether,  and  almost 
insoluble  in  cold  water.  The  barium  salt  crystallises  in  small  needles 
and  is  readily  soluble  in  water  ;  the  calcium  salt  crystallises  in  plates 
and  is  only  sparingly  soluble.  When  the  acid  is  heated  for  a  long 
time  at  216°,  or  boiled  with  dilute  hydrochloric  acid,  it  is  completely 
converted  into  <*-diterpodilactone.  F.  S.  K. 

Ethyl  Isobutylparaconate.  By  R.  Fittig  and  J.  Kraencker 
(Annalen,  256,  97 — 105). — Ethyl  isobutylparacovate,  CjiHiS04,  is  ob¬ 
tained  by  saturating  an  alcoholic  solution  of  the  acid,  prepared  as 
previously  described  (this  vol.,  p.  590),  with  hydrogen  chloride  ;  it  is 
a  colourless,  crystalline  compound,  melts  at  16 — 17°,  and  boils  at  293°. 

Isobu/ylitaconic  acid ,  COOH*CH2-C(COOH);CH,CH2Pi^,  is  pre¬ 
pared  by  treating  ethyl  isobutylparaconate  with  sodium  ethoxide  in 
alcoholic  solution  and  hydrolysing  the  product  with  soda  as  described 
in  the  preparation  of  phenylitaeonic  acid  (this  vol.,  p.  895)  ;  small 
quantities  of  succinic  acid  and  regenerated  isobutylparaconic  acid  are 
also  formed  in  the  reaction,  and  the  itaconic  acid  is  best  obtained  in 
a  pure  condition  by  dissolving  the  acid  mixture  in  water,  neutralis¬ 
ing  with  calcium  carbonate  and  boiling  the  filtered  solution,  whereon 
calcium  isobutylitacouate  separates  as  a  powder.  The  acid  separates 
from  water  in  ill-defined  crystals,  and  melts  at  160 — 165°  with  libera¬ 
tion  of  water;  when  heated  quickly,  the  temperature  may  be  raised 
to  170°  before  the  acid  is  completely  liquefied.  It  is  rather  sparingly 
soluble  in  chloroform,  benzene,  and  hot  water,  but  readily  in  alcohol 
aud  ether.  The  calcium  salt,  CgH^ChCa,  and  the  barium  salt, 
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CJ_I120,Ba,  arc  more  readily  soluble  in  cold  than  in  hot  water.  The 
si  her  salt,  C9Hi20.|Ag2,  is  very  sparingly  soluble  in  hot  water,  and 
gradually  darkens  on  exposure  to  the  light.  The  ethyl  salt, 
C9HJ204Et2,  is  a  colourless  liquid,  and  boils  at  208°.  Isobutylitaconic 
acid  is  not  reduced  by  sodium  amalgam,  and  when  heated  with  con¬ 
centrated  hydrochloric  or  sulphuric  acid,  only  a  trace  of  isobutyl- 
paraconic  acid  is  formed,  most  of  the  acid  remaining  unchanged. 

•  ,7  ^  ' CH-CHJV  . 

Isobutaconic  acid,  »  1S  obtained,  together  with 

a  neutral  oil,  the  nature  of  which  could  not  be  ascertained,  when 
isobutylitaconic  acid  is  suspended  in  water  and  treated  with 
bromine;  the  neutral  oil,  which  contains  bromine,  is  separated  by 
distilling  with  steam,  the  residual  solution  extracted  with  ether,  and 
the  mixture  of  isobutaconic  acid  and  isobutylitaconic  acid  obtained 
in  this  way  separated  into  its  constituents  by  means  of  their  calcium 
salts.  Isobutaconic  acid  crystallises  from  water- in  long,  colourless 
needles,  and  melts  at  1G5 — 170°  with  partial  decomposition'.  The 
calcium  salt,  (C9Hn04)2Ca,  and  the  barium  salt,  are  crystalline 
compounds,  readily  soluble  in  water  and  alcohol.  The  silver  salt, 
C9HnOlAg,  is  only  sparingly  soluble  in  water.  When  the  acid  is 
reduced  with  sodium  amalgam;  it  is  converted  into  isobutyl paraconic 
acid.  F.  S.  K. 


Reduction-products  of  Dichloromuconic  Acid.  By  A.  Baeter 
and  H.  Kupe  ( Annalen ,  256,  I — 28;  compare  Baeyer,.  Abstr., 
1888,  1009,  and  1889,  1176). — The  remarkable  reduction  of 
A^-dihydroterephthalic  acid  to  A2-tetrahydroterephthalic  acid  led  the 
authors  to  investigate  the  behaviour  of  dichloromuconic  acid..  From 
the  results  of  this  investigation,  Baeyer  concluded  that  the  double 
linkings  in  the  unsaturated  hydroterepkthalic  acids  behave  exactly 
like  those  of  open  chain  unsaturated  fatty  acids,  provided  it  be 
assumed  that  the  presence  of  halogen-atoms  does  not  influence  the 
course  of  the  reactions.  The  behaviour  of  mncic  acid  itself  has  now 
been  studied;  the  results  show  the  complete  analbgy  between  this 
acid  and  A1,5-dihydroterephthalic  acid,  and  prove  the  correctness  of 
Baeyer’s  conclusion. 

The  dichloromuconic  acid,  COOH-CHiCChCCKCH-COOH,  em¬ 
ployed  in  these  experiments  was  prepared  by  Bode’s  method  ( Annalen , 
132,  95)  ;  the  methyl- salt,  obtained  by  treating  the  acid  chloride  witln 
methyl  alcohol  in  the  cold,  crystallises  from  hot  dilute  alcohol  in 
colourless,  nacreous  plates,  melts  at  156°,.  and  is  readily  soluble  in. 
ether,  hot  alcohol,  and  glacial  acetic  acid. 

APy-Hydromuconic  acid,  COOIl-CH2-CH:Cri'CH2COOH,  can  be 
obtained  by  dissolving  dichloromuconic  acid  (5  grams)  and  sodium 
hydroxide  (12  grams)  in  water  (50  grams),  and  gradually  treating  the 
ice-cold  solution  with  4  per  cent,  sodium  amalgam  (GO  to  80  grams), 
the  whole  being  constantly  shaken  ;  if  the  solution  is  not  shaken 
well,  120  to  140  grams  of  the  amalgam  are  required.  The  solution 
is  then  decanted  from  the  mercury,  nearly  neutralised  with  dilute 
sulphuric  acid  in  the  cold,  the  filtered  solution  carefully  neutralised 
and  evaporated  until  crystallisation  commences;  the  sodium  sulphate 
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is  separated  by  filtration,  the  hydromuconic  acid  precipitated  with 
dilute  hydrochloric  acid,  and,  after  keeping'  for  1-  hours,  separated 
by  filtration,  washed  with  a  little  water,  and  recrystallised  from  hot 
water.  tt  forms  long,  colourless,  pointed  prisms,  melts  at  195°,  and 
is  identical  with  Bode’s  “  muconic  acid  ”  ( loc .  ctt.).  The  constitutional 
formula  COOITCHiCH-CITrCHi'COOH,  previously  Assigned  to  this 
acid  by  Baeyer,  -who  obtained  it  by  reducing  diacetylenedicarboxylic 
acid  (Abstr.,  i860,  7ti0).  is  incorrect.  It  is  only  sparingly  soluble 
'(1  in  170  parts  at  15c)  in  water,  and  when  boiled  with  soda,  it  is 
converted  into  the  isomeric  AaS-acid,  so  that  it  must  be  regarded  as 
tbe  labile  form  of  hydromuconio  acid.  The  calcium,  barium,  and 
strontium  salts  are  more  sparingly  soluble  in  cold  than  in  hot  water. 
The  methyl  salt  is  formed  when  methyl  dichluromuconate  is  treated 
with  zinc-dust  and  glacial  acetic  acid  ;  as  son  as  the  addition  of  zinc- 
dust  produces  no  further  development  of  heat,  the  solution  is  filtered, 
the  filtrate  treated  with  sodium  carbonate  until  a  permanent  precipita¬ 
tion  is  produced,  and  then  extracted  with  ether.  It  is  a  yellowish, 
rather  mobile  oil,  which  solidifies  in  a  freezing  mixture  ;  on  hydro¬ 
lysis  with  cold  dilute  soda,  it  yields  hydromuconic  acid  (m.  p.  195°). 
When  A^Y-hydromncoirx  acid  is  oxidised  with  3  per  cent,  potassium 
permanganate  in  the  cold,  it  yields  nmlunic  acid,  a  proof  that  it  has 
the  constitution  assigned  to  it  above. 

Ac-0- Htjd roiti c  utid,  COOH’CHICH'CHgCILlCOOH,  is  formed 
when  the  labile  modification  fm.  p.  19-V)  is  boiled  with  excess  of 
soda;  as  so  n  as  a  crystal  lino  precipitate  is  produced,  the  solution  is 
diluted,  acidified  with  dilute  sulphuric  acid,  and  kept  for  a  long  time, 
whereon  crystals  of  the  v.ew  acid  separate  from  the  solution.  It 
crystallises  from  hot  water  in  plates,  melts  at  lfiS — 169°,  and  is 
moderately  easily  soluble  (1  in  111  parts)  in  cold  water,  but  only 
sparingly  in  ether.  Its  suits  do  not  differ  appreciably  from  those  of 
the  labile  acid.  On  oxidation  with  3  per  cent,  potassium  perman¬ 
ganate,  it  yields  oxalic  acid  and  succinic  acid. 

Both  muconic  acid  and  the  hydromuconic  acids  can,  theoretically, 
exist  in  geometrically  isomeric  modifications;  electrolytic  measure¬ 
ments  carried  out  by  Ostwald  seem  to  show  that  the  stable  hydro- 
mucoiiic  acid  is  a  mixture. 

Adipic  acid  can  be  obtained  by  reducing  dichloromuconic  acid  with 
sodium  amalgam  in  boiling  alkaline  solution,  but  tbe  process  is  rather 
troublesome. 

Methyl  fi-bromhydromuconat #  is  obtained  when  /f-broirio-APv- hydro¬ 
muconic  acid.  COOlTCIIgCBrlCH-GHa’COOH  (m.  p.  183°),  prepared 
by  treating  Aet-hydromuconic  acid  with  bromine  in  hot  aqueous  solu¬ 
tion,  is  converted  into  the  acid  chloride,  and  then  treated  with  methyl 
alcohol  in  the  cold;  it  crystallises  from  hot  alcohol  in  long,  colour¬ 
less  needles  melting  at  80  . 

A  brornhydromucA  hic  acid  is  obtained  when  a  hot  concentrated  solu¬ 
tion  of  AaAhydromuconic  acid  is  treated  with  bromine  until  a  per¬ 
manent  coloration  is  produced.  In  crystallises  in  very  slender 
needles,  melts  at  158 — 160°,  and  has  probably  the  constitution 


COOH’CBriCH-CH-cCH-cCOOH. 
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/Sy-Dibromadipic  acid  (m.  p.  190°)  is  formed  when  A^V-hydromu- 
conic  acid  is  treated  with'  bromine  :  if  largo  quantities  of  the  acid  are 
employed  the  yield  is  very  small.  It  crystallises  in  colourless 
needles,  and  is  identical  with  the  acid  obtained  by  Limpricht  by  bro- 
minating  A^-hydromu conic  acid  in  hot  acetic  acid  solution.  The 
methyl  salt,  CsH1QBr204,  prepared  by  brominating  methyl  bydromn- 
conato  in  chloroform  solution,  crystallises  in  long  needles,  and  melts 
at  78°. 

The  acid  (m.  p.  205°)  obtained  by  Ad  or  (7 ?er..  4,  627)  by  treating 
hydromuconic  acid  with  bromine  in  aqueous  solution  is  identical  with 
/37-dibromudipic  acid  (m  p.  190'). 

Attempts  to  prepare  the  bromo-additive  eomponnd  of  A^-hydro- 
mnconic  acid  were  unsuccessful,  but  the  methyl  salt.  CbHdoBraOi,  can  be 
obtained  by  treating  methyl  A^-hydromuconate  with  bromine  in  chlo¬ 
roform  solution  ;  it  crystallises  in  small  needles,  and  melts  at  84 — 85  . 

Muconic  acid,  COOH-CHlGH-CH!Cli-COOH,  can  be  prepared  by 
dissolving  APv-dibromadipic  acid  in  hot  alcohol,  adding  to  the  cold 
solution  a  little  more  than  the  theoretical  quantity  of  22  per  cent, 
alcoholic  potash,  and  then  boiling  for  five  to  seven  minutes.  The  pre¬ 
cipitated  potassium  salt  and  the  potassium  bromide  are  separated  by 
filtration,  washed  with  absolute  alcohol,  dried  on  a  porous  plate, 
then  dissolved  in  water,  and  the  muconic  acid  precipitated  with 
sulphuric  acid;  the  yield  is  85  per  cent,  of  the  theoretical.  It 
crystallises  in  very  small,  moss-like  needles,  turns  brown  at  about 
259°,  and  does  not  melt  below  260°;  it  is  very  sparingly  soluble 
(1  in  5000)  in  cold,  but  rather  more  readily  in  hot  water,  and 
moderately  easily  in  hot  alcohol  and  hot  glacial  accticacid.  It  is 
immediately  oxidised  and  completely  destroyed  by  potassium  per¬ 
manganate.  The  silver  salt,  CsHjGhAg:,,  is  a  colourless,  amorphous 
compound,  moderately  stable  in  the  light.  The  copper  salt  is  a  bluish- 
green,  sparingly  soluble,  amorphous  compound.  The  calcium,  barium, 
and  strontium  salts  are  more  sparingly  soluble  in  hot  than  in  cold 
water.  The  methyl  salt,  C8H10O4,  prepared  from  the  chloride, 
crystallises  from  hot  alcohol  in  slender  needles,  and  melts  at  154°  ; 
when  treated  with  sodium  amalgam  in  ice-cold  alkaline  solution,  it  is 
converted  into  A^i'-hydromuconic acid  (m.p.  195°).  The  “muconic  ” 
acidobtained  by  Limpricht  by  treating/iJy-dibromadipie  acid  with  silver 
oxide  is  a  monobasic  acid,  and  has  probably  the  constitution. 

C0-0>C'CH2'C00U- 

Tetrabromadipic  acid,  CelLBi^Cb,  is  obtained  when  finely  divided 
muconic  acid  is  treated  with  bromine.  It  crystallises  from  hot  dilute 
alcohol  in  small  plates,  begins  to  turns  brown  at  260°,  and  decom¬ 
poses  completely  at  250°  ;  it  is  sparingly  soluble  in  hot  water,  but 
moderately  easily  in  hot  dilute  alcohol,  glacial  acetic  acid,  and  ether. 
The  methyl  salt,  C^HjoBi^Ch,  prepared  from  the  acid  chloride,  crystal¬ 
lises  in  colourless  needles  melting  at  74°.  I'h  S.  K. 

Synthesis  of  Diakyl -substituted  Glutaric  Acids  and  of 
Compounds  containing  closed  Carbon  Chains.  By  M.  Cun  mm 
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and  0.  Dkkssel  '( Annalen ,  256,  171 — 201). — Ethyl  dicarboxy- 
glutai'ate,  prepared  by  the  method  previously  described  (Abstr.. 
1SSS,  1001),  boils  at  192°  under  a  pressure  of  12  mm.,  and  at 
300 — 310°  under  the  ordinary  pressure  with  partial  decomposition  ; 
when  hydrolysed  with  moderately  concentrated  (1  :  1)  sulphuric 
acid,  it  is  converted  into  glutaric  acid,  the  yield  being  nearly 
theoretical. 

A  monosodinm-derivative  of  ethyl  dicarboxyglutarate  could  not 
be  obtained  ;  the  disodium-derivative  has  been  prepared  by  Perkin 
(Abstr.,  1SS6,  691). 

Ethyl  dimethyldicarboxyglutarate, 

(COOEt)0CMe-CH2‘CMe(COOEt)2, 

is  obtained  when  ethyl  dicarboxyglutarate  (1  mol.)  is  treated  with 
sodium  (1  mol.)  and  methyl  iodide  (2  mols.)  in  alcoholic  solution, 
and  the  mixture  warmed,  if  necessary,  until  the  solution  is  neutral. 
It  is  a  colourless  oil,  and  boils  at  191°  (12  min.  pressure).  The  free 
acitl  C9H120s,  prepared  by  hydrolysing  the  ethereal  salt  with 
alcoholic  potash,  is  a  colourless  crystalline  compound,  melts  at  161' 
with  evolution  of  carbonic  anhydride  when  heated  quickly,  and  is 
readily  soluble  in  water,  but  more  sparingly  in  ether;  it  is  decom¬ 
posed  by  boiling  water.  In  aqueous  solutions  of  the  ammonium  salt, 
the  chlorides  of  barium,  strontium,  and  mercury,  and  silver  nitrate, 
produce  colourless  precipitates,  but  salts  of  calcium  and  many  other 
metals  produce  no  precipitation. 

Dimethylglutnric  acid,  CH2(CH'Me,COOH)2,  prepared  by  hydrolysing 
ethyl  dimethyldicarboxyglutarate  with  sulphuric  acid,  separates 
rom  ether  in  crystals,  melts  at  about  90°,  and  is  readily  soluble  in 
water,  alcohol,  and  ether ;  in  aqueous  solutions  of  the  ammonium 
salt,  silver  nitrate  and  mercuricchloride  produce  colourless  precipitates, 
but  salts  of  the  alkaline  earths  and  many  metals  give  no  precipitate. 

Ethyl  diefhyldicarhoxyylutarate,  C19H3208,  crystallises  in  large,  well- 
defined  prisms,  melts  at  61°,  boils  at  195°  (12  mm.),  and  is  very 
readily  soluble  in  all  ordiuary  solvents.  The  free  acid  CnH)6Ot, 
obtained  by  boiling  the  ethereal  salt  for  a  long  time  with  absolute 
alcoholic  potash,  is  a  colourless,  crystalline  compound  melting  at  163° 
with  evolution  of  carbonic  anhydride.  In  aqueous  solutions  of  the 
ammonium  salt,  silver,  mercury,  lead,  and  iron  salts  produce  pre¬ 
cipitates,  but  the  salts  of  the  alkaline  earths,  and  of  zinc,  nickel,  and 
cobalt,  are  readily  soluble. 

Diethylglutaric  acid,  C9H160.i,  is  crystalline,  melts  at  about  63°,  and 
is  readily  soluble  in  ether,  but  only  sparingly  in  water;  in  aqueous 
solutions  of  the  ammonium  salt,  silver  nitrate,  mercuric  chloride, 
or  lead  acetate  produce  a  colourless,  and  ferric  chloride  a  brown, 


precipitate  ;  the  other  metallic  salts  are  readily  soluble.  P 

Attempts  to  prepare  the  monethyl-derivative  of  ethyl  dicarboxy-  ( 

glutarate  described  by  Kleber  (Abstr.,  1SS8, 1056)  were  unsuccessful  ;  t 

Kleber’s  compound  is  most  probably  a  mixture  of  ethyl  dicarboxy-  c 

glutarate  and  the  diethyl-derivative. 

Ethyl  diproiyyldicarboxyght ta rate,  C2iH3s08,  forms  large  crystals, 
melts  at  12°,  boils  at  207 — 20S°  (12  mm.),  and  is  readily  soluble  in  i  u. 
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all  ordinary  solvents.  The  free  acid ,  C^H^O*,  melts  at  167,  with 
decomposition,  and  resembles  diethyl  dicarboxyglntarate  very  closely, 
except  that  it  is  more  sparingly  soluble  in  water. 

1) ipropylg luta r ic  acid,  ChHjuOj,  crystallises  from  ether,  melts  at 
•about  89°,  and  is  very  sparingly  soluble  in  water.  In  neutral 
aqueous  solutions,  silver,  mercury,  lead,  and  zinc  salts  produce  a 
colourless,  copper  salts  a  blue,  and  ferric  chloride  a  yellow,  pre¬ 
cipitate  ;  the  salts  of  the  alkaline  earths  are  readily  soluble. 

Ethyl  diallyldicarboxyglutarate,  C21H3;08,  melts  at  80 — 31°,  and 
boils  at  213 — 215°  (20  mm.).  Ethyl  dibenzyldicarboxyglutarate , 
(J^H^Og,  is  a  thick  oil. 

Ethyl  trimethylenetetracarboxylate  (1,  1,  2,  2,),  prepared  by  the 
method  described  by  Perkin  (Joe.  cit.),  crystallises  in  long  needles, 
melts  at  43°,  boils  at  187°  (12  mm.),  and  is  readily  soluble  in  all 
ordinary  solvents.  The  free  acid,  CbHs08,  separates  from  cold  water 
in  large  crystals,  decomposes  at  about  200°,  and  is  not  acted  on  by 
potassium  permanganate  in  cold  alkaline  solution ;  in  concentrated 
aqueous  solutions  of  the  ammonium  salt,  precipitates  are  produced  by 
salts  of  lead,  silver,  and  the  alkaline  earths.  When  the  acid  is  heated 
at  200 — 230°,  and  then  distilled  under  reduced  pressure  (15  mm.),  the 
anhydride  of  trimethylenedicarboxylic  acid  passes  over  between  170° 
and  180°,  and  quickly  solidifies  on  cooling  (compare  Conrad  and 
Gruthzeit,  Abstr.,  1884,  991). 

Ethyl  tetramethylenetetracarboxylate ,  CieHuOg  (1, 1,3,3,),  is  obtained 
when  ethyl  disodiodicarboxyglutarate  is  treated  with  methylene  iodide 
in  alcoholic  solution;  it  is  a  thick  oil  boiling  at  220 — 250°  (15  mm.) 
with  partial  decomposition;  on  hydrolysis  with  alcoholic  potash,  it 
yields  a  small  quantity  of  an  acid  melting  at  115°,  probably  impure 
tetramethyleuedicarboxylic  acid.  F.  S.  K. 

Action  of  Ammonia  on  Lactones.  By  R.  Fittig  (Annalev, 
256,  147 — 149;  compare  Abstr.,  1S84,  744). — Lactones  combine  with 
ammonia  in  alcoholic  or  aqueous  solution  yielding  the  amide  of  the 
corresponding  7- hydroxy-acid  ;  the  ammonium  salt  of  the  hydroxy- 
acid  is  not  formed  under  any  conditions.  The  presence  of  water  is 
necessary  in  order  that  the  reaction  may  take  place  at  the  ordinary 
temperature;  when  an  absolute  alcoholic  solution  of  ammonia  is 
employed,  combination  takes  place  only  very  slowly  even  at  100°. 

The  amides  of  the  7- hydroxy-acids  are  very  unstable;  they  are 
decomposed  by  dilute  acids  or  dilute  alkalis  at  the  ordinary  tempera¬ 
ture,  and  also  when  heated  alone  at  a  moderately  high  temperature 
(158 — 200°),  yielding  ammonia  and  the  lactone.  F.  S.  K. 

7-Hydroxyvaleramide.  By  R.  Fittig  and  H.  Rascii  (Anualen, 
256,  149 — 152 ;  compare  Neugebauer,  Abstr.,  1885,  65,  and  Fittig, 
preceding  abstract). — 7-Hydroxyvaleramide,  CsHnOjE,  is  a  colourless, 
hygroscopic  compound,  very  readily  soluble  in  -water  and  alcohol,  but 
only  sparingly  in  chloroform  and  ether;  on  the  addition  of  ether  to  a 
concentrated  alcoholic  solution,  it  is  precipitated  in  plates  melting  at5G°. 

Ammonium  7-liydroxyvalerate,  CsH1303N,  prepared  by  treating  a 
solution  of  barium  hydroxy  valerate  with  ammonium  sulphate,  crys¬ 
tallises  in  stellar  aggregates,  and  is  more  sparingly  soluble  in  water 
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than  the  amide;  it  decomposes  at  115°  yielding  ammonia,  water,  and 
valerolactone.  F.  S.  K. 


7-Hydroxycapronamide.  By  B,  Fittig  and  H.  Dubois  ( Annalen , 
256,152 — 155;  compare  Fittig,  this  voh,  p.  879). — 7 -Hydroxycapron- 
cunide,  OH*CHEt*CH3*CH2-CO-XH2,  separates  from  chloroform  in 
colourless,  prismatic  crystals,  melts  at  74°,  and  is  very  readily  soluble 
in  water  and  alcohol. 

Ammonium  7- hydroxycaproate ,  C6H150.,N,  prepared  from  the  barium 
salt,  sepai’ates  from  alcohol  in  hygroscopic  crystals,  and  melts  at  90° 
with  decomposition  ;  at  100°  it  is  converted  into  water,  ammonia,  and 
caprolactone.  F.  S.  K. 


Y'-Selenocarbamides.  By  TV.  Barixgek  ( Ber .,  23,  1003—1006; 
compare  preceding  abstract). — On  heating  potassium  selenocyanate 
with  broraetliylamine  hydrobromide,  and  extracting  the  residue  with 
alcohol,  ethylene-ty-selenocarbamide  hydrobromide, 


crystallises  out  in  needles  which  melt  at  170°.  The  free  base  is  an 
unstable,  oily  liquid.  The  picrate  crystallises  from  water  in  needles 
melting  at  220°.  The  platinochloride  is  obtained  in  the  form  of 
light  yellow,  cubical  crystals  which  are  easily  soluble  in  water. 
Trimethylene-y^-sele7wcarbamide  hydrobromide , 


ch2< 


OIL— So 
CH2-  NH 


>C:NH,HBr, 


is  obtained  in  a  similar  manner 
cyan  ate  on  7-bromopropylamine 
alcohol  in  white  needles  which 
easily  soluble  in  water,  from  w 
concentric  needles  melting  at 
potassium  selenocyanate  yield 
7  CHMe-Sc 

bromide ,  ^  _  NH>C!NH,HBr. 


by  the  action  of  potassium  seleno- 
hydrobromide ;  it  crystallises  from 
melt  at  133 — 135°  The  picrate  is 
hich  it  is  deposited  in  the  form  of 
50 — 53°.  /3-Bromopropylamine  and 
propy  lene-ty-sel  enoca  rba  m  ide  hy  dro - 

The  picrate  crystallises  from  water 


in  interlaced  needles  melting  at  110°.  The  corresponding  y^-carbamides 
are  obtained  by  the  oxidation  of  these  bases  with  bromine-water,  the 
selenium  being  replaced  by  oxygen.  J.  B.  T. 

Sulpbines.  By  G.  Patein  (Bull.  Soc.  Chim.  [3],  3,  164 — 171  ; 
compare  Abstr.,  1889,  234). — The  following  double  salts,  which  exist 
as  crystalline,  deliquescent  masses,  are  described  : — 

SMe3-CN,  AgCN,  melting  at  145—146°; 

SEt3*CN,  AgCN,  melting  at  25 — 26° ; 

SMe,.Ft-CX,AgCN,  melting  at  78—79° ;  and 

SMeFta'CN^AgCN,  melting  at  45 — 46°. 

The  author  endeavoured  to  prepare  from  these  double  cyanides  the 
corresponding  sulphine  cyanides,  and  in  the  case  of  the  substance 
SMe3-Clsr,AgCK,  found  that  potassium  cyanide  reacted  therewith  to 
form  ammonia  and  methyl  sulphide;  hydrogen  sulphide  generated  a 
sulphine  thiocyanate,  and  acetonitrile,  when  heated  with  the  double 
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salt  in  sealed  tubes  at  120°  for  several  hours,  caused  the  formation  of 
methyl  sulphide.  The  following  method  succeeded  : — Trimethylsul- 
phine  iodide  is  treated  with  a  snflicient  quantity  of  moist  silver  oxide 
to  form  trimethylsulphine  hydroxide,  which  is  taken  up  with  water, 
evaporated  to  a  syrup,  and  treated  with  alcohol;  to  the  filtered 
alcoholic  liquid,  a  strong  aqueous  solution  of  hydrocyanic  acid  is 
added,  and  it  is  then  evaporated  in  a  vacuum,  yielding  a  crystalline 
mass,  which,  after  being  dissolved  in  alcohol,  is  purified  by  precipita¬ 
tion  with  ether,  and  subsequent  evaporation  in  a  vacuum.  The  crys¬ 
tals  of  trimethylsulphine  cyanide  thus  obtained  are  small,  colourless, 
deliquescent  cnbes  which  are  soluble  in  water  and  alcohol,  but  are 
insoluble  in  ether;  with  ddute  acids  they  yield  the  corresponding 
salts  of  the  sulphine,  and  with  silver  iodide  and  cyanide  form  the 
double  salts  previously  described;  when  treated  with  aqueous  potash 
at  100°,  it  yields  methyl  sulphide  and  methylamine. 

The  crystalline  double  salt,  SMe2,Zn.Br2,  is  further  described;  it 
yields  with  mercuric  chloride  a  compound  SMen.HgBrCl,  and  pre¬ 
cipitation  of  the  zinc  by  reagents  sets  free  methyl  sulphide. 

The  derivative  SMe2Br>,  when  heated  in  sealed  tubes  at  100°  for 
several  hours  with  alcohol  and  silver  acetate,  yields  methyl  sulphide 
and  trimethylsulphine  bromide  and  acetate. 

Trimethvlsulphine  iodide  and  triethylsulphine  iodide,  when  heated 
in  sealed  tubes  at  100°  for  12  hours  with  sodium  ethoxide,  yield 
respectively  methyl  and  ethyl  sulphides. 

When  the  sulphine  iodides  are  heated  with  alcoholic  ammonia  in 
sealed  tubes  for  some  hours,  the  corresponding  alkyl  sulphides  are 
obtained,  together  with  an  amine. 

The  product  of  the  reaction  between  ethyl  sulphide  (I  mol.)  and 
bromine  (1  mol.),  after  saturation  with  aqueous  ammonia  and  dis¬ 
tillation,  yields  an  oily  liquid  which  passes  over  with  the  ammoniaeal 
distillate,  and  crystallises  on  cooling;  after  extraction  of  this  sub¬ 
stance  with  ether,  evaporation  of  the  solvent,  and  subsequent  sublima¬ 
tion  of  the  residue,  a  small  amount  of  light,  white  crystals  of  the 
formula  C7HlfiN2S  (?)  are  obtained.  These  melt  at  73 — 74°,  are 
insoluble  in  water,  but  soluble-  in  alcohol  and  in  ether.  They  form 
soluble  salts  with  acids  and  an  unstable  crystalline  aurochloride. 

T.  G.  NT 

Benzene  Formulae.  By  A.  Ladenhukg  {Ber.,  23,  1007 — 1011). — 
This  is  a  reply  to  part  of  Baeyer’s  address  at  the  Kekule  festival. 
Whilst  admitting  that  the  formation  of  naphthalene,  tfcc.,  is  best 
represented  by  Kekule’s  formula,  the  author  is  of  opinion  that  the 
relations  betAvcen  terephthalie  and  succinic  acids  on  the  one  hand, 
and  between  phthalie  and  adipic  acids  on  the  other,  are  much  more 
clearly  shown  by  the  “  prism  formula  ”  than  by  Kekule’s  hexagonal 
formula  with  double  bonds.  J.  B.  T. 

Metamerism  in  Derivatives  of  Benzene.  By  A.  Hand  (JnvnJm, 
256,  204 — 208). — The  “second”  monobromobenzene,  described  by 
Fittiea  (Zier.,  18,  2034),  is  simply  a  mixture  of  benzene  and  ethyl 
bromide.  F.  S.  K. 
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New  Method  of  Chlorinating  Aromatic  Compounds.  By 

Petricou  (Bull.  Soc.  Chim.  [3],  3,  189 — 191). — Benzene  (4dO  c.c.) 
and  granulated  tin  (90  grams)  were  placed  in  a  reflux  apparatus,  and 
ehloriue  was  passed  in  for  20  hours,  when  more  tin  (150  grams)  was 
added,  and  the  current  of  chlorine  continued  for  90  hours.  During 
the  reaction  much  hydrogen  chloride  was  evolved.  The  resulting 
solid  mass,  after  washing  and  drying,  was  fractionated,  and  yielded 
562  grams  of  chlorobenzenes  fractionating  at  temperatures  between 
244 — 277°,  and  some  hexacblorobenzene. 

A  second  experiment,  in  which  chlorine  was  passed  into  a  mixture 
of  benzene  (400  c.c.)  and  tin  (100  grams)  for  36  hours,  yielded 
142  grams  of  1  :  4-dichlorobenzene,  114  grams  of  1:2:  4-trichloro¬ 
benzene,  52  grams  of  1  :  2-dichlorobenzene,  and  86  grams  of  chlor¬ 
inated  derivatives  boiling  between  200  and  230°. 

The  chlorination  is  probably  expressed  by  the  following  equation: — 

C6H6  +  SnCl4  =  C6H5C1  +  HC1  +  SnCl2, 

the  stannic  chloride  being  regenerated  continuously  during  the 
reaction  by  the  current  of  chlorine.  The  author  claims  that  this 
method  is  superior  to  the  ordinary  iodine  process,  since  only  substi¬ 
tution-products  are  formed,  and  the  necessity  of  separating  iodo- 
derivatives  is  avoided,  whilst  the  time  occupied  in  carrying  out  the 
process  is  shorter.  T.  G.  N. 

Conversion  of  Paradichlorobenzene  into  Metadichloroben¬ 
zene.  By  Istrati  (Bull.  Soc.  Chim.  [3],  3,  186 — 188). — When  para¬ 
dichlorobenzene  (10  grams)  is  heated  with  lead  peroxide  (20  grams) 
in  sealed  tubes  at  250 — 300°,  oxygen  is  set  free  and  oily  drops  of  an 
aromatic  liquid  appear,  which  are  extracted  by  a  mixture  of  alcohol 
and  ether,  and  separated  from  the  unaltered  paradichlorobenzene  by 
recrystallisation.  This  substance,  which  becomes  solid  on  standing, 
and  melts  at  4-  17°,  is  metadichlorobenzene.  The  conversion  is  also 
effected  by  heating  with  mercuric  oxide,  red  lead,  chromium  oxide,  or 
litharge. 

Fuming  nitric  acid  forms  with  the  meta-derivative  a  resinous  sub¬ 
stance  which  softens  at  65°,  and  melts  at  70 — 75°,  appearing  to  be  the 
compound  CeHaCL/NOo  [1:3:  5],  described  by  Korner. 

T.  G.  N. 

Action  of  Fuming  Nitric  Acid  on  Hexachlorobenzene.  By 

Istrati  (Bull.  Soc.  Chim.  [3],  3,  184 — 186). — Tetrachloroquinone  is 
formed  when  hexachlorobenzene  (25  grams)  is  treated  in  a  reflux 
apparatus  with  a  mixture  of  fuming  nitric  acid  (200  c.c.)  and 
sulphuric  acid  (50  c.c.).  After  six  hours’  reaction,  the  mixture  is 
boiled  for  seven  hours,  and  the  substance  is  deposited  as  a  yellow 
powder  from  the  nitric  acid,  and  may  be  purified  by  a  further  treat¬ 
ment  with  nitric  acid,  and  subsequent  crystallisation  from  alcohol  or 
benzene.  Thus  prepared,  it  sublimes  at  27U°  without  previous 
fusion.  T.  G.  N. 

Ethylxylenes.  By  J.  Stahl  (Ber.,  23,  988 — 994 ;  compare 
Abstr.,  1887,  35). — The  ethylxylenes  have  been  already  prepared 
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by  the  action  of  ethyl  iodide  and  sodium  on  the  mo uobromo- deriva¬ 
tives  of  the  three  xylenes. 

Ethyl  xylene,  [Me  :  Me  :  Et  =  1:3:4],  boils  at  185 — 186°,  and 
is  soluble  in  sulphuric  acid  in  the  cold.  The  0‘2  mi/ ro- compound  crys¬ 
tallises  from  alcohol  in  white  needles  melting  at  127°.  The  corre¬ 
sponding  /riftromo-derivative  crystallises  from  alcohol  in  large,  white, 
prismatic  needles  melting  at  94 — 95°.  The  hydrocarbon  yields  xylic 
acid  on  oxidation. 

Ethylxylene,  [Me  :  Me  ^  Et  =  1:4:  2],  boils  at  185° ;  it  easily 
forms  a  sulphonic  acid  of  the  formula  [Me  :  Et  :  S03H  :  Me  = 
1:2:3:  4],  which  yields  the  coiTesponding  ethyhvyleuol ;  this  melts 
at  37°,  and  boils  at  245°;  its  alcoholic  solution  gives  an  intense 
green  colour  with  ferric  chloride.  By  prolonged  fusion  of  the  above 
sulphonic  acid  with  potash,  an  acid  is  obtained  in  small  quantity 
which  melts  at  140 — 142°,  and  has  the  constitution 

[Me  :  COOH  :  OH  :  Me  =  1  :  2  :  3  :  4] 

(compare  Abstr.,  1884,  1347).  Isoxylic  acid,  [Me  :  COOH  :  Me  = 
1:3:  4],  is  formed  by  the  oxidation  of  the  hydrocarbon. 

Ethylxylene,  [Me  :  Me  :  Et  =  1:2:4],  boils  at  187 — 188°.  The 
trinitro-derivative  crystallises  from  alcohol  in  slender  needles  melting 
at  121°.  The  /r?5romo-compound  also  crystallises  in  needles  melting  at 
93°.  Two  ethylxylenes,  [Me  :  Me  :  Et  =  1  :  3  :  4]  and  [Me  -  Me  :  Et  — 
1:3:  5],  are  formed  by  the  action  of  ethyl  bromide  and  aluminium 
chloride  on  metaxylene.  The  compounds  were  isolated  by  converting 
them  into  the  sulphonamides,  and  separating  the  mixed  crystals 
mechanically.  J.  B.  T. 

Action  of  Sulphuric  Acid  on  Tribromophenol.  By  Gf.org esco 
{Bull.  Soc.  Ghim.  [3],  3,  193 — 195). — Tribromophenol  (60  grams) 
is  heated  with  sulphuric  acid  (200  c.c.)  for  20  hours,  and,  on  cooling, 
the  mixture  is  poured  into  water,  and  the  dark-coloured  precipitate 
collected.  This  contains  a  mixture  of  bromofranceins  winch  contain 
from  42 — 63  per  cent,  of  bromine,  and,  in  addition,  tri-,  tetra-,  and 
penta-bromophenols.  The  results  obtained  by  1st  rati  (this  vol.,  p.  51) 
in  respect  to  the  migration  of  halogen-atoms  in  the  benzene  nucleus 
caused  by  sulphuric  acid  are  thus  confirmed,  although  the  migration 
appears  to  be  more  easily  effected  with  the  bromine- derivatives  than 
with  the  corresponding  chlorine  compounds.  T.  G.  A. 

Thymol-derivatives.  By  G.  Mazzara  and  E.  Vighi  ( Gazzetta ,  19, 
335 — 336). — Amidobromothymol  ethyl  ether,  CcH P rMeBr ( A H2) ‘ O E I 
[4  :  1  :  2  :  5  :  3],  is  prepared  b}r  reducing  the  ethyl  ether  of  nitro- 
bromothymol  with  tin  and  hydrochloric  acid  ;  on  adding  excess  of 
sodium  carbonate  to  decompose  the  hydrochloride  formed,  a  liquid 
separates,  which  may  be  isolated  by  extraction  with  ether;  it  is  a 
very  heavy,  red  oil,  which  volatilises  with  difficulty  in  a  current  of 
steam.  The  hydrochloride  crystallises  from  alcohol  acidified  with 
hydrochloric  acid,  in  small,  colourless,  transparent  prisms  melting  at 
200—201°. 

Orthobromothymol  ethyl  ether ,  C6H2Pri\IeBr,OEt  [4  :  1  :  2  :  3],  is 
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obtained  by  heating  amidobromothymol  ethyl  ether  (5  grams)  with 
alcohol  saturated  with  ethyl  nitrite  (50  grams)  on  the  water-bath 
nntil  the  reaction  subsides.  The  alcohol  is  then  removed  by  evapora¬ 
tion,  and  the  product  distilled  in  a  current  of  steam,  when  the  ether 
passes  over  as  a  yellowish  oil  with'  an  agreeable  odour. 

S.  B.  A.  A. 

Constitution  of  Derivatives  of  Carvaerol,  Thymoquinone, 
and  Thymol.  By  G.  Mazzara  ( Gazzetta ,  19,  337 — 343). — Bromo - 
nitrosocarvarrcl ,  CellPrMeBi^NO^OH  [OH  :  Pr  :  N02  :  Me  = 
1:3:4:  0],  is  prepared  by  gradually  mixing  strongly  cooled  solu¬ 
tions  of  bromine-  (8‘20  grams)  and  nitrosocarvacrol  (10  grams)  in 
glacial  acetic  acid  ;  after  a  time,  the  product  is  poured  into  water,  and 
the  precipitate  purified  by  dissolving  it  in  ammonia,  reprecipitating 
with  sulphuric  acid,  and  recrystallising  twice  from  alcohol.  It  forms 
large,  yellow,  transparent,  rhombic  tables  which  melt  at  166 — 168°, 
and  are  soluble  in  ether  and  in  benzene. 

Bromamidocarvacrol  is  prepared  by  reducing  the  preceding  com¬ 
pound  with  tin  and  hydrochloric  acid,  decomposing  the  hydrochloride 
formed  with  a  solution  of  sodium  carbonate,  and  extracting  the  pre¬ 
cipitate  with  light  petroleum.  The  base  is  a  yellowish-red  oil,  which 
changes,  after  a  few  days,  into  a  solid  mass  ;  this  softens  at  53°  and 
melts  at  60 — 61°.  When  brom  imidocarvaerol  hydrochloride  is 
oxidised  with  ferric  chloride,  and  distilled  in  a  current  of  steam,  a 
yellow  solid  passes  over,  identical  with  the  bromotliymoquinone  melt¬ 
ing  at  48°. 

The  author  considers  bromamidocarvacrol  to  have  the  constitution 
[OH  :  Pr  :  NH2  :  Br :  Me  =  1  :  3  :  4  :  5  :  6],  and  hydroxythyraoquinone, 
the  chloroxythymoquinone  obtained  by  successively  reducing  and  oxi¬ 
dising  chlorodinitrocymene,  and  the  dihydroxy  thymoquinone  derived 
from  the  preceding  compound  to  have  respectively  the  formula}  1,  II, 
and  111 : — 


OH 

OH 

OH 

He/\o 

Me/^>  O 

Me/\0 

Vf' 

°</Pr 

°<>r 

Cl 

OH 

I. 

II. 

III 

As  the  hydroxythymoquinone  I  may  also*  be  obtained  from’  phenyl- 
azo-  and  phenyldisazo-thymol  (Abstr.,  18S5,  1131),  these  compounds 
must  respectively  have  the  constitutions  TMe  :  OH  :  Pr  :  PhX2  — 
1  :  3  :  4  :  6]  and  [Me  :  PhX2  :  OH  :  Pr  :  PlrX2  =  1  :  2  :  3  :  4  :  6]. 

S.  B.  A.  A. 

Trisubstituted  Derivatives  of  Benzene..  By  Y.  Wender 
( Gazzetta ,  19,  225 — 235).  —  Dry  finely-powdered'  metanitracetanilide 
melting’  at  143°  (10  grams)  is  gradually  stirred  into  a  mixture  of 
fuming  nitric  acid  (60  c.c.  of  sp.  gr.  l-52)  and:  concentrated  sulphuric 
acid  (60  c.c.),  placed  in  a  mixture  of  ice  and  salt,  and  allowed  to 
remain  until  solution  is  complete.  The  solution  is  then  removed 
from  the  freezing  mixture,  and,  after  the  lapse  of  an  hour,  is  poured 
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on  to  pounded  ice  ;  t lie  viscous  mass  which  separates  is  washed  with 
water  and  repeatedly  crystallised  from  boiling  alcohol,  when  a  di- 
nitracetnnilide  is  obtained  in  needles  melting  at  18t>°.  On  concen¬ 
trating  the  alcoholic  mother  liqnnrs  to  a  small  bulk,  separating  the 
precipitated  dinitracetanilide.  evaporating  the  greater  part  of  the 
alcohol,  and  diluting  with  water,  a  yellow  oil  is  deposited,  which 
rapidly  changes  into  a  crystalline  mass.  When  this  is  boiled  for  an 
hour  with  excess  of  acetic  chloride,  the  product  dissolved  in  alcohol 
and  allowed  to  cool,  the  first  deposit  consists  of  the  dinitracetanilide 
melting  at  180°;  subsequently,  another  acetanilide  is  deposited 
which,  after  purification,  crystallises  in  needles  melting  at  121'. 
The  last  crop  of  crystals  consists  of  a  mixture  of  the  preceding 
substance,  with  brown,  nodular  aggregates  ;  the  latter  may  be 
mechanically  separated,  and  when  crystallised  from  very  dilute  alco¬ 
holic  solutions,  form  pale-yellow,  polyhedral  crystals  melting  at 
144°.  All  these  substances  are  dinitracetanilides.  The  yield  from 
100  grams  of  nitraniline  consists  of  50  grams  of  the  product  melting 
at  18t>°,  30  grains  of  the  isomeride  melting  at  144°,  aud  6  grams  of 
the  third  isomeride. 

On  heating  a  solution  of  these  compounds  in  concentrated  sul¬ 
phuric  acid  for  a  few  minutes  at  11CT,  and  diluting  with  water,  the 
respective  dinitranilines  are  precipitated.  On  warming  with  potash, 
ammonia  is  evolved,  and  the  corresponding  phenols  are  formed. 

1.2.  3'Diuitraniliu  e  is  obtained  from  the  acetanilide  melting  at 
186°.  It  crystallises  from  water  and  alcohol  in  lustrous,  orange- 
yellow  needles  which  melt  at  127°,  and  dissolves  freely  in  warm 
alcohol  and  in  acetic  acid.  It  is  moderately  soluble  in  ether, 
sparingly  so  in  boiling  water,  and  only  very  sparingly  in  cold  water. 
JDy  treatment  with  acetic  anhydride,  it  is  acetylated  with  difficulty, 
but  readily  when  boiled  with  acetic  chloride.  On  heating  with  a 
solution  of  potash,  ammonia  is  evolved,  and  the  phenol-derivative  is 
formed  with  partial  resin ification.  It  readily  dissolves  both  in  con¬ 
centrated  and  in  boiling  dilute  sulphuric  acid.  The  sulphate  is 
obtained  in  lustrous,  colourless  needles  and  slender  prisms  on  adding 
an  excess  of  sulphuric  acid  to  the  acetic  acid  solution  of  the  dinitrani- 
line.  The  hydrochloride  is  obtained  as  a  white  powder  by  passing 
a  current  of  dry  hydrogen  chloride  into  an  ethereal  solution  of  the 
base;  both  these  salts  are  decomposed  by  cold  water.  As  this  dinitr- 
aniline  yields  orthonitrobenzene  when  treated  with  ethyl  nitrite,  its 
constitution  must  be  either  XH2i(Js02)2  =  1 :  2  :  3  or  1  :  3  :  4  ;  the 
latter  supposition  is  inadmissible,  as  it  would  require  the  formation 
of  a  dinitrobromobenzene  melting  at  59'4°  when  bromine  is  substititted 
for  amidogen. 

1.2. 3 -Dinitracetanilide,  CfiH;,(N02)2'NHAc,  crystallises  from  alco¬ 
hol  in  flattened  or  prismatic,  lustrous,  colourless  needles  which  melt 
at  180°,  and  are  freely  soluble  in  boiling  alcohol,  but  only  sparingly 
in  cold  alcohol,  ether,  chloroform,  or  benzene.  When  heated  with 
potash,  it  loses  ammonia.  It  is  easily  saponified  by  hot  concentrated 
sulphuric  acid. 

1.2.  3-D  initrohromoben  zone  is  obtained  by  mixing  a  solution  of  the 
dinitraniline  melting  at  127°  (5  grams)  in  boiling  sulphuric  acid 
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(50  percent.)  with  a  boiling  strongly  acid  solution  of  cuprous  bromide, 
gradually  adding  a  saturated  aqueous  solution  of  potassium  nitrite 
(2\5  grams),  beating  for  a  few  minutes,  and  diluting  with  water. 
The  product  is  distilled  in  a  current  of  steam,  and  crystallises  from 
alcohol  in  lustrous,  pale-yellow  laminae  having  an  odour  of  brorno- 
nitrobenzene ;  it  melts  at  101'5°,  and  distils  over  unchanged  at  about 
320°.  It  is  freely  soluble  in  boiling  alcohol,  only  moderately  so  in 
cold  alcohol  and  in  ether  ;  it  dissolves  very  sparingly  in  boiling  water. 
On  heating  dinitrobromobenzene  with  alcoholic  ammonia  in  a 
sealed  tube  for  four  hours  at  100°,  a  substance  is  obtained  which 
crystallises  from  alcohol  in  yellow  needles ;  this  melts  at  65 — 75°, 
and,  probably,  consists  of  a  mixture  of  a  bromonitraniline  and  a 
dinitraniline. 

1.2. 3-Dinitroiodobenzene. — Concentrated  sulphuric  acid  (6  c.c.)  is 
added  to  a  solution  of  the  dinitraniline  melting  at  127°  (5  grams)  in 
hot  glacial  acetic  acid  (70  c.c.)  ;  the  whole  is  cooled  down  to  0° 
and  constantly  agitated  to  separate  the  sulphate  of  the  base  in  a 
finelv  divided  state-;  a  cold  saturated  solution  of  potassium  nitrite  is 
now  stirred  in,  and  the  solution  of  the  diazo-salt  is  diluted  with  a 
little  ice-cold  water,  and  poured  into  a  solution  of  potassium  iodide 
acidified  with  hydriodic  acid ;  the  mixture  is  then  heated  in  the 
water-bath  for  several  hours,  and,  after  standing  for  12  hours,  col¬ 
lected,  washed,  and  freed  from  iodine  with  sodium  hydrogen  sulphite. 
By  repeated  crystallisations  from  alcohol  it  is  obtained  in  flattened, 
lustrous,  pale-yellow  needles  which  melt  at  138°,  and  can  be  dis¬ 
tilled  without  decomposition.  It  is  freely  soluble  in  warm  alcohol, 
but  only  very  moderately  in  ether;  it  dissolves  in  conceutrated  sul¬ 
phuric  acid  or  nitric  acid  without  undergoing  any  change,  and  it  is 
only  very  slowly  acted  on  by  a  boiling  solution  of  potash. 

1.3.  ^-Dinitraniline ,  prepared  from  the  acetanilide  melting  at 
121°,  crystallises  from  boiling  water  and  from  alcohol  in  slender, 
lustrous,  orange-yellow  needles  which  melt  at  137°,  and  are  freely 
soluble  in  warm  alcohol,  but  only  sparingly  in  boiling  water,  and 
very  slightly  in  cold  water.  In  other  respects,  it  closely  resembles 
the  1.2.  3-compound  ;  its  constitution  is  established  by  the  forma¬ 
tion  of  paradinitrobenzene  when  it  is  treated  with  ethyl  nitrite. 

1.3. 0-Dinitra.cetanilide,  obtained  as  previously  described  by  the 
nitration  of  metanitracetanilide,  crystallises  from  alcohol  in  beautiful 
white  or  slightly  yellowish,  silky  needles,  which  melt  at  121°,  and 
dissolves  freely  in  warm  alcohol,  and  moderately  in  boiling  water. 
It  is  easily  attacked  by  aqueous  potash,  ammonia  being  evolved. 

1 .3  .^-Dinitraniline,  obtained  from  the  acetanilide  melting  at 
144°,  crystallises  from  boiling  water  in  slender,  bright,  lemon-yellow 
needles,  and  from  alcohol  in  lustrous  or  brownish-yellow,  prismatic 
needles.  It  melts  at  154°,  and  dissolves  very  freely  in  alcohol  and  in 
acetic  acid,  but  only  sparingly  in  ether.  It  gives  off  ammouia  when 
heated  with  potash,  dissolves  in  concentrated  sulphuric  acid,  and  is 
precipitated  unchanged  on  dilution.  The  sulphate  is  precipitated  in 
beautiful,  lustrous,  colourless  prisms  by  adding  sulphuric  acid  to  the 
acetic  solution  of  the  base,  and  allowing  the  whole  to  remain.  It  is 
decomposed  by  cold  water.  The  base  cannot  be  acetylated  by  the 
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nation  of  boiling  acetic  chloride.  Tts  constitution  is  demonstrated 
by  the  formation  of  orthodinitrobenzene  when  it  is  treated  with  ethyl 
nitrite. 

1 . 3  .  A-Dinitr  acetanilide  is  obtained  in  hard  nodules  consisting  of 
slender  needles  when  its  solution  in  boiling  alcohol  is  rapidly  cooled; 
when  the  solution  is  slowly  cooled  or  allowed  to  eyaporafe,  lustrous, 
yellowish,  rhombic  crystals  are  obtained,  which  melt  at  141°,  dissolve 
freely  in  warm  alcohol,  and  moderately  in  boiling  water. 

1.3.4-  Dinit roiodobenzene  is  prepared  like  the  1 . 2 . 3-compound. 
It  crystallises  from  alcohol  in  thin,  lustrous,  canary-yellow  needles 
which  melt  at  74'4° ;  it  dissolves  very  freely  in  hot  alcohol,  ether, 
and  chloroform,  but  only  very  sparingly  in  boiling  water.  When  heated 
in  a  sealed  tube  with  alcoholic  ammonia  for  four  hours  at  170°,  an 
iodonitraniline  is  obtained  in  pointed,  brown  needles,  with  violet  lustre. 
This  componnd  melts  at  174°,  dissolves  freely  in  warm  alcohol,  and 
has  very  feeble  basic  properties.  It  appears  to  have  the  constitution 
NET,  ;  I  :  X02  =  1:3:6,  since  it  is  converted  into  pariodonitro- 
benzene  by  boiling  with  ethyl  nitrite  and  alcohol.  S.  B.  A.  A. 

Action  of  Benzylamine  on  Methylene  Chloride.  By  K. 

Kempff  (Annaleu,  256,  219 — 232).  —  Methylenedibenzylmnine. 
C’E2(XH*CHvPh)2  is  formed  when  methylene  chloride  is  heated  with 
’benzylamine  at  100°  for  12  hours.  The  product  is  treated  with  water 
t  >  free  it  from  benzylamine  hydrochloride,  the  insoluble  oil  extracted 
with  ether,  and  kept  for  some  time  over  sulphuric  acid,  whereon  the 
methylenedibenzylamine  separates  in  crystals.  It  forms  colonrless, 
rhombic  prisms,  melts  at  45 — 46°,  and  boils  at  225 — 230°  with  partial 
decomposition  ;  it  is  insoluble  in  water,  but  readily  soluble  in  alcohol 
and  ether ;  it  reduces  silver  and  mercury  salts  at  the  ordinary 
temperature.  The  hydrochloride,  C]3Hi8X2,2HCl,  crystallises  from 
hot  water  in  colourless,  monoclinic  plates,  and  melts  at  240 — 242°. 
The  hydrohromide,  C15HlgX2,2HBr,  crystall  ises  from  alcoholic  ether  in 
silky  plates.  The  hydriodide ,  Ci5H18X2,2HT,  crystallises  from  benzene 
in  colourless  plates,  and  is  more  sparingly  soluble  in  water  and  alco¬ 
hol  than  the  two  preceding  salts.  The  sulphate ,  CisH^Xo.H^SOj  + 
2II20,  crystallises  in  colonrless  prisms  which  effloresce  on  exposure 
to  the  air;  the  acid  sulphate  and  the  nitrate  are  deliquescent.  The 
phosphate ,  C13H18X2,2II3P04,  crystallises  in  needles,  aud  melts  at 
228 — 233°.  The  platinochloride ,  C15HlsX2,H2PtCl6,  crystallises  in 
pale-yellow,  monoclinic  plates  ;  the  aurochloride,  C!3H!gX2,2HAuCh, 
in  golden  needles.  The  oxalate ,  C15H|8X2,2C2H204,  forms  colourless 
crystals,  and  melts  at  133 — 136°.  The  picrate,  Ci5H18X;,2C«H?X307, 
crystallises  in  light-yellow  needles,  and  is  very  sparingly  soluble  in 
alcohol  and  water. 

When  methylenedihenzylamine  hydrochloride  is  treated  with  potas¬ 
sium  nitrite,  the  nitrite  of  the  base  seems  to  be  formed, 

F.  S.  K. 

Action  of  Methylene  Chloride  on  Para-  and  Ortho-toluidine. 

By  H.  Gruxiiagen  (Annalen,  256,  285 — 313). — A  solid  and  a  liquid 
melliylenediparatoluidine  are  formed,  together  with  a  small  quantity 
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of  dimethylenediparatoluidine  (see  below),  when  paratoluidine  is 
heated  with  methylene  chloride  at  100°  for  about  84  hours.  The 
product  is  treated  with  water  to  dissolve  the  hydrochlorides  of  para¬ 
toluidine  and  dimeth ylcnediparatoluidine,  and  the  two  compounds  in 
the  residual  oil  are  partially  separated  by  treatment  with  ether,  in 
which  the  solid  methylenediparatolnidine  is  only  sparingly  soluble  ; 
the  liquid  compound,  on  keeping,  deposits  more  of  the  solid  sub¬ 
stance. 

The  liquid  methylenediparatolnidine,  Ci5H1E.X2,  boils  at  350°  with 
decomposition,  and  is  readily  soluble  in  most  ordinary  solvents  except 
water;  it.  dissolves  in  sulphuric  acid  with  a  green  coloration.  The 
basic  hydrochloride,  Ci5HlhN2.HCl,  is  a  brown,  amorphous,  unstable 
compound,  readily  soluble  in  alcohol,  but  only  sparingly  in  water; 
nil  the  other  salts  are  likewise  amorphous.  The  pi  at  i  nochlorule, 
(Oi5TJ|8X2)2,H2PtCl6,  and  the  aurochloride ,  CI5HtsN2,HAuCl4)  were 
analysed. 

The  solid  methylenediparatolnidine ,  Ci5HI8N2,  is  a  colourless,  amor¬ 
phous  compound,  melts  at  about  lob0,  and  boils  above  350°  with 
decomposition  ;  it  is  only  sparingly  soluble  in  ether  and  alcohol,  and 
insoluble  in  water.  It  dissolves  in  warm  dilute  acids,  but  separates  un- 
ebangi  d  on  cooling,  or  on  adding  alkalis  ‘  its  solution  in  sulphuric  acid 
shows  a  green  fluorescence.  All  the  salts  except  the  acid  oxalate  are 
amorphous  and  unstable.  The  hydrochloride.  C,5HlfiX2,2HCl,  is  soluble 
in  alcohol  and  water.  The  platinochloridc,  C',5HI8X,.H2PtClr„  anro- 
cldoride,  Cl5HibX2,,2HAuCl4,  and  the  oxalate,  C]5HlBX2,2C2H204,  were 
analysed. 

J  C  H- 

Dimethylenediparatoluidine,  C6H4Me*N<^^,  j_j'^>X-C6IT4iIe,  separates 

from  ether  in  crystals,  melts  at  about  90  with  previous  softening, 
and  is  soluble  in  alcohol,  but  insoluble  in  water.  The  hydrochloride, 
Ci6HlbN2'2HCl.  is  a  yellow,  crystalline  compound  readily  soluble  in 
water  and  alcohol.  The  av.r  odder  id  e,  CiCH,bN2,2H  AuC14,  is  a  yellow, 
crystalline  compound  readily  soluble  in  water  and  alcohol.  The 
hydrobromide,  Ci6H18X2,2HBr,  is  crystalline  and  readily  soluble  in 
water.  The  sulphate,  Ci6H18X2,H>S04,  crystallises  in  ill-defined  plates, 
and  is  only  sparingly  soluble  in  water.  The  isom'/row-derivative, 
C16H17X30.  is  formed  when  dimethylenediparatoluidine  is  treated 
with  nitrous  acid.  It  is  a  yellow,  crystalline  powder,  readily  soluble 
in  alcohol  and  ether,  but  insoluble  in  water,  and  it  does  not  give 
Liebermanu’s  nitroso-reaction.  The  platiuochluride, 

(C,eH17X30)2,HPtCl6) 

is  a  yellow,  crystalline  compound. 

A  liquid  methylenediorthotohiidine,  Ci5HI8X2,  and  the  solid  compound 
described  below  are  formed  when  orthutoluidine  is  heated  with 
methylene  chloride  at  110—115°  for  10  hours.  If  is  a  thick,  brown 
oil,  boils  at  350°  with  decomposition,  and  is  readily  soluble  in  alcohol 
and  ether,  but  insoluble  in  water.  The  platinochloride 

(C15H18X2)2,H2PtCl4, 
and  all  the  other  salts  are  amorphous. 
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Solid  mcthylenediortliotoluidine ,  CisII isX2,  separates  from  alcohol  in 
rhombic  crystals,  a  :  b  :  c  =  07181  :  1  :  T0023,  melts  at  about  135°, 
and  is  very  sparingly  soluble  in  water,  and  only  sparingly  in 
cold  other  and  alcohol.  The  salts  are  all  readily  soluble  in  water, 
moderately  stable,  and  crystalline.  The  hydrochloride,  C|6HlsN2,2HCl, 
hydrobromide ,  C|5HI8N2,2H  Br,  phosphate,  CisH^Xs.SHaPCb,  sulphate, 
CijHjsNa.ILSOi,  and  the  two  oxalates ,  Ci5Hi9N2,3C2H204  and 

Ci5HibN2,2C2H204,  were  analysed.  F.  S.  K. 


Action  of  Phenylhydrazine  on  Acetylurethane.  By  A. 

Anuufocci  ( Gassetta ,  19,  448 — 452)  — When  an  aqueous  solution  of 
acetylurethane  (1  part),  phenylhydrazine  hydrochloride  (To  parts), 
and  sodium  acetate  (2-5  parts)  is  heated  for  two  hours  on  the  water- 
bath  and  allowed  to  remain,  an  oily  substance  is  first  precipitated,  but 
subsequently  a  crystalline  deposit  is  formed;  the  residual  solution  on 
concentration  yields  a  further  quantity  of  oil.  The  solid  compound 
is  purified  by  recrystallisation  from  water,  and  by  precipitating  its 
solution  in  ethyl  acetate  with  light  petroleum  ;  it  crystallises  from 
ethyl  acetate  in  colourless,  hexagonal  tables,  melts  at  16C — 157°, 
dissolves  very  freely  in  ethyl  acetate  and  in  alcohol,  moderately  in 
ether  and  in  hot  water,  but  only  sparingly  in  cold  water.  It  gives  a 
reddish-brown  coloration  with  ferric  chloride.  It  has  the  composi¬ 
tion  C9H<jOX3,  the  condensation  presumably  taking  place  according 
to  the  equation  CfiHsX2  +  C5H&03N  =  C9H9ON3  +  H20  +  C6H5*OH  ; 
analogous  to  the  formation  of  l-phenyl-3-methyl-5-pvrazolone  from 
ethyl  acetoacetate  and  phenylhydrazine  (Abstr.,  1887,  G01).  The 
oil  above  mentioned  changes  on  standing,  or  on  treatment  with 
boiling  water,  into  the  crystalline  compound ;  it  is  probably  the 


real  hydrazoce,  and  is  analogous  to  the  compound  CMe<^ 


CH,*COOEt 

iy,HPh 


obtained  by  Knorr  ( loc .  cit.)  from  ethyl  acetoacetate. 

The  crystalline  compound  somewhat  resembles  pyrroline  in  its 
chemical  behaviour ;  it  dissolves  in  the  cold  in  solutions  of  potash, 
and  is  reprecipitated  unchanged  on  addition  of  hydrochloric  acid,  el¬ 
even  by  a  current  of  carbonic  anhydride  ;  it  crystallises  unchanged 
from  a  solution  in  concentrated  hydrochloric  acid.  It  further  re¬ 
sembles  phenylmethylpyrazolone  in  forming  both  a  neutral  and  an 


acid  silver  salt,  the  former,  C9H8OX3Ag,  is  insoluble  in  water ;  it  is  very 
stable  and  is  not  affected  by  moderate  heating  or  by  light;  it  melts  at 
200°  with  incipient  decomposition  ;  the  acid  salt,  C9HsOX3Ag  + 
C9H9ON3,  melts  without  decomposition.  The  author  considers  the 
new  compound  to  be  a  derivative  of  an  hypothetical  pyrroline, 


n:ch 

n:ch 


>NH,  which 


he 


terms  pyrrodiazole,  and  accordingly  to  have 


the  constitution 


NPlrCO 
A  !  CMe 


)>NET,  2-methyl-4-phenylpyrrodiazolonc. 


On  heating  the  sodium-derivative  of  this  substance  with  methyl 
iodide,  a  methylated  compound  is  obtained  which  bears  the  same 
relation  to  it  as  antipyrinc  boars  to  Knorr’ s  phenylmethylpyrazolone. 
It  crystallises  from  water  in  long,  acicular  prisms  which  melt  at  8-»°; 
VOL.  I, vm.  8  o 
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like  nntipvrine,  it  is  readily  soluble  in  water,  alcohol,  and  chloroform, 
but  only  very  sparingly  in  ether  and  in  light  petroleum. 

S.  B.  A.  A. 

Phenyl -7-hydro xybntyramide.  By  R.  Fjttig  and  L.  J.  Morris 
( Annalen ,  256,  155 — 157;  compare  Fittig,  Abstr.,  1884,  744,  and 
this  vol.,  p.  S79). — Phenyl-7-hydroxybutyramide,  Ci,iH,3OoiM,  crystal¬ 
lises  from  alcohol  in  large,  transparent,  anhydrous,  monoclinic  prisms 
melting-  at  86°.  and  from  water  in  colourless  prisms  containing  1  mol. 
H20,  which  it  loses  at  50°;  it  is  very  easily  soluble  in  alcohol  and  hot 
water,  and  readily  in  chloroform,  but  more  sparingly  in  ether.  The 
hydrochloride,  C1(iI1A02N.HC1,  crystallises  in  colourless,  hygroscopic 
needles,  and  is  very  unstable.  F.  S.  K. 

Substituted  Phthalimides  and  their  Conversion  into  the 
corresponding  Primary  Amines.  By  A.  Neumann  (Her.,  23, 
994 — —  Desylphthalimide.  COPIrCHPIrNiCktECh,  is  obtained  by 
the  action  of  potassium  phtlialimide  ondesyl  bromide,  COPlrCHPhBr; 
it  is  deposited  from  hot  glacial  acetic  acid  in  small,  slightly 
yellow  crystals  which  melt  at  157 — 158°.  Desylphthalamic  acid, 
COPlcCH  Ph-NH'CO’OeHyCOOH,  is  prepared  from  desylphthal- 
imide  by  hydrolysis  ;  it  is  best  purified  by  dissolving  in  dilute 
ammonia,  and  reprecipitating  with  hydrochloric  acid.  By  heating  with 
concentrated  hydrochloric  acid,  desylphthalamic  acid  is  decomposed 
into  de^ylamive,  COPlrCH PlrXH2.  and  phthalic  acid.  Desylamine 
hydrochloride  is  precipitated  from  solution  by  the  addition  of  con¬ 
centrated  hydrochloric  acid  ;  it  forms  small,  white  needles  melting  at 
210’.  Both  the  salt  and  the  free  base  are  extremely  unstable.  The 
plat innchlori de ,  (C14H  isNO^HoPtCU,  is  obtained  in  yellowish-brown 
crystals  melting  at  192 — 193°.  The  picrate  is  very  insoluble.  In  all 
probability  desylamine  is  identical  with  the  compound  obtained  by 
E.  Braun  (Abstr.,  1889,  013)  hj’  the  reduction  of  bcnzilmonoximc. 

Isoamyl jdithalimide  is  prepared  by  heating  together  isoamyl  brom¬ 
ide  and  potassium  phtlialimide  ;  it  is  a  colourless  liquid  boiling  at 
307 — 308°.  Isoamylphthahnic  acid .  melting  at  114 — 115°,  is  obtained 
by  hydrolysis.  It  is  decomposed  by  concentrated  hydrochloric  acid 
with  formation  of  isoamvlamine. 

Dobutylphthalimide ,  CHMeo'CHyNiCkHjCK,  is  obtained  in  a  similar 
manner  from  isobutyl  bromide ;  it  melts  at  93°,  and  boils  at 
293—295°. 

All i/lphthalim  ide,  from  ally!  bromide,  melts  at  70°,  and  boils  at  295°; 
it,  combines  directly  with  2  atoms  of  chlorine  or  bromine  ;  the  dicliloro- 
componnd  crystallises  from  hot  alcohol  in  needles  melting  at  93°.  By 
the  action  of  nitrous  acid  on  nllylphthalimide,  an  exceedingly  unstable 
comp  mnd  of  an  intense  blue  colour  is  formed  ;  the  colour  disappears 
on  drying,  and  by  treatment  with  dilute  acetic  acid  a  snbstance  with 
the  formula  CUH  H>N205  crystallises  out  in  small,  white  leaves  melting 
at  172 — 173°,  This  compound  is  stable,  and  is  probably  hydroxynitro- 
propyl  phtlialimide,  CyH^O.iN'CH/C^H^NO^-OH,  formed  by  the  action 
of  water  on  dinitropropylphthalimide,  with  the  elimination  of  nitrous 
acid. 

Methylenediphthalimide,  CH2!(N!Ci5IJ402)2,  is  obtained  from  methyl- 
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ene  iodide  and  potassium  plithalimide ;  it  is  deposited  from  boiling’ 
glacial  acetic  acid  in  light-brown  crystals  melting  at  2*26°,  and  yields 
phthalic  acid  and  ammonium  chloride  by  the  action  of  concentrated 
hydrochloric  acid.  ,T.  B.  T. 

Azocumic  Chloride.  By  P.  Ai/exefff  (Lull  Soc.  Chim.  [3],  3, 
206 — 207). — Azocumic  acid  (1  part)  is  lu  ated  at  50c  with  phosphorus 
pentachloride  (2  parts),  and  the  resulting  crystalline  mass  is  dissolved 
in  ether  and  recrystallised.  Azieuinic  chloride,  Rs(CfiH,Pr'COCI  )2, 
thus  prepared  forms  orange-red  crystals  of  the  monoclinic  system, 
<r  :  b  :  c  —  1'526S  :  1  :  ?,  =  53°  39',  and  melts  at  135".  The  substance 

is  but  slowly  decomposed  by  water  or  alkalis,  and  yields  with  alcohols 
the  salts  previously  described  (Abstr.,  1885,  390).  and  with  ammonia 
an  amide.  The  author’s  pupils  have  also  prepared  and  are  studying 
parazobenzoic  cliloride  melting  at  14.V5C,  and  metazcbenzoic  chloride 
melting  at  87 — 89°.  T.  G.  N. 

Action  of  Halogen  Acids  on  Phenylbutyrolactone.  By  R. 

Fittig  and  L.  ,1.  Morris  (Artnalen,  256,  157 — 159;  compare  Pittig, 
Abstr.,  1884,  744).- — Phenylchlorohnfyric  acid,  C,!H1,C102,  prepared 
by  treating  phenylbutyrolactone  with  concentrated  hydrochloric  acid 
in  the  cold,  separates  from  carbon  bisulphide  in  large,  monoclinic 
crystals  and  melts  at  70°.  Phenylbram  obvit/ri  e  acid.  Cu.HnBrCb,  melt¬ 
ing  at  69°,  and  phenyliodobufyric,  acid,  CV.HnlCb,  can  pe  obtained  in 
like  manner;  the  iodo-compound  crystallises  in  colouiless  plates, 
melts  at  77°  with  decomposition,  and  is  very  unstable.  F.  S.  K. 

Preparation  of  Cinnamic  Acid  and  its  Homologues.  By  L. 
C lai sen"  ( Bcr .,  23,  976 — 978). — Ethyl  cinuamate  is  obtained  by 
slowly  adding  benzaldekyde  (1  mol.)  to  sodium  wire  (1  at.),  con¬ 
tained  in  excess  of  ethyl  acetate.  The  mixture  is  allowed  to  remain 
a  short  time,  and  is  then  treated  with  water  and  acetic  acid.  After 
separating  the  aqueous  solution  and  distilling  off  the  unaltered  ethyl 
acetate,  an  oily  liquid  is  left  which  boils  at  260 — 270°,  and  from 
which  cinnamic  acid  is  obtained  by  hydrolysis.  The  yield  of  ethyl 
cinnamate  is  100 — 110  per  cent,  of  the  weight  of  the  benzaldchyde 
employed.  The  same  condensation  is  brought  about  by  the  action  of 
sodium  ethoxide  in  alcoholic  or  anhydrous  ethereal  solutions;  the 
cinnamic  acid  obtained  is  however  impure,  and  the  yield  is  small. 
Ethyl  benzalbntyrate  is  obtained  in  a  similar  manner  from  benzahh- 
hyde  and  ethyl  butyrate.  This  reaction  may  be  explained  by  suppos¬ 
ing  that  benzaldeyde,  ethyl  acetate,  and  sodium  unite  to  form  the 
sodium  compound  of  ethyl  phenylh  ydroxyprnpionate, 

ONa-OHPlrCHyCOOEt, 

and  that  the  free  ethereal  salt  obtained  after  acidifying  is  decomposed 
on  distillation  into  ethyl  cinnamate  and  water.  J.  B.  T. 

Preparation  of  Unsaturated  Aromatic  Acids.  By  L.  Eiugeano 
and  Bfdisutfaxo  (7 hill.  Hoc.  Chim.  [3],  3,  191-  193). — Benzaldchyde 
(1  mol.),  acetic  chloride  (1  inol.),  and  sodium  acetate  (3  mols.)  arc 
heated  in  a  reflux  apparatus  at  10(T  for  24-  hours.  The  mass  obtained 
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is  extracted  with  alkali,  and  an  almost  theoretical  yield  of  cinnamic 
acid  is  obtained  on  acidifying  with  hydrochloric  acid. 

This  combination  of  the  methods  of  Bertagnini  and  Pei'kin  is  thus 
expressed  : — 

CHyCOCl  +  C6H5-COH  +  »CH,-COONa  =  C6Ha-CH:CH-COOH  + 
CH3*COOH  +  NaCl  +(«  -  l)CH3-COONa. 

T.  G.  N. 

Synthesis  of  Thymolcinnamic  Acid.  By  L.  Nicotera  {Gazzetta, 
19,  357—301). — Dry  sodium  thymolglycollate  (92  grams),  benzalde- 
hyde  (43  grams),  and  acetic  anhydride  (180  grams)  are  heated  in  a 
reflux  apparatus  for  six  hours  at  150 — 160°,  the  product  which,  on 
cooling,  solidities  to  a  mass  of  brown  nodules  consisting  of  minute 
needles,  is  boiled  with  water,  allowed  to  cool,  and  the  yellowish  oil 
which  separates  heated  with  a  20  per  cent,  solution  of  sodium  car¬ 
bonate,  extracted  when  cold  with  ether,  and  the  alkaline  residue 
acidified  with  hydrochloric  acid.  A  white,  flocculent  substance  is 
thrown  down  mixed  with  a  yellow  oil;  the  former  is  treated  with 
light  petroleum,  the  solution  distilled,  and  the  residue  boiled  for  a 
few  hours  with  baryta- water  and  alcohol  ;  the  barium  salt  thus 
obtained  is  purified  and  decomposed  with  hydrochloric  acid,  and 
the  precipitate  crystallised  twice  from  alcohol.  Thymulciunamic 
acid  obtained  in  this  manner,  forms  minute,  colonrless,  odourless 
needles  melting  constantly  at  130°.  On  heating  on  platinum  foil,  it 
melts  and  volatilises  without  burning.  It  is  very  freely  soluble  in 
alcohol  and  in  ether,  only  moderately  in  hot.  and  very  sparingly  in  cold 
water.  It  probably  has  the  constitution  CHPh!C(CdOH)0-C6'HjjMePr. 
The  silver  salt,  Ci9H]903Ag,  is  white,  and  changes  a  little  on  exposure 
to  light,  especially  when  damp.  The  barium  salt,  (Cj9H)903)2Ba  + 
2TH..O,  crystallises  in  small,  yellowish  needles.  S.  B.  A.  A. 

Phenylsalicylic  Acid.  By  C.  Arbfxz  (Annalen,  257,  76 — 87). — 
"When  phenylsalicylic  acid,  prepared  by  Graebe’s  method  (Abstr., 
18SS,  477),  is  treated  with  phosphoric  chloride  (1  mol.)  at  100°,  it  is 
completely  converted  into  diphenylene  ketone  oxide  (xanthone)  ; 
concentrated  hydriodic  or  hydrochloric  acid  at  180°  brings  about  the 
same  change. 

Ammonium  plienylsalicylate  crystallises  in  long  prisms,  melts  at 
130°,  and  is  readily  soluble  in  water;  it  is  decomposed  by  boiling 
water,  and  when  heated  alone,  it  is  converted  into  diphenyl  ether 
(rn.  p.  28°).  The  potassium  salt  crystallises  in  large  rliombohedra, 
and  is  readily  soluble  in  water.  The  calcium  salt  (Ci3H903)2Ca  + 
2H30,  crystallises  from  hot  water  in  needles,  and  loses  its  water  at 
180°.  The  ethyl  salt,  Ci3Lf903Et,  boils  above  360°.  The  phenyl  salt, 
Ci3H903Ph,  crystallises  in  slender  needles,  melts  at  109°,  and  boils 
without  decomposition  ;  it  is  insoluble  in  water,  but  readily  soluble 
in  most  organic  solvents.  The  amide.  OPh-CsHyCO’AEh,  prepared 
by  treating  the  methyl  or  ethyl  salt  with  aqueous  alcoholic  ammonia 
at  the  ordinary  temperature,  crystallises  from  alcohol  in  prisms, 
melts  at  131°,  distils  without  decomposition,  and  is  readily  soluble  in 
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most  organic  solvents,  but  only  sparingly  in  hot  water  ;  when  treated 
with  phosphoric  anhydride,  or  hydrogen  chloride,  at  200 — 220°,  it  is 
converted  into  diphenylene  ketone  oxide.  The  anilide , 

OPlrCfiH4-CO-NHPk, 

is  formed  when  the  acid  is  heated  with  aniline  at  110°,  a  little  phos¬ 
phorus  trichloride  added,  and  the  mixture  heated  to  100°  ;  it  crystal¬ 
lises  from  alcohol  in  long  needles,  melts  at  97°,  and  is  very  readily 
soluble  in  ether,  benzene,  and  carbon  bisulphide,  but  only  sparingly  in 
water  and  is  insoluble  in  light  petroleum  ;  it  distils  without  decomposi¬ 
tion,  and  it  is  only  slowly  decomposed  by  alkalis.  The  art honitranilide, 
prepared  in  like  manner,  crystallises  in  slender,  yellow  needles,  melts 
at  121°,  and  is  soluble  in  most  ordinary  solvents  except  water  and 
light  petroleum;  on  reduction  with  tin  and  hydrochloric  acid,  it  is 
converted  into  the  anhydro-base ,  C,9HuX20.  which  crystallises  from 
a  mixture  of  ether  and  light  petroleum  in  colourless  needles,  melts  at 
147°,  and  forms  a  sparingly  soluble  hydrochloride. 

Dinitrodiphenylsalicylic  acid,  C]3i:I<0:.(X02)3,  is  obtained  by  nitrat¬ 
ing  phenylsalieylic  acid  in  the  cold,  and  purifying*  the  product  by 
means  of  the  barium  salt.  It  crystallises  from  benzene  in  colourless 
needles,  melts  at  153°,  and  is  readily  soluble  in  alcohol,  acetic  acid, 
and  chloroform,  but  onlv  sparingly  in  ether  and  benzene.  The  barium 
salt  (C,.,H7X207)2Ba  +  4iLO,  crystallises  in  yellow  plates,  loses  its 
water  at  120°,  and  is  only  sparingly  soluble  (0*2G7  in  100  parts  at  17°) 
in  cold,  but  more  readily  in  hot  water  and  alcohol.  The  calcium  salt, 
with  4tLO,  crystallises  in  plates,  and  is  more  readily  soluble  in  water 
than  the  barium  salt.  The  silver  salt,  Ci3H7X207Ag,  crystallises  from 
hot  water,  in  which  it  is  readily  soluble,  in  needles,  and  is  very  ex¬ 
plosive.  The  methyl  salt,  C]3H7N307Me,  crystallises  in  prisms,  melts 
at  120°,  and  is  readily  soluble  in  alcohol  and  ether,  but  insoluble  in 
carbon  bisulphide  and  light  petroleum.  The  ethyl  salt,  CKH7X207Et, 
crystallises  in  prisms,  and  melts  at  7G°.  The  amide,  C^HjNoOs’CO'XH^, 
crystallises  in  prisms,  and  melts  at  166°.  When  dinitrosalicylic  acid 
is  warmed  with  excess  of  fuming  nitric  acid,  it  is  decomposed  into 
dinitrophenol  [OH  :  (X02)2  =  1:2:4]  and  nitrosalicylic  acid 
[COOH  :  OH  :  XO.  =  1:2:5];  when  heated  at  150°  with  concen¬ 
trated  sulphuric  acid,  it  is  converted  into  /3-dinitroxanthone  (dinitro- 
diphenylene  ketone  oxide)  and  a  sulphonic  acid. 

Tribromophenylsalicylic  acid ,  C13H7Br303,  prepared  by  heating 
phenylsalieylic  acid  with  excess  of  bromine  at  150J,  crystallises  from 
glacial  acetic  acid  in  colourless  needles,  melts  at  17G°,  and  is  readily 
soluble  in  alcohol  and  ether,  but  only  sparingly  in  hot,  and  insoluble 
in  cold  water.  The  silver  salt,  Ci3HsBr303Ag,  is  amorphous  and  in¬ 
soluble  in  water.  The  ethyl  sa't,  Ci3H6Br303Et,  crystallises  from 
alcohol  in  prisms,  and  melts  at  G7°. 

Tribromoxanthone  ( tribromodiphenylene  ketone  oxide),  Cl3H6Br802,  is 
obtained  when  the  preceding  compound  is  heated  with  concentrated 
sulphuric  acid  at  150°;  it  crystallises  from  benzene,  sublimes  in 
needles,  and  is  readily  soluble  in  chloroform  and  carbon  bisulphide, 
but  only  sparingly  in  alcohol  and  ether,  and  insoluble  in  alkalis. 

F.  S.  K. 
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Ethyl  Phenylparaconate.  By  R.  Fittig  and  H.  Leoni  ( Annalev , 
256,  68 — S7  ;  compare  preceding  abstract). — Ethyl  phenylparaconate 
is  formed  when  phenylparaconic  acid,  prepared  by  the  method  pre¬ 
viously  described  (Fittig  and  Jayne,  Annultn,  216,  100),  is  dissolved 
in  alcohol  and  the  solution  saturated  with  hydrogen  chloride ;  it  is 
a  heavy,  colourless  oil  with  an  aromatic  odour,  and  boils  at  250 — 252’ 
(25  mm.). 

Phenylitaconic  nevh  CHPh!C(COOH)-OH2-COOH,  is  obtained  by 
treating  ethyl  phenylparaconate  with  sodium  in  dry  ethereal  solution, 
or,  better,  by  boiling  the  ethereal  salt  (2  mols.)  with  an  alcoholic 
solution  of  sodium  (1  mol.)  for  three  to  four  hours.  In  the  latter 
case,  as  soon  as  the  formation  of  a  precipitate  is  at  an  end,  the  alcohol 
is  evaporated,  the  residue  treated  with  water,  the  unchanged  ethyl 
phenylparaconate  extracted  with  ether,  and  the  aqueous  solution 
boiled  with  soda  for  about  half  an  hour,  in  order  to  hydrolyse  the 
ethyl  sodium  phenylitaconate.  The  solution  is  then  rendered  strongly 
acid,  and  the  precipitated  acid  separated  by  filtration.  The  acid  fil¬ 
trate,  on  evaporation,  yields  further  quantities  of  phenylitaconic  acid, 
a  very  small  quantity  of  phenylparaconic  acid  and  some  succinic  acid, 
formed  by  the  decomposition  of  the  phenylparaconic  acid  ;  the  yield 
of  phen3'litaconic  acid  is  about  85  per  cent,  of  the  theoretical.  It 
separates  from  hot  water  in  prismatic  crystals  and  from  very  concen¬ 
trated  solutions  in  cauliflower-like  aggregates,  melts  at  172°,  and  is 
readily  soluble  in  hot  water,  but  only  sparingly  in  cold  water,  ether, 
and  benzene,  and  very  sparingly  in  carbon  bisulphide  and  chloroform. 
The  barium  salt,  CuJH604Ba  +  2^HaO,  crystallises  from  boiling  water, 
in  which  it  is  only  very  sparingly  soluble  with  4  mol.  H20,  and  from 
cold  aqueous  solutions  with  24  mols.  H-.O,  which  it  loses  at  110 — 120°. 
The  calcium  salt,  CnHh04G’a,  is  a  granular,  crystalline  compound  even 
more  sparingly  soluble  than  the  barium  salt.  The  silver  salt, 
ChH804A  g2,  is  only  very  sparingly  soluble  in  hot,  and  almost  insoluble 
in  cold  water.  The  ethyl  salt,  tJnHt,04Kt2,  is  a  thick,  colourless  oil, 
and  boils  at  815°,  When  the  acid  is  heated  to  about  181°,  it  is 
partially  converted  into  the  anhydride,  which  distils  as  a  colourless 
oil,  but  on  heating  more  strongly  carbonic  anhydride  is  evolved,  and 
a  hydrocarbon  and  a  phenol-like  substance  pass  over,  together  with 
unchanged  phenylitaconic  acid  and  a  small  quantity  of  a  crystalline 
acid  which  is  iuso.uble  in  water.  When  phenylitaconic  acid  is 
treated  with  concentrated  hydrobromic  acid  in  the  cold,  or  boiled 
with  concentrated  hydriodic  acid,  only  a  trace  of  phenylparaconic 
acid  is  tornied,  almost  the  whole  of  the  acid  remaining  unchanged; 
when  boiled  for  half  an  hour  with  dilute  (1  :  1)  sulphuric  acid,  it 
yields  the  polymeric  phenylisocrotonic  acid  (m.  p.  179')  described  by 
Erdmann  (Annalen,  208,  54),  and  a  small  quantity  of  phenylbutyro- 
lactone,  but  about  half  the  acid  remains  unchanged. 

Phenylbromoparaconic  acid,  CnH9Br04  (14'48  grams)  is  obtained, 
together  with  the  isomeric  iso-acid  (1’56  grams),  when  finely  divided 
phenylitaconic  acid  (15‘05  grams)  is  suspended  in  water  and  treated 
with  bromine ;  the  crystalline  products  are  separated  by  filtration, 
w'ashcd  with  water,  dried,  and  recrystallised  from  boiling  chloroform, 
in  which  the  iso-acid  is  the  more  readily  soluble.  It  crystallises  from 
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chloroform  in  long,  rhombic  prisms  a  :  b  :  c  =  0*6538  :  1  :  1*6228, 
melts  at  99°,  and  is  readily  soluble  in  hot  ether,  hot  benzene,  and 
acetic  acid,  but  only  sparingly  in  light  petroleum  and  insoluble  in 
carbon  bisulphide;  it  is  decomposed  by  boiling  water,  and  by  sodium 
carbonate,  with  liberation  of  hydrogen  bromide  and  carbonic  anhy¬ 
dride,  yielding  benzoyl  propionic  acid,  and  when  reduced  with  sodium 
amalgam  in  acetic  acid  solution,  it  is  converted  into  phenyl paraconic 
acid. 

Pheny  l  isobromopar  (iconic  acid,  CnH9BrOi,  crystallises  from  chloro¬ 
form  in  large,  colourless,  rhombic  plates  a  :  b  :  c  —  0'5998  :  1  :  0  9756, 
turns  brown  at  135°,  and  melts  at  144°  with  decomposition  ;  it  is 
readily  soluble  in  ether,  glacial  acetic  acid,  and  hot  benzene,  but  only 
very  sparingly  in  carbon  bisulphide.  When  treated  with  sodium 
amalgam  in  acetic  acid  solution,  it  is  converted  into  phenylparaconic 
acid,  and  when  boiled  with  water,  it  is  converted  into  bcnzoylpro  - 


pionic  acid. 

Benzoylpropionic  acid  (m.  p.  116°)  does  not  crystallise  with  1  mol. 
H20,  as  stated  by  JBnrcker  (Ann.  Qhim.  Phys.  [5],  26,  433),  and 
the  barium  salt  is  also  anhydrous,  whilst  the  calcium  salt  crystallises 
with  4  and  not  with  3  mols.  H2Q,  as  stated  by  Burcker.  The  silver 
salt,  Gi0H9O3Ag,  crystallises  from  boiling  water,  and  is  stable  in  the 
light.  When  benzoylpropionic  acid  is  treated  with  sodium  amalgam 
in  alkaliue  solution,  and  the  whole  then  boiled  with  hydrochloric  acid, 
it  is  converted  into  phenyl butyrolactone,  but  small  quantities  of  a 
colourless,  amorphous,  neutral  compound,  and  an  acid  (m.  p.  165°) 
arc  also  produced  ;  the  acid  melting  at  165°  crystallises  from  hot 
alcohol  in  colourless  needles,  is  only  sparingly  soluble  in  ether,  and  is 
probably  identical  with  the  compound  obtained  by  Pechmann  by 


boiling  benzoylpropionic  acid  with  zinc-dust  and  acetic  acid. 

CH  -CH-COOH 

TJromophenylp araconic  acid,  CO  <(  I  ,  is  obtained  when 

0  — OH-C6H4Br 


phenylparaconic  acid  is  suspended  in  water  and  treated  with  bromine 
(1  mol.).  It  crystallises  from  benzene  in  nacreous  plates,  melts  at 
141*5°,  and  is  readily  soluble  in  alcohol  and  light  petroleum,  and 
moderately  easily  in  hot  water,  but  only  sparingly  in  carbon  bisul¬ 
phide  ;  it  is  not  decomposed  by  boiling  water,  and  when  treated  with 
sodium  amalgam,  is  reconverted  into  phenylparaconic  acid. 

F.  S.  lv. 


Phenylitaconic  Acid.  By  R.  Fittig  and  P.  Roders  (Amuilen, 
256,  b7 — 96). — Benzylsuccinic  acid,  CnH1204,  is  obtained  when 
phenylitaconic  acid  is  reduced  with  sodium  amalgam,  the  solution 
being  kept  only  slightly  alkaline  by  the  frequent  addition  of  dilute 
sulphuric  acid.  It  crystallises  from  hot  water  in  plates,  melts  at  161°, 
and  is  readily  soluble  in  hot  water  and  alcohol,  bnt  only  sparingly  in 
benzene,  chloroform,  and  cold  water.  This  acid  has  been  previously 
prepared  by  Perkin  (Trans.,  1888,  11)  from  benzylacetylenetctracar- 
boxylic  acid.  The  silver  salt,  CuHia04Ag2,  is  very  sparingly  soluble 
in  hot  water,  and  darkens  on  exposure  to  the  light  or  when  boiled 
with  water.  The  calcium  salt,  CuH]004Ca,  is  very  sparingly  soluble 
both  in  hot  and  cold  water.  The  barium  salt,  with  ^1120,  separates 
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as  a  powder  when  a  cold  concentrated  aqueous  solution  is  heated. 
The  anhydride ,  CuH*03,  prepared  by  distilling  the  acid,  crystallises 
from  light  petroleum  in  needles,  melts  at  102°,  and  is  readily  soluble 
in  chloroform,  benzene,  and  ether,  but  only  sparingly  in  light 
petroleum  and  carbon  bisulphide. 

Jienzijletliauetricarhoxylic  acid.  C12II,206,  can  be  prepared  by  treating 
ethyl  sodiobenzylmalonate  (b.  p.  169°,  12  mm.)  with  ethyl  chloraceto- 
acetate  in  alcoholic  solution  and  hydrolysing  the  product  with 
alcoholic  potash.  It  crystallises  from  warm  water  or  dilute  alcohol 
in  small  prisms,  and  is  moderately  easily  soluble  in  ether,  alcohol, 
and  warm  water,  but  insoluble  in  benzene,  chloroform,  and  carbon 
bisulphide;  when  boiled  with  water  or  when  heated  to  130 — 1G0°,  it 
is  converted  into  benzylsuccinic  acid  (m.  p.  161°).  The  calcium  salt, 
(0,5U#0ll)JCa,  +  GiH20,  separates  from  hot  water  in  a  flocculent  con¬ 
dition,  loses  4-i  mols.  of  water  at  10u°,  and  the  remainder  at  210°;  it 
is  more  readily  soluble  in  cold  than  in  hot  water.  The  barium  salt, 
with  2^H20,  loses  its  water  at  210°,  and  is  insoluble  in  both  hot  and 
cold  water.  The  silver  salt.  C,2H9OeAg3,  is  very  sparingly  soluble, 
and  darkens  on  exposure  to  the  light  or  Avhen  boiled  with  water. 

F.  S.  K. 

A  New  Reaction  of  Tannin.  By  C.  Bottixork  (Aunnlen,  256, 
241 — 344). — When  tannin  (1  part)  is  boiled  with  phenylhydrazine 
(1  part)  in  aqueous  solution,  a  mixture  of  substances  is  obtained 
which  is  soluble  in  ether  and  hot  water;  on  the  addition  of  soda  to 
the  aqueous  solution,  phenylhydrazine  is  liberated,  and  a  beautiful 
greenish -blue  coloration  is  produced.  The  substance  to  which  the 
coloration  is  due  can  be  isolated  as  follows  : — After  boiling  with 
phenylhydrazine  for  four  hours,  the  solution  is  concentrated,  the 
water  decanted,  the  reddish  residue  dissolved  in  hot  water,  and  the 
solution  acidified  with  hydrochloric  acid.  A  little  ammonia  is  then 
added,  the  solution  shaken  well,  decanted  from  impurities,  concen¬ 
trated  by  evaporation,  extracted  with  ether,  and  evaporated  to 
dryness;  the  residue  is  then  extracted  with  boiling  alcohol,  and  the 
solution  mixed  with  ether,  whereon  phenylhydrazine  hydrochloride  is 
precipitated,  and  the  new  substance  remains  in  solution.  It  crystallises 
fiom  water  in  colourless  stellate  groups,  turns  yellow  on  exposure  to 
the  air,  melts  at  112°,  decomposes  at  130 — 140°,  and  is  readily  soluble 
in  acetic  acid,  hot  water,  and  alcohol,  but,  only  sparingly  in  ether  and 
cold  water;  it  is  only  slowly  decomposed  by  concentrated  hydrochloric 
acid.  It  is  readily  soluble  in  phenylhydrazine  ;  if  this  solution  is 
boiled  with  acetic  acid,  an  oil  is  obtained  which  dissolves  in  soda 
with  a  beautiful  greenish-blue  coloration. 

When  tannin  is  boiled  with  phenylhydrazine  and  acetic  or  hydro¬ 
chloric  acid,  and  the  solution  then  treated  with  soda,  the  same  greenish- 
blue  coloration  is  produced,  but  on  shaking  the  solution  in  a  test-tube, 
reddish-yellow  stripes  are  also  observed,  probably  owing  to  the  forma¬ 
tion  of  gallic  phenylhyclrazide. 

Ammoniacal  solutions  of  the  tannin-derivative  described  above 
rapidly  darken,  becoming  first  light-blue,  and  then  violet.  In  its 
aqueous  solutions  lime-water  produces  a  blue,  and  baryta-water  a 
greenish-blue  precipitate;  in  boiling  solutions,  mercuric  chloride  gives 
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a  colourless,  silver  nitrate  a  black  precipitate.  It  gives  the  liydrazide 
reaction  with  concentrated  sulphuric  acid  and  ferric  chloride,  and 
with  ferric  chloride  alone,  first  a  blue,  and  then  a  green  coloration  is 
produced,  whilst  ammonium  carbonate  produces  a  violet  coloration. 
This  compound  occurs  in  the  decomposition-products  of  benzoyl- 
tannin  and  phenyl  hydrazine,  and  also  in  the  extract  of  Italian  sumach, 
but  it  could  not  be  detected  in  the  extract  of  oak-wood  or  oak-tan  ; 
the  phonylhydrazine-derivatives  obtained  from  tlic  oak-extracts  have 
a  totally  different  constitution,  and  aie  decomposed  by  concentrated 
hydrochloric  acid  at  12U'.  F.  S.  K. 

Nitro-derivatives  of  the  Indoles.  By  C.  Zatti  ( Gazzettu ,  19, 
260 — 263). —  Uinitroinethylketole ,  C9H7Xt04,  is  prepared  by  gradually 
introducing  methylketole  (jt-methylindole)  into  ten  times  its  weight 
of  concentrated  nitric  acid  (sp.  gr.  1*50)  placed  in  a  freezing  mixture. 
When  the  reaction  which  ensues  is  completed,  the  product,  which  is  a 
nearly  solid,  brownish-red  mass,  is  freed  from  excess  of  nitric  acid  by 
filtration,  and  dried  on  a  porous  tile.  It  is  then  dissolved  in  alcohol, 
the  solution  decolorised  with  animal  charcoal,  concentrated,  diluted 
with  water,  and  allowed  to  remain  for  some  time,  when  the  dinitro- 
dcrivative  crystallises  out  in  orange- yellow  needles,  which  blacken 
and  decompose  on  warming,  and  deflagrate  when  suddenly  heated  on 
platinum  foil.  It  is  soluble  in  warm  alcohol,  ethyl  acetate,  and  in 
acetic  acid,  less  so  in  benzene  and  chloroform,  and  only  very  sparingly 
in  boiling*  water.  It  has  an  acid  reaction,  and  dissolves  in  the  alkaline 
hydrates  and  carbonates.  A  silver  salt  can  be  obtained  as  a  gelati¬ 
nous,  yellowish  mass  by  dissolving  the  kctolc  in  ammonia,  diluting 
with  water,  and  adding  silver  nitrate.  An  isomeride  of  dinitrometliyl- 
ketole  is  prepared  by  gently  warming*  methylketole  with  nitric  acid 
(sp.  gr.  1*47)  and  diluting  with  water.  The  product,  after  washing 
and  drying  on  a  tile,  is  repeatedly  crystallised  from  alcohol,  decolorised 
with  animal  charcoal,  and  precipitated  from  a  solution  in  acetic  acid 
by  largely  diluting  with  water  ;  it  is  thus  obtained  as  a  very  light, 
white  po  vder  which  decomposes  on  heating.  It  is  more  soluble  in 
alcohol  and  ethyl  acetate  than  its  isomeride ;  it  is  sparingly  soluble  in 
benzene,  and  almost  insoluble  in  water  ;  it  dissolves  in  acetic  acid, 
and  is  reprecipitated  unchanged  on  dilution.  It  dissolves  in  the  alka¬ 
line  carbonates,  and  forms  sodium  and  silver  salts  like  its  isomeride. 

S.  B.  A.  A. 

Diphenyl -derivatives.  By  J.  Kaiser  (Annalen,  257,  95 — 10*2). 
— Diphenyl'phthaloylic  acid,  CeHjPh-CO^CbHpCOOH,  can  be  obtained 
by  heating  phthalic  anhydride  with  diphenyl  and  aluminium  chloride  ; 
it  is  best  purified  by  means  of  the  calcium  salt.  It  crystallises  in 
colourless  needles,  melts  at  220°,  and  is  readily  soluble  in  hot  alcohol, 
benzene,  chloroform,  and  ether;  it  dissolves  in  cold  concentrated 
sulphuric  acid,  yielding  a  deep  red  solution,  from  which  it  is  precipi¬ 
tated  unchanged  on  the  addition  of  water,  but  when  warmed  with 
concentrated  sulphuric  acid,  it  seems  to  be  converted  into  a  sulphonie 
acid.  The  calcium  salt,  (C2oHI3()3)3Cn,  separates  from  hot  concen¬ 
trated  solutions  in  crystals;  the  barium  salt  is  more  sparingly  soluble. 
The  silcer  salt,  C2i>Hi;iCaAg,  is  moderately  easily  soluble  in  hot,  but 
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only  sparingly  >11  t'old  water.  The  methyl  salt  separates  from  light 
petroleum  as  a  colourless,  crystalline  powder,  and  melts  at  85 — 9u°. 
mi  C6H4 - C*C,nH9 

ihe  compound  ^  >  prepared  by  heating  the  acid  with 

phenylhydrozine  at  1G0°,  crystallises  from  alcohol  in  slender,  colour¬ 
less  needles,  melts  at  192 — 194°,  and  is  insoluble  in  alkalis;  it  dis¬ 
solves  in  concentrated  sulphuric  acid  with  a  yellow  coloration.  The 

C  H  •  OC  H 

compound  ^  H.  '  ,  obtained  by  heating  the  acid  with  hydr- 

oxylatnine  hydrochloride  in  alcoholic  solution,  crystallises  in  plates, 
melts  at  180J,  and  is  readily  soluble  in  chloroform,  but  only  sparingly 
in  alcohol ;  it  dissolves  in  concentrated  sulphuric  acid  with  a  yellow 
coloration,  and  it  is  soluble  in  warm  alkalis. 

Pa r ally d r o x y d i p h e u y  1  (m.  p.  ICO — 102°)  was  prepared  by  diazotising 
paramidodiphenyl ;  it  is  identical  with  the  compound  obtained  by 
Latschinoff  (this  Journal,  1873,  749),  and  also  with  the  compound 
(m.  p.  151—152°)  obtained  by  Hiibner  (Abstr.,  18S2,  180).  The 
benzoyl-dev\vnt\ve  crystallises  in  colourless  plates,  melts  at  150°,  and  is 
readily  soluble  in  boiling  toluene,  but  only  sparingly  in  alcohol  and 
ether.  The  cireO/Merivative,  Ci2H9'OAc,  crystallises  in  plates,  melts 
at  S8 — 89°,  and  is  readily  soluble  in  alcohol  and  ether, 

F.  S.  K. 


Orthocresolbenzein.  By  0.  Doebner  and  G.  Schroeter 
(Anncilen,  257,  CS — 75). — Orthocresolbenzein,  OH'CPhfCsHaMe’OH^, 
is  obtained  by  gradually  adding  benzotrichloride  to  orthocresol,  and 
heating  the  mixture  at  100  for  several  hours.  The  unchanged  cresol 
is  removed  by  distillation  with  steam,  the  residue  dissolved  in  dilute 
soda,  and  the  dye  precipitated  from  the  filtered  solution  with  hydro¬ 
chloric  acid  ;  the  precipitate  is  then  dissolved  in  a  hot  dilute  solution 
of  sodium  sulphite,  and  the  filtered  solution  boiled  with  dilute  sul¬ 
phuric  acid  to  precipitate  the  dye.  It  is  a  dark-red  powder,  melts  at 
220 — 225°,  and  is  readily  soluble  in  glacial  acetic  acid  and  alcohol,  but 
only  sparing^  in  ether  and  cold  benzene,  and  almost  insoluble  in  water  ; 
it  dissolves  in  alkalis  yielding  reddish-violet  solutions,  which  become 
colourless  on  exposure  to  the  air,  or  when  warmed. 

J) i hi/< l roxyd im ethyl triph enylm ethane,  CHPh(C6H  JVIe*OH)2,  prepared 
by  boiling  cresolbenzei'n  with  sulphurous  acid,  crystallises  from  dilute 
alcohol  in  light-yellow  needles,  melts  at  170 — 171°,  and  is  readily 
soluble  in  alcohol,  ether,  benzene,  and  glacial  acetic  acid,  but  only 
sparingly  in  water;  it  is  soluble  in  soda,  and  gradually  turns  red  on 
exposure  to  the  air.  The  aceO//-derivative,  C2lHiS(OAc)2,  crystallises 
from  dilute  alcohol  in  yellowish  needles,  melts  at  94°,  and  is  readily 
soluble  in  alcohol,  ether,  benzene,  and  glacial  acetic  acid  ;  it  is  quickly 
decomposed  by  warm  alkalis,  and  by  concentrated  acids.  The  benzoyl- 
derivative,  C2iH1s,(0  Bz)2.  crystallises  from  dilute  alcohol  in  colourless 
plates,  melts  at  91’5°,  and  is  insoluble  in  water,  but  readily  soluble  in 
alcohol,  ether,  benzene,  and  glacial  acetic  acid.  The  dibromide , 
C2iHjKOBr2,  prepared  by  treating  cresolbenzei'n  with  bromine  in  well- 
cooled  glacial  acetic  acid  solution,  crystallises  in  compact,  yellowish- 
red  needles,  melts  at  130°,  and  is  insoluble  in  water,  and  only  sparingly 
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soluble  in  ether,  but  readily  in  alcohol,  benzene,  and  glacial  acetic 
acid.  The  di'ni'Zro-derivntivc,  C2iHls02(N02)2,  crystallises  in  bright- 
yellow  plates,  melts  at  127°,  and  is  readily  soluble  in  benzene,  alcohol, 
and  glacial  acetic  acid,  but  only  moderately  easily  in  ether,  and  inso¬ 
luble  in  water. 

Dimethyldihydroxybenzophenone ,  CO(C6H3iMc-OH)2,  is  formed, 
together  with  benzene,  when  c resol  benzoin  is  melted  with  potash. 
It.  crystallises  from  dilute  alcohol  in  colourless  needles,  melts  at  188°, 
and  is  readily  soluble  in  alcohol,  ether,  and  glacial  acetic  acid,  but 
only  sparingly  in  benzene  ;  it  is  volatile  at  a  temperature  below  its 
melting  point. 

Metac resol  combines  with  benzotrichloridc  yielding  a  dye,  but 
paracrcsol  gives  a  colourless  compound.  F.  S.  K. 

Pyrogallolbenzein.  By  O.  Dokuner  and  A.  Foetjster  ( Annalen , 
257,  60—68). — Pyrogallolbenzein ,  C^H^On,  is  obtained  by  heating 
pyrogallol  with  benzotrichloridc,  decomposing  the  chloride  produced 
by  boiling  it  with  water,  and  repeatedly  recrystallising  the  product 
from  hot  glacial  acetic  acid.  It  forms  small,  dark-green,  hygroscopic 
crystals,  which,  when  seen  by  transmitted  light,  are  bright-red,  and  is 
almost  insoluble  in  water,  light  petroleum,  benzene,  and  carbon  bisul¬ 
phide,  but  more  readily  in  alcohol,  ether,  hot  chloroform,  and  hot 
sodium  acetate,  forming  dark-red  solutions.  It  dissolves  in  alkalis, 
ammonia,  and  alkaline  carbonates  ;  the  neutral  solutions  are  bluish- 
violet,  but  if  a  trace  of  free  alkali  is  present  the  solutions  arc  deep 
blue.  It  is  partially  decomposed  by  mineral  acids;  in  neutral  solu¬ 
tions  of  the  ammonium  salt  most  metallic  salts  produce  bluish-violet, 
amorphous  precipitates.  The  uceb/Z-derivative,  C^IEoO^OAc^,  sepa¬ 
rates  from  hot  alcohol  in  well-defined,  bright-red  crystals,  melts  at 
20S°,  and  is  only  sparingly  soluble  in  cold  alcohol  and  ether,  and  inso¬ 
luble  in  water;  it  is  quickly  decomposed  by  warm  soda.  The  benzoyl - 
derivative,  CaeH2o07(OBz)4,  crystallises  from  hot  alcohol  or  acetone  in 
thin,  red  prisms,  with  a  green  reflex,  melts  at  281°,  and  is  almost 
insoluble  in  water  and  ether.  The  compound  C3!JHI80c(0*C5H904), 
prepared  by  treating  pyrogallolbenzein  with  valeric  chloride  at  160°, 
crystallises  from  alcohol  and  acetone  in  red  needles  with  a  green 
reflex,  and  melts  at  227 — 22S°.  The  pic-rate  of  pyrogallolbenzein 
crystallises  in  small,  red  needles. 

Jfydropyrogallolbenzc'in  is  obtained  when  pyrogallolbenzein  is  re¬ 
duced  with  zinc-dust  in  glacial  acetic  acid  solution.  It  crystallises 
from  dilute  acetic  acid  in  reddish  needles,  turns  red  on  exposure  to 
the  air,  and  loses  8  mols.  H20  at  110“;  the  anhydrous  substance  has 
the  composition  C19Hu05,  and  is  therefore  an  anhydride  of  hexa- 
hydroxytriphenylmethane.  It  dissolves  in  warm  concentrated  sul¬ 
phuric  acid  with  partial  decomposition,  yielding  a  violet  solution  of 
a  sulphonic  acid.  I1.  S.  K. 

Chlorine  Compounds  of  Tolane.  By  A.  Eii.oart  (Amer. 
Chem .  «/.,  12,  281 — 288) . — According  to  Wisliceuus’  theory  of 

geometrical  isomerism,  the  central-symmetrical  (/!-)  variety  of  tolane 
dichloride  should  be  more  stable  than  the  plaue-synimetrical(a-)  variety. 
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To  test  this,  the  action  of  heat  on  these  substances  was  studied. 
Tolane  tetrachloride  was  prepared  by  treating  benzile  with  excess  of 
phosphorus  pentachloride,  and  crystallising  the  product  from  light 
petroleum.  It  was  converted  by  reduction  with  zinc  into  the  dicblo- 
rides,  and  these  were  separated  from  each  other  in  the  manner  detailed 
by  Blank  (Abstr.,  1S89,  261),  and  recrystallised  from  alcohol.  The 
plane-symmetrical  dichloride  melted  at  139*5°,  the  central-svmmetrical 
at  5S°.  Two  grams  of  each  dichloride  was  placed  in  small  tubes,  and 
these  in  two  larger  tubes,  which  were  sealed,  and  then  heated  side  by 
side  in  an  oven.  The  contents  were  dissolved  in  alcohol,  and  the 
solntiou  was  cooled  and  filtered;  the  crystals  of  the  <x-dicbloride 
which  collected  on  the  filter  were  weighed,  and  so  was  the  mix¬ 
ture  of  dichlorides  obtained  by  evaporating  the  alcoholic  filtrate.  The 
weight  of  this  latter  was  also  ascertained,  and  the  amount  of  the 
a-dich!oride  in  the  residue  from  this  filtrate  was  then  calculated,  the 
solubility  of  the  *-  in  alcoholic  solutions  of  the  /3-variety  having  been 
determined  by  separate  experiments.  It  was  thus  shown  that  the 
plane-symmetrical  variety  undergoes  conversion  much  more  easily 
than  the  other,  as  we  should  expect  from  the  theory  ;  the  amount  of 
conversion  increased  with  the  temperature  and  with  the  time,  and 
reached  a  maximum  at  about  300°,  at  which  temperature  68  per  cent, 
of  the  at- variety  was  found  to  be  converted  into  the  ft-,  and  only 
32  per  cent,  of  the  ft -  into  the  ^-variety.  Moreover  the  relative 
amounts  of  a.-  and  /3-varieties  converted  at  any  temperature  were 
approximately  in  the  same  ratio,  namely,  GS  :  82. 

It  is  then  shown  that  Blank’s  statement  that  a  larger  amount  of 
plane-symmetrical  dichloride  is  obtained  then  the  theory  requires 
(that  is  than  one-third  of  the  total  dichlorides)  is  erroneous;  if  his 
results  are  corrected  for  the  alteration  in  the  solubility  of  the 
a-dichloride  in  alcohol  caused  by  the  presence  of  /3-dichloride,  the 
yield  does  not  exceed  the  theoretical  limit.  Reasons  are  given  for 
thinking  that  Blank’s  ditolane  hexachloride,  obtained  by  the  action 
of  zinc  on  tolane  tetrachloride,  was  merely  a  mixtnre  of  tetrachloride 
and  plane-symmetrical  dichloride,  which  had  crystallised  out  together. 

It  was  further  found  that  the  plane- symmetrical  dichloride  is  much 
more  easily  reduced  with  zinc-dust  and  alcohol  than  the  central- 
symmetrical  variety,  and  is  hence  the  less  stable  variety,  as  Wislicenus’ 
theory  asserts.  Also  by  chlorinating  tolane,  ‘*  ditolane  hexachloride  ” 
was  obtained  ;  this  has  been  shown  to  be  a  mixture  of  the  tetrachloride 
and  plane-symmetrical  dichloride  of  tolane ;  hence  the  plane-sym¬ 
metrical  dichloride  is  the  one  obtained  by  the  addition  of  chlorine  to 
tolane,  which  is  precisely  what  the  theory  requires.  C.  F.  B. 

Naphthylamidoacetic  Acid.  By  0.  Forte  ( Gazzetta ,  19, 
361 — 367). — Ethereal  solutions  of  naphthylamine  (2  mols.)  and 
chloracetic  acid  (1  mol.)  are  mixed  and  agitated  until  the  mass 
solidifies;  excess  of  water  is  added  and  the  ether  distilled  off;  the 
product  is  then  boiled  for  half  an  hour  and  concentrated,  when  a 
mixture  of  rose-coloured  crystals  with  a  brown  resin  is  deposited. 
This  is  collected,  repeatedly  boiled  with  barium  carbonate,  and 
the  filtered  solution  acidified,  when  naphthylamidoacetic  acid, 
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C,nH7-HX*CHVCOOH,  is  precipitated  as  a  white  powder.  The  yield 
is  about  50  per  cent.  The  acid  crystallises  from  a  mixture  of  alcohol 
and  water  in  small,  pale,  rose-coloured  needles  which  melt  without 
decomposition  at  102°,  dissolve  very  readily  in  alcohol,  moderately  in 
acetic  acid  and  acetone,  sparingly  in  ether  and  benzene,  and  only  very 
sparingly  in  hot  water.  It  undergoes  alteration  on  exposure  to  light 
and  air,  and  is  partially  resinified  by  recrystallisation  from  alcohol. 
The  aqueous  solution  gives  a  feebly  acid  reaction  with  litmus,  reduces 
silver  nitrate  and  mercury  salts  on  heating,  dissolves  the  oxides  of 
silver  and  lead  with  difficulty,  but  has  no  action  on  the  oxides  of 
mercury  or  zinc.  The  barium  salt ,  (Ci2H,0X 02)2Ba  +  211*0,  crystal¬ 
lises  in  hemispherical  tufts  of  small,  rose-coloured  prisms  soluble  in 
alcohol ;  the  copper  salt ,  (Ci>Hi,iXO.,)2Cn.  is  a  brownisli-red  powder. 

Acetijluaphthylamuloacrtic  acid.  CioHyXAc'GHyOOOH,  is  prepared 
by  heating  naphthylamidoacetic  acid  (15  grams),  acetic  anhydride  (30 
grams),  and  benzene  (100  grams)  for  14  hours.  The  product  is 
freed  from  benzene,  neutralised  with  sodium  carbonate,  and  the  solu¬ 
tion  decomposed  with  hydrochloric  acid  ;  a  soft  mass  is  precipitated, 
part  of  which  is  soluble  in  boiling  water;  the  insoluble  part  contains 
a  substance  which  melts  at  220°.  After  some  time,  the  aqueous  solu¬ 
tion  deposits  white  prisms  of  acetylnaphtliylamidoacetic  acid,  which 
melt  at.  154^,  and  leave  no  residue  when  ignited  on  platinum  foil. 
This  acid  is  freely  soluble  in  alcohol,  benzene,  acetic  acid,  and  acetone, 
but  onlj^  sparingly  in  hot  water  and  in  ether.  The  aqueous  solu¬ 
tion  has  an  acid  reaction,  and  decomposes  alkaline  carbonates.  The 
barium  salt,  (G^H]  X03)*Ba  -f-  5H2Q.  crystallises  from  aqueous  solu¬ 
tions  in  stellate  tufts  of  white,  prismatic  needles.  It  is  more  soluble 
in  cold  than  in  hot  water,  S.  B.  A.  A. 

a-  and  /3-Naphthylphenylene  Ketone  Oxide  and  Methyldi- 
phenylene  Ketone  Oxide.  By  E.  Puomixa  (Annalen,  257, 
87 — 95;  compare  this  vol.,  p.  3S9). — fi-Phenylenenaphthylenemethane 
C  H 

oxide ,  CH2<'nB  rj-  >0,  is  obtained,  together  with  naphthalene,  when 

'-'10  tj_G 

/3-naphthaphenone  oxide  (Abstr.,  18S7,  152)  is  distilled  over  zinc-dust ; 
it  crystallises  from  alcohol,  in  which  it  is  readily  soluble,  in  plates, 
and  melts  at  about  80°. 

Hydroxy-flt-naplithylhydroxyphenyl  ketone  (this  vol.,  p.  389)  melts 
at  103 — 100°  (not  04 — 06°),  and  is  very  readily  soluble  in  most 
organic  solvents.  The  mriAiy /-derivative,  C17HloOMe2,  is  a  yellow, 
crystalline  powder,  melts  at  64 — 66°,  and  is  readily  soluble  in  alcohol 
and  benzene. 

When  methyl  diphenylene  ketone  oxide  (methyl  xanthonc)  is 
melted  with  potash,  it  is  converted  into  d ihvdroxy methyl benzo- 
phenone,  but  this  compound  could  not  be  obtained  in  crystals. 

F.  S.  K. 

Compounds  of  Benzotrichloride  with  Phenols.  By  O. 

Doebxrk  ('Annalen,  257,  56 — GO). —  Benzoins,  analogous  to  plienol- 
benzein  (Abstr.,  1883,  861),  are  formed  by  the  action  of  benzotri¬ 
chloride  on  phenols,  but  only  in  the  case  of  those  in  which  the  para- 
position  to  the  hydroxy  1-gronp  is  unoccupied. 
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a.- Nrtphfhabenzem,  C5iH3R05,  is  prepared  by  heating  benzotrichloride 
(1  mol.)  with  a-naphthol  (1  mol.)  at  100°.  As  soou  as  the  evolution 
of  hvdrogen  chloride  is  at  an  end,  the  chloride  produced  is  boiled 
with  dilute  soda  and  the  filtered  solution  acidified,  whereon  the 
a-naphthabenzein  is  precipitated  in  brownish-red  flocks.  It  is  puri¬ 
fied  by  dissolving  it  in  alcohol,  precipitating  with  hydrochloric  acid, 
and  washing  the  precipitate  with  boiling  water.  It  is  a.  reddish-brown, 
amorphous  powder,  soluble  in  alcohol,  ether,  benzene,  and  glacial 
acetic  acid,  yielding  yellowish-red  solutions,  but  insoluble  in  hot  water. 
It  forms  dark-green,  amorphous  compounds  both  with  acids  and 
alkalis,  and  when  melted  with  potash  it  is  decomposed  into  benzoic 
acid  and  a-naphthol.  On  reduction  with  zinc  and  acetic  acid,  it  is 
converted  into  a  colourless  powder  which  seems  to-  be  dihydroxydi- 
naphthylphen  ylmethane.  CHPh(Cu,HyOH)2.  The  constitution  of 
naphthabenze'in  is  probably  expressed  by  the  formula 

CPli(CioH6-OH)yO'CPh(Cj0H6*OH)o.. 

The  compound  GPh(CioH70)2-0-CPh(CjnH70)2  is  formed  when 
/3-naphthol  is  treated  with  bcuzotrichloride  as  described  above.  It 
crvstallises  from  hot  nitrobenzene  in  small,  colourless  needles,  melts 
above  350°,  distils  with  only  slight  decomposition,  and  is  insoluble  in 
water,  alcohol,  ether,  benzene,  Ac. ;  it  does  not  combine  with  acids 
or  alkalis,  and  is  decomposed  by  concentrated  sulphuric  acid  into 
benzoic  acid  and  3-naphthol.  P.  S.  K. 

Amidochrysene.  By  E.  Bamberger  and  C.  Burg  do  re  (Her.,  23, 
1006 — 1001). — With  reference  to  Abrgg’s  statement  that  nitroehry- 
sene  cannot  be  reduced  by  the  usual  agents  (this  vol.,  p.  789),  the 
authors  state  that  nitrochrysene  is  reduced  by  tin  and  hydrochloric 
acid  in  the  usual  way.. 

Norwegian  Oil  of  Caraway-  By  C.  Xicolaysen  ( Bied .  Cenfr., 
1890.  278 — 279). — Norwegian  wild  caraways  contain  more  oil  than 
the  German  seed  (Christiania  seed  contains  0T  per  cent,  of  volatile 
oil,  Tromso  (3 St  per  cent).  'Phis  oil  is  a  mixture  of  carvol  and  car- 
veue,  the  proportions  varying  with  the  locality  of  growth.  Taking 
samples  from  three  districts,  the  percentage  of  carvene  averages  52, 
that  of  carvol  48.  whilst  the  specific  gravity  averages  0'9053.  The 
low  specific  gravity  of  Norwegian  oil  is  due  to  the  relatively  high 
percentage  of  carvene.  As  regards  rotatory  power  for  sodium  light 
at  16°  in  a  tube  of  10  cm.,  oil  from  Christiania  gave  +  8°  21', 
Tromso  oil  +  10°  12',  and  Gudbrandsthal  +  13°  6'. 

Oil  of  juniper  has  also  been  examined  ;  the  percentage  of  ethereal 
oil  in  the  ripe  berries  being  0'31  per  cent.  (Trondhjem),  iu  unripe 
berries  from  Gudbrandsthal  1'73  per  cent.,  and  iu  sprays  hearing 
ripe  and  unripe  berries  from  Tromso  1'91  per  cent.  E.  W.  P. 

Santoninoxime  and  its  Derivatives.  By  P.  Gucci  ( Gazzeiia .  19, 
3G7 — 382). — Santoninoxime,  C15H,9N03,  was  first  obtained  by  Can¬ 
nizzaro  (Abstr.,  1886,  73).  It  is  best  prepared  by  boiling  a  mixture 
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of  santonin  (5  parts),  liydroxylamine  hydrochloride  (4  parts),  alco¬ 
hol  (50  parts),  and  precipitated  calcium  carbonate  (3 — 4  parts)  for 
0 — 7  hours  on  the  water-bath  and  adding  an  excess  of  boiling  water 
to  the  clear  solution.  The  yield  is  80  per  cent,  of  the  santonin  em¬ 
ployed.  It  crystallises  from  alcohol  in  white,  lustrous  needles  which 
melt  at  216 — 219°  with  incipient  decomposition,  dissolves  readily  in 
alcohol  and  ether,  but  only  very  sparingly  in  boiling  water,  which, 
however,  has  no  chemical  action  on  it;  it  dissolves  in  hot  solutions  of 
the  alkaline  hydrates  and  carbonates,  forming  colourless  solutions, 
from  which  it  is  precipitated  unchanged  on  the  addition  of  an  acid. 
It  is  only  very  partially  rcsinified  by  boiling  with  acetic  acid,  or  dilute 
sulphuric  acid,  or  concentrated  hydrochloric  acid,  and  the  solution 
treated  in  this  way  has  no  reducing  action  on  Fell  ling’s  solution. 
It  is  split  up  into  its  constituents  on  warming  with  very  dilute 
hydrochloric  acid,  the  santonin  being  quantitatively  reproduced. 

The  acet fjl-denvative,  prepared  by  the  action  of  acetic  chloride  or 
anhydride  on  the  oxime,  crystallises  in  minute  needles  which  change 
in  colour  on  heating  to  70°,  and  decompose  at  201 — 203°.  It  is  soluble 
in  warm  glacial  acetic  acid,  but  is  almost  insoluble  in  the  cold  in 
that  solvent  and  in  alcohol,  ether,  benzene,  ttc.  It  dissolves  in  hot 
baryta-water,  and  on  treating  the  solution  with  carbonic  anhydride, 
filtering,  and  acidifying,  the  oxime  is  reprecipitated  in  a  state  of 
great  purity.  The  pure  oxime  so  prepared  is  lawogyrate,  the 
specific  rotatory  power  being  [«]d  — — S0'83 ;  for  the  crude  oxime 
[*]i>  —  —  8247. 

The  molecular  weight  of  the  oxime  was  confirmed  by  Raonlt’s 
method.  The  mother  liquors  from  the  oxime  obtained  in  the  ordinary 
way  (from  liydroxylamine  and  sodium  acetate)  also  contain  a  sub¬ 
stance  which  crystallises  from  absolute  alcohol  in  thin,  white  aggre¬ 
gates  which  change  colour  at  210°  and  decompose  at  228 — 231°. 
When  sodium  amalgam  is  gradually  added  to  a  solution  of  the 
oxime  (20  grams)  in  50  per  cent,  acetic  acid  (2^  litres),  care  being 
taken  that  the  temperature  does  not  rise  above  50°,  and  the  cold 
solution  treated  with  ether,  the  extract  only  contains  some  acetic 
acid  and  resinous  matters;  the  aqueous  solution,  however,  after 
being  heated  to  remove  the  ether,  and  concentrated  in  a  vacuum, 
yields  a  deposit  of  iridescent  plates  and  slender  needles  which  may 
be  separated  by’  fractional  crystallisation  from  00  per  cent,  alcohol. 
The  first  deposit  obtained  is  repeatedly  crystallised  from  alcohol,  and 
forms  large,  iridescent  plates  which  melt  at  152 — 153°;  the  subsequent 
deposit,  similarly  treated,  yields  opaque,  white  crystals  which  melt  at 
107‘5 — 108  5 ^  These  substances  are  isomerides,  and  have  the  mole¬ 
cular  formula  CislI]»Oa  ;  the  isomeridc  crystallising  in  plates  is  pro¬ 
duced  alone  if  during  the  preparation  heating  is  discontinued  as 
soon  as  the  crystallisation  commences  and  the  solution  is  then  strongly 
agitated  ;  protracted  heating,  on  the  other  hand,  leads  to  the  formation 
of  an  excess  of  the  second  isomeridc  ;  this  conversion  may  be  directly 
effected  by  heating  the  plates  with  dilute  acetic  acid  at  I0u'.  Acetic 
anhydride  has  no  action  on  cither  of  the  isomerides;  hot  solutions  of 
the  alkalis  dissolve  them  both,  and  on  prolonged  heating  tilt*  sub¬ 
stance  melting  at  152 — 153’  is  converted  into  its  isomeridc.  The 
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former  is  dextrogyrate,  [«]d  =  +  30'75 ;  the  latter  is  ltevorotatory, 
[*]D  =-73-73.  S.  B.  A.  A. 

Santoninphenylhydrazone.  By  G.  Grassi-Cristaldi  ( Gazzetta , 
19,  382 — 395).  —  Suvtoninphenylhydrazone,  CJ9H  ^OolC!  N2HPI1,  is  best 
prepared  by  boiling  phenylhydraziiie  with  an  acetic  solution  of  san¬ 
tonin  for  about  10  minutes  ;  the  deposit  is  purified  by  dissolving  it 
in  dilnte  hydrochloric  or  sulphuric  acid  and  reprecipitating  with  an 
alkali.  After  repeated  crystallisation  from  alcohol,  it  forms  straw- 
coloured,  shining  needles  which  melt  at  220 — -221°  with  decompo¬ 
sition.  On  gradually  heating  to  1U0°,  it  turns  red,  and  is  resinified  ; 
if  plunged  into  sulphuric  acid  heated  to  210°,  its  melting  point  rises 
to  224 — 225°.  It  is  almost  insoluble  ill  the  cold  in  the  ordinary  sol¬ 
vents,  but  dissolves  on  heating  with  alcohol,  benzene,  or  glacial  acetic 
acid,  but  only  sparingly  in  ether.  It  is  dextrogyrate,  [*]D  =  +  I52'42. 
It  dissolves  in  boiling  solutions  of  the  alkaline  hydrates  or  carbo¬ 
nates,  and  is  reprecipitated  unchanged  on  acidification  ;  it  also  dis¬ 
solves  in  cold  concentrated  sulphuric  and  hydrochloric  acids  ;  from 
the  latter  solution  an  orange-coloured  hydrochloride  is  deposited  on 
standing.  This  compound  is  unstable,  turns  yellow  on  exposure  to 
the  air,  and  is  decomposed  by  contact  with  alcohol.  The  p  latino- 
chloride  (C2iHJ402N2)2,H2PtCh,  is  a  yellow,  amorphous  powder.  These 
reactions  show  that  santoninphenylhydrazone  combines  the  basic  pro¬ 
perties  of  a  hydrazone  with  the  lactonic  properties  of  santonin. 

Hyposantoniv ,  C15Hlf,Oj,  is  prepared  by  reducing  an  alcoholic  solu¬ 
tion  of  the  preceding  compound  with  sodium  amalgam.  Santonin¬ 
phenylhydrazone  (10  grams)  is  dissolved  in  80  per  cent,  alcohol 
(1500  c.o.),  the  solution  is  acidified  with  acetic  acid,  care  being 
taken  that  the  temperature  does  not  exceed  50°;  sodium  amalgam 
is  then  gradually  added.  The  solution  becomes  first  red,  then 
yellow;  at  this  stage  two-thirds  of  the  alcohol  is  distilled  off  under 
reduced  pressure  and  the  reduction  continued  ;  more  alcohol  is  then 
removed,  Arc.  The  product  is  poured  into  a  large  excess  of  water, 
the  precipitate  separated  by  filtration,  the  solution  shaken  with  ether, 
and,  after  separation  of  the  ethereal  solution,  concentrated  on  the 
water-bath  ;  colourless,  shining  plates  of  hyposnntonin  then  separate 
on  the  surface  of  the  liquid.  After  recrystallisation  from  alcohol, 
this  substance  melts  at  152-  without  decomposition,  and  sublimes 
unaltered  in  a  current  of  carbonic  anhydride.  It  is  very  freely 
soluble  in  benzene  and  in  warm  alcohol,  ether,  or  acetic  acid,  but  in¬ 
soluble  in  water.  Unlike  santonin,  it  is  not  affected  by  exposure  to 
light.  It  is  dextrogyrate,  the  specific  rotatory  power  [*]D  =  +30’06. 
When  the  ethereal  extract  mentioned  above  is  evaporated  and  the 
residue  made  alkaline  and  distilled  in  a  current  ot  steam,  aniline 
passes  over,  and  the  residue  consists  of  resinous  matter  and  of  a  so¬ 
lution  of  the  sodium  salt  of  an  acid,  C!5H2403 ;  this  acid  crystallises 
from  water  in  shining  scales  which  melt  at  152 — 153°,  and  can  be 
volatilised  unchanged  in  an  atmosphere  of  carbonic  anhydride.  It 
is  very  freely  soluble  in  ether,  alcohol,  benzene,  acetic  acid,  or  hot 
water,  but  only  sparingly  in  cold  water.  It  is  dextrogyrate,  the 
specific  rotatory  power  [*]d  =  +34'04.  Hyposantonin  is  insoluble  in 
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cold  solutions  of  the  alkaline  hydrates  and  carbonates,  but  dissolves 
when  heated  with  them  ;  when  a  crystal  is  heated  with  a  mixture  of 
equal  parts  of  sulphuric  acid  and  very  dilute  ferric  chloride,  it  dis¬ 
solves,  and  after  a  time  the  liquid  acquires  a  violet  coloration, 
changing  to  green  (distinction  from  santonin).  When  santonin- 
phenylhydrazone  is  reduced  with  zinc  and  sulphuric  acid,  the  pro- 
duct  contains,  besides  hyposantonin,  aniline,  and  resins,  a  compound 
which  forms  small,  white  crystals,  melts  at  235°,  dissolves  in  hot 
ether  and  in  alcohol,  but  is  insoluble  in  acids  and  in  alkaline  car¬ 
bonates. 

Isohyposanfonin  is  an  isomeride  of  hyposantonin  which  is  formed 
when  that  compound  is  heated  with  an  excess  of  sulphuric  acid,  or 
precipitated  from  its  alkaline  solution  by  hydrochloric  or  sulphuric 
acid;  it  is  best  prepared  by  acidifying  a  hot  solution  of  hyposan- 
touin  in  baryta-water  with  hydrochloric  acid.  It  crystallises  from 
alcohol  in  shining,  white  pyramids  belonging  to  the  rhombic  system, 
melts  at  10S'5°,  and  sublimes  unchanged  in  a  current  of  carbonic 
anhydride.  It  is  less  soluble  in  benzene  and  in  alcohol  than  hypo¬ 
santonin,  but  it  is  more  soluble  in  hot  water,  and  equally  soluble  in 
hot  alkaline  hydrates  and  carbonates.  It  is  kevogyrate,  the  specific 
rotatory  power  [*]d  =  —  70°  31'.  S.  B.  A.  A. 

Alcoholic  Extract  of  Yeast.  By  J.  de  Ret-Pailiiade  (Bull.  Soc. 
Chim.  [3],  3,171 — 174).— In  previous  communications  (Abstr.,  IS88, 
1 101),  the  author  has  indicated  the  existence  of  a  principle,  philothion, 
occurring  in  alcoholic  extract  of  yeast  and  in  most  animal  and  vege¬ 
table  tissues.  1  litre  of  the  extract  prepared  as  previously  described, 
when  shaken  with  finely  divided  sulphur  (1  gram),  causes  the  forma¬ 
tion  of  10  milligrams  of  hydrogen  sulphide.  At  40°.  the  oxygen  dis¬ 
solved  by  the  alcoholic  extract  (4  5  c.c.  per  litre)  is  absorbed  iu  4  to  5 
hours,  and  the  peculiar  property  of  the  liquid  disappears.  The  extract 
when  acidified  with  hydrochloric  or  sulphuric  acid  loses  its  proper¬ 
ties,  which  are  restored  on  neutralisation.  Animal  charcoal  almost 
entirely  removes  the  philothion.  Carmine  and  indigo-carmine  are 
decolorised  by  the  alcoholic  extract,  the  rapidity  of  the  effect  being 
increased  by  a  previous  addition  of  alkali.  T.  G.  1ST. 

Action  of  Chlorine  on  Hsematoxylin  and  Logwood  Extract. 
By  W.  W.  Maceaklaxe  and  P.  S.  Clarksox  (( 'hem .  Keics,  61, 
160 — 162). — Logwood  when  “cured,”  that  is,  wetted  and  fermenta¬ 
tion  allowed  to  take  place,  is  more  active  tinctorial ly,  especially  on 
wool,  than  the  uncured  wood.  Various  workers  hax^e  investigated 
the  cause  of  this,  but  without  success.  The  authors  now  show  that 
luematein  is  produced,  and  doubtless  accounts  for  the  improvement. 
Experiments  made  by  the  authors  indicate  that  when  solutions  of 
logwood  extract  are  acted  on  by  chlorine,  the  depth  of  colour  obtained 
on  wool  mordanted  with  potassium  dichromate  and  potassium 
hydrogen  tartrate,  increases  with  the  quantity  of  chlorine  used,  up  to 
a  maximum,  after  which  a  dull  and  grey  shade  is  produced.  Less 
chlorine  is  required  at  80°  than  at  ordinary  temperatures,  and  the 
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colour  intensified  by  chlorine  is  quite  as  lasting1  as  that  from  “cured” 
wood. 

Experiments  with  hmmatoxylin  gave  similar  results,  and  it  was 
found  that  vhe  best  tinctorial  development  was  obtained  when  the 
proportion  of  chlorine  Avas  2  mols.  to  1  mol.  haunatoxylin,  or  when 
the  former  amounts  to  47  percent,  of  the  latter;  with  bleaching 
powder,  however,  half  this  quantity  suffices.  The  product,  by  treat¬ 
ment  with  ether  and  chloroform,  yielded  a  white,  crystalline  sub¬ 
stance  soluble  in  ether,  chloroform,  water,  and  acetic  acid ;  a 
brownish,  resinous  substance  readily  soluble  in  ether,  alcohol,  and 
water,  seemingly  a  chlorine  substitution-product  of  haunatoxylin  or 
haemateln,  which  takes  no  part  in  the  dyeing;  and  bright,  bronzy- 
greenish  scales  with  physical  and  chemical  properties  identical  with 
those  of  hannate'in.  Salting  out  the  product  from  the  action  of 
chlorine  on  haunatoxylin  yields  resinous  matters  only. 

Colouring  matter  from  “cured”  logwood,  separated  by  means  of 
alcohol  and  hydrochloric  acid,  is  the  same  as  litem  atom  obtained  by  the 
oxidation  of  haunatoxylin  in  presence  of  ammonia.  In  comparative 
dytvng  experiments  on  wool  made  with  this  colouring  matter, 
hannatcin  prepared  with  chlorine,  and  haunatoxylin,  the  shades  from 
the  two  former  were  twice  as  full  as  that  from  the  last  mentioned, 
and  the  wood  colouring  proved  slightly  duller  than  the  chlorine- 
hannatein.  On  cotton,  with  a  hath  containing  5  percent,  of  colouring 
matter,  44  of  sodium  carbonate,  5  of  sodium  hydroxide,  1  of  sodium 
sulphite,  and  1G  of  copper  sulphate,  the  reverse  was  the  case  :  the 
haunate’ins  being  of  little  practical  value  with  abundant  precipitation 
in  the  hath,  whilst  lirematoxylin  gave  darker  shades  with  little  or  no 
precipitate.  Haunatoxylin  reduces  Fchling’s  solution  more  strongly, 
but  more  slowly  than  luematein.  D.  A,  L. 

The  Molecular  Weight  of  Pyrrolene-derivatives.  By  G. 

Magxanini  ( Gazz',tta ,  19.  251 — 2G0).- — *3' - Dimef h ylpyrroline,  prepared 
from  */J'-dimcthylpyrroline  licarboxylic  acid  and  purified  by  boiling 
with  barium  oxide  for  12  hours,  boils  at  1G5  7  (con*.)  at  7G-V0  mm. 
pressure.  It  gives  normal  results  in  dilute  benzene  solutions  (up  to 
about  o  per  cent.),  but  rather  high  values  with  acetic  acid  or  concen¬ 
trated  benzene  solutions.  The  results  are  much  closer  when  calcu¬ 
lated  by  Arrhenius's  method. 

a-Acdylpyrroline  melts,  when  pure,  at  90* 5°  (corr.).  Normal  results 
were  obtained  from  aqueous  and  from  acetic  acid  solutions;  benzene 
solutions,  when  not  extremely  dilute,  gave  very  high  values. 

«•  Pyrrolmecarboxyl ic  odd  is  too  sparingly  soluble  in  benzene  for 
tlit*  use  of  that  solvent  ;  the  figures  obtained  from  an  acetic  acid 
s  dution  show  a  normal  molecular  weight,  but  are  somewhat  irregular 
on  account  of  the  marked  exhibition  of  surfusion  phenomena. 

Mcihyl  a-pi/rrolhif-carboxyla tp.  melts,  when  pure,  at  72  “°,  and  gives 
normal  results  in  dilute  acetic  acid  solution.  The  values  obtained 
from  the  acetic  acid  solutions  of  all  the  above  compounds  are  normal 
when  calculated  according  to  Arrhenius. 

lodole  (tf’triodojit/rroline)  is  only  very  sparingly  soluble  in  acetic 
acid;  the  solution,  however,  gives  normal  results;  extremely  dilute 
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(under  ^  per  cent.)  solutions  in  ethylene  dibromidc  likewise  give 
norunl  values,  but  these  rise  very  rapidly  with  increasing  concentra¬ 
tion  of  the  solution.  Curves  are  given  showing  the  relation  between 
the  molecular  weight  and  the  depression  of  temperature  for  all  the 
above  compounds.  From  the  foregoing  r,  -nits,  it  appears  that  all  the 
nyrrolenc-durivativcs  examined  follow  llaoult’s  law. 

S.  B.  A.  A. 

Action  of  Ethyl  and  Propyl  Iodides  on  Potassium  Pyrroline. 

By  C.  W.  Zaxktti  ((j'az?.p.t.ta,  19,  2b0  297  j.  -In  a  preceding  com¬ 

munication  (Abstr.,  1889,  727,  1208),  the  author  showed  that  the 
action  of  alcoholic  iodides  on  potassium  pyrroline  resulted  in  the 
simultaneous  formation  of  tertiary  pyrrol  ices  and  of  derivatives  in 
which  the  alcohol  radicle  is  united  with  carbon  :  the  action  of  ethyl 
iodide  thus  gives  rise  to  the  compounds  04ll]XEt,  (.\ld?ldtXlI,  and 
04H3KtXFt.  The  following  results  were  obtained  from  the  further 
investigation  of  these  compounds 

1.  Ethyl  pyrroline ,  t X  tI4X  Ft.  obtained  by  the  action  of  ethyl  iodide 
on  potassium  pyrroline.  and  purified  from  traces  of  pyrroline  and 
its  higher  homologues  by  boiling  with  freshly  fu^ed  caustic  potash, 
boils  at  129 — 1 30  (corr.)  at  702  mm. 

E t hijl dtbrorn om  >E],n  He,  CjBicOsXEt,  is  prepared  according  to  the 
method  indicated  by  De  Varda  (Abstr.,  1889,  57),  front  the  tetra- 
bromo-l-ethylpyrroliue  described  by  Bell  (Abstr.,  1879,  525).  The 
latter  compound,  which  crystallises  from  alcohol  in  small,  white 
needles  melting  at  S3 is  very  gradually  added  to  three  times  its 
weight  of  nitric  acid  (sp.  gr.  =  1'49)  cooled  down  to  0°  ;  a  brisk 
reaction  takes  place,  and  fumes  of  bromine  are  evolved,  leaving  a 
clear  solution.  On  pouring  the  latter  into  excess  of  water,  ethvl- 
dibromomaleimide  is  deposited.  By  repeated  crystallisation  from 
dilute  boiling  alcohol,  it  may  be  obtained  in  small,  yellowish  needles 
which  melt  at  93 — 94°. 

To  determine  whether  the  portion  of  the  product  of  the  action  of 
ethyl  iodide  on  potassium  pyrroline,  which  combines  with  potash  and 
boils  at  150 — 1903,  contains  one  or  more  ethylpyrrolines,  it  was 
heated  in  a  reflux  apparatus  for  10  hours  with  sodium  acetate  and 
acetic  anhydride.  The  product,  after  removal  of  the  excess  of 
acetic  anhydride,  yields  a  heavy  oil,  from  which  fractious  were 
separated  distilling  over  between  210 — 235°  and  240 — 2 55°  respec¬ 
tively. 

The  first  fraction  volatilises  in  a  current  of  steam,  and  contains 
only  1-acetylpyrrolines,  since  no  silver  compounds  are  obtainable.  A 
portion  of  this  product  distils  over  between  225°  and  2283,  and  has 
the  composition  CjHaEtX'Ac. 

The  fraction  boiling  between  240°  and  255°,  when  strongly  cooled 
in  a  mixture  of  ice  and  salt,  yields  a  deposit  which  crystallises  from 
alcohol  in  scales  melting  at  42 — 44°;  it  is  probably  identical  with 
the  ethylacctylpyrroline  described  by  Denustedt  and  Zimmermann 
(Abstr.,  188b,  1043).  The  silver  compound  of  this  substance  has  the 
composition  C4tLEfcAcXAg.  The  liquid  residue  is  freed  from  traces 
of  ] -acetyl  compounds  and  of  pyrroline,  and  extracted  with  ether; 
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the  extract  contains  an  oil.  soluble  in  water,  which  does  not  solidify 
when  placed  in  a  freezing  mixture,  and  forms  a  silver  compound  also 
having  the  formula  C4H2EtAcXAg. 

The  1  -diethylpyrroline,  C4H3EtNEt,  previously  described  by  the 
author  (loc.  cit.),  boils  at  105 — 175°  when  pure. 

The  action  of  propyl  iodide  on  potassium  pyrroline  resembles  that 
of  ethyl  iodide,  the  only  difference  being  that  a  smaller  quantity  of 
1-propyl  pyrroline  is  formed.  The  portion  of  the  product  which 
combines  with  potash  contains  a  mixture  of  propyl-  and  dipropyl- 
pyrrolines.  Potassium  pyrroline  (20  grams)  and  propyl  iodide 
(48  grams)  are  boiled  together  for  three  hours  ;  after  removing  the 
excess  of  propyl  iodide,  an  oil  is  obtained  only  a  portion  of  which 
combines  with  caustic  potash  when  boiled  with  it;  the  1-propyl- 
pyrroline,  which  is  not  affected,  is  a  colourless  liquid  boiling  at 
145‘5 — 1  fb  5°  at  755'8mm.  pressure.  On  decomposing  the  potassium 
compound  with  water,  distilling  in  a  current  of  steam,  and  extracting 
the  distillate  with  ether,  an  oil  is  obtained  boiling  at  140 — 220°;  this 
can  be  separated  by  fractional  distillation  into  a  propylpyrroline, 
CiHsPrNH,  passing  over  at  100 — 1S0°,  and  a  mixture  of  a  propyl¬ 
pyrroline  with  a  dipropylpyrroline. 

Prom  the  above  experiments,  it  seems  that  the  action  of  alcoholic 
iodides  on  potassium  pyrroline  is  similar  to  that  of  the  acid  chlorides. 
The  yield  of  tertiary  pyrroline  obtained  with  propyl  iodide  is  smaller 
than  that  obtained  with  ethyl  iodide,  and  this  ag-ain  smaller  than 
that  wit h  methyl  iodide;  this  probably  depends  on  the  temperature 
at  which  these  iodides  respectively  boil,  and  renders  it  probable  that 
no  l-pyrroline  at  all  would  be  obtained  if  an  iodide  of  a  higher 
alcohol  radicle  were  employed.  S.  B.  A.  A. 

The  Induline  Group.  By  0.  Fischer  and  B.  Hepp  (Annalen, 
256,  233 — 203  ;  compare  AbstV.,  18S8,  1291  and  1890). — Rosinduline 

i 

NH:CIoH5<Nrpu>C6H4,  is  obtained  when  benzeneazo-a-naphtliyl- 

amine  hydrochloride  (1  part)  is  heated  with  aniline  (2  parts)  and 
alcohol  (4  |  arts)  under  pressure  at  160 — 170a  for  six  to  eight  hours. 
The  alcohol  is  evaporated,  the  aniline  distilled  with  steam,  the  solu¬ 
tion  filtered,  and  the  residue,  which  also  contains  rosindone  (see 
below)  repeatedly  extracted  with  boiling  water;  the  combined 
filtrates  are  kept  for  a  few  days,  decanted  from  resinous  products,  the 
solution  acidified  with  hydrochloric  acid,  and  carefully  precipitated 
with  sodium  chloride.  The  hydrochloride,  C22H]5X3, HC1  -f-  3^B20, 
which  separates  from  the  solution  in  long,  red  needles,  is  decomposed 
with  soda,  and  the  base  extracted  with  oilier.  It  separates  from  cold 
ether  in  reddish-brown  plates,  melts  at  198 — 199°,  and  is  readily 
solub'e  in  ether,  benzene,  and  alcohol,  but  insoluble  in  water;  its 
solutions  absorb  carbonic  anhydride  from  the  air. 

Ethylrosind  aline,  C-mH.19X:,,  prepared  from  benzeneazo-a-ethyl- 
naphtbylamine  in  like  manner,  crystallises  in  slender,  green  prisms, 
and  melts  at  184°. 

Rosinduline  and  ethylrosinduline  dissolve  in  concentrated  sulpli- 
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uric  acid,  yielding  green  solutions,  the  colour  of  which  changes  to  red 
on  the  addition  of  water;  alcoholic  solutions  of  the  bases  show  a 
vellowish-red  llnorescence,  and  aqueous  alcoholic  solutions  of  the  salts 
are  tiei  v-red ;  both  compounds  arc  good  dyes.  When  rosindnline  is 
heated  with  concentrated  hydrochloric  acid  at  160 — 180s,  it  is  decom¬ 
posed  into  ammonia  and  rosindone. 

Rosindone,  crystallises  from  a  mixture  of 

alcohol  and  toluene  in  red.  hexagonal  plates  with  a  slight  green 
llnorescence,  and  melts  at  259'  ;  it  is  insoluble  in  alkalis,  but  soluble 
in  concentrated  acids,  and  when  distilled  over  zinc-dust  in  an  atmo¬ 
sphere  of  hydrogen,  is  converted  into  a-naphthaphenazine  (m.  p.  142s), 
identical  with  the  compound  prepared  by  Witt. 

Phenylrosinduline,  C^H]SN3,  lias  been  previously  described  (Abstr., 

1888,  1291)  under  the  name  of  rosindnline.  In  addition  to  the 
methods  already  given,  it  can  be  prepared  from  the  nitrosodiincthyl- 
a-naphthylamine  described  by  Pried  Hinder  and  Welmans  (Abstr., 

1889,  loO),  and  also,  very  conveniently,  by  mixing  benzeneazo-a- 
naphthylamine  hydrochloride  (1  part)  with  hot  aniline  (2  parts),  and 
immediately  heating  the  mixture  at  110 — 1  30“  for  four  to  tive  hours; 
if  the  mixture  is  first  heated  at  100 — 110  for  some  time,  the  principal 
product  is  tetranilidonaphthalene  (see  below).  The  product  is 
treated  with  sodium  carbonate,  the  aniline  separated  by  distillation, 
and  the  residual  phenylrosinduline  extracted  with  boiling  alcohol  in 
order  to  free  it  from  a-naphthaquinonedianil  (see  below).  When 
heated  with  hvdrochloric  acid  and  a  little  glacial  acetic  acid  at  200°, 
phenylrosinduline  is  converted  into  rosindone  (m.p.  259c)  and  aniline; 
when  rosindone  is  heated  with  aniline  and  a  little  aniline  hydro¬ 
chloride  at  120 — 1-10°,  it  is  reconverted  into  phenylrosinduline. 

Paratohjlrosindnline .  C6H4iIe*X!CioH5<^^p^^>C6E[4,  can  be  prepared 

from  rosindone  and  paratoluidine  in  like  manner;  it  crystallises  from 
a  mixture  of  chloroform  and  alcohol  in  brown  needles,  melts  at 
212 — 213°,  and  resembles  phenylrosinduline  in  its  properties.  Its 
salts  are  of  nearly  the  same  shade  as  those  of  the  phenyl-base.  When 
heated  at  200°  with  concentrated  hydrochloric  acid,  it  is  decomposed 
into  rosindone  and  paratoluidine. 

Isoparatolylrosinduline ,  XPh  !  CnjHj^^p^^sCsHiAIe,  is  obtained 

when  benzeazoparatolyl-a-naphthylamine  hydrochloride  (1  part)  is 
heated  with  aniline  (2  parts)  and  alcohol  (4  parts)  for  several  hours 
at  160 — 170°.  It  crystallises  in  reddish-brown  plates,  and  melts  at 
231 — 232°;  its  salts  resemble  those  of  rosindnline. 

J lethylrosmdone,  C^H^X^O,  is  formed,  together  with  aniline,  when 
isoparatolylrosinduline  is  heated  with  concentrated  hydrochloric  acid 
at  200°  ;  it  crystallises  from  boiling  toluene  in  reddish-brown  plates, 
melts  at  255°,  and  is  very  similar  to  rosidonc  in  its  properties. 

Trimethylphenylrosinduline ,  C6H 4M e*X ! C h>H ^  (C*  fj2  )^ ^ ’ ’s  f°rnir(* 

when  nitrosoethyl-a-naphthvlamine  is  treated  with  paratoluidine 
and  its  hydrochloride,  as  described  in  the  preparation  of  phenyl- 


910 


ABSTRACTS  OF  CHEMICAL  PAPERS. 


rosinduliue  {loc.  cit .)  It  crystallises  from  toluene  in  dark,  bronze- 
coloured  plates,  and  dissolves  in  concentrated  sulphuric  acid  yield¬ 
ing  a  green  solution  which  turns  red  on  diluting;  the  red  solu¬ 
tions  of  the  salts  have  ashade  more  blue  in  them  than  those  of  phenyl- 
rosinduline. 

Tripa ratohndonnph thalene  [(NHCtH^  =  1  :  2  :  4]  is  obtained  as  a 
bye-product  in  the  preparation  of  the  preceding  compound,  and  can 
be  isolated  by  extracting  the  melt  first  with  sodium  carbonate  and 
then  with  alcohol ;  it  crystalises  from  alcohol  or  from  a  mixture  of 
benzene  and  light  petroleum  in  colourless  needles,  melts  at  l!>9 — 160°, 
and  turns  reddish  on  exposure  to  the  air;  it  has  only  feeble  basic 
properties.  When  boiled  with  mercuric  oxide  in  benzene  solution,  or 
when  treated  with  some  other  oxidising  ageut,  it  is  converted  into 
t  ri  m  e  t  hyi  ph  en  ylro  si  n  d  u  1  i  n  e . 

Toluidonaphihaquinoneditolnide,  C31H07N3,  is  formed  as  an  interme¬ 
diate  product  in  the  oxidation  of  triparatoluidonaphthalene  to  tri- 
methylphenylrosinduline;  it  crystallises  in  orange-yellow  plates  and 
melts  at  147°. 

y _ 

Kaphthylrosinduline,  C,oIl7*N;C10H5<^ypp)>C6TI.|,  is  formed,  to¬ 
gether  with  the  isomer ide  described  below,  when  benzeneazo-*-di- 
naphthylamine  (1  part)  is  heated  with  aniline  (‘2  parts)  and  alcohol 
(4  parts)  at  ICO — 170°  for  about.  8  hours  ;  both  these  compounds  are 
also  produced  when  nitroso-*-dinaphthylamine  (1  part)  is  heated 
with  aniline  (2  parts)  and  aniline  hydrochloride  (1  part)  at  110 — 120.° 
The  deep-red  product  is  treated  with  sodium  carbonate,  the 
alcohol  and  the  aniline  separated  by  distilling  with  steam,  and  the 
insoluble  residue  extracted  with  boiling  alcohol,  whereon  napthyl- 
rosinduline  remains  undissolved,  and  the  isomcride  passes  into  solu¬ 
tion.  The  two  compounds  can  be  readily  distinguished,  as  the  former 
dissolves  in  concentrated  sulphuric  acid  yielding  a  bine,  the  latter 
yielding  a  green  solution.  Naphthylrosindnline  crystallises  from 
toluene  in  almost  black  needles,  melts  at  247 3,  and  dissolves  in 
alcohol  -and  dilute  acids  yielding  reddish-violet  solutions;  when 
heated  at  210°  for  8  hours  with  concentrated  hydrochloric  acid  and  a 
little  glacial  acetic  acid,  it  is  decomposed  into  a-naphthylamine  and 
rosin  done. 

Tsouaphthylrosindidine,  NPhlCioHj^^-p^CjoH,;,  crystallises  from 

toluene  or  xylene  in  deep-red  plates,  melts  at  25G°,  and  is,  generally 
speaking, much  more  sparingl}*  soluble  than  the  isomeride,  the  solutions 
being  of  a  mere  distinct  red  shade;  it  is  decomposed  by  hydrochloric 
acid  into  aniline  and  an  oxyphenyldina  plit.lt  azine,  of  the  composition 
CbeHiiTNcO.  The  last  named  compound  crystallises  from  cumene  in 
shining,  red,  hexagonal  plates,  melts  at  295°,  and  yields  rose-red  solu¬ 
tions  which  have  a  yellowish  fluorescence ;  on  the  addition  of  an 
acid,  the  colour  of  the  solutions  changes  to  yellow,  and  the  fluores¬ 
cence  becomes  more  marked.  When  distilled  with  zinc-dust  in  an 
atmosphere  of  hydrogen,  it  is  converted  into  a3-naphthazine. 

If,  in  preparing  phenylrosinduline  (“rosinduliue”)  by  the  method 
previously  described  {loc.  cit.),  the  reaction  takes  place  only  slowly, 
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there  is  formed  a  considerable  quantity  of  tri-  and  tetr-anilidonaphf  ha- 
lene;  the  two  compounds  can  be  separated  by  treatment  with 
alcohol. 

Trianilidonaphthulene  [(XI Il?h);,  =  1  :  3  4]  is  more  readily  soluble 
in  alcohol  than  the  tel  ranilido-derivative ;  it  separates  from  a 
mixture  of  benzene  and  light  petroleum  in  slender  needles,  melts  at 
148°,  and  has  feeble  basic  properties.  Its  solutions  show  a  blue 
fluorescence.  On  oxidation  with  mercuric  oxide,  it  is  converted  into 
phenylrosinduline,  a  yellow  compound  melting  at  about  14UJ,  probably 
anilidonaphthaquinonedianil,  being  formed  as  an  intermediate  pro¬ 
duct  :  this  yellow  substance  is  unstable,  and  on  further  oxidation  it 
yields  phenylrosinduline  and  trianilidonaphthalene. 

The  compound  CsjH^Xi  (m.p.  191°),  formed  in  the  preparation  of 
anilidonaphthaqninoneanil  (Abstr.,  1888,  473),  is  identical  with  the 
tetranilidonaphthalene  referred  to  above;  it  has  the  constitution 
[(XHPh)i  =1:2:3  :4],  and  its  solutions  show  a  blue  fluorescence. 

A  compound  of  the  composition  C3iH20Ni,  or  CsjHojNu,  is  formed, 
together  with  anilidophenylrosinduline  and  a  small  quantity  of  a 
blue  substance,  probably  dianilidonaphthaquinone,  when  tetranili¬ 
donaphthalene  is  boiled  with  yellow  mercuric  oxide  (3 — 4  parts)  in 
benzene  solution  for  about  half  an  hour;  it  separates  from  benzene  in 
orange-yellow  crystals  and  melts  at  109°.  On  further  oxidation,  this 
yellow  substance  is  converted  mainly  into  anilidophenylrosindu¬ 
line,  and  when  heated  with  alcohol  and  concentrated  sulphuric  acid, 
it  is  decomposed  into  aniline  and  a  compound,  probably  dianilido- 
•naphthtiqninone,  which  crystallises  in  blue  needles. 

Anilidophenylrosinduline,  C-ulhjX,,  crystallises  from  benzene  and 
alcohol  in  almost  black  plates,  melts  at  192°,  and  dissolves  in  con¬ 
centrated  sulphuric  acid  yielding  a  dark-green  solution  which  turns 
red  on  diluting. 

jc-Xaplithaquinonedianil,  C22H16N2,  separates  in  crystals  when  the 
alcoholic  solution  obtained  in  the  purification  of  phenylrosinduline 
(see  above)  is  evaporated,  and  on  further  concentration,  a  brown  sub¬ 
stance  melting  at  1  71°  is  obtained.  *-Xa.phthaquinonedianil  crystal¬ 
lises  in  golden  plates,  melts  at  187°,  and  is  sparingly  soluble  in 
alcohol,  but  more  readily  in  benzene;  it  resembles  Bandrowski’s 
diphenylparazoplienylene  in  its  properties. 

The  brown  substance  (m.  p.  171°)  is  a  molecular  compound  of 
napbthaquinonedianil  and  phenylrosinduline;  it  crystallises  from 
benzene  in  shining  plates,  and  is  decomposed  into  its  constituents  by 
boiling  alcohol  or  glacial  acetic  acid. 

Diphenylparauaphthalenediamine ,  Cr>lilaX2  (  p a ra dianil idonaphtha- 
iene),  is  easily  obtained  by  treating  an  alcoholic  solution  of  a-naphtha- 
quinouedianil  with  zinc-dust  and  glacial  acetic  acid  ;  it  crystallises 
from  alcohol  in  colourless  prisms,  and  melts  at  144°. 

The  following  azo-dyes  employed  in  this  investigation  were  pre¬ 
pared  by  the  well-known  method  (Fischer  and  Hepp,  Abstr.,  18S6, 
1041). 

Benzeneazoethyl-x-naphthylamine  crystallises  in  red  plates,  or 
prisms,  with  a  blue  reflex,  melts  at  70°,  and  is  readily  soluble  in 
alcohol  and  benzene;  it  dissolves  in  concentrated  sulphuric  acid  and 
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in  alcoholic  hydrochloric  acid,  yielding  reddish-violet  solutions.  The 
corresponding  phenyl- derivative  crystallises  from  alcohol  in  scarlet 
plates,  melts  at  151°,  and  is  readily  soluble  in  benzene,  but  only 
moderately  easily  in  alcohol  and  sparingly  in  light  petroleum  ;  its 
solutions  in  concentrated  sulphuric  acid  and  alcoholic  hydrochloric 
acid  are  of  a  beautiful  blue  colour.  The  corresponding  pa ratolyl- 
derivative  crystallises  from  alcohol  in  red  plates  with  a  bine  reflex, 
melts  at  144°,  and  resembles  the  phenyl-derivative  in  its  behaviour 
with  the  solvents  mentioned  above. 

Benzeneazo-x-dinnphthylamine  melts  at  128°,  and  is  readily  soluble 
in  benzene  and  alcohol  ;  it  crystallises  in  short,  orange-red  prisms, 
and  its  solutions  in  concentrated  acids  are  blue. 

Tt  has  been  previously  shown  by  Xietzki  and  Schmidt  (Abstr., 
188S,  943)  that  the  anilido-groups  in  dianilidoquinone  occupy  the 
para-position  ;  since  azophenine,  on  decomposition,  yields  aniline  and 
the  same  dianilidoquinone,  it  must  have  the  constitution 

[(XPh), :  (XHPh)2  =  1 :  4  :  2  :  5]. 

A  further  proof  of  this  constitution  is  afforded  by  the  fact  that  when 
symmetrical  diamidoquinonediimide  (Xietzki  and  Hagen  back,  Abstr., 
18S7,  47d)  is  heated  with  aniline  and  aniline  hydrochloride  at  120°, 
considerable  quantities  of  azophenine  are  formed. 

Bitoluidotoluqninone,  CailHftXjO;.,  prepared  by  boiling  toluquinone 
with  paratoluidine  in  alcoholic  solution,  crystallises  in  needles,  and 
melts  at  241°  ;  it  has  probably  the  constitution 

[0, :  (XHC,HV)3 :  lie  =  1  :  4  :  2  :  5  :  6]. 

Avilidotoluquinoneanil ,  C]9Hi6X20,  can  be  obtained  by  warming 
dianilidotoluqninoneanil  with  stannous  chloride  and  glacial  acetic  acid 
until  the  solution  becomes  light-yellow  ;  the  filtered  solution  is 
diluted  with  water,  the  precipitated  stannochloride  dissolved  in  hot 
alcohol,  decomposed  with  ammonia,  and  a  stream  of  air  passed 
through  the  filtered  solution  for  several  hours  ;  it  crystallises  in  red 
needles  and  melts  at  151°. 

Diphenyldiamidophenol  hydrochloride ,  Ci9H1GX20,HCl,  is  obtained 
when  azophenine  is  reduced  with  tin  and  hydrochloric  acid  in  acetic 
acid  solution  ;  it  melts  at  192°  with  decomposition.  The  base  has 
probably  the  constitution  [(XHPh)2  :  OH  =  1:3:4];  it  is  very  un¬ 
stable,  and  on  exposure  to  the  air  it  is  converted  into  anilidoquinone- 
anil. 

A  v  ilidoqv  in  on  edia  nil,  C24HI9X3,  is  formed,  together  with  various 
other  products,  when  azophenine  is  heated  at  1(50°  with  hydrochloric 
acid.  It  crystallises  from  alcohol  in  reddish-brown  needles,  melts  at 
229 — 230°,  and  dissolves  in  concentrated  sulphuric  acid  yielding  a 
blue  solution  which  turns  reddish- violet  on  diluting;  on  the  addition 
of  dilute  acids  to  an  alcoholic  solution  of  the  base,  a  reddish-violet 
solution  is  obtained,  from  which  wool  absorbs  the  colouring  matter. 
When  oxidised  with  potassium  dichromate  in  acetic  acid  solution, 
it  is  converted  into  a  bluish-violet  induline,  which  probably  corre¬ 
sponds  with  phenylrosinduline. 
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The  paranitroso-derivative  of  mcthylxylidine,  [XHMe  :  Men  = 

1  :  2  : 8],  is  a  beautiful  green  compound,  and  when  heated  willi 
aniline  and  aniline  hydrochloride,  it  yields  a  red  induline.  The  iu- 
d u lines  are.  therefore,  quinoneimide-derivatives  (indamines),  and  the 
safranincs  possibly  belong  to  the  same  class  of  compounds. 

F.  S.  K. 

Dextrococai'ne.  By  A.  Eixhorx  and  A.  Marquardt  (Her.,  23, 
979 — 988;  compare  this  vol.,  046). — The  authors  suggest  that 
the  “  met h vlcoeni'ue  ”  and  methvlecironine,"  prepared  by  U.  Lieber- 
mann  and  K.  Giesel  (this  vol.  p.  047)  from  niutlier  liquors  obtained  in 
the  manufacture  of  cocaine,  are  really  dextrococai'ne  and  dextroeego- 
nine,  which  are  formed  b}r  the  action  of  an  alkali  on  eegonine  during 
the  evaporation  of  the  mother  liquors.  For  the  better  characterisa¬ 
tion  of  the  compounds,  a  number  of  new  derivatives  have  been  pre¬ 
pared.  Uextroeocn'ine  is  best  separated  from  ordinary  cocaine  by 
means  of  the  hydrochloride.  The  aurochloride  of  dextroeocaiuo, 
CnHjiXO^HAuCb,  is  deposited  from  dilute  alcohol  in  small,  lustrous, 
yellow'  crystals  melting  at  149°.  The  platinochloride  is  very  insoluble 
in  water;  it  crystallises  from  dilute  alcohol  in  pale-yellow,  slender 
needles  which  melt  at  218°.  The  hydrobrolnide  is  obtained  from  hot 
water  in  the  form  of  long,  prismatic  needles.  The  iodide  and  nitrate 
crystallise  in  lustrous  leaves ;  both  they  and  the  sulphate  are  sparingly 
soluble  in  water.  Dextrococaiine  is  liberated  from  its  salts  by  the 
action  of  sodium  hydroxide;  it  is  at  first  obtained  as  an  oily  liquid, 
which  readily  solidities  on  adding  a  crystal  of  the  substance ;  it  crystal¬ 
lises  in  prisms  melting  at  48 — 4d°.  Benzoyl  dextroeegonine  hydro¬ 
chloride,  Cl6H19X01,HCI,  is  formed  by  heating  dextrococai'ne  with 
water  for  48  hours ;  the  solution  is  freed  from  benzoic  acid  by  shaking 
with  ether,  and  the  hydrochloride  precipitated  on  addition  of  hydro¬ 
chloric  acid  ;  it  crystallises  from  water  or  alcohol  in  needles,  or  in 
short,  broad,  well  developed  crystals  melting  at  244 — 245°.  The 
aurochloride  of  ethyldextroecgonine ,  CnH1SiX03.HAuCb,  is  deposited 
from  dilute  alcohol  in  orange-coloured  crystals  melting  at  115°. 
The  corresponding  propyl  compound  has  a  similar  appearance  and 
melts  at  182°.  The  isobutyl  compound,  CltH23X03,HAuCb,  crystal¬ 
lises  in  orange-coloured,  transparent  leaves  melting  at  130°.  The 
aurochloride  of  amyldextroecgonine  is  at  first  oily,  after  some  time 
it  solidifies  and  crystallises  from  absolute  alcohol  in  yellow  prisms 
melting  at  152°.  Ethereal  salts  of  benzoyldextroecgonine  are  formed 
by  the  action  of  benzoic  chloride  on  the  above  ethereal  salts. 
JEthylbencay Idextroecgoniue,  C5H7Xi\fe’CH(OBz),CH2'COOEt,  crystal¬ 
lises  from  ether  in  wdiite  prisms  melting  at  about  57°.  The  hydro¬ 
chloride  is  deposited  from  hot  water  or  absolute  alcohol  in  trans¬ 
parent  triangular  leaves  melting  at  215^.  Propylbenzoyldextro- 
eegonine  hydrochloride  crystallises  from  water  or  alcohol  in  white 
prisms  melting  at  220°.  The  hydrochlorides  of  the  coriesponding 
isobutyl  and  amyl  compounds  crystallise  in  interlaced  needles  melting 
at  201°  and  217°  respectively.  Amylbenzoyldetctroecgonine  hydro¬ 
bromide  is  comparatively  insoluble  in  water,  and  crystallises  in  white 
leaves.  The  above  salts  are  all  dextro-rotatory,  and  have  a  physio¬ 
logical  action  similar  to  that  of  cocaine.  The  authors  have  prepared 
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a  fresh  specimen  of  dextroeegonine,  from  methyldextroecgonine ;  on 
recrystal l isation  from  methyl  alcohol  it  melts  at  *257°,  instead  of  254°, 
as  previously  given  ;  Liebermann  and  Giesel  found  204°  as  the  melting 
point  of  their  “  methylecgonine.”  J.  B.  T. 

Determination  of  the  Molecular  Weights  of  Cholic  Acid, 
Cholesterin  and  Hydrobilirubin,  by  Kaoult’s  Method.  By  J.  J. 
Abel  ( Monatsh .,  11,  61 — 70). — The  author  contests  the  validity  of  the 
results  given  by  Nencki  and  Rotscliy  (this  vol..  p.  76)  on  the  ground 
that  unsuitable  solvents  were  used,  and  that  bilirubin  is  itself  changed 
on  solution  in  acetic  acid.  Making  use  of  pure  phenol  as  a  solvent, 
numbers  ate  obtained  closely  approximating  to  those  required  by  the 
formula?,  C2iHi0O5,Celi6O  ;  C2iH,n05  ;  ChJEByOH,  and  C3> HjnX, 07,  for 
the  phenate  of  cholic  acid,  cholic  acid,  cholesterin,  and  hydrobili¬ 
rubin,  respectively.  G.  T.  M. 
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Human  Respiration.  By  W.  Makcet  (Proc.  Hoy.  Soc .,  46, 
340 — 345). — Experiments  were  conducted  on  human  beings  at  diffe¬ 
rent  altitudes  on  the  Swiss  mountains,  and  to  avoid  the  disturbing 
influence  of  reduced  atmospheric  temperature,  on  the  Peak  of  Tene- 
riffe,  in  order  to  investigate  the  elfect  of  varying  pressure  on  the 
respiratory  exchange  of  gases.  It  was  found  : — 

1.  That  less  air  (reduced  to  0°  and  760  mm.)  is  breathed  at  high 
than  at  low  altitudes  for  the  formation  of  a  given  weight  of  carbonic 
anhydride  in  the  body. 

2.  Incidentally,  that  the  influence  of  food  on  the  formation  of 
carbonic  anhydride  is  that  the  maximum  expired  occurs  two  or  three 
hours  after  a  meal,  and  the  minimum  before  breakfast.  This  is  merely 
confirmatory  of  older  observations. 

3.  That  the  influence  of  food  on  the  relation  of  the  volumes  of  air 
breathed,  and  carbonic  anhydride  expired  is  marked,  the  volumes 
following  the  fluctuations  of  the  carbonic  anhydride,  except  four  or 
five  hours  after  a  meal,  when  the  carbonic  anhydride  expired  falls 
proportionately  faster  than  the  volumes  of  air  breathed. 

4.  That  local  atmospheric  pressure  has  a  marked  influence  on  respi¬ 
ration,  less  air  being  inspired  for  the  formation  and  emission  of  a 
given  weight  of  carbonic  anhydride  under  lower  than  under  higher 
pressures  ;  this  influence  varies  in  degree  in  different  persons. 

5.  Digestion  neutralises  in  a  great  measure  the  effects  on  any  local 

chaugc  of  atmospheric  pressure  on  respiration.  W.  D.  H. 

Chemistry  of  the  Urine  of  the  Horse.  By  F.  Smith  ( Proc . 
Hoy.  Soc.,  46,  328 — 340). — The  chief  object  of  this  research  was  to 
ascertain  the  difference  between  the  urine  of  work  and  the  urine  of 
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repose.  In  the  first  case  the  horse  was  worked  for  several  days,  and 
the  urine  of  the  next  24  hours  collected.  For  this  purpose  a  special 
stall  was  constructed  with  sloping  sides,  and  a  drain  beneath.  The 
urines  examined  numbered  96,  compleio  analyses  being  made  of  54. 
Normal  urine  was  found  to  be  invariably  turbid,  with  a  faint  ani- 
moniacal  odour  even  when  fresh,  and  al  ways  alkaline.  Large  quanti¬ 
ties  of  mucus  are  often  contained  in  the  urine,  particularly  in  that  of 
marcs.  The  following  table  shows  the  mean  composition  of  the 
24  hours’  urine  of  horses  at  rest  and  at  work. 


Rest. 

Work. 

Quantity . . . 

4935  e.c. 

4474  e.c. 

Specific  gravity . 

1/036 

1-036 

Grams. 

Grams. 

Total  solids . 

230P713 

232  157 

Organic  solids . . 

146-1649 

152-190 

Inorganic  solids . 

83 ’9004 

79*967 

Urea. . 

98- 

5110 

Ammonium  carbonate  as  urea  ... 

13*1185 

Ammonia . 

2-516 

5*3000 

Benzoic  acid . . . 

6*530 

— 

Hippuric  acid  . . . 

— 

15*5870 

Phosphoric  anhydride  .......... 

1-3000 

1*8970 

Sulphuric  ,,  . . 

10-6468 

15-2890 

Other  sulphur  compounds . 

7-3106 

7-6902 

Chlorine . 

31-7119 

21-9806 

Calcium  oxide . . . 

3-4367 

1-9027 

Magnesium  oxide . 

2-9750 

2-6300 

Potassium  oxide  . 

36-5900 

27-0600 

Sodium  ,,  . 

2-5000 

1-8400 

J.  W. 
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Fermentation  of  Mannitol  and  Glycerol.  By  P.  F.  Frank  land 
and  J.  J.  Fox  ( Froc .  Hoy.  Soc.,  46,  345 — 357). — The  micro-organism 
which  produced  the  fermentation  studied  in  this  paper  was  obtained 
from  sheep-dung  by  cultivation  in  glucose  peptone  solution  and  after¬ 
wards  in  gelatin-peptone  solution.  The  inoculations  into  the  fer¬ 
mentable  fluids  were  repeated  until  the  organism  was  of  perfectly 
uniform  character.  It  is  a  bacillus  whose  appearance  varies  with  the 
medium  from  which  it  is  taken,  being  mostlv  paired  (from  liquids), 
or  in  long  threads  (from  solid  gelatin).  No  spores  could  bo  dis¬ 
covered  in  any  of  the  cultivations. 
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In  solutions  containing  60  grams  of  mannitol  or  glycerol,  2  grams 
of  peptone,  30  grams  of  calcium  carbonate,  and  the  necessary  salts, 
fermentation  went  on  briskly,  more  especially  with  the  mannitol. 
The  chief  products  of  the  fermentation  were  found  to  be  ethyl  alcohol 
and  acetic  acid  :  hence  the  authors  propose  the  name  Bacillus  eth- 
aceticus.  Smaller  quantities  of  formic  and  succinic  acids  were  simul¬ 
taneously  formed.  The  proportion  of  alcohol  to  acetic  acid  in  the 
mannitol  fermentation  is  l*6o  :  1  ;  in  the  glycerol  fermentation  it  is 
2*1 1  :  1.  The  action  in  both  cases  is  incomplete.  Solutions  of 
glucose,  cane-sugar,  milk-sugar,  starch,  and  calcium  glycerate  are 
fermented  by  the  bacillus,  but  it  has  no  action  on  duleitol,  erythritol, 
glycol,  calcium  lactate,  tartrate,  citrate,  or  glycollate.  J.  W. 

Ferment-action  of  Bacteria.  By  T.  L.  Bruxton  and  A.  AIac- 
fadyen  ( Proc .  Boy.  Soc.,  46,  542—553).- — This  research  was  directed 
to  determine  in  what  way  certain  micro-organisms  liquefy  gelatin. 
The  bacteria  used  were  (1)  Koch’s  comma  spirillum  (2)  Finkler’s 
comma  spirillum,  (3)  a  putrefactive  micrococcus,  (4)  scurf  bacillus, 
(5)  Klein’s  “  Wolford”  bacillus. 

The  liquefaction  of  the  gelatin  might  be  caused  by  the  bacteria 
secreting  some  fluid  which  would  simply  dissolve  it  mechauically  ;  or 
the  solution  might  be  effected  by  the  gelatin  being  first  altered 
chemically  by  a  specific  enzyme  secreted  by  the  bacteria.  It  was 
found  that  a  temperature  of  100°  destroyed  both  the  bacteria  and  the 
power  of  liquefaction,  whilst  a  temperature  of  50°  destroyed  neither. 
Exposure  to  temperatures  between  60°  and  75°  killed  the  various 
organisms,  but  (in  all  cases  except  organism  No.  3)  did  not  affect  the 
liquefying  power,  although  active  bacteria  were  proved  to  be  absent. 
These  circumstances  seem  to  show  that  the  bacteria  which  liquefy 
gelatin  do  so  by  means  of  a  soluble  enzyme.  The  authors  succeeded 
in  isolating  this  enzyme,  and  in  demonstrating  its  peptonising  action 
apart  from  the  bacteria  which  produce  it.  They  sum  up  their 
further  results  as  follows  :  — 

The  most  active  enzyme  is  that  formed  in  meat  broth. 

Acidity  hinders,  alkalinity  favours  its  action. 

The  bacteria  which  form  a  peptonising  enzyme  on  proteid  soil  can 
also  produce  a  diastatic  enzyme  on  carbohydrate  soil. 

The  diastatic  enzyme  is  not  so  readily  separated  from  the  microbes 
which  produce  it,  but  where  that  has  been  accomplished  its  action  on 
starch  can  still  be  demonstrated. 

The  diastatic  enzyme  has  no  effect  on  gelatin,  and  vice  versa. 

The  bacteria  are  capable  of  evincing  an  adaptiveness  to  the  soil 
in  which  they  grow. 

The  microbes  are  capable  of  digesting  other  similar  bodies  such  as 
dextrose  and  muscle. 

Fatty  matter  is  not  affected.  J.  W. 

Gases  contained  in  the  Bladders  of  Fucus  vesiculosus  and 
Ozothellia  nodosa.  By  N.  Wille  ( Bied .  Gent..  1890, 252-253). — The 
gas  was  collected  under  water,  and  was  found  to  contain  35*0 — 37*57 
per  cent,  of  oxygen,  but  no  carbonic  anhydride  under  any  conditions. 
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If  the  plants  were  dried  for  10  hours  in  the  air  in  the  dark,  the 
bladders  contained  20‘76 — 20‘84  per  eont.  of  oxygen.  When  the 
plants  had  been  left  in  the  dark  for  12  hours,  then  the  percentage 
was  reduced  to  2  08,  whilst  after  24  hours  all  the  oxygen  had  dis¬ 
appeared.  The  gas,  therefore,  which  is  contained  in  those  bladders 
which  have  been  kept  in  water  close!}’  resembles  in  composition  the 
air  dissolved  in  sea  water.  E.  W.  P. 

Role  of  Potassium  in  Plants.  By  R.  Luricr.  {Aim.  Agronom.,  16, 
90;  from  Lamhv.  Jahrb.,  17.  887 — 918). -  Growing  the  common 
haricot  and  the  Spanish  haricot  in  complete  nutritive  solutions,  and 
also  in  the  same  solutions  with  potassium  compounds  only  omitted, 
the  author  finds  that  the  absence  of  potassium  does  not  affect  any  one 
function  or  organ  in  particular,  but  that  the  general  development  of 
the  plant  is  injured:  all  the  organs  are  formed  in  turn,  starch  and 
other  products  of  assimilation  are  produced,  but  the  plants  are  smaller 
and  fuller  than  those  grown  in  the  complete  solutions. 

As  the  cotyledons  contain  a  store  of  potassium  compounds,  they 
should  be  removed  as  soon  as  practicable.  The  author’s  resnlts  are 
not  in  accord  with  those  obtained  by  Noble  some  years  ago  on  buck¬ 
wheat,  from  which  lie  concluded  that  without  potassium  no  starch 
grannies  are  formed.  J.  M.  H.  M. 

Soluble  Carbohydrates  in  Seeds  of  Legumes.  By  W.  Maxwell 
(diner.  Chem.  J..  12.  205 — 209)  — The  author  has  previously  dis¬ 
covered  in  the  seeds  of  Pisum  sativum,  Faba  vulgaris.  and  Yicia  saliva, 
both  cane-sugar  and  a  substance  (“galactan  ’  )  which  yields  galactose 
when  boiled  with  dilute  mineral  acids,  and  mueic  acid  when  oxidised 
with  strong  nitric  acid  (this  vol.  p.  544), 

He  has  recently  detected  the  same  substances,  together  with 
dextrin,  in  the  seeds  of  Phas  eolus  vulgaris.  The  seed  material  was 
repeatedly  extracted  with  75  per  cent,  alcohol,  and  the  extract  boiled 
and  saturated  with  strontium  hydi oxide.  The  strontium  carbo¬ 
hydrate  compounds  thus  formed  were  suspended  in  water  and  decom¬ 
posed  with  carbonic  anhydride,  and  the  resulting  solution  evaporated 
to  a  syrup  and  extracted  with  alcohol.  From  the  alcoholic  extract, 
good  crystals  of  cane-sugar  were  obtained  ;  the  residue,  which  was  of 
a  whitish-yellow  colour,  was  dissolved  in  water,  and  the  solution  was 
purified  from  colouring  matters,  concentrated,  and  allowed  to  drop 
into  absolnte  alcohol,  A  white,  flake-like  substance  separated,  which 
yielded  galactose  when  boiled  with  dilute  mineral  acids,  and  mucic 
acid  when  heated  with  concentrated  nitric  acid ;  it  was  therefore  a 
“  galactan.” 

A  quantitative  estimation  was  made  by  extracting  the  seed  material 
with  water  at  37 — 40°,  inverting  the  solution  with  hydrochloric  acid, 
and  estimating  the  products  of  inversion  gravimetrical! y.  In  this 
way  it  was  found  that  the  seeds  of  Phaseolus  vulgaris  contain  5’36  per 
cent,  of  soluble  carbohydrates.  Some  of  the  seeds  were  then  allowed 
to  germinate,  and  when  the  radicle  was  15  mm.  long  the  development 
was  arrested  by  drying  the  seeds  at  100°,  and  an  estimation  of  the 
soluble  carbohydrates  was  made  as  before.  Only  3  35  per  cent,  of 
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these  was  now  found  ;  hence  32  per  cent,  of  the  soluble  carbohydrates 
iu  the  mature  seed  had  been  used  up  by  the  embryo  plant  in  the 
earliest  stage  of  its  development,  during  the  short  time  necessary  for 
the  protrusion  of  the  radicle,  and  before  the  appeai-ance  of  the 
plumule.  C.  F.  B. 

Bark  of  Xanthoxylon  Senegal  ense  (Artar  Root).  By  P. 
Gtacosa  and  il.  Soavk  ( Gazzetta ,  19,  303 — 333). — After  a  description 
of  the  known  species  of  Xanthoxylon  and  of  the  literature  of  the 
subject,  the  following  results  are  given  of  the  examination  of  artar 
root,  which  presumably  belongs  to  X.  Senegal  ense,  D.C. 

The  root  is  genera  Hy  cylindrical,  somewhat  contorted,  and  covered 
with  bark,  the  underlying  wood  is  pale  yellow  with  minute  white 
spots,  the  annual  rings  are  barely  visible,  the  medullary  rays  are  very 
line  and  waving,  and  meet  at  the  centre,  where,  however,  there  is  no 
pith  ;  the  wood  is  veiy  cdose,  tough,  hard,  and  heavy,  and  has  neither 
taste  nor  smell.  The  bark  is  covered  with  waving,  longitudinal 
furrows;  in  colonr  it  is  reddish-brown,  with  bright,  yellow  spots,  or 
yellow  with  greyish  patches  ;  it  has  a  peculiar  aromatic  odour,  and  a 
taste  which  is  aromatic  at  first,  then  burning,  and  causes  itching  of 
the  tongue. 

The  authors  have  previously  mentioned  (Abstr.,  1SSS,  1G7)  the 
occurrence  in  a  specimen  of  this  bark  of  a  fixed  oil,  of  a  neutral, 
crystalline  substance  melting  at  about  120°.  and  of  two  alkaloids,  the 
more  abundant,  of  which  is  amorphous  ;  the  other,  which  occurs  only 
in  small  quantity,  crystallises  in  large,  blood-red  needles  soluble  in 
hot  water. 

To  isolate  the  alkaloids  from  fresh  specimens  of  the  bark,  they 
are  powdered,  extracted  with  94  per  cent,  alcohol,  the  extract  con¬ 
densed  by  distillation  and  evaporation  to  a  syrupy  consistency,  made 
alkaline  with  soda,  and  extracted  with  ether  ;  on  treating  the  washed 
and  concentrated  ethereal  solution  with  hydrochloric  acid,  it  yields 
an  abundant  deposit  of  minute  needles  soluble  in  cold  water.  On  the 
addition  of  ammonia  or  soda  to  the  cold,  aqueous  solution  of  this 
hydrochloride,  the  base  is  precipitated,  as  a  light,  amorphous,  reddish- 
yellow,  floccnleut  powder,  the  hot  aqueous  solution  of  which  on  eva¬ 
poration  does  not  \ield  the  alkaloid  previously  mentioned  as  crystal¬ 
lising  in  red  needles,  ft  would  therefore  appear  that  the  latter  is  not 
a  constant  constituent  of  the  bark.  On  purifying  the  alkaloid  by 
repeatedly  combining  it  with  hydrochloric  acid,  recrystallising,  and 
decomposing  the  salt,  the  fii-st  portions  of  the  hydrochloride  which 
separate  were  found  to  be  more  insoluble  than  the  succeeding  portions. 
On  collecting  t lie  former  apart  and  treating  them  with  alkalis,  a  per¬ 
fectly  white  base  is  obtained.  This  appears  to  be  crystal lisable,  and 
dissolves  in  acids  forming  pale-yellow  salts;  the  hydrochloride  dis¬ 
solves  with  difficulty  in  water  and  alcohol,  and  crystallises  out  in 
pale,  yellowish  needles  which,  on  heating  at  200°  darken,  and  melt 

ut  270°. 

Artarine  is  the  principal  alkaloid  in  the  bark  of  artar  root,  of  which 
it  foi-ms  0  4  per  cent,  it  is  an  amorphous,  uncrystallisable,  rose-grey 
powder  which  darkens  a  little  on  exposure  to  light  ;  it  turns  brown 
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on  heating  to  210°,  and  melts  with  decomposition  at  240°;  when 
heated  on  platinum  foil,  it  melts,  decomposes,  gives  off  white  fumes 
having  an  odour  of  quinoline,  chars,  and  is  finally  burnt  away  with 
difficulty,  but  without  leaving  any  ash.  Tt  shows  an  alkaline  reaction 
to  damp  reddened  litmus  paper,  and  is  converted  by  acids  into 
golden-yellow  salts  ;  it  undergoes  no  change  by  prolonged  keeping 
over  sulphuric  acid.  It  dissolves  readily  in  ether,  boiling  amyl 
alcohol,  and  warm  acetone,  and  also,  when  freshly  precipitated,  in 
warm  methyl  alcohol,  only  with  difficulty  in  warm  chloroform,  and 
not  at  all  in  water  or  benzene.  It  is  sparingly  soluble  in  boiling 
98  per  cent,  alcohol.  The  hudr<clilond  ,  Cv  lbOs  OjHCl,  may  be 
purified  by  precipitating  its  alcoholic  solution  with  an  excess  of 
ether.  It  crystallises  in  large,  slender  needles,  occasionally  forming 
tufts  or  nodules;  it  is  blackened  on  heating  to  fit.) — 70°,  and  melts 
at  189°  with  decomposition.  It  is  freely  soluble  in  methyl  alcohol 
and  in  acetone,  readily  in  warm  chloroform  and  in  amyl  alcohol, 
moderately  in  warm  alcohol,  less  so  in  warm  water  (G  o  1 4  per  cent, 
at  14°  C.).  hut  is  altogether  insoluble  in  ether  and  in  benzene. 
The  presence  of  free  acid  considerably  diminishes  the  solubility  of 
the  hydrochloride,  and  of  all  the  other  artarine  salts.  Solutions 
of  the  hydrochloride  in  water  or  alcohol  are  inactive  to  light.  There 
are  probably  three  hydrates  of  this  compound,  containing  2,  3,  and 
4  mols.  HiO  respectively;  the  last  of  these  is  obtained  by  cooling  an 
aqueous  solution  saturated  in  the  cold  ;  it  melts  at  194  .  The 
p latinochloride  crystallises  in  slender,  pale  yellow  needles  which 
do  not  melt  at  290°,  and  are  insoluble  in  water  and  alcohol.  The 
hydriodide  is  obtained  by  the  action  of  potassium  iodide  on  the 
hydrochloride;  it  crystallises  in  very  slender,  interlaced,  yellow 
needles  which  dissolve  freely  in  warm  water  and  alcohol. 

Another  iodine-derivative,  C^H,.  XOjHIj  is  obtained  bv  treating 
the  cold  alcoholic  solution  of  artarine  with  a  solution  of  iodine  in 
potassium  iodide;  it  forms  aggregates  of  greenish-brown,  microscopic 
needles  which  are  insoluble  in  water,  and  only  dissolve  with  difficulty 
in  boiling  absolute  alcohol.  The  sulphate  is  a  white  powder,  con¬ 
sisting  of  microscopic  needles  ;  it  darkens  on  heating  to  60 — 70',  and 
melts  at  240°.  The  nitrate,  obtained  by  adding  potassium  nitrate  to 
an  aqueous  solution  of  the  hydrochloride,  is  a  thick,  gelatinous,  yellow 
mass  containing  a  few  microscopic  crystals.  It  crystallises  from 
alcohol  in  thin  plates,  a  little  longer  and  thinner  than  those  of  uric 
acid,  and  melts  at  212°.  The  phosphate  and  arsenate  crystallise  in 
dirty  yellow  aggregates  of  microscopic  prisms  which  are  only  very 
sparingly  soluble  in  water;  the  chro'mate  forms  very  long,  reddish-yellow 
needles  grouped  in  tufts  ;  the  hydrobromide ,  molybdate,  benzoate,  and 
salicylate  are  yellow,  semi-crystalline  powders  ;  the  undate  and 
tartrate  occur  in  hemispherical  aggregates  of  needles;  the  picrate 
foi  ms  dendritic  groups  of  very  bright  yellow  needles. 

The  analyses  of  the  compounds  of  artarine  agree  equally  well  with 
the  formula}  C2IH.,3X Oi  and  C2(,H17X05  (berberine)  ;  other  points  of 
lesemblance  and  distinction  between  artarine  and  berberine  are  as 
follows  : — 

Artarine  forms  yellow  salts,  the  solubility  of  which  is  diminished 
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by  the  presence  of  acids  ;  it  also  forms  a  periodkle,  and  generally 
resembles  berberine  in  its  reactions.  It  differs  from  berbjrine  in 
being  colourless,  uncrystallisable,  and  in  the  solubility,  melting 
points,  and  crystalline  character  of  its  salts.  It  also  dissolves  in 
sulphuric  acid  without  any  discoloration,  and  is  coloured  blood-red 
by  the  action  of  potassium  nitrate  and  concentrated  sulphuric  acid. 
The  hydrochloride  acquires  by  the  action  of  chlorine-water  at 
most  a  yellowish  tinge  which  is  dissipated  on  addition  of  ammonia. 
The  double  iodides  of  potassium  and  mercury  or  cadmium  give 
yellowish,  flocculent  precipitates,  and  the  iodide  of  potassium  and 
bismuth  gives  a  similar  red  precipitate,  all  of  which  are  insoluble  in 
excess  of  the  reagent  ;  phosphantimonic  acid  only  occasions  a  slight 
turbidity  which  disappears  in  excess.  If  the  formula  C2iH3<N04  is 
adopted  for  artarine,  its  constitution  is  probably  that  of  a  methyl- 
hvdroberberine. 

*  The  red  alkaloid,  previously  obtained  from  a  specimen  of  the  bark, 
crystallises  in  blood-red  needles  readily  soluble  in  water,  and  forms 
ve'llow  salts  when  heated  with  acids ;  the  hydrochloride  melts  at 
170°,  the  sulphate  at  265°,  and  the  platinochloride  at  290°.  Besides 
these  alkaloids,  the  authors  previously  isolated  from  the  light 
petroleum  extract  of  the  bark  a  neutral,  crystalline  substance  which 
is  either  identical  with  cubebin  (Ci0HwOj),  or  has  the  formula 
CuHu04.  This  substance  crystallises  in  transparent,  colourless 
prisms  which  melt  at  123°,  and  dissolve  readily  in  warm  ether, 
chloroform,  alcohol,  and  light  petroleum,  but  are  insoluble  in  water. 
Like  cubebin,  it  is  coloured  daik-red  by  concentrated  sulphuric  acid; 
on  the  other  hand,  neither  acetic  nor  pyrocateeliuic  acid  was 
detected  among  the  products  of  its  fusion  with  potash.  It  is  Gist 
coloured  wine-red  by  concentrated  sulphuric  acid  and  then  dissolved; 
in  the  presence  of  potassium  chromate,  it  acquires  a  dull  violet  colour; 
it  is  not  affected  by  potash  or  ammonia,  even  on  heating.  A  mixture 
of  sulphuric  acid  (4  vols.)  and  water  (1  vol.)  colours  the  crystals 
red  and  partially  dissolves  them  in  the  cold  ;  on  gently  warming,  the 
liquid  becomes  violet,  and  the  ervsta's  are  charred.  If  sulphuric  acid 
is  added  to  the  chloroform  solution  of  the  substance,  an  intense 
purple-red  coloratiou  is  produced  at  the  points  of  junction  of  the  two 
liquids. 

A  neutral  nitrogenous  substance  of  unknown  composition  has  also 
been  isolated  ;  it  forms  pale-yellow  crystals  melting  at  170°,  and  its 
alcoholic  solution  is  coloured  bright-green  by  ferric  chloride. 

S.  B.  A.  A. 
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Direct  Estimation  of  Chlorine  in  Mixtures  of  Alkaline 
Chlorides  and  Iodides.  By  F.  A.  Gooch  and  F.  W.  Mar  (Amer.  J. 
Sei.  [3],  39,293 — 302). — The  authors  have  shown,  in  a  great  number 
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of  experiments,  that  hydrochloric  acid  is  stable  under  the  conditions 
of  the  methods  described  below.  In  fact,  no  significant  loss  of 
chlorine  by  volatilisation  or  otherwise  took  placo  in  the  following 
cases,  selected  from  the  numerous  examples  given  in  the  paper: — 

1.  When  a  solution  containing  10  c.e.  of  sulphuric  acid  (1  to  1)  and 

1  gram  of  potassium  chloride  is  concentrated  from  400  c.c.  to  300  c.c. 
by  boiling  for  about  half  an  hour. 

2.  Or  when  a  solution  containing  10  c.c.  of  sulphuric  acid  (1  to  1), 
5  grams  of  iron-alum,  and  3  c.c.  of  nitric  acid,  sp.  gr.  1'40,  is  treated 
in  a  similar  manner. 

3.  Or  when  a  solution  containing  10  c.c.  of  sulphuric  acid  (1  to  1), 

2  grams  of  ferric  sulphate,  5  c.c.  of  nitric  acid,  about  0"5  gram  of 
potassium  chloride,  and  1  gram  of  potassium  iodide.  Or  when  nitrous 
fumes  were  substituted  for  the  ferric  sulphate. 

On  the  other  hand,  iodine  is  fully  expelled  from  hydriodic  acid  in 
the  presence  either  of  nitrous  acid  or  ferric  sulphate.  It  was  found 
that  without  some  agent  to  regenerate  the  ferrous  sulphate  pi-oduced 
in  the  reaction,  an  equilibrium  was  established  before  all  the  iodine 
was  expelled,  and  the  nitric  acid  was  added  for  this  purpose.  The 
methods  suggested  are  as  follows: — 

1.  10  c.c.  of  sulphuric  acid  (1  to  1),  2  grams  of  ferric  sulphate 
(either  as  iron-alum  or  ferrous  sulphate  oxidised  in  concentrated  solu¬ 
tion  by  about  0'3  c.c.  of  nitric  acid),  and  3  c.c.  of  nitric  acid  arc 
added  to  the  solution  of  the  alkaline  iodide  and  chloride,  diluted  to 
400  c.c ,  and  the  whole  boiled  until  the  steam  ceases  to  colour  red 
litmus  paper  greyish-blue,  a  reaction  found  by  the  authors  to  be 
characteristic  for  iodine  and  very  delicate;  the  chlorine  is  then 
determined  in  the  residue.  In  the  second  method,  the  iodine  is 
expelled  by  passing  in  the  gases  evolved  from  2  grams  of  sodium 
nitrite  bj*  the  action  of  dilute  sulphuric  acid.  A  trap  is  used  to 
prevent  mechanical  loss  of  liquid  during  boiling.  D.  A.  L. 

Estimation  of  Sulphur  in  Iron.  By  L.  Blum  (Zeit.  anal.  Chem., 
29,  138 — 139). — Lueion  liaviug  ascertained  that  the  presence  of 
bromine  has  no  influence  on  the  precipitation  of  barium  sulphate,  it 
might  be  supposed  that  when  estimating  sulphur  in  iron  by  dis¬ 
solving  in  hydrochloric  acid,  and  passing  the  gases  through  brominated 
hydrochloric  acid,  time  would  be  saved  without  any  compensating 
disadvantage  by  omitting  the  usual  evaporation.  Where  hydrocarbons 
arc  evolved  during  solution,  this  is,  however,  not  the  case.  There 
sire  formed  oily  brominated  hydrocarbons,  which,  becoming  entangled 
in  the  precipitated  barium  sulphate,  retard  the  filtration  so  much  that 
more  time  is  consumed  than  would  suffice  for  the  evaporation.  When 
evaporating  the  liquid  to  a  small  hulk,  these  brominated  products 
remain  adherent  to  the  basin,  and  at  the  same  time  the  further 
advantage  is  gained  of  expelling  most  of  the  hydrochloric  acid,  which, 
if  retained,  would  lower  the  result  by  its  solvent  action  on  the  barium 
sulphate.  M.  J.  S. 

Estimation  of  the  Total  Nitrogen  in  Manures.  By  E.  A  chin 
and  J.  Quexot  {Bull.  Soc.  Chim.  [3],  3,322 — 326). — Several  determina- 
yol.  lyiii.  3  g 
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tions  have  been  made  by  the  authors,  using  different  methods,  and  in  all 
cases  where  nitrates  are  mixed  with  ammonium  compounds  Kjeldahl’s 
method  gives  very  low  results.  The  estimation  of  the  total  nitrogen 
in  such  mixtures  by  treatment  with  sulphuric  acid,  phenylsnlphuvie 
acid,  zinc,  and  mercury,  gives  numb  rs  which  are  approximately 
correct.  The  authors  consider  that  the  treatment  of  manures  with 
ferrous  sulphate  in  order  to  destroy  the  nitrates  (which  are  deter¬ 
mined  in  a  further  sample  by  Sehloeslv g’s  method;,  before  applying 
Kjeldabl’s  method,  is  satisfactory,  ex  •  pi  that  no  separation  of 
organic  nitrogen  as  existing  apart  from  a’ammiium  salts  is  possible. 
They  have  devised  the  following  process,  in  which  use  is  made  of  the 
fact  that  tannic  acid  precipitates  the  thiamin  contained  in  the 
manure,  and  thus  rei  ders  the  organic  aitmgs:!  insoluble: — 1  gram  of 
the  manure  is  plac  1  on  a  small  fib  r.  and  is  exhausted  with 
3d — 4<)  e.c.  of  a  2  pn  cent,  ts.nr.ir  s-' .  "G  ,i.  Ti  e  nitrogen  contained 
in  the  residue  is  estimat'd  by  K;<  ,:u  o  r  md,  and  is  the  organic 
uitiogen.  whilst  the  filtrate  sisana  ly  *v>  .  *.  1  gives  that  existing  as 
ammonium  salts;  the  nitrogen  rr.  Sr'.t.fr  &.>  *  .;tii  g  acid  being  determined 
bv  Schloesing’s  math  >d.  Ia  the  t  *s-  b  o.vn  tr&s  emilaining  ammonium- 
magnesium  phosohatr.  1  grate  f  -t^varo  sh  nld  be  digested  with 
1 1*5  gram  of  tannin  in  150  c.:e.  of  carls  i-r  acil  water  for  15  hours;  the 
residue  and  filtrate  are  t  <  bo  tree*;:  i  above  described.  The 
results  published  point  to  the  njturoev  ul  tile  method. 

T.  G.  X. 

Test  for  Nitrous  Compounds  in  Sulphuric  Acid.  By 

J.  II.  Wilson  (J.  Phan*.  fsT,  20.  541  . —  Resorcinol  is  a  delicate 

and  convenient  test  for  nitvc  g$  e<  mro  a  - is  in  sulphuric  acid,  as  it 
immediately  orodu-roa  a  tnar«  or  ;.  vafo.  yellow  c*oour,  according 
to  the  quantity  of  these  com  pounds  >.  *  s  ut  m  the  ac‘d.  1  c.c.  of  the 
acid  is  added  to  5  e.c.  of  water,  ah  iwl  t  c  =•  -h  and  a  minute  portion 
of  resorcin*'  1  dropp*  i  in,  an*.".  s?'ir:o*.  w  it  until  dissolved.  The 
test  can  he  mane  a  m;e  by  ...s:rg  Xesslerising  glasses  as 

in  Wanklyn’s  m.  th- 'ti  ot  e.' ,  in.  T  :n_  r..iii  t::A.  R.  R. 

Use  of  the  Induction  Spaik  for  Detecting  Traces  of  Arsenic. 
By  X.  Klobukow  (Zcr\  ar.al.  Ci.rM.t  29,  liO — 133). — Ogier  has  shown 
that  hydrogen  arsenide  is  graaual.y  bnt  completely  decomposed  into 
its  elements  at  ordinary  by  ims  induction  spark.  If, 

therefore,  the  gaseous  mix-  ore  tr  n  a  .jlarsiTs  apparatus  is  passed 
slowly  through  a  narrow  tube,  into  w .Teh  are  insert  d  from  the 
oopos;te  ends  two  ] b.tk ..  t  \  v<  ‘.rt  s,  foa.jT,g  the  terminals  of  an 
induction  coil,  the  v/L  >  f  *  '•.;•£  u:«*  il  W  deposited  on  the  glass 
in  the  iramc diato  i.einlr  O'crh t  the  .sparks;  ev*-n  so  small  a  quan¬ 
tity  as  0*01  milligram  forming  a.  >.Ls  ii.  e  metallic  mirror.  The  tnl  e 
should  be  abrnt  0*7  t*  "S  ram.  in  internal  die  meter,  the  wires  0'5  to 
O'o  mm.  diameter  and  3  t  4  aim.  ap  i " ;  about  10 — 15  c.c.  of  gas 
may  he  passed  per  minute,  and  a  sma  .1  induction  coil  capable  of 
giving  sparks  uf  10 — 17  mm.  with  the  current  of  two  large  Bunsen 
cells  will  suffice.  M.  J.  S. 
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Estimation  of  Arsenic.  By  It.  0.  Can  by  (Zed.  aval.  Chem.,  29, 
1ST;  from  Jaunt.  Aualyt.  (’hew.,  2,  4L1). — About  a  gram  of  tbe 
pulverised  ore  is  mixed  in  a  poreeln  n  crucible  with  4  or  5  parts 
of  sodium  carbonate  and  the  same  w eight  of  potassium  nitrate,  and 
heated  gradually  to  fusion.  After  M  to  a  minutes  it  is  cooled,  dis¬ 
solved  in  warm  wat**r,  filtered,  and  the  residue  washed  with  warm 
water.  The  filtrate  is  acidified  with  nitric  acid  and  boiled,  then 
cooled  and  mixed  with  an  excess  of  levigated  zinc  oxide.  Should 
this  produce  a  precipitate  <4  silica  or  alumina  it  is  filtered  off, 
then  a  further  quantity  of  zinc  oxide  is  added,  and  the  arsenic  acid 
precipitated  by  a  small  excess  of  silver  nitrate  whilst  stirring 
vigorously.  The  washed  precipitate,  consisting  of  silver  arsenate 
and  the  excess  of  zinc  oxide,  is  dissolved  in  hot,  dilute  nitric  acid, 
the  solution  cooled,  mixed  with  a  little  ferric  sulphate,  and  titrated 
with  ammonium  thiocyanate.  M.  J.  S. 

Estimation  of  Carbon  in  Graphite.  By  J.  Wihmee  (Zed.  anal. 
Chent.,  29,  101) — ldo). — The  defect  pointed  out  by  Cross  and  Bevau 
(T.  •ans.,  1886,  8bfl)  in  the  chromic  acid  oxidation  process,  namel), 
that  part  of  the  carbon  is  oxidised  only  to  monoxide,  is  found  to 
exist  also  in  the  oxidation  of.  graphite  by  the  same  reagent,  about 
5  per  cent,  of  the  carbon  being  svolvod  as  monoxide,  but  in  this  case 
the  remedy  suggested  by  them  is  inapplicable,  since  with  tbe  larger 
excess  of  chromic  acid,  greater  strength  of  sulphuric  acid,  and  higher 
temperature  requisite  for  oxidising  graphite,  an  evolution  of  oxygen 
cannot  be  prevented.  The  author  finds  it  necessary  to  pass  the  gases 
over  heated  copper  oxide  before  collecting  and  weighing  the  car¬ 
bonic  anhydride.  The  apparatus  used  consists  of.  a  round-bottomed 
flask  of  *200 — 300  c.c.  capacity,  with  a  long  neck  placed  obliquely,  so 
that  tbe  acid  mixture  may  not  spurt  up  to  the  rubber  stopper,  then  a 
Liebig’s  condenser  and  a  (J-tube  containing  glass  beads  moistened 
with  strong  sulphuric  acid.  This  is  followed  by  a  large  (J-tube  con¬ 
taining  calcium  chloride,  and  pumice  soaked  in  cupric  sulphate,  then 
a  combustion  tube  40  cm.  long,  containing  granular  cupric  oxide,  of 
which  at  least  15  cm.. should  be  heated  to  redness.  The  gases  then 
pass  through  another  calcium  chloride  tube,  and  then  into  the 
absorbing  tubes  containing  soda  lime  and  calcium  chloride,  A  guard 
tube  and  an  aspirator  of  6 — 8  litres  capacity  complete  the  apparatus. 
Air  is  admitted  to  the  flask  through  potash,  soda  lime,  and  a  cotton¬ 
wool  filter.  The  author’s  experiments  were  made  with  about 
0*3  gram  of  graphite,  10  grams  of  chromic  acid,  and  65  c.c.  of 
sulphuric  acid,  which  should  not  be  of  greater  strength  than  2  vols. 
of  concentrated  acid  to  1  vol.  of  water.  The  mixture  in  the  flask  is 
to  be  heated  to  gentle  boiling,  whilst  about  6  litres  of  air  is  slowly 
aspirated  through  the  apparatus.  M.  J.  S. 

Estimation  of  Graphite  in  Minerals.  By  J.  B.  Mackintosh 
( Zeit .  anal.  Chem 29,  *2u5). —  A  few  fragments  of  potash  are  heated 
to  tranquil  fusion  in  a  silver  crucible.  The  weighed  substance, 
which  should  not  be  very  finely  powdered,  is  added,  and  stirred  from 
time  to  time  with  a  silver  wire,  the  temperature  being  somewhat 
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raised,  and  the  fusion  continued  until  sandy  particles  are  no  longer 
perceptible.  After  cooling,  the  mass  is  digested  with  cold  water. 
The  oraphite  will  be  left  in  the  insoluble  residue,  together  with  lime, 
magnesia,  ferric  oxide,  &c.,  whilst  other  carbonaceous  substances 
will  have  been  destroyed.  The  residue  is  collected  in  a  Gooch 
crucible,  washed  with  water,  and  treated  with  dilute  hydrochloric 
acid,  then  with  ammonia,  and  finally  washed,  by  which  meaus  all 
foreign  matter  is  removed,  and  the  pure  graphite  remains. 

°  M.  J.  S. 

Volumetric  Estimation  of  Carbon  in  Iron.  By  J.  Wiboroii 
(Zeit.  anal.  Chem.,  29,  198—204;  from  Berj.  Hiltt.  Zeit .,  46, 
223,  233). — The  carbon  in  iron  can  be  completely  oxidised  to  car¬ 
bonic  anhydride  if  the  iron  is  treated  with  a  sufficiently  concentrated 
solution  of  chromic  acid  in  sulphuric  acid,  at  a  temperature  near  its 
boiling  point.  At  lower  temperatures,  hydrocarbons  are  evolved.  If, 
however,  the  iron  is  first  treated  with  a  neutral  solution  of  cupric 
sulphate  (which,  except  in  rare  cases,  can  be  done  without  the  loss 
of  more  than  traces  of  hydrocarbons),  the  copper  protects  the  iron 
from  the  action  ot'  the  acid  mixture  until  the  temperature  is  reached 
at  which  oxidation  to  carbonic  anhydride  will  occur.  The  iron  must 
be  in  filings  or  borings  fine  enough  to  pass  through  holes  15  mm.  in 
diameter.  About  02  gram  of  wrought  iron  or  of  steel,  or  OT  gram 
of  cast  iron  should  be  used.  It  is  placed  in  a  vessel  like  a  test-tube 
and  treated  with  4  e.c.  of  a  saturated  solution  of  cupric  sulphate. 
After  stirring  for  10  minutes  (or  only  three  or  four  if  any  smell  of 
carburetted  hydrogen  is  observed),  1‘2  gram  of  chromic  acid  is  added 
and  well  mixed  in,  keeping  the  mixture  cool  by  immersing  the 
cylinder  in  cold  water.  The  tube  is  then  cloned  with  a  rubber 
stopper  carrying  a  stopcock  funnel  and  a  narrow  tube  for  conveying 
the  gases  into  a  gas- burette.  A  special  form  of  gas-burette  is  de¬ 
scribed,  which  has  a  total  capacity  of  about  GO  c.c.,  and  at  its  lower 
part  consists  of  a  tube  about  200  mm.  long,  9  mm.  diameter,  and 
graduated  in  twentieths  of  a  c.c.  To  the  contents  of  the  reaction 
tube,  8  c.c.  of  sulphuric  acid  of  sp.  gr.  1-7  is  now  added,  and  the 
mixture  boiled  for  10  minutes,  after  which  the  whole  of  the  gaseous 
contents  are  driven  over  into  the  burette  by  filling  the  cylinder  with 
water  through  the  stopcock  funnel.  The  total  volume  is  read,  and 
the  carbonic  anhydride  is  then  absorbed  by  introducing  potash  solution 
into  the  burette  through  a  funnel  at  the  top.  It  is  stated  that  in 
consequence  of  a  small  loss  of  carbonic  anhydride  by  absorption  in 
the  water  with  -which  the  burette  is  filled,  1  c.c.  measured  at  18°,  is 
equal  to  029  per  cent,  of  carbon  when  0'2  gram  of  iron  is  used,  aud 
that  a  variation  of  2°  or  3°  may  be  neglected.  M.  J.  S. 

Separation  of  Barium  and  Strontium.  By-  B.  Ff.esenius 
[Zeit.  anal.  Chem.,  29,  143 — 1G0;  continued  from  this  vol.,  p.  82G). 
— In  connection  with  the  separation  by  means  of  bydrofluosilicic 
acid,  the  following  points  have  been  investigated  : — 
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Solubility  of  Barium  and  Strontium  Silicojluorides . 
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Barium  silicofluoridc  dried  at  100°  retains  a  variable  quantity  of 
water  (0-78  to  1*16  per  cent,  have  been  observed),  the  amount  of 
which  more  than  compensates  for  the  loss  dne  to  its  solubility,  so  that 
when  the  silicofluoride  is  dried  at  100°  and  weighed,  the  results  are 
high,  but  when  it  is  converted  into  sulphate,  a  low  yield  is  obtained. 
By  using  a  considerable  excess  of  hydrofluosilicic  acid  (which  reduces 
the  solubility  of  the  precipitate)  and  converting  into  sulphate  for- 
weighing,  passably  good  results  may  be  obtained.  Ou  attempting  to 
separate  barium  from  strontium  by  precipitation  with  hydrofluosilicic 
acid  in  presence  of  alcohol,  the  separation  is  incomplete,  whichever 
metal  predominates  ;  strontium  is  retained  by  the  precipitate,  and 
barium  passes  into  the  filtrate.  The  error  due  to  this  cause  can  be 
greatly  diminished  by  conducting  the  process  as  follows.  The  solu¬ 
tion  containing  the  barium  and  strontium  is  mixed  with  excess  of 
hydrofluosilicic  acid,  stirred,  and  allowed  to-  remain  for  30  minutes, 
after  which  alcohol  (4  vols.  to  10  vols.  of  the  solution)  is  added,  and 
the  mixture  again  allowed  to  repose  for  two  hours.  The  precipitate 
is  first  washed  with  dilute  alcohol  (1  :  1),  and  then  several  times  with 
small  quantities  of  cold  water.  The  aqueous  washings  are  concen¬ 
trated  to  a  small  bulk,  mixed  with  a  few  drops  of  hydrofluosilicic 
acid  and  volume  of  alcohol,  and  the  small  precipitate  obtained 
filtered  off  after  two  hours.  The  filtrates  are  all  united,  and  the 
strontium  precipitated  by  sulphuric  acid  and  alcohol.  For  a  more 
perfect  separation,  the  following  method  is  recommended  : — The 
aqueous  solution  of  the  barium  and  strontium  chlorides  is  precipi¬ 
tated  with  hydrofluosilicic  acid  without  addition  of  alcohol,  and  the 
precipitate  is  washed  with  cold  water.  Only  when  strontium  largely 
predominates  in  the  mixture  will  the  precipitate  retain  traces  of  it. 
The  filtrate  and  washings  are  measured,  and  a  quantity  of  N/2  sul¬ 
phuric  acid  added  sufficient  to  precipitate  five  or  six  times  the 
quantity  of  barium  corresponding  with  the  solubility  of  barium  silico- 
flnoride.  The  small  precipitate  obtained  will  contain  all  the  barium 
together  with  a  little  strontium.  It  is  to  be  fused  with  sodium  car- 
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bonate,  the  barium  and  strontium  carbonates  washed  with  ammoniacal 
water,  converted  into  chlorides,  and  separated  bj  bydrofluosilicic  acid 
in  presence  of  alcohol.  Although  this  last  separation  is  a  somewhat 
imperfect  one,  yet,  as  the  errors  fall  upon  only  a  very  small  part  of 
the  original  mixture,  they  may  safely  be  neglected.  Test  analyses 
gave  unexceptionable  results. 

In  the  above  process  it  is  necessary  to  ascertain  the  strength  of  the 
hydi'ofluosilicic  acid  by  titrating  it  with  soda;  using  phenolphtha- 
le’iu  or  litmus  (with  heating),  1  equivalent  of  hydrofiuosilicic  acid 
requires  3  equivalents  of  soda,  but  if  ethyl-orange  is  used,  only 
1  equivalent  of  soda  is  required.  The  total  amount  of  the  bases  to 
be  separated  is  then  regarded  as  baryta,  and  a  few  grams  more  than 
the  corresponding  quantity  of  bydrofluosilicic  acid  is  added.  The 
dilution  must  be  such  that  if  the  bases  consisted  entirely  of  strontia, 
the  whole  would  remain  dissolved.  For  1  gram  there  must  therefore 
be  about  150  e.c.  when  alcohol  is  not  used,  and  200  to  250  c.c.  when 
y  or  j  of  the  liquid  consists  of  alcohol.  Free  acids  must  be  com¬ 
pletely  absent.  M.  J.  S. 

Volumetric  Analysis  of  Copper.  By  R.  A.  Fessenden  (Chevi. 
News,  61,  1S3). — The  author  finds  that  the  titration  of  copper  with 
potassium  cyanide  can  be  conducted  more  quickly  and  accurately  by 
neutralising  with  sodinm  carbonate  instead  of  ammonia,  and  taking 
care  to  have  sufficient  nitric  acid  present;  neither  the  presence  of  sul¬ 
phuric  acid  nor  varying  the  proportions  of  the  reagents  affects  the 
results.  D.  A.  L. 

Detection  of  Mercury  in  Organic  Liquids.  By  E.  Brugnatelli 
( Gazzetta ,  19,  418 — 422). — 50 — 100  c.c.  of  the  liquid  is  acidified 
with  a  few  drops  of  hydrochloric  aeid,  heated  with  purified  copper  foil 
or  wire  to  50 — 60°,  agitated  for  five  minutes,  the  copper  removed, 
washed  with  distilled  water,  transferred  to  a  glass  vessel,  and  a 
porcelain  lid  on  which  a  drop  of  a  dilute  solution  of  gold  chloride  is 
spread  is  placed  over  or  beside  it,  the  whole  is  covered  with  a  wateh 
glass,  and  heated  on  the  water-bath.  The  gold  chloride  is  reduced 
by  the  mercurial  fumes,  and  the  metal  is  deposited  on  the  porcelain 
lid  as  a  bluish-violet  film  or  stain.  One-tenth  of  a  milligram  of 
mereury  may  in  this  way  be  detected  in  a  litre  of  liquid. 

The  precautions  to  be  observed  arc  to  nse  only  copper  which  has 
been  calcined  and  then  reduced  in  hydrogen,  and  to  render  the 
porcelain  lid  chemically  free  from  organic  matter.  Both  copper  and 
lid  must  not  be  haudled  otherwise  than  with  perfectly  elean  forceps. 

S.  B.  A.  A. 

Combustion  with  Lead  Chromate.  By  R.  de  Roope  (Amer. 
Chem.  J 12,  226 — 228). — A  mixture  of  4  parts  of  finely  divided 
lead  chromate  and  1  part  of  red  lead  is  washed  thoroughly  and  dried 
by  the  pump;  the  moist  mass  is  then  divided  into  small  lumps  and 
ignited  in  a  porcelain  crucible,  and  the  lumps  are  finally  broken  up 
in  a  mortar  to  the  size  of  grains  of  wheat.  In  the  fore  part  of  the  eom- 
bnstion-tube  is  placed  a  roll  of  reduced  copper  gauze;  this  the  author 
finds  to  be  necessary  whether  the  substance  to  be  analysed  contains 
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nitrogen  or  not.  Tlien  comes  a  plug  of  asbestos,  then  the  coarse 
grains  of  the  abovo  preparation  filling  about  two-thirds  of  the  rest  of 
the  tube,  then  another  asbestos  plug,  then  a  mixture  of  the  substance 
to  be  analysed  with  some  of  the  above  preparation  in  a  state  of  fine 
powder,  and  finally  some  more  of  this  latter  in  coarse  grains.  The 
fore  part  of  the  tube  is  connected  with  the  calcium  chloride  tube  and 
potash  bulbs,  the  other  end  with  an  apparatus  furnishing  pure  dried 
air;  and  the  combustion  is  carried  out  as  usual.  The  mixture  of  lead 
chromate  and  oxide  does  not  fuse  at  a  red  heat,  and  the  same  tube 
may  be  used  over  and  over  again,  except  that  the  finely  powdered 
portion  of  the  mixture  must  be  renewed  every  lime,  and  occasionally 
the  reduced  copper  gauze.  C.  F.  Ii. 

Estimation  of  Ethyl  Nitrite  in  Spirit  of  Nitrous  Ether.  By 

J.  C.  Tiihfsh  (/.  Phann.  Trans,  [3],  20,  752— Too).— In  estimating 
nitrons  compounds  by  titration  of  the  iodine  they  liberate  from 
hydriodic  acid,  the  author  prevents  access  of  air  by  conducting  the 
operations  in  an  atmosphere  of  coal-gas,  instead  of  using  a  vacuous 
flask,  as  Dunstan  and  Dymond  do  in  the  same  process.  The  apparatus 
is  simply  a  bottle  or  flask  of  350  c.c.  capacity,  provided  with  a  rubber 
stopper  having  two  openings  with  tube  connections  for  the  introduc¬ 
tion  of  the  gas,  and  the  burettes,  Ac.  Certain  precautions  are  pointed 
oui,  such  as  the  avoidaucc  of  violent  agitation  of  the  liquid,  previous 
boiling  of  the  wafer  to  expel  air,  and,  if  necessary,  making  a  slight 
allowance  for  the  oxygen  contained  in  the  volumetric  solution.  The 
small  quantity  of  oxygen  usually  contained  in  coal-gas  is  eliminated 
from  the  atmosphere  in  the  flask  before  the  introduction  of  the  spirit  to 
be  tested,  by  adding  2  or  3  c.e.  of  spirit  of  nitre,  passing  a  current  of 
coal-gas,  and  allowing  the  apparatus  to  stand  a  short  time  and  then 
adding  enough  thiosulphate  to  destroy  the  colour.  The  measured 
quantity  of  spirit  of  nitre  is  then  added  and  titrated.  Tables  are 
given  to  show  the  accuracy  of  the  results,  which  are  always  slightly 
higher  than  those  given  by  Allen’s  method  with  the  nitrometer. 

R.  R. 

Reagents  for  a.  and  /3-Naphthol.  By  —  Yvox  (/.  Phann.  [5], 
21,  465 — 468). — 10  c.c.  of  an  aqueous  solution  of  /3-naphthol  contain¬ 
ing  0‘2  gram  per  litre  when  mixed  with  2  c.c.  of  90  per  cent,  alcohol, 
2  c.c.  of  nitric  acid,  and  10  drops  of  mercuric  nitrate  solution  (Codex), 
gives  an  intense  orange-red  colour,  unaltered  on  boiling,  which  imparts 
a  rose-red  tint  to  gun-cotton.  Sulphurous  acid  does  not  destroy  the 
colour,  or  but  slowly;  the  mixture  passes  to  rose  colour,  becomes 
turbid,  and  at  length  gives  a  yellow  or  black  deposit  of  mercury  oxide. 
Chloroform  takes  up  the  original  colouring  matter  and  becomes 
intense  ruby-red,  at  length  turning  greenish-yellow.  Under  the  same 
conditions  ether  becomes  yellow.  If  instead  of  the  mercuric  nitrate  and 
nitric  acid  three  drops  of  a  saturated  potassium  nitrite  solution  and 
ten  drops  of  pure  sulphuric  acid  arc  added,  an  intense  violet-red 
coloration  results,  which  is  destroyed  by  sulphurous  acid  and  becomes 
greenish-yellow.  Chloroform  becomes  greenish-yellow,  and  ether 
yellow.  Gun-cotton  assumes  a  wine-red  tint.  «-Xaphthol  under  like 
conditions  gives  with  the  mercuric  nitrate  mixture  an  orange-yellow 
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colour,  not  changed  on  heating.  Chloroform  agitated  with  this  takes 
an  orange-yellow  colour,  and  ether  a  somewhat  greenish-yellow ; 
sulphurous  acid  produces  a  brick-red  precipitate,  which  settles  and 
leaves  a  partly  decolorised  but  still  yellow  liquid  ;  gun-cotton  is  tinted 
yellow.  With  the  potassium  nitrite  mixture,  a  reddish-brown  colour 
is  produced  passing  to  wine-brown  on  boiling.  Chloroform  agitated 
with  the  mixture  takes  a  greenish-brown  colour,  and'  ether  becomes 
slightly  greenish -yellow,  while  the  aqueous  solution  assumes  a  clear, 
rose-red  tint.  The  coloration  is  rapidly  destroyed  by  sulphurous  acid, 
and  passes  to  a  dirty  green.  Gun-eotton  is  tinted  a  dirty  yellow. 
These  reactions  can  be-  employed  in  studying  the  elimination  of 
naphthol  by  the  urine.  With  this  object,  the  urine  is  shaken  up  with 
ether,  this  is  decanted,  evaporated  to  dryness,  and  the  residue  is  taken 
up  with  2  c.c.  of  alcohol ,'  10  c.c.  of  w7ater  is  added,  and  the  tests  are 
applied  as  above.  J.  T. 

Estimation  of  Starch  in  Grain.  By  Z.  v.  Milkowski  (Zeit.  anal. 
Ghem .,  29,  134 — 136). — The  author  has  made  numerous  estimations 
of  starch  in  barley  by  the  methods  of  Asboth  and  Marcker  respec¬ 
tively,  and  concludes  from  the  agreement  between  the  results  that 
both  methods  are  entitled  to  confidence.  In  carrying  out  Asboth ’s 
process,  the  flour  was  freed  from  fat  by  ether,  or  carbon  bisulphide, 
and  quantities  of  1 — 2  gram,  thoroughly  pulverised,  were  taken.  In 
Marcker’s  method,  3  grams  of  the  finely  powdered  substance  is 
gelatinised  by  heating  with  50  c.c.  of  water  in  a  boiling  water-bath, 
then  cooled  to  70°  and  mixed  with  5  c.c.  of  malt  extract  (100  grams 
of  malt  to  500  c.c.  of  water),  artd  kept  at  70°  for  some  minutes  for  the 
liquefaction  of  the  starch  paste.  To  prevent  darkening,  the  solution 
is  acidified  with  1  per  cent,  of  tartaric  acid.  The  liquid  is  now 
exposed  to  a  pressure-  of  3  atmospheres.  After  cooling,  5  c.c.  of  malt 
extract  is  again  added,  and  the  mixture  is  once  more  warmed  to  70° 
and  kept  at  that  temperature  for  20  minutes.  This  completes  the 
solution  of  the  starch.  A  portion  of  the  filtered  liquid  is  now  inverted 
with  hydrochloric  acid  of  1T25  sp.  gr.,  and  finally  the  sugar  is  esti¬ 
mated  by  Feliling’s  solution,  using  either  Allihn’s  gravimetric,  or 
Soxhlet’s  volumetric,  process.  A  deduction  must  be  made  for  the 
10  c.c.  of  malt  extract  added.  M.  J.  S. 

Discrimination  of  Jute  Fibres  from  those  of  Flax  and  Hemp. 

By  W.  Benz  (Zeit.  anal.  Ghem.,  29,  133 — 134). — A  fragment  of  the 
fabric  is  warmed  with  ordinary  nitric  acid  and  a  trace  of  potassium 
chlorate,  then  washed  with  water,  and  warmed  with  dilute  potash 
solution  until  the  acid  in  the  fibres  is  neutralised.  The  alkaline 
liquid  is  ponred  off  and  the  fibres  shaken  vigorously  with  pure  water. 
The  fibres  now'  diffuse  themselves  uniformly  through  the  water,  and 
in  this  condition  are  poured  upon  a  glass  slip  and  allow7 ed  to  dry  in  a 
horizontal  position.  After  adding  a  drop  of  glycerol,  a  cover  glass  is 
placed  over  the  specimen,  and  when  the  glycei'ol  has  thoroughly  pene¬ 
trated  the  fibres,  they  are  examined  under  the  microscope.  The  jute 
fibres  now  exhibit  with  great  distinctness  the  irregular  thickness  of 
the  cell  walls.  If  placed  between  the  crossed  hlicols,  the  flax  and 
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hemp  fibres  show  an  extremely  rich  play  of  colour,  whilst  those  of  jute 
are  uniformly  bluish  or  yellowish,  except  where  they  happen  to  touch 
or  cross  one  another,  and  even  there  the  colour  is  less  bright. 

JL.  J.  S. 

Milk  Analysis.  By  F.  Walls  ((‘hem.  Xeics,  61,  102). — The 
author  finds  it  advantageous  to  replace  the  paper  coil  of  the  Adam’s 
process  by  a  bottomless  test-tube,  filled  about  one-third  with  freshly 
ignited  asbestos.  The  upper  opening  may  be  closed  with  a  cork  fitted 
with  a  tube  in  connection  with  an  aspirator,  by  which  means  the 
evaporation  to  dryness  is  greatly  aided.  D.  A.  L. 

Melting  and  Solidifying  Points  of  Fats  and  of  their  Mixtures. 
By  A.  Terrell  (Bull.  Soc.  Chim.  [9],  3,  19b — 200).  —  The  author 
considers  that  the  solidifying  point  of  a  fat,  as  determined  by  the  slow 
cooling  of  the  melted  substance  on  an  enlarged  thermometer  bulb, 
should  alone  be  recognised  as  a  test  of  purity.  This  point  is  always 
from  4 — b°  below  the  melting  point.  He  describe,-,  a  thermometer 
adapted  for  this  purpose,  and  gives  a  very  complete  table,  which 
indicates  the  melting,  clouding,  and  solidifying  temperatures  of  the 
principal  fats,  and  of  their  mixtures  with  other  fatty  substances. 

T.  G.  X. 

Analysis  of  Fats.  By  II.  Xoerdlingf.e  (Zcit.  anal.  Chnn .,  29, 
6 — 13). — Attention  is  called  to  the  importance  of  estimating  the  free 
fatty  acids  in  oils,  and  in  articles  of  food  containing  fatty  constituents, 
as  the  freshness  and  quality  of  the  substances  are  closely  connected 
with  the  amount  of  free  acid  p"escnt.  To  secure  uniformity,  all 
results  are  stated  as  oleic  acid.  The  following  table  shows  the  mean 
percentage  of  fat  and  free  fatty  acid  in  various  seeds 


100  parts  of 

1 

seed  contain 

1  100  parts  of 

1 

1 

I 

Free  fatty 
acid. 

Total  fat. 

fat  contain 
free  fatty  acid. 

Turnip  ( Brassica  rapa) . 

0-42 

37'75  1 

1-10 

0  32 

41  -22 

0-77 

3  -20 

4(j '  90 

Earth-nut  (Arachis  hypogcea) 

a.  Seed . 

191 

4(j  ■  09 

b.  Husk . 

1-91 

4  -43  1 

43  •  10 

Sesame  (Sesamitm  orientate) . 

'  2-21 

4-59 

Castor  ( Ricinus  communis ) . 

1-21 

i  40  ’32  i 

2-52 

Palm  kernel  (Eta is  qu in ensis) . 

4-19  | 

1  49 ' 1 0 

8  -53 

Cocoa-nut  (Cocos  nucif era)  . 

2-9S  1 

07-40  1 

4-42 

In  pressing  oil  from  seeds,  the  free  fatty  acids  are  not  obtained 
pari  passu  wbh.  the  neutral  oils.  For  instance,  100  parts  of  poppy¬ 
seed  containing  40'9  parts  of  oil,  of  which  3‘2  parts  are  free  acid,  will 
yield  on  first  pressure  39  parts  of  oil  containing  0  7b  part  of  acid,  on 
second  pressure  2'5  parts  of  oil  containing  0’3S  part  of  acid,  and  will 
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leave  in  the  cake  5'4  parts  of  oil,  of  which  2"07  are  acid.  The  follow¬ 
ing  table  gives  the  oil  and  free  acid  in  the  residue  left  after  press¬ 
ing  : — 


100  parts  of  cake  contain 

100  parts  of  the 
oil  contain  free 
fatty  acid. 

Free  fatty  acid. 

Total  fat. 

Max. 

Min. 

Mean. 

Max. 

Min. 

Mean. 

Max. 

Min. 

Mean. 

Rape  cake  . 

0-93 

EHI 

7'  G7 

s-si 

13  -23 

8-39 

10  "55 

Poppy  cake...  . 

6-SG 

3  72 

3  ’  66 

8*92 

9  (>3 

ElSZil 

43  -70 

58  -89 

Earth-nut  cake  . 

4-92 

Esa 

1  42 

12-47 

5  '70 

7 ‘65 

39  42 

6"  45 

18  -62 

Sesame  cake  .... 

7-80 

2  66 

675 

CTna 

11-20 

15  -  44 

5S  -62 

20  24 

40-29 

Palm  kernel  cake 

3 -10 

0-62 

1  -47 

14-70 

8  "(JO 

1U '  39 

26-21 

6-28 

14-28 

Extracted  palm 
kernel  meal.  . . 

1  -55 

is -ns 

S-29 

Cocoa-nut  cake. . 

1-63 

0-91 

1-31 

1611 

iliBIil 

13-11 

13-  SS 

7-27 

10-51 

Linseed  cake. .  . . 

1  -06 

0-43 

EE23 

6S2 

S-81 

15  -50 

4-00 

975 

Colza  cake  . 

1*74 

0-68 

1-27 

817 

4-80 

6  ‘53 

28-72 

8-33 

20  07 

The  fact  that  in  the  extracted  palm-kernel  meal  the  residual  oil 
contains  the  same  percentage  of  acid  as  the  oil  in  the  original  seed, 
shows  that  the  solvents  used  (carbon  bisulphide  or  petroleum)  exert 
no  selective  action,  and  this  may  serve  as  a  means  of  distinguishing 
extracted  from  expressed  oil,  as  well  as  the  residual  cake  from  the 
respective  methods.  In  various  specimens  of  deteriorated  oil-cake 
(palm  kernel  and  cocoa-nut),  the  free  acid  in,  the  residual  oil  ranged 
from  17  per  cent,  to  the  whole.  ]\I.  J.  S. 

Detection  of  Cotton-seed  Oil  in  Pats  and  in  Olive  Oil.  By 

T.  Leone  ( Gazzetta ,  19,  355 — 357). — The  author  finds  that  75  per 
cent,  of  the  samples  of  lard  analysed  by  him  contain  cotton-seed  oil. 
This  substance  may  be  detected  by  adding  a  few  c.c.  of  a  1  per  cent, 
solution  of  silver  nitrate  in  alcohol  acidified  with  0-5  per  cent,  of 
nitric  acid,  to  a  few  c.c.  of  the  lard,  and  heating  on  the  water-bath  for 
5  to  6  minutes.  If  cotton-seed  oil  is  present,  a  brownish-yellow  ring 
is  formed  at  the  surface  of  separation  of  the  two  liquids.  This 
reaction  is  sufficiently  delicate  to  detect  the  presence  of  5  per  cent,  of 
cotton-seed  oil  in  lard.  It  may  be  used  for  the  detection  of  this  im¬ 
purity  in  olive  oil,  in  which  case  it  is,  however,  preferable  to  beat  for 
10 — 12  minutes.  The  yellow  ring  is  not  given  by  other  oils,  although 
occasionally  a  white  ring  is  observed  which  changes  to  green  on  pro¬ 
longed  heating.  S.  B.  A.  A. 

Note. — This  test  has  since  been  superseded  by  better  methods. 

Estimation  of  Fat  in  Feeding  Stuffs.  By  H.  J.  Patteuson 
( Amcr .  Glum.  12,  261 — 265). — The  use  of  animal  charcoal  is 
recommended  to  remove  the  water,  soluble  acids,  ic.,  with  which 
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t ho  fals  and  oils  obtained  by  extracting  food  stuffs  with  ether  are 
more  or  less  contaminated.  In  the  p  ir  •olator-tnbe  of  the  extraction 
apparatus  is  placed  lirst  some  pure  animal  charcoal,  then  a  plug  nf 
cotton,  then  the  substance  to  be  extracted,  and  finally  another  pliur 
of  cotton.  The  latter  plug  distribut  -s  tin-  other  in  a  uniform  stream 
over  the  substance,  and  prevents  the  latter  from  crawling  up  the 
sides  of  the  percolator;  the  lirst  plug  pixvents  the  fat  coming  in 
contact  with  the  charcoal  before  it.  is  thoroughly  in  solution.  With 
grains  and  meals,  1  gram  of  charcoal  per  gram  of  substance  was  used; 
with  hay,  fodders,  Jfce..  2  grams.  A  set  of  experiments  made  with 
pure  fats  showed  that  there  was  no  loss  in  passing  ethereal  solutions  of 
these  through  animal  charcoal,  and  another  set  made  upon  various 
food  stuffs  showed  that  the  method  always  gave  lower,  often  much 
lower,  results  than  the  usual  method,  and  that  therefore  the  oil 
obtained  by  the  latter  method  is  more  or  less  impure.  C.  F.  B 

Estimation  of  Urea.  By  D.  11,  Dorr  (J.  I’harm.  Trans.  \T],  20, 
793) . —  In  the  estimation  of  urea  bv  m  as'm-ment  of  the  volume  of 
nitrogen  evolved,  calcium  hypochlorite  is  as  trustworthy  a  reagent  as 
sodium  hypobromite,  and  the  former  has  the  advantages  of  being 
more  easily  and  conveniently  prepared  (by  mixing  1  part  of  bleaching 
powder  with  3  parts  of  water  and  filtering)  ;  of  keeping  tor  a  con¬ 
siderable  time,  whilst  the  hypobromite  rapidly  deteriorates  ;  and  of 
being  cheaper.  K.  K. 

Volumetric  Estimation  of  Tannin.  By  E.  Clu  xfz  (C-  w.y  t. 
mid.,  110,  532—534). — When  a  solution  of  tannin  is  added  to  a 
boiling  solution  of  tartar  emetic  mixed  wall  certain  coal  tar 
colours,  antimony  tannate  is  precipitated,  and  carries  down  the 
colouring  matter  in  the  form  of  a  true  “  lake.”  After  a  sufficient 
quautitj'  of  the  tannin  has  been  added,  the  liquid  above  the  precipi¬ 
tate  becomes  quite  colourless.  Dilution  of  the  solutions  is  without 
influence  on  the  results,  and  a  given  quantity  of  antimony  tannate 
always  carries  down  the  same  quantity  of  colouring  matter.  Gallic 
acid  also  does  not  interfere. 

Green  dyes  only  are  suitable,  and  Poirrier's  green  4JE.  g-ives  very 
good  results.  12  grams  of  tartar  emetic  and  1  gram  of  the  dye  are 
dissolved  separately  in  water,  and  the  solutions  are  mixed,  filtered, 
and  made  up  to  lOuO  c.c.  This  liquid  is  standardised  by  means  of  a 
solution  of  5  to  6  grams  of  pure  tanniu  in  a  litre  of  water  mixed  with 
a  small  quantity  of  thymol  to  prevent  the  development  of  mould. 

A  measured  volume  of  the  antimony  solution  is  heated  to  boiling, 
and  the  tannin  solution  is  added  from  a  burette,  at  first  in  cubic 
centimetres  at  a  time,  and  afterwards  in  drops,  the  liquid  being 
boiled  after  each  addition.  The  precipitate  settles  readily,  and  the 
end  reaction  is  easily  perceived. 

If  the  solution  is  standardised  with  tannin  from  nut-galls,  the  re¬ 
sults  with  all  other  extracts  will  be  expressed  in  terms  of  this  tannin. 

C.  H.  B. 

Estimation  of  the  Indigo  in  Dyed  Fabrics.  By  A.  Rexard 
( Zeit .  anal.  Chem.,  29,  97  ;  from  Mm.  sci.,  28,  1444). — A  solution  of 
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sodium  hyposulphite  is  prepared  from  one  of  sodium  hydrogen  sul¬ 
phite  of  35°  Baume,  and  100  e.e.  of  it  is  mixed  with  100  c.c.  of  milk 
of  lime  and  2  litres  of  water.  Of  this  mixture,  200  c.c.  is  placed 
in  a  flask  containing  10  grains  of  the  dyed  stuff,  and  warmed  to 
GO — 70°  while  passing  a  stream  of  coal  gas.  When  the  decolorisatiou 
is  complete,  the  liquid  is  rapidly  poured  into  a  graduated  cylinder, 
and,  after  cooling,  is  measured.  The  indigotin  is  then  precipitated 
by  hydrochloric  acid,  and  after  12  hours’ subsidence  is  collected  on  an 
asbestos  filter,  washed,  dried,  dissolved  in  10  c.c.  of  fuming  sul¬ 
phuric  acid,  aud  titrated  according  to  I'd  idler’s  method  ( Jahresb .,  1874, 
1010).  M.  J.  S. 

Reaction  of  Cholesterin.  By  —  ObermOller  ( Chem .  Cenlr., 
1800,  i,  299 — 300;  from  Arch.  Physiol.,  1889,  556 — 558). — Several  of 
the  compounds  which  cholesterin  (onus  with  organic  aud  inorganic 
substances  assume  characteristic  colours  during  cooling  after  being 
melted. 

In  the  propionate  the  author  has  found  a  most  characteristic  and 
delicate  means  of  detecting  cholesterin,  the  colours  which  this  sub¬ 
stance  assumes  during  the  process  of  cooling  being  intense  and  dis¬ 
tinct  and  also  are  of  longer  duration  than  are  many  of  the  other 
cholesterin  reactions. 

10  grains  of  cholesterin  is  melted  with  5  grams  of  propionic  anhy¬ 
dride.  The  propionate ,  C-Hs'GOOG-.-Hjs,  crystallises  in  rhombic  plates 
resembling  cholesterin,  and  as  the  substance  cools  it  gradually 
assumes  the  colours  violet,  blue,  green,  dark-green,  orange,  carmine, 
and  finally  copper-red.  The  deep  blue  and  the  green  especially  remain 
a  considerable  time.  If  suddenly  cooled,  the  substance  assumes  the 
copper-red  colour,  which  also  remains  a  considerable  time.  If  the 
substance  in  a  flask  be  melted  in  warm  glycerol  solution  at  98°,  it 
assumes  the  blue  colour.  The  colours  are  seen  by  reflected  light ;  if 
viewed  by  transmitted  light,  the  complementary  colours  are  observed. 
Examined  under  the  polarising  microscope  with  transmitted  light, 
the  melted  substance  becomes  first  blue-green,  then  greyish-blue, 
followed  by  light-blue,  a  constant  motion  being  observed;  then  sud¬ 
denly  it  remains  stationary,  and  groups  of  crystals  in  spheroid  form 
appear,  which,  under  crossed  Xicols,  show  the  black  cross  indicative  of 
doubly  refracting  crystals.  The  mass  becomes  again  set  in  motion, 
the  crosses  vanish  and  it  assumes  a  w  iue-yellow  colour  mixed  with  red, 
then  a  violet,  blue,  light-green,  dark-green  colour  is  observed;  the 
last  suddenly  disappears,  and  again  aggregates  of  doubly  refractive 
crystals  appear  which  arc  much  larger  than  the  first. 

In  applying  the  test  for  the  detection  of  cholesterin,  the  latter  is 
separated  as  far  as  possible  from  other  substances  ;  a  small  quantity 
is  then  melted  carefully  with  two  or  three  drops  of  propionic  anhy¬ 
dride.  Bv  suddenly  cooling,  a  lustruus  fatty  mass  is  obtained,  and  if 
a  small  portion  of  this  is  melted  on  a  glass  rod  and  held  against  a 
dark  background,  the  colour  reactions  are  readily  observed. 

°  '  J.  W.  L. 
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Effect  of  the  Spectrum  on  the  Haloid  Salts  of  Silver.  By 

W.  de  \Y.  Abney  and  (I.  S.  Howards  (J’roc.  Hoy.  Hoc.,  47,  019—275). 

-This  paper  gives  an  account  of  the  method  employed  to  measure 
(lie  relative  sensitiveness  of  a  photographic  plate  to  the  different 
parts  of  the  spectrum.  The  density  of  the  deposit  at  any  spot  is 
ascertained  by  allowing  a  beam  from  a  constant  light- source  to  pass 
through  the  plate,  and  east  the  shadow  of  a  rod  on  a  screen  in  such 
a  manner  that  it  falls  exactly  alongside  another  shadow  of  the  same 
rod  cast  by  a  second  constant  lamp.  The  intensity  of  the  beam 
which  has  passed  through  the  plate  is  reduced  by  varying  the  size  of 
sectors  cut  out  of  a  rotating  disc  placed  in  its  path,  until  the  two 
shadows  are  of  the  same  degree  of  darkness.  From  the  t ime  of  ex¬ 
posure  of  the  different  parts  of  the  plate,  and  the  opening  of  the 
sectors,  the  relative  sensitiveness  can  be  calculated.  Collodion  and 
gelatin  plates  of  the  different  silver  haloids,  both  separate  and  mixed, 
were  examined,  and  the  results  are  given  in  numerous  tables  and 
curves.  Plates  dyed  with  cyanin  and  erythrosin  were  also  in¬ 
vestigated.  J.  W. 

Polarisation  of  Electrodes.  By  L.  PoincarS  (Gonvpt.  rend.,  110, 
950 — 951). — The  maximum  polarisation  which  metallic  plates  can 
acquire  when  plunged  into  an  electrolyte  varies  with  the  temperature, 
and,  if  the  electrolyte  is  a  fused  salt,  can  be  followed  through  a  some¬ 
what  wide  interval.  Maximum  polarisation  is  attained  most  quickly 
when  the  electrodes  arc  short,  slender  wires. 

With  silver  electrodes  in  fused  sodium  nitrate,  the  F.M.F.  of 
polarisation  is  0'33  volt  at  330°,  but  it  falls  to  0'1  volt  at  440°,  and 
tends  towards  zero  as  the  temperature  rises  to  470°,  the  point  at 
which  the  salt  begins  to  decompose.  Similar  experiments  with 
potassium  and  ammonium  nitrates,  potassium  and  sodium  chlorates, 
and  mixtures  of  nitrates  which  decompose  at  different  temperatures 
prove  that  the  polarisation  of  silver  electrodes  is  nil  at  the  tempera¬ 
ture  at  which  the  electrolyte  decomposes.  The  same  result  is  ob¬ 
tained  with  electrodes  of  iron  or  of  gold.  These  results  are  analogous 
to  Bouty’s  observation  that  in  concentrated  nitric  acid,  which  is 
easily  decomposed,  the  polarisation  of  platinum  electrodes  is  very 
slight. 

If  it  is  assumed  that  the  maximum  polarisation  is  equivalent  to  or 
higher  than  the  energy  used  up  in  the  electrolytic  decomposition,  it 
follows  that  a  rise  of  temperature  tends  to  dissociate  the  electrolyte 
into  its  ions,  and  if  the  actual  products  of  decomposition  are  not  the 
ions,  they  are  produced  from  the  latter  by  secondary  changes.  Heat 
in  fact  gives  rise  to  a  dissociation  similar  to  that  which  Arrhenius 
supposes  to  take  place  in  dilute  solutions.  C.  H.  B. 

YOL.  LVI1I.  3  r 
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Thermochemistry  of  Hydroxy] amine.  By  Berthelot  and 
Andre  (Compt-  rend.,  110,  830 — 836). — Hydroxy laraine  nitrate  was 
prepared  by  Kahlbaum  in  crystals  which  melt  at  about  48°  and 
readily  remain  in  sn perfusion.  They  are  very  soluble  in  water  and 
very  hygroscopic  ;  heat  of  dissolution  at  11 -3  =  — 5'93  Cal.  Decom¬ 
position  by  means  of  sodium  hydroxide  showed  that  the  heat  of 
neutralisation  of  hydroxylamine  by  nitric  acid  is  +  9‘2  Cal. 

The  salt  was  mixed  with  naphthalene  and  burnt  in  the  calorimetric 
bomb  ;  the  heat  of  combustion  for  1  gram  is  535*5  cal.,  and  hence 
the  molecular  heat  of  combustion  at  constant  volume  is  +  5T41  Cal., 
and  at  constant  pressure  +  50*29  Cal.  The  heat  of  formation  in 
dilute  solution  from  the  constituent  gases  is  +  23*8  Cal. 

The  following  tabic  gives  the  heats  of  formation  of  ammonia  and 
hydroxylamine  from  their  constituents,  and  the  heats  of  formation  of 
then*  dissolved  salts  from  the  acid  and  the  gaseous  constituents  of  the 
base. 


Hydroxylamine  . . . 
Hydroxm.  nitrate. . 
„  chloride . 

,,  sulphate. 


+  23*S  Cal. 

+  33  0  „ 

+  33'0  ,, 

+  2x34-6  Cal. 


Ammonia.  .  . . 
Am.  nitrate. . 
„  chloride  . 
„  sulphate. 


+  21-0  Cal. 

+  33'4  ,, 

+  33-4  „ 

+  2  x  35*5  Cal. 


The  heats  of  formation  of  the  two  bases  and  their  corresponding 
salts  are  very  nearly  identical.  The  heat  of  formation  of  hydroxyl¬ 
amine  is  slightly  higher  than  that  of  ammonia,  but  in  the  case  of  the 
salts  the  order  is  reversed,  ammonia  having  a  decidedly  higher  heat 
of  neutralisation  than  hydroxylamine.  It  follows  that  the  conversion 
of  ammonia  into  hydroxylamine  cannot  be  regarded  as  oxidation  in 
the  proper  sense  of  the  word,  nor  is  it  a  change  analogous  to  the 
formation  of  an  alcohol  or  an  aldehyde  from  a  hydrocarbon.  The 
formation  of  hydroxylamine  from  nitric  oxide  is  accompanied  by  the 
development  of  +45 '4  Cal.  The  reduction  of  the  nitro-group  to 
hydroxylamine  develops  much  less  heat  than  its  reduction  to  the 
amido-group,  the  difference  being  nearly  equal  to  the  heat  of  formation 
of  water.  Decomposition  of  hydroxylamine  by  potassium  hydroxide 
with  formation  of  water  and  ammonia  develops  +52'2  Cal.;  decom¬ 
position  by  concentrated  ammonia,  with  liberation  of  dissolved 
nitrous  oxide,  develops  +45'0  Cal.,  or  if  the  nitrous  oxide  escapes  as 
gas  +43  6  Cal.  Simple  decomposition  of  the  hydroxylamine  into 
nitrogen,  hydrogen,  and  water  is  accompanied  by  the  development  of 
+  45'2  Cal.,  and  hence  the  energetic  reducing  action  of  the  base. 

The  decomposition  of  the  nitrate  by  heat  develops  +  50*3  Cal.  if 
the  water  is  liquid  and  30'9  Cal.  if  the  water  is  gaseous.  It  follows 
that  the  decomposition,  like  that  of  ammonium  nitrate,  may  become 
explosive.  As  with  other  explosives,  decomposition  may  take  place 
in  several  different  ways,  according  to  circumstances. 

The  oxidation  of  hydroxylamine  to  water  and  nitrogen  or  an  oxide 
of  nitrogen  corresponds  to  the  following  thermal  disturbances :  — 
nitrogen  +  79*7  Cal.,  nitrous  oxide  +69'4  Cal.,  nitric  oxide  +58'1  Cal., 
nitrous  anhydride  +  75*5  Cal  ,  nitrogen  peroxide  +77T  Cal.,  and 
nitric  anhydride  +95’0  Cal.  The  development  per  atom  of  oxygen 
(16 grams)  in  each  case  is  +159‘4,  +69’4,  +38'8,  +37*8,  +308, and 
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+  31'G  respectively.  Its  conversion  into  ammonia  and  water  by  the 
action  of  hydrogen  develops  +  GG"2  Cal.  C.  H.  B. 

Preparation  and  Heat  of  Formation  of  Mono-sodium 
Erythroxide.  By  de  Forcraxd  ( Compt .  rend.,  110,  859 — 862. — The 
action  of  one  equivalent  of  sodium  hydroxide  in  dilute  solution  on  a 
solution  of  erythrol  at  13°  develops  +0‘G9  Cal.,  a  number  higher  than 
the  corresponding  value  for  glycerol  (  +  0’37),  aud  still  higher  than 
that  for  glycol  (  +  0‘2S),  but  lower  than  that  for  mannitol  (  +  T0S). 
It  follows  that  the  energy  of  the  alcoholic  function  increases  writh  the 
number  of  hydroxyl-groups.  122  grams  of  pure  dry  erythrol  was 
dissolved  in  800  c.c.  of  methyl  alcohol,  -which  is  its  best  solvent,  the 
boiling  solution  wras  mixed  with  a  solution  of  23  grams  of  sodium  in 
300 — 350  c.c.  of  methyl  alcohol,  and  the  mixture  boiled  for  five  or  six 
hours  in  a  flask  with  a  reflux  condenser.  The  alcohol  was  afterwards 
distilled  off  in  a  current  of  dry  hydrogen,  and  the  crystals  dried  on 
porous  plates  out  of  contact  with  air.  When  heated  at  115°,  they 
lose  18-01  per  cent.,  which  corresponds  with  1  molecule  of  methyl 
alcohol. 

Monosodium  erythroxide  is  obtained  in  this  way  as  a  very  hygro¬ 
scopic  white  powder;  heat  of  dissolution  at  13°  +  089  Cal.  From 
this  result  it  follo-ws  that — 

CjHjoOj  solid  +  -gNa20  solid  =  ^H20  solid 

+  C4H9Na04  solid .  develops  +22*815  Cal. 

CjHioOj  solid  +  NaOH  solid  =  H20  solid 

+  C4H9Na04  solid . . .  „  +5‘S1  „ 

CjHjoOj  solid  +  Na  solid  =  H  gas  + 

C4H9Na04  solid .  „  +37'70  ,, 

Comparison  of  these  numbers  writh  the  corresponding  values  for 
glycerol  shows  that  w'hilst  in  solution  the  acidic  function  of  erythrol 
is  more  energetic  than  that  of  glycerol,  in  the  solid  state  the  reverse 
seems  to  be  the  case.  The  anomaly  is  however  only  apparent,  and  is 
due  to  the  fact  that  the  physical  condition  of  the  solid  erythrol  is  not 
comparable  with  that  of  the  liquid  glycerol.  Analogy  indicates  that 
the  heat  of  fusion  of  erythrol  is  not  less  than  —10  Cal. 

C.  H.  B. 

Action  of  Erythrol  on  Alkali  Alkyl-oxides.  By  de  Forcrand 
(Compt.  rend.,  110,  904 — 907). — The  action  of  sodium  methoxide  on 
erythrol  (preceding  abstract)  yields  a  compound  C4H904Na,Me0H, 
which  loses  methyl  alcohol  at  140°.  The  action  of  sodium  ethoxide 
on  erythrol  in  presence  of  ethyl  alcohol  yields  the  compound 
EtONa,C4Hlo04,  or  if  ethyl  alcohol  is  present  in  large  excess,  the 
compound  EtONa,C4Hi0O4,2EtOH.  Both  these  compounds  can  be 
heated  for  several  hours  at  150°  without  undergoing  any  altera¬ 
tion,  and  hence,  in  all  probability,  have  the  constitution  given.  This 
viewr  is  confirmed  by  thermochemical  measurements.  Heats  of  dis¬ 
solution  at  13°,  C4H90 iN a,MeOH  =  +0+9  Cal;  EtONa,C4H10O4  = 
-1-94  Cal.;  EtONa,C4H10O4,2EtOH  =  -5*10  Cal. 
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CiHg04Na  solid  +  MeOH  liquid  = 

C4H904Na,iMe0H  solid . 

EtONa  solid  +  C4H1(J04  solid  — 

EtONa,C4H10O4  solid  . 

EtONa, C4H1.-O4  solid  +  2EfcOH  liquid  = 

EtONa, C4H10O4,2EtOH  solid . 

EtONa, 2EtOH  solid  +  C4H11)04  solid  = 
EtONa, C4H10O4,2EtOH  solid . 


develops  +  0’81  Cal. 

+1080  „ 
+  8-24  „ 
+  10-17  „ 


As  a  rule,  the  heat  of  combination  of  ethyl  alcohol  with  metallic 
alkyl-oxides  is  1  Cal.  less  than  for  the  corresponding  combination  of 
methyl  alcohol,  and  it  would  follow  that  the  combination  of  ethyl 
alcohol  with  sodium  erythroxide  would  be  endothermic.  This  result 
explains  the  non-formation  of  the  compound  C4Ha04Na,Et0H,  and 
also  why  the  erythroxide  is  not  formed  in  the  solution  in  ethvl  alcohol. 

C.  H.  B. 


Heats  of  Combustion  and  Formation  of  Nitrogenous  Com¬ 
pounds  derived  from  Albuminoids.  By  Bertkelot  and  Ax  dr  IS 
( Compt .  rend.,  110,  884 — 889). — The  combustions  were  made  in 
compressed  oxygen  in  the  calorimetric  bomb. 


Per 

gram. 

Molecular  heat  of  com¬ 
bustion. 

Heat  of 
forma¬ 
tion. 

Biff. 

Constant 

volume. 

Constant 

pressure. 

cal. 

Cal. 

Cal. 

Cal. 

Cal. 

(rlycollamine . 

3133  -G 

235  0 

234  -9 

12G  -2 

+  11-8 

Alanine  . 

-1370-7 

389-0 

389-2 

135  2 

+  2-S 

Leucine  . 

G52G  T- 

854-9 

855’ 9 

158-4 

Asparagine  . 

3396  -8 

418  -4 

448-1 

+  1-9 

Aspartic  acid . 

2911-1 

3S7'2 

386-8 

231-9 

+  33  2 

Tyrosine . 

5915  ’9 

1070  -8 

1071-2 

156-4 

ifippuric  acid . 

5G59  -3 

1013-0 

1012-9 

145  '6 

Urea . 

— 

— 

— 

-11  -8 

Uric  acid . 

— 

— 

- - 

148-1 

The  heats  of  formation  of  urea  and  uric  acid  are  given  for  com¬ 
parison.  The  last  column  gives  the  differences  between  the  actual 
heats  of  combustion  and  those  calculated  from  the  composition  by 
Dulong’s  method.  In  all  cases  except  urea  and  leucine  the  actual 
values  are  higher  than  the  calculated  values,  and  in  some  instances 
the  differences  are  very  considerable. 

In  the  following  table,  the  total  heat  of  combustion  is  compared 
with  the  heat  of  combustion  of  the  various  compounds,  the  nitrogen 
being  supposed  to  be  eliminated  in  the  form  of  urea,  the  heat  of  dis¬ 
solution  of  which  approximately  compensates  for  the  heat  of  dissolution 
of  the  original  compound  and  the  heat  of  dissolution  of  the  carbonic 
anhydride.  These  conditions  closely  resemble  those  actually  existing 
in  the  living  organism. 
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The  beat  developed  under  these  conditions  is  vry  considerably 
lower  than  the  In  at  of  complete  e*mi . cst  hu.i„  and  it  I :  <  ■  'hat 
urea  plays  a  very  import  /mt  /art  :.n  c.  tx. ’/'//m  w.d:  rent, 

since  St*  to  85  pri*  cent,  of  t /!■  ■  nltr/gim  is1  ejii'.dnnff  u  y.t  ?/::s  •  m. 
If  the  litiv-gen  i.s  eiitiOrtO-’d  Li  tee  or-:.,.-.,  ,.-i  -jim  •  •  i,  f  A  ••  •  ••;  Is 

115-2  t'al.  per  14  ^m.s,  122-1'  (V<,  /:  th  ./a  -  ■■  '  •  a  ip  ir  .,•  is 

in  solution  ;  if  tin.  liitn  /h  i>  ckx*  mi  ted  as  luv.-pm  :  d,  '  r  i  ;;  it 

is  lt'12'9  (’  ll.  per  14  uni  v  In  tl  -  east  of  ..irvb'v  -  f  ■  ■ «  1  „t 

there  woni-.l  be  a  very  considerable  thermal  df  ii  'it,  if  tl  /r  we;  not 
compensation  in  the  f-  rm  of  of  fnv  :-r>t\ -p x  “?>  ike  Intes¬ 
tine.  The  bit/h  deficit  in  tL  erso  of  uric-  »•  i  explains  to  soiuo 

extent  the  elf  cot  of  excessive  el-xj  on  its  pivvinotion,  and  tlu- 

characteristic  physiological  and  pathological  pci/u/batf-ms  which 
accompany  its  formation.  (f  H.  lb 

Heats  of  Combustion  of  the  Chief  Nitrogenous  Compounds 
in  Living  Organisms,  and  their  Relation  to  Animal  Heat. 
By  Berth. clot  and  AxduS  r<r-‘L.  110,  925 — 934). — The  beats 

of  combustion  were  determined  by  means  of  the  calorimetric  bomb. 
In  the  table  (p.  93b  j,  column  1  contains  thu  beats  of  combustion  of 
1  "ram  at.  constant  pressure;  column  : 2  the  heat  of  combustion  of  the 
quantity  whicu  contains  1  gram  of  carb~n:  column  3  the  beat  of 
combustion  if  1  gram  of  the  nitrogen  is  eliminated  in  the  form  of 
urea,  and  column  4  the  beat  ct  combustion  of  the  quantity  which 
contains  1  gram  of  carbon,  the  nitrogen  being  eliminated  as  urea. 

The  table  (p.  938)  gives  the  percentage  composition  of  the  various 
preparations. 

The  albumin  was  purified,  and  dried  at  100* ;  the  fibrin  was  treated 
with  ether  and  dried  at  115";  the  muscular  flesh  was  washed  with 
alcohol,  then  with  ether,  and  dried  at  115C:  the  haemoglobin  was 
prepared  from  the  horse,  and  was  dried  at  115";  the  casein,  ossein, 
and  elirondrin  were  dried  at  115* ;  the  vitellin  was  dried  in  a  vacuum 
at  the  ordinary  temperature  ;  the  yolk  of  egg  was  hard-boiled  and 
dried  in  a  vacuum  at  the  ordinary  temperature,  but  was  subjected  to 
no  other  treatment ;  the  vegetable  fibrin  was  extracted  with  alcohol 
and  ether  and  dried  at  115*;  the  isinglass,  fibroin, and  wool  were  washed 
with  ether  and  dried  at  115  ;  the  chitin  was  purified;  the  tunioin 


1)38 


ABSTRACTS  OF  CHEMICAL  PAPERS. 


was  prepared  from  Ascidians  and  treated  with  alkalis  and  acids,  and 
these  two  substances  and  the  gluten  were  dried  at  115°. 


1. 

2. 

3. 

4. 

Albumin  . . . 

5690 

10991 

4857 

9381 

Blood  fibrin . . . 

5532 

10S20 

4586 

8970 

Muscular  flesh . 

5731 

10671 

4749 

8841 

Haemoglobin . 

5915 

10617 

4964 

8902 

Casein  . . . 

5629 

11080 

4799 

9580 

OsseVn  .  . . 

5414 

10-06 

4544 

8976 

Ckondrin  (calf) . 

5346 

105-14 

4506 

8924 

Vitellin  . 

5784 

11166 

4954 

8596 

Yolk  of  egg . 

8124 

12052 

7701 

11632 

Vegetable  fibriu . 

5V3G 

10SO7 

49S6 

9047 

Crude  gluten . 

5995 

10878 

5245 

9338 

Isinglass .  . 

5242 

10800 

4192 

8640 

Fibroin . 

5097 

10599 

4077 

8479 

Wool  . 

5567 

11099 

453  / 

9009 

Chi  tin . 

4655 

9943 

4235 

9043 

Tunicin  . 

4163 

9014 

4063 

8794 

C. 

H. 

N. 

O. 

Ash. 

Albumin  . 

51-77 

7-03 

15-43 

24-15 

1  -62 

1  -oi 

Fibrin . 

51-13 

6*90 

17-50 

23-28 

1-19 

— 

1-23 

Muscle . . 

53*71 

7-38 

18  -19 

19-54 

1  -18 

— 

2  -45 

Hscmoglobin . 

55 "  51 

7-30 

17  -64 

17-62 

1  11 

0-82 

negligible 

Casein . . 

50-81 

7-00 

15-37 

24-01 

1  -63 

1-18 

0-64 

Ossein . . 

50  -10 

7-01 

17  -91 

24  -60 

0-38 

— 

0-29 

Chondrin . 

50-89 

7-14 

15-fO 

23  -93 

2-00 

0-45 

6-35 

Yitellin . 

51  -80 

7  "55 

15  "47 

22-27 

1-25 

1  -66 

negligible 

Yolk  of  egg . . 

67-41 

10-20 

7  *  65 

12  -53 

0*39 

1  -82 

Vegetable  fibrin . 

53-71 

7-31 

17  43 

20-11 

1-05 

0-39 

Crude  gluten . . 

55-11 

7 ‘53 

15  -73 

20-30 

1  -oo 

0-33 

0-21 

Isinglass . 

48-53 

6-91 

18-45 

25-54 

0"  57 

— 

0-74 

Fibroin  . 

48-09 

6-37 

17-96 

27  -41 

0-17 

— 

0-35 

Wool  . 

50-16 

6-93 

18*19 

20-97 

3  65 

— 

0-64 

Chitin . 

46  -82 

6-76 

7  *  77 

38-50 

O'  15 

— 

— 

Tunicin  . 

45  55 

6-60 

1  '88 

45  "33 

0-50 

0-14 

— 

The  average  heat  of  combustion  of  the  albuminoids  which  can 
serve  as  foods  is  5691  cal.  for  1  gram,  and  10,S70cal.  for  the  qnantity 
which  contains  1  gram  of  carbon.  The  loss  of  heat  resulting  from 
elimination  of  the  nitrogen  in  the  form  of  urea  is  16  per  cent.  The 
mean  beat  of  combustiou  of  the  carbohydrates  is  9470  cal.  for  the 
quantity  containing  1  gram  of  carbon,  but  the  value  for  1  gram 
varies  with  the  degree  of  hydration.  It  is  about  one-fifth  greater 
than  the  heat  of  combustion  of  the  carbon  which  is  present,  and  this 
reserve  of  energy  is  the  source  of  the  heat  developed  during  many 
fermentations.  In  the  case  of  fats,  the  heat  of  combustion  per  gram 
of  carbon  is  12,200  to  12,500  cal.,  the  magnitude  of  this  number 
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being  due  to  the  small  percentage  of  oxygen  which  the  compounds 
contain.  On  the  other  hand,  they  require  a  large  amonnt  of  oxygen 
for  complete  combustion.  In  the  case  of  the  albuminoids,  about  one- 
sixth  of  the  total  possible  heat  is  not  available,  because  the  nitrogen 
is  eliminated  Irom  the  living  organism  in  the  form  of  urea;  in  the 
case  of  the  fats  and  carbohydrates,  the  whole  of  the  heat  of  combustion 
is  available,  provided  that  the  organism  is  healthy  and  completely 
burns  the  food  supplied. 

When  an  organism  is  enfeebled,  and  is  unable  to  burn  completely 
the  food  which  is  introduced  into  it,  various  evil  results  follow.  Fats 
are  deposited  in  the  form  of  adipose  tissue,  encumbering  the  muscles 
and  other  organs,  and  although  they  possess  the  highest  heat-producing 
power,  they  are  the  first  of  the  food-stuffs  to  cease  to  furnish  their 
energy  to  an  enfeebled  organism.  Incomplete  combustion  of  carbo¬ 
hydrates  results  in  a  reduction  of  the  quantity  of  animal  heat,  and 
appears  to  be  connected  with  a  pathological  condition  of  certain 
special  organs.  Incomplete  oxidation  of  nitrogenous  compounds 
results  in  the  elimination,  chiefly  through  the  kidneys,  of  unaltered 
albumin  in  severe  cases,  and  ot'  products  of  incomplete  combustion, 
such  as  uric  acid,  in  other  cases,  but  the  diffusion  of  such  products 
in  the  organism  is  accompanied  by  serious  perturbations. 

C.  H.  B. 

Thermochemistry  of  Wool  and  Cotton.  By  L.  Vionon  ( Compl . 
rend.,  110,  909 — 910). — The  heat  developed  by  the  action  of  normal 
solutions  upou  lUO  gramsof  unbleached  wool  at  11 — 12" is  as  follows  :  — 

KOn.  A'aOH.  II  Cl.  H;,S04. 


Spun  wool .  T16  ITo  0  95  0*99  Cal. 

Combed  wool .  1*37  1'10  TOO  105  Cal. 


The  rise  of  temperature  ceases  after  about  five  minutes.  In  the 
case  of  cotton  the  development  of  heat  is  slower,  but  the  vise  of  tem¬ 
perature  ceases  at  the  end  of  seven  or  eight  minutes.  The  heat 
developed  per  1U0  grams  of  cotton  is  as  follows: — 

j  KOTI.  XaOH.  HC1.  H2S04. 

Cotton,  unbleached  .  1*30  T05  0’65  0'60  Cal. 

Cotton,  bleached  .  , .  2*27  2*20  0  65  0*58  Cal. 

The  greater  development  of  heat  by  the  action  of  alkalis  on 
bleached  cotton  is  probably  due  to  the  presence  of  oxycellulose,  which 
has  been  formed  in  the  process  of  bleaching.  C.  H.  B. 

New  Apparatus  for  Determining  Melting  Points.  By  A.  C. 
:  Christojiaxos  ( Ber .,  23,  1093 — 1096). — The  apparatus  shown  in  the 

diagram  (p.  940)  has  been  devised  by  the  author  for  ensuring  a  more 
j  correct  determination  of  the  melting  point  of  substances. 

The  cylindrical  vessel  (A),  which  is  12  em.  in  height  and  6  cm.  in 
diameter,  is  heated  on  a  sand-bath  or  in  an  air-bath,  and  is  provided 
with  two  apertures;  a  thermometer  (C)  and  a  platinum  wire  (/) 
pass  through  a  cork  fitting  into  one  of  the  apertures,  whilst  the 
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other  (e)  is  conical  and  fluted,  and  serves  for  the  reception  of  a  drawn- 
out  test-tube  (II).  The  vessel  (A)  is  filled  with  pure  mercury  to  such 
a  depth  that  the  point  (6)  of  the  test-tube  is  about  2  cm.  below  the 


surface  (.20)  of  the  metal.  The  substance  is  introduced,  in  a  melted 
condition,  into  the  point  (?>),  so  that  it  forms  a  layer  of  from  0‘5  to 
1  *5  cm.  in  length,  and  when  it  has  completely  solidified  again  the 
test-tube  is  placed  in  position  and  the  space  ( oc )  immediately  above 
the  substance  filled  with  mercury,  into  which  dips  the  platinum  wire 
( d) .  On  applying  heat,  the  mercury  in  (J)  is  uniformly  heated 
throughout  its  whole  mass,  so  that  the  thermometer  and  the  sub¬ 
stance  are  alwaysat  the  same  temperature;  the  moment  the  substance 
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melts,  the  two  mercury  columns  come  into  contact,  the  circuit  is 
completed,  the  bell  ( D )  rings,  and  the  temperature  is  noted. 

F.  S.  K. 

Boiling  Points  of  Substances  are  a  Function  of  their 
Chemical  Nature.  By  !M.  WTlderma.vn  (Ik-r.,  23,  1254  —1204). — In 
any  homologous  series  of  organic  compounds,  the  relation  between  the 
boiling  point  (in  absolute  temperature)  under  a  pressure  of  M  mm., 
and  that  under  a  pressure  of  X  mm.  is  one  and  the  same  for  all  mem¬ 
bers  of  the  sei’ies.  This  law  has  been  tested  in  a  number  of  cases  for 
wide  limits  of  pressure  (12  lo  1500  mm.)  and  found  correct.  It  may 
be  expressed  in  the  following  manner — 

Tap  _  T bp  _  Trp  _  .. 

T«P  “  TbV  ~  Td7  “  ’ 

where  a,  b,  and  c  represent  different  members  of  any  homologous 
series,  p  the  lower,  and  P  the  higher  limit  of  pressure.  From  the 
above  it  also  follows  (hat  Tap  :  T bp  —  TaP  :  T5P,  or  that  the  ratio  of 
the  boiling  points  of  two  substances  belonging  to  the  same  homologous 
series  is  the  same  for  all  pressures. 

The  above  law  does  not  hold,  however,  for  members  of  the  same 
series  which  differ  in  chemical  nature  or  in  the  mode  of  arrangement 
of  the  atoms  in  the  molecule,  and,  therefore,  is  not  applicable  to  the 
various  isomoridos  of  the  higher  members  of  a  homologous  series. 
The  value  of  1)  is  also  found  to  vary  from  one  series  to  another,  the 
author  having  determined  the  values  of  TI2  mm.  /  T760  min.  for  150 
different  substances,  and  found  the  variation  to  be  from  073  to  0'7P. 
From  this  it  follows  that  the  change  in  the  boiling  point  of  a  sub¬ 
stance  with  change  of  pressure  is  dependent  on  the  nature  of  the 
elements  composing  that  substance,  as  also  on  their  number  and  mode 
of  arrangement  in  the  molecule,  and  hence  is  a  function  of  the 
chemical  nature  of  any  compound.  H.  C. 

Solution  Compounds.  By  G.  GoRE(C7iem.  Netvs,  61, 172 — 174). 
— The  author  has  measured,  using  zinc-platinum  couples,  the  voltaic 
energy  of  numerous  aqueous  solutions  containing  various  proportions 
of  all  kinds  of  soluble  elements,  alkaline,  neutral,  and  acid  salts  and 
acids,  and  has  in  all  cases  obtained  evidence  of  combination  by  the 
reduction  of  voltaic  energy.  The  author  gives  the  average  available 
voltaic  energy  of  the  ingredients  used  in  the  various  solutions,  and 
also  the  loss  of  voltaic  energy  which  takes  place  when  two  of  these 
substances  are  in  the  same  solution,  in  proportions  representing  the 
formulae  of  each  solution  compound. 

The  author  considers  that  the  results  obtained  illustrate  the  fact 
“  that  all  kinds  of  chemical  substances,  when  in  neutral  solution, 
unite  with  each  other  indiscriminately,  and  irrespective  of  the 
chemical  nature  of  the  substances.”  D.  A.  L. 

Sealing  Tubes  under  Pressure,  By  A.  Richardson  ( Chem . 
News ,  61,  255). — The  following  device  serves  for  sealing  tubes  after 
gases  have  been  admitted  to  them  under  pressure.  The  tube 
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terminates  in  a  T  -piece,  the  lateral  tube  of  which  is  constricted  at 
places,  and  provided  near  the  joint  with  a  plug  ground  into  a  contrac¬ 
tion  of  the  tube,  so  that  it  acts  as  a  valve  opening  inwards,  yielding  to 
the  admission  of  gas  under  pressure,  but  closing  firmly  under  internal 
pressui’e,  and  so  permits  of  the  sealing  of  the  tube  at  a  point  further 
removed  from  the  joint.  D.  A.  L. 


Inorganic  Chemistry. 


Spontaneously  Inflammable  Hydrogen  Phosphide.  By  L. 

G-attkrmaxn  and  \V.  Haussknecht  (bey.,  23,  1174 — 1190). — In  order 
to  obtain  more  accurate  details  as  to  the  composition  and  properties 
of  the  liquid  hydrogen  phosphide  obtained  by  Tlienard  in  1845,  the 
authors  have  prepared  this  substance  in  considerable  quantities,  and 
subjected  it  to  a  close  examination.  The  method  of  preparation 
adopted  was  that  originally  employed  by  Tlienard,  namely,  the  action 
of  calcium  phosphide  on  water.  To  obtain  the  calcium  phosphide,  a 
strong  iron  tube  sufficiently  wide  to  allow  of  the  easy  passage  of  a 
stick  of  phosphorus  was  fixed  vertically  in  a  large  Hessian  crucible, 
filled  with  ordinary  lime,  broken  into  pieces  about  the  size  of  a  hazel¬ 
nut.  The  iron  tube  should  end  2  cm.  above  the  bottom  of  the 
crucible,  and  have  a  wide  glass  tube  attached  to  the  upper  portion,  in 
order  to  prevent  the  mouth  becoming  too  hot.  The  crucible  is  then 
covered,  and  placed  in  a  suitable  coke  furnace,  heated  to  a  moderate 
red  heat,  and  phosphorus,  in  pieces  weighing  about  15  grams,  thrown 
into  the  tube.  The  process  is  continued  until  the  burning  of  the 
phosphorus  from  the  crucible  opening  becomes  continuous.  The 
calcium  phosphide  is  thus  obtained  as  a  hard,  dark  mass,  which 
frequently  shows  iridescent  surface  colours,  and  must  be  at  once 
placed  in  a  well-closed  bottle. 

The  decomposition  of  the  calcium  phosphide  is  carried  out  in  a 
large,  three-necked  Woulffe’s  bottle.  In  the  centre  neck  is  placed  a 
wide  glass  tube,  dipping  under  the  surface  of  the  water,  for  the 
introduction  of  the  phosphide ;  in  the  second  is  placed  a  tube,  like¬ 
wise  dipping  under  the  surface  of  the  water,  connected  with  an 
apparatus  evolving  hydrogen  ;  whilst  in  the  third  is  placed  an  exit 
tube  connected  with  the  condenser.  The  latter  consists  of  a  tube 
narrowed  towards  the  bottom,  the  inlet  and  outlet  tubes  of  which 
only  come  slightly  below  the  cork,  and  are  cut  olf  obliquely.  It  is 
placed  in  a  deep  vessel  of  water  containing  sufficient  ice  at  the  top  to 
keep  the  temperature  at  0°.  As  soon  as  the  air  is  driven  out  of  the 
apparatus  by  the  hydrogen,  the  Woulffe’s  bottle,  which  should  contain 
litres  of  water,  is  carefully  heated  in  a  water- bath  until  the  latter 
has  a  temperature  of  60°,  and  the  calcium  phosphide,  broken  into 
pieces  the  size  of  a  pea,  added  in  portions  of  about  2  grams.  It  is 
preferable  to  pi'oceed  at  such  a  rate  that  50  grams  are  added  in 
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15  to  20  min.  After  a  quarter  of  that  amount  has  been  added,  the 
condensation  commences,  and  the  liquid  collects  in  the  narrow  portion 
of  the  condenser.  The  pises  which  pass  off  still  contain  considerable 
quantities  of  the  liquid  phosphide,  and  if  passed  through  a  flask 
containing  hydrochloric  acid,  may  be  converted  into  solid  hydrogen, 
phosphide,  while  the  gaseous  hydrogen  phosphide  passes  off,  and 
may  be  collected  over  water.  Care  must  be  taken  in  this  case  that 
the  tubes  do  not  get  blocked  by  the  deposition  of  the  solid  compound. 
From  ] — 2  c.c.  of  the  liquid  phosphide  is  obtained  in  a  successful 
operation  for  every  50  grams  of  calcium  phosphide  employed. 

In  order  to  obtain  a  weighed  quantity’ of  the  substance  foranalysis, 
a  small  bulb-tube  with  a  narrow  neck  is  blown  on  the  condenser 
previous  to  its  being  used,  and  wheu  the  liquid  has  been  collected,  a 
sufficient  amount  passed  into  this  bulb-tube  by  inclining  the  con¬ 
denser,  and  the  narrow  neck  of  the  former  then  carefully  sealed.  It 
was  not  found  possible  to  estimate  the  phosphorus  directly',  but  the 
hydrogen  was  readily  estimated  by  burning  the  substance  in  a  tube 
nearly  filled  with  lead  chromate,  through  which  a  current  of  dry 
carbonic  anhydride  was  passed,  the  water  formed  being  absorbed  as 
usual  by  a  calcium  chloride  tube.  The  quantity  of  the  latter  agreed 
well  with  the  empirical  formula  PIP. 

Thenard  drew  his  conclusions  as  to  the  composition  of  the  liquid 
from  the  fact  that  it  decomposed  in  sunlight,  with  formation  of  solid 
and  gaseous  hydrogen  phosphide,  the  amount  of  the  former  obtained 
being  about  38  per  cent.  The  authors  have  repeated  this  experiment, 
the  liquid  being  collected  in  a  bulb-tube  to  the  neck  of  which  a  small 
capillary  tube  drawn  out  to  a  point  was  horizontally  attached.  The 
weighed  tube,  after  breaking  off  the  capillary,  was  exposed  to  bright 
sunlight,  and  in  36  hours  was  completely  converted  into  the  solid 
phosphide,  the  amount  of  which  was  found  to  be  38 '33  per  cent.  In 
a  second  experiment,  the  gaseous  hydrogen  phosphide  evolved  was 
collected  over  mercury  and  measured,  the  liquid  being  both  exposed 
to  light  and  heated.  The  quantity  found  was  6T28.  These  quantities 
agree  well  with  Thenard’s  equation,  5PH2  =  3PH2  +  P2H,  and  form, 
therefore,  a  further  confirmation  of  the  empirical  formula  PH2. 

The  sealed  tubes  containing  the  liquid  phosphide  must  not  be  kept 
for  any  length  of  time,  as  the  decomposition  commences  immediately, 
and,  after  a  time,  the  pressure  becomes  so  great  that  the  tubes 
explode  with  an  exceptionally  loud  report.  No  deposition  of  the  solid 
takes  place  for  some  time,  but  the  liquid  becomes  yellow,  whence  it 
would  appear  that  solid  hydrogen  phosphide  is  soluble  in  liquid 
phosphide. 

Attempts  were  made  to  obtain  the  vapour-density  of  the  liquid 
without  success,  the  substance  being  in  all  cases  decomposed.  The 
comparison  of  the  physical  properties  of  the  liquid  and  gaseous 
compounds  makes  the  formula  PH2  improbable,  and  the  authors, 
therefore,  regard  the  formula  P2Ht  as  preferable.  The  boiling  point 
was  found  to  be  57 — 58°  under  735  mm.  pressure,  no  residue 
remaining,  provided  the  temperature  of  the  heating  bath  does  not 
rise  above  80°,  but  the  distilled  compound  is  even  more  unstable  than 
the  original  substance.  The  specific  gravity  of  the  liquid  was  found 
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in  two  cases  to  be  1'016  and  I ’007,  and  is,  therefore,  slightly  greater 
than  that  of  water. 

Unsuccessful  attempts  have  also  been  made  to  obtain  compounds  of 
liquid  hydrogen  phosphide  with  aldehydes  and  ketones  similai*  to 
those  yielded  by  hydrazine.  H.  G.  C. 

Carbon  Tetrafluoride.  By  K.  Moissan  ( Compt .  rend.,  110, 
951 — 951;  compare  Chabrie,  this  vol.,  p.  558). — Carbon  fluorides  are 
gaseous,  closely  resemble  one  another  in  many  of  their  properties, 
and  at  comparatively  low  temperatures  decompose  and  polymerise 
easily.  Their  preparation  in  a  pure  state  is  consequently  difficult. 

Carbon  tetrafluoride  can  be  obtained  by  the  action  of  fluorine  on 
purified  carbon  at  the  ordinary  temperature ;  by  passing  fluorine  into 
gently  heated  carbon  tetrachloride  ;  by  passing  fluorine  heated  to 
100°  into  chloroform  ;  by  the  action  of  fluorine  on  methane  ;  by  the 
action  of  silver  fluoride  on  carbon  tetrachloride. 

Silver  fluoride  is  heated  at  195 — 200°,  and  the  vapour  of  carbon 
tetrachloride  is  passed  over  it.  The  product  is  passed  through  a 
serpentine  tube  cooled  to  —23°,  and  is  collected  over  mercury.  The 
last  traces  of  vapour  of  carbon  tetrachloride  are  removed  by  allowing 
it  to  remain  in  contact  with  fragments  of  caoutchouc  for  some  time. 
The  gas  still  contains  small  quantities  of  a  carbon  fluoride  of  higher 
sp.  gr.,  but  can  be  obtained  quite  pure  by  agitating  with  absolute 
alcohol,  in  which  the  tetrafluoride  is  readily  soluble,  and  from  which 
it  is  expelled  by  heating.  Alcohol  vapour  is  finally  removed  by 
sulphuric  acid.  The  preparation  must  be  conducted  in  metal 
apparatus  ;  otherwise  a  mixture  of  silicon  fluoride,  carbonic  anhydride, 
carbon  tetrafluoride,  and  a  carbon  fluoride  of  higher  sp.  gr.  is 
obtained. 

Carbon  tetrafluoride  has  a  sp.  gr.  of  3  09;  it  liquefies  at  —15° 
under  ordinary  pressure,  or  under  4  atmos.  at  20°.  It  is  only  slightly 
soluble  in  water,  and  is  not  absorbed  by  sulphuric  acid,  aqueous 
potash,  or  aqueous  baryta,  but  dissolves  readily  in  ether,  and  especially 
in  absolute  alcohol.  When  heated  in  contact  with  glass,  it  yields 
carbonic  anhydride  and  silicon  tetrafluoride.  When  heated  with 
sodium,  it  yields  sodium  fluoride  and  carbon,  and  it  dissolves  readily 
in  alcoholic  potash,  which  gradually  converts  it  into  potassium 
fluoride  and  carbonate.  C.  H.  B. 

Composition  of  Boiler  Scale.  By  T.  B.  Stillmax  (CJtem.  Neivs, 
61,  258). — An  analysis  of  boiler  scale,  from  a  portion  of  the  boiler 
exposed  to  direct  heat,  yielded  the  following  numbers  per  cent.;  the 
water  of  hydration  being  determined  by  igniting  the  scale,  dried  at 
100°,  in  a  tube,  and  collecting  the  water  in  a  tared  calcium-chloride 
tube : — 

Si02  and  clay.  Fe20:!;  AL03.  CaO.  MgO.  C02.  S03. 

11-70  2-81  "  11-62  41-32  6'92  0’96 


Moisture. 

0-69 


II20  (of  hydration).  TTndeter mined. 

21*78  0-2 
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Tho  numbers  show'  insufficient  snlphnric  and  carbonic  acids  to 
satisfy  the  bases,  whereas  the  water  of  hydration  exactly  corresponds 
with  that  required  for  the  unsatisfied  magnesium  and  calcium  oxides, 
thus  indicating  the  presence  of  13'70  per  cent,  of  calcium  hydroxide 
and  56'37  of  magnesium  hydroxide.  This  is  regarded  as  the  result 
of  the  decomposition  of  the  scale  by  heat,  and  was  confirmed  by  an 
examination  of  the  scale  layer  by  layer,  when  it  was  found  that  the 
portion  next  to  the  iron,  and  nearest  the  fire,  contained  only  traces  of 
carbonic  anhydride,  but  consisted  principally  of  hydroxides  ;  the  inter¬ 
mediate  portion  was  a  mixture  of  hydroxides  and  carbonates  ;  whilst 
the  upper  portion  contained  carbonates,  but  not  hydroxides. 

D.  A.  L. 

Lead  Phosphites  and  Pyrophosphite.  By  L.  An  at  {Compf. 
rend.,  110,  901 — 904). — Normal  Lead  Phosphite. — This  salt  is  practi¬ 
cally  insoluble  in  water:  Na2HP03  diss.  +  Pb(N03)2  diss.  — 
PbHP03  pptd.  2NaN03  diss.,  develops  +  0 Go  Cal. 

Lead  Nitrophosphite. — If  sodium  hydrogen  phosphite  is  used  instead 
of  the  normal  salt,  part  of  the  lead  is  precipitated  as  normal 
phosphite,  and  the  liquid  becomes  acid.  In  presence  of  excess  of 
lead  nitrate,  the  normal  lead  phosphite  combines  with  it.,  and  forms  a 
nitropliospliite,  PbHP03,Pb(A03)2,  which  can  be  recrystallised  from 
dilute  (1  :  10)  nitric  acid.  The  crystals  are  stable  when  exposed  to 
air,  and  do  not  alter  at  100 — 110°.  When  more  strongly  heated,  the 
salt  decomposes  explosively,  nitrogen  oxides  being  evolved,  and  a 
white  residue  being  left.  In  contact  with  water,  the  crystals  are 
decomposed  and  become  opaque,  lead  nitrate  being  dissolved,  and  the 
normal  phosphite  left.  Lead  nitropliospliite  is  also  formed  when  lead 
phosphite  is  treated  with  nitric  acid. 

Lead  hydrogen  phosphite  is  obtained  by  dissolving  the  normal  salt 
in  a  very  concentrated  solution  of  phosphorous  acid,  aud  separates  on 
cooling  in  fine,  transparent  crystals  which  can  be  dried  at.  100°,  and 
have  the  composition  PbH1(P03)2.  When  treated  with  water,  they 
become  opaque,  the  normal  phosphite  being  formed,  whilst  phos¬ 
phorous  acid  passes  into  solution. 

Lead  pyrophosphite ,  PbH2P205,  is  obtained  by  heating  the  acid 
phosphite  at  about  140°  in  a  dry  vacuum.  In  contact  with  water,  it 
remains  undissolved,  but  is  gradually  converted  into  the  normal 
phosphite  and  phosphorous  acid.  The  addition  of  lead  nitrate  to 
sodium  pyrophosphite  yields  a  precipitate  of  lead  nitropliospliite  and 
not  of  the  pyrophosphite,  a  result  due  to  the  hydration  of  the  pyro¬ 
phosphate.  The  hydration  takes  place  most  rapidly  in  concentrated 
and  acid  solutions,  and,  hence,  on  addition  of  lead  nitrate  to  the 
sodium  pyrophosphite,  precipitation  of  the  nitropliospliite  begins 
almost  immediately,  but  in  very  dilute  solutions  precipitation  is  very 
slow'  indeed.  This  reaction  may  be  utilised  to  distinguish  between 
phosphites  and  pyrophosphites,  since  the  former  give  an  immediate 
precipitate  with  lead  nitrate  in  the  cold,  whilst  the  latter,  in  very 
dilute  solutions,  give  no  precipitate  until  boiled.  If  a  phosphite  and 
pyrophosphite  are  mixed,  the  precipitate  which  forms  in  the  cold  is 
filtered  off,  and  the  filtrate  is  then  boiled,  when  a  further  precipitate 
shows  the  presence  of  a  pyrophosphite.  C.  H.  B. 
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The  Relation  of  the  Hydrated  Sesquioxides  to  the  Salts  of 
Iron  and  Aluminium.  By  E.  A.  Schneider  ( Ber 23, 1649 — 1354). 
— Freshly  precipitated  aluminium  hydroxide  readily  acts  on  a  hot 
concentrated  solution  of  ferric  sulphate,  and  precipitates  the  whole  of 
the  iron  as  a  basic  salt.  The  solution  of  ferric  sulphate,  as  is  well 
known,  readily  dissociates  into  free  acid  and  a  basic  salt,  and  in  this 
reaction  the  aluminium  hydroxide  unites  with  the  free  acid  as  it  is 
formed,  and  thus  accelerates  the  precipitation.  The  action  likewise 
takes  place  in  the  cold.  The  duration  of  the  reaction  has  very  little 
influence  on  the  amount  of  alumina  dissolved,  but  the  reaction  takes 
place  more  slowly  in  cold  dilute  solutious.  In  hot  solutions  the  con¬ 
centration  is  without  effect  on  the  result. 

Aluminium  hydroxide  dissolves  quickly  and  completely  in  cold 
solutions  of  normal  and  basic  ferric  chloride,  aluminium  chloride 
being  formed,  and  colloidal  ferric  hydroxide  remaining  in  solution. 
The  latter  coagulates  immediately  on  addition  of  a  little  sulphuric 
acid.  A  solution  of  ferric  nitrate  behaves  in  a  similar  manner. 

Freshly-precipitated  ferric  hydroxide  dissolves  in  a  concentrated 
solution  of  aluminium  sulphate  in  considerable  quantity,  forming  a 
dark-brown  solution  which  may  be  evaporated  to  dryness  without 
decomposition,  and  yields  a  basic  salt  on  addition  of  water,  having 
the  formula  S0s,3Fe20;1,3H20. 

The  hydroxide  also  dissolves  in  considerable  quantity  in  aluminium 
chloride  solution.  The  undissolved  portion,  when  collected  and 
washed,  dissolves  readily  in  large  quantities  of  water  forming  a 
reddish-brown  solution,  which  appears  cloudy  in  reflected  light,  and 
show’s  a  blue  fluorescence.  The  solution  containing  the  iron  and 
aluminium  loses  most  of  its  iron  on  addition  of  a  trace  of  sulphuric 
acid.  A  solution  of  aluminium  nitrate  also  takes  up  the  ferric  hydr¬ 
oxide,  but  in  much  smaller  quantity. 

Aluminium  hydroxide  may  be  partially  precipitated  not  only  from 
basic  but  also  from  acid  solutions  by  means  of  sulphuric  acid,  the 
amount  precipitated  in  one  experiment  being  25'6  per  cent.  Further, 
aluminium  chloride  solutions  prepared  from  hydrochloric  acid,  and 
aluminium  hydroxide  which  has  remained  for  a  long  time  under 
aqueous  ammonia,  are  coagulated  to  a  greater  extent  by  sulphuric 
acid  than  those  prepared  from  the  freshly-precipitated  hydroxide. 

H.  G.  C. 

Action  of  Hydrogen  Peroxide  on  Oxygen  Compounds  of 
Manganese.  By  A.  Gorgeu  ( Compt .  rend.,  110,  857 — 859). — It  is 
generally  believed  that  when  hydrogen  peroxide  is  brought  in  contact 
with  manganese  peroxide,  the  former  is  rapidly  decomposed  into  water 
and  oxygen,  whilst  the  latter  remains  unaltered.  The  exact  nature 
of  the  change,  however,  depends  on  the  conditions. 

Pure  crystallised  manganese  peroxide,  obtained  by  heating  man¬ 
ganous  nitrate  at  158 — 170°,  decomposes  hydrogen  peroxide  compara¬ 
tively  slowly,  and  if  the  latter  is  slightly  alkaline,  the  manganese 
peroxide  undergoes  no  change  at  all.  If,  however,  the  hydrogen 
peroxide  is  slightly  acid,  the  proportion  of  peroxide  in  the  manganese 
compound  may  be  reduced  by  several  per  cents. 

Hydrated  manganese  peroxide  prepared  in  the  cold  immediately 
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decomposes  hydrogen  peroxide,  and  the  former  also  undergoes 
profound  alteration  to  an  extent  depending  on  the  proportion  of  the 
hydrogen  peroxide.  In  one  ease  the  action  of  1,  2,  and  3  equiva¬ 
lents  of  hydrogen  peroxide  containing  4  to  5  vols.  of  oxygen  on 
hydrated  manganese  peroxide  containing  97'5  per  cent,  of  the 
dioxide,  reduced  the  proportion  of  the  latter  to  75,  73,  and  70  per 
cent. 

It  follows  that  in  the  estimation  of  hydrogen  peroxide,  hydrated 
manganese  peroxide  should  not  be  used  ;  and  even  with  the  anhydrous 
manganese  compound,  there  is  risk  of  error  unless  the  hydrogen 
peroxide  is  slightly  alkaline. 

The  limit  at  which  hydrogen  peroxide  has  no  action  on  manganese 
peroxide  is  represented  by  the  basic  manganite  MnOj,2MnO,]  H20, 
which  can  be  obtained  by  the  prolonged  action  of  a  current  of  air  on 
manganous  hydrate  suspended  in  its  own  mother  liquor.  Since 
hydrogen  peroxide  reduces  only  the  oxides  above  this  limit,  it  would 
seem  that  the  oxidising  action  of  the  peroxide  on  manganous  hydr¬ 
oxide  ought  to  cease  at  the  same  point.  This,  however,  is  not  the 
case ;  the  manganous  hydroxide  can  be  oxidised  even  to  a  higher 
degree  than  the  acid  manganite  MnCb,MnO.  The  decomposition  of 
hydrogen  peroxide  is  more  rapid  in  presence  of  a  strong  base,  and 
the  oxidation  of  the  manganese  is  at  first  partly  determined  by  the 
influence  of  the  basic  function  of  the  manganous  hydroxide,  assisted 
afterwards  by  the  acid  function  of  the  peroxide  which  is  formed. 
The  higher  oxidation  may  be  regarded  as  due  to  the  action  of  nascent 
oxygen.  The  author  has  previously  shown  that  in  contact  with  moist 
air  the  oxide  MnCb,2]\InO 's  converted  into  the  compound  MnO>,MnO. 

C.  H.  B. 

Compounds  of  Ammonia  with  Metallic  Permanganates.  By 

T.  Klobb  (Ball.  Soc.  Glum.  [3],  3,  50S — 510  ;  compare  Abstr.,  1880, 
9S3).  By  the  action  of  ammoniacal  solutions  of  copper,  zinc, 
cadmium,  and  nickel  sulphates  on  a  saturated  solution  of  potassium 
permanganate  at  5 — 10°,  the  compounds  Uu(Hn04)o,4;NTl3, 
Z»(Mn04)2,4NH3,  Cd (Mn 04)3,4X H3,  and  Ni(Mn04)2.6NH3  +  2H20 
are  obtained.  These  compounds  exist  either  as  minute,  dark-violet 
crystals  or  powders,  are  very  unstable,  and  explode  on  percussion, 
evolving  ammonia,  and  leaving  finely-divided  oxides.  They  dissolve 
in  water  to  dark-violet  solutions  which  decompose  rapidly  with  separa¬ 
tion  of  manganese  dioxide.  Their  solutions  in  dilute  sulphuric  acid 
are  unstable.  T.  Gf.  N. 

Liquation  of  Gold  and  Platinum  Alloys.  By  E.  Matthew 
(Proc.  Boy.  Soc.,  47,  180 — 186). — The  author  has  investigated  the 
composition  of  different  parts  of  alloys  containing  gold  and  platinum, 
with  or  without  admixture  of  copper  and  silver.  He  finds  iu  the  case 
of  cast  spheres  containing  respectively  88  per  cent,  of  gold  and  5  of 
platinum,  and  70  per  cent,  of  gold  and  12  of  platinum,  that  the 
platinum  liquates  from  the  gold  on  cooling,  and  becomes  concentrated 
towards  the  centre  of  the  spheres.  Assays  of  the  outer  portions  of 
such  alloys  are  thus  faulty.  The  same  results  were  obtained  whether 
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the  alloy  consisted  entirely  of  gold  and  platinum,  or  whether  it 
contained  in  addition  silver,  or  copper,  or  both.  J.  W. 

Iridium  Dioxide.  By  G.  Geisfnheimer  ( Compt .  rend.,  110, 
855 — 857). — When  potassium  iridate  is  heated  to  redness  in  a  gold 
crucible  for  about  an  hour  with  15  times  its  weight  of  a  mixture  of 
potassium  chloride  and  bromide  in  equivalent  proportions,  it  is  almost 
completely  transformed  into  slender,  microscopic  needles  with  a  very 
high  lustre.  The  product  is  washed  first  with  water  and  then  with 
aqua  regia,  and  can  be  dried  at  100°  or  even  150°  without  decomposi¬ 
tion.  It  consists  of  pure  iridium  dioxide,  and  when  heated  in 
hydrogen  yields  metallic  iridium  free  from  any  trace  of  alkali. 

The  dioxide  can  also  be  obtained  in  an  amorphous  condition  by 
heating  iridium  to  bright  redness  in  contact  with  the  air  or  with 
oxygen.  Whether  crystallised  or  amorphous,  iridium  dioxide  which 
has  been  prepared  at  a  high  temperature  is  not  attacked  by  ordinary 
solvents. 

Hydrated  iridium  dioxide  is  obtained  (1)  by  boiling  a  30  per  cent, 
solution  of  potassium  iridate  with  a  large  excess  of  ammonium 
chloride  ;  (2)  by  boiling  the  blue  basic  iridate  obtained  in  the  pre¬ 
paration  of  potassium  iridate  with  excess  of  ammonium  chloride,  a 
method  which  has  the  disadvantage  that  any  silica,  iron,  or  ruthenium 
present  is  precipitated  at  the  same  time;  (3)  by  heating  three  parts  of 
iridium  to  redness  for  2  or  3  hours  in  a  gold  crucible  with  10  parts  of 
sodium  hydroxide  and  3  parts  of  sodium  nitrate.  The  product  seems 
to  be  sodium  iridate,  but  is  very  unstable,  and  when  boiled  with  water 
rapidly  decomposes,  oxygen  being  evolved  and  iridium  dioxide  pre¬ 
cipitated.  The  dioxide  is  rapidly  washed  with  ammonium  chloride 
solution  and  dried  at  100°;  it  is  dissolved  even  by  dilute  acetic  acid. 
A  similar  result  is  obtained  with  barium  hydroxide  and  barium  nitrate, 
but  the  separation  of  barium  carbonate  during  subsequent  .operations 
is  very  inconvenient.  C.  H.  B. 


Mineralogical  Chemistry. 


Eukairite  from  Argentine.  By  R.  Otto  (Ber.,  23,  1039 — 1041). 

—The  author  has  analysed  a  mineral  obtained  from  Rioja,  in  the 
Argentine  Republic,  and  finds  it  to  be  identical  with  eukairite,  which 
occurs  in  small  quantities  in  Smoland,  Sweden.  The  analysis  showed 
that  the  mineral  contains  an  equal  number  of  atoms  of  silver,  copper, 
and  selenium,  and  agreed  to  a  certain  extent  with  Berzelius’  analysis 
of  the  Swedish  mineral.  F.  S.  K. 

Chemical  Constitution  of  Talc.  By  F.  W.  Clarke  and  E.  A. 
Schneider  (Ber.,  23,  1537 — 1540). — Talc  has  usually  been  regarded 
as  a  magnesium  hydrogen  metasilicate,  H2Mg3(Si03)4,  but  lately  Groth 
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lias  proposed  to  regard  it  as  a  basic  pyrosilicatc,  Mg(Si-.>05)2(Mg0H)2. 
Tlte  authors  think  Groth’s  formula  incorrect  because  talc  is  scarcely 
attacked  by  hydrochloric  acid;  when  heated  for  15  hours  at  400°  in  a 
current  of  hydrogen  chloride,  only  0'23  per  cent,  of  magnesia  is  con¬ 
verted  into  chloride,  and  when  digested  with  aqueous  hydrochloric 
acid  of  sp.  gr.  1*14  for  32  days,  only  4  per  cent,  is  converted.  But 
minerals  which  contain  the  group — Mg-Oll  are  easily  decomposed 
by  hydrochloric  acid. 

Further,  if  Groth’s  formula  is  correct,  the  molecule  of  talc  should 
not  be  decomposed  when  heated,  but  should  simply  lose  a  molecule  of 
water  between  the  two  (MgOH)  groups.  According  to  the  usual 
formula,  the  following  decomposition  should  take  place  : — 

H2Mg3(Si03)4  =  H,0  +  SiCb  +  3MgSi03; 

and,  as  a  matter  of  fact,  it  is  found  that,  after  talc  has  been  heated  for 
half  an  hour  over  the  blowpipe,  it  loses  one  fourth  of  its  silica  when 
boiled  with  aqueous  soda,  although  before  iguition  it  is  nnattaeked 
by  this  ageut.  C.  F.  B. 


Organic  Chemistry. 


Vapour-density  and  Melting  Point  of  Cyanogen  Iodide. 
By  K.  Seubert  and  W.  Pollard  ( Ber .,  23,  1062 — 1065). — Vapour- 
density  determinations  of  cyanogen  iodide  in  V.  Meyer’s  apparatus  at 
163°  and  250°  gave  results  which  agree  well  with  those  required  by 
molecular  formula  CNI ;  the  compound  undergoes  slight  dissociation, 
and  iodine  is  deposited  on  the  cooler  portions  of  the  tube.  Cyanogen 
iodide  melts  at  146*5\  and  solidifies  again  at  142,5°.  F.  S.  K. 


Thiocyano-  and  Selenocyano-derivatives.  By  L.  Hagelbeeg 
(Ber.,  23,  1083 — 1092). — Trimethylene  thiocyanate,  CH2(CH2'S*CK)2, 
is  formed  when  trimethylene  bromide  is  boiled  with  potassium  thio¬ 
cyanate  in  alcoholic  solution.  It  crystallises  in  colourless  plates, 
melts  at  23°,  and  is  soluble  in  alcohol,  ether,  and  hot  water.  The 
sulphide,  C3H6S2,  is  obtained  when  the  thiocyanate  is  treated  with 
25  per  cent,  alcoholic  potash  ;  it  is  a  colourless,  crystalline  powder, 
melts  at  71°,  and  is  insoluble  in  water,  alcohol,  and  cthei’,  but  soluble 
in  benzene,  cumene,  nitrobenzene,  warm  pota&h,  nitric  acid,  and 
sulphuric  acid.  The  constitution  of  this  compound  is  probably 

expressed  by  the  formula  C3HG<^g2)>C3H6,  as  when  ethylene  thio¬ 
cyanate  is  treated  with  alcoholic  potash,  it  is  converted  into  diethylene 
tetrasulphide,  C2H3<|2>C..H3. 


Trimethylene  mercaptan,  CH2(CH2-SH)2,  prepared  by  reducing  the 
thiocyanate  with  zinc  and  hydrochloric  acid,  or  by  treati  ng  tri¬ 
methylene  bromide  with  potassium  hydrosulphide  in  alcoholic  solu- 
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tion,  is  a  colourless,  disagreeably  smelling  oil  boiling  at.  TG9°.  In  its 
alcoholic  solution,  lead  salts  produce  a  yellow,  copper  sulphate  a 
green,  and  mercuric  chloride  a  colourless  precipitate ;  it  combines 
with  yellow  mercuric  oxide  very  energetically,  yielding  a  grey  mass, 
and  on  oxidation  it  is  converted  into  the  sulphide  described  above. 

Propylene  thiocyanate,  CN'S'CHM e'CHyS’CN,  is  a  brown  oil  which 
is  insoluble  in  water  and  cannot  be  distilled  ;  when  treated  with 
alcoholic  potash,  it  is  probably  converted  into  the  sulphide,  which 
cannot,  however,  be  isolated. 

Propylene  mercaptan,  SH-CHMe-CHySH.is  a  colourless,  disagreeably 
smelling  oil  boiling  at  1523.  It  readily  oxidises  when  heated  in  the 
air,  being  converted  into  the  sulphi  ie,  and  it  combines  very  energeti¬ 
cally  with  mercuric  oxide;  in  its  alcoholic  solution,  lead  nitrate 
produces  a  yellow,  and  mercuric  chloride  a  colourless  precipitate. 

An  oil,  probably  isobutylene  mercaptan ,  is  formed  in  very  small 
quantities,  with  evolution  of  butylene  and  hydrogen  sulphide,  when 
isobutylene  bromide  is  treated  with  potassium  hydrosulphide  in  dilute 
alcoholic  solution;  this  mercaplan  is  also  produced,  but  only  in  small 
quantities,  when  isobutylenedisulphonic  chloride  is  reduced  with 
zinc  and  sulphnric  acid. 

Trimethylene  selenocyanate,  CH3(CHvSe'CN)..>,  prepared  by  boiling 
trimethylene  bromide  with  potassium  selenocyanate  in  alcoholic  solu¬ 
tion,  is  a  colourless,  hygroscopic,  crystalline  compound  melting  at  51°; 
it  has  a  disagreeable  odour,  is  soluble  in  alcohol,  ether,  and  glacial 
acetic  acid,  and  is  readily  oxidised  by  warm  nitric  acid.  The  selenide, 
(C:iH6Sen)„,  obtained  by  treating  the  selenocyanide  with  alcoholic 
potash,  melts  at  54’5°,  and  is  insoluble  in  ether,  but  soluble  in  benzene, 
glacial  acetic  acid,  and  hot  alcohol. 

Propylene  selenocyanate,  CN'Se'CHMe’CHrSe’CX,  is  a  colourless, 
crystalline,  disagreeably  smelling  compound  melting  at  GG° ;  it  is 
soluble  in  ether,  glacial  acetic  acid,  benzene,  and  acetone,  and  decom¬ 
poses  on  exposure  to  light  with  separation  of  selenium. 

When  isobutylene  bromide  is  treated  with  potassium  selenocyanate 
in  alcoholic  solution,  the  compound  CbIT)Se4K  +  H30,  described  by 
Verneuil  (Abstr.,  1884,  1109),  is  produced. 

Pthylene  selenide ,  (CotESe,)^  is  obtained  when  ethylene  seleno- 
cyanatc  (m.  p.  138°)  is  treated  with  alcoholic  potash  ;  it  separates 
from  ethylene  bromide  in  crystals,  melts  at  130’5°,  and  is  insoluble  in 
alcohol  and  ether,  aucl  only  sparingly  soluble  in  benzene  and  glacial 
acetic  acid.  F.  S.  K. 

Preparation  of  Sodium  Erythyroxide ;  Action  of  Erythrol  on 
Alkali  Alkyl-oxides.  By  de  Forcrand  ( Compt.rend .,  110,  859 — S62, 
and  904 — 907). —  See  this  vol.,  p.  935. 

Alcoholic  Fermentation  of  Invert  Sugar.  By  U.  Gaton  and 
E.  Dubourg  (Compt.  rend.,  110,  8G5 — 868). — When  invert  sugar  is 
fermented  with  ordinary  yeasts,  the  I  re  vo  rot  af.ory  power  gradually 
increases,  attains  a  maximum,  and  then  decreases,  finally  becoming 
nil.  This  series  of  changes  is  due  to  the  fact  that  the  dextrose 
ferments  more  rapidly  than  the  levulose.  Most  of  the  pure  species  of 
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commercial  j*  easts  behave  in  the  same  way,  and  the  relation  between 
the  rotatory  power  and  the  total  quantity  of  sugar  fermented  is 
represented  by  a  parabolic  curve,  the  form  of  which  is  constant  for 
the  same  yeast  under  the  same  conditions,  but  varies  considerably 
with  different  species.  In  some  eases,  the  two  sugars  ferment  at 
nearly  the  same  rate,  whilst  with  other  species  the  dextrose  ferments 
much  more  rapidly  than  the  levulose.  The  curves  are  therefore  more 
or  less  flattened,  but  their  curvature  is  always  in  the  same  direction, 
and  the  liquid  is  always  lccvogyrate.  They  are  but  slightly  modified 
by  temperature,  concentration,  acidity,  and  other  conditions.  There 
arc,  however,  four  species  of  yeast  which  ferment  levulose  more 
rapidly  than  glucose.  One  of  the  most  active  of  these  is  SuccJutromi/ces 
cxiguus,  an  i aversive  yeast.  The  rotatory  power  of  the  liquid  rapidly 
diminishes,  ehanges  in  sign,  reaehes  a  maximum,  and  then  again 
decreases,  finally  becoming  nil.  The  curves  in  the  four  eases  are 
parabolic,  but  their  curvature  is  in  the  opposite  direction  to  that  of 
the  curves  in  the  previous  eases ;  they  are  also  affected  to  a  much 
greater  extent  by  differences  of  temperature  and  the  constitution  of 
the  fermented  liquid.  C.  H.  B. 

Indian  Geranium  Oil.  By  F.  W.  Semmler  (Her.,  23, 1008 — 1103  ; 
compare  Dodge,  this  vol.,  p.  231). — Indian  geranium  oil,  derived 
from  Andropogon  schcenanthus ,  L.,  has  sp.  gr.  =  0'8869  at  16°,  and  a 
column  100  ram.  long  rotates  the  plane  of  polarised  light  20'  to  the 
left.  It  was  fractionated  under  a  pressure  of  17  mm.,  and  the  fraction 
boiling  at  120*3 — 122*5°,  which  amounted  to  02  per  cent,  of  the  whole, 
was  examined.  It  has  the  constitution  CioHi80,  and  an  index  of 
refraction  —  1*4745  at  20°,  giving  a  refraction-equivalent  of  48*71  ; 
hence,  applying  Briihl’s  method,  it  contains  2  ethylene  unions.  This 
is  confirmed  by  the  fact  that  1  mol.  unites  with  4  atoms  of  iodine. 
Isow  a  substance  of  the  formula  Ci0Hl8O  containing  2  ethylene  unions 
cannot  be  a  ring  compound  ;  it  is  therefore  a  doubly  unsaturated 
alcohol,  its  aleoholie  properties  being  otherwise  known.  When 
oxidised,  1  mol.  yields  1  mol.  of  isovaleric  aeid.  When  cautiously 
treated  with  phosphoric  anhydride  and  distilled  at  17  mm.,  it  yields 
a  mixture  of  hydrocarbons,  including  a  terpene  boiling  at  00 — 65°, 
and  a  polyterpene  boiling  at  205 — 215°;  these  have  not  yet  been 
fully  investigated,  but  they  are  eertainly  ring  compounds.  Indian 
geranium  oil  can  therefore  have  either  of  the  two  formuhe : — 
CHMe/CHyCHiCH-CHMe-CHiCH-OH  if  optically  active,  and 
C HMe2*CH2*CH iCH-CAleiCH  CHo’OH  if  optically  inactive.  Probably 
the  latter  is  eorrect,  as  the  ether,  (Ci0Hn)2O,  readily  yields  a  sulphide, 
(C10H17)2S.  C.  F.  B. 

Stereochemistry  of  Nitrogen-compounds.  By  C.  Willgerodt 
(/.  pr.  Ghem.  [2],  41,  526 — 528). — The  author  has  already  published 
a  paper  touching  on  this  subject  (J.  pr.  Chem.  [2],  37,  449;  Abstr., 
1888,  949).  The  theories  ot  Behrend  (this  vol.,  p.  575)  as  to  the 
constitution  of  ammonia  and  its  derivatives  are  very  similar  to  those 
expressed  in  the  said  paper,  which,  however,  Behrend  has  failed  to 
notice.  The  existence  of  positive  and  negative  poles  in  nitrogen- 
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compounds  cannot  be  supported  by  analogy  with  compounds  of 
elements  of  the  same  group  as  nitrogen.  A.  G.  B. 

Chloramylamines.  By  A.  Berg  ( Gompt .  rend.,  110,  862 — 865). 
— Chloramylariine  is  obtained  by  treating  a  neutral  solution  of 
amylamine  hydrochloride  with  a  neutral  solution  of  sodium  hypo¬ 
chlorite  containing  a  molecule  of  active  chlorine  for  each  molecule  of 
the  amine.  The  product  is  washed  with  water  and  dried  over  anhy¬ 
drous  sodium  sulphate.  It  is  an  oily,  almost  colourless  liquid,  with  a 
faint,  pungent  odour ;  sp.  gr.  at  0°  =  0*968.  It  gradually  solidifies 
and  yields  dichloramylamine,  amylamine  hydrochloride,  and  a  liquid 
which  is  also  obtained  by  the  action  of  amylamine  on  dichloramyl¬ 
amine,  and  which  has  not  yet  been  investigated.  The  same  decom¬ 
position  takes  place  with  violent  ebullition  if  a  small  quantity  of  the 
liquid  is  heated  in  a  tube.  Acids  convert  the  chloramylamine  into 
amylamine  and  dichloramylamine. 

Dichloramylamine  can  also  be  obtained  by  the  action  of  sodium 
hypochlorite  (containing  2  mols.  of  active  chlorine)  on  amylamine 
hydrochloride  mixed  with  1  mol.  of  hydrochloric  acid.  It  is  obtained 
most  easily  by  the  process  used  by  Tcherniac  for  the  preparation 
of  dichlorethylamine.  It  is  washed  with  dilute  sodium  thiosulphate 
solution,  dilute  sulphuric  acid,  and  water,  and  dried  over  anhydrous 
sodium  sulphate.  It  is  a  golden-yellow,  oily  liquid  with  a  very 
irritating  odour,  and  is  stable  when  pure  ;  sp.  gr.  at  0°  =  1*063.  It 
boils  at  49°  under  a  pressure  of  14  mm.,  and  at  58°  under  22  mm. 
Under  atmospheric  pressure  it  boils  at  about  142°,  but  the  greater 
part  decomposes,  and  the  decomposition  may  become  explosive.  A 
mixture  of  dichloramylamine  (1  mol.)  and  amylamine  (2  mols.) 
develops  heat,  and  partially  solidifies,  with  formation  of  amylamine 
hydrochloride,  and  a  liquid  which  is  under  investigation, 

Chlorodiamylumine  is  obtained  by  treating  a  warm  solution  of 
diamylamine  hydrochloride  with  sodium  hypochlorite,  active  chlorine 
and  the  amine  being  present  in  equal  mo'ecular  proportions.  It  is 
a.  colourless,  oily  liquid  with  a  feeble  odour  ;  sp.  gr.  at  0°  =  0'897. 
It  solidifies  to  a  white  mass  at  —20°,  and  at  the  ordinary  tempera¬ 
ture  slowly  decomposes  and  deposits  white  leaflets.  When  heated 
under  atmospheric  pressure,  it  decomposes  with  violent  decrepitation, 
but  under  a  pressure  of  12  mm.  it  boils  at  about  89°.  When  mixed 
with  amylamine,  there  is  no  reaction  in  the  cold,  but  the  mixture 
solidifies  if  heated.  C.  H,  B. 

Action  of  Ammonia  on  Di-  and  Tri-halogen  Substitution- 
products  of  Hydrocarbons.  By  P.  Galewsky  ( Der 23, 
1066 — 1069). — When  ethylene  bromide  (30  grams)  is  dissolved  in  a 
saturated  alcoholic  solution  of  ammonia  (10  parts),  and  the  mixture 
kept  for  10  days  at  the  ordinai’y  temperature,  and  then  evaporated  on 
the  water-bath,  a  residue  is  obtained  wdiich  contains  ethylenediamine  ; 
if  this  residue  is  dissolved  in  water,  and  treated  with  benzoic  chloride, 
several  grams  of  dibeuzoylethylenediamine  are  obtained. 

Propylene  bromide  is  not  acted  on  by  alcoholic  ammonia  at  the 
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ordinary  temperature,  but  at  100°  the  formation  of  the  diamine  takes 
place. 

When  ally  1  tribromide  is  treated  with  alcoholic  ammonia  at  the 
ordinary  temperature,  or  at  100°,  it  is  converted  into  a  bromallyl- 
amine,  identical  with  the  compound  described  by  Paal  and  Hermann 
(Abstr.,  1889,  11G).  The  benzoyl- derivative,  C3II4BrXllBz,  crystal¬ 
lises  from  hot  water  in  plates,  and  from  light  petroleum  in  needles, 
melts  at  97 — 98°,  and  is  insoluble  in  cold  water,  but  soluble  in  hot 
benzene,  ether,  chloroform,  and  glacial  acetic  acid.  F.  S.  K. 

Constitution  of  the  Cobalt-bases.  By  S.  M.  Jorgensen  (J.  pr. 
Chem.  [-]>  41,  429 — 439). — The  author  discusses  this  question  in  tho 
light  of  his  experiments  on  the  ethylenediaminepraseocobalt  salts 
(see  next  abstract)  ;  the  paper  does  not  admit  of  useful  abstraction. 

A.  Gf.  B. 

Metallic  Diamine-compounds.  By  S.  ill.  Jorgensen  (/. pr.  Chem. 
[2],  41,  440 — 459;  compare  Abstr.,  1889,  851). — Ethylenediamive- 
dichloropraseocobalt  platinosochloride,  2CoCl3,4C2H4(XH2)2,PtCl2,  is  pre¬ 
cipitated  when  the  chloride  is  mixed  with  potassium  platinosochlor¬ 
ide  ;  it  forms  dark-green,  microscopic  tables.  The  bromide , 
CoCl2Br,2G)2H4(XH2)2,  is  obtained  when  a  solution  of  the  chloride 
(2‘7  grams)  in  water  (10  c.c.)  is  mixed  with  strong  kydrobromic  acid 
(10  c.c.),  and  the  resulting  hydrobromide  dried  over  potassium 
hydroxide  ;  it  is  a  green  powder.  The  dithionate  was  also  obtained. 

Ethylenediaminedibromopraseocobalt  bromide  is  best  obtained  by 
triturating  the  dichloro-chloride  (5  grams)  with  freshly  prepared 
silver  oxide  (12  grams)  and  water,  filtering,  adding  strong  hydro- 
bromic  acid  (10 — 12  c.c.)  to  the  filtrate,  and  evaporating  to  dryness; 
it  is  green,  and  is  less  soluble  in  water  than  the  dichloro-chloride. 
Its  reactions  with  various  reagents  are  described.  The  hydrobromide, 
CoBr3.2CoIl1(XIl2),IlBr  +  2H20,  the  nitrate,  X03*CoBr2,2C2H4(XH2)2, 
the  platinochloride  (with  3  mols.  1I20),  the  pjlatinobromide,  the 
mercurobrom ide,  and  the  dithionate.  are  described. 

A  series  of  violeocobalt  salts,  isomeric  with  the  praseo-salts,  have 
been  obtained  from  the  latter. 

Etkylenediaminedichlorovioleocobalt  chloride ,  CoC13,2C2H4(NH.  j)s»  is 
obtained  by  evaporating  a  solution  of  the  praseockloride  (5  grams) 
in  water  (50  c.c.)  to  dryness,  and  drying  the  residue  at  102 — 103° 
until  it  is  constant  in  weight.  As  the  conversion  is  not  quite  com¬ 
plete,  the  residue  is  washed  with  a  little  cold  water  until  the  washings 
appear  of  a  deep-violet,  and  then  with  alcohol.  The  air-dried  salt 
contains  1  mol.  H20,  and  is  a  coarse,  violet  powder;  it  is  less  soluble 
than  the  praseo-salt,  requiring  25  parts  of  cold  water.  It  is  insoluble 
in  alcohol,  but  is  precipitated  with  difficulty  by  that  liquid  from  its 
aqueous  solution  ;  ether,  however,  precipitates  it  in  flat,  dickroio 
needles.  Its  aqueous  solution  becomes  red  after  a  time,  from  the 
formation  of  the  roseo-salt,  which  is  converted  into  the  praseo-salt  by 
sodium  hydroxide  or  silveroxide;  evaporation  with  hydrochloric  acid 
also  converts  it  into  the  praseo-salt.  Its  reactions  with  various 
reagents  are  given.  The  platinochloride ,  the  platinosochloride,  the 
me/curochloride,  the  nitrate,  and  the  dithionate  are  described. 
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Amine-ethylenediaminechloropurpureocobalt  chloride , 
CoC13,2C2H4(HH3)3,NH3  +  2HA 

is  obtained  when  dilute  ammonia  is  added  to  an  aqueous  solution  of 
the  dichloropraseo-chloridc,  and  the  whole  evaporated  to  dryness  ; 
the  residue  is  dissolved  in  water  and  concentrated  over  sulphuric  acid, 
when  the  salt  crystallises  in  large,  dark-red  needles.  Its  reactions  are 
given,  and  the  corresponding  ■platinochloride,  plafinosochloride,  nitrate , 
and  dithionate  are  described.  When  the  dichloroviolco-chloride  is 
similarly  treated  with  ammonia,  the  same  compound  is  obtained. 

A.  G.  B. 

Dimethylethylenediamine.  By  A.  Angelt  ( Ber .,  23,  1357 — 
1359). — Diacetyldioxirne,  on  reduction  with  sodium  in  alcoholic  solu¬ 
tion  according  to  Eadeuburg's  method,  is  readily  converted  into 
dimethylethylenediamine.  which  may  be  isolated  by  distilling  the  pro¬ 
duct  of  the  reaction  in  a  current  of  steam.  It  forms  a  crystalline, 
very  hygroscopic  hydrochloride,  whilst  the  aurochloride, 

(C4H13N)3,2HAuCi4, 

forms  orange-yellow  crystals,  moderately  soluble  in  water  and  melt¬ 
ing  at  238°.  The  oxalate.  C4H13X2,C2H:>0.i,  forms  small,  white 
crystals,  which  are  soluble  in  water  but  are  reprccipitated  from 
the  solution  by  alcohol ;  it  becomes  yellow  at  235°,  and  melts  at 
237-5—238°.  H.  G.  C. 

Formaldehyde.  Bv  W.  Eschweiler  (Chem.  Gentr .,  1890,  i,  582 — 
5S3,  from  Inavg.  Diss.  Univ.  Rostock). — The  author  has  employed  the 
method  of  Tollens  and  Locw  for  the  preparation  of  formaldehyde. 
He  finds  that  the  best  yield  is  obtained  if  the  copper  spirals  are 
kept  at  such  a  low  red  heat  that  they  can  only  be  seen  to  glow  in  the 
dark.  In  the  first  receiver  a  product  may  then  be  obtained  contain¬ 
ing  40  per  cent,  of  the  aldehyde;  the  mixed  products  from  all  the 
receivers  contained  from  17  to  18  per  cent,  of  the  aldehyde. 

The  unpurified  aldehyde  solution  contains  formic  acid,  and  after 
neutralising  this  with  calcium  hydroxide,  it  still  becomes  acid  on 
exposure  to  the  air. 

The  determination  of  the  formaldehyde  was  made  according  to 
Legler’s  method  (Abstr.,  1889,  1250),  also  by  oxidation  with  chromic 
acid.  By  distilling  with  a  long  (30  cm.)  dephlegmator,  a  solution 
containing  20' 99  per  cent,  by  weight  of  formaldehyde  was  obtained. 
This  boiled  at  97'5 — 99°  and  had  a  sp.  gr.  of  T063.  Experiments 
made  with  the  object  of  obtaining  a  more  concentrated  solution  of  the 
aldehyde  by  fractional  distillation  from  50°  upwards,  resulted  in  the 
formation  of  oxymethylene.  On  the  other  hand,  oxymethylene  de¬ 
composes  again  by  protracted  contact  with  water,  and  the  nature  of 
the  resulting  product,  either  formaldehyde  or  oxymethylene,  is  there¬ 
fore  under  the  will  of  the  operator.  The  author  finds  that  in  dilute 
solutions  the  formaldehyde  is  almost  pure.  He  was  not  able  to  prepare 
diformaldehyde  or  the  a-trihydroxymethylenc  described  by  Pratesi. 
In  the  more  concentrated  solutions  of  formaldehyde,  methyleneglycol 
appears  to  be  present. 


ORGANIC  CHEMISTRY. 


P/>5 

The  author  lias  prepared  the  sodium  hydrogen  sulphite  compound, 
NiiFISOa,CH20  +  li-,0,  crystallising  in  plates  which  disintegrate 
^lieii  exposed  to  the  air;  the  corresponding  potassium  compound, 
KllSO.jjCFIgO,  forms  plate-like  crystals. 

M r/h //lened ipiperitli ne,  C]I;(C,,N  a  colourless  oil  with  alkaline 

reaction,  is  prepared  by  the  action  of  formaldehyde  sodium  hydrogen 
sulphite  on  piperidine  in  aqueous  solution.  It  is  but  little  soluble  in 
water,  readily  soluble  in  alcohol,  ether,  chloroform,  etc.  Its  sp.  gr.  = 
091G2  at  24°.  It  does  not  form  salts.  d.  W.  L. 

Parapropaldehyde  and  Metapropaldehyde.  By  W.  I?. 
Oexi>Okff  (-.diner.  Chem.  J ,  12,  352 — 354). — "When  ordinary  prop- 
aldehyde,  boiling  at  4fT,  is  cooled  in  a  freezing  mixture  and  treated 
with  a  few  bubbles  of  hydrogen  chloride,  parapropaldehyde  and  a 
small  quantity  of  metaproj/alilchyile are  simultaneously  formed.  After 
remaining  in  a  freezing  mix i lire,  the  metapropaldehyde  may  be 
collected.  It  is  a  light,  crystalline  solid  resembling  ordinary  metal- 
dehyde  very  closely;  is  insoluble  in  water,  but  dissolves  in  ether, 
chloroform,  and  benzene,  more  sparingly  in  alcohol  and  acetic  acid. 
It  melts  at  180°,  and,  at  temperatures  slightly  abore,  sublimes  readily, 
forming  fibrous,  rounded  needles,  which  show  no  crystal  faces.  At¬ 
tempts  to  obtain  derivatives  were  without  success.  Parapropaldehyde 
is  present  in  the  filtrate  from  the  metapropaldehyde,  and  may  be  ob¬ 
tained  from  it  by  distillation  under  a  reduced  pressure  of  50  mm., 
when  it  boils  at  85 — 8G°.  It  is  a  colourless  liquid,  lighter  than 
water;  has  the  odour  of  ordinary  paraldehyde,  and  if  cooled  to  —  2l»°, 
forms  a  mass  of  crystals  resembling  those  formed  on  cooling-  par¬ 
aldehyde  to  0°.  It  is  not  very  soluble  in  water,  and  this  property 
may  be  taken  advantage  of  to  separate  it  from  propaldehyde,  which 
is  freely  soluble.  Both  meta-  and  para-propaldehydes  are  converted 
into  ordinary  propaldehyde  on  heating  with  sulphuric  or  hydro¬ 
chloric  acids,  a  small  amount  of  a  tarry  product  being  at  the  same  time 
formed.  G.  T.  SI. 

a-Dichloropropaldehyde.  By  W.  Rprixg  and  E.  Taet  (Bull. 
Soc.  Chim.  [3],  3,  402 — 405). — On  fractionating  the  product  of  the 
action  of  dry  chlorine  on  propyl  alcohol,  in  addition  to  propyl 
chloride  boiling  at  47 — 50°,  an  oily  liquid  distilling  at  120  — 150°  is 
obtained,  from  which,  after  a  time,  small,  colourless  needles  separate. 
These  melt  at  111 — 112°,  and  do  not  reerystallise  on  cooling,  are  in¬ 
soluble  in  water,  but  very  soluble  in  light  petroleum,  chloroform, 
ether,  and  alcohol,  and  are  purified  by  recrystallisation  from  the 
latter  solvent ;  at  100°,  they  sublime  in  long,  nacreous  needles. 

When  heated  with  moist  silver  oxide  at  150 — 170J  in  sealed  tubes, 
silver  is  deposited  as  a  mirror,  and  silver  chloride,  carbonate,  and 
acetate  are  formed  ;  the  original  substance  on  reduction  with  zinc  and 
acetic  acid  yields  normal  propyl  alcohol.  The  crystalline  substance  is 
therefore  a  polymeride  of  aa-dichloropropaldehyde,  CHj-CCVCOFI, 
which  is  isomeric  with  the  a/3-derivative,  CH^ChCHChCOH,  ob¬ 
tained,  by  Aronstein,  from  acrolein. 
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The  liquid  from  which  these  crystals  separated  contains  the  com¬ 
pound  CHyCHoCCh,  together  with  other  chloro-derivatives. 

T.  G.  N. 

Action  of  Sodium  on  Acetone,  By  P.  C.  Freer  (Amer.  Chem. 

12,  355 — 357). — If  acetone  is  treated  with  metallic  sodium,  a 
reaction  takes  place  resembling  that  of  sodium  on  methyl  and 
ethyl  alcohols,  free  hydrogen  is  evolved,  aud  a  white,  flaky  solid, 
sodium  aeetonate,  is  produced.  The  best  results  are  obtained  if  the 
metallic  sodium  is  finely  powdered  and  covered  with  a  large  amount 
of  anhydrous  ether,  the  acetone  mixed  with  four  or  five  times  its  own 
volume  of  the  same  medium,  aud  then  slowly  added  to  the  sodium  by 
means  of  a  dropping-funnel,  the  whole  operation  being  conducted  in  a 
stream  of  pure  aud  dry  hydrogen.  By  this  means,  the  reaction  is 
rendered  less  violent,  only  slight  reduction  of  the  acetone  to  isopropyl 
alcohol  takes  place,  and  the  sodium  aeetonate  separates  in  white 
flakes  and  may  be  freed  from  ether  by  placing  it  over  solid  paraffin, 
in  a  vacuum.  The  compound  rapidly  changes  in  presence  of  air, 
which  explains  the  excess  of  sodium  experimentally  found  over  that 
calculated  for  C3H5NaO.  On  addition  to  hydroehloiic  acid,  acetone 
is  regenerated,  and  on  exposure  to  air  before  addition  to  hydrochloric 
acid,  an  oil  is  formed  which  in  all  probability  corresponds  with  that 
obtained  by  Fittig  ( Annalen ,  110,  25),  who  did  not  study  the  proper¬ 
ties  of  the  sodium  compound,  but  contented  himself  with  the  prepara¬ 
tion  of  pinacone.  Attempts  to  prove  the  constitution  of  sodium 
aeetonate  by  converting  it  into  ethyl  acetoacetate  by  the  addition  of 
ethyl  ehlorocarbonate  were  without  success,  an  oily  compound  boiling 
at  185 — 200°  being  the  chief  product.  G.  T.  M. 

Products  formed  in  the  Distillation  of  Wood.  By  Vladesco 
{Bull.  Soc.  Chim.  [3],  3,  510 — 514). — The  author  has  examined  two 
fractions  obtained  from  the  rectification  of  methyl  alcohol.  From  one, 
passing  over  at  85 — 140°,  lie  separated  methyl  propyl  ketone,  boiling 
at  101 — 103°,  whilst  the  other  sample,  which  distilled  at  70 — 143u, 
consisted  to  the  extent  of  75  per  cent,  of  methyl  ethyl  ketone  boiling 
at  79 — 82°,  which  was  also  contained  to  a  smaller  extent  in  the 
former  fraction.  Acetone,  toluene,  and  xylene  also  occurred.  He 
suggests  the  material  as  a  source  for  these  compounds.  T.  G.  K. 

Action  of  Ethyl  Iodide  on  Amido-acids.  By  E.  Duvillier 
(Bull.  Soc.  Chim.  [3],  3,  503 — 507). —  When  ethyl  iodide  is  heated  in 
a  reflux  apparatus  with  solutions  of  amido-a- butyric  acid  or  of  amido- 
propionie  acid  in  alcoholic  potash,  care  being  taken  to  keep  the 
mixture  alkaline  throughout  the  operation,  there  is  formed  in  the 
former  case  diethamido-a-butyric  acid,  and  in  the  latter  case  dieth- 
amido-«-propionic  acid,  which  are  characterised  by  their  copper  salts 
(compare  Abstr.,  1885,  750,  and  1889,  1139).  The  yield  is  almost 
theoretical,  and  no  betaine  is  produced.  T.  G.  N. 

Action  of  Trimethylamine  on  Ethyl  Bromisovalerate.  By 

E.  Duvillier  (Bull.  Soc.  Chim.  [3],  23,  5U7 — 508). — Trimethylamine 
(2  mols.),  and  ethyl  bromisovalerate  (1  mol.)  are  heated  in  sealed 
tubes  at  90°  for  some  hours.  On  cooling,  much  trimethylamine 
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bromide  separates.  Tlio  mother  liquor  is  treated  with  hot  baryta- 
water  to  remove  trimeth vlamine,  neutralised  by  sulphuric  acid,  and 
distilled.  After  removal  of  bromine  from  the  residue  by  silver  oxide, 
pintime  chloride  is  added,  and  tetramethvlammonium  platinochloride 
is  precipitated,  and,  by  subsequent  careful  crystallisation  of  the 
mother  liquor,  a  small  quantity  of  minute,  transparent,  orange  prisms 
of  a  betaine  platinochloride  separate,  which  contain  2G-G4  per  cent. 
Pt,  and  correspond  with  the  formnla  COOH-CHPi^’NMejCIjPtCli 
4-  4H20,  being  derived  from  some  trimethylamidoisovaleric  acid  or 
mcthylisovalerylbetaine  produced  in  the  reaction.  The  distillate 
above  mentioned  contains  dimcthylacrylic  acid  amounting  to  25  per 
cent,  of  the  bromo-deri vative  employed  and  some  isovaleric  acid. 

T.  G.  X. 

Ethoxyacrylic  Acid  from  ^-Dichloropropionic  Acid.  By 
R.  Otto  (Her.,  23,  1108 — 1110). — Merz  has  lately  obtained  this  sub¬ 
stance,  CH2iC(0 Kt)'COOII,  by  treating  a-dibromopropionic  acid 
melting  at  GO — Gl°  with  alcoholic  potash.  Holst  has  prepared  the 
same  substance  by  treating  with  alcoholic  potash  the  a-dichloropro- 
pionic  acid  boiling  at  185 — 190",  which  was  obtained  from  the  corre¬ 
sponding  a-dicbloropropiouitrilo,  and  first  thoroughly  investigated  by 
the  author.  a-Dichloropropionic  acid  (1  mol.)  was  heated  for  thr^e 
hours  with  alcoholic  potash  (4  mols.)  in  a  sealed  tube  on  the  water- 
bath.  ilerz's  method  was  then  followed  ;  the  solution  was  freed  from 
potassium  chloride,  the  alcohol  evaporated,  and  the  residue  extracted 
with  ether.  When  evaporated,  the  ethereal  solution  left  an  oily 
residue;  this  was  repeatedly  treated  with  light  petroleum,  and  the 
solution  thus  obtained  concentrated,  when  a  small  quantity  of  white 
crystals  of  ethoxyacrylic  acid  was  obtained,  melting  at  110°  after 
recrystallisation  from  hot  benzene.  The  author  remarks  in  conclusion 
that  in  a  paper  published  in  conjunction  with  Beckurts  (Abstr.,  Ib85, 
509),  and  apparently  everlooked  by  ALerz,  he  had  already  anticipated 
a  portion  of  the  latter’s  work.  C.  F.  B. 

a-Dichloro-substitution  Products  of  Dimethylsuccinic  Acid. 
By  R.  Otto  and  G.  Holst  (J.  pr.  Chem.  [2],  41,  4G0 — 483). — The 
authors  have  investigated  the  conditions  most  favourable  for  the  pro¬ 
duction  of  a-dichloro-svmmctrical-dimethylsuccinic  (dichloradipic) 
and  pyrocinchonic  acids  by  the  action  of  silver  on  dichloropropionic 
acid  (Otto  and  Becknrts,  Abstr.,  1878,  290  ;  1885,  753).  They  find 
(1)  that  the  more  finel}^  divided  the  silver,  the  more  rapid  is  the  pro¬ 
cess  and  therefore  the  purer  the  product;  (2)  that  heating  under 
pressure  at  a  higher  temperature  accelerates  the  process,  but  increases 
the  secondary  products;  (3)  that  the  dichlorodimethylsuccinie  acid  is 
somewhat  freely  soluble  in  the  oily  secondary  products  and  is  thereby 
decomposed.  The  acids  are  best  separated  by  dissolving  them  from 
the  reaction-mass  with  ether,  evaporating,  picking  out  the  crystals  of 
a-dichloro-symmetrical-dimethylsuccinic  acid  from  the  yellow  oily 
residue,  and  then  adding  water  to  precipitate  the  pyrocinchonic  acid. 

/x-Dichlcro-symmetrical-dimethyh'uccinic  anhydride,  obtained  by  the 
action  of  acetic  chloride  or  phosphoric  chloride  on  the  acid,  forms 
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small  crystals  of  tlic  consistency  of  camphor  ;  it  dissolves  in  the  usual 
solvents  and  is  converted  into  the  acid  by  water.  No  geometrical 
isomeride  of  this  dichlorodimethylsuccinic  acid  was  obtained  by  heat¬ 
ing  the  acid  with  its  anhydride  (compare  the  action  of  reducing 
agents,  Abstr.,  18S5,  755).  When  the  anhydride  is  treated  with 
alcoholic  ammonia,  it  is  converted  into  ammonium  a.-dichloro-symmetri- 
cal-dimethylfuccinanmte ;  this  partially  crystallises  from  hot  alcohol 
in  white,  silky  spangles.  The  free  acid  forms  a  white,  crystalline 
powder.  When  the  ammonium  salt  is  heated  in  50  per  cent,  alcohol 
for  some  time,  carbonic  anhydride  is  evolved,  and  ammonium  chloride 
and  chlcrotujlamide  separate;  the  latter  forms  prismatic  crystals 
which  melt  at  l08°. 

When  an  aqueous  solution  of  sodium  a-dichloro-symmetrical- 
dimethylsnccinate  is  heated  in  a  reflux  apparatus,  two  a-metliyl- 
/1-chlorocrotonic  acids,  C5H,C10:>  (chlorotiglic  acid  ;  Otto  and 
Bocknrts,  loc.  cit .),  are  formed  together  with  methyl  ethyl  ketone. 
The  mixture  of  the  two  acids  melts  at  55 — G8°,  and  by  fractional 
crystallisation  can  be  separated  into  lustrous,  white,  large,  flat 
needles  melting  at  55 — 63°,  and  large,  clear,  rhombic  prisms  melting 
at  63 — 73" .  By  slowly  subliming  the  crystals  of  lower  melting 
point,  needles  are  obtained  which  melt  at  55°. 

The  acid  of  higher  molting  point  is  obtained,  together  with  methyl 
ethyl  ketone  when  a-dichloro-symmotrical-dimethylsuccinic  acid  is 
heated  with  water  at  120°;  it  melts  at  73°,  and  is  more  soluble  in 
water  than  the  acid  melting  at  55°  ;  its  crystallography  is  given. 
This  acid  is  identical  with  the  a£-methyl-/Achlorocrotonic  acid  obtained 
by  Rucker  from  methyl  ethyl  aoetoacetate  and  phosphoric  chloride. 

These  two  aeids  are  geometrical  isomerides  and  may  be  formulated 


thus  : 


Me-OCl 

Me-C-COOH 


(m.p.  73°),  and 


Cl  •  CAIc 
Mc-C-COOH 


(m.p.  55°). 


When  a-metli3'l-/3-chloroerotonic  acid  is  heated  with  fuming  hydro¬ 
chloric  acid  at  140 — 1503,  carbonic  anhydride  is  separated,  and  a  di- 
chlorobutane  is  formed.  A.  G.  B. 


The  so-called  Dihydroxymaleic  Acid.  By  W.  S.  Hendktxson 
(Amcr.  Chem.  12,  325 — 329). — The  announcement  of  the  dis¬ 
covery  of  this  acid  -was  made  by  Bonrgoin  (this  Journal,  1873,  1021  ; 
1875,  356),  who  claimed  to  have  prepared  it  by  the  action  of  water 
on  the  silver  salt  of  dibromomaleic  acid.  As  some  doubt  has  been 
thrown  on  the  existence  of  the  acid  by  Scherks  ( Annalen ,  207,  223), 
the  author  has  thought  it  desirable  to  repeat  Bourgoin’s  work.  The 
dibromomaleic  acid  needed  was  obtained  by  the  oxidation  of  muco- 
bromic  acid  with  cold  fuming  nitric  acid,  and  the  pure  silver  salt 
prepared.  This  was  heated  with  water  in  sealed  tubes  at  150°,  ac¬ 
cording  to  the  method  employed  by  Bonrgoin.  On  opening  the  tubes, 
which  contained  a  considerable  quantity  of  silver  bromide,  much 
carbonic  anhydride  escaped.  The  strongly  acid  contents  of  the  tube 
were  steam-distilled,  when  the  whole  of  the  acid  readily  volatilised, 
and  was  found  to  consist  entirely  of  acetic  acid.  The  author  supposes 
that,  in  this  reaction,  the  formation  of  acetic  acid  is  preceded  by  that 
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of  the  kotonic  acid,  COOIl’CO’CU (Oll)'COOir,  which  would  readily 
««ive  rise  to  acetic  acid  and  2  molecules  of  carbonic  anhydride. 

G.  T.  M. 

Acetone-chloroform;  Chlorisobutyric  Trichloride;  Ethyl 
Acetone-chloroform,  liy  C.  Wiluskrout  and  S.  Schifk  ( J.pr .  Chem. 
[2],  41,  515-  -520). — Chlorohydniryoxydipropioulc  acid, 

COOlT-0Me(0II)-0-CMe(’I-('()Oir, 

is  jhe  product  of  the  action  of  sulphuric  acid  (100  grams)  on  acetone- 
chloroform  (10  grams),  and  is  extracted  by  ether  from  the  reaction- 
mass  ;  it  forms  large,  white,  feathery  crystals  melting’  at  3P5&  and 
boiling  at  1833.  It  is  very  deliquescent  and  soluble  in  all  solvents. 
It  appears  to  be  a  hi  basic  acid.  The  barium ,  had,  and  copper  salts 
(each  with  2  mols.  1LO),  and  cobalt  and  rr'ckcl  salts  were  obtained. 

tXvydiethylidcnelactic  acid,  O  Cb\le(Oll)'COOlI\  is  obtained  as  its 
primary  potassium  salt-  when  the  above  acid  is  neutralised  with 
potash  ;  the  liquid  becomes  slightly  warm  and  potassium  chloride 
separates  out.  If  the  liquid  is  hot  to  begin  with,  the  secondary  potas¬ 
sium  salt  is  formed.  The  free  acid  does  not  crystallise. 

The  action  of  phosphoric  acid,  hydrochloric  acid,  nitric  acid,  and 
ammonia  respectively  on  acetone-chloroform  is  described,  but  only 
indefinite  products  were  obtained.  Aqueous  alcoholic  potash  converts 
acetone-chloroform  into  a-hydroxyisobutyrie  acid  (m.  p.  7H  )  ;  potas¬ 
sium  anilide  converts  it  into  phenylcarbylamine  and  acetone  :  with 
iodine  and  potassium  hydroxide,  carbonic  oxide,  potassium  formate, 
iodide,  and  chloride,  iodoform  and  water  are  formed;  the  action  of 
bromine  is  similar  to  that  of  iodine  ;  that  of  sulphur  at  270  produces 
organic  sulphur  compounds.  The  action  of  methyl  iodide  in  the 
presence  of  sodium,  and  of  zinc  cthide,  produced  no  definite  results. 
The  action  of  ethyl  sodacetoacetate  produces  three  compounds: 
C,oH„05C1  ~  OH*CMe>-CCl(CH»*COOEt)'CHo'COOB,  an  oil  which 
boils  at  175— 178°;  CUH,407  =  OH-CMe8*C(CH,-GOOEt)J'CH1-COOH, 
slender  needles  melting  at  02°  ;  Ci0HhOj  =  OB,C5Ie2’C(CB2*COOB )3, 
an  oil. 

Asymmetrical  dimethyltetraphcnylethane,  CPh3,C^Je2Ph,  is  obtained 
by  dissolving  chlorisobutyric  trichloride  (20  grams)  in  excess  of 
benzene  and  decomposing  it  with  aluminium  chloride;  the  reaction- 
mass  is  decomposed  with  water,  distilled,  and  redistilled.  This  hydro¬ 
carbon  is  a  pale  yellow,  aromatic  oil  boiling  at  272°. 

TetrametJiylhexaphenylethyl  ether,  O (C5Ie2’C Pip)?,  is  obtained  by 
heating  a  mixture  of  “  acetone-chloroform  ether,”  aluminium  chloride, 
and  a  large  excess  of  benzene  for  four  days  in  a  reflux  apparatus.  It 
is  an  aromatic  oil  which  boils  at  262°  (uncorr.). 

A  compound,  Ci0HnCljO3,  is  obtained  when  “acetone-chloroform 
ether”  is  heated  with  alcoholic  potash  in  a  reflux  apparatus  ;  it  is  an 
oil  which  boils  at  1GG°  (uncorr.).  A.  G.  B. 

Derivatives  of  Furfuracrylic  Acid.  By  H.  B.  Gibsox  and 
C.  F.  KaHxweiler  ( Amer .  Chem.  J.,  12,  314 — 325). — Methyl  fur  fur  - 
acrylate,  C7H503iMe,  is  prepared  by  treating  carefully  dried  silver 
furfuracrylate  with  excess  of  methyl  iodide,  exhausting  the  product 
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with  ether,  and  purifying  by  distillation  under  reduced  pressure.  It 
distils  unchanged  at  112°  under  a  pressure  of  15  mm.,  and  the  dis¬ 
tillate,  on  cooling,  solidifies  to  beautiful,  rhombic  crystals,  which  melt 
at  27°,  dissolve  readily  in  alcohol  and  ether,  and  have  a  characteristic 
odour. 

Fu rfura crylam ide,  C7H5OVNH2,  is  obtained  when  methyl  furfur- 
acrylate  is  heated  at  100°  in  sealed  tubes  with  aqueous  ammonia.  It 
is  sparingly  soluble  in  cold  water,  and  crystallises  from  hot  water  in 
pearly  scales  melting  at  168 — 169°. 

Bromofwjurodibromopropionic  acidy  C7HsBr303,  is  formed  when  fur- 
furacrylic  acid  (1  mol.),  suspended  in  carbon  bisulphide,  is  treated 
with  dry  bromine  (2  mols.).  It  crystallises  in  small,  fiat,  oblique 
prisms,  which  are  sparingly  soluble  in  cold  benzene  and  carbon  bisul¬ 
phide,  but  readily  dissolve  in  alcohol  and  ether.  When  the  acid  is 
allowed  to  remain  suspended  in  water  for  some  time,  carbonic 
anhydride  escapes,  and  the  crystalline  solid  is  converted  into  bronto- 
Jurfurobrometlnjlene ,  a  colourless  oil,  which,  on  treatment  with  alcoholic 
potash,  gives  the  corresponding  acetylene-derivative,  a  substance 
which  cannot  be  readily  purified,  but  forms  with  ammoniacal  silver  a 
white,  and  with  ammoniacal  copper  a  green,  insoluble,  metallic  deri¬ 
vative.  The  latter,  on  oxidation  with  potassium  ferricyanide,  gives 
rise  to  dibromodijurfurodiacetylene.  ^HjBrO'^C'ChC'ChlLjBrO,  a  com¬ 
pound  dissolving  readily  in  all  ordinary  solvents  except  water,  and 
crystallising  from  alcohol  in  small,  iridescent  plates  melting  at  126°. 

B ro m nf arfar acrylic  acid  is  obtained  by  treating  an  alcoholic  solution 
of  broniofurfurdihromopropionic  acid  with  zinc-dust,  which  removes 
the  bromine  attached  to  the  side  chain  only.  It  crystallises  in  long, 
slender  prisms,  which  are  sparingly  soluble  in  cold  water,  more 
readily  soluble  in  hot  water,  and  dissolve  readily  in  other  common 
solvents,  except  light  petroleum.  It  melts  sharply  at  176 — 177°,  but 
is  somewhat  blackened  by  long-continued  heating  at  temperatures 
above  150°,  may  be  readily  sublimed,  and  on  treatment  with  bromine 
forms  the  original  substituted  propionic  acid.  The  barium  salt, 
Ba(C7H4Bt'03)3  +  HoO,  is  sparing]}'  soluble  in  cold  water,  and 
crystallises  from  hot  water  in  clusters  of  needles;  the  calcium  salt, 
Ca(C7H4Br03)2  +  3H20,  crystallises  from  hot  water  in  columnar 
aggregations  of  plates ;  the  sodium  salt  crystallises  from  cold  water, 
in  which  it  is  readily  soluble,  in  anhydrous  nodular  aggregates  ;  the 
silver  salt,  C7H4Br03Ag,  is  nearly  insoluble  in  water,  and  seems  to  be 
amorphous;  the  ethyl  salt,  C7H4Br03Et,  crystallises  from  light  petro¬ 
leum  in  largo,  fiat  prisms  melting  at  42°. 

Brom ofu rfuro bromacrijlic  Acid. — The  ammonium  salt  of  this  acid  is 
formed  by  heating  bromofurfurodipropionic  acid  in  shallow  vessels  at 
130°,  boiling  the  residue  with  dilute  ammonia,  treating  the  solution 
with  charcoal,  and  allowing  it  to  crystallise.  It  forms  sparingly 
soluble  masses  consisting  of  slender,  felted  needles,  and  on  treatment 
with  a  dilute  acid,  yields  the  free  acid,  which  crystallises  in  fine 
needles,  melts  at  178 — 179",  and  may  be  readily  sublimed.  The 
barium  salt,  Ba(C7H3Br303)3  +  2H30,  is  only  sparingly  soluble  in 
boiling  water,  and  forms  lustrous  scales  ;  the  silver  salt  is  an  amor¬ 
phous  powder;  the  potassium  salt,  KC-H3Br303,  crystallises  from  hot 
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wafer  in  cliistoi-s  of  .slender  needles;  flic  ethyl  salt,  Kt 0,11a Hr, 0;l, 
crystallises  from  light  petroleum  in  radiated  gronps  of  needles  which 
melt  at  55  —56°, 

'1'he  analogies  offered  hy  the  derivatives  of  pyromneie  and  cinnamic 
acids  suggest  the  following  constitutional  formula)  for  the  above 
described  compounds  :  —  For  brumofurfurodibromopropionic  acid, 

CIICIL 

m..  _>CCnBrCHBr-COOH; 

Olir  •  U 


CII'CH 

for  broniofurfurobromcth\*lene,  i  \ ,,  .^C'ClIICltlJr  :  for  bromofur- 
17  CBr*Cr 
CH*C  1 J 

furobromacrylic  acid,  ^^>C*C1  f’-CBr-COOlf  ;  and  for  bromo- 

OH-OIT 

furfuracrylic  acid,  U  >OCIi:CH*COOII. 

Oi5r  •  U  U .  1 .  Jl. 


Condensation  of  Benzene  and  Acetylene  under  the  Influence 
of  the  Silent  Discharge.  By  P.  Soiu'tzbnhi:im:bk  (C'ompt.  rend ,, 
110,  889 — 892;  compare  this  vol.,  pj>.  (391,  092). — The  tubes  contain¬ 
ing  the  benzene  and  acetylene  were  hermetically  sealed,  and  thus  the 
contents  were  cut  off  from  any  possible  absorption  of  moisture  from 
the  air.  It  was  found  that  after  the  discharge  had  been  continued 
for  five  or  six  hours,  the  inner  tube  was  very  liable  to  break,  a  result 
due,  according  to  the  author,  to  the  fact  that  the  prolonged  action  of 
the  discharge  makes  the  glass  brittle.  If  the  tubes  are  quite  vacuous, 
fracture  takes  place  after  a  very  few  minutes. 

Under  the  influence  of  the  discharge,  benzene  vapour  gradually 
condenses  to  a  pale-yellow,  resinous,  transparent  solid,  the  liquid 
benzene  gradually  disappearing.  The  product  contains  C,  85’9  to 
91-63;  H,  7’1  to  7‘Sl  ;  0,  0-7  to  7  0  per  cent.  The  oxygen  could  not 
have  been  absorbed  during  the  short  time  between  opening  the  tube 
and  weighing  the  substance;  in  fact,  although  the  product  does  absorb 
oxygen  from  the  air.  the  increase  in  weight  is  only  1  to  2  milligrams 
in  more  than  an  hour.  Moreover,  the  composition  of  the  product 
depends  on  whether  it  is  formed  on  the  inner  tube  or  the  onter  tnbe. 


C.  IL  O. 

Inner  tnbe .  90  54  7‘30  2T0 

Outer  tnbe .  S7‘14  7‘48  5  38 


The  resnlts  agree  with  those  obtained  with  acetylene,  which  gives  a 
product  containing  2  to  5  per  cent,  of  oxygen.  In  one  experiment, 
after  250  c.c.  of  acetylene  had  been  almost  completely  condensed  over 
mercury,  li}*drogen  was  introduced,  and  the  passage  of  the  spark 
continued.  A  reduction  of  volume  ensued  equal  to  the  volume  of 
acetylene  remaining,  and  the  contraction  then  ceased.  The  product 
contained  C,  75*0 ;  H,  S’9  ;  O,  lfi'l  =  100,  a  result  which,  from  the 
quantity  of  acetylene  used,  indicates  that  0‘02  gram  of  water  had 
passed  through  the  glass.  The  product  did  not  absorb  oxygen  from 
the  air.  The  glass  was  not  affected.  C.  H.  B. 
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The  Second  Monobromobenzene.  By  F.  Fittica  ( Ber .,  23, 
1393 — 1400). — A  reply  to  the  paper  of  A.  Hand  (this  vol.,  p.  881) 
on  this  subject.  The  antlior  gives  details  of  the  method  he 
employed  for  the  preparation  of  the  compound,  to  which  he  assigned 
the  formula  (PhBr)2,C6Hs.  J.  B.  T. 

Preparation  of  Phenyl  Cyanate.  By  B.  Kuhn  and  If.  Liebert 
(Ber.,  23,  1536 — 1537). — Fhenylthiocarbimide  (50  grams  =  1  mol.) 
was  heated  at  170°  in  a  reflux  apparatus  with  well  dried  red  oxide  of 
mercnrv  (80  grams  =  1  mol.)  mixed  with  some  coarse  glass  powder. 
After  heating  for  eight  hours,  the  liquid  was  fractionated  ;  the  portion 
coining  overbelow  170°  was  pure  phenyl  cyanate,  and  amounted  to 
20  per  cent,  of  the  theoretical  yield;  the  rest  was  unattacked  phenyl- 
thiocarbimide.  If  a  larger  proportion  of  mercuric  oxide  is  used,  the 
yield  is  lessened.  C.  F.  B. 

Action  of  Lead  Oxide  on  Toluene.  By  C.  Vincent  (Compt. 
rend.,  110,  907 — 908). — When  toluene  is  allowed  to  fall  drop  by  drop 
on  lead  monoxide  heated  to  a  few  degrees  below  its  melting  point 
(335°),  the  lead  is  reduced  to  the  metallic  state,  carbonic  anhydride 
is  given  off,  and  about  10  per  cent,  of  benzene  is  formed,  together 
with  a  very  small  quantity  of  stilbene,  and  higher  products,  CeH5-CH3 
+  3PbO  =  3Pb  +  C6B6'+  C02  +  H20. 

At  the  melting  point  of  the  lead  oxide,  very  little  benzene  is  formed, 
and  the  product  consists  chiefly  of  stilbene  mixed  with  oily  hydro¬ 
carbons,  the  principal  reaction  being  ‘iCgHyCHj  +  2PbO  = 
CbHs-CH:CH-0,H#  +  ‘213*0  +  2Pb. 

At  incipient  redness,  diphenyl,  phenanthrene,  anthracene,  and  other 
pyrogenic  derivatives  of  benzene  and  toluene  are  obtained,  together 
with  the  preceding  products.  C.  H.  B. 

Nitration  of  Propylbenzene.  By  R.  Lespieau  (Bull.  Soc.  Chim. 
[3],  3,  502 — 503). — From  the  liquid  resulting  from  the  action  of  a 
boiling  mixture  of  nitric  and  sulphuric  acids  on  propylbenzene 
or  isopropylbenzene  for  several  hours,  small  crystals  of  paranitro- 
benzoic  acid  separate  on  cooling.  The  liquid  contains  oily  products 
which  decompose  even  when  distilled  under  reduced  pressure,  but  by 
steam  distillation,  a  nitropropylbenzene  is  obtained.  By  prolonged 
nitration  of  propylbenzene  or  isopropylbenzene,  a  mixture  of  dinitro- 
acids  melting  at  176°,  and  containing  much  1:2:  4-dinitrobenzoic 
acid,  is  formed.  T.  G.  N. 

Behaviour  of  Sodiophenylmercaptide  with  Isobutylene 
Bromide.  By  R.  Otto  (Ber.,  23,  1051 — 1052). — When  isobutylene 
bromide  is  treated  with  sodiophenylmercaptide,  phenyl  bisulphide, 
isobutylene,  and  sodium  bromide  are  formed ;  trimethylethylene 
bromide  seems  to  behave  in  a  similar  manner.  F.  S.  K. 

Synthesis  of  Ketones  from  Phenol  Ethers  by  Friedel  and 
Crafft's  Method.  By  L.  Gattekmaxn,  R.  Eiiruardt.  and  H.  Maisch 
(Ber.,  23,  119y — 1210). — As  already  shortly  mentioned  (Abstr.,  1889, 
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862),  Jieid  chlorides  react  with  phenol  ethers  in  presence  of  aluminium 
chloride  in  just  the  same  tv  ay  as  with  the  aromatic  hydrocarbons, 
resembling  in  this  respect  phenyl  cyanate  and  chloroformainide.  The 
reaction  is  carried  out  by  mixing  the  phenol  ether  and  chloride  in 
equivalent  proportions  (unless  the  chloride  is  very  volatile,  in  which 
case  an  excess  of  that  constituent  is  taken),  adding  carbon  bisulphide 
as  a  diluent,  and  then  gradually  adding  a  quantity  of  aluminium 
chloride  equal  to  H  times  or  twice  the  quantity  of  phenol  ether. 
The  reaction  is  carried  out  in  the  cold,  but  may,  if  necessary,  be 
started  by  gently  warming.  After  allowing  the  mixture  to  remain 
for  an  hour,  during  which  time  it  is  frequently  shaken,  it  is  warmed 
for  a  few  minutes  on  the  water-bath,  and  the  upper  layer  then  poured 
off.  The  black  aluminium  double  compound  is  washed  with  carbon 
bisulphide,  and  very  carefully  decomposed  by  water,  the  ketone  sepa¬ 
rating  as  an  oil  or  in  crystals.  In  the  latter  case,  it  is  simply  filtered 
off  and  rccrystalliscd  from  hot  water,  but  in  the  second,  it  must  be 
first  taken  up  with  ether,  the  ether  evaporated  off,  and  the  residue 
purified  either  by  distillation,  or  allowing  it  to  remain  until  it  crystal¬ 
lises. 

Anisoil  and  acetic  chloride  yield  an  oil,  which  on  treatment  with 
alcohol  leaves  a  small  quantity  of  diniethoxydiphenylethylene, 
C2H2(C6H4-OMe)2.  After  evaporating  off  the  alcohol  from  the  filtrate, 
the  residual  oil  is  distilled.  The  fraction  boiling  at  250 — 275  ’  solidifies 
on  cooling  almost  entirely,  and  is  separated  from  the  adhering  oil  by 
spreading  on  a  porous  plate, and  recrystallising  from  ether.  It  then  forms 
large,  tabular  crystals,  melting  at  28 — 39°,  and  boiling  without  decom¬ 
position  at  258°.  The  analysis  showed  that  acetylauiaoil ,  C6H4Ac*OMe, 
had  been  formed.  It  unites  with  phenylhydrazine  and  hydro xyla mine, 
forming  crystalline  derivatives,  and,  like  many  of  the  ketones  to  be 
described,  gives  very  characteristic  colour  reactions  with  concen¬ 
trated  mineral  acids.  Thus,  with  concentrated  sulphuric  acid,  it  forms 
a  deep,  yellowish-red  coloration,  and  with  nitric  acid,  gives  a  magenta 
tint.  On  warming  with  the  latter,  it  yields  a  substance  probably 
belonging  to  the  group  of  “  nitro-saeyls ”  discovered  by  Iiollemann. 
On  oxidation  acetylanisoil  yields  anisic  acid,  showing  that,  as  in  the 
case  of  phenyl  cyanate  and  chloroformainide,  substitution  has  taken 
place  in  the  para-position.  The  paracetybinisoil  described  by  Olivieri 
( Gazzetta ,  13,  275)  as  boiling  at  220 — 222°  must  either  have  been 
impure,  or  have  a  different  constitution. 

Propionic  chloride  and  anisoil  yield  also  a  disubstituted  propylene 
in  small  quantity,  hut  the  chief  product  is  purapropionylaniso'il , 
COEt*C6H4-OMe.  This  forms  colourless  tablets  which  melt  at  27°, 
and  boil  at  273 — 275°.  It  also  yields  anisic  acid  on  oxidation,  and 
forms  an  oxime,  which  crystallises  from  alcohol  in  colourless  needles 
melting  at  G7°. 

Benzoic  chloride  and  anisoil  yield  parabenzoylanisoil,  which  forms 
large  crystals  melting  at  61 — 62°.  This  compound  has  been  previously 
obtained  by  Rennie  by  the  oxidation  of  parabcuzoylphcnyl  methyl 
ether  (Trans.,  1882,  220). 

Phenetoil  combines  with  acetic  chloride  forming  acetylphenetoil, 
C6H4Ac‘OEt,  which  crystallises  in  six-sided  tablets  melting  at  60 — 61°, 
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and  yields  paretkoxybenzoic  acid  on  oxidation.  Phenetoiil  and  pro¬ 
pionic  chloride  yield  propionylphenetoil,  COEt'CgHyOEt,  melting  at 
SO0.  Its  oxime  melts  at  97°.  Isobutyric  chloride  forms  isobutyryl- 
phenetoil ,  which  also  forms  a  crystalline  oxime,  the  melting  points  of 
the  two  compounds  being  41°  and  110 — 1110  respectively.  Benzoic 
chloride  yields  parahenzoylphenetoU ,  which  crystallises  from  acetic 
acid  in  silky  plates  melting  at  38 — 39°,  and  distils  above  300°  with¬ 
out  decomposition. 

Resorcinyl  diethyl  ether  is  also  acted  on  in  the  same  manner  by 
acetic  and  propionic  chlorides,  acetylmetadiethoxybenzene  and  prapionyl- 
vieta dietlwxybenzene  being  produced.  The  former  crystallises  in  large, 
slightly  pink  needles  melting  at  67 — 68°,  which  give  a  beautiful 
green  coloration  with  nitric  acid.  The  second  compound  forms  large, 
lustrous  crystals  melting  at  76°,  and  yields  an  oxime  melting  at  133°. 
In  neither  of  these  cases  is  any  unsaturated  compound  formed. 

In  addition  to  the  above,  the  following  compounds  have  been 
obtained  from  the  corresponding  naphthol  ethers: — Acetyl-a-naphthyl 
methyl  ether ,  crystallising  in  six-sided  tables  which  melt  at  71 — 72°, 
the  acetyl  group  probably  occupying  the  para-position  ;  propionyl- 
x-naphtfn/l  methyl  ether ,  forming  large  prisms  which  melt  at  58°,  and 
yield  an  oxime  melting  at  172°;  acetyl-oc-naphthyl  ethyl  ether,  crystal¬ 
lising  in  prisms  which  melt  at  78 — 79°  ;  benzoyl-a-naphthyl  ethyl  ether, 
melting  at  74 — 75°;  a  cetyl- (3-naphthyl  methyl  ether,  which  forms 
slender,  colourless  needles  melting  at  57 — 58°;  and,  finally,  acetyl - 
(3-naphthyl  ethyl  ether,  crystallising  in  large  tables  which  melt  at 
62—63°. 

In  all  these  cases,  the  crystals  are  sufficiently  large  for  the  measure¬ 
ment  of  the  angles,  and  might  perhaps  afford  material  for  an  examina¬ 
tion  of  the  relation  between  crystalline  form  and  constitution.  The 
same  rule  also  appears  to  hold  as  in  the  case  of  phenyl  cyanate  and 
chloroformamide,  namely,  that  substitution  takes  place  in  the  para- 
position,  unless  that  is  previously  occupied.  In  certain  cases,  an 
unsaturated  alkylene  compound  is  also  formed.  H.  G.  C. 


Hexachlor-a-diketohexene.  By  T.  Ztncke  (Ber.,  23,  1334 — 
1338). — Like  the  corresponding  tetraeklorortkoquinone,  chloranil 
only  takes  up  2  atoms  of  chlorine  on  treatment  with  that  reagent, 

,  .  ,  ,  ,  , ,  ,  ,  ,  CCl*COCCl3 

forming  a  compound  which  has  probably  the  formula  ji  I 

Owl*  LU  ’OOljj 


and  may  be  termed  for  the  present  hexachlor-a-dikctohexene.  It  is  a 
colourless  compound,  insoluble  in  water,  readily  soluble  in  alcohol 
and  ether,  and  melts  at  88°.  On  further  heating  at  the  ordinary 
pressure,  it  loses  chlorine,  but  may  be  distilled  unchanged  under 
diminished  pressure.  On  reduction  it  yields  tetrachloroquinol,  and 
on  energetic  treatment  with  phosphorus  peuta  chloride  forms  hexa- 
cklorobenzene.  Less  energetic  treatment  converts  it  into  a  compound 
containing  phosphorus  and  chlorine,  which  is  decomposed  by  water 
with  formation  of  the  compound  C„Cl5-OPO(OFl  )2,  which  may  also  be 
obtained  in  a  similar  manner  from  chloranil.  On  treatment  with 


sodium  hydroxide,  it  is  converted  into  dichloromaleic  acid,  and  an  oily 
compound,  probably  tetracklorethane.  Contrary  to  the  statement  of 
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Kaiulor  (Abstr.,  1885,  052),  and  Ciamieian  (Abstr.,  1881,  298), 
diehloromaleic  acid,  although  extremely  soluble  in  water,  is  not 
hygroscopic. 

"  ,  .  ,  ...  ,,  .  CCVCO-C-NHPh  .  , 

By  the  action  of  aniline,  the  compound  i  M  is  formed  ; 

vUI'/CO’LCl 

it  is  a  red,  crystalline  substance  melting  at  141°,  and  is  converted  by 
reduction  into  anilidotricliloroquinone.  On  treatment  with  alkali,  it 
yields  the  sodium  salt  of  an  acid  having  the  formula  Ci>H(,013N03, 
which  readily  loses  carbonic  anhydride,  funning  an  indifferent  com¬ 
pound  of  the  formul  i  CulI6CI3XO.  As  it  also  contains  the  phenyl- 
group,  its  formula  may  be  "written  CjCl.^NO PlrCOOlI.  It  appears 
probable  that  by  the  action  of  the  alkali  the  ring  is  split,  with  forma¬ 
tion  of  the  compound  CCk.CCbCO'CCLC(NiI  Ph)’COOH,  and  that  this 
loses  another  molecule  of  hydrogen  chloride,  forming  phony Itrichluro - 

CCl-NPh-C-COOH  rr 

pyridomcarboxylic  acid,  \\  \{  ^t  .  This  melts  at  215°  with 


CC1 


COCCI 


evolution  of  carbonic  anhydride,  and  is  soluble  without  decomposition  in 
hot  water,  cold  alcohol,  and  cold  soda  solution.  On  heating  with  the 
latter,  one  chlorine-atom  is  replaced  by  hydroxyl,  forming  phenyl- 
d  ich  lorohydi -oxyp  y  rid  a  n  oca  rboxylic  acid ,  OHC6X  PliClOCOOII,  melting 
at  206°,  which  yields  a  dimethyl  salt,  and  a  silver  salt  containing  two 
atoms  of  silver.  On  boiling  with  acetic  anhydride,  it  loses  carbonic 
anhydride,  and  forms  acetylphenyldichlornhydroxypyridoue  melting  at 
143°.  The  indifferent  compound  CnHBClsNO,  or  phenyltrichloropyr- 
idone,  melts  at  245°. 

Methy lamine  also  i^eadily  acts  on  bexachloro-jc-diketohexeue,  but 
the  compound  obtained  is  colourless,  and  has  quite  different  pro¬ 
perties  to  the  anilide.  It  is  now  being  more  closely  investigated. 

H.  G.  C. 


A  New  Hydroxy  thymoquinone.  By  G.  Mazzara  (Per,,  23, 
1390 — 1392  L — Two  kydroxythymoqninones  are  theoretically  possible, 
namely,  [Me  :  OH  =  1:2]  and  {Ale  :  OH  =  1  :  5].  The  former  of  these, 
the  ^-compound,  melting  at  1G6 — 167°,  has  long  been  known;  the 
latter,  the  /3-compound,  is  obtained  by  reducing  dinitroearvaerol  and 
oxidising  the  product  with  ferric  chloride.  The  qninone  is  purified 
by  distillation  in  a  current  of  steam;  it  crystallises  from  dilute 
alcohol  in  long,  prismatic,  dark  orange-yellow  plates,  melting  at 
181 — 183°.  Hydroxy  thymoquinone  dissolves  in  alkaline  carbonates, 
the  solution  becoming  violet  in  colour.  J.  B.  T. 


Safrole.  By  G.  Ciamiciax  and  P.  Silbee  (Per.,  23,  1159 — 11G4). 
—  In  the  course  of  their  investigation  of  apiole,  it  appeared  to  the 
authors  advisable  to  examine  also  the  properties  of  the  analogous 
compounds  safrole  and  methyleugenol.  Some  of  the  results  given 
in  this  paper  have  also  been  recently  published  by  Eykman  (this 
vol.,  p.  748)  in  agreement  with  whom  the  authors  find  that  the 
isafrole  obtained  by  Poleck  (Abstr.,  1884,  1339)  and  Sell  iff  (Abstr., 
1884,  1338),  by  the  action  of  sodium  and  solid  potassium  hydroxide 
on  safrole  under  pressure,  may  be  more  readily  prepared  by  warming 
safrole  with  alcoholic  potash.  It  forms  an  oil  boiling  at  246 — 248°, 
VOL.  LY11I.  3  /• 
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remaining  solid  at  —18°,  miscible  with  alcohol,  ether,  and  benzene, 
but  insoluble  in  water  and  alkalis.  Its  molecular  weight  was  found 
by  Raoult’s  method  to  be  159,  which  agrees  with  the  formula 
CioHuiCL.  Like  safrole,  it  dissolves  in  concentrated  sulphuric  acid 
with  an  intense  red  coloration. 

With  potassium  dichromate  and  sulphuric  acid,  isafrole  yields 
piperonal  and  acetaldehyde,  the  oxidation  proceeding  therefore  in  the 
same  manner  as  with  isapiole.  Alkaline  potassium  permanganate,  on 
the  other  hand,  converts  it  into  piperonylic  acid,  and  a  ketonic  acid 
which  appears  to  be  dioxymethylenephenylglyoxylic  acid, 

CH2<q>C6H3-CO-COOH, 

which  may  be  shortly  termed  piperonylketonic  acid.  It  crystallises 
fi’om  water  in  pale-yellow  needles  which  melt  at  148 — 149°,  and  from 
benzene  in  needles  containing  benzene  of  crystallisation  melting  at 
130 — 140°,  which  do  not  lose  all  their  benzene  at  100°.  It  gives  a 
yellow  compound  with  phenylhydraziue.  The  silver  salt,  C9H5Ag05, 
crystallises  from  hot  water  in  lustrous  prisms. 

Whereas  safrole  is  scarcely  acted  on  by  reducing  agents,  isafrole  is 
readily  converted  by  sodium  in  alcoholic  solution  into  dihydrosafrole, 
an  almost  colourless  liquid  boiling  at  228°,  miscible  with  alcohol, 
ether,  benzene,  and  acetic  acid.  It  gives  with  concentrated  sulphuric 
acid,  rirst  a  yellow,  and  then  a  red  coloration.  It  is  in  all  probability 
formed  by  the  addition  of  two  hydrogen-atoms  to  the  allyl-group,  and 
-  .  0 

would  thus  have  the  constitution  CH3<Q>C6H3Pra.  The  aqueous 

alkaline  solution  contains  a  snbstance  having  the  composition  and 
properties  of  a  propylphenol,  corresponding  closely  with  the  meta¬ 
prop  ylphenol  described  by  Jacobsen  (Abstr.,  1878,  782).  It  conld 
only  be  obtained,  however,  as  a  liquid,  whereas  Jacobsen  gives  its 
melting  point  as  26°. 

Its  methyl  ether,  which  boils  at  212 — 213°  (corr.),  yields  on  oxida¬ 
tion  with  alkaline  potassium  permanganate  metamethoxybenzoic  acid. 
It  follows,  therefore,  that,  on  reduction,  isafrole  loses  the  atom  of 
oxygen  occupying  the  para-position. 

Bromine  acts  on  isafrole  in  carbon  bisulphide  solution,  forming 
monobromisafrole  dibromide,  C]0H9Br02,llr2,  which  crystallises  from 
lio-ht  petroleum  in  colourless,  lustrous  needles  melting  at  109 — 110°. 

°  H.  G.  C. 

Eugenol.  By  G.  Ciamiciax  and  P.  Silber  (Ber.,  23, 1164 — 1167). 
— Unlike  safrole  (see  preceding  abstract)  eugenol  is  not  completely 
converted  by  alcoholic  potash  into  an  isomeride.  The  methyl  ether, 
however,  prepared  by  the  action  of  methyl  iodide  and  potash  on 
eugenol,  is  readily  and  completely  converted  into  isomethyleugenol. 
The  first-named  methyl  ether  boils  at  247—248°,  whilst  the  isomeride 
forms  a  colourless,  almost  odourless  liquid  boiling  at  263°.  On 
oxidation  with  sulphuric  acid  and  potassium  dichromate,  it  is  con¬ 
verted  into  inethylvanillin  and  veratric  acid,  whilst  with  alkaline  potas¬ 
sium  permanganate  it  yields  the  latter  acid,  and  a  new  compound 
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■which  has  the  composition  Ci0HH1O5,  and  crystallises  from  water  in 
white,  nodular  aggregates  or  large  needles  melting  at  137°.  It  is  also 
soluble  in  alcohol,  ether,  acetic  acid,  and  benzene,  the  crystals 
obtained  from  the  latter  containing  benzene  of  crystallisation.  It 
combines  with  phenylhydrazinc,  and  is  probably  dimethozyphenyl- 
ghyozylic  acid,  (CHsO^h'CelR'CO'COOli. 

Like  isapiole  and  isafrole,  the  methyl  ether  of  isoeugenol  readily 
takes  up  2  atoms  of  hydrogen  when  treated  with  sodium  in  hot 
alcoholic-  solution.  The  hydromethyleugenol  thus  obtained  is  an  oil 
resembling  hydrosafrole  in  smell,  which  boils  at  24t>°,  and  dissolves 
in  concentrated  sulphuric  acid  on  warming,  forming  a  pale-red 
solution. 

Isomethyleugenol  also  corallines  with  bromine  forming  isomethyl- 
citgenol  dibromide,  CuHuBr,>02,  which  crystallises  from  light  petroleum 
in  colourless  crystals  melting  at  101  —  1 1*2°.  It  is  soluble  in  ether, 
chloroform-,  and  benzene,  and  insoluble  in  water,  but  melts  on  boiling 
with  the  latter,  and  imparts  to  it  an  acid  reaction.  H,  G.  C. 

Diamidoquinol  Ether  and  Dihydroxy quinone  Ether.  By 
R.  Nietzki  and  F.  Rechrerg  ( Ber .,  23,  1211 — 1217). —  It  was 
shown  10  years  ago,  by  Nietzki  (Abstr.,  1879,  404),  that  quinol 
diethyl  ether,  on  treatment  with  nitric  acid,  yields  a  mixture  of  two 
dinitro-derivatives,  which  may  be  separated  by  their  different  solu¬ 
bility  in  acetic  acid,  alcohol,  or  ethyl  acetate.  As  the  a-compound 
gave  on  reduction  a  diamido-compound  which  could  be  readily  con¬ 
verted  into  an  azimido-derivative,  it  appeared  probable  that  the 
nitro-groups  in  that  compound  occupied  the  ortho-position. 

The  re-examination  of  these  compounds  has  shown  that  the  dinitro- 
componnds  may  be  readily  reduced  by  a  mixture  of  stannous  chloride, 
concentrated  hydrochloric  acid,  and  alcohol,  and  the  amido-compounds 
then  obtained  in  the  form  of  hydrochlorides  by  passing  in  hydrogen 
chloride,  and  decomposing  the  precipitated  stannochloride  with 
hydrogen  sulphide.  It  was  found  that  the  /3-compound  may  be 
readily  obtained  free  from  the  a-compound,  but  the  a-compound 
invariably  contains  small  quantities  of  its  isomeride. 

a-Diamidoquinol  diethyl  ether  hydrochloride  forms  large  needles 
which  become  grey  in  the  air.  Nitrous  acid  readily  converts  it  into 
the  azimide  previously  described,  and  it  also  unites  with  diacetyl, 
benzile,  and  phenanthraquinone,  forming  quinoxalines  melting  at 
127°,  163°,  and  260°  respectively.  There  can  therefore  be  no  doubt 
that  the  amido-groups  occupy  the  ortho- position. 

/3-Diamidoquinol  diethyl  ether  may  be  readily  separated  from  the 
a-compound  by  adding  sulphuric  acid  and  alcohol  to  the  mixture  of 
their  hydrochlorides,  when  the  sulphate  of  the  /3-compound  separates 
out  in  colourless  needles.  Both  the  hydrochloride  and  sulphate  are 
converted  by  ferric  chloride  into  a  substance  which  crystallises  in 
pale-yellow  plates  melting  at  183°.  It  is  free  from  nitrogen,  and  has 
the  formula  CioH^Ch,  and  on  treatment  with  caustic  potash  is  con¬ 
verted  into  the  symmetrical  dihydroxyquinone  obtained  by  Nietzki 
and  Schmidt  from  di-imidoresorcinol.  The  oxidation-product  must 
therefore  be  the  diethyl  ether  of  this  substance,  and  has  the  constitu- 
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tion  02  :  OEt2  =  1  :  4  :  3  :  G.  It  follows,  therefore,  that  /J-diamklo- 
qninol  diethyl  ether  has  also  the  symmetrical  constitution. 

When  dihydroxyquinone  diethyl  ether  is  treated  'with  stannous 
chloride,  hydrochloric  acid,  and  alcohol,  it  is  converted  into  tetrahydr- 
uxybcnzene  diethyl  ether ,  CsH2(OH)..(OC3.Hs)2,  which  crystallises  from 
water  in  beautiful  needles  melting  at  138°,  and  yields  a  diacetvl 
compound  which  melts  at  148°.  On  treatment  with  the  requisite 
quantity  of  sodium  ethoxide  and  ethyl  bromide  or  iodide,  it  forms 
tetrethnxyhenzene ,  which  crystallises  in  colourless,  lustrous  plates, 
melts  at  143°,  and  sublimes  very  readily. 

Dihydrox3'quinone  diethyl  ether  yields  with  liydrox3’lamine  a 
dioxime  which  is  as  good  as  insoluble  in  all  ordinary  solvents,  and 
melts  above  300°. 

The  compound  obtained  bv  Habermann  (Abstr.,  1S7S,  728)  b}- 
acting  on  quinol  dimethyl  ether  with  nitric  acid  has  proved  on 
examination  to  be  a  mixture  of  two  isomeric  dinitro-compounds, 
which  ma3r  be  separated  by  fractional  crystallisation  from  ethyl 
acetate.  The  more  readily  soluble  compound  melts  at  177°,  and  the 
second  at  202°.  The  amido-derivatives  obtained  by  Karioff  by  the 
reduction  of  Habermann’s  compound  (Abstr.,  1881,  272)  must  also  be 
a  mixture.  The  nitro-derivative  melting  at  1 77°,  on  reduction  with 
stannous  chloride,  hydrochloric  acid,  and  alcohol,  yields  a  diamido- 
compound  which  shows  all  the  properties  of  an  ortho-derivative, 
combining  with  diacetyl,  benzile,  and  phenanthraquinone  to  form 
quinnxalines. 

The  nitro-derivative  melting  at  202°  on  reduction  gives  a  diamido- 
eompouud  analogous  in  all  respects  to  /f-diamidoquinol  diethyl  ether, 
and  which  must  therefore  likewise  have  a  symmetrical  constitution. 
It  is  converted  ly  ferric  chloride  into  a  dimethoxyquinone  identical 
with  the  compound  obtained  In-  Nietzki  and  Schmidt  by  acting  on 
the  silver  compound  of  dihydroxyquinone  with  methyl  iodide.  It  is 
readily  reduced  by  stannous  chloride  and  hydrochloric  acid  with 
formation  of  tetrahydroxybenzeue  dimethyl  ether,  which  forms  small, 
lustrous  plates  melting  at  166°. 

The  above  results  show  that  dihydroxyquinone  really  contains  two 
hydroxyl- groups,  and  has  not  passed  into  the  tautomeric  tetraketo- 
hexamethylenc,  for  the  dimethyl  ether  obtained  ly  direct  inethylation, 
and  the  compound  formed  from  amidoquinol  dimethyl  ether  are 
identical,  and  the  latter  undoubtedly  contains  two  mefchoxy -groups. 

H.  G.  C. 

Derivatives  of  Ortho-  and  Para-tolubenzylamine.  By  T. 

Kkobek  ( Ber .,  23,  1026 — 1034). — Orthotolubenzylamine  can  he 
prepared  lry  reducing  orthotolunitrile  with  sodium  and  alcohol  ;  it 
boils  at  lb9-5°  (corr.).  The  benzoyl- derivative,  CeHjMe-CH./NHBz, 
crystallises  from  alcohol  in  needles,  melts  at  88°,  and  is  soluble  iu 
most  ordinaiy  solvents  except  water. 

Orthoditolubeuzylthiocarbaviide ,  OS  (NH'CHyCshUMc)*,  prepared  by 
heating  the  amine  with  carbon  bisulphide  and  alcohol,  crystallises 
from  dilute  alcohol  in  colourless  plates  or  prisms  melting  at 
I  So — 187°. 


ORGANIC  CHEMISTRY. 


909 


Viazohenzencorthotolubenzyhinnnp,  CuH^Ie’CrT/XII'X/Pb,  obtained 
bv  treating  the  amine  with  diazobenzene  chloride  in  dilute  alcoholic 
solution,  crystallises  from  alcohol  in  almost  colourless  needles,  melts 
at  85°,  and  is  readily  soluble  in  ether  and  chloroform,  but  only 
sparingly  in  dilute  alcohol,  and  insoluble  in  water. 

Orthotolnbenzvl  alcohol  is  obtained  when  the  amine  is  treated  with 
nitrous  acid;  it  melts  at  31°.  The  corresponding  aldehyde  boils  at 
198—200°. 

Orthomethylcinnamic  acid,  CsHiMe'CIKCIFCOOH,  can  bo  prepared 
by  heating  orthotolualdehyde  with  sodium  acetate  and  acetic 
anhydride  at  145 — 150  ;  it  crystallises  from  benzene  in  needles,  and 
melts  at  169°. 

Paratolubenzylamine  (b.  p.  195 — 190°)  is  formed  when  paratolu- 
nitrile  is  reduced  with  sodium  and  alcohol.  The  mercurochloride 
crystallises  in  colourless  prisms  and  melts  at  20o° ;  the  pic-rat e , 
Cs1I,|X,C6H3X307,  sepai-ates  from  water  in  moss-like  crystals,  and 
melts  at  194 — 199°  with  decomposition.  The  benzoyl- derivative, 
C6U4Me'CH2-XHBz,  crystallises  Irom  alcohol  in  long,  colourless 
needles,  melts  at  125°,  and  is  readily  soluble  in  ether,  but  insoluble 
in  water. 

Paratohtbevzylcarbamide,  CsH^Ie'CHcNH-CO'NHo,  prepared  by 
treating  the  hydrochloride  of  the  amine  with  potassium  cyanate, 
crystallises  from  dilute  alcohol  in  plates,  and  melts  at  166°. 

Bi-paratolubenzylthiocarbamide,  OS(27Il'CH2-C6tI4.Me)2,  crystallises 
in  colourless  plates  melting  at  124 — 125°. 

Diazubenzeneparatnhibenzylamine ,  CeH^Me'CHcXH’XoPh,  crystal¬ 
lises  in  colourless  plates,  melts  at  60 — 61°,  and  is  soluble  in  ether, 
alcohol,  and  light  petroleum. 

Paratolubenzylacetamide ,  C6H4A[e'CH>XHAc,  prepared  by  treating 
the  amine  with  acetic  chloride,  is  a  colonrless,  crystalline  compound 
melting  at  1(J6'5°. 

Paramethylcinnamic  acid,  C6H4'Me,CH;CH'COOHT  prepared  from 
paratolualdehyde,  crystallises  from  benzene  in  colourless  needles, 
melts  at  197°,  and  is  soluble  in  most  ordinary  solvents.  The 
dibromide ,  CioHmBi^Cb,  crystallises  from  light  petroleum  in  needles, 
and  melts  at  183°. 

Para  met hylhydrocinnaniic  acid ,  CioH^Oj,  is  formed  when  the  pre¬ 
ceding  compound  is  reduced  with  sodium  amalgam;  it  crystallises 
from  hot  water  in  plates,  and  melts  at  120°.  F.  S.  K. 

Action  of  Orthodiamines  on  Phthalaldehydic  Acid.  By  A. 

Bistrzycki  (Per.,  23,  1042 — 1046). — Toluylmeamidiriebenzeuylortho- 

carboxylic  acid ,  CeH^le^^-^^C-CgHj-COOH,  separates  as  an  orange 

precipitate  when  phthalaldehydic  acid  (benzaldehydeorthocarboxvlic 
acid)  is  treated  with  orthotoluylenediamine  in  aqueous  or  alcoholic 
solution.  It  crystallises  from  alcohol  in  colourless  needles,  melts  at 
258°  with  decomposition,  and  is  almost  insoluble  in  water,  chloroform, 
acetone,  ether,  and  toluene,  and  only  very  sparingly  soluble  in  boiling 
alcohol ;  it  dissolves  freely  in  glacial  acetic  acid  and  in  mineral  acids, 
and  also  in  alkalis  and  alkaline  carbonates. 
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Bromotoluyleneamidinebenzeny lorthocarboxy  lie  acid, 
C6H3BrMe<Ng>C-C6H4-COOH, 

obtained  from  bromoparatolnylenediamine  (see  below),  in  like  manner, 
melts  at  267°. 

Phenyleneamidinebenzenylorthocarboxylic  acid , 

ceH4<^>c,C6Hrc°OH1 

prepared  from  orthopbenylenediamine,  decomposses  at  266°.  The 
corresponding  naplithalene-deY\v<it\\c,  CiSH42N202,  decomposes  at 
about  280°. 

These  three  compounds  all  form  microscopic  crystals,  and  are  very 
sparingly  soluble  or  insoluble  in  most  neutral  solvents. 

B ro>» otoluylenediamiue  [Me  :  (KH2)2-:  13r  —  1  :  3  :  4  :  5]  can  be  pre¬ 
pared  by  brominating  metanitropnratoluidine  in  alcoholic  solution 
and  reducing  the  product  with  stannous  chloride  and  hydrochloric 
acid  ;  it  crystallises  in  long  needles,  melts  at  81 — 82°  with  previous 
softening,  and  is  very  readily  soluble  in  alcohol,  ether,  chloroform, 
acetone,  and  benzene,  but  only  sparingly  in  water.  F.  S.  K. 

Stereochemically  Isomeric  Nitrogen  Compounds,  By  A. 

Hantzsch  and  A.  Werner  (Ber.,  23,  1243 — 1253;  compare  this  vol., 
p.  348). — In  consequence  of  the  work  of  Klinger  and  Zuurdeeg  (this 
vol.,  p.  761)  on  the  trinitroazotoluenes,  theauthors  regard  the  existence 
of  stereochemically  isomeric  azo- compounds  as  doubtful,  and  acknow¬ 
ledge  that  these  can  no  longer  be  cited  in  support  of  their  theory.  In 
all  other  points  the  theory  is  upheld,  and  the  objections  raised 
by  Y.  Meyer  with  regard  to  the  isomeric  oximes  (this  vol.,  p.  719) 
are  replied  to.  The  authors  point  out  that  if  Beckmann’s  isobenz- 

Ph-ONH 

aldoxime  had  the  constitution  V  ,  if  would  be  intermediate 

0 

between  PlrCHlNOH  and  PlrCO-NH2,  and  might,  therefore,  be 
expected  to  readily  undergo  change  into  the  latter,  which  is  not  the 
case.  They  are,  therefore,  still  of  opinion  that  the  structure  of  the 
isomeric  benzaldoximes  is  similar.  The  fact  that  Auwers  fails  to 
discover  an  isomeride  of  the  unsymmetrical  oxime  of  the  formula 
OHdSriOPh*C6H4Me  cannot  be  taken  as  any  positive  proof  against  the 
theory,  for  reasons  wThich  the  authors  have  already  given  in  their 
former  paper.  The  absence  of  isomeric  oximes  of  plienanthra- 
quinone  may,  perhaps,  be  explained  by  the  total  difference  in  struc¬ 
ture  between  this  compound  and  benzile,  the  former  containing  a 
closed  ring,  which  is  not  the  case  with  the  latter,  and  therefore 
having  an  essentially  different  structure.  H.  C. 

Diazo-compounds.  By  L.  Gattermann,  W.  Haussknecht,  A. 
Caxtzler,  and  R.  Ehrhardt  (Ber.,  23,  1218 — 1228).— Experiments 
made  by  the  authors  with  the  object  of  obtaining  diphenyl  from 
diazobenzene  chloride  by  the  action  of  finely-divided  copper  had  not 
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tlie  desired  result,  but  led  to  the  formation  of  chlorobenzene.  Further 
investigation  has  shown  that  finely-divided  copper  exerts  generally 
an  action  on  diazo-salts  very  similar  to  that  of  cuprous  salts  dis¬ 
covered  by  Sandmeyer.  The  new  reaction  has,  however,  many 
advantages  over  the  latter  method,  as  it  takes  place  in  the  cold,  and  it 
is  unnecessary  to  prepare  a  special  salt  containing  the  residue  to  be 
introduced  into  the  benzene  nucleus,  it  being  sufficient  to  add  copper 
powder  and  a  solution  of  the  potassium  or  sodium  salt  of  the  acid. 

The  results  obtained  up  to  the  present  may  be  divided  into  three 
groups : — 

(1.)  Replacement  of  the  amido-group,  by  halogens,  thiocyanogen, 
and  evanogen.  The  copper  powder  was  prepared  by  adding  zinc-dust 
to  a  saturated  solution  of  copper  sulphate  until  the  latter  has  only  a 
pale-blue  colour,  washing  the  precipitated  copper  by  decantation,  and 
treating  with  dilute  hydrochloric  acid  to  remove  traces  of  zinc. 
After  filtering  and  washing,  the  paste  of  copper  powder  should  be 
placed  in  a  well-closed  bottle,  as  it  readily  undergoes  oxidation. 

For  the  preparation  of  chlorobenzene,  aniline  is  diazotised  in  the 
usual  manner,  using  an  excess  of  acid,  and  the  copper  powder 
gradually  added,  with  constant  stirring;  nitrogen  is  rapidly  evolved, 
and  the  reaction  is  complete  in  15 — 30  minutes.  The  aqueous 
solution  is  poured,  as  completely  as  possible,  from  the  lower  oily 
layer,  and  the  latter  distilled  in  a  current  of  steam.  The  distillate 
consists  of  chlorobenzene  and  a  little  diphenyl. 

Ortho-  and  para-toluene  in  the  same  manner  form  ortho-  and  para- 
chlorotoluene,  the  yield  being  in  both  cases  considerably  better  than 
that  given  by  Sandmeyer’s  method.  /1-Xaphthylamiue  is  also  readily 
converted  into  /1-chloronaphthalene,  but  a  large  quantity  of  resinous 
matter  is  also  formed,  the  yield  of  pure  substance  being  only  30  per 
cent.  Parachloronitrobenzene  has  also  been  prepared  by  this  method 
from  paranitraniline. 

Metachlorobenzaldehyde  may  be  prepared  from  metanitrobenz- 
aldeliyde  by  reducing  the  latter  with  stannous  chloride  and  hydro¬ 
chloric  acid,  diazotising  directly  without  removing  the  tin,  and  adding 
copper  powder. 

For  the  preparation  of  bromobenzene,  aniline  is  diazotised  by  means 
of  sulphuric  acid  and  sodium  nitrite,  and  mixed  with  an  aqueous 
solution  of  potassium  bromide.  The  copper  powder  is  then  gradually 
added,  the  appearances  being  the  same  as  with  the  chlorine  compound. 
On  distilling  in  a  current  of  steam,  almost  pure  bromobenzene  is 
obtained,  lodobenzene  and  para-iodotoluene  can  be  prepared  in  an 
exactly  similar  manner.  The  cyanogen-  and  thiocyanogen-groups  can 
also  be  thus  substituted  for  the  amido-group,  but  the  reactions  have 
not  as  yet  been  closely  studied. 

(2.)  Replacement  of  the  amido-group  by  the  cyanic  acid  residue. 
— The  potassium  cyan  ate  required  was  prepared  according  to  the 
method  of  C.  A.  Bell  (this  Journal,  1S7G,  i,  68),  by  heating  a  mixture 
of  potassium  ferrocyanide  and  potassium  dichromate,  and  extracting 
the  product  with  80  per  cent,  alcohol.  A  concentrated  aqueous 
solution  of  the  salt  (9  grams)  was  added  to  a  solution  of  10  grams  of 
aniline,  diazotised  in  the  usual  manner,  and  then  the  copper  added  in 
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portions  of  5  grams,  with  constant  stirring,  until  no  more  nitrogen  is 
evolved.  The  phenyl  cyanate  forms  an  oily  layer  on  the  surface,  and 
is  removed  by  means  of  a  glass  spoon  as  it  is  formed,  ether  added, 
the  water  taken  with  it  separated,  and  the  ethereal  solution  dried 
over  ignited  potassium  carbonate,  evaporated,  and  distilled.  The 
phenyl  cyanate  thus  obtained  contains  a  little  coloured  impurity, 
which  has  not  yet  been  removed,  but  which  is  not  retained  by  the 
derivatives  obtained  from  the  phenyl  cyanate,  such  as  phenyl-  and 
diphenyl-carbamide.  A  residue  is  also  obtained  from  the  distillation 
of  the  phenyl  cvanate,  probably  consisting  of  phenyl  phenylcarbamate, 
NHPh-COOPln 

Orthotolyl  cyanate  may  also  be  obtained  in  this  manner  from 
orthotoluidine,  the  yield  being  better  than  in  the  foregoing  case. 

(3.)  Conversion  of  aniline  into  diphenyl. — For  this  purpose  aniline 
is  diazotised  with  sulphuric  acid  and  sodium  nitrite, and  a  quantity  of 
90  per  cent,  alcohol  added.  Copper  powder  is  then  gradually  intro¬ 
duced,  and  the  mixture  vigorously  stirred  for  an  hour.  The  whole  is 
then  distilled  in  a  current  of  steam,  and  the  distillate  collected  as 
soon  as  it  gives  a  solid  precipitate  on  addition  of  water.  The 
diphenyl  thus  obtained  is  perfect  ly  pure.  Concerning  the  mechanism 
of  the  action,  all  that  is  known  at  present  is  that  the  alcohol  is 
partially  oxidised  to  aldehyde,  and  the  copper  also  oxidised  to 
some  extent.  The  copper  may  be  replaced  by  finely-divided  zinc  or 
iron. 

Culmaun  and  Gasiorowsky  have  also  recently  obtained  diphenyl 
from  diazobenzene  chloride  by  the  action  of  stannous  chloride,  but 
the  action  is  more  complicated.  Better  results  were  obtained  by  the 
action  of  stannous  chloride  ou  diazobenzene  formate  in  presence  of 
formic  acid  (Abstr.,  1839,  1150),  but  the  copper  method  is  preferable 
as  being  much  cheaper.  H.  G.  C. 

Piazothioles  and  Piaselenoles  II.  By  0.  Htnsberg  (Ber.,  23, 
1393 — 1397  ;  compare  Abstr.,  1889,  785,  and  this  vol.,  p.  160). — 
1  :  2-jSTaphthy lenediamine,  obtained  by  the  reduction  of  benzeneazo-/J- 
naphthy  larnine,  yields  ruvphth  a  pi  a  zothinh,  O]0H6N2S,  when  heated  to 
180 — 200°  for  6  to  8  hours  with  hydrogen  sodium  sulphite  in  a  sealed 
tube.  The  products  of  the  reaction  are  treated  with  dilute  hydro¬ 
chloric  acid,  and  distilled  in  a  current  of  steam.  Jsaphthapiazothiole 
crystallises  from  methyl  alcohol  in  colourless  or  slightly  yellow 
needles  or  leaves,  melting  at  81°.  It  is  a  feeble  base,  and  gives  a 
yellow  coloration  with  concentrated  sulphuric  acid  ;  with  tin  and 
hydrochloric  acid,  it  yields  naphtln  lenediamine  and  hydrogen  sulphide. 

1  :  2  -  Nap  hthaquinoxoline,  CI01  lfi'.ChNdlL,  is  obtained  by  warming  a 
mixtme  of  1  :  2-naphthalenediamine  and  glyoxal  hydrogen  sodium 
sulphite  with  acetic  acid;  after  purification,  the  compound  crystal¬ 
lises  from  dilute  alcohol  in  small,  colourless  needles,  melting  at  62°; 
its  salts  are  yellow  in  solution,  and  are  not  dissociated.  Th eplotino- 
chloride  is  sparingly  soluble  in  water.  The  base  is  stable  towards 
oxidising  agents  and  nitrous  acid  ;  concentrated  sulphuric  acid 
produces  a  deep-red  coloration,  which  changes  to  yellow  on  the 
addition  of  water. 
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Experiments  made  with  the  object  of  ascertaining  what  influence, 
if  any,  the  presence  of  alkalis  or  acids  exerts  on  the  formation  of 
piaselenoles,  show  (hat  alkaline  seleniies  do  not  react  with  1:3:  4- 
diamidotolnene,  and  that  dilute  mineral  acids  do  not  affect  the 
ordinary  coarse  of  the  reaction.  On  warming  a  mixture  of  equal 
molecular  parts  of  1  :  3  :  4-diamidotolnene  and  selcnions  anhydride  in 
concentrated  hydrochloric  acid,  the  solution  becomes  yellowish-red  in 
colour,  and  a  considerable  quantity  of  crystals  are  deposited  which 
chiefly"  consist  of  m  nlhylchloropiascdenole ,  (1«H2C'lAle’.N2S(>,  melting  at 
149 — 150°,  This  compound  shows  all  the  characteristic  properties 
of  the  piaselenoles ;  it  is  a  feeble  base,  gives  a  yellowish-red  colour 
with  concentrated  sulphuric  acid,  and,  on  reduction,  yields  a  chloro- 
diamidotolnene.  As  selcnions  anhydride  and  concentrated  hydrochloric 
acid  have  no  action  on  met hylpiaselenole,  the  above  reaction  is  prob¬ 
ably  best  explained  by  assuming  that  the  compound  SeCl2(01I)3  is  first 
formed,  and  that  this  then  unites  with  the  diamidotolnene,  giving  the 

compound  C7  tfG<C j  j-^>ScCl3 ;  by  the  loss  of  two  hydrogen-atoms, 

the  dichloride,  C7H6;N2SeCl2,  would  be  produced,  from  which  methyl- 
chloropiaselenole  is  finally  obtained  by  elimination  of  hydrogen 
chloride  and  atomic  rearrangement.  Selenie  acid  combines  with 
diamidotolnene  to  form  methydpiaselenolo,  part  of  the  amine  being 
simultaneously  oxidised  to  a  red-coloured  compound.  J.  B.  T. 

Formation  of  Alkyl-derivatives  of  Amides.  By  J.  Tafee  and 
C.  Enoch  (Ber.,  23,  1550 — -1554;  compare  this  vol.,  p,  491). — Silver 
rnetanitrobt.nza.mide,  C7HsX203Ag,  prepared  by  dissolving  metanitro- 
benzamide  in  dilute  alcohol,  precipitating  with  silver  nitrate  and 
soda,  and  carefully  drying,  is  a  grey  powder,  which  by  heating  for 
several  days  at  50°  with  ethyl  iodide,  extracting*  the  mass  with  ether, 
and  precipitating  by  the  addition  of  ethereal  hydrogen  chloride  to 
the  ether  extract,  yields  the  hydrochloride  of  melanitrobenzimidoethyl 
ether ,  X02,C6Hi*C(6Et)!NH,HCl.  It  forms  a  horny  mass  soluble  in 
alcohol  and  water;  when  the  aqueous  solution  is  warmed,  decompo¬ 
sition  ensues,  ammonia  and  ethyl  metanitrobenzoate,  melting  at  43° 
(uncorr.),  being  formed.  Metanitrobenzhnidoethyl  ether  was  prepared 
by  dissolving  the  hydrochloride  in  water,  and  adding  the  calculated 
quantity  of  sodium  carbonate.  It  is  an  unerystallisable  oil,  but  its 
acid  oxalate,  CuH12X207,  forms  well-developed  crystals.  Meianitro - 
benzamidine  hydrochloride ,  X02,C6H4-C(XH)-XH2,1IC1,  was  prepared 
from  it  by  Pinner's  method  (Abstr.,  1833,  1089)  ;  it  dissolves  easily  in 
water,  less  easily  in  alcohol,  and  is  precipitated  from  solution  in  the 
latter  solvent  by  the  addition  of  ether,  in  white  tables  melting  at  240°. 
The  platinochloride  forms  small,  glittering,  yellowish  plates.  Free 
metanit robenzamidine  was  obtained  by  decomposing  the  hydrochloride 
with  excess  of  soda ;  it  forms  ill-defined  crystals  which  are  soluble  in 
water  and  have  a  strongly  alkaline  reaction. 

When  mercury-acetamide  is  suspended  in  ether  and  mixed  with 
iodine,  a  brick-red  powder  of  the  constitution  lIgI2(NHAc)2  is  formed; 
when  this  is  dissolved  in  hot  alcohol  and  the  solution  cooled,  it 
separates  as  an  oil,  but  soon  solidifies  to  a  crystalline  mass.  It  is 
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insoluble  in  benzene,  is  decomposed  by  heat,  and  by  dilute  hydro¬ 
chloric  acid,  but  not  by  other  dilute  acids. 

When  luercury-benzamide  is  treated  in  the  same  way,  a  similar 
red  powder,  HgI2(NHBz)2,  is  formed.  When  this  is  boiled  with 
alcohol,  it  is  decomposed  into  two  componnds,  one  not  containing 
merenry,  probably  C7HfiNOI,  the  other  C7H6NOHgI,  obtained  in 
small,  white  needles  melting  at  194°,  and  decomposing  at  a  higher 
temperature;  it  is  insoluble  in  ’water. 

When  silver-carbamide,  CON2H3Ag2,  is  treated  with  iodine  in  the 
above  manner,  a  greenish  mass  of  CON2H2Ag2l  is  formed,  extremely 
sensitive  to  light,  and  decomposed  with  liberation  of  silver  iodide 
when  heated  alone  or  with  alcohol,  some  aldehyde  being  formed  in 
the  latter  case.  Dilute  hydrochloric  acid  liberates  the  iodine. 

C.  F.  B. 

A  Modification  of  the  Chloroformamide  Synthesis.  By 

L.  Gattermann  and  A.  Rossolymo  (Ber.,  23,  1190 — 1199). — About 
two  years  ago,  one  of  the  authors,  in  conjunction  with  G.  Schmidt, 
W.  Hess,  and  E.  P.  Harris,  described  a  new  method  of  synthetically 
preparing  aromatic  carboxylic  acids,  which  consisted  in  acting  with 
chloroformamide  on  aromatic  hydrocarbons  and  phenol  ethers  in 
presence  of  aluminium  chloride  (Abstr.,  1887,  569;  188S,  574).  For 
the  preparation  of  chloroformamide  in  quantity,  a  considerable 
quantity  of  condensed  carbonyl  chloride  is  necessary,  which  is  not 
always  readily  obtained,  and  moreover,  the  time  required  in  the  pre¬ 
paration  of  the  chloroformamide  is  too  great  in  comparison  with 
the  actual  preparation  of  the  carboxylic  acid,  when  only  small 
quantities  of  the  latter  arc  required.  The  authors  have  succeeded  in 
effecting  a  modification  of  the  method  by  ■which  the  difficulties  in  the 
preparation  of  small  quantities  have  been  successfully  overcome.  Led 
by  the  fact  that  chloroformamide,  which  appears  to  distil  unchanged, 
really  splits  up  into  cyanic  acid  and  hydrogen  chloride,  they  have 
examined  the  effect  of  replacing  the  chloroformamide  by  a  mixture 
of  cyanic  acid  and  hydrogen  chloride,  and  find  that  the  mixture 
acts  in  exactly  the  same  way  with  the  aromatic  hydrocarbons  and 
phenol  etliei’S. 

For  the  preparation  of  cyanic  acid,  cyanuric  acid  is  recrystallised 
from  water,  the  hydrated  crystals  carefully  heated  until  anhy¬ 
drous,  and  the  acid  then  distilled  in  a  suitable  vessel,  passing  a 
current  of  carbonic  anhydride  through  it  during  the  operation.  The 
vapours  are  led  into  a  wide  necked  flask,  into  which  also  passes  a  tube 
conveying  hydrogen  chloride.  In  the  flask  is  placed  a  quantity  of 
powdered  aluminium  chloride  equal  to  that  of  the  cyanuric  acid  taken, 
and  the  hydrocarbon  or  phenol  ether  to  be  acted  on,  the  latter  being 
diluted  with  carbon  bisulphide  if  the  quantity  is  small,  and  it  is  to  be 
couverted  as  fully  as  possible  into  the  amide.  Through  a  third  hole 
in  the  flask  is  placed  a  fairly  wide  tube,  which  serves  to  condense  the 
carbon  bisulphide  boiled  off  during  the  reaction.  The  whole  is  gently 
warmed,  and  the  cyanic  acid  vapours  mixed  with  carbonic  anhydride, 
and  the  hydrogen  chloride  simultaneously  passed  in,  the  flask  being 
continually  shaken.  After  the  reaction  is  over,  the  liquid  is  poured 
off  from  the  solid  or  semi-solid  aluminum  double  salt,  and  the  latter 
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carefully  decomposed  with  water,  cooling1  well  during  the  operation. 
The  amide  usually  separates  at  once  or,  if  the  quantity  is  small,  may 
be  extracted  with  ether,  and  then  crystallised  from  hot  water  after 
treatment  with  animal  charcoal. 

Benzene  gives  the  worst  yield  of  any  of  the  hydrocarbons.  The 
compound  obtained  crystallises  in  colourless  plates  melting  at  128“, 
and  is  identical  in  every  respect  with  benzamide.  Even  with  a  small 
quantity  of  benzene  and  an  excess  of  cyanic  acid  and  hydrogen 
chloride,  the  yield  is  not  good. 

Toluene,  under  the  same  conditions,  gives  a  much  better  yield  of 
paratoluamide,  melting  at  158°.  As  with  phenyl  cyanate  and  chloro- 
formamide  itself,  the  hydrogen-atom  occupying  the  para-position  to 
the  methyl-group  is  replaced.  Ethylbenzene  yields  the  previously 
unknown  parethylbenzamide ,  C6H4Et'CO-NH2,  which  is  sparingly 
soluble  in  hot  water,  and  crystallises  from  it  in  colourless  plates 
melting  at  115 — 116°.  The  acid  obtained  from  it  by  hydrolysis  is 
identical  with  parethylbenzoic  acid. 

Metaxylene  is  converted  by  the  reaction  into  metaxylylamide, 
CsHsMe^CO'NH.,  (1.3. 4),  melting  at  178 — 179°.  By  means  of 
this  reaction  the  authors  have  been  able  to  ascertain  that  a  sample  of 
xylene  from  coal-tar  consisted  chiefly  of  metaxylene  mixed  with  a 
little  ethylbenzene. 

Anisoil  readily  yields  anisamide,  which  crystallises  in  white  needles 
and  melts  at  162 — 163°,  and  not  at  137 — 138°,  as  given  by  Henry. 

PheuetoYl  is  also  converted  with  great  ease  into  the  amide  of 
ethoxybenzoic  acid,  crystallising  ill  lustrous  plates  melting  at  201°. 

Naphthalene,  acenaphthene,  and  a-naphthyl  ethyl  ether  are  also 
acted  on  by  these  .reagents.  The  first  yields  the  amide  of  a-naph- 
thoic  acid,  melting  at  201 — 202°,  and  the  second  an  amide  melting 
at  197 — 198°,  whilst  the  third  gives  an  amide  for  which  the  authors, 
in  agreement  with  Hess,  find  the  melting  point  143 — 144°. 

This  reaction  also  .permits  of  the  detection  of  the  constituents  of  a 
mixture  of  hydrocarbons.  Thus,  a  mixture  of  toluene  and  metaxy¬ 
lene,  treated  with  half  the  quantity  of  cyanic  acid  necessary  to  con¬ 
vert  the  whole  into  ;amide,  yielded  nearly  pure  metaxylylamide,  and 
the  residual  hydrocarbon  on  further  treatment  yielded  paratoluamide. 

H.  G.  C. 

Action  of  Carbonyl  Chloride  on  Orthodiamines.  By  A. 

Hartmann  ( Ber .,  23,  1046 — 1051.  Orthophenylenecarbamide  (m.  p. 
307 — 30S°)  is  formed  when  carbonyl  chloride  is  heated  with  ortho- 
phenylenediamine  hydrochloride  in  toluene  solution ;  orthotolnylene- 
carbamide  (m.  p.  291—292°),  and  orthonaplithyleneearbamide  (m.  p. 
about  3S0°)  can  be  obtained  in  like  manner. 

NH 

Bromotolinjlenecarbamide ,  C6lI2BrMe<(  y  j^)>CO,  prepared  from  bro- 

motoluylenediamine  (m.  p.  81 — 82°)  melts  at  324 — 325°,  and  is  readily 
soluble  in  alcohol,  but  only  sparingly  in  benzene,  ether,  and  water. 

Diacetylbromotolmjlenediamine,  C6H2BrMe(NHAc)2,  is  obtained 
when  bromotoluylenediamine  [Me  :  (NH2)2  :  Br  =  1  :  3  :  4  :  5]  is 
boiled  with  acetic  anhydride;  it  crystallises  from  water  in  needles, 
melts  at  222 — 223°,  and  is  readily  soluble  in  glacial  acetic  acid  and 
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alcohol,  but  more  sparingly  in  water,  benzene,  and  toluene.  The 
monacetyl- derivative,  CgHn'BfN'.^O,  can  be  prepared  by  reducing  meta- 
nitrometabromoparacetotoluide  with  stannous  chloride  and  hydro¬ 
chloric  acid  in  the  cold  ;  it  separates  from  benzene  in  crystals  and 
melts  at  1G7 — 16S°. 

_-N 

Ethenylbromotolnyleneamidine,  C6HoBri\[e<^^Jj^>Cj\Ie,  is  formed 


when  acetyl-  or  diacetyl-bromotoluylenediamine  is  heated  above 
its  melting  point,  and  also  when  nitrobromacetotoluide  is  re¬ 
duced  at  a  moderately  high  temperature  ;  it  crystallises  from  alcohol 
in  prisms,  melts  at  197 — 198°,  and  is  readily  soluble  in  alcohol,  but 
only  sparingly  in  benzene  and  water. 

JDibenzoylbromotoluylenediamine ,  CtiH2BrjMe(NHBz)2,  crystallises  in 
colourless  needles  melting  at  244°. 


Dipkenylbromotoluqninoxaline ,  C«HjBrMe<^ 


XiCPh 

NiCPh’ 


prepared  by  boil¬ 


ing  b  romotoluylenediamine  with  benzile  in  alcoholic  solution,  crystal¬ 
lises  in  needles,  and  melts  at  153 — 154°. 

llromotoluphcnanthrazine,  C2iH]3BrX2,  is  formed  when  bromopara- 
tolnylenediamine  is  treated  with  phenanthraquinone  in  glacial  acetic 
acid  solution;  it  crystallises  from  a  mixture  of  chloroform  and 
alcohol  in  yellow  needles  melting  at  209 — 210°.  P.  S.  K. 


Derivatives  of  Trimethylenediamine.  By  A.  Goldenring  (Per., 
23,  11(58 — 1174). — Aniline  readily  acts  on  y-bromopropylphthalimide 
at  150°,  aniline  hydrobromidc separating  out.  On  addition  of  aqueous 
ammonia  and  distilling  in  a  current  of  steam,  an  oil  remains  which 
may  be  purified  by  adding  boiling  water  and  concentrated  hydro¬ 
chloric  acid,  until  all  but  a  small  quantity  of  resinous  matter  is  dissolved. 
On  cooling  the  filtered  solution,  the  salt  formed  separates  in  white 
granules,  which  are  reconverted  into  the  base  by  warming  with  dilute 
aqueous  ammonia;  the  product  thus  obtained  is  dissolved  in  a  small 
quantity  of  benzene,  and  a  large  excess  of  alcohol  added.  The  yellow 
crystals  which  separate,  melt  at  144 — 145°,  and  consist  of  diphthalyl- 
ditrimethylenetriainine  XPh(CH2‘C tf2‘CHs‘X. CaHjO^.  On  heating 
this  componnd  with  fuming  hydrochloric  acid  in  a  sealed  tube  at 
240’,  it  is  converted  into  di-trimethylenephenyltriamine  hydrochloride , 
NPh  ( C Hr C H2* C HyN Ho) 2 ,3 H C 1 ,  which  yields  a  sparingly  soluble 
platmochloride. 

The  mother  liquor  from  the  above  diphthalyl  compound,  leaves  on 
evaporation  a  yellow,  resinous  mass,  which  may  be  purified  for  analysis 
by  recrystallisation  from  light  petroleum.  It  then  forms  indistinct, 
yellow  crystals  melting  at  87—89°,  which  from  their  composition  and 
mode  of  preparation  must  consist  of  7- anilidoyropylphthalimide , 
ChHjOdX'CMa'CHvCHvNHPh.  Like  the  foregoing  compound,  this  is 
converted  b}^  treatment  with  fuming  hydrochloric  acid  into  the 
hydrochloride  of  the  corresponding  trimethylenephenyldiamine, 
NHcC^'CH./CHvNHPh^HCl,  which  crystallises  in  small,  almost 
white  needles.  The  picrate ,  OsHuNo^CetLN^Cb,  crystallises  from 
60  per  cent,  alcohol  in  greenish,  feathery  needles,  which  decomposo 
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at  1  95°.  The  free  trimethylenephenyldiamine,  NHyCHyC  HyCHyXHPh 
is  prepared  by  decomposing  a  concentrated  aqueous  solution  of  the 
hydrochloride  with  solid  potash.  It  is  a  colourless,  strongly  refrac¬ 
tive  oil,  readily  soluble  in  water,  alcohol,  and  ether,  baring  a  strong 
alkaline  reaction  and  characteristic  amine  smell,  and  boiling  at  277°. 
It  absorbs  carbonic  anhydride  from  the  air,  forming  a  liquid  carbonate. 
This  base  has  also  been  prepared  in  a  different  manner  by  Balbiano 
(Abstr.,  1SS9,  1215).  In  agreement  with  the  latter,  the  author  tinds 
that  the  amido  compound  reacts  with  carbon  bisulphide  in  a  different 
manner  to  ethylenediamine,  a  dithiocarbamate  of  the  constitution 
NH*PlrC3H6-NH-C£*3H,NHPIrCjH6*NH,,  being  formed.  It  crystal¬ 
lises  in  small,  white  plates  and  decomposes  on  boiling  with  water  into 
hydrogen  sulphide,  trimethylenephenyldiainine,  and  trimethylene- 
-  \  J 
phenylthiocarbamide,  CS<y,pp>C3H6,  the  latter  forming  white 

prisms  melting  at  215°. 

Trimetkylencphenyldiamine  is  readily  acted  on  by  phenylthiocarb- 
imide  with  formation  of  trimethylene,  triphenyldithioearbamide, 
NHPh'CS'XH'CsHe'NPh’CS'XHPLi,  which  crystallises  from  alcohol 
in  slender  needles  melting  at  145°. 

Trimethylenephenylcarbamide  cannot  be  prepared  in  a  similar 
manner  to  the  corresponding  trimethvlenecarbamide  by  the  action  of 
ethyl  carbonate  on  trimethvlenephenyldiamine  (compare  Fischer  and 
Koch,  Abstr.,  18S6,  527).  If,  howeyer,  the  monohydrochloride  of  the 
latter  be  treated  with  potassium  cyanate  at  100°,  it  is  conyei  ted  into 
anili  lopropylcarbamide ,  NH’Pn  AHb-NH'CO'AtH2.  This  crystallises 
in  rose-coloured  aggregates  of  needles  which  melt  at  96 — 9S3.  and  at 
129°  gire  off  ammonia  with  formation  of  trimethylenephenylcarbamide , 
XPh 

>C3H6.  This  crystallises  from  alcohol  in  pale  yellow 

needles  sparingly  soluble  in  water,  and  melts  at  213 — 215°. 

H.  G.  C. 

Derivatives  of  Paracyanobenzyl  Chloride.  By  H.  K.  Gunther 
(Her.,  23,  lOoS — 1062). — Paracyanobenzylphthalimide , 

c6ha:n-ch2-c6h4-cx, 

is  formed  when  paracyanobenzyl  chloride  is  heated  with  potassium 
phthalimide  at  ISO3.  It  crystallises  from  boiling  glacial  acetic  acid 
in  yellowish-brown  plates,  a  :  b  :  c  =  0’7212  :  1  :  0521S,  melts  at 
183 — 184°,  and  is  almost  insoluble  in  water,  ether,  alcohol,  and  light 
petroleum,  but  readily  soluble  in  acetone,  chloroform,  and  hot  glacial 
acetic  acid. 

Paracarboxybenzylphthalamic  acid, 

cooh-c6h4-co-kh-ch2-c6h4-cooh, 

is  obtained  when  the  preceding  compound  is  warmed  with  soda,  and 
the  sodium  salt  thus  produced  decomposed  with  hydrochloric  acid. 
It  separates  from  alcohol  in  microscopic  needles,  melts  at  255°,  and  is 
only  sparingly  soluble  in  most  ordinary  solyents.  The  silver  salt, 
C|0Hl2O3NAg2,  crystallises  in  prisms. 

Benzylamineparacarboxylic  acid ,  NHyCHyCeHpCOOH,  can  be  pre- 
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pared  by  heating  the  preceding  compound  with  concentrated  hydro¬ 
chloric  acid  at  200°  for  three  hours  ;  the  product  is  treated  with  cold 
water,  the  filtered  solution  evaporated  to  diyness,  the  residue  dissolved 
in  a  little  warm  water,  and  the  solution  mixed  with  sodium  acetate; 
on  rubbing,  the  acid  gradually  separates  in  crystals.  It  crystallises 
from  water  and  glacial  acetic  acid  in  yellow  scales,  and  is  insoluble  in 
ether,  alcohol,  benzene,  acetone,  and  light  petroleum.  The  hydro- 
chloride  crystallises  in  long  needles,  a  :  b  :  c  =  0‘5742  :  1  :  0*9G30,  and 
is  soluble  in  water,  alcohol,  light  petroleum,  and  chloroform,  but 
insoluble  in  ether,  glacial  acetic  acid,  and  benzene.  The  plaiino- 
chloride  (C8Hg02iST):,H2PtCl6  is  amorphous.  The  aurochloride  crystal- 
lises  in  well-defined  prisms. 

An  acid  of  the  composition  C!(;Hu05  is  formed  when  paracyano- 
beuzyl  chloride  is  boiled  with  potash,  and  the  resulting  sodium  salt 
decomposed  with  hydrochloric  acid  ;  it  separates  from  hot  acetic  acid 
in  ill-defined,  colourless  crystals,  and  is  insoluble  in  ether,  acetone, 
chloroform,  and  benzene,  but  readily  soluble  in  ammonia  and  alkalis. 
The  silver  salt  has  the  composition  C16H,2Ag205.  The  constitution 
of  the  acid  is  probably  expressed  by  the  formula  0(CHyC6H4rC00H),. 

K  S.  K. 

Etard’s  Reaction.  By  W.  v„  Miller  and  Gr.  Rohde  ( Ber .,  23, 
1070 — 1079). — When  propylbenzeue  is  treated  with  chromyl  chloride, 
benzaldehyde,  benzyl  methyl  ketone,  and  other  compounds  are  formed, 
but  not  a  trace  of  hydrocmnamaldehyde  is  produced,,  as  stated  by 
Etard  (Abstr.,  1881,  581), 

When  eyinene  is  treated  with  chromyl  chloride,  it  yields  about 
equal  quantities  of  an  aldehyde  identical  with  the  compound 
described  as  paramethylhydrocinnamaldehyde  by  Richter  and 
Schiichner  (Abstr.,  1884,  1342),  and  a  compound  which  seems  to  be 
paratolylethvl  ketone.  The  aldehyde  obtained  in  tills  way  is  not 
identical  with  paramethylhydrocinnamaldehyde-  (compare  next 
abstract),  aud  on  oxidation  with  silver  oxide  it  is  converted  into  an 
acid  which  melts  at  40 — 41°  ;  paramethylhydrocinnamic  acid  melts 
at  116°  (compare  Krober,  this  vol.,  p.  9G9).  The  aldehyde  obtained 
from  cymene  has  probably  the  constitution  C6H4Me*CHMe*CHO,  and 
the  acid  (m.  p.,  40 — 41°)  is  probably  paramethylhydratropic  acid. 

Ethylbenzene  and  chromyl  chloride  yield  acetophenone,  together 
with  an  oil  which  combines  with  sodium  hydrogen  sulphite,  and 
probably  consists  of  phenylacetaldehyde  and  benzaldehyde. 

The  above-  experiments  show  that  Etard’s  reaction  takes  a  course 
different  to  that  which  it  is  usually  supposed  to  take  ;  whilst  the 
inethylbenzenes  yield  with  chromyl  chloride  the  corresponding 
aldehydes,  the  hydrocarbons  with  longer  side  chains  give  a  ketone  as 
a  rule,  and  only  in  some  cases  the  corresponding  aldehyde. 

Stilbene  is  formed  when  a  mixture  of  benzyl  methyl  ketone  and 
benzaldehyde  is  shaken  with  hot  concentrated  (3  :  1)  sulphuric  acid; 
when  a  mixture  of  benzyl  methyl  ketone  and  metaehlorobenzaldehyde 
is  treated  in  like  manner,  a  crystalline  compound  melting  at  73 — 74°, 
probably  metachlorostilbene,  is  produced.  Deoxybenzo'in  and  benzyl 
methyl  ketone  condense  together  forming  stilbene  and  benzoic  acid. 

F.  S.  K. 
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Hydrocinnamaldehydes.  By  W.  v.  MilleiI  and  G.  Rohde  (Tier 
23,  1070 — 1082). — Ifydrocinnamaldehyde,  CrtH5-CH2’CH2-CHO,  pre- 
pared  by  distilling  a  mixture  of  calcium  hydrocinnamate  and  calcium 
formate,  is  an  oil. 

x-Methylhydrocinnamaldehyde,  C<;H5*OH2-CHMe'COH,  prepared 
from  methyl  by  drocinnamic  acid  in  like  manner,  boils  at  226 — 227° 
(corr.)  ;  the  hydrazone  and  the  anilide  are  oils. 

Mefachlorohydrocinnamaldehyde ,  C9H9C10,  boils  at  about  240°. 

Paramethylhydrocimiamaldeliyde,  CslRMe’CH^CHrCHO,  is  an  oil. 

The  compounds  described  above  have  a  characteristic  odour  of 
jessamine,  undergo  oxidation  on  long  exposure  to  the  air,  and  have 
the  generic  properties  of  aldehydes  ;  when  treated  with  concentrated 
or  moderately  concentrated  sulphuric  acid,  they  yield  solutions  which, 
when  seen  by  transmitted  light,  have  a  more  or  less  intense  rose-  or 
earmine-red  coloration.  F.  S.  K. 

Aromatic  Alkyl  Ketones;  their  Oxidation  by  Potassium  Per¬ 
manganate.  By  A.  Claus  (J.  pr.  Chem.,  [2],  41,  483—514;  com¬ 
pare  this  vol.,  p.  709). — Metaxylyl  methyl  carhinol , 

[  C6H3Me2-  C  HMe  *  0  H  =  2:4:1], 

is  produced  when  metaxylyl  methyl  ketone  (Abstr.,  1886,  463)  is  re¬ 
duced  by  sodium  amalgam  (compare  the  behaviour  of  paratolyl 
methyl  ketone,  this  vol.,  p.  769)  ;  it  is  a  pale-yellow  oil,  becoming 
brown  in  the  light  in  presence  of  air ;  it  boils  above  300°. 

Metaxylyl  methyl  ketone  phenylhydrazide  forms  lustrous  needles 
melting  at  115°  (uncorr.),  and  is  insoluble  iu  cold  water  and  ether. 

Orthoparadimethyhnandelic  acid, 

C6H3Me2-CH (OH)-COOH  [=2:4:1], 

is  obtained  when  metaxylylglyoxylic  acid  (Abstr.,  1886,  463) 
is  reduced  by  sodium  amalgam  ;  it  crystallises  from  hot  water  in 
aggregates  of  needles,  melts  at  119°  (uncorr.),  sublimes,  and  is  easily 
soluble  in  alcohol  and  ether,  but  not  in  cold  water.  It  gives  a 
cherry-red  colour  when  warmed  with  strong  sulphuric  acid,  a  reaction 
which  is  shared  by  its  salts.  When  the  glyoxylic  acid  is  reduced  by 
hydriodic  acid,  metaxylylacetic  acid,  C6H3Me2’CHyCOOH  [4:2:1],  is 
obtained  as  well  as  the  above ;  it  crystallises  in  colourless  needles  or 
leaflets  which  melt  at  102°  (uncorr.),  sublime,  and  are  soluble  in  the 
usual  solvents,  except  cold  water.  The  melted  acid  distils  aboni 
265°  (uncorr.).  Its  potassium,  barium,  and  silver  salts  (each  with 
1  mol.  H20),  its  calcium  salt  (with  4^  mols.  H20),  and  its  amide  (m.  p. 
183°,  uncorr.)  arc  described. 

Dinitrosometaxylylylyoxylic  acid,  C6lIMe2(N0)2,C04C00H,  ob¬ 
tained  by  acting  on  the  glyoxylic  acid  (1  part)  for  a  short  time 
(two  minutes)  with  fuming  nitric  acid  (4 — 5  parts),  forms  colourless 
crystals  which  melt  at  177°  (uncorr.),  and  sublime  with  decom¬ 
position  ;  it  is  soluble  in  the  usual  solvents,  except  water,  and 
gives  a  red  colour  with  phenol  and  sulphuric  acid.  Its  potassium 
and  barium  salts  (each  with  1|  mol.  Id20)  are  described.  When  it 
is  oxidised  with  potassium  chromate  (0'254  part)  and  sulphuric 
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acid,  it  yields  dinitrosometaxylenecarboxylic  acid ,  C6li.Me2(NO)2,COOH, 
which  melts  at  160°.  When  the  dinitrosoglyoxylic  acid  is  acted 
on  by  fuming  nitric  acid,  nitronitrosometaxylenecarboxylic  add , 
NO-C6HMe2(NO,)-COOH, 

is  obtained  ;  this  crystallises  in  needles  which  melt  at  256°  (uncorr.), 
and  dissolve  freely  in  hot  water,  sparingly  in  chloroform  and  glacial 
acetic  acid,  but  not  in  carbon  bisulphide  and  benzene. 

Dinitrometaxylylyhjoxyl ic  add , 

C6HMe2(X02)2-C0-C00H  [  =  2  :  4  :  3  :  5  : 1], 
i?  obtained  by  treating  xylylglvoxylic  acid  with  nitric  and  sulphuric 
acids  in  the  cold  and  pouring  the  mixture  into  water  ;  it  forms  colour¬ 
less  needles  melting  at  198°  (uncorr.)  ;  its  barium  salt  (with  2  mols. 
llsjO)  is  described. 

By  nitrating  metaxylyl  methyl  ketone  (10  grams)  with  nitric  acid 
of  sp.  gr.  14  (100  grams)  at  65°,  a  nitroso-derivative, 

(csH9-co-c:x-oii)x, 

meltino-  at  107 — 108°,  was  obtained  ;  this  has  been  described  by 
1  lollcman  (Abstr.,  1S88,  275;  1889,  49).  When  it  is  oxidised  by 
potassium  permanganate,  it  yields  orthopnradimetkylbenzoie  acid 
(m  p.  126°),  aud  when  it  is  reduced  by  zinc  and  acetic  acid,  di- 
metaxylyl  ethylene  diketone  (Abstr.,  18S7,  827)  is  obtained. 

When  nitric  acid,  of  sp.  gr.  1'52,  is  used,  and  the  temperature  kept 
below  30°,  two  mononitro-metaxylyl  methyl  ketones  are  obtained,  the 
one  (m.  p-  72°)  more  soluble  in  alcohol  than  the  other  (m.  p.  07°)  ;  a 
third  product  was  obtained  but  not  investigated. 

b-Nitrometaxi/lyl  methyl  ketone  forms  colourless  needles  which  melt 
at  07°  (nncorr.)  and  are  insoluble  in  dilute  alcohol.  When  it  is 
oxidised  with  dilute  nitric  acid,  or  potassium  permanganate,  nitro- 
dimethvlbenzoic  acid  (m.  p.  195c)  is  formed  ;  the  a?#mfo-derivative  of 
this  acid  melts  at  175°.  When  the  potassium  permanganate  is  used 
iii  dilute  aqueous  solution  and  in  sufficient  quantity  to  supply  only 
three  atoms  of  oxygen,  b-nitro-2  : 4-dimethylphenylglyoxylic  add  is 
formed  ;  it  is  an  oil  which  crystallises  after  a  time  and  melts  at  40°  (?)  ; 
its  barium  salt  (with  G  mols.  B20),  calcium  salt  (with  44  mols.  H20), 
and  silver  salf  are  described.  b-Amidomefaxylyl  methyl  ketone  crystal¬ 
lises  in  small  needles  which  quickly  become  coloured  and  melt  at 
88°  (nncorr.)  ;  its  hydrodwrid e  and  jdatinocliloride  are  described. 

S-Nitrom etaxylyl  methyl  ketone  crystallises  from  glacial  acetic  acid 
in  columns  or  prisms  which  melt  at  72°  ;  it  is  unstable  and  gradually 
becomes  converted  into  an  oily  substance,  referred  to  above  as  the 
third  product  of  the  action  of  nitric  acid  on  metaxylyl  methyl  ketone. 
When  oxidised  with  four  atoms  of  oxygen,  it  yields  S-nitro-2  :4 -di- 
viethylbenzoic  add;  this  acid  forms  colourless  needles  or  columns 
which  melt  at  135°  (uncorr.),  and  are  freely  soluble,  except  in  cold 
water  ;  its  barium  salt  was  obtained. 

AY  hen  metaxylyl  methyl  ketone  (1  part)  is  added  by  degrees  to  a 
mixture  of  nitric  acid  of  sp.  gr.  1'52  (3  parts)  and  sulphuric  acid 
(G  parts),  cooled  to  —10°  or  —  lou,  two  products  are  obtained,  a 
dinitro-  and  a  dinitronitroso-ketone,  the  latter  being  more  abundant 
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at  higher  temperatures;  the  dinitroketonc  is  soluble  in  ether,  which 
therefore  serves  to  separate  them. 

3  : 5-Dinit rometnxylyl  methyl  ketone  crystallises  in  yellow  needles 
which  melt  at  96°  (uneorr.)  and  explode  at  the  boiling  point ;  it  is 
soluble  in  the  usual  solvents,  By  oxidation  it  yields  3  : b-diuit  ro- 
2:  4 -dimethylh'-nzoic  arid ,  which  forms  small,  lustrous  crystals  melting' 
at  199 — 200°  (nncorr.)  and  subliming  in  silky  needles;  it  is  freely 
soluble,  except  in  cold  water;  its  potassium ,  barium  (with  14  mols. 
1120),  calcium,  and  silver  salts  were  obtained;  they  arc  explosive  when 
dry. 

3  :  5- Dinitrometaxylyl  nitrosomethyl  ketone  crystallises  from  nitro¬ 
benzene,  or  acetone,  in  lustrous,  microscopic  leaflets  melting  at  209° 
(uneorr.),  and  exploding  when  heated  on  platinum  foil. 

Mesityl  methyl  ketone ,  CkH  Ale3"COi)de,  is  a  colourless  liquid  of 
peculiar  odour  ;  it  boils  at  235°  (uneorr.),  and  is  specifically"  lighter 
than  water.  When  it  is  oxidised  by  potassium  permanganate, 
mesitylglyoxylic  acid  and  trimethylbenzoic  acid  are  obtained;  they" 
are  separated  by  water  at  30°,  in  which  the  latter  is  fairly  soluble, 
hut  the  former  not. 

Mesityl  glyoxylic  acid  forms  large,  yellowish,  columnar  crystals 
melting  at  118°  (uneorr.),  and  soluble  except  in  water.  The  barium 
salt  (with  2~  mols.  H20)  and  the  silver  salt  are  described. 

2:4:  {j-Trimethy  then  zoic  acid  forms  crystals  which  melt  at  1 55° 
(uneorr.);  it  is  volatile  with  steam,  smells  of  honey,  sublimes,  and  is 
freely  soluble  in  the  usual  solvents;  it  is  identical  with  Jacobsen’s 
/1-isodurylic  acid  (m.  p.  151°;  Abstr.,  1883,  53).  The  barium  salt 
(with  2  mols.  HaO)  and  the  silver  salt  are  described.  Further  oxi¬ 
dation  by  potassium  permanganate  produces  only"  one  dibasic  acid, 
namely,  2  :  (^-dimethyl ter ephthalic  acid;  this  acid  crystallises  in 
small,  white  net  dies  which  melt  at  200°  (uneorr.)  and  are  easily 
soluble  ;  the  barium  salt  (with  3  mols.  H20)  is  described. 

2:4:  G-Trimethylphevylacetamide,  CsH^IeyCHyCO’NH^,  js  ob¬ 
tained  by  the  action  of  ammonium  sulphide  on  mesityl  methyl  ketone 
in  small,  colourless  crystals  which  melt  at  208°  (uneorr.)  and  sub¬ 
lime  ;  it  is  .soluble  except  in  cold  water.  The  corresponding  acid 
forms  a  white,  crystalline  powder  which  melts  at  1G4°  (nncorr.)  and 
sublimes  in  small,  colourless,  slender  needles;  it  is  soluble  except  in 
cold  water;  the  barium  salt  (with  3  mols.  H20)  was  obtained 

Pseudocumyl  methyl  ketone  [Me3  =  2  :  4  :  5]  is  a  colourless,  strongly 
refracting  liquid  which  boils  at  246 — 247°  (uneorr.);  it  solidities 
at  0°  to  transparent  prisms  which  melt  at  10°  ;  it  dissolves  in  the  usual 
solvents.  When  oxidised,  it  yields  2:4:  h-trimethylphemjlglyoxyli c  add , 
which  crystallises  in  slender,  white  needles  melting  at  75°  (uneorr.), 
and  is  soluble  in  most  solvents:  its  potassium  (with  1  mol.  H20), 
sodium  (with  14  mols.  H20),  barium  (with  4  mols.  H20),  calcium 
(with  3  mols.  11,0),  silver ,  and  lead  salts  were  obtained.  When  this 
glyoxylic  acid  is  treated  with  ammonium  sulphide,  2:4:  5 -trimethyl- 
phenylacetamide is  formed  ;  it  crystallises  in  lustrous  leaflets  which  melt 
at  174°.  The  corresponding  acid  forms  needles  which  melt  at  118° 
(uneorr.)  and  sublime;  the  barium  salt  crystallises  with  2  mols.  H20. 
By  oxidation,  the  glyoxylic  acid  becomes  2:4:5  trimethylbtuz'oic 
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acid  (m.  p.  150Q),  identical  with  Jannascli’s  dury lie  acid  (Zeits.f.  Ohem., 
6,  419),  some  2  : 5-dimeth.ylterephthaUc  acid,  identical  with  Jan- 
nascli’s  cumkhc  acid  ( loc .  cii.  ;  Abstr.,  1883,  334),  being  formed  at  the 
same  time.  A.  G.  B. 

Dipyrogallopropionic  Acid.  By  C.  Bottinger  ( Ber .,  23,  1093). 

■ — The  compound  described  by  the  author  as  dipyrogallopropionic  acid 
(Abstr.,  1884,  318)  has,  like  Doebner  and  Forster’s  pyrogallol- 
benzein  (this  vol.,  p.  899),  the  property  of  dissolving  in  alkalis  with 
a  beautiful  blue  coloration. 

The  so-called  dipyrogaliopropionic  acid  can  be  converted  into  a 
tetracetvl-derivative  •,  when  its  red  solution  is  boiled  with  zinc-dust 
and  glacial  acetic  acid,  it  becomes  colourless,  but  on  the  addition  of 
soda  the  reduction  product  absorbs  oxygen  and  the  solution  turns 
blue.  The  colourless  reduction  product  is  probably  the  true  dipyro- 
gallopropiouic  acid,  of  which  the  red  compound  is  an  oxidation 
product.  F.  S.  K. 

Tetrabromodinitrobenzene.  By  C.  L.  Jackson  and  Vf.  D. 
Bancroft  (Amer.  Chnn.J.,  12,289 — 307  ;  compare  Abstr.,  1888,  821  and 
1276;  1889,  696). — Tetrabromodinitrobenzene  (m.p.  228°)  is  not  acted 
on  by  alcoholic  ammonia  in  open  vessels,  but  if  the  mixture  is  heated 
in  sealed  tubes  at  100°,  it  is  converted  into  a  substance  (probably 
bromotriamidodinitrobenzene )  which  is  insoluble  in  any  ordinary  sol¬ 
vent,  and  does  not  melt  at  285°. 

BromodinUrotrianilidobenzene,  CsBr(N02)2(HHPh)3  is  prepared  by 
heating  at  109°,  a  mixture  of  tetrabromodinitrobenzene  (1  mol.)  and 
aniline  (6  mols.).  It  is  insoluble  in  water  and  light  petroleum  ; 
crystallises  from  alcohol,  acetic  acid,  benzene,  and  chloroform  in  micro¬ 
scopic  prisms  ;  and  melts  at  175  — 176°.  The  compound  has  no  basic 
properties. 

Ethyl  dibromodinitrophenylmnlonate,  C6HBr2(N02)2'CH(C00Et)2, 
is  obtained  by  dissolving  tetrabromodinitrobenzene  in  benzene,  and 
mixing  the  solution  with  ethyl  sodiomalonate  ;  the  red-coloured 
mass  formed  is  poured  into  water  and  the  benzene  separated  ;  on  ad¬ 
ding  sulphuric  acid  to  the  aqueous  solution,  the  new  compound 
separates  out,  and  on  crystallisation  from  alcohol  forms  colourless 
needles  which  melt  at  89°.  It  is  iusolnble  in  water  and  in  light 
petroleum,  but  is  readily  dissolved  by  all  other  common  solvents,  has 
’well-marked  acid  properties,  forms  soluble  salts  with  the  alkalis,  and 
gives  various-coloured,  amorphous  precipitates  when  solutions  of  the 
heavy  metals  are  added  to  aqueous  solutious  of  its  ammonium  salt. 

Ethyl  bromauilidodinitrophenylmalonate , 

BHPh-C6HBr(NO2)2-CH(CO0Et)2, 

is  readily  prepared  by  adding  aniline  (2  mols.)  to  ethyl  dibromodi- 
nitrophenylmalonate  (1  mol.).  It  crystallises  from  hot  alcohol  in 
slender,  bright- red  prisms:  melts  at  127°;  readily  dissolves  in  most 
solvents  ;  has  only  feeble  acid  properties,  but  gives  yellow  precipitates 
with  solutions  of  the  heavy  metals. 

Bromamidv-oxiudole ,  C„NH2OBr'XIL,  is  obtained  by  the  reduction 


ORGANIC  CHEMISTRY. 


083 


of  ethyl  dibromodinitmphenylmalonate  with  tin  and  hydrochloric 
acid.  On  precipitation  from  a  solution  of  its  chloride,  it  forms  colour¬ 
less,  microscopic  needles  which  melt,  with  considerable  charring,  at 
about  212°.  It  is  soluble  in  hot  water  and  in  hot  alcohol,  insoluble 
in  ether  and  chloroform,  and,  in  some  respects,  behaves  as  a  phenol. 
The  chloride,  C^IRO^HCI  +  H20,  crystallises  from  water  in  needles  or 
prisms,  and  does  not  melt  within  the  range  of  the  mercurial  ther¬ 
mometer. 

In  preparing  tetrabromodinitrobenzene  for  these  experiments,  the 
previously  undescribed  peutabromonitrobenzene,  melting  at  248°, 
was  obtained.  G.  T.  M. 

Compounds  Prepared  from  Bromonitrobenzenes.  By  C.  L. 

Jackson  (Amer.  Chem.  J.,  12,  307 — 313;  compare  preceding  abstract). 
— The  author  offers  an  explanation  of  the  reactions  between  the 
bromonitrobenzenes  prepared  by  him,  on  the  one  hand,  and  ethvl 
sndiomalonate  on  the  other  hand  ;  reviews  the  relative  ease  with  which 
the  reactions  takes  place,  and  gives  inferences  drawn  from  experi¬ 
ments,  by  which  the  comparative  acidity  of  the  substituted  ethyl 
malonates,  ethyl  acetoacetates  and  ketones,  prepared  by  him,  have 
been  determined.  G.  T.  M. 

Tautomeric  Compounds.  By  .T.  U.  Nef  (Amer.  Chem.  J.,  12, 
370 — 425;  compare  also  Abstr.,  1889,  -509).— -The  first  part  of  the 
paper  is  devoted  to  a  discussion  of  the  alleged  cases  of  tautomerism 
in  ethyl  sueeinosuccinate  and  analogous  compounds,  and  reasons  are 
given  for  believing  that  the  polymorphism  in  this  group  is  due,  not 
to  a  change  of  position  of  certain  groups  ■within  the  molecule,  but  to 
physical  isomerism.  It  is  further  deemed  probable  that  ethyl  snccino- 
suceinate  and  dihydroxyterephthalate  never  eoutain  a  ketone-group, 
but  that  the  oxygen  usually  assumed  to  exist  in  this  condition  is 
present  rather  as  hydroxyl. 

The  author  then  proceeds  to  give  in  detail  the  results  of  experi¬ 
ments  made  to  test  this  alleged  tautomerism,  after  first  mentioning 
that  he  has  prepared  a  derivative  of  ethyl  acetoacetate  containing  two 
acid  radicles,  which  has  not  before  been  done.  Since  ethyl  aceto¬ 
acetate  greatly  resembles  ethyl  sueeinosuccinate  and  dihydroxy¬ 
terephthalate,  it  seemed  probable  that  it,  too,  is  not  a  ketonic  compound, 
and  if  so  it  ought  to  form  alkyl  and  acid  ethereal  salts,  in  which  the 
subst  ituting  group  (R)  is  bound  to  oxygen,  OR-CMeiCH'COOEt,  and 
these  substances  would  be  insoluble  in  alkalis.  In  reality,  it  is  found 
that  when  ethyl  sodacetacetate  is  treated  with  1  mol.  of  benzoic 
chloride,  a  small  quantity  of  a  compound  insoluble  in  alkalis  is 
formed,  but  this  was  found  to  be  ethyl  dibenzoylacetoacetate, 
CCGIc-CBzyCOOEt, 

Ethyl  dihydrodiamidopyromellitate ,  C6H2(NH2)2(COOEt)j, 
[(COOEt)4 :  (NH2)2 :  H2  =  1  :  3  :  4  :  C  :  2  :  5  :  1 :  4,  =  A2j  5,  or 

1  :  3  :  4  :  G  :  2  :  5  :  3  :  C,  =  AIt  4],  is  made  by  treating  an  alcoholic  solution 
of  ethyl  diamidopyromellitate  with  zinc-dust  and  dilute  sulphurioacid  ; 
it  may  also  be  obtained,  though  only  in  small  quantity,  by  fusing 
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together  ammonium  acetate  and  ethyl  paradiketohexamethylene- 
tetracarboxylate,  into  which  latter  substance  it  is  itself  converted 
when  dissolved  in  concentrated  sulphuric  acid  and  treated  with  a 
little  water.  It  dissolves  in  chloroform,  and  with  difficulty  in  alcohol, 
from  which  it  crystallises  in  colourless  needles  melting  at  212°. 
When  treated  with  1  mol.  of  bromine,  it  loses  its  two  hydrogen-atoms, 
and  forms  ethyl  diamidopyromellitate.  It  also  yields  an  acetyl- 
derivative  melting  at  132°. 

P  razolone-derivative  of  dihydroxypyromellitic  ( quinoltetracarbnxylic ) 
acid,  C6  (^>NPh|„(COOH)3,  is  best  prepared  by  treating  a  hot 

aqueous  solution  of  the  acid  with  twice  the  theoretical  amount  of 
phenylhydrazine  hydrochloride,  and  heating  the  mixture  for  three  to 
five  hours  on  the  water-bith  to  complete  the  reaction.  A  hydrazide 
of  the  acid  is  probably  first  formed,  and  then  loses  two  molecules  of 
water,  yielding  the  pyrazolone-derivative.  This  forms  yellow  crystals, 
which  exhibit  all  the  properties  of  a  pyrazolone-derivative.  When  it 
is  oxidised  with  fuming  nitric  acid,  or  when  an  alkaline  solution  of  it 
(which  is  purple  in  colour)  is  oxidised  with  potassium  fcrrocyanide,  or 
by  simple  exposure  to  the  air,  a  very  stable  compound, 

C6(^“>Nph)2(C°°H)2, 

is  formed,  which  gives  with  alkalis  a  yellow  solution  exhibiting  a 
green  fluorescence.  Two  of  the  hydrogen-atoms  in  the  pyrazolone- 
derivative  are  replaceable  by  metals.  When  it  is  heated  with  excess 
of  benzoic  chloride,  the  dibenzoyl-dipyrazolone  anhydride, 

°<co>c(co>NPh)' 


is  formed.  This  forms  yellow  crystals  soluble  in  alcohol,  melting  at 
140°,  and  volatilising  without  decomposition  at  a  very  high  tempera¬ 
ture.  Both  it  and  its  solutions  show  a  green  fluorescence.  After 
boiling  with  alcoholic  soda,  acids  precipitate  the  free  acid  iu  yellow 
flakes,  the  benzoyl-groups  not  being  eliminated. 

Dihydroxypyromellitic  acid,  when  heated  with  large  excess  of 
hydroxylamine  hydrochloride,  yields  a  hydroxamic  acid,  which  is 
reconverted  into  the  original  acid  when  boiled  with  acids.  When 
heated  for  10  to  15  minutes  at  300 — 350°,  it  forms  quinoltetra - 


carboxylic  anhydride,  C6 


(OH).(CO>0>, 


which  is  soluble  in  acetone 


and  ethyl  acetate,  and  crystallises  from  the  latter  in  yellow  prisms 
with  red  fluorescence.  It  volatilises  without  decomposition  at  350°, 
and  dissolves  in  water  giving  a  red  solution,  which  when  left  to  itself, 
or  heated,  is  transformed  into  the  acid.  Its  alkaline  salts  are  very 
deep  red  in  colour. 

Dikydroxypyromellitic  acid  yields  bromanil,  C6H4Br2,  when  allowed 
to  remain  for  12  hours  with  excess  of  bromine  and  some  water; 
quinnne-tetracarboxylic  acid,  C6Ov(COOH)4,  is  probably  first  formed, 
and  then  its  carboxyl-gi  oups  are  replaced  by  bromine.  It  also  yields 
chloranil  when  treated  with  potassium  chlorate  and  hydrochloric  acid, 
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but  with  iodine  and  hydriodic  acid,  it  yields,  not  indanil,  but  iodoform, 
and  with  nitric  acid,  nitranilic  acid,  C602(X02)2(OH)o,  which  is, 
however,  doubtless  derived  from  unstable  nitranil  first  formed. 
Dihydrndihydroxypyromellitic  acid  could  not  be  prepared  either  by 
saponification  of  its  ethyl  salt  or  by  reduction  of  dihydroxypyro- 
mellitic  acid,  carboxyl-groups  being  always  eliminated.  These  facts, 
together  with  those  known  regarding  sueeinosuccinic  acid,  show  how 
unstable  hydroxybenzenecarboxylic  acids  are.  But  di  hydroxy  terc- 
phthalic  acid,  and  still  more  so  dihydroxypyromellitic  acid  are  stable, 
and  so  one  is  led  “  to  the  inevitable  conclusion  that  these  are  coloured 
benzene-derivatives,  and  that  they  can  never  exist  as  quinol carboxylic 
acids.” 

The  author  now  proceeds  to  prove  that  the  substituted  groups  in 
derivatives  of  ethyl  dihydroxypyromellitate  and  dihydrodihydroxy- 
pyromellitate  (paradiketohexamethylenetetracarboxylate)  are  joined 
to  oxygen,  and  not  directly  to  carbon.  This  he  does  by  converting 
ethyl  dimethoxypyromellitatc  by  heating  with  alcoholic  soda  into  the 
sodium  salt,  this  into  the  silver  salt,  and  this  finally  into  a  substance 
melting  at  134°,  which  is  identified  as  methyl  dimethoxypyromellitatc. 
The  intermediate  product,  OMe'C6(OXa}(COOEt)4,  obtained  by  (he 
action  of  methyl  iodide  on  ethyl  disodoxypyromellitate,  was  also 
examined;  it  forms  yellow  plates  with  green  fluorescence,  soluble  in 
alcohol.  The  best  way  of  preparing  sodium  salts  snch  as  that  men¬ 
tioned  above  is  to  dissolve  the  snbstanee  (an  ethyl  salt,  <£c.)  in  chloro¬ 
form,  and  add  a  solution  in  alcohol  of  the  theoretical  amount  of 
sodium,  diluted  with  chloroform  ;  the  sodium  salt  is  precipitated  in 
the  gelatinous  state,  and  is  dried  on  a  porous  plate  in  the  air,  or  at 
100°. 

Methyl  dimethoxypyromellitcite,  CB(OMe)2(COOMe),  is  formed  by 
heating  methyl  disodoxypyromellitate,  C6(OXa)2(COOAIe)„  with 
excess  of  methyl  iodide  in  a  sealed  tube.  It  melts  at  134°,  and 
volatilises  without  decomposition.  Its  reactions  show  that  it  is  a 
methoxy-  and  not  a  ketouic  compound. 

Methyl  diacetoxypyromelbtcite,  CB(OAc)2(COOMe)4,  is  formed  by 
the  action  of  acetic  chloride  on  the  above-mentioned  sodium  salt.  It 
melts  at  147°,  and  volatilises  without  decomposition.  Its  reactions 
are  those  of  an  acetyl-derivative  of  a  phenol. 

Methyl  dihiydrodicicetoxypyromellitate ,  06  H  2(0  Ac2)2( C 0 0  M  e  )4 ,  isformed 
by  the  action  of  zinc  and  hydrochloric  acid  on  the  preceding  compound. 
It  melts  at  173°,  and  volatilises  without  decomposition.  It  is  dimor¬ 
phous.  With  bromine,  it  yields  methyl  dihydroxypyromellitate, 
C6(OH)2(COOMe)4,  melting  at  207°  ;  with  nitric  acid,  it  behaves 
exactly  like  methyl  paradiketohexamethylenetetracarboxylate,  yielding 
first  ethyl  dihydroxypyromellitate,  and  then  ethyl  quinonepyromelli- 
tate,  melting  at  20b°.  It  may  also  be  obtained  from  methyl  disodio- 
paradiketohexamcthylenedicarboxylate  and  acetic  chloride;  hence 
methyl  paradiketohexamethylenetetracarboxylate  is  not  a  ketouic  but 
a  met  hoxy-derivati  ve. 

Ethyl  dibeiizoyloxypyromellitate ,  C6(OBz)2(COOEt)t,  is  formed  by 
treating  the  corresponding  disodium  compound  with  benzoic  chloride. 
It  melts  at  157°,  and  when  reduced  with  zinc  and  hydrochloric  acid, 
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yields  ethyl  rlihydrodibenzoijloxi/pyromellitate ,  C6H5(OBz)2(COOEt)4, 
melting  afc  135°,  and  volatilising  without  decomposition.  This 
substance  is  also  formed  when  ethyl  paradiketohexamethylenetetra- 
carboxylate  is  treated  with  benzoic  chloride.  By  bromine,  if  is  recon¬ 
verted  into  the  pyromellitate,  06(0 Bz)2(COOEt)4,  melting  at  157°; 
sulphuric  acid  decomposes  it  into  benzoic  acid  and  ethyl  paradiketo- 
hexamethylenetetraearboxvlate,  melting  at  143°. 

The  author  now  proceeds  to  pi’ove  that  also  in  derivatives  of  ethyl 
di hydroxy tercph th al ate  and  suecinosneoinatc  the  substituted  groups 
are  united  to  oxygen. 

Ethyl  dhnethnxyterephthalate,  C6H2(OMe)2(COOEt)2  [(OMe)2  =1:4], 
was  prepared  from  the  corresponding  sodium  salt  and  methyl  iodide. 
It  forms  colourless  plates  with  a  marked  blue- violet  fluorescence, 
melting  at  1<)1‘5°,  and  volatilising  without  decomposition.  Its  entire 
behaviour  shows  that  the  methyl-groups  are  united  to  oxygen.  When 
heated  with  dilute  alcoholic  soda,  it  yields  dimethnxyterephthab’c  acid , 
CsH2(OMe)2(COOH),,  melting  at  205°.  It  is  not  itself  fluorescent, 
but  in  aqueous  solution  exhibits  bine-violet  fluorescence. 

Ethyl  dibeiizyl'jxyterephthalate,  CeH^O'CUiTh^CCOOEt),,  is  formed 
by  treating  the  corresponding  disodium  salt  with  benzyl  chloride.  It 
forms  colourless  needles  exhibiting  blue-violet  fluorescence,  melting  at 
9<3‘5°,  and  volatilising  without  decomposition.  It  does  not  give  the 
ordinary  ketonic  reactions.  In  the  presence  of  alkalis,  the  benzyl 
groups  are  stable,  but  with  acids,  ethyl  dihydroxyte rep hthalate, 
C6H2(OH)2(COOEt.)2,  melting  at  134°,  is  formed,  and  bromine  appears 
to  replace  some  of  the  hydrogen  of  the  benzyl-gronps.  When  reduced 
with  zinc  and  hydrochloric  acid,  it  yields  ethyl  x-dihydrodibenzyl- 
oxyterephthalate ,  CsUiCOCkkPh^fCOOEt^,  which  forms  colourless 
crystals,  with  faint  blue-violet  fluorescence,  melting  at  lt>9°,  and  vola¬ 
tilising  without  decomposition.  It  was  impossible  to  remove  any  of 
the  hydrogen-atoms.  Three  isomerides  of  this  substance  (six  isomeric 
dihydrobenzene-dcrivatives  are  possible)  are  obtained  by  treating 
ethyl  disodiosuceinosuccinate  with  benzyl  chloride,  namely,  a  /3-variety 
melting  at  148'5°,  which  is  transformed  by  sulphuric  acid  into  a  poly¬ 
meric  second,  w-variety  melting  at  272°,  and  volatilising  without 
decomposition,  and  a  third,  -/-variety  melting  at  140'5°,  also  volatile 
without  decomposition.  None  of  these  compounds  gives  the  ketonic 
reactions. 

Ethyl  diacetoxyterephthalate ,  CgHjfO Ac)2(COOEt)2,  prepared  from 
ethyl  disodoxyterephthalate  and  acetic  chloride,  melts  at  154°,  and  is 
not  acted  on  by  bromine. 

Ethyl  diacetoxysuccinosuccinafe,  CkH^OAc^COOEt};,  prepared 
from  ethyl  disodoxysuceinosueeinatc.  melts  at  lti9°,  and  is  converted 
by  bromine  into  ethyl  dihydroxyterephthalate.  But  these  two  sub¬ 
stances  are  crystallographicaily  absolutely  identical.  A  similar  iso¬ 
morphism  also  occurs  between  ethyl  dihenzoyloxyterephihalate , 
C6H2(OBz)2(COOEt)2,  melting  at  174°,  and  ethyl  x-dibenzoyloxy- 
succinosuccinate ,  C6H.j(OBz)2(COOEt)2,  melting  at  1(35°.  The  latter 
substance  is  formed  by  acting  on  ethyl  disodoxysuecinosuccinate  with 
bt  nzoic  chloride,  and  when  treated  with  bromine  yields  ethyl  dibenzoyl- 
oxyterephilialate.  Ethyl  dibenzoyloxyterephtlialate  is  formed  from  the 
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dixodoxyterephthalate  and  benzoic  chloride ;  when  reduced  with 
zine  and  aqueous  hydrochloric  acid,  it  yields  three  varieties  of  ethyl 
dihydrodibenzoyloxyterephthalate,  CcH4(OBz)2(COOEt)2,  an  a- variety 
melting  at  105°,  identical  with  that  obtained  from  the  ethyl  disodoxy- 
snccinosnccinato,  a  /3-variety  melting  at  138\  and  a  -/-variety  melting 
at  102‘5°;  all  three  varieties  volatilise  without  decomposition.  If, 
however,  alcoholic  hydrochloric  acid  be  used,  the  a-variety  is 
obtained,  together  with  two,  possibly  three,  new  isomerides. 

Finally  a  few'  compounds  are  described  to  complete  the  work  on 
durene  (Abstr.,  1887,  25-5).  Methyl  dinitrt pyromellitate,  prepared  from 
the  silver  salt  and  methyl  iodide,  forms  long,  Hat,  transparent  needles, 
melting  at  lSO'b0  ;  when  reduced,  it  yields  methyl  cl iamulopyromellitate, 
forming  long,  Hat  needles  melting  at  14'J-G°,  and  this  on  further  reduc¬ 
tion  yields  methyl  dihydrodihydroxypyromellitate  ( paradihetohexa - 
methylenetetracarboxylate)  in  heavy  cubes  with  faint  blue  Huorescence, 
melting  at  175°.  This  again,  when  treated  with  bromine,  yields 
methyl  dihydroxypyromellitnte,  which  is  a  granular,  yellow  powder 
melting  at  207A  Methyl  quinonepyrcmiellitate,  C602(C00Jle)4  + 
2CH3-OH,  obtained  by'  oxidation  of  the  diamidopyromellitate  with 
nitric  acid,  is  colourless.  At  150°  it  loses  alcohol,  becoming  yellow  ;  it 
then  melts  at  20S°,  and  volatilises  unchanged.  C.  F.  B. 

Hydrazobenzenedisulphonic  Acid.  By-  H.  Limpthcht  (Be?-., 
23,  10-52 — 1057). — The  compound  obtained  by  the  reduction  of 
metanitrobenzenesulpbonic  acid,  and  described  as  hydrazoben- 
zenesulphonic  acid  (Abstr.,  1S80,  805,  S07,  808,  809),  is,  in  reality, 
benziclinedisul  phonic  acid,  as  was  suggested  by  Sclmltz.  The 
true  hydrazobenzenedisulphonic  acid  cannot  be  isolated,  but  it  can  be 
obtained  in  an  impure  condition  as  follows  : — A  solution  of  potassium 
metazobenzenedisiil phonate  is  treated  with  a  solution  of  basic  lead 
acetate,  the  red,  crystalline  precipitate  of  the  basic  lead  salt  -washed 
well  with  boiling  water,  then  suspended  in  hot  water,  and  treated  with 
hydrogen  sulphide;  the  colourless  filtrate,  on  evaporation,  yields  a 
mixture  of  metamidobenzenesulphonic  acid,  benzidinesulphonic  acid, 
and  hydrazobenzenedisulphonic  acid,  from  which  the  last-named  com¬ 
pound  can  be  obtained,  mixed,  however,  with  benzidinedisulphonic 
acid,  by  extracting  with  cold  water.  It  forms  colourless  ciystals,  is 
readily  soluble  in  water,  and  has  powerful  reducing  properties;  when 
treated  with  mineral  acids,  it  is  converted  into  benzidinedisulphonic 
acid,  and  when  its  alkaline  solution  is  evaporated,  it  is  converted  into 
azobenzenedisulphonic  acid.  The  barium  salt,  C12Hi0S2X2O6Ba,  is  a 
colourless,  or  yellowish,  crystalline  compound,  only  sparingly  soluble 
in  hot  water,  and  insoluble  in  alcohol  ;  it  seems  to  crystallise  with 
2  mols.  of  water.  The  potassium  salt,  Ci'>H10S"N2O6K3,  is  crystalline. 

F.  S.  K. 

Decomposition  of  Sulphones.  By  E.  Steffer  ( lier .,  23, 
1408 — 1414). — It  is  well  known  that  certain  sulphones  are  quite 
stable  towards  alkalis-,  whilst  others  are  readily  hy'drolysed  The 
author  has  studied  the  action  of  alkalis  on  a  number  of  different 
sulphones,  for  the  purpose  of  discovering  the  connection  between 
their  constitution  and  decomposibility\  Compounds  of  the  formulae 
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CH2(S02R)3  and  R'-CH(S02R)2  are  unacted  on  alkalis-,  an  increase 
in  the  length  of  the  carbon  chain  (R)  linked  to  the  S02-group,  does 
not  influence  this  result.  Trimethylenediethylsulphone  and  trimethyl- 
enediphenylsulphone  are  also  unaffected  by  alkalis.  On  the  other 
hand,  the  isomeric  propylenediphenylsulphone , 

S03Ph*CHMe-CH3«S03Ph, 

which  forms  colourless  crystals,  and  melts  at  118 — 114°,  reacts  with 
alkalis  with  elimination  of  one  phenylsulphone-group,  in  this  respect 
resembling  ethylenediphenylsulphone. 

The  author  has  also  prepared  diphenylsulphonehrnmopropane , 
C3H5Br(S02Ph)2,  and  triphenylsulphonepropane ,  C3H5(S02Ph)3.  The 
former  compound  is  obtained  by  warming  a  mixture  of  allyl  bromide  and 
sodium  phenylmercaptide ;  on  pouring  into  water,  an  oily  liquid  sepa¬ 
rates,  which  is  purified  by  treating  with  potassium  permanganate  and 
dilute  sulphuric  acid  ;  it  crystallises  from  alcohol  in  colourless  needles 
melting  at  160°,  and  is  easily  hydrolysed.  Triphenylsulphonepropane 
is  prepared  by  boiling  allyl  tribromide  with  an  alcoholic  solution  of 
sodium  benzene.sulphonate.  The  compound  crystallises  from  dilute 
alcohol  in  colourless  needles  melting  at  226°,  and  is  readily  hydrolysed 
on  warming  with  alkalis.  J.  B.  T. 

Oxidation  of  Phenyl  Trithioformate.  By  E.  Laves  (Per.,  23, 
1414 — 1417). — Phenyl  trithioformate  is  dissolved  in  benzene  and 
treated  with  slight  excess  of  potassium  permanganate  solution  and 
dilute  sulphuric  acid.  The  filtrate  from  the  manganese  precipitate 
contains  benzenesulphonic  acid.  The  manganese  precipitate  is  dried 
and  extracted  with  boiling  alcohol ;  on  cooling,  methyldiphenyl- 
sulphone  phenyl  sulphide ,  SPh'CH*(S02Ph)2,  separates  in  lustrous, 
silky  needles  melting  at  174 — 175°.  The  compound  is  sparingly 
soluble  in  cold  water  ;  it  has  acid  properties,  and  dissolves  in  sodium 
hydroxide  solution  in  the  cold,  and  in  sodium  carbonate  solution  on 
heating ;  from  each  uf  these  it  is  reprecipitated  unchanged  by  acids. 
On  oxidation,  the  corresponding  trisulphone  is  formed  melting  at '215°. 

Ethenyldiphenylsulphone  phenyl  sulphide,  SPh*CMe(S02Ph)2,  is  ob¬ 
tained  by  dissolving  the  above  compound  in  dilute  alcoholic  sodium 
hydroxide,  and  heating  the  solution,  together  with  methyl  iodide,  in 
a  sealed  tube;  it  crystallises  from  chloroform,  and  melts  at  104°  with 
previous  softening.  Benzenesulphonic  acid  is  obtained  as  sole  pro¬ 
duct  by  the  oxidation  of  phenyl  trithioformate  with  alkaline  potassium 
permanganate  solution. 

The  above  results  are  in  apparent  contradiction  to  the  observations 
of  Gabriel  (compare  Abstr.,  1877,  311),  who  obtained  phenyl  disul¬ 
phide  by  the  oxidation  of  phenyl  trithioformate.  J.  B.  T. 

Acetyl-derivatives  of  Indole.  By  C.  Zatti  and  A.  Ferratin; 
( Ber .,  23,  1359 — 13bl). — 1 ' -Acetylindole,  Cs.NH6Ac,  corresponding 
with  1-acetylpyrroline,  may  be  readily  prepared  by  acting  on  indole 
with  acetic  anhydride  in  the  usual  manner,  evaporating  the  excess 
of  the  latter  in  a  vacuum,  and  then  distilling  the  residue  with  steam. 
The  yellowish,  oily  liquid  obtained  is  purified  by  redistillation  in  a 


ORGANIC  CHEMISTRY. 


98  y 


current  of  steam,  and  then  fractionated  under  reduced  pressure.  It 
bods  at  152 — 153°  under  14  ruin,  pressure,  with  slight  decomposition, 
and  has  an  odour  resembling  that  of  the  known  acetyl-derivatives  of 
pyrroline  and  indole.  It  is  readily  decomposed  by  alkalis  into  indole 
and  acetic  acid. 

The  acetyl  compounds  remaining  after  the  first  treatment  with 
steam  consist  of  the  two  known  acetyl-derivatives  of  indole  in  almost 
equal  proportions.  The  original  product,  on  treatment  with  anhydr¬ 
ous  reagents,  yields  almost  solely  the  1' :  3'-diacetylindole,  and  it 
would  therefore  appear  that  the  latter  has  been  partially  converted 
into  3'-acetylindc  le  by  the  action  of  the  water.  Experiment  has 
shown  that  i'  :  3'-dincetylindole  is  in  reality  thus  decomposed  on  long- 
continued  boiling  with  water. 

3'- Acetyl  indole  undergoes  condensation  on  treatment  with  benz- 
aldehyde  forming  W-cinnamijl indole.  (JnH13NO,  which  crystallises 
from  alcohol  in  small,  yellow,  lustrous  plates  melting  at  229 — 231°, 
and  corresponding  exactly  with  the  compound  obtained  in  a  similar 
manner  from  l'-acetylpyrroline.  Unsuccessful  attempts  were  made  to 
convert  this  by  oxidation  into  an  acid  corresponding  with  pyrrylgly- 
oxylic  acid.  11.  G.  C. 

Benzilorthocarboxylic  Acid.  By  C.  Graebe  ( Ber .,  23,  1344 — 
1349). — It  was  observed  by  Jnillard  and  Graebe  (Abstr.,  1888,  1095) 
that  benzilorthocarbox}'lic  acid  exists  in  two  modifications,  one  of 
which  is  yellow  and  the  other  white.  Further  investigation  has 
confirmed  this  result,  and  has  shown  that  the  two  compounds  differ 
not  only  in  their  colour,  but  also  in  melting  point  and  in  solubility  in 
eoncentiated  alcohol,  50  per  cent,  alcohol,  and  chloroform.  In 
their  chemical  relationships,  however,  no  difference  has  yet  been 
found. 

In  the  preparation  of  benzilorthocarboxylic  acid  by  the  oxidation  of 
desox  y  benzoin  car  boxy  lie  acid,  a  mixture  of  both  modifications  is 
formed,  and,  on  recrystallisation  from  water  or  dilute  alcohol,  a 
mixture  of  white  and  yellow  crystals  is  also  usually  obtained.  By 
very  slow  crystallisation  from  chloroform,  and  at  a  low  temperature, 
both  the  mixture  and  the  yellow  modification  are  completely  con¬ 
verted  into  the  white  compound.  The  yellow  modification  is  best 
prepared  by  heating  the  mixture  by  itself  to  140 — L5U1',  or  with 
benzene  to  160 — 180°,  in  a  sealed  tube. 

The  molecular  weight,  as  found  by  Baonlt’s  method,  was  the  same 
for  both  acids.  Both  dissolve  in  solutions  of  alkalis  and  alkaline 
carbonates,  forming  a  yellow  solution  from  which  acids  precipitate 
the  unaltered  substances.  By  the  action  of  concentrated  alkalis,  both 
yield  the  same  benzhydroldicarboxylic  acid.  They  also  yield  the 
same  ethyl  salt,  melting  at  71°,  and  the  same  monoxime, 

COPh*C(NOH)*C6HpCOOH, 

which  is  colourless,  melts  at  166°,  does  not  lose  water  at  100°,  and 
may  be  converted  into  the  dioxime,  which  at  once  loses  water,  form¬ 
ing  the  anhydride.  The  carboxyl-group  is  not  altered  in  the  forma¬ 
tion  of  the  anhydride.  The  monoxime  also  readily  yields  a  liydr- 
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azone,  and  phenylhydrazine  also  acts  readily  on  tlie  yellow  and  wliite 
modifications  forming  the  same  hydra  zone. 

The  difference  in  colour  of  the  two  compounds  is  most  readily 
explained  by  assuming  a  structure  of  the  two  compounds  similar  to 
that  given  by  Victor  Meyer  for  benzile  and  isobenzile,  namely, 
CPh 

PlrCOCO'Ph  and  0<  i  ">0.  The  extreme  readiness  with  which 
CPh 

one  modification  passes  into  the  other  is  against  this  view,  and  the 
author  thinks  that  the  isomerism  is  best  explained  in  a  similar  man¬ 
ner  to  that  of  the  benziledioximes,  as  given  by  V.  Meyer  and  Auwers. 
According  to  this  hypothesis,  the  carboxyl  exercises  such  an  influence 
on  the  benzile  molecule  that  two  configurations  are  possible,  the  one  of 
which  is  formed  chiefly  at  a  low  and  the  other  at  a  high  temperature. 
If  the  carboxyl-group  be  converted  into  the  group  COOEt,  its  in¬ 
fluence  is  lessened,  and  only  that  modification  corresponding  with 
benzile  is  formed,  and  the  addition  of  an  oximido-group  appears  to 
produce  a  like  effect.  If  two  carboxyl-groups  are  introduced  into 
benzile,  as  in  diphthalic  acid,  their  influence  becomes  so  strong  that 
only  the  colourless  modification  exists,  whereas  if  the  acid  be  con¬ 
verted  into  an  ethereal  salt,  their  influence  is  so  much  weakened  that 


a  white  and  yellow  modification  are  again  obtained,  as  has  been  shown 
experimentally  for  the  methyl  salts. 

If  this  hypothesis  is  correct,  it  then  becomes  necessary  to  ascer¬ 


tain  to  which  of  the  possible  configurations  of  benzile,  namely, 

Ph-c :  o  o:c-Ph  . 

O  ‘  C  PI  anf  O'C  PI  ’  ^  iese  mochhcations  correspond.  (Jn  this  ques¬ 


tion  the  formation  of  anhydrides  may  throw  some  light.  Thus  the  two 
oximes  of  desoxybenzoincarboxvlic  acid  both  yield  anhydrides  of  the 
,  .  Ph-C-CH2-C6H4  ,  Ph-CH.rC-C6H4 

formulae  M  l  and  M  •  _  ,  whilst  the  monoxime 

IS-O-CO  N’OuO 


of  benzilemonocarboxylic  acid  does  not  yield  an  anhydride.  In  the 
first  case,  therefore,  either  free  rotation  is  possible  or  the  carboxyl- 
group  is  originally  in  such  a  position  that  separation  of  water  can 
readily  take  place,  whilst  in  the  case  of  benzilemonocarboxylic  acid 
monoxime  free  rotation  cannot  take  place,  and  the  carboxyl -group  is 
not  in  a  position  which  allows  of  the  elimination  of  water.  Di¬ 
phthalic  acid  dioxime  also  readily  yields  an  anhydride,  which,  accord¬ 
ing  to  Juillard  and  Graebe  ( loc .  cit .),  is  a  dilaetone,  the  formation  of 
which  must  be  rendered  possible  by  the  relative  position  of  the 
carboxyl-  and  carbonyl-groups. 

The  formation  of  anhydrides,  which  should  always  be  possible  if 
free  rotation  can  take  place,  appears  to  be  most  readily  understood  on 
Victor  Meyer’s  hypothesis.  A  large  amount  of  experimental  work  is, 
however,  necessary  before  the  question  can  be  regarded  as  settled, 
and  the  author  is  therefore  continuing  his  investigation  with  a  view 
to  this  end.  H.  Gf.  C. 


Azo-derivatives  of  Phenyl-/3-naph.th.ylamine.  By  T.  Zinckk 
(7>tm.,  23,  1315 — 1325).- — According  to  Zinckc  and  Campbell  (this 
vol.,  p.  7t>7),  the  azimido-com pounds  contain  the  group — NiN'X'R,  and 
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not,  as  usually  supposed,  the  group 


X. 


X 


b>X-R. 


The  formula  given  by 


Zincke  and  Lawson  for  the  ammonium  base  obtained  by  the  oxidation 
of  benzeneazophenyl-/I-naphthylamine  (Abstr.,  ISS7,  731)  therefore 
requires  alteration.  If  this  compound  is  an  azammoninm  compound 
corresponding-  with  those  obtained  by  the  action  of  alkyl  iodides  on 
azimido-compounds,  its  constitution  would  be  represented  by  the 
formula  I,  in  favour  of  which  is  the  fact  that  the  oxidation  compound 
resembles  the  latter  substances  in  having  a  bitter  taste,  and  in  the 
fact  that  the  free  base  readily  undergoes  decomposition. 


-X. 


C-H‘<N-ph.;(OH)>X 

I. 

x- 


C10Ho4Ph(OH)>^H 

jN - 


II. 


C,„H6<1  >XPlrOH. 
A  lh 

III. 


Experiments  made  to  obtain  evidence  of  a  direct  connection  between 
these  compounds  have,  however,  only  given  negative  results.  Thus 
it  was  not  found  possible  to  convert  the  azimido-compound 


into  the  chloride  qj^>X,  and  compare  this  with  the 

chloride  obtained  from  the  oxidation  compound.  An  unsuccessful 
attempt  was  also  made  to  convert  the  azammonium  compound 


C,oH(,<XMephQ1>X, 


by  oxidation,  into  the  compound 


XHMe-Cl0H6-NnPh. 


It  was  therefore  necessary  to  consider  the  other  possible  formula’1, 
which  are  given  above  in  II  and  III,  and  whose  formation  from  the 
azo-compound  may  be  readiiy  understood.  The}'  explain  also  the 
fact  that  the  ammonium  base  is  readily  reconverted  into  the  azo¬ 
compound,  either  by  heating  its  aqueous  solution  or  by  the  action  of 
reducing  agents.  In  the  first  ease,  the  oxygen  set  free  acts  on  a 
portion  of  the  original  substance,  forming  a  new  base,  which  has  the 
formula  C22H15X30.  More  energetic  reduction  converts  the  azo- 
compound  into  phenyl-(3-naphth ylamine  and  aniline.  This  reaction, 
although  readily  explained  by  formulae  II  and  III,  is  not  in  favour  of 
formula  I,  as,  if  that  were  correct,  the  phenyl  must  change  its 
position  in  the  reaction.  On  the  other  hand,  it  is  not  easy  to  under¬ 
stand  why  the  linkage  of  the  nitrogen-atoms  assumed  in  II  and  III 
does  not  remain  unaltered  when  the  hydrogen  takes  the  place  of  the 
hydroxyl -group. 

Experiments  made  to  ascertain  whether  this  oxidation-product  and 
the  azammonium  compounds  were  acted  on  in  the  same  way  were 
without  success,  but  the  investigations  of  Matthes  (see  next 
abstract),  on  the  oxidation  of  isomeric  azo-compounds,  have  given 
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more  favourable  results.  If  the  formula  I  be  correct,  the  isomeric 
azo-compounds  CiHyNH'CioIdvNoPh  and  XHPh’C^Hs'^'C^Hy  would 
yield,  on  oxidation,  one  and  the  same  base;  whereas,  if  the  second  or 
third  formula  is  correct,  different  bases  would  be  obtained.  The 
results  given  below  show  that  two  different  bases  are  formed.  This 
is,  therefore,  in  favour  of  formula  II  or  III,  but  cannot  be  regarded 
as  a  proof,  as  geometrical  isomerkh  s  of  the  first  formula  might 
possibly  exist.  Further  experiments  are  therefore  necessary  for  the 
full  explanation  of  these  reactions. 

The  above  ammonium  base  is  poisonous,  acting  chiefly  on  the  brain. 

H.  Gr.  C. 

Azo-derivatives  of  Secondary  /^-Naphthylamines.  By  P. 
jSIatthes  ( JJer .,  23,  1325 — 1334). — The  compounds  described  below 
were  prepared  according  to  the  method  given  by  Zincke  and  Lawson 
(Abstr.,  1887,  730)  ;  in  consequence,  however,  of  the  tendency  of 
many  of  the  compounds  to  form  aziims,  an  excess  of  acid  and  too  high 
a  temperature  must  be  avoided.  The  oxidation  was  carried  out  some¬ 
times  with  chromic  acid,  sometimes  with  potassium  dichromate,  and 
the  chromates  formed  converted  into  the  hydrochlorides  by  the  action 
of  alcohol  and  hydrochloric  acid. 

Faratoluencazo-fi-nnqkthylphevylamine ,  NHPlrCioH6\NyC:H7,  is  ob¬ 
tained  from  /j-naphthylphenylamine,  and  paradiazotoluene  chloride, 
and  crystallises  from  hot  alcohol  or  acetic  acid  in  deep-red  needles 
having  a  fine  metallic  lustre,  and  melting  at  120°.  On  oxidation,  it 
forms  an  ammonium  base,  C23H17N3,  which  is  best  isolated  as  the 
nitrate,  the  hydrochloride  and  sulphate  being  very  soluble.  The 
nitrate  is  sparingly  soluble  in  water  and  cold  alcohol,  more  readily  in 
hot  alcohol,  and  forms  slender,  slightly-yellow  needles  melting  at 
284 — 285°,  and  reddening  at  140°.  The  pvrate, 

C2  3H17N3,C6H2(N02)3-0H, 

forms  slender,  yellow  needles  melting  at  238 — 239°  ;  the  platino- 
chlurule ,  (C23H17N3)2,H2PtCl<;,  a  granular,  yello\v  precipitate;  the 
mercurochloride ,  C23HnX3,HHgC!3,  a  white,  crystalline  precipitate; 
and  the  stannochloride,  C23HnN3, HSnC)3,  small,  yellow7  needles  which 
become  browm  at  145°  and  melt  at  175 — 170°. 

Benzoneazo-ji-napluhyltolylannne ,  CTH/XH/CioHvNoPh,  is  prepared 
from  /^-naphthy  ltolylamine  and  diazobenzene  chloride,  and  also 
forms  deep-red  needles  with  a  metallic  lustre;  it  is  readily  soluble  in 
benzene  and  acetic  acid,  less  so  in  alcohol  and  ether,  and  melts  at  152°. 
On  oxidation,  it  yields  an  ammonium  base  isomeric  with  the  one 
obtained  from  the  foregoing  azo-compound,  which  is  also  best  isolated 
as  the  nitrate.  The  latter  forms  short,  slender,  slightly-yellow 
needles  which  do  not  melt  at  320°.  The  picrate , 

C23HnN3,C6H2(X02)3-0H, 

has  a  slightly  darker  colour  than  the  isomeric  salt,  and  melts  at 
206 — 207°.  The  platinochloride,  (C23H17N3)2.H2PtClfi,  also  melts  at  a 
very  high  temperature,  and  forms  a  yellowish  precipitate  ;  and  the 
stannochloride,  C23HnX3,HSnCI3,  crystallises  in  yellowish  needles 
melting  at  205 — 206. 
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Benzeneazo-afi-diuaphlhylcunbie,  C,ull7a,XH’CioH6'X3Ph,  formed  by 
acting  on  a/3-dinaphthylamine  with  diazobenzenc  chloride,  always 
contains  a  violet-coloured  impurity  which  is  the  hydrochloride  of  the 
isomeric  diazo-eomponnd.  The  hitter  may  be  decomposed  by  ammonia, 
and  the  product  recrystallised  from  benzene,  when  the  pure  /3- com¬ 
pound  is  obtained  in  woolly  aggregates  of  deep-red  needles  melting  at 
107°.  The  oxidation  requires  great  care,  and  then  yields  an  ammo¬ 
nium  base,  whose  nitrate ,  Cv6HnX3,H  X03,  melts  at  245 — 250°  with 
decomposition.  The  platinochloride ,  (C^H^Xa^ILPtCU,  forms  a 
greyish-yellow  precipitate,  which  is  more  soluble  than  the  isomeric 
compound. 

a-Xaphthaleneazo-B-naphthylphenylamine,  NHPlrC|nH6-X2-C,nIT7a,  is 
formed  from  /i-naphthylphenylamine  and  *-diazonaphthalene  chloride 
without  warming,  and  forms  dark-red  needles  with  metallic  lustre 
which  melt  at  140°,  and  crystallise  best  from  acetic  acid.  The  am¬ 
monium  base,  obtained  on  oxidation,  forms  a  nitrate,  C2-,H|7X3,HX03, 
which  crystallises  in  slight ly-yellow  needles,  the  melting  point  of 
which  is  above  320°.  The  picrate,  C\>6IIi7X3,C6ll2(N02)3*0H.  crystallises 
from  acetic  acid  in  short,  hair-like  needles  melting  at  270 — 271°, 
whilst  the  platinochloride ,  ((.b6H17X3)2,H2PtCl6,  separates  from  acetic 
acid  as  a  granular,  crystalline  precipitate. 

(S-Naphthaleneazo-ft-naphthylf'heuylnmine,  X"H  Pb-C10ir6-X2  ♦CI0HA 
obtained  from  /3-d.azonaphthalene  chloride,  forms  brick-red  needles 
melting  at  154 — 155°.  The  ammonium  base  formed  by  its  oxidation 
is  separated  as  the  nitrate,  C2f.H  N  ,HX Oa,  which  crystallises  from 
alcohol  in  slender,  yellowish  needles  melting  above  32l>°.  The  picrate, 
C2eH17X3,C(:H2(X02)3'0H,  also  forms  slender,  yellow  needles  which 
melt  at  214°. 


Benzeneazo-3$-dinapli1hylamine,  C1oH70,X'H-C)oHs'X2Ph,  can  only  be 
prepared  in  the  cold  and  in  absence  of  an  exce;>s  of  acid,  as  otherwise  the 
azine  described  below  is  obtained.  It  forms  red  needles  or  plates, 
soluble  in  alcohol  and  benzene,  and  melts  at  139°.  On  oxidation,  it 
does  not  yield  an  ammonium  base,  but  forms  the  azine. 

X 

Symmetrical-  fi (S-naphthazine,  Ci0H6<^)>C]oH6,  is  formed  most 

readily  by  adding  a  strongly  acid  solution  of  diazobenzene  chloride  to 
a  waim  solution  of  /1/Tdinaphthylamine,  the  azo-compound  first 
formed  decomposing  in  presence  of  acids  into  the  azine  and  an  aniline 
salt.  It  crystallises  from  hot  alcohol  or  acetic  acid  in  long,  woolly, 
aggregates  of  slender,  yellow  needles  which  melt  at  242 — 243°.  Its 
solution  in  alcohol  and  acetic  acid  shows  a  strong  blue,  and  in  acetic 
acid  a  green  fluorescence.  H.  G.  C. 


/i-Dinaphthylcarbamide  Chloride  and  /3-Tetranaphthyl- 
earbamhe.  By  O.  Kym  ( Ber .,  23,  1540— 1543).— Kiilm  and 
Landau  (this  vol.,  p.  634}  contradicted  the  author’s  statement  (ibid., 
]).  633)  that  /l-dinaphthylcarbamide  chloride  cannot  be  conveniently 
prepared  by  the  action  of  carbonyl  chloride  on  /l-dinaplithylainmc  at 
the  ordinary  temperature  ;  but  there  is  some  mistake  in  their  work, 
for  they  used  a  solution  of  I  part  of  3  dinaphthylaminc  in  30  parts  of 
cold  benzene,  whilst  the  author  finds  that,  at  14'5\  92’3  parts  of 
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benzene  are  required  to  dissolve  1  part  of  pure  /3-dinaphthylamine, 
and  70"6  for  1  part  of  the  crude  substance.  However,  lie  finds  that 
when  a  solution  of  carbonyl  chloride  in  toluene  is  allowed  to  remain 
in  a  closed  vessel  with  a  nearly  saturated  benzene  solution  of  /3-di- 
naphthylamine,  crystals  of  the  hydrochloride  of  the  latter  substance 
are  slowly  deposited,  but  the  method  is  not  an  advantageous  one  for 
the  preparation  of  /3-dinaphthyl  carbamide  chloride. 

fi-'l'etranaphihylcarbamide,  CO[N(CinH7)2]2,  was  prepared  by  heat¬ 
ing  2  grams  of  pure  /3-dinaphthyIamine  with  2‘5  grams  of  /?- di- 
naphthylcarbamide  chloride  in  a  test-tube,  the  final  temperature  being 
260°.  The  resulting  crystalline  mass  was  crystallised  from  toluene, 
and  then  recrystallised  from  benzene.  Small,  sandy,  ill-defined 
crystals  were  thus  obtained,  yellowish- white  in  colour,  melting  at 
294—295°,  and  dissolving  readily  in  benzene  and  toluene,  but  little  in 
alcohol  and  acetic  arid. 

The  substance  obtained  by  Kiihn  and  Landau  by*  heating  ft-di- 
naphthylamine  and  ^-dinaphthydearbamide  chloride  with  zinc-dust 
could  not  have  been  /3-  te  t ra na ph th y  1  ca rb am i de,  for  it  melted  at 
167 — 169°,  that  is  below  /3-dinaphthylamine  and  /3-dinaphthylcarba- 
mide  chloride,  whereas  all  tetralkyl  carbamides  melt  at  much  higher 
temperatures  than  the  corresponding  dialkyl-amines  and  carbamide 
chlorides.  C.  F.  B. 

Action  of  Hydriodic  Acid  on  1 ;  4'-Nitronaphthalenesulphon- 
amide.  By  A.  Kckbom  (LVr.,  23,  1118 — 1124). — Two  products  are 
obtained  in  this  reaction,  1  :  4'-amidonaphthalenesulphonamide  and 
1  :  4'-diamidodinaphtliyl  bisulphide,  according  to  the  strength  of  the 
hy'driodic  acid  ;  when  the  acid  is  very  strong,  the  latter  substance 
only  is  formed. 

Amidoiiaphthulenesnlphonamide ,  [KHvCioHb'SCLNH^  =  1:4’],  is 
obtained  by  gently  boiling  nitronaphthalenesulphonamide  with  red 
phosphorus  and  excess  of  hy-driodic  acid  (sp.  gr.  :=  1*5)  for  six  hours. 
The  hydriodide  crystallises  out  when  the  mixture  is  cooled;  it  is 
dissolved  in  alcohol,  treated  with  sulphurous  anhyfiride  and  then 
with  ammonia,  and  the  precipitated  amide  reerystallised  from 
alcohol.  It  forms  small,  glittering,  colourless  tables  melting  at 
259 — 260°  to  a  brown  oil,  insoluble  in  water  and  cold  alcohol,  dis¬ 
solving  with  difficulty"  in  benzene,  but  more  readily-  in  acetic  acid  or 
hot  alcohol.  The  hydrochloride  crystallises  partly-  in  colourless, 
glittering  scales,  partly  in  star-like  groups  of  needles;  it  is  anhydrous. 
The  hydriodide  forms  needles  which  are  soluble  in  alcohol.  The 
acetonaplthulide,  obtained  by  treating  the  amide  with  the  theoretical 
quantity  of  acetic  anhydride,  melts  at  231 — 232°,  and  dissolves  with 
difficulty"  in  alcohol  and  water.  The  diacetonaphthalide ,  obtained  by 
treating  the  amide  with  excess  of  acetic  anhydride,  forms  thin  scales 
melting  at  200°.  Both  these  compounds  are  anhydrous. 

Diamidodinaphthyl  bisulphide ,  M  H2-CioH6-S,S,C|oH0,1S'H2  [NH2  :  S 
—  1  :  4'].  is  found  in  the  mother  liquor  after  the  amidonaphthalcne- 
sulphonamide  has  crystallised  ont.  If  nitronaphthalenesulphonamide 
is  reduced  with  hydriodic  acid  of  sp.  gr.  T90,  diamidodinaphthyl  bi¬ 
sulphide  only  is  formed.  It  cry-stalhses  from  alcohol  in  thin,  lustrous, 
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colourless  scales  melting  at  193°  to  a  brown  oil.  It  is  found  to  be 
identical  with  the  substance  obtained  by  reducing  dinitrodinaplitliyl 
bisulphide,  and  must,  therefore,  have  the  constitution  given  above. 
The  hydrochloride  (with  2HC1)  forms  minute,  colourless  needles 
decomposed  by  water  and  alcohol.  The  hydriodide  and  the  sulphate 
crystallise  in  needles.  The  diacetonnphthalide  compound  forms 
anhydrous,  colourless  scales  melting  at  *274°,  sparingly  soluble  in 
alcohol  and  water,  more  readily  in  acetic  acid.  The  diprojno - 
naphthalule  compound,  obtained  by  treating  the  amido-compound 
with  propionic  anhydride,  forms  anhydrous,  colourless  scales  melting 
at  242°,  insoluble  in  water,  but  soluble  in  acetic  acid. 

Amidonaphthalcnesulphonamicle,  when  heated  at  140°  for  2 — 3 
hours  iu  sealed  tubes  with  red  phosphorus  and  hydriodic  acid  (sp.  gr. 
=  15),  yields  a  substance  crystallising  in  tables,  which  seems  to  be 
the  hydriodide  of  amulothionaphthol.  C.  F.  B. 

Camphoric  Acids.  By  J.  E.  Marsh  ( Fror .  lloy.  Soc.<  47,  6 — 12). 
— When  excess  of  phosphorus  peutachloride  is  heated  with  camphoric 
acid  on  the  sand-bath,  chlorocamphoryl  chloride ,  CjoHisChCh,  is 
obtained.  If,  however,  the  temperature  is  not  allowed  to  rise  above 
that  of  boiling  water,  camphoryl  chloride  is  the  chief  product  of  the 
reaction.  This  substance  boils  at  140°  under  15  mm.  pressure.  When 
it  is  added  gradually  to  10  times  its  weight  of  hot  water,  about  equal 
quantities  of  ordinary  camphoric  anhydride  and  a  kevo-rotatorv 
camphoric  acid  are  formed,  together  with  a  small  proportion  of  a 
more  soluble  substance,  which  appears  to  be  a  mixture  of  dextro¬ 
gyrate  camphoric  acid  and  the  new  hevo-acid.  The  acid  may  be 
separated  from  the  anhydride  by  treatment  with  sodium  carbonate,  in 
which  the  latter  is  insoluble.  It  dissolves,  however,  in  hot  caustic 
soda,  and  from  the  solution  thus  obtained  the  ordinary  dextro¬ 
rotatory  acid  is  precipitated.  On  distillation,  the  lmvo-acid  gives 
the  anhydride  of  the  dextro-acid.  Although  the  two  acids  have 
specific  rotatory  powers  of  +  48'25°  and  — 48  09°  for  the  D-line,  they 
are  not  merely  optical  isomerides;  for  the  hevo-acid  differs  markedly 
in  its  ordinary  properties  from  the  dextro-acid,  the  melting  points, 
for  example,  being  170°  and  185°  respectively.  The  mixture  of  the 
two  isomerides,  also,  does  not  yield  any  definitely  characterised  com¬ 
pound.  The  camphoryl  chloride  from  which  both  the  acids  are 
prepared  is  lawo-gyrate.  To  interpret  his  results,  the  author  proposes 
the  following  geometrical  formuke  for  the  two  acids: — 

n  H>C-COOH  c°°h>oh 

H>C-CHvCOOH  anc  6^°>c-ch2-cooh' 

The  first  formula  appertains  to  the  dextro-acid  and  its  optically 
opposite  isomeride — dextro-  and  ltevo-ciscamphoric  acids  ;  the  second 
formula  represents  the  new  kevo-acid  and  the  corresponding  dextro- 
isomcride — dextro-  and  lajvo-transcamphoric  acids.  The  two  pairs 
are  thus  related  to  each  other  as  maleic  acid  is  to  fumaric  acid. 
Laevo-transcamphoric  acid  would  appear  to  be  identical  with  the 
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la3vo-acid  obtained  by  Friedel  from  the  so-called  mesocamphoric 
acid.  J.  W. 

Composition  of  Digitonin.  By  H.  Kiliani  (Ber.,  23,  1555 — 
]  5G0). —  According  to  Scbmiedeberg,  commercial  digitalin  contains, 
in  addition  to  digitoxin,  its  most  important  pharmacological  con¬ 
stituent,  three  glucosides,  namely,  digitonin,  digitalin,  and  digitale'in, 
the  first  in  greater  amount,  and  when  heated  with  dilute  acid,  it 
yields  a  substance  which  reduces  Fell  ling’s  solution,  and  also  a  crystal¬ 
line  compound  insoluble  in  water,  which  he  named  digitogenin.  The 
author  dissolved  1  part  of  commercial  digitalin  in  10  parts  of  water, 
added  1  part  of  concentrated  hydrochloric  acid  (sp.  gr.  1T9),  and 
heated  the  mixture  for  six  hours  on  the  wat  jr-bath.  By  this  means, 
a  solution  and  a  light-grey  precipitate  were  obtained.  The  solution 
contained  about  equal  quantities  of  two  glucoses,  which  were 
identified  by  means  of  the  melting  points  of  their  osazones,  and 
their  behaviour  when  oxidised,  as  galactose  and  dextrose  respectively. 
The  precipitate  of  digitogenin  was  crystallised  from  ale  >hol,  and 
found  to  be  rather  more  than  equal  in  amount  to  either  of  the  two 
glucoses.  It  has  the  constitution  (CaFFO)*,  probably  CI5H2103. 
Digitonin  has,  therefore,  very  probably  the  composition  C^tluOu, 
and  its  hydrolysis  is  expressed  by  the  equation — 

C„H„01S  +  2H20  =  C,5H2J03  +  C,H„0«  +  C61I1206. 

Digitonin.  Digitogenin.  Galactose.  Dextrose. 

This  would  require  a  ratio  of  1'4  :  1  :  1  between  the  weights  of 
digitogenin,  galactose,  and  dextrose  formed  ;  that  actually  found  is 
more  nearly  1:1:1.  but  it  must  be  remembered  that  at  the  moment 
of  hydrolysis  digitogenin  is  much  more  easily  attacked  than 
galactose  and  dextrose,  and  very  readily  yields  resinous  products. 
An  analysis  of  the  raw  material  agreed  well  with  the  formula 
C*H«0,, ;  not  so,  however,  did  Schmiedtberg’s  analysis. 

Digitogenin. — The  following  details  may  be  added  to  Schmiede- 
herg’s  data  regarding  this  substauce.  One  part  requires  for  solution 
35  parts  of  boiling  or  100  parts  of  cold  93  per  cent,  alcohol,  and  20  parts 
of  boiling  or  30  parts  of  cold  chloroform,  and  30  parts  of  cold  glacial 
noetic  acid  ;  it  is  insoluble  in  water  and  aqueous  alkalis.  It  seems  to 
form  a  compound  containing  chloroform  of  crystallisation,  which 
loses  its  chloroform  only  very  slowly  at  110U.  With  alcoholic  potash, 
it  forms  a  crystalline  potassium  compound,  strongly  alkaline,  and 
little  soluble  in  alcohol.  It  forms  no  stable  compounds  with  barium 
hydroxide  or  phenylhydrazine,  but  is  attacked  by  mineral  acids  and 
oxidising  agents.  C.  F.  B. 

Brazilin,  By  C.  Schall  and  C.  Dralle  (Ber.,  23,  1428—1437; 
compare  Abstr.,  1889,  55,  1004). — On  treating  the  dibromobrazilein 
bromides  with  zinc-dust  and  acetic  acid,  part  of  the  halogen  is 
eliminated ;  with  acetic  anhydride,  instead  of  acetic  acid,  acetyl- 
derivatives  are  obtained.  The  following  compounds  have  been  pre¬ 
pared  in  this  manner;  they  are  amorphous  or  slightly  crystalline 
powders,  ranging  in  colour  from  dark  brown  to  yellowish-brown; 
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they  contain  about  1  inol.  1[>0,  which  is  driven  off  by  heating 
at  140°.  l)ibfomoac.etylhmzil>‘in,  Oi(!H,,BriOjAc,  from  oetobromo- 
brazilein;  dib romo  l iavety Ibntzi lein,  CJ6 1 DBivOa  Ac2,  from  hexahromo- 
brazilein;  (libromotriacdylbrazilehi,  C.-I5l  I7Br205Ac3,  from  monobromo- 
brazilein  ;  r Ubromotrtraeetylbriizilehi ,  G|« I I6Br205Ac4,  from  tetrabromo- 
brazile'in ;  tribromobrnzilt/iu ,  C,6K.)Br;i();i,  from  octobromobrazile'in ; 
tribromotetracetylbrazilein ,  CigHjErjOjACi,  from  liexa-  and  octo- 
bromobrazilein. 

An  amorphous  modification  of  brazilin  tetramethvl  ether  is  obtained 
by  cooling  the  molten  crystalline  modification,  or  by  precipitating 
from  acetic  acid  solution  with  water;  it  melts  at  82 — S6°,  and  is  at 
once  converted  into  t lie  crystalline  modification  by  beating  at  89°,  or 
more  slowly  at  ordinary  temperatures.  The  refraction  equivalent  of 
this  compound  indicates  the  existence  of  six  double  bonds.  Dibromo- 
brazilin  tetramethyl  e*her,  Ci6H.,Br.>(OMe)t,  is  obtained  by  treating  an 
alcoholic  solution  of  the  ether  with  a  glacial  acetic  acid  solution  of 
bromine  at  ordinary  temperatures;  it  melts  at  215  ,  and  is  insolnble 
in  alkalis.  A  2  >  per  cent,  solution  of  brazilin  tetramethyl  ether  in 
glacial  acetic  acid  is  mixed  with  a  10  per  cent,  solution  of  bromine  in 
the  same  menstruum,  the  mixture  is  first  cooled,  then  heated  nearly 
to  boiling;  in  this  way  two  compounds  are  formed,  the  one  speedily 
separates  in  brilliant,  red  crystals,  the  other  is  deposited  more  slowly. 
The  red  substance  appears  to  be  a  dibromobrazilin  tetramethyl  ether 
dibromide,  CieHsBi\,0(0Me)*Bi*2,  isomeric  with  the  reddish-brown 
compound  described  in  a  previous  paper.  The  second  compound 
formed  in  the  above  experiment  is  bromobrazilin  tetramethyl  dibromide, 
CiRH;BrO(OMe)1Br». 

it  has  been  found  that  brazilein  may  easily  be  prepared  by  treating 
a  80  per  cent,  solution  of  brazilin  in  glacial  acetic  acid,  with  an  equal 
molecular  proportion  of  potassium  nitrite;  after  remaining  for  several 
hours,  crystals  of  pure  brazilein  are  deposited  ;  the  yield  is  70  per 
cent,  of  the  brazilin  employed.  Hcematein  is  obtained  in  a  similar 
manner  from  hematoxylin. 

Brazileindihydroxime.  C16HhiO(OH)2(XOH)-j,  is  obtained  by  heating 
an  alcoholic  solution  of  brazilein  with  excess  of  hydroxy lamine  in  a 
sealed  tube.  The  substance  is  very  insoluble,  and  could  not  bo 
recrystallised.  Brazileirtphenylhydrazone,  CieH^Oi.'XiHPh,  is  obtained 
by  boiling  brazilein  with  phenylhydrazine ;  after  purification,  the 
compound  is  obtained  as  a  dark  brown  powder  which  does  not  m<dt ; 
it  is  soluble  in  alkalis.  During  the  preparation  of  this  compound,  a 
considerable  evolution  of  ammonia  occurs,  which  probably  indicates 
the  presence  of  an  alcoholic  group  in  brazilein. 

A  comparison  of  specimens  of  brazilein,  prepared  by  each  of  the 
four  known  methods,  shows  that  the  compounds  are  identical :  (n)  in 
the  silvery  lustre  and  form  of  the  crystals  ;  (b)  in  the  melting  point  and 
crystalline  form  of  the  acetyl  compound,  CiGH905Ac:1  +  2Cdd103  ; 
( c )  in  the  identity  of  the  substances  obtained  by  three  different 
methylation  processes;  these  facts  prove,  therefore,  that  there  is  only 
one  brazilein.  J.  B.  T. 
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Diastase  considered  as  a  Mixture  of  Maltase  and  Dextrinase. 

By  H.  P.  W Usman,  Jtin  ( Rec .  Trao.  Chim 9,  1 — 13  ;  compare  also 
tnntner  and  Eckhardt,  this  vol.,  519,  and  Brown  and  Morris,  'Trans., 
1S90.  507). — The  author  starts  with  the  assumption  that  the  diastase 
of  malt  is  composed  of  a  mixture  of  two  enzymes — maltase  and  dex¬ 
trinase.  The  former  converts  starch  into  a  mixture  of  maltose  and  a 
dextrin  coloured  violet  bv  iodine,  and  corresponding  with  the  erytliro- 
granulose  of  various  workers;  the  latter  enzyme  converts  starch  into 
a  dextrin  which  reduces  Fehling’s  solution,  is  not  coloured  by  iodine, 
and  corresponds  with  the  maltodextrin  of  Herzfeld  and  of  Brown 
and  Morris.  Maltodextrin  is  converted  into  maltose  by  maltase,  and 
when  dextrinase  acts  on  erythro-grannlose,  a  dextrin  is  formed  which 
does  not  reduce  Fehling’s  solution,  and  is  not  coloured  by  iodine — this 
dextrin  the  author  terms  lencodextrin. 

The  following  experiments  are  quoted  in  proof  of  the  above  theory. 
A  diastase  was  prepared  by  fractionally  precipitating  with  alcohol  of 
97  per  cent.,  a  malt-extract,  made  with  20  per  cent,  alcohol,  and 
purifying  the  precipitate  by  repeated  solution  and  precipitation.  The 
method  employed  to  show  the  presence  of  two  enzymes  in  this  pre¬ 
paration  consisted  of  partial  separation  by  diffusion  into  a  gelatinous 
mass,  made  by  adding  gelatin  to  a  solution  of  Lintner’s  soluble-starch. 
When  a  small  quantity  of  diastase  solution  was  placed  on  a  layer  of 
the  solidified  starch  solution,  the  progress  of  the  hydrolysing  action 
of  the  former  could  be  traced  by  means  of  iodine  solution,  it  being 
found  that  after  1 — 2  days’  action  the  diffusion-field  of  the  diastase 
formed  a  colourless  zone  bordered  by  a  violet  ring,  whilst  the  gelatin 
with  unaltered  starch  was  coloured  deep  blue.  From  this  the  author 
assumes  that  the  two  enzymes  diffuse  into  the  gelatin  mixture  at 
different  rates  depending  on  their  relative  concentrations,  and  the 
violet-coloured  ring  denotes  the  space  in  which  the  maltase  has 
penetrated  beyond  the  dextrinase,  whilst  in  the  non-coloured  inner 
zone  both  enzymes  are  present.  When  a  portion  of  the  violet-coloured 
ring  was  removed,  and  placed  on  a  fresh  portion  of  starch-gelatin, 
and  the  enzyme  allowed  to  diffuse,  no  non-coloured  zone  was  observed, 
the  whole  of  the  product  of  the  action  being  coloured  violet  by  iodine. 
T1  ie  author  also  mentions,  as  a  proof  of  his  theory,  the  known  fact 
that  alcohol,  heat,  acids,  drc.,  have  a  differential  action  on  diastase  : 
maffase  and  dextrinase  being  influenced  to  a  greater  or  lesser  extent 
by  these  reagents. 

The  formation  of  maltose  was  proved  by  means  of  Phntohaderimn 
phosphorescens ,  Beijerinck,  which  develops  phosphorescence  by  the 
ox  dation  and  assimilation  of  certain  f<  ods,  of  which  maltose  is  one. 
Starch  and  the  dextrins  are  not  able  to  bring  about  the  phosphores¬ 
cence.  By  means  of  the  starch-gelatin  method,  nsed  in  conjunction 
with  i  hi s  bacterium,  tbe  author  considers  that  he  proves  the  formation 
of  maltodextrin  by  the  action  of  dextrinase,  and  the  subsequent  con¬ 
version  of  this  into  maltose  by  the  action  of  maltase.  Gr.  H.  M. 

Nature  of  Gum-ferments.  By  F.  Beinitzer  {Zeit.  physiol. 
Chem.,  14.  453 — 470). — The  gum-ferment  described  by  Wicsner 
( Sitz .  Wiener  A  had.,  92  (lb85),  40)  in  various  species  of  gum  is  not 
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the  cansc  of  tile  formation  cither  of  gum  or  plant  mucilage.  It 
cannot  change  cellulose  into  gum  or  mucilage,  but  it  converts 
starch  paste  to  a  considerable  extent  (4U  per  cent,  of  the  dried 
staich)  into  a  reducing  sugar,  with  the  probable  simultaneous  for¬ 
mation  of  a  dextrin.  The  small  quantity  of  sugar  almost  always 
found  in  gum-arabic  is  probably  the  result  of  this  action.  Wiesner 
further  considers  that  Rcischl’s  guru  test  (Her.  osterr .  Ges.  Ford. 
Chem..  bid.,  1  (IS79),  74),  which  consists  in  boiling  with  orcinol  aud 
hydrochloric  acid,  depends  for  its  occurrence  on  the  presence  of  gum- 
ferment.  This  is  also  erroneous.  Its  occurrence  is  really  due  to  the 
carbohydrate  itself, and  is  probably  explained  by  the  fact  that  boiling 
it  with  the  acid  gives  rise  to  furfuraldehyde,  which  yields  the  blue 
colour  with  orcinol. 

Pepsin  which  is  completely  free  from  carbohydrate  material  docs 
not  give  a  coloured  precipitate  with  these  reagents.  Diastase  purified 
by  precipitation  with  alcohol  gives  only  a  small  quantity  of  the  pre¬ 
cipitate,  and  this  is  probably  due  to  adherent  traces  of  dextrin. 

The  ferment  itself  has  hitherto  only  been  obtained  with  certainty 
from  gum-acacia, cherry  gum,  from  a  few  rarer  gums,  and  from  certain 
tissues  of  various  kinds  of  stone-fruit,  being  absent  in  all  the  other 
tissues.  Its  occurrence  in  mucilage-yielding  tissues,  and  in  wood  is 
very  doubtful ;  tragacanth,  however,  appears  often  to  contain  it ;  but 
it  is  absent  in  plant  mucilage.  The  darker  kinds  of  gum-acacia 
appear  to  contain  it  more  abundantly  than  the  lighter  varieties. 

W.  D.  II. 

Action  of  Acetone  on  Pyrroline.  By  51.  Dexxstedt  (Z?cr.,  23, 
1370 — 1374). — The  condensation-product  cf  acetone  and  pyrroline 
first  observed  by  Baeyer,  and  further  examined  by  the  author  and 
Zimmerman  (Abstr.,  1S87,  59S,  1052),  has  a  molecular  weight,  as 
determined  by  Raoult’s  method,  twice  as  great  as  has  been  hitherto 
supposed.  Its  formula  is  therefore  C28H3SN),  instead  of  CuH,8N2  It 
has  previously  been  shown  that  the  compound  splits  up  on  dry  dis¬ 
tillation  into  pyrroline,  isopropylpyrroline,  and  a  pyrroline  of  the 
composition  Ci0H13N,  boiling  at  about  275°.  The  constitutional 
formula  previously  assigned  to  this  compound  is  not  in  agreement 
with  the  results  described  in  this  paper,  and  the  author  now  regards 
it  as  a  condensation-product  of  2.  mols.  acetone  and  1  mol.  pyrroline, 
that  is,  as  a  mesitylpyrroline,  which  has  possibly  the  following  consti- 

nti.n 

tution,  HC<A  N^CMe'CHiCMea. 

N  H'L 

Besides  these  products,  a  quantity  of  higher  boiling  oil  has  been 
obtained  from  the  decomposition-products.  It  readily  becomes  brown 
in  the  air,  is  not  readily  volatile  with  steam,  but  otherwise  shows 
all  the  characteristic  properties  of  the  pyrroline-derivatives.  On 
account  of  its  high  boiling  point  it  could  not  be  purified,  but  the 
analysis  showed  it  to  be'  very  rich  in  carbon,  and  it  was  also  found  to 
yield  a  l’-acetyl  compound  boiling  above  3fiO°.  On  i-eduction  with 
tin  and  hydrochloric  acid,  it  yields  a  stannnchlonde  of  the  composition 
Ci3H19N,HSnCl3,  which  forms  well-developed,  slightly-yellow  crysials, 
becomes  dark  at  150°,  and  melts  to  a  brown  liquid  at  170°.  The  base 
is  set  free  by  alkali,  and  may  be  distilled  off  in  a  current  of  >team.  It 

3  »  2 
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is  a  yellowish  liquid,  lighter  than  water,  which  has  a  characteristic 
odour  and  boils  at  274°.  Its  hydrochloride,  C]3HigX,HCl,  forms  com¬ 
pact  crystals  or  thick  needles  melting  at  227 — 228°.  The  p latino- 
chloride  and  aurochloride  are  precipitated  by  adding  platinic  or  gold 
chloride  to  the  solution  of  the  hydrochloride,  but  the  first  named  de¬ 
composes  in  a  short  time  and  the  latter  immediately  with  deposition  of 
platinum  anil  gold  respectively. 

The  composition  of  this  reduction-product  renders  it  probable  tlmt 
the  formula  of  the  original  substance  is  C1.3H iTjS",  which  is  probably  a 
phoronp yrroline,  and  may  have  the  constitution 

HC<^'N>ClIe-CH:CMe'CH:CMe2. 

A  HO 

Mesitylpyrroline,  CmH^N,  may  also  be  reduced  in  a  similar  manner, 
but  the  hydrochloride  is  hygroscopic,  and  the  stannochloride  does  not 
crystallise,  so  that  the  compounds  have  not  yet  been  obtained  in  a 
pure  condition.  H.  Gf.  C. 


Condensation-products  of  a-Acetylpyrroline  with  Benzile. 

By  A.  Angeli  ( Ber .,  23,  1355 — 1357).  —  Like  the  fatty  and  aromatic 
ketones,  a-acetylpyrroline  readily  forms  condensation- products  with 
benzile.  When  the  two  substances  mixed  in  equal  molecular  pro¬ 
portions  are  heated  with  concentrated  aqueous  potash  on  the  water- 
bath,  two  products  are  obtained,  one  of  which  may  be  collected  on 
cooling,  and  recrystallised  from  benzene,  the  solution  being  previously 
heated  with  animal  charcoal.  It  forms  small,  yellow,  lustrous  plates 
which  melt  at  184°,  and  have  the  formula  tbnH15N02.  The  second 
compound  is  obtained  by  acidifying  the  alkaline  solution,  and  recrys¬ 
tallising  the  precipitate  first  from  alcohol,  then  from  benzene,  and 
finally  from  alcohol  again.  It  then  forms  hard,  colourless  crystals 
which  have  the  composition  C20H17XO3,  and  melt  at  21  G°. 

The  constitution  of  these  compounds  is  readily  explained  by  analogy 
with  the  compounds  obtained  by  Japp  and  Miller  (Trans.,  1SS5,  11) 
from  benzile  and  acetophenone.  The  first  compound  corresponds  with 
triphenylcrutolactone,  and  may  be  termed  diphenylpyrroylcrotolactone , 


CPh  -CH 
CO - 0 


>C-C1NH4. 


By  the  action  of  alkalis  this  then  takes  up 


water  and  passes  into  the  second  compound,  which  is  x-diphenyl-8 - 
pyrroylpropionic  acid,  CiXH^CO'CHvCPlwCOOH. 

Pvrryl  methyl  ketone  also  combines  with  ethyl  salts.  Ethyl  oxalate 
in  this  manner  yields  ethyl  pyrroylpyruvate. 


C4XHyCO-CH2-C(>COOEt.  H.  G.  C. 


Dimethylpyrrolidine  and  Diamidohexane.  By  J.  Tafel  and 
A.  Neugebauer  {Ber.,  23,  1544 — 1550). — A  further  examination  of 
these  compounds,  which  were  obtained  by  the  reduction  of  the 
diphenylbydrazone  of  acetonylacetone  (Abstr.,  18SS,  1015),  has 

shown  that  the  formuhe  .assumed  for  them,  I  “  >NU  and 

Grf3-CJbLMe 

NHo-CHMe'CHa'CHo'CHMedSTIE  respectively,  are  correct. 
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Diamidohexane ,  NH2-nHMe‘CHo'CH2,CHMe,NH2,  may  be  prepared 
by  warming  an  alcoholic  solution  of  acctonjlacetone,  reducing  it 
directly  with  sodium  amalgam  and  acetic  acid,  and  separating  the 
two  basic  products  as  before  described.  The  following  salts  were 
prepared  : — Hydrochloride ,  C6H16N2,2110I,  colourless  needles,  sparingly 
soluble  in  alcohol.  I'latinochloride ,  C6Hi6X2,H2PtCl6,  aggregates  of 
small  plates,  sparingly  soluble  in  alcohol,  and  decomposing  at  238° 
without  melting.  Aurochloride,  C6H16X2,2H  AuGU,  golden  prisms  easily 

CHvCHMevXH  -CO 

soluble  in  alcohol.  Carbonate,  •  T,  ,,T-  I  ,  a  white,  crystal- 

(jH'/L'n  jj3*U 

line  substance  soluble  in  water  and  alcohol,  but  not  in  ether,  and 
decomposing  at  about  100°;  prepared  by  passing  carbonic  anhydride 
into  an  ethereal  solution  of  diamidohexane. 

When  diamidohexane  hydrochloride  is  rapidly  distilled,  ammonium 
chloride,  dimetliylpyrrolidine  hydrochloride,  and  unchanged  diamido¬ 
hexane  hydrochloride  distil  over.  The  mixture  is  distilled  with 
potash,  when  ammonia  is  first  evolved  ;  the  bases  then  distil  over, 
and  are  dried  over  baryta  and  separated  by  fractionation. 

2:5  -Dimethylpyrrolidine,  qjj"  CTD1  The  oxa^a^e  anc* 

platinochloride  have  already  been  described.  The  hydrochloride  forms 
colourless  needles  melting  at  188 — 100°.  Xitrosodi  methyl  pyrrolidine 
was  obtained  b}’  the  action  of  sodium  nitrite  on  a  solution  of  dimethyl 
pyrrolidine  in  excess  of  snlphuric  acid.  It  is  a  yellow  oil  boiling  at 
135°  at  GO  mm.  pressure,  slightly  soluble  in  water,  and  separated 
from  the  solution  by  alkalis,  alkaline  carbonates,  and  sodium  chloride. 
Easily  soluble  in  ether,  alcohol,  chloroform,  benzene,  and  50  per  cent, 
acetic  acid;  also  in  light  petroleum  and  cold  sulphuric  acid,  but 
decomposing  when  this  last  solution  is  warmed.  When  reduced  with 
zinc-dust  and  dilute  acetic  acid,  it  yields  dimetliylpyrrolidine,  and  also 
the  hydrazine  compound  of  this  substance.  This  was  oxidised  by 
means  of  mercuric  oxide  to  the  tetrazone ,  (CfiH13)2N4,  which  melts  at 
43°,  and  distils  without  decomposing.  It  dissolves  easily  in  alcohol, 
ether,  benzene,  light  petroleum,  and  chloroform,  also  in  dilute  acids  ; 
but  these  solutions  decompose  it  when  warmed. 

I  :  2  :  5~Trimethylpyr  roll  dine,  i  "  ^  >XMe,  is  formed,  to- 

UH2*(>HAle 


gether  with  its  meth}*l  iodide  additive  compound,  when  dimethyl- 
pyrrolidine  in  cooled  ethereal  solution  is  treated  with  methyl  iodide 
and  allowed  to  remain  for  several  hours,  the  product  being  finally 
treated  with  potash.  It  is  separated  from  unchanged  dimetliylpyrrol- 
idine,  and  purified  ;  it  then  boils  at  115 — 116°  under  750  mm.  pressure. 
Its  hydrochloride,  C7H16XC1,  forms  brilliant,  white  prisms;  the 
p  latino  chloride  a  yellow,  uncrystallisable  oil,  little  soluble  in  alcohol. 
The  methiodule,  Ct,Hlt.XI,  is  formed  with  much  evolution  of  heat  by 
adding  methyl  iodide  to  the  base.  It  dissolves  in  water,  and  less 
easily  in  alcohol,  from  which  it  crystallises  out  in  well-formed, 
colourless  prisms  melting  at  255 — 25G°.  When  heated  with  solid 
.potash,  it  yields  dimethylamidohexylene. 

Jjimethylam idoh cxy lene,  CHMe!CH‘CH2’CHMe‘NMe2,  is  a  strongly 


1002 


ABSTRACTS  OF  CHEMICAL  PAPERS. 


alkaline  liquid,  boiling  at  about  130°,  smelling  like  the  pyrrolidine- 
derivatives,  and  little  soluble  in  water.  It  yields  by  direct  addition  a 
methiodide,  CgH20NI,  melting  at  187°.  C.  E.  B. 

Pyridine-derivatives  from  Propaldehyde  and  Propaldehyde- 
ammonia.  By  E.  Durkopk  and  H.  Gottsch  ( Be?-.,  23,  1110 — 1112). 
— An  addition  to  a  previous  paper  (this  vol.,  p.  794).  Waage’s 
parvoline  is  shown  to  have  the  formula  [Et  :  Me2  —  2  :  3  :  5]  in  the 
following  manner  : — (1)  when  oxidised,  it  yields  carboxydinicotinic 
arid,  and  must  therefore  have  its  alkyl-groups  in  the  positions  2:3:5; 
(2)  the  dimethvlpyridinecarboxylic  acid  obtained  by  oxidation  of 
Waage’s  parvoline  yields,  when  distilled  with  lime,  a  lutidine  which 
has  been  shown  (see  next  abstract)  to  have  the  methyl-groups  in  the 
positions  3  :  5. 

The  methylpyridinedicarboxylic  acid,  [(COOH)2  :  Me  =  2  :  3  :  5  or 
2:5:  3],  obtained  by  further  oxidation  of  Waage’s  parvoline,  gives 
off  carbonic  anhydride  at  225°  when  heated  with  acetic  acid  and 
anhydride,  and  forms  a  white  mass  of  /3-methylnicotinic  acid, 
[COOH  :  Me  =  3  :  5],  melting  at  214 — 216°,  and  soluble  in  water. 

The  parvoline  boiling  at  216 — 217°,  when  oxidised,  yields  a  di- 
methylpyridinedicarboxylic  acid,  which,  when  carefully  purified, 
formed  yellowish,  sparingly  soluble  needles  melting  at  258°,  giving 
no  coloration  with  ferrous  sulphatp,  but  forming  a  precipitate  with 
mercurous  nitrate,  and  with  concentrated  solutions  of  copper  salts. 
In  these  properties  it  agrees  with  the  ay-dimethyldinicotinic  acid 
described  by  Weber  (Abstr.,  1887, 1117),  but  it  is  anhydrous,  whereas 
Weber’s  acid  crystallised  with  2  rnols.  H20.  If,  however,  these  two 
compounds  are  identical,  then  the  parvoline  boiling  at  216 — 217°  is  a 
tetramethylpyridine  of  the  constitution  [Me4  =  1:2:3:  4] . 

C.  F  B. 

A  New  Lutidine.  By  E.  Durkopf  and  H.  Gottsch  (Ber.,  23, 
1113 — 1114). — The  base  obtained  from  dimethylpyridineearboxylic 
acid  (preceding  abstract)  boils  at  169 — 170°,  and  is  shown  to  be  a 
lutidine  of  the  constitution  C5NH3Me2  [Me«  =  3:5],  for  when  oxidised 
with  a  cold  dilute  solution  of  permanganate,  it  yields  dinicotinic  acid, 
C5NH3(COOH)2  [(COOH),  —  3  :  5],  crystallising  in  small,  anhydrous 
needles,  soluble  in  water,  and  melting  at  314 — 315°  (uncorr.).  This 
lutidine  is  a  clear,  strongly  refracting  liquid,  moderately  soluble  in 
cold  water,  less  so  in  warm  ;  its  sp.  gr.  at  0°  is  0'9614,  water  at  4° 
being  1.  The  platinochlorkle,  (C5NH3Me)2,H2PtC]6,  forms  dark-red 
needles  and  plates  melting  with  decomposition  at  255 — 256°.  The 
aurochloride ,  C5NH3Me2,HAuCl4,  forms  yellow7  needles  melting  at 
149°,  and  little  soluble  in  water.  The  mercurochloride  forms  long 
needles  melting  at  170°,  and  sparingly  soluble  in  water.  A  small 
quantity  of  this  lutidine  is  also  formed  by  the  action  of  propaldehyde- 
ammonia  on  propaldehyde.  C.  E.  B. 

Piperidine  Bases.  By  E.  Lellmann  and  M.  Buttner  ( Ber .,  23, 
1383 — 1388). — It  lias  been  shown  by  Lellmann  (Abstr.,  1887,  604) 
that  bromobenzene  readily  acts  on  piperidine  at  250°,  with  elimina¬ 
tion  of  hydrogen  bromide  and  formation  of  tertiary  phenylpiperidine. 


ORGANIC  CHEMISTRY. 


1003 


The  authors  have  extended  the  investigation  to  the  action  of  piperi¬ 
dine  on  other  halogen-derivatives  of  aromatic  hydrocarbons,  and  find 
that  a  similar  action  takes  place  in  all  cases.  The  reaction  was 
carried  out  in  a  sealed  tube,  heated  in  most  cases  to  250 — 200°. 

Tertiary-x-naphthylpiperidine,  ChoEfo'Cs-N Hi0,  is  obtained  as  a  thick, 
yellow  oil  boiling  at  185 — 190°  under  5 — 10  mm.  pressure,  and  having 
a  slightly  fjecal  odour.  It  dissolves  readily  in  alcohol,  ether,  and 
benzene,  and  yields  a  hydrochloride  which  is  readily  soluble  in  water, 
and  crystallises  in  fascicular  aggregates  of  needles.  Its  platinochloride, 
CisHnN,H,PtCI6  +  2ILO,  is  a  sparingly  soluble  precipitate. 

Tertiary  8-uaphth ylpiperidin e,  C,0H7,C6NH)0,  crystallises  from  light 
petroleum  in  nodular  aggregates  of  small  prisms  melting  at  57 — 58°, 
which  become  grey  on  standing.  The  plaiinochloride  is  a  pale-yellow 
precipitate  which  has  the  composition  C15HnN,H2PtClB  6H20. 

Tertiary  anthracylpiperidine ,  CnFL/CsN II l0,  is  obtained  as  a  yellow 
precipitate  which  is  very  quickly  oxidised  in  the  air.  Its  pbitino- 
chloride,  Cj<jH19N,H2PtCl6  +  21I20,  is  a  yellow  precipitate  which  also 
becomes  red  in  the  air. 

Tertiary  phenanthrylpiperidine ,  CulI'j‘C5N Id  ]0,  crystallises  from 
ether  in  nodular  aggregates  melting  at  113°.  Its  platinochloride, 
Ci9H1&N,H2PtCl6  +  6H20,  is  soluble  with  difficulty  in  water. 

Paranitru-x-naphthylpiperidine,  N02-C'loN6'(J5N Hl0,  obtained  by  the 
action  of  1  :  4-bromonitronaphthalene  on  piperidine,  crystallises  from 
alcohol  in  long,  yellow  needles  melting  at  77°.  It  is  a  very  feeble  base, 
the  salts  of  which  are  at  once  decomposed  by  water. 

Piperydylrhodamine ,  CO<Q6^>C<^fij|3^5^^10-j>O,  is  obtained 

in  almost  the  theoretical  quantity,  by  heating  fluorescein  chloride  with 
piperidine  at  220°.  If  forms  a  violet,  flocculent  precipitate  which  is 
soluble  in  alcohol,  and  very  stable  towards  alkalis.  The  hydrochloride , 
C3oH3003N2,2 HC1,  is  very  readily  soluble  in  water,  the  dilute  solution 
having  a  bluish-ied  tinge,  whilst  concentrated  hydrochloric  acid 
colours  it  yellow.  The  platinochloride  and  aurochloride  are  amorphous, 
violet  precipitates.  H.  G.  C. 


|3-Methylpiperidine  Bases.  By  E.  Lellmann  and  M.  Buttner 
( Per .,  23,  1388 — 1390). —  Whereas  piperidine  acts  very  readily  with 
halogen-derivatives  of  hydrocarbons  (compare  preceding  abstract),  it 
has  been  found  in  the  course  of  an  investigation  which  will  shortly 
foe  published,  that  a-methyl piperidine  and  coniine  have  very  little 
tendency  to  undergo  this  reaction,  owing  seemingly  to  the  proximity 
of  the  alkyl-group  to  the  nitrogen-atom.  The  authors  find  that 
/1-methylpiperidine  undergoes  this  reaction  much  more  readily  than 
the  a-compound,  but,  as  might  be  expected,  less  readily  than 
piperidine. 

Paranitrophenyl-ft-methylpiperidine , 

NO.-CeHj-CsNHsMe  [N02-C6I1,  :  Me  =  1  :  3], 

is  prepared  by  heating  parachloronitrobcnzene  with  /J-methylpiper- 
idine  for  five  hours.  It  crystallises  from  alcohol  in  small,  golden 


1004 


ABSTRACTS  OF  CHEMICAL  PAPERS. 


plates,  and  from  light  petroleum  in  yellow  prisms  which  have  a  pale- 
blue  surface  colour,  and  melt  at  61°.  The  hydrochloride  forms 
colourless  needles  which  are  partially  decomposed  bv  water ;  the 
jdaiinochloridti  forms  lustrous,  brownish-red  crystals,  fairly  soluble  in 
water;  and  the  anrochlorule,  0|2H H An Oh  +  2H20,  small,  pale- 
yellow  needles  which  melt  with  decomposition  above  55°. 

Orthoparadinitrophevyl-^-methylpiperidine ,  CfiHs(M  02)/C5NH3Mc,  is 
obtained  in  a  similar  manner  from  ordinary  dicldoronitrobenzene. 
It  forms  beautiful,  yellow  needles  melting'  at  07°,  and  readily  soluble 
in  alcohol,  ether,  and  benzene. 

/3-Methylpiperidine  also  acts  on  bromobenzene  and  a -bro  mo- 
naphthalene,  but  less  readily  than  piperidine.  H.  Gr.  C. 

Qumoline-ring  Formation  ;  Constitution  of  Benzene.  By 

W.  Mauckwald  ( Ber .,  23,  1015 — 1025). — The  synthesis  of  quinoline- 
derivatives  by  Skraup’s  reaction  affords  a  means  of  deciding  between 
Dewar’s,  Keku!e’s,  and  Baeycr's  formula}  for  benzene.  If  Dewar’s 
formula  expresses  the  constitution  of  benzene,  rneta-  and  para-phenyl- 
euediamine  should  yield  quinoline-derivatives  of  a  constitution 
analogous  to  that  of  anthracene-derivatives;  if  Keknle’s  formula  is 
the  true  one,  the  quinoline-derivatives  obtained  should  have  a  phenan- 
threne-like  structure  ;  if  Baeyer’s  centrical  formula  is  the  true  one, 
two  isomerides  might  be  formed  from  each  of  the  diamines. 

As  a  matter  of  fact,  they  both  yield  quinoline-derivatives  having 
the  phenanthrene-like  structure,  and  no  isomerides  are  formed  in  the 
reaction,  so  that  Dewar’s  benzene  formula  is  inadmissible. 

A  quinoline-derivative  having  a  phenanthrene-like  structure  is 
also  obtained  from  /3-naphthylamine,  and  all  /i-naphthaquinolines 
have  an  analogous  constitution. 

The  formation  of  a  quinoline-derivative  from  a-bromo-jS-amido- 
naphthalene  with  elimination  of  hydrogen  bromide,  and  from  a-nitro- 
/3-amidonaphthalene  with  elimination  of  nitrous  acid,  are  reactions 
which  tend  to  show7  the  inadmissibility,  not  only  of  Dewar’s,  but 
also  of  Baeyer’s  benzene  formula,  whereas  they  are  in  complete 
accordance  with  that  of  Ivekule. 

These  considerations  have  led  the  author  to  investigate  the  beha¬ 
viour  of  paraxylylenediamine  with  glycerol,  nitrobenzene,  and  concen¬ 
trated  sulphuric  acid  ;  the  constitution  of  this  diamine  is  such  that  if 
Baeyer’s  or  Dewar’s  benzene  formula  is  correct,  two  quinoline-rings 
must  be  formed  iu  the  reaction,  whereas  if  benzene  has  the  constitu¬ 
tion  expressed  by  Kekule’s  formula,  the  formation  of  two  quinoline- 
rings  would  be  impossible. 

The  experiments,  which  w7ere  carried  out  under  varied  conditions, 
have  shown  that  amidodimethylquinoline  is  the  only  product  of  the 
reaction. 

Amidodimethylquinoline ,  [Me2  :  NH2  =  1:4:3],  crystallises  from 
hot  dilute  alcohol  in  yellow  needles,  melts  at  175°,  with  previous 
softening,  and  is  almost  insoluble  iu  hot  water  and  light  petroleum, 
and  only  sparingly  soluble  in  cold  alcohol,  but  readily  in  ether,  benzene, 
chloroform,  acetone,  and  hot  alcohol.  It  has  a  slight  aromatic  oil  our, 
and  is  only  very  slightly  volatile  with  steam,  but  it  sublime.,  iu  beauti- 


ORGANIC  CHEMISTRY. 


1005 


ful,  yellow  crystals.  The  salts  are  yellow  or  red,  crystalline  compounds, 
generally  readily  soluble  in  water,  but  only  sparingly  soluble  in 
alcohol;  very  dilute  solutions  of  the  salts  impart  to  a  pine-chip  an 
intense,  reddish -yellow  coloration,  and  give  a  reddish-brown,  semi¬ 
crystalline  precipitate  with  mercuric  salts.  The  hydrochloride , 
Ci]H12X2,2ldCl,  decomposes  at  100°;  the  plat inochloride, 

CHH12X%,H2PtCl6, 

crystallises  in  needles,  and  is  partially  decomposed  by  water.  The 
sulphate ,  nitrate,  and  dichromate  crystallise  in  needles;  the  picrate. 
Cm  HjoN^CfiHaNsO;.  deconqmses  slowly  at  182°.  The  ace/yZ-derivative, 
CnHuiSr2Ac,  crystallises  in  microscopic  needles,  melts  at  212°,  and 
sublimes  without  decomposition  ;  it  is  readily  soluble  in  alcohol,  but 
only  sparingly  in  ether,  light  petroleum,  and  benzene,  and  insoluble  in 
water  ;  it  yields  a  crystalline  jdatinochloride,  a  crystalline  aurochloride , 
and  a  crystalline  picrate,  CuHnXjA^CetlsX-iCb,  which  melts  at 
003 _ 224°- 

Phenyldimethylquinoliilthiocarhamide,  X H Ph'CS'XH'CnXHm,  pre¬ 
pared  by  treating  amidodimethylqninoline  with  phenylthioearbimide, 
separates  from  hot  alcohol  as  a  yellowish,  crystalline  powder,  melts 
at  157 — 150°  with  previous  softening,  and  is  readily  soluble  in  hot 
alcohol  aud  benzene,  but  only  moderately  easily  in  ether,  and  inso¬ 
luble  in  water  and  light  petroleum.  It  dissolves  freely  in  mineral 
acids,  but  is  partially  reprecipitated  on  the  addition  of  water;  the 
platinochloride ,  (Ci6H7X'3S)2,H2PtCl<i,  and  the  aurochloride  are  crystal¬ 
line.  F.  S.  K. 


Colouring  Matters  from  Tetradihydroquinoline.  By  E. 
Lellmanx  and  H.  Boye  (Per.,  23,  1374 — 1383). —  It  has  previously' 
been  shown  (Abstr.,  188S,  1 10S)  that  paramidophenylpiperidine  gives 
all  the  colour  reactions  of  paramidodimethylaniline  and  its  homologues. 
The  former  maybe  regarded  as  having  been  derived  from  amidoethyl- 
propylaniline  by  the  loss  of  two  atoms  of  hydrogen  with  formation  of 
a  closed  chain  or  ring. 

Researches  which  will  shortly  be  published  have  shown  that  para- 
diamidodiphenylpiperazine,  which  may  be  regarded  as  having  been 
derived  in  a  similar  manner  from  two  molecules  of  amidodimethyl- 
aniliue,  also  yields  indamine  colours  when  treated  in  the  same 
manner. 

Tetrahydroqninoline  may  also  be  regarded  as  derived  from  ethyl- 
ortliotoluidine  by  elimination  of  two  atoms  of  hydrogen  and  forma¬ 
tion  of  a  closed  chain,  and  the  authors  have  therefore  examined  the 
behaviour  of  this  compound  with  regard  to  the  formation  of  colouring 
matters,  and  have  found  that  it  can  in  fact  be  readily  converted  into 
indamine  and  azo-derivatives. 

By  the  action  of  the  theoretical  quantity  of  potassium  dicliromato 
on  a  mixture  of  the  hydrochlorides  of  amidodimethylaniline  and  tetra- 
hydroquinoline  in  equal  molecular  proportions,  or  allowing  the  hydro¬ 
chlorides  of  the  latter  compound  and  of  paranitrosodimethylaniline  to 
remain  together  in  aqueous  solution,  an  indamine  is  obtained  which 
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0  H  -OH, 

lias  doubtless  the  constitution  NMe2‘C6H4'lST<^i 6  3  *>CH2.  This 

JN  — ■ —  (jlio 

compound  readily  passes  without  change  of  composition  into  a  leuco- 
base. 

It  is  probable  that  this  property  is  due  to  the  fact  that  two  atoms 
of  hydrogen  in  the  piperidine-ring  are  given  off,  and  that  they  then 
act  on  the  colouring  matter  forming  the  leuco-base,  which  would  on 
this  supposition  have  the  constitution 


NMe2*C6H4-NH*C6H3< 


CHyCH 

NH-CH' 


On  oxidation,  the  leuco-base  is  converted  into  a  new  indamine  con¬ 
taining  two  atoms  of  hydrogen  less  than  the  first  compound,  and  this 
in  the  same  manner  passes  after  a  time  into  an  isomeric  leuco-base, 

CH*C  tJ 

lSTMerC6HTlSTH-C6H3<^  >  H  which  must  be  a  derivative  of  quino- 
A  — Oil 

line. 

These  reactions  have  been  followed,  not  on  the  above  compound, 
but  on  the  corresponding  tetrahydrofiuinolinadimethylan'dinelhiosul- 
2‘honic  indamine,  obtained,  according  to  Bernthsen’s  method  (Abstr., 
1889,  776),  by  the  oxidation  of  tetrahydroquinoline  and  amido- 
dimethylanilinethiosulphonic  acid.  It  has  the  constitution 

NMe2*C6H3(SS03H)-X<5;H3'^2>CH2. 

JM - v_/xlo 

The  leuco-compound  into  which  it  passes  on  standing  is  not  colour¬ 
less,  but  has  a  brown  colour. 

The  colouring  matter,  which  maybe  shortly  termed  “  tet  rally  dro- 
indamine,”  is  readily  acted  on  by  zinc-dust  and  hydrochloric  acid, 
with  evolution  of  hvdrogen  sulphide  and  formation  of  a  leuco-base, 
which  on  oxidation  with  ferric  chloride  yields  a  colouring  matter  of 
the  methylcne-blue  series ;  this  has  the  constitution 

s — c6h2—  ch2 
NMe2*C6H3ivCH2*CH2- 


The  tetrahydro-blue,  which  in  its  colour  closely  resembles 
methylene-blue,  is  faster  than  tetrahvdro-indamine ;  thus,  after 
several  months,  no  external  change  was  noticeable  in  the  substance 
itself,  although  the  fibres  dyed  with  it  gradually  became  paler. 

The  leuco-base  of  the  dihydroindamine  obtained  from  tetrahydro- 
indamine  is  decomposed  by  continued  boiling  with  water,  with  forma¬ 
tion  of  a  new  leuco-base,  which  on  oxidation  yields  a  “  dihydro-blue,” 

S - c6h2—  ch2  t 

pi-obably  having  the  constitution  <  'l  ^rj.Arr-  -“s  *euco' 

A  jNLcvOfi U 3* A o* U  tl  .0  hL 


base,  unlike  that  of  the  tetrahydro-blue,  is  scarcely  oxidised  by  the 
air,  aud  on  reduction  with  zinc-dust  and  hydrochloric  acid,  appeai-s 
to  be  converted  into  the  latter  compound. 

Methyltetrahydroquiuoline  (kairoline)  is  also  oxidised  in  presence 
of  amidodimethylanilinetkiosulpkonic  acid  to  an  indamine  resembling 
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in  most  respects  those  already  described,  but  which  may  be  recrystal¬ 
lised  from  water  without  alteration.  H.  Gr.  C. 


Ethanediquinolyline.  By  A.  M.  Comet  ( J>er 23,  1115 — 1117). 
—  Dibenzyl  was  prepared  by  heating  benzyl  chloride  with  sodium  tor 
3 — 4  hours  in  a  refiux  apparatus  over  the  bare  dame,  and  then  distil¬ 
ling  off  the  dibenzyl.  It  was  then  converted  into  paradinitrobenzyl, 
and  this  was  reduced  with  tin  and  hydrochloric  acid.  The  para- 
diamidodibenzy]  obtained  was  cautiously  heated  with  nitrophenol, 
sulphuric  acid,  and  glycerol  in  a  reflux  apparatus;  the  mixture  solidified 
on  cooling,  and  was  then  treated  with  much  hot  water,  deprived  of  excess 
of  phenol  by  means  of  a  current  of  steam,  and  treated  with  aqueous 
soda.  A  brown,  tarry  mass  separated;  it  was  boiled  with  toluene,  and 
the  toluene  evaporated  from  the  solution,  the  base  being  thus  obtained 
as  a  brown,  crystalline  mass.  This  was  dissolved  in  dilute  sulphuric 
acid,  and  alcohol  was  added  ;  ethauediquinoljdine  was  thus  precipitated 
as  the  normal  sulphate,  which  was  dissolved  in  very  dilute  sulphuric 
acid,  boiled  two  or  three  times  with  animal  charcoal,  and  then 
decomposed  with  aqueous  soda.  Ethanediqninohjline,  C2H4(C9N H6)-j 
[C2H4  =  3],  thus  obtained  forms  colourless,  hexagonal  plates  melting 
at  1*24°,  soluble  in  ether,  alcohol,  benzene,  and  toluene,  but 
insoluble  in  water.  The  dihydrochloride,  C2(JH16NV,2HC1  -f  4H-,0, 
forms  silky  needles,  very  soluble  in  water,  which  readily  lose  their 
water  of  crystallisation,  but  not  their  hydrogen  chloride,  when  dried 
over  sulphuric  acid.  The  sulphate  forms  stout  prisms,  dissolving 
easily  in  hot  water,  slightly  in  cold,  and  insoluble  in  alcohol.  The 
plat  i nochloride ,  C2<;Hi6K2;H2PtC]c,  forms  a  mass  of  minute  crystals, 
insoluble  in  cold  water.  The  aurochloride ,  C2oHi6X2,2HAuCb,  forms 
a  yellow  precipitate,  also  insoluble  in  cold  water.  C.  F.  B. 


Formation  of  a-  and  /3-Phenylenepyridineketoneearboxylie 
Acids  by  the  Oxidation  of  Naphthaqumoline-derivatives. 
By  O.  Doebner  and  J.  Peters  ( Iter .,  23,  1228 — 1242). — a-Phenylene- 
pyridineketone  and  some  of  its  derivatives  have  already  been  obtained 
by  Skraup  and  Cobenzl  (Abstr.,  18S3,  1010)  and  by  Doebner  and 
Kuntze  (Abstr.,  1889,  411)  by  the  oxidation  of  *-naphthaquinoline 
and  of  a-naphthacincbonic  acids.  The  authors  find  that  they  may  be 
veiy  readily  prepared  by  the  oxidation  of  «-cinnamenyluaphtha- 
cinchonic  acids,  which  may  be  obtained  in  a  similar  way  to  the 
«-cinnanaenylcinchonic  acids  (Doebner  and  Peters,  this  vol.,  p.  17G). 


_ Q  J_J 

a-Cinnamenyl-a.-naphthacinchonic  acid ,  CHPh".CH'C<^  .  I  ’ 

GH.O'LOO  ri 


may  be  prepared  by  dissolving  cinnamaldehyde  (1  mol.)  and 
pyruvic  acid  (1  mol.)  in  ether,  and  adding  an  ethereal  solution  of 
«-naphthylainine  (1  mol.),  cooling  well  during  the  addition.  The 
reaction  may  be  also  carried  out  in  warm  alcoholic  solution.  The  acid 
separates  in  a  few  hours  in  slender,  yellow  crystals,  which  are 
collected,  washed  with  ether,  and  recrystallised  from  acetic  acid.  It 
then  forms  slender,  citron-yellow  needles  which  melt  with  decomposi¬ 
tion  at  256°,  are  insoluble  in  water,  sparingly  soluble  in  ether,  chloro¬ 
form,  and  benzene,  more  readily  in  alcohol  and  acetic  acid.  The 
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alkaline  salts  form  fascicular  aggregates  of  silky  needles,  readily 
soluble  in  water,  whilst  the  salts  of  the  alkaline  earths  form  flocculent 
precipitates,  the  barium  salt,  (C2.Hu]ST02)2Ba,  containing  2  inols.  of 
water.  The  copper  salt,  (C22HuXO>)2Cu  -p  H20,  is  a  greenish-yellow, 
flocculent  precipitate  ;  and  the  silver  salt,  CjiHnXOoAg,  a  voluminous, 
yellow  powder. 

_ C10Hc 

oc-Ginnamenyl-x-naphtJiaquinoline ,  CHPh.CH’C^^jj.^-^-  ,  is  ob¬ 
tained  from  the  foregoing  compound  by  heating  it  alone  or  with  soda- 
lime  ;  a  reddish  oil  distils  over  which  solidifies  on  allowing  its 
ethereal  solution  to  evaporate.  It  crystallises  from  a  mixture  of 
alcohol  and  ether  in  pale-yellowr,  concentrically-grouped  needles 
melting  at  104°.  It  is  insoluble  in  water,  hut  dissolves  readily  in 
ether  and  benzene,  sparingly  in  alcohol,  the  solutions  showing  a  blue 
fluorescence,  whereas  the  solutions  in  sulphuric  and  acetic  acids  have 
a  green  fluorescence.  Its  picrate,  CoiH^N.CeHdXsCb,  crystallises  in 
slender,  golden-yellow  needles  which  melt  at  230°;  and  the  dichromate , 
(C2iH15X)2,H2Cr207,  forms  slender,  orange-red  prisms,  insoluble  in 
water.  The  •platinocldoride,  (02iH,5X)2.H2PtClfi,  is  a  microcrystalline, 
orange -yellow'  precipitate,  sparingly  soluble  in  water  and  alcohol. 

When  a-cinnamenyl-a-naplithacinchonic  acid  is  oxidised  in  the 
cold  with  dilute  potassium  permanganate  solution,  the  oinnamenyl- 
group  is  converted  into  carboxyl,  a-naphthaqiiinolwe-xy-dicarboxylic 

L  _ Q 

acid,  COOH-C<W  t  K being  formed.  This  crystallises  from 
0  H .  O'  C  U  U  hi 

alcohol  in  greenish-yellow,  concentrically-grouped  needles  which  melt 
at  27S°  with  decomposition,  and  are  soluble  in  hot  alcohol  and  acetic 
acid,  and  in  hot  concentrated  mineral  acids.  The  silver  salt, 
Ci5H-;N04Ag2,  and  the  copper  salt,  C13H7XOjCu  +  2H20,  are  obtained 
as  white  and  dirty-green  precipitates  by  adding  silver  nitrate  or 
copper  acetate  to  a  solution  of  the  ammonium  salt.  Ou  distillation, 
the  acid  splits  up  into  carbonic  anhydride  and  a-naphthaquinoline,  the 
latter  being  identical  with  the  compound  obtained  by  fekraup  and 

Cobenzl  (Abstr..  1881,  920;  1SS3,  1010). 

When  either  of  the  foregoing  acids  is  treated  with  potassium  per¬ 
manganate  at  SO — 90°,  oL-phenylenepyridinelcetonedicarboxylic  acid , 
CO- 

1,  >C5NH(COOH)2,  is  formed,  and  may  he  isolated  by  filtering  off 
CgtC  _ 

the  manganese  dioxide,  concentrating,  adding  hydrochloric  acid,  and 
recrystallising  the  precipitate  from  hot  water.  It  forms  long, 
lustrous,  yellow  needles  which  melt  at  264°,  and  are  sparingly  soluble 
in  cold  water,  ether,  and  alcohol,  readily  in  hot  water  and  acetic  acid  ; 
it  also  dissolves  in  alkalis  with  a  red  colour.  The  silver  salt, 
CuHsN05Ag2,  is  a  voluminous,  yellow  precipitate. 

On  distillation,  the  acid  splits  up  into  carbonic  anhydride  and 
«-plienylenep3'ridineketone,  the  properties  of  which  agree  exactly 
with  those  given  by  Skraup  and  Cobenzl  {loc.  cit.) 


£- Cinnamenyl-&-naplithacinchonic  acid ,  CHPhlCH*C<^ 


N — CioH6 

ch:c*cooh’ 
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is  prepared  in  exactly  the  same  manner  as  the  corresponding  «-com- 
pound,  <3-naphthylamine  being  substituted  for  a-naphthylamine.  It 
forms  lustrous,  citron-yellow  needles  melting  at  30o°,  and  is  insoluble 
or  sparingly  soluble  in  the  ordinary  solvents,  crystallising  best  from 
alcohol  containing  a  little  hydrochloric  acid.  The  salts  of  the  alkalis 
and  alkaline  earths  are  crystalline  compounds,  sparingly  soluble  in 
cold,  more  readily  in  hot  water.  The  silver  salt,  CojHuXOjAg,  is  a 
white,  fl occnienr  precipitate. 

The  acid,  like  the  ^-compound,  splits  up  on  heating  by  itself  or 
with  soda-lime  into  «-cinnamenyl-3-naphtha<[uinoline, 

IS - G]oHg 

CHPh:CH-C<cu;(i,1I  6, 

and  carbonic  anhydride.  The  former  crystallises  from  a  mixture  of 
alcohol  and  ether  in  white,  silky  needles  melting  at  17oJ,  and  readily 
soluble  in  acetic  acid,  sparingly  in  alcohol  and  acetone,  and  insoluble 
in  water.  The  plativockloride ,  (Ci2H15X )2,H2PtCI6  +  2H20,  forms 
orange-yellow  plates  which  lose  their  water  of  crystallisation  at  110°. 
The  dichromate,  (C21H15X)2,H2Cr207,  crystallises  in  yellow  needles  ;  and 
the  picrate,  C">iHi5X,Cg113X307.  in  golden-yellow  needles  melting  at 
254°. 

On  oxidation  with  potassium  permanganate  in  the  cold,  a-ciu- 
namenyl-/j-naphthacinchonic  acid  yields  ft  -  n  ap  It  the  q  uinol  ine-zy-d  i- 
carboxylic  acid ,  which  crystallises  in  pale-yellow,  slender  needles 
melting  at  288°,  and  soluble  in  acetic  acid  and  hot  alcohol.  The 
barium  salt,  Ci5H7X04Ba  -f-  H20,  is  a  white,  flocculent  precipitate ; 
and  the  silver  salt,  Ci5H7X04  Ag2,  a  white  precipitate.  On  distillation, 
the  acid  yields  /3-naphthaquiuoline,  which  crystallises  in  white 
plates,  and  is  identical  with  Skraup  and  Cobenzl’s  compound. 

It  follows  from  this  that  a-cinnaiuenyl-/I-naphthacinchonic  acid  has 
the  formula  analogous  to  that  of  phenanthrene  previously  assigned  to 
it,  and  has  not  a  formula  corresponding  with  that  of  anthracene. 

By  the  oxidation  of  both  the  foregoing  acids  with  potassium  per¬ 
manganate  at  80 — 90°,  fi-phenyhnepyridiueketonedicarboxylic  acid, 
QO- 

y  >C5XH(COOH)2,  is  formed.  It  crystallises  from  hot  water  in 
C6H4 

citron-yellow  needles  melting  at  284°,  sparingly  soluble  in  water, 
alcohol,  and  ether,  readily  in  acetone  and  acetic  acid.  It  is  very 
hygroscopic,  and  is  only  completely  diied  at  140°.  Its  silver  salt, 
CJ4H5N05Ag2,  is  a  white,  almost  insoluble  precipitate.  When  heated 
above  its  melting  point,  /I-phenylenepyridincketonedicarboxylic  acid 
loses  carbonic  anhydride,  and  forms  a  yellowish-brown  oil  which 
solidifies  on  cooling,  and  crystallises  from  hot  water  in  colourless 
needles  melting  at  128 — 129°,  readily  soluble  in  alcohol.  It  is  a 
base,  and  is  therefore  readily  dissolved  by  acids  and  reprecipitated  by 
alkalis.  The  platinochloride,  (CI2H7Xb)2,H2PtCl6  +  2H20,  forms 
beautiful,  orange-yellow  needles  which  lose  their  water  of  crystal¬ 
lisation  at  110°.  H.  G.  C. 

Synthesis  of  Pyrazole.  By^L.  Balbiaxo  (Her.,  23,  1103 — 1108). 
— lipiehlorhydrin,  dissolved  in  absolute  alcohol,  was  treated  with 
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hydrazine  hydrate  and  boiled  for  five  hours  in  a  reflux  apparatus. 
On  cooling,  hydrazine  hydrochloride  was  deposited,  and  the  alco¬ 
holic  solution  "left,  on  evaporation,  a  yellow  syrup  easily  soluble 
in  water.  No  definite  compound  could  be  isolated  from  this,  bnt 
it  reduces  platinum  chloride,  and  doubtless  contains  the  compound 

ch-cb2-x2h3 

0<'cn2 

Hydrazine  hydrate  was  then  treated  with  epichlorhydrin  in  a  reflux 
apparatus,  and  when  the  reaction  was  over,  the  mixture  was  heated 
for  30  minutes  on  a  water-bath,  treated  with  powdered  zinc  chloride 
(to  act  as  a  dehydrating  agent),  and  heated  for  an  hour  longer.  The 
resinous  mass  thus  obtained  was  treated  with  water  and  distilled  in  a 
current  of  steam,  the  distillate,  which  contained  pyrazole  and  am¬ 
monia,  being  collected  until  it  ceased  to  give  a  precipitate  with 
mercury  chloride.  The  whole  distillate  was  then  treated  with 
mercury  chloride,  and  the  mercury  compound  of  pyrazole  and 
ammonia  suspended  in  water  and  decomposed  with  hydrogen  sulphide. 
The  solution  was  concentrated,  treated  with  aqueous  potash,  and 
extracted  with  ether.  The  ether  extract  left,  on  evaporation,  colour¬ 
less  needles  of  pyrazole.  C3N2H4,  soluble  in  water,  alcohol,  and  ether, 
having  a  faint  odour  of  pyridine,  melting  at  69’5 — 70°  and  boiling  at 

136 _ 1S8°  under  757’9  mm.  pressure.  In  all  these  properties  it 

resembles  the  substance  obtained  by  Buchner  (Abstr.,  1888,  1274, 
and  1889,  (391),  by  heating  methyl  acetylenedicarboxydiazoacetate. 
The  platinochloride  and  picrate  of  these  two  substances  are  also 
identical. 

Pt/razole  platinochloride,  (C3lST2H4)2,H2PtCl6  -f  2H,0,  forms  yel¬ 
lowish-red  needles  soluble  in  water  and  alcohol.  When  heated  at 
100°,  it  loses  2H20,  and  at  200 — 210°,  loses  4HC1  besides,  forming  the 
compound  (C3N2H3)2PtCI2>  which,  at  a  little  above  250°,  decomposes 
without  melting. 

Pt/razole  picrate,  C^H^CfiHjCNCbVOH,  forms  small,  yellow 
needles  soluble  in  alcohol,  and  slightly  in  cold  water,  and  melting  at 
159—160°.  C.  E.  B. 


The  Relation  between  Cocaine  and  Atropine.  By  A.  Einhorn 
(Per.,  23,  1338 — 1344). — It  has  already  been  shown  by  Ladenburg 
(Abstr..  1883,  670;  1887,  740;  and  this  vol.,  p.  67)  that  the  tropinc 
obtained  from  atropine  is  a  l-methyl-as-hydroxyethyketrahydro- 
pyridine,  the  position  of  the  double  linkage  not  having  been  ascer¬ 
tained.  Buchka  gives,  as  the  most  probable  formula, 

ch2-ch2-ch*ch2-ch2-oh 

CHiCH-Me 

The  tropidine  obtained  from  this  by  elimination  of  water  would  then 

,  ch2-ch2-ch-ch:ch2  ...... 

have  the  formula  £  ,  which  is  closely  connected 

with  the  formula  propose:!  by  the  author  for  anhydroeegonine, 

ch2*ch2-ch-ch:ch-cooh 

CHICH-Me 
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By  the  action  of  concentrated  hydrochloric  acid  at  2S0°  on  anhydro- 
ecgonine,  the  author  obtained  a  mixture  of  pyridine  bases,  one  of 
which  gave  an  anrochloride  melting  at  212°,  the  base  of  which 
appeared  to  have  the  formula  C7 El 13X  (Abstr.,  1SS9,  909)-  A  micro- 
crystallographic  examination  of  this  salt  by  Lehmann  showed  that  it 
contained  an  impurity.  The  base  was  therefore  isolated  as  the 
picrate,  which  is  readily  obtained  pure  by  crystallisation  from  water. 
From  this  pure  compound,  the  anrochloride  and  platinnchloride  may 
be  obtained  in  the  pure  condition.  The  numbers  found  on  analysis 
agree  with  the  formula  CsHiaM,  instead  of  C7H13X,  and  the  crystallo¬ 
graphic  examination  by  Arzruni  and  Lehmann  of  the  three  salts,  and 
the  corresponding  salts  of  tropidine,  has  shown  their  complete  identity. 
The  picrate  from  both  sources  forms  long  crystals  with  a  distinct 
longitudinal  cleavage  ;  the  anrochloride  exists  in  two  enantiotropic 
modifications  which  are  converted  into  one  another  at  a  temperature 
below  the  boiling  point  of  water.  The  platinocbloride  also  exists  in 
two  modifications,  the  one  of  which  is  rhombic,  and  the  other  mono¬ 
clinic,  the  former  having  an  orange  and  the  latter  a  cinnabar-red 
colour. 

These  facts  show,  therefore,  the  genetic  relationships  which  exist 
between  anhydroecognine  and  tropidine,  and  also  support  the  formula 
given  by  Buclika  for  the  latter  compound.  The  onlj'  step  now  want¬ 
ing  for  the  conversion  of  cocai'ne  into  atropine  is  the  formation  of 
tropine  from  tropidine  by  the  addition  of  the  elements  of  water. 

H.  Cr.  C. 

Methylcocai'ne,  By  F.  Ciesel  ( Chem .  Gentr .,  1890,  i.  718—719; 
from  Pharm.  Zeit.,  35,  137 — 138). — The  author  has  isolated  a  well 
characterised  base  from  the  mother  liquors  obtained  in  the  prepara¬ 
tion  of  cocaine  from  eegonine.  It  is  very  readily  soluble  in  ether, 
and  separates  from  this  solvent  as  an  oil,  which  becomes  solid  and 
crystalline  at  a  low  temperature.  It  melts  at  40°.  Its  salts  are 
generally  somewhat  less  soluble  than  those  of  cocaine.  The  nitrate 
especially,  and  also  the  sulphate  and  hydrobromide,  may  be  used  to 
separate  the  new  base  from  cocaine.  With  potassium  permanganate, 
chromic  acid,  and  gold  chloride,  it  behaves  as  cocaine  does.  When 
heated  with  hydrochloric  acid,  benzoic  acid  and  methylecgouine  were 
obtained  in  quantities  corresponding  with  the  formula  of  mefhylcocaine, 
Ci8H23X04.  In  the  hydrolysis  by  hydrochloric  acid,  benzoylmethyl- 
eegonine  hydrochloride  is  obtained  as  a  middle  product.  Benzoyl- 
methylecgonine  differs  from  eegonine  and  anhydroeegonine  in  being 
almost  insoluble  in  absolute  ethyl  and  methyl  alcohols. 

J.  W.  L. 

Berberine  and  Hydroberberine.  By  R.  Gaze  (Chem.  Gentr., 
1890,  i,  590 — 591  ;  from  Zeit.  Katurwixx.  Halle ,  62,  399 — 457). — The 
author  prepares  pure  berberine  from  acetoneberberine , 

CmH17X04,C3Hc0, 

which  is  prepared  from  berberine  sulphate.  50  grams  of  berberine 
sulphate  is  treated  with  luOO  grams  of  water  and  500  grams  of 
acetone,  with  addition  of  sodium  hydroxide.  The  acctuneberbei  ino  is 
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decomposed  by  heating  with  chloroform  and  alcohol  for  12  hours.  The 
pure  berberine  salts  may  be  prepared  from  acetone herberine  by  heat¬ 
ing  it  with  the  acid  until  completely  dissolved.  Berberine,  as  pre¬ 
pared  by  the  author,  contains  5|-  or  6  mols.  H20.  The  compound 
with  6  mols.  is  stable  in  the  air,  but  if  heated  or  if  placed  over 
concentrated  sulphuric  acid  for  some  time,  4  mols.  of  water  are 
liberated,  and  the  alkaloid  now  absorbs  water  and  carbonic  anhydride 
with  avidity. 

TetrabromoherbeHne  hydrobromide,  C2i>HnN04Br4,HBr,  prepared  by 
the  action  of  excess  of  bromine  on  the  aqueous  solution  of  berberine 
sulphate,  forms  dark  red  crystals.  Cold  alcohol  causes  a  loss  of 
2  atoms  of  bromine,  and  by  warming  with  alcohol  the  4  atoms  are 
abstracted,  the  hydrobromide  remaining. 

Bromoform  unites  with  freshly  precipitated  berberine  forming 
bromoform berberine,  a  somewhat  unstable  compound,  being  resolved 
into  tlie  hydrobromide  by  solution  in  acetone  or  benzene,  and  converted 
into  chloroformberberine  by  solution  iu  chloroform;  the  latter  melts  at 
178—179°. 

A  sulphide,  probably  the  pentasulphide,  is  formed  by  the  action  of 
yellow  ammonium  sulphide. 

Hydroberberine,  ChofBiYCh,  first  prepared  by  Hlasiwitz  and  Gilm 
1  iy  the  action  of  sulphuric  acid  (15  c.c.),  glacial  acetic  acid  (20  c.c.),  and 
water  (200  c.c.)  on  berberine  sulphate  (8  grams),  has  been  examined  by 
the  author  regarding  the  following  reactions:  (a)  with  methyl  iodide, 
the  methiodido,  C2oH21N04,iMeI  +  H20,  which  forms  white  crystals 
melting  at  228 — 285°,  is  formed.  ( b )  The  chloride,  C2oH21lS[04,MeCI 
+  3H20,  is  obtained  from  the  last  named  by  the  action  of  silver 
chloride,  (e)  the  hydroxide,  Cb0Ho|]5TOj,AleOH  +  3AhT20  (P),  which 
melts  at  102  — 104°,  and  is  unstable  and  crystalline,  is  prepared  from 
the  iodide  by  means  of  moist  silver  oxide.  When  heated  in  a  current 
of  hydrogen,  the  methyl-group  becomes  combined  in  the  berberine 
molecule,  forming  methylhydroberberine,  C^H^NOi  +  2H20,  which 
forms  colourless  needles  melting  at  224 — 226°.  ( d )  Hydroberberine 

ethiodide ,  C20H21XO4EtI  +  H20,  melts  at  223  —  225°.  (e)  Hydro - 

berberine  ethochlorvle  contains  2£  mols.  of  water,  and  melts  at 
138 — 140°  in  its  water  of  crystallisation,  and  at  225°  when  anhydrous. 
( /’)  Ethybmimonium  base ,  C20H21XOj,EtO  H  +  4hhO,  melts  at 
158 — 101°,  and  forms  colourless  crystals,  which  are  exceedingly 
bitter;  from  this,  eihylhydroberberine ,  C22H25N04  +  4^H20,  is  obtained, 
wbicb  melts  at  233 — 235°,  forms  colourless  crystals,  and  does  not 
behave  as  a  tei'tiary  base.  Bromine  forms  an  unstable  perbromide 
with  hydroberberine.  J.  W.  L. 

Stability  of  Oxy  haemoglobin.  By  G.  Yeo  ( Proc .  Physiol.  Soc., 
1890,  7). — Tubes  were  tilled  with  much  diluted  blood  and  sealed,  the 
whole  of  the  operations  being  performed  with  antiseptic  precautions. 
Six  years  later,  the  bands  characteristic  of  oxyhsemoglobin  were  still 
visible  in  most  of  the  tubes  (compare  this  voh,  p.  651). 

W.  D.  H. 

Methsemoglobin  and.  Sulphur-methaemoglobin.  By  T.  Araki 
(Zeit.  physiol.  Chem.,  14,  405 — 415). — The  typical  absorption  band  of 
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niethsemoglobin  is  between  the  C  and  D  lines  of  the  solar  spectrnm  ; 
two  other  bands  are  also  described,  situated  approximately  iu  the 
positions  of  the  n-  and  /3-bands  of  oxy haemoglobin.  Many  writers 
regard  these  bands  as  due  to  meihtemoglobin  itself;  the  author,  how¬ 
ever,  considers  that  they  are  due  to  admixture  with  oxyhmmoglobtu, 
because  their  intensity  does  not  necessarily  vary  with  the  concentra¬ 
tion  of  the  solution,  as  the  typical  band  in  the  red  does.  On  treating 
solutions  of  carbonic  oxide-haemoglobin  with  potassium  ferricyanide, 
methannoglobin  is  formed  slowly. 

Experiments  were  performed  in  order  to  see  what  happens  when  a 
solution  of  methaemoglobin  is  allowed  to  undergo  putrefaction  in  a 
sealed  tube;  the  following  were  the  results  obtained At  first, 
methaemoglobin  disappears,  and  the  bands  of  oxyhaemoglobin,  then 
that  of  hmmoglobin  appears;  by  shaking  the  latter  with  the  air,  oxy- 
hmmoglobin  is  again  formed. 

Sulphur-methmmoglobin  is  the  substance  which  gives  the  greenish 
hue  to  dead  bodies  during  putrefactive  processes;  it  was  originally 
described  by  Hoppe-Seyler  (Med.  Centr.,  1863,  Xo.  AS).  It  can  be 
obtained  from  blood  by  passing  oxygen  and  hydrogen  sulphide 
through  it.  The  lines  of  the  solar  spectrum  coincided  with  the 
following  numbers  on  the  scale  used;  C  =  46  ;  D  =  SO;  E  —  125  • 
b  =■  134;  F  =  165.  The  absorption-bands  of  an  aqueous  solution  of 
sulphur-methmmoglobin  were  as  follows:  la  =  45 — 55,  ill-defined ; 
15  =  60 — 68,  dark  and  well  marked;  the  space  55 — 60  was  shaded. 
On  shaking  this  solution  with  the  air,  oxyhsemoglobin  was  formed; 
by  the  action  of  sodium  hydroxide,  hsemochromogen  makes  its 
appearance;  the  group  of  atoms  which  is  present  as  hgemochromogen 
in  haemoglobin  is  thus  also  present  as  such  in  sulphur-methasmo- 
globin.  All  attempts  to  obtain  sulphur-methaemoglobin  in  a  crystal¬ 
line  form,  or  to  obtain  haemin  crystals  from  it,  or  to  obtain  a  sulphur 
containing  hmmatin  from  it,  failed.  W.  D.  H. 
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Decomposition  of  Ethereal  Salts  in  the  Alimentary  Canal. 

By  H.  K.  L.  Baas  (Zeit.  physiol.  Chevi.,  14,  416 — 436). — Researches 
on  the  digestion  of  fats  have  shown  that  these  substances  undergo  only 
a  small  amount  of  decomposition  in  the  intestine,  and  theories  have 
been  formulated  to  explain  how  this  assists  the  absorption  of  the 
emulsified  fats.  It  was  thought  that  some  light  might  be  thrown  on 
the  subject  by  investigating  simpler  substances  having  a  similar  con¬ 
stitution  to  the  fats.  The  drugs  were  taken  by  the  experimenter 
himself,  or  administered  to  dogs,  and  the  urine  and  fasces  subsequently 
examined,  in  order  to  see  how  much  of  the  material  taken  had  under¬ 
gone  decomposition.  The  following  example  of  an  experiment  will 
serve  as  an  illustiation  of  the  methods  adopted  and  results  obtained, 
von.  LYIll.  3  y 
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This  experiment  (on  a  dog)  lasted  seven  days;  on  the  fourth  dav, 
5  grams  of  methyl  salicylate  was  given;  the  following  table  gives 
analytical  details  regarding  the  urine  : — 


Day. 

Total  excretion  of  sulphates. 

B:A. 

A.  Normal  sulphates. 

B.  Ethereal  hydrogen 
sulphates. 

1 . 

0'4O52 

0-0628 

1  :  6  -48 

‘> 

0  -454.8 

0  -0802 

1  :  5-67 

3 . 

0  -2264 

0  '0394 

1  :  5  '75 

4 . 

0-1204 

0  0245 

1  :  4  -92 

5 . 

0-8202 

0*4195 

1  :  1  -95 

0 . 

0-3468 

0-1017 

1  :  3  -43 

7 . 

0  -1804 

0-0290 

1  :  0  22 

From  the  first  to  the  fourth  day,  the  daily  average  of  ethereal 
hydrogen  sulphates  was  0  0513.  The  increase  of  these  on  the  fifth 
and  sixth  days  corresponds  with  12'98  per  cent,  ofthe  drug  given.  The 
amount  of  salicyluric  acid  in  the  urine  of  the  fifth,  sixth,  and  seventh 
days  was  T517  gram  ;  adding  this  to  the  increase  of  ethereal  hydrogen 
sulphates,  it  is  calculated  that  23'68  percent,  of  the  drug  is  accounted 
for,  and,  therefore,  that  amount  probably  underwent  decomposition  in 
the  body.  Another  drug  investigated  was  salol  (phenyl  salicylate)  ; 
it  was  much  more  fully  decomposed  (from  43  to  69  per  cent.),  and 
this  produced  much  greater  toxic  effects  than  the  first  mentioned. 

The  following  table  gives  the  mean  results  obtained  in  this,  and 
previous  researches  of  the  same  nature:  — 


Drug. 

Glyceryl  benzoate 
Phenyl  succinate. 
Phenyl  benzoate  . 

Phenyl  carbonate 
Phenyl  sal  icy 

(salol)  . . 

Ethyl  salicylate.  . 
jUethyl  salicylate 
Neutral  fats . 


The  present  resear 


Amount  of  decomposition  in  the  body. 

.54.  01-0,  and  07  per  cent,  f  Sjlimiedeberp 

S4  per  cent .  . {ArA.ap.Path. 

r,  1  i  ,  1  u.  rharmak., 

tomI,lete .  [ie,  387). 

6S'33  per  cent.  (Lesnik,  ibid.,  24,  167). 


ate 


43‘95  and  69  06  per  cent.  1  D  , 

3131  percent.  . .  [Present  r, 

23  66  and  24  75  per  cent.  J  sefuc 
Very  slight  (Cl.  Bernard,  Maly,  Munk) 


ch  shows  that  only  a  comparatively  small  amount 


of  the  drug  given  undergoes  decomposition. 


TV.  D.  H. 


Proteids  of  Liver  and  Kidney  Cells.  By  TV.  D.  Halliburton' 
( Proc .  Physiol.  Soc .,  1S90.  7). — The  proteids  obtainable  from  liver  and 
kidney  cells  belong  almost  exclusively  to  the  class  of  globulins.  The 
nucleo-albumin,  which  was  previously  described  in  lymph  cells 
(Abstr..  1888,  974),  is  absent  from  liver  cells,  but  present  in  kidney 
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colls.  No  evidence  of  true  myosin  or  myosinogen  is  found  in  either. 
Although  portions  of  the  fresh  tissues  are  found  to  hasten  the 
coagulation  of  salted  blood-plasma,  and  of  hydrocele  and  pericardial 
fluids  very  considerably,  this  power  is  destroyed  at  a  fairly  low 
temperature,  and  all  attempts  to  prepare  fibrin-ferment  from  the  cells 
by  Schmidt’s  alcohol  method  failed.  W.  D.  H. 


The  Proportion  of  Blood  to  Body  Weight.  By  S.  M.  Cope- 
man  and  C.  S.  Sherrington  ( Proc .  Physiol,  fc'oe.,  1800,  8 — 0). — The 
method  employed  for  determining  the  proportion  of  the  weight  of 
the  blood  to  that  of  the  whole  body  is  one  which  can  be  readily 
performed  on  the  living  animal,  and  may  be  best  described  by  an 
example: — A  rabbit  was  anaesthetised  with  chloral  and  chloroform, 
and  the  right  cervical  sympathetic  was  divided  ;  a  drop  of  arterial 
blood  taken  from  the  right  ear  was  then  ascertained,  by  the  method 
of  Roy  (Abstr.,  1887,  G08),  to  be  of  a  certain  specific  gravity  (in  this 
experiment  1‘0520)  ;  30  c.c.  of  0'7o  sodium  chloride  solution  having 
a  specific  gravity  of  T0046  at  a  temperature  of  38°  was  then  injected 
into  the  external  jugular  vein  in  15  seconds.  30  seconds  later,  a 
drop  of  arterial  blood  was  again  taken  from  the  right  ear,  and  the 
sp.  gr.  of  it  estimated  as  before  (found  in  this  experiment  to  be 
1-0470).  The  weight  of  the  animal  before  the  injection  was 
3572  grams  ;  no  solid  food  had  been  given  for  30  hours  before  the 
experiment.  On  two  assumptions,  (i)  that  the  blood  and  injected 
fluid  were  thoroughly  mixed  together  in  the  30  to  45  seconds;  and 
(ii)  that  only  a  negligible  quantity  had  escaped  from  the  circulation 
in  that  time,  the  calculation  ran  as  follows : — 


30.  1-0046  +  1-0520  =  (30  +  a-)  1 '0470, 
x  =  254’4  c.c.  weighing  267"6  grams. 


267-6 

3572 


7" 40  p.  c.  of  body  weight. 


It  is  urged  that  the  method  gives  results  which  are,  at  least,  trust¬ 
worthy  for  comparison  one  with  another.  Working  with  it,  it  was 
found  that  young  animals  possess  relatively  to  body  weight  a  larger 
quantity  of  blood  than  adult  animals,  and  that  in  a  period  of  absten¬ 
tion  from  food,  water  being  allowed,  the  amount  of  blood  relatively 
to  the  body  weight  increases  very  largely. 

Experiments  on  dilution  of  the  circulating  blood  were  also  per¬ 
formed.  30  c.c.  of  saline  solution  injected  quickly,  namely,  in 
20  seconds  per  verntm,  appears  to  become  thoroughly  mixed  with  the 
circulating  bluod  in  30  to  45  seconds.  Physiological  saline  solution 
thrown  into  the  circulation  is  removed  from  it  with  very  great 
rapidity,  for  instance,  30  c.c.  injected  into  the  circulation  of  the 
rabbit  may  almost  completely  disappear  from  it  in  10  minutes’  time. 
This  immediate  disappearance  does  not  take  place  to  any  great  extent 
by  the  kidneys — the  rate  of  removal  not  being  appreciably  less  rapid 
after  taking  the  kidneys  out  of  the  circulation.  The  rate  of  removal 
is  hardly  appreciably  altered  by  cutting  the  limbs  out  of  the  circula¬ 
tion,  nor  by  section  of  the  spinal  cord  behind  the  bulb.  By  con- 
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tinuous  injection  of  “  normal  ”  saline  solution,  the  sp.  gr.  of  the 
blood  may  be  kept  for  an  hour  at  T030,  the  normal  being  l'Ooo, 
without  production  of  any  obvious  sigus  of  distress  ;  naturally,  the 
urinary  and  other  secretions  become  greatly  increased,  and  of  a 
watery  character.  Haemorrhage  causes  a  fall  in  the  sp.  gr.  of  the 
blood,  reaching'  its  lowest  20 — 30  minutes  after  the  hasmorrhage. 
Division  of  the  spinal  cord  behind  the  bnlb  also  causes  a  fall  in  the 
sp.  gr.  of  the  blood ;  this  fall  is  slight,  and  reaches  its  full  extent 
almost  immediately.  By  injection  of  a  strong  solution  of  sugar  or 
sodium  chloride,  the  sp.  gr.  of  the  circulating  blood  may  in  a  few 
minutes  be  lowered  by  20  degrees.  100  c.c.  of  water  placed  in  the 
peritoneal  cavity  of  a  rabbit  may  disappear  from  it  completely  in 
eight  hours  without  a  lowering  of  sp.  gr.  of  the  circulating  blood, 
except  to  the  extent  of  half  a  degree  for  a  varying  number  of  minutes 
immediately  after  the  placing  of  the  fluid  in  the  peritoneal  cavity; 
the  water  is,  however,  during  the  eight  hours  largely,  if  not  entirely, 
got  i*id  of  in  the  urinary  and  intestinal  secretions.  The  sp.  gr.  of 
blood  from  the  jugular  had  on  many  occasions  been  compared  with 
that  from  the  carotid,  but  had  never  been  observed  to  differ  from  it 
by  more  than  so  slight  an  extent  as  to  leave  the  matter  dubious.  On 
the  other  hand,  the  blood  of  the  splenic  vein  had  on  several  occasions 
been  found  to  be  of  a  higher  sp.  gr.  than  the  arterial  blood  ;  also  on 
several,  but  fewer,  occasions,  the  blood  of  the  renal  vein  had  been 
found  to  be  of  lower  sp.  gr.  than  the  arterial  blood  (compare  this  vol., 
p.  S08).  In  an  area  in  which  there  is  obstruction  to  the  circulation 
from  the  venous  side,  the  blood  rapidly  becomes  of  high  sp.  gr.,  and 
may  be  found  20  degrees  higher  than  before  the  obstruction.  A  very 
constant  effect  of  operative  interference  with  the  peritoneal  cavity  is 
a  heightening  of  the  sp.  gr.  of  the  circulating  blood;  the  mere 
opening  of  the  peritoneal  cavity  through  the  linea  alba  may  be 
followed  by  an  increase  of  the  sp.  gr.  of  the  blood  to  the  extent  of 
six  or  seven  degrees,  this  increase  reaching  its  maximum  a  variable 
number  of  hours  after  the  operation  (compare  this  vol.,  p.  393). 
Abstention  from  food,  except  water,  at  first  causes  a  diminution  in  the 
sp.  gr.  of  the  blood;  later,  the  sp.  gr.  of  the  blood  increases,  and 
becomes  in  time  considerably  above  its  normal  as  observed  before  the 
commencement  of  the  period  of  abstention.  W.  D.  H. 

Is  Free  Hemoglobin  present  in  the  Blood-plasma  of  the 
Splenic  Vein  9  By  E.  A.  Schafer  ( Proc .  Physiol.  Soc .,  1890,  9 — 10). 
— The  observations  were  made  for  the  purpose  of  testing  the  state¬ 
ment  which  occurs  in  many  text-books  of  physiology  (the  origin  of 
which  appears  to  be  obscure)  that  the  blood-plasma  of  the  splenic  vein 
normally  contains  free  haemoglobin.  The  method  adopted  was  to 
allow  the  blood  to  flow  directly  from  the  vein  into  a  carefully  cleaned 
and  previously  superheated  glass  tube,  within  which  it  was  allowed  to 
coagulate,  and,  after  the  shrinking  and  subsidence  of  the  clot,  the 
serum  was  then  examined  with  the  spectroscope.  In  every  case  a 
control  tube  of  arterial  blood  of  the  same  animal  was  taken  at  the 
same  time.  The  blood  of  a  large  number  of  animals  of  different 
kinds  (rabbit,  cat,  dog,  inoukey),  killed  at  various  stages  of  digestion, 
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lias  been  in  this  way  examined  in  the  course  of  the  last  two  years, 
with  the  result  of  proving  that  free  haemoglobin  is  normally  absent 
both  in  the  blood-plasma  of  the  splenic  vein  and  in  that  of  arterial 
blood.  In  some  of  the  experiments,  the  serum  from  both  sources 
was  found  to  be  slightly  coloured  with  free  luemoglobin,  but  not  more 
so  in  the  case  of  that  derived  from  the  blood  of  the  splenic  vein  than 
in  that  derived  from  the  general  arterial  blood ;  indeed,  there  was 
sometimes  a  preponderance  in  favour  of  the  arterial  serum.  The 
opinion  is  held  that  such  coloratiou  is  not  normal,  but  is  due  to  the 
setting  free  of  some  of  the  haemoglobin  by  a  destruction  of  red 
corpuscles  resulting  from  an  accidental  cause,  which  in  these  experi¬ 
ments  was  probably  to  be  lookod  for  in  the  chloroform  or  ether  which 
had  been  administered  as  an  anaesthetic.  W.  D.  H. 

Lecithin  and  Cholesterin  in  Red  Blood  Corpuscles.  By  P. 

Manasse  ( Zeit .  physiol.  Client.,  14,  437 — 452), — The  cholesterin  in 
the  red  corpuscles  of  the  blood  is  identical  with  that  obtained  from 
gall-stones,  in  melting  point,  specific  rotatory  power,  and  re¬ 
actions.  The  rotatory  power  in  chloroform  solutions  sinks  with  a 
rise  of  temperature.  The  corpuscles  contain  as  a  mean  0151  per 
cent,  of  cholesterin.  The  lecithin  of  the  red  corpuscles  is  similarly 
identical  with  that  obtained  from  egg-yolk,  brain,  Ac.  The  decom¬ 
position-products  are  in  all  cases  the  same.  The  corpuscles  contain 
as  a  mean  1  867  per  cent,  of  lecithin.  IV.  D.  H. 

Pernicious  Anaemia.  By  W.  Hunter  (Brit.  Med.  Jnum.,  1890, 
ii,  1 — 4,  81 — S5). — A  case  of  this  disease  is  described  with  clinical 
details.  The  urine  was  normal  in  quantity,  of  low  specific  gravity, 
and  contained  as  its  principal  pigment  “pathological  urobilin  ”  (com¬ 
pare  this  vol.,  p.  400).  Occasionally  cells  of  renal  origin  containing 
blood-pigment  were  present.  The  urine  contained  excess  of  iron ; 
the  average  secretion  of  iron  in  the  urine  in  health  is  from  3  to  5 
milligrams  daily  ;  in  three  cases  of  chlorosis  it  averased  1'76  milli¬ 
grams  ;  in  the  present  case  it  varied  from  0*5  to  32*3  milligrams. 
The  liver  was  found  to  be  richer  in  iron  than  normal. 

The  opinion  was  formerly  expressed  (Abstr.,  1888,  1324)  that  the 
destruction  of  the  blood  corpuscles,  characteristic  of  the  disease, 
which  occurs  in  the  porta]  circulation,  and  which  is  similar  in  essen¬ 
tial  characteristics  to  that  produced  by  poisoning  with  toluylene- 
diamine,  is  probably  brought  about  by  certain  poisonous  agents  of  a 
cadaveric  nature  absorbed  from  the  intestinal  tract.  Special  atten¬ 
tion  was  therefore  directed  to  the  products  of  putrefaction  in  the 
urine.  Estimation  of  the  ethereal  hydrogen  sulphates  and  their 
ratio  to  the  normal  sulphates  showed  that  the  absolute  amount  of 
putrefaction  as  measured  by  that  of  the  aromatic  sulphates  was  not 
increased;  the  normal  ratio  of  the  two  classes  of  sulphates  was,  how¬ 
ever,  considerably  altered,  being  1  :3  instead  of  the  normal  1:10. 
Improvements  in  the  patients’ condition  were  coincident  with  returns 
to  the  normal  ratio. 

It  was  further  found  that  the  urine  contained  a  ptomaine,  putre- 
scinc  (tetramethylencdiamine),  a  substance  absent  in  the  urine  of 
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health,  and  that  of  most  diseased  conditions,  but  present  in  that  of 
cystinuria,  and  probably  also  in  that  of  cases  of  cholera  (see  Bau¬ 
mann  and  Udranszkv,  Abstr.,  1889,  1024).  In  one  specimen 
another  diamine  which  was  not  fully  identified  was  also  discovered. 
These  diamines  are  not,  however,  markedly  toxic,  and  they  can 
hardly  be  considered  the  poisons  that  produce  the  blood-destruction, 
but  their  presence  indicates  the  existeuce  of  certain  special  micro¬ 
organisms  in  the  alimentary  tract,  and,  therefore,  a  condition  more 
than  any  other  favourable  to  the  production  of  other  and  more 
poisonous  alkaloids  not  yet  discovered. 

A  further  support  to  the  supposition  that  the  alimentary  tract  is 
the  seat  of  the  formation  of  the  poison  was  found  in  the  fact  that 
the  gastro -intestinal  mucous  membrane  was  distinctly  unhealthy  m 
appearance,  showing  well-defined  patches  of  inflammation  resembling 
those  frequently  seen  in  the  kidney  when  that  organ  is  the  seat  of 
localised  infection  with  pathogenic  microbes.  The  neighbouring 
lymphatic  glands  were  similarly  affected.  W.  D.  H. 

Cystin  in  the  Urine.  By  S.  Del^pine  ( Proc .  Roy.  Soc.,  47, 
198). — The  examination  of  several  specimens  ot  urine  from  which 
cystin  was  deposited  led  to  the  following  conclusions: — 

1.  That  the  simple  addition  of  an  acid  in  which  cystin  is  not 
soluble  is  not  sufficient  to  separate  cystin  from  the  urine,  and  there¬ 
fore  that  the  theory  generally  held  as  to  the  state  of  combination  of 
cystin  in  the  urine  is  probably  inaccurate. 

2.  That  a  compound  exists  in  certain  urines  which  under  the  in¬ 
fluence  of  a  fermentation  yields  cystin. 

3.  That  the  fermentation  is  due  to  the  growth  of  an  organism 
which  can  seemingly  be  separated  from  the  urine  by  ordinary  filtra¬ 
tion,  and  muse  therefore  be  a  large  organism,  possibly  a  torula. 

4.  That  the  cases  recorded  in  which  cystin  has  been  found  de¬ 

posited  in  the  kidneys  and  liver  indicate  that  the  fermentation  may 
begin  in  the  organism.  \V.  D.  H. 

Action  of  Related  Chemical  Compounds  on  Animals.  By 

W.  Gibbs  and  II.  A.  Hare  (Avier.  Chem.  J.,  12,  305 — 379;  compare 
this  vol.,  pp.  280  and  813). — The  Toluidines. — Orthotoiuidine,  both  in 
the  frog  and  in  the  dog,  produces  decreased  reflex  activity  and  power, 
followed  by  an  increase  in  both  these  functions,  and  finally  by  another 
decrease,  deepening  into  paralysis,  coma,  and  death.  It  has  but  little 
effect  on  the  heart,  except  by  direct  contact  when  in  large  amount, 
but  it  causes  a  breaking  down  of  the  blood  with  formation  of  methne- 
moglobin,  and  a  depression  of  the  spinal  cord.  In  the  warm-blooded 
animal  it  produces  a  marked  fall  of  temperature  equal  to  4°  or  5°. 
Death  is  produced  by  respiratory  failure,  and  eventually  the  heart 
stops  in  diastole.  The  pulse  is  slowed  through  depression  of  the  heart- 
muscle,  not  through  stimulation  of  the  pneumogastric  nerves.  The 
vaso-motor  system  is  also  depressed.  Metatoluidine  chauges  the  blood 
into  methcemoglobin,  and  produces  a  loss  of  reflex  activity  due  to  de¬ 
pression  of  the  spinal  cord.  It  lowers  the  bodyT  temperature  very 
remarkably,  but  only  affects  the  circulation  when  administered  in 
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huge  doses.  It  kills  chiefly  by  respiratory  failure,  except  when  sent 
r)i  masse  into  the  heart,  when  it  kills  hv  simultaneous  respiratory  and 
cardiac  failure.  Paratoluidiue,  like  the  ortho-compound,  produces 
depression,  followed  by  temporary  increase  and  final  loss  of  reflex 
activity.  Its  dominant  action  is  also  destruction  of  the  blood  cor¬ 
puscles  and  formation  of  methremoglobin.  It  depresses  the  spinal 
cord,  and  kills  by  respiratory  failure,  the  heart  beating  for  some 
moments  afterwards.  Under  its  influence,  it  is  found  that  in  the  case 
of  the  frog’s  heart  the  auricle  beats  twice  to  a  single  beat  of  the 
ventricle.  When  brought,  in  large  amount,  into  direct  contact  with 
the  heart,  it  arrests  this  viscus  in  diastole.  In  small  doses  of  0  031  gram 
per  kilo.,  it  causes  an  increase  of  pulse-rate,  which  is  not  due  to 
vagal  depression.  The  lethal  dose  when  injected  into  the  jugular 
vein  is  (J'20S  gram  of  ortlio-,  O' 125  gram  of  meta-,  and  O' 10  gram  of 
para-toluidine  per  kilo,  of  body  weight,  but  it  varies  greatly  with  the 
rapidity  of  injection. 

The  Dihydric  Phenols. — Catechol  causes  epileptic  convulsions,  ac¬ 
companied  by  a  slowing  of  the  pulse,  due  to  vagal  stimulation,  and 
a  fall  of  blood-pressure;  death  ensues  from  respiratoryfailure,  the 
heart  continuing  to  beat  for  a  few  moments  later.  The  blood  is  also 
changed  in  appearance.  Resorcinol  causes  epileptic  convulsions  with 
a  fall  of  blood-pressure,  due  to  its  action  on  the  vaso-motor  system,  and 
a  slowing  of  the  pulse,  due,  at  least  in  part,  to  peripheral  vagal 
stimulation.  The  heart  is  not  depressed,  and  death  ensues  from 
respiratory  failure,  probably  from  the  action  of  the  blood.  Quinol 
causes  convulsions  accompanied  by  a  fall  of  blood  pressure,  due  to 
a  slowing  of  the  pulse,  or  in  the  case  of  a  larger  dose  by  a  rise  of 
blood-pressure,  due  to  increased  force  of  the  heart  beat.  The  pulse 
is  at  first  slowed  by  stimulation  of  the  vagus,  and  then  becomes 
very  rapid,  owing  to  peripheral  pneumogastric  palsy.  The  appearance 
of  the  blood  is  also  much  changed.  The  lethal  dose  is  of  catechol 
0  04  to  0'05  gram,  of  resorcinol  0 '7  to  l'O  gram  of  quinol  0'08  to 
0'1  gram  per  kilo,  of  body  weight,  injected  into  the  jugular  vein. 

Ttihydric  Phenols. — Pliloroglucinol  and  Pyrogallol. — Both  these 
substances  slow  the  pulse  by  vagal  stimulation,  both  change  the 
appearance  of  the  blood,  and  both  kill  by  vagal  stimulation,  direct  or 
indirect.  The  lethal  dose  is  of  pliloroglucinol  l'O  to  1'2  gram,  of 
pyrogallol  0'08  to  O'l  gram  per  kilo,  of  body  weight,  injected  into  the 
jugular  vein.  C.  P.  B. 

Physiological  Action  of  Hyoscine  Hydrochloride.  By  Pav- 
loff  (St.  Petersburg  Med.-chi.  Acad.  Dissertations ,  No.  9,  1889—90). 
— From  observations  on  warm-blooded  animals  with  doses  varying 
from  0  00005  gram  to  0'02  gram,  per  kilo,  of  body  weight,  it  was 
found  that  the  beat  is  first  slowed  from  stimulation  of  the  inhibitory 
apparatus.  It  is  then  quickened  from  a  paralysing  action  on  the 
peripheral  inhibitory  apparatus.  The  blood  pressure  is  increased  by 
stimulation  of  the  vaso-motor  apparatus,  especially  the  centres  in  the 
brain  and  spinal  cord.  The  respiratory  centre  is  stimulated  to  a 
slight  extent  by  large  doses.  The  salivary  secretion  is  diminished. 
The  temperature  is  not  altered.  The  acidification  of  the  blood  is 
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not  hastened.  The  irritability  of  the  brain  is  diminished.  The 
sense  of  touch  is  not  affected,  although  the  perception  of  pain  is  some¬ 
what  diminished.  The  pupils  are  quickly,  markedly,  and  persistently 
dilated  from  stimulation  of  the  sympathetic  nerves.  The  pharmaco¬ 
logical  action  is  very  similar  to  that  of  atropine,  but  the  latter  does  not 
lower  the  irritability  of  the  brain  cortex.  T.  M. 


Chemistry  of  Vegetable  Physiology  and  Agriculture. 


The  Fungus-symbiosis  of  the  Leguminosae.  By  B.  Frank 
( Tagebl .  Versamml.  deut.  Naturforsch .  Aertzte,  1889,  257 — 259). — In 
the  first  part  of  the  paper,  the  conditions  and  mode  of  formation  of 
nodules  on  the  roots  of  peas,  lupins,  and  beans  are  discussed.  In  the 
infected  plants  not  only  the  root  nodules,  but  the  above-ground 
organs  (stems,  leaf-stalks,  &c.)  of  the  plants  are  found  to  contain 
bacteroids.  The  roots  of  Phaseolus  vulgaris  always  have  nodules  con¬ 
taining  bacteroids,  even  in  a  sterilised  soil.  With  regard  to  the 
physiological  meaning  of  the  symbiosis,  the  author  considers  that 
Hellriegel  was  premature  in  maintaining  that  the  bacteria  of  the  root 
nodules  bring  free  nitrogen  into  combination,  and  so  make  it  available 
to  the  plant,  and  gives  the  following  reasons  : — When  peas  and  lupins 
are  grown  in  ignited  sand  containing  mineral  but  no  nitrogenous 
nutriment,  an  extraordinary  difference  is  shown,  according  to  whether 
a  small  amount  of  a  fertile  soil  is  added  or  not.  It  is  true  that  the 
sand  contains  no  nitrogen,  but,  at  the  same  time,  all  the  organic  con¬ 
stituents  of  an  ordinary  soil  are  also  wanting.  The  difference  brought 
about  by  the  infection  consists  in  a  whole  series  of  phenomena,  re¬ 
sulting  in  the  strengthening  of  the  whole  plant.  If  the  non-infected 
sand  is  manured  with  nitrate,  there  is  practically  no  result  with 
lupins,  and  very  little  with  peas,  indicating  that  it  is  not  the  want  of 
nitrogen  which  is  overcome  by  the  symbiosis.  The  fertilising  action 
of  the  rhizoplasmidium  is  further  seen  in  (1)  the  increase  of  total 
produce,  (2)  the  increased  chlorophyll-production,  (3)  the  more 
energetic  carbon-assimilation,  (4)  the  formation  of  nodules  rich  in 
albuminoids,  (5)  the  increased  production  of  flower,  fruit,  and  seed, 
and  of  carbonaceous  and  nitrogenous  vegetable  substance.  In  the 
case  of  peas  and  lupins,  this  increased  production  will  also  take  place  in 
soil  containing  humus  but  free  from  organisms,  and  therefore  without 
nodule-formation  ;  the  plants  develop  even  better  in  a  sterilised  than 
in  a  non-sterilised  soil. 

With  regard  to  Phaseolus  vulgaris ,  the  plants  will  not  thrive  in  a 
soil  free  from  nitrogen,  whether  iufected  or  not,  but  develop  well  in 
soil  containing  humus.  X.  H.  M. 

The  R61e  of  Sugar  and  its  Development  during  the  Growth 
of  the  Beetroot.  By  E.  Dcrin  (Pied.  Centr.,  19,  337 — 338). — The 
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disappearance  of  sugar  from  the  beetroot  during  the  second  period  of 
its  growth  is  not  due  to  seed  formation  alone;  a  considerable  portion 
is  used  up  in  developing  other  organs.  A  bed  of  beetroot  at  the  period 
of  ripeness  was  divided  into  two  equal  parts,  the  one  part  being  left 
exposed  to  light  and  the  other  kept  dark.  The  plants  kept  in  the 
dark  lost  their  green  leaves  and  formed  a  crown  of  yellow  leaves.  At 
the  commencement  of  the  experiments  the  sap  of  the  roots  contained 
G'95  per  cent,  of  sugar.  After  eight  weeks,  the  sap  of  those  plants 
which  were  kept  in  the  dark  contained  3' 15  per  cent,  of  sugar,  so 
that  half  the  sugar  had  beeu  used  up  in  forming  new  leaves.  The 
rest  of  the  plants  were  then  kept  covered,  and  remained  healthy  until 
the  percentage  of  sugar  sank  to  about  0'5 — 0‘6,  when  they  showed  a 
mark  which  spread  quickly  until  the  whole  root  was  rotten.  Other 
experiments  were  made,  the  results  of  which  also  show  that  sugar  is 
taken  up  from  the  roots  to  form  stalks  and  leaves,  and  that  the  root 
dies  when  all  the  sugar  is  used  up.  N.  H.  M. 

Assimilation  of  Carbon  by  Green  Plants  from  certain 
Organic  Compounds.  By  E.  H.  Acton  ( I’roc .  Iioij.  Soc.,  47, 
150 — 175). — A.  Meyer  ( Bo  tan .  Zeitung  for  18SG,  pp.  81,  105,  129, 
145)  found  that  starch  was  formed  by  leaves  placed  in  solutions  of 
various  organic  substances.  The  author  has  extended  this  investiga¬ 
tion,  both  by  using  a  greater  variety  of  solutions  and  by  supplying 
them  not  only  directly  to  the  leaves,  but  also  through  the  medium  of 
the  roots.  He  operated  in  all  on  15  different  species,  some  of  which 
were  water  plants.  His  principal  experimental  results  are  as 
follows : — 

Starch  is  formed  when  the  following  substances  are  supplied  either 
to  the  leaves  or  to  the  roots:  glucose,  cane-sugar,  inulin,  glycerol. 

Starch  is  formed  when  soluble  starch  is  supplied  to  the  leaves,  but 
not  when  it  is  supplied  to  the  roots. 

Humus  extract,  obtained  by  digesting  leaf-mould  with  dilute 
alcohol  and  filtering,  forms  starch  when  supplied  to  the  roots,  but  not 
when  given  directly  to  the  leaves. 

Starch  is  not  formed  under  any  circumstances  with  acraldehyde 
(and  compounds),  allyl  alcohol,  dextrin,  glycogen,  acetaldehyde  (and 
compounds),  levulinic  acid,  artificial  humus  from  cane-sugar. 

Glucose  is  more  readily  taken  up  by  roots  than  cane-sugar,  and 
may  all  be  withdrawn  from  a  1  per  cent,  solution. 

Many  green  plants  (?  all)  behave  in  the  same  manner  to  the  above 
substances.  J.  W. 

Presence  and  Behaviour  of  Nitric  Acid  in  Plants.  By  Sekno 
( Ghent .  Gentr .,  1890,  i,  592 — 593;  from  Landw.  Jahrb.,  18,  87 7 — 905). 
— The  author  has  examined  a  large  number  of  plants  for  nitric  acid, 
and  has  found  it  present  in  nearly  all.  In  some  it  is  present  in  much 
larger  quantity  than  in  others.  Among  those  in  which  it  exists  in 
almost  all  the  organs  are  the  Malvaceep,  Cruciferco ,  Papaveraecte,  Gon- 
■volvulacece,  Labiatce ,  Gmnposike ,  and  the  Urtlcacece.  In  others,  nitrates 
were  not  present  in  those  parts  above  ground,  but  were  present  in  the 
youngest  rootlets.  It  appears  to  pass  from  the  roots,  which  absorb  it 
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from  the  earth,  upwards,  and  becomes  used  for  the  formation  of  the 
nitrogenous  constituents. 

In  wood-forming  plants,  the  author  has  found  an  accumulation 
of  nitrates  in  the  first  year  until  the  formation  of  wood  has  ceased, 
and  in  later  periods  it  is  present  in  the  roots,  also  in  the  young  shoots 
of  early  spring.  It  disappears  during  the  winter.  In  the  case  of 
perennial  herbs  also,  nitric  acid  was  found  in  the  newly-formed  fibrous 
roots ;  during  the  winter  they  store  it  up  for  transformation  in 
spring,  when  the  new  growth  commences.  In  the  case  of  cultures  in 
distilled  water,  asparagine  disappeared  during  the  later  stages  of 
growth,  but  was  formed  again  as  soon  as  nitrates  were  added.  The 
author  considers  this  a  proof  that  nitric  acid  is  transformed  into 
amido-compounds,  especially  asparagine.  J.  W.  L. 

Carbohydrates  in  Peach  Gum.  By  W.  E.  Stone  (Amer.  Ghern. 
J.,  12,  435 — 440). — The  gum  which  exudes  from  the  bark  of  the  wild 
peach-tree  when  it  is  injured,  or  from  the  fruit  when  punctured  by 
insects,  was  heated  with  dilute  sulphuric  acid  for  10  hours,  the 
solution  then  neutralised  with  barium  carbonate,  filtered,  and  evapo¬ 
rated.  The  syrup  thus  obtained  was  boiled  with  alcohol,  and  the 
clear  alcoholic  solution  decanted  and  evaporated.  A  white,  crystal¬ 
line  substance  was  then  obtained,  which,  by  fractional  crystallisation, 
followed  by  repeated  recrystallisation  of  the  fractions,  was  resolved 
into  two  compounds  having  specific  rotatory  powers  equivalent  re¬ 
spectively  to  those  of  arabiuose  aud  galactose.  That  one  of  these 
is  arabiuose  was  shown  by  the  melting  point  of  its  phenylhydrazine 
compound,  and  by  its  yielding  furfuramide  when  it  is  distilled  with 
sulphuric  acid,  and  the  distillate  treated  with  ammonia.  The  other, 
from  the  melting  point  of  its  phenylhydrazine  compounds,  and  from 
its  yielding  mucic  acid  when  oxidised  with  nitric  acid,  was  identified 
as  galactose.  Peach  gum,  therefore,  contains  both  arabinose  and 
galactose,  that  is,  a  true  glucose  associated  with  a  pentaglucose. 

C.  F.  B. 

Carbohydrates  of  the  Sweet  Potato  (Batatas  edulis).  By 

W.  E.  Stone  ( Ber .,  23,  1406 — 1408). — Finely-divided  sweet  potatoes 
were  boiled  for  some  time  with  strong  alcohol  ;  after  filtering  and 
concentrating  the  solution,  cane-sugar  crystallised  out.  It  was 
identified  by  its  specific  rotatory  power,  its  fermentability  with  yeast, 
and  its  behaviour  towards  Fehling’s  solution  both  before  and  after 
hydrolysis.  The  quantity  of  sugar  in  the  potatoes  was  found  to  be 
1-i- — 2  per  cent.  Baking  the  potatoes  converted  part  of  the  starch 
into  the  soluble  form,  aud  caused  the  cane-sugar  to  be  hydrolysed  to 
glucose.  J.  B.  T. 

Experiments  with  Beetroot.  By  O.  Kohlrausch  and  F. 
Strohmer,  ( Bied .  Centr.,  19,  322 — 333). — The  results  of  previous 
experiments  indicated  that  no  increase  in  the  amount  of  sugar  in 
beetroot  is  obtained  by  increased  manuring  with  potassium  nitrate, 
and  that  the  phvsiological  actions  of  the  potash  and  the  nitric  acid 
partly  cancel  each  other  in  the  production  of  sugar.  The  authors 
have  repeated  the  experiments  in  the  same  place  and  under  the  same 
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conditions,  manuring  with  sodium  nitrale  and  potassium  phosphate 
in  order  to  determine  whether  the  low  amount  of  sugar  was  due  to 
the  potassium  nitrate  or  to  local  conditions.  The  experiments  were 
conducted  in  vessels  containing  25  kilos,  of  sand,  and  seeds  of  a 
uniform  size  were  employed. 

The  following  conclusions  are  drawn  from  the  results  of  the  ex¬ 
periments  extending  over  five  years  : — (1)  The  application  of  in¬ 
creasing  amounts  of  potash  gives  rise  to  a  corresponding  increased 
production  of  sugar.  (2)  An  increased  manuring  with  nitric  acid 
has  the  effect  of  increasing  the  amount  of  leaf  of  the  plants,  and  is 
unfavourable  to  sugar-formation,  so  that  the  production  of  sugar  is 
diminished.  (3)  The  increased  nitric  acid  manuring  has  also  the 
effect  of  raising  the  amount  of  nitric  acid,  and  also  the  protein  in  the 
roots.  (4)  The  increased  sugar  production  brought  about  by  the 
application  of  potash  is  at  once  cancelled  by  the  physiological  action 
of  the  corresponding  amount  of  nitric  acid.  (5)  Phosphoric  acid  in¬ 
fluences  leaf  growth  in  a  manner  favourable  to  sugar  production,  and 
expedites  the  ripening  of  the  plants;  phosphoric  acid,  therefore, 
assists  the  favourable  action  of  potash  in  the  formation  of  sugar. 

N.  H.  M. 

Source  of  Nitrogen  of  Plants.  By  A.  G.  Schmittee  (Bied. 
Centr.,  1890,  393 — 395). — The  growth  of  lupins  on  poor  moorland 
soils  was  compared  with  the  growth  on  the  same  soils  improved  by  the 
addition  of  fertile  soil.  No  perceptible  difference  was  noticed  in  the 
growths  of  the  two  sets  of  plants  ;  at  any  rate  the  difference  was  so 
slight,  as  to  render  useless  the  extra  expense,  Ac.,  occasioned  by  the 
addition  of  fertile  earth.  E.  W.  P. 

Loss  and  Gain  of  Nitrogen  by  Soil.  By  A.  Pagxocl  (Compt. 
rend.,  110,  910 — 912). — The  experiments  were  carried  out  in  pots 
which  contained  22  kilos,  of  earth  each,  the  surface  exposed  being 
7- 54  square  decimetres,  and  the  pots  being  so  constructed  that  the 
water  could  readily  drain  away.  The  22  kilos,  contained  22'44  grams 
of  nitrogen,  and  to  this  was  added  0‘540  gram  in  the  form  of  dried 
blood,  and  1‘0  gram  in  the  form  of  ammonium  sulphate,  giving  a 
total  of  23*9S0  grams  of  nitrogen  in  the  22  kilos,  of  soil.  Two  lots, 
A  and  a,  were  left  without  any  crop,  two,  B  and  b,  were  sown  with 
grass,  and  two,  C  and  c,  with  clover.  After  a  year  (March,  1888  to 
March  1889),  the  following  results  were  obtained  ; — 


A.  a. 

B. 

b. 

C. 

c . 

Nitrogen  remaining  in  the  soil . 
Nitrogen  removed  in  the  crops  . 
Nitrogen  in  the  drainage  water 

Total  . . . . . 

Nitrogen  gained  from  the  air  . . 

24-6^0  23  760 

0  "967  0  779 

26 -ISO 
1  -490 
0  071 

29  -260 1 
i  4-266! 

I  0-212: 

32  -340 
4-144 
0-1S4 

'i  5  ’  607  1  24 '  539 
I  -607  |  0-559 

.  27  -741 
3-761 

!  29  -264 
5-2S4 

1  33  -73S 

1  9-758 

36  -668 
12-6S8 
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The  gain  of  nitrogen  per  hectare  hy  the  soil  is  as  follows  : — (1)  no 
crop,  29  kilos. ;  (2)  grass,  394  kilos.  ;  (3)  clover,  904  kilos. 

The  proportion  of  ammoniacal  and  nitric  nitrogen  removed  by  the 
drainage  water  in  each  case  was  as  follows  : — 


No  crop. 

Ammoniacal  nitrogen  0*025  0*017 
Nitric  nitrogen  .....  0*942  0*762 


Grass. 


0*024  0*020 
0*047  0*068 


Clover. 

0*021  0*016 
0*191  0*168 

C.  H.  B. 
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Ruffle’s  Method  of  Estimating  Ammonia.  By  A.  Buchan 
(Chern.  Neivs,  61,  231). — To  prevent  fusion  of  the  contents  of  the 
tube  in  estimating  ammonia,  the  author  prepares  his  soda-lime  by 
heating  a  mixture  of  equal  proportions  of  ground  quick-lime  and 
sodium  carbonate  until  all  aqueous  vapour  is  eliminated. 

I).  A.  L. 

Estimation  of  Ammonia  in  Sand  and  Sewage.  By  A.  Hazen 
(Amer.  C'hem.  J .,  12.  427 — 428). — The  sand  (from  filters)  is  placed  in 
a  small  flask  fitted  with  two  tubes,  one  of  which  passes  to  the  bottom 
of  the  flask,  whilst  the  other  is  connected  to  a  condenser.  Through 
the  first,  steam,  obtained  by  boiling  water  previously  freed  from 
ammonia,  is  blown  in  until  50  c.c.  of  distillate  has  been  collected; 
this,  it  is  found,  contains  all  the  free  ammonia  in  the  sand.  Alkaline 
permanganate  of  full  strength  is  then  placed  in  the  flask,  and  the 
distillation  continued  ;  the  first  50  c.c.  of  distillate  contains  eight-  or 
nine-tenths  of  the  albuminoid  ammonia,  and  the  rest  comes  over  with 
the  next  50  c.c.  The  flask  may,  if  necessary,  be  heated  with  a  small 
flame.  The  process  is  also  well  adapted  to  the  examination  of  sewage, 
and  anything  that  contains  enough  ammonia.  It  takes  less  time  than 
the  ordinary  method,  and  gives  the  same  results  for  free  ammonia, 
but  somewhat  higher  for  albuminoid  ammonia;  but  in  the  latter  case 
the  results  are  sharper,  and  different  experiments  agree  better.  The 
author  prefers  the  use  of  indiarubber,  freed  from  ammonia  by  long 
boiling,  for  stoppers  and  connections.  C.  F.  B. 

Effect  of  Temperature  on  the  Nessler  Test.  By  A.  Hazen  and 
H.  W.  Clark  (Amer.  Ghem.  J.,  12,  425 — 4*26). — The  authors  find 
that  the  low  results  obtained  by  them  and  by  Smart  were  due,  not  to 
imperfect  condensation  of  the  ammonia,  but  to  the  low  temperature 
of  the  distillates,  which  had  been  condensed  in  a  block-tin  condenser. 
It  is  found  that  the  colour  produced  in  the  Nessler  test  varies  with 
the  temperature,  and  is  deeper  according  as  the  solution  is  warmer; 
it  is  thus  necessary  to  bring  the  distillate  and  the  standard  ammonia 
solution  to  the  same  temperature  before  comparing  the  tints  which 
they  give  with  the  Nessler  solution.  C.  F.  B. 
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Estimation  of  Nitric  Acid  by  Reduction  to  Ammonia.  By 

E.  Boyer  ( Gompt .  rend.,  110,  054 — 050). — The  reduction  of  nitric  acid 
to  ammonia  by  the  action  of  zinc  and  hydrochloric  acid  is  generally 
incomplete,  oxides  of  nitrogen,  and  even  free  nitrogen,  being  evolved. 
By  careful  attention  to  the  conditions,  however,  the  reduction  can  be 
made  complete,  and  can  be  utilised  for  the  estimation  of  nitric  acid. 

5  grams  of  zinc,  in  granules  the  size  of  peas,  is  introduced  into  a 
test-tube  300  mm.  long  and  22  mm.  in  diameter;  10  c.c.  of  the  solu¬ 
tion  containing  not  more  than  0‘5  gram  of  the  nitrate  is  then  added, 
and  5  c.c.  of  hydrochloric  acid  of  sp.  gr.  not  lower  than  1T9.  When 
the  evolution  of  hydrogen  ceases,  a  further  quantity  of  5  c.c.  of  acid 
is  added,  and  the  reduction  is  complete  in  10  minutes.  Success 
depends  on  careful  attention  to  the  concentration  and  proportions  of 
the  solutions. 

The  ammonia  is  estimated  in  the  usual  way,  but  must  be  expelled 
by  means  of  magnesia,  since  sodium  or  potassium  hydroxide  forms 
an  insoluble  ammonia-derivative  in  presence  of  zinc.  The  liquid  is 
mixed  with  potash  or  soda  until  just  alkaline  and  about  2  grams  of 
magnesia  is  added.  C.  H.  B. 

Estimation  of  Nitric  Acid  by  Schulze  and  Tiemann's 
Method.  By  L.  Spiegel  (Ber.,  23,  1361 — 1363). — The  author  has 
previously  shown  ( Zeitech .  fiir  Hygiene,  1887,  163)  that  in  Schulze 
and  Tiemann’s  method  of  estimating  nitric  acid  in  drinking  water, 
an  error  of  at  least  3  per  cent,  occurs,  unless  the  gases  in  the  decom¬ 
position  flask  are  driveu  out  at  the  end  of  the  operation  by  carbonic 
anhydride.  In  reply  to  the  objection  of  Tiemann  that  carbonic  an¬ 
hydride  is  difficult  to  obtain  free  from  air,  the  author  states  that  if  the 
pieces  of  marble  are  allowed  to  remain  in  warm  water  before  being 
placed  in  Kipp’s  apparatus,  the  gas  evolved  is  practically  free  from 
air  in  half  an  hour. 

The  following  apparatus,  in  which  the  necessity  of  creating  a 
vacuum  is  avoided,  is  described  by  the  author  as  the  most  suitable. 
An  ordinary  bolt-head  of  ‘about  150  c.c.  capacity  is  fitted  with  a 
doubly-bored  caoutchouc  stoppei,  through  which  are  passed  entrance 
and  exit  tubes.  The  latter  reaches  to  within  2  c.c.  of  the  bottom,  and 
has  blown  on  it,  above  the  cork,  a  bulb  of  about  50  c.c.  capacity.  Into 
the  tube  at  the  lower  end  of  the  bulb  a  second  tube  is  ground,  which 
is  connected  with  the  apparatus  evolving  carbonic  anhydride. 

After  the  water  has  been  placed  in  the  flask,  carbonic  anhydride  is 
passed  through  the  apparatus  until  all  the  air  has  been  driven  out, 
and  about  20  c.c.  of  freshly  prepared  and  well-boiled  solution  of  ferrous 
chloride  placed  in  the  bulb,  and  allowed  to  pass  into  the  flask  bv 
slightly  raisiug  the  second  tube.  Afterwards  40  c.c.  of  concentrated 
boiled  hydrochloric  acid  is  added  in  a  similar  manner.  As  soon  as 
the  liquid  boils,  the  current  of  carbonic  anhydride  is  cut  off,  and  onlv 
renewed  towards  the  end  of  the  operation,  when  the  contents  of  the 
flask  become  thick.  With  this  apparatus,  it  is  necessary  to  employ 
reagents  from  which  the  air  has  been  previously  expelled  bv  boiling. 

H.  G.  C? 
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Estimation  of  Arsenic.  I3y  F.  W.  Boam  ( Ghent .  Neivs,  61,  219). 
— The  following  method  is  recommended  as  rapid  and  accurate,  and 
is  applicable  to  all  arsenical  ores  which  are  attacked  by  nitric  acid  : — 

1  to  1*5  gram  of  dry  pulverised  ore  is  boiled  to  dryness  with  20  to 
25  c.c.  of  nitric  acid,  and  when  cool  is  boiled  with  30  c.c.  of  a  30  per 
cent,  solution  of  sodium  hydroxide,  filtered,  and  diluted  to  250  c.c. 
25  c.c.  of  this  solution  is  acidified  with  50  percent,  acetic  acid  contain¬ 
ing  10  per  cent,  of  sodium  acetate,  boiled,  and  titrated  with  ^  normal 
uranium  acetate,  using  potassium  ferrocyanide  as  an  indicator. 

D.  A.  L. 

Estimating  Silica  in  Silicates  by  Fusion  with  Alkaline 
Carbonates.  By  J.  P.  Gilbert  ( Ghcm .  News,  61,  270 — 272;  281 — 
282). — The  author,  investigating  the  fusion  method  of  estimating 
silica,  determined  under  varying  conditions  the  insoluble  silica 
obtained,  the  silica  passing  into  solution,  and  the  residue  left  after 
treating  the  former  with  hydrofluoric  acid.  In  the  first  set  of 
experiments,  a  blast  furnace  slag,  containing  46  per  cent,  of  calcium 
oxide,  10  per  cent,  of  alumina,  and  less  than  1  per  cent,  of  magnesium 
oxide,  was  employed,  and  the  silica  was  dehydrated  either  on  the 
water-bath,  or  at  125°,  or  on  an  iron  plate  over  a  Bunsen,  or  at  280°. 
The  results  show  that,  practically,  all  the  silica  is  rendered  insoluble 
on  the  water-bath,  the  soluble  never  exceeding  a  few  tenths  of  a 
milligram,  and  therefore  there  is  no  gain  in  this  respect  by  the  use  of 
higher  temperatures,  the  effect  of  which  seemingly  is  to  render  some 
of  the  alumina  insoluble,  as  indicated  by  the  residue  left  after  treat¬ 
ment  with  hydrofluoric  acid,  but  there  is  no  evidence  of  re-combina- 
tion  of  silica  with  lime  and  alumina  even  at  280°. 

Calcium  chloride  appears  to  aid  the  dehydration,  but  magnesium 
chloride  does  not.  In  a  second  series  of  experiments  with  a  slag 
containing  35  per  cent,  of  calcium  oxide,  15  per  cent,  of  magnesium 
oxide,  and  15  per  cent,  of  alumina,  it  was  observed  that  the  best 
results  were  obtained  at  120°.  the  residue  after  hydrofluoric  acid  and 
the  soluble  silica  were,  especially  at  28<J®,  moderately  large — a  few 
milligrams;  owing,  the  former  to  magnesium  oxide,  the  latter  to  re¬ 
combination  of  silica  and  magnesium  oxide. 

A  sample  of  orthocla.-e,  practically  free  from  lime  and  magnesia, 
yielded  a  moderate  amount  (2  or  3  milligrams)  of  soluble  silica, 
not  increased  by  the  higher  temperatures,  which  the  author  regards 
as  the  result  of  the  absence  of  the  beneficial  factor,  calcium 
chloride.  It  therefore  appears  that  some  silica  always  fails  to 
be  rendered  insoluble  by  the  heating  alone,  and  to  test  this,  some 
silica  from  the  lime  slag  was  repeatedly  treated  by  fusion  with 
alkaline  carbonates  in  the  usual  way,  with  the  result  that  a  diminished 
amount  of  insoluble  silica  was  obtained  each  time. 

With  regard  to  the  purity  of  the  silica  obtained,  the  author  applied 
Lindo’s  plan  of  copious  dilution,  which,  permitting  as  it  does  of 
abundant  washing,  yields  a  pure  silica  when  the  siliea  is  associated 
with  alkalis  or  alkaline  earths,  as  in  glass;  but  when  much  alumina 
is  present  it  is  not  so  easy  to  obtain  such  pure  silica  by  this  means. 

The  results,  as  a  whole,  confirm  the  statement  that  the  ordinary- 
fusion  process  for  the  estimation  of  silica  does  not  always  render  all 
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the  silica  insoluble.  Evaporation  with  sulphuric  acid  is,  however, 
far  more  potent  than  the  use  of  hydrochloric  acid  for  the  dehydration, 
and  should  be  employed  when  admissible. 

D.  A.  L. 

Caustic  Soda  or  Potash  and  Carbon  in  Analysis.  By  C.  A. 

Bdeghardt  ( Chem .  News,  61,  260 — 262). — The  author  suggests  a 
method  for  the  decomposition  of  refractory  silicates,  several  refractory 
oxides  and  compounds  of  oxides,  and  some  other  insoluble  minerals. 
The  finely  pulverised  mineral,  mixed  without  about  a  tenth  of  its 
weight  of  finely  divided  charcoal,  is  added  to  about  six  times  its  weight 
of  molten  caustic  soda  or  potash,  and  heated  over  a  Bunsen  fiame 
until  combustible  gases  cease  to  be  evolved.  The  mass  is  extracted 
with  water,  and  the  insoluble  residue  again  treated  in  like  manner. 
With  a  sample  of  “  black  tin  ”  (dressed  tin  ore  of  Cornwall)  sodium 
silicate,  aluminate,  and  st annate  were  obtained  in  solution,  whilst  the 
insoluble  residue  contained  silica,  bismuth  oxide,  cupric  oxide,  ferric 
oxide,  calcium  carbonate,  and  manganese  dioxide.  Wolframite  yields 
sodium  tungstate,  manganate,  silicate,  and  niobatc,  if  present,  in 
solution,  and  iron  oxides  and  manganese  dioxide  insoluble.  With 
chrome  iron  ore,  three  times  its  weight  of  ammonium  nitrate  was 
placed,  along  with  the  caustic  soda,  on  the  mineral  and  charcoal 
mixture  in  the  crucible  and  heated.  The  aqueous  extract  of  the 
fused  mass  was  evaporated  to  dryness  with  ammonium  nitrate,  and, 
after  separating  the  alumina  and  silica,  the  filti'atc  when  acidified 
with  hydrochloric  acid  yielded  chromic  chloride  without  further 
reduction.  The  insoluble  portion  was  ferric  oxide,  magnesium  carbo¬ 
nate,  carbon,  tfcc.  Rutile  and  ilmenite  yield  sodium  titanite  ;  barium 
sulphate  gives  barium  carbonate  and  sodium  sulphate.  Simple 
silicates,  such  as  kaolin,  talc,  eyanite,  &c.,  and  double  silicates,  such 
as  tourmaline,  hornblende,  garnet,  &c.,  are  also  decomposed  and 
rendered  soluble.  D.  A.  L. 

New  Method  for  the  Estimation  of  Free  and  Combined 
Carbon  in  Iron  and  Steel.  By  O.  Pettersson  and  A.  Smitt 
(Ber..  23.  1401 — 1402). — A  weighed  quantity  of  iron,  which  should 
consist  of  one  piece  hammered  or  rolled  into  a  thin  sheet,  is  plunged 
into  molten  hydrogen  potassium  sulphate;  the  iron  becomes  converted 
into  ferric  sulphate,  and  the  combined  carbon  is  oxidised  to  carbonic 
anhydride,  which,  together  with  the  evolved  sulphurous  anhydride,  is 
absorbed  by  a  known  quantity  of  a  solution  of  sodium  and  barium 
hydroxides. 

The  barium  sulphite  is  oxidised  to  sulphate  by  the  addition  of  a 
little  potassium  permanganate  solution,  the  carbonate  is  then  decom¬ 
posed  with  nitric  acid,  and  the  carbonic  anhydride  determined  in  an 
apparatus  described  in  another  paper.  The  fused  mixture  of  potas¬ 
sium  hydrogen  sulphate  and  ferric  chloride  is  dissolved  in  hydro¬ 
chloric  acid,  the  graphite  collected  on  a  platinum  funnel,  filtered 
through  asbestos,  and  the  whole  dried  and  weighed.  A  mixture  of  air 
and  nitrous  fumes  is  now  passed  through  the  funnel,  which  is  heated 
to  redness;  so  soon  as  all  t lie  graphite  is  burned,  the  funnel  is  again 
weighed  and  is  then  ready  for  another  determination.  The  accuracy  of 
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tliis  method  is  from  006 — 0'02  per  cent.  From  02 — OS  gram  of  iron 
should  be  taken  for  analysis,  the  quantity  depending  of  course  on  the 
amount  of  carbon  contained  in  the  sample.  J.  B.  T. 

Electrolysis  of  Metallic  Phosphates.  By  E.  JB\  Smith  ( Amer . 
Chem.  J.,  12,329 — 336;  compare  Moore,  Abstr.,  1886,921;  Brand, 
this  yoL,  p.  294). — This  paper  relates  to  the  deposition  of  metals  by 
the  electrolysis  of  solutions  of  their  phosphates  in  phosphoric  acid, 
whereon  is  based  a  convenient  method  of  separating  them. 

Copper  from  Iron. — A  solution,  containing  0'0996  gram  of  copper 
and  0T700  gram  of  iron,  was  treated  with  30  c.c.  of  disodium 
phosphate  solution  (sp.  gr.  T0358)  and  44  c.c.  of  phosphoric  acid 
(sp.  gr.  T347),and  made  up  to  125  c.c.  A  current  generating  0'6  c.c. 
of  oxyhydrogen  gas  per  minute  gave  a  deposit  of  copper  weighing 
00996  gram. 

Copper  from  Aluminium. — Weight  of  copper,  0'0996  gram;  of 
aluminium  0T000  gram.  Disodium  phosphate,  20  c.c.  ;  phosphoric 
acid,  3  c.c. ;  total  dilution,  100  c.c.  Current,  3  c.c.  of  oxyhydrogen  gas 
per  minute.  Copper  deposited,  0'0995  gram. 

Copper  from  Chromium. — Copper,  0‘0996  gram  ;  chromium  slightly 
more  than  0  0996  gram.  Disodium  phosphate,  20  c.c.  ;  phosphoric 
acid,  3  c.c.  Dilution  and  current  as  in  previous  case.  Weight  of 
copper  deposited,  0'0994  gram. 

Copper  from  Zivc. — Zinc,  0T500  gram;  copper,  disodinm  phos¬ 
phate,  and  phosphoric  acid  as  in  previous  experiment;  dilution 
100  c.c.  ;  current,  0T5  c.e.  oxyhydrogen  gas  per  minute.  Weight  of 
copper  deposited,  0  0993  gram. 

Copper  from  Cobalt. — Cobalt,  0'0968  gram  ;  copper,  0'0996.  Con¬ 
ditions  similar  to  those  of  preceding  experiment,  except  the  current 
0  22  c.c.  of  oxyhydrogen  gas  per  minute.  Copper  deposited,  0'0995 
gram. 

Copper  from  Nickel. — Copper,  0  0996  gram  ;  nickel,  0‘ 1 105  gram. 
Conditions  as  in  preceding  experiment.  Copper  deposited,  0  0996  gram. 

Copper  from  Cadmium. — The  separation  may  be  effected  by  using  a 
fairly  large  excess  of  phosphoric  acid  and  a  current  generating  not 
more  than  0T0  to  0'20  c.c.  of  oxyhydrogen  gas  per  minute,  when  the 
copper  is  deposited. 

The  preceding  experiments  show  that  copper  may  be  readily 
separated  from  other  metals,  under  the  conditions  given,  by  using 
feeble  currents.  In  all  cases,  before  interrupting  the  current,  the  acid 
liquid  was  syphoned  off  and  replaced  by  water,  the  deposits  wTere 
washed  with  cold  and  hot  water,  but  no  alcohol  or  ether  was  used. 
The  poles  of  the  electrolysing  battery  were  about  f  inch  apart. 

Cadmium  from  Zinc ,  Nickel,  Iron,  Chromium ,  and  Aluminium. — 
Cadmium  may  be  separated  from  these  metals,  in  a  properly  diluted 
solution  containing  free  phosphoric  acid,  by  currents  giving  0’35  c.c. 
of  oxyhydrogen  gas  per  minute.  The  deposit  is  not  so  satisfactory  as 
in  the  case  of  copper,  but  accurate  results  are  obtained  if  concentra¬ 
tion  of  the  solution  is  avoided,  and  the  poles  of  the  electrolysing  cell 
are  about  1]  inches  apart.  It  is  also  desirable  to  slightly  increase  the 
current  before  disconnecting. 
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Silver  cannot  be  satisfactorily  deposited  in  solutions  containing-  free 
phosphoric  acid,  but  from  an  ammoniacal  solution  of  the  phosphate 
its  liberation  is  rapid  and  satisfactory. 

Manganese  is  deposited  as  dioxide  from  solutions  containing-  nitric 
or  sulphuric  acids  ;  but,  in  presence  of  an  excess  of  phosphoric  acid, 
this  behaviour  is  not  observed,  a  weak  current  separating  only  copper 
from  a  solution  containing  the  two  metals.  G.  T.  M. 

Electrolytic  Separations.  By  E.  F.  Smith  and  L.  K.  Fraxkel 
(Amer.  Cliem.  J.,  12,  428 — 43b  ;  compare  also  this  vol.,  pp.  604  and 
831). — The  metals  were  hold  in  solution  in  excess  of  potassium 
cyanide,  and  deposited  by  means  of  a  current  from  Daniell  cells 
ruuning  for  10  hours.  The  deposited  metal  was  washed  with  boiling 
water,  or  in  the  case  of  bismuth  with  cold  water  and  absolute  alcohol, 
and  dried  on  a  warm  iron  plate.  In  the  following,  the  metal  which 
is  deposited  on  electrolysis  is  mentioned  first : — 

Mercury  from  Palladium. — Results  good;  a  large  excess  of  potas- 
sinm  cyanide  should  be  present. 

Silver  and  cadmium  could  not  be  separated  in  this  way  from  palla¬ 
dium  ;  some  of  the  latter  metal  was  always  deposited. 

Mercury  from  Arsenic. — Results  satisfactory;  the  arsenic  may  be 
present  either  as  arsenite  or  as  arsenate. 

Cadmium  from  Arsenic. — Results  good;  the  arsenic  must  be  in  the 
form  of  an  arsenate. 

Silver  from  Arsenic. — Results  satisfactory  ;  the  arsenic  must  be 
present  as  arsenate,  not  as  arsenite. 

Copper  from  Arsenic. — Results  good,  but  a  stronger  current  (giving 
1*5  to  10  e.c.  of  mixed  gases  per  minute  in  a  water- voltameter)  is 
required,  and  a  large  excess  of  potassium  cyanide  is  not  advisable. 
The  separation  was  also  attempted  in  solutions  containing  excess  of 
ammonia,  and  with  fairly  good  results,  but  considerable  skill  and 
attention  are  necessary. 

Mercury  from  Tungsten. — Results  good,  but  the  current  should  not 
exceed  0'8  c.c.  per  minute,  otherwise  the  deposit  of  mercury  is  con¬ 
taminated  with  oxide  of  tungsten. 

Silver  from  Tungsten. —  Results  good  ;  the  current  must  not  be  too 
strong. 

Cadmium  from  Tungsten. — Results  good,  but  too  high  if  the  enrrent 
exceeds  06  c.c.  per  minute,  when  the  deposit  is  spongy. 

Mercury  from  Molybdenum. — Results  good. 

Silver  from  Molybdenum. — Results  good. 

Cadmium  from  Molybdenum. — Results  good. 

Bismuth  from  Copper. — The  bismuth  was  taken  as  the  citrate, 
dissolved  in  excess  of  alkali,  and  copper  sulphate  and  excess  of 
potassium  cyanide  added  ;  satisfactory  results  were  obtained. 

C.  F.  B. 

Quantitative  Separation  of  Titanium  and  Tin.  By  H.  Haas 
( Chem .  Centr.,  1820,  i,  7 32 — 733;  from  Inaug.  Piss.  Prlangen). — The 
method  described  by  the  author  is  recommended  as  being  applicable  for 
the  separation  and  determination  of  minute  quantities  of  titanium,  and 
is  as  follows  : — b  to  10  grams  of  the  finely-divided  mineral  is  mixed 
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with  a  little  water  in  a  platinum  crucible,  dilute  (1  :  10)  sulphuric 
acid  added  until  the  mass  is  of  a  thin  consistence,  it  is  then  warmed 
on  the  water-bath  until,  with  additions  of  hydrofluoric  and  sulphuric 
acids,  the  mineral  is  dissolved.  10  to  20  c.c.  of  sulphuric  acid  is  then 
added,  the  solution  concentrated,  and  finally  the  last  traces  of  hydro¬ 
gen  fluoride  expelled  by  careful  heating  over  a  bare  flame.  Water  is 
noiv  added,  the  solution  digested  on  the  water-batli,  and  then  trans¬ 
ferred  to  a  sufficiently  capacious  porcelain  dish.  It  is  neutralised 
with  sodinm  hydroxide  solution,  2  c.c.  of  concentrated  sulphuric  acid 
added,  the  volume  made  up  to  400  c.c.,  and  boiled  for  six  hours, 
water  being  added  to  replace  that  which  evaporates.  The  precipitate 
is  collected,  washed  with  hot  water,  and  after  diluting  so  that  the 
sulphuric  acid  is  not  more  than  05  per  cent.,  the  filtrate  is  boiled 
again  to  test  whether  the  precipitation  is  complete. 

The  precipitate  is  ignited  in  a  porcelain  crucible,  then  washed  on  to 
a  filter  and  washed  with  water,  dried,  and  ignited  again  in  a  porcelain 
crucible,  and  finally  reduced  in  a  current  of  hydrogen.  The  metals  are 
boiled  with  20  per  cent,  hydrochloric  acid  for  half-an-hour,  filtered, 
and  the  insoluble  portion  again  reduced  in  hydrogen  and  boiled  with 
hydrochloric  acid.  The  filtrates,  containing  all  the  tin,  arc  neutralised 
with  sodium  carbonate,  slightly  acidified  with  hydrochloric  acid,  pre¬ 
cipitated  with  hydrogen  sulphide,  filtered,  washed  with  dilute  am¬ 
monium  acetate  solution,  and  the  filtrate  again  treated  with  hydrogen 
sulphide.  The  stannous  sulphide  is  reduced  in  hydrogen,  converted 
into  metastannic  acid,  and  finally  weighed  as  stannic  oxide. 

That  portion  of  the  metals  which  remains  insoluble  in  hydro¬ 
chloric  acid,  the  titanium  dioxide,  is  ignited  in  a  platinum  crucible, 
fused  with  6  to  10  times  its  weight  of  potassium  carbonate,  digested 
in  water,  diluted  to  200  c.c.,  and  acidified  with  sulphuric  acid  until  the 
solution  is  clear  or  slightly  opalescent.  Sodium  carbonate  is  now 
added  until  the  precipitate  commences  to  be  permanent,  2  c.c.  of  con¬ 
centrated  sulphuric  acid  added,  the  liquid  diluted  to  400  c.c.,  and 
boiled  for  six  hours  in  a  capacious  porcelain  dish,  the  precipitate 
filtered  off,  washed  with  hot  water,  the  filtrate  boiled  again  to  ensure 
that  the  precipitation  is  complete,  and  the  precipitate  heated  in 
hydrogen.  Traces  of  iron  are  removed  by  boiling  for  half-an-hour 
with  20 — 30  c.c.  of  hydrochloric  acid.  The  insoluble  titanium 
dioxide  is  washed  and  weighed  as  such.  J.  W.  JL. 

New  Method  of  Titrating  Alcohol  with  Chromic  Acid.  By 

11.  Bourcaet  ( Ghent .  Centr.,  1S90.  i,  547;  from  Bull.  Soc.  bid. 
Mulhonse,  59,  55S — 562). — The  author  adds  potassium  dichromate 
and  sulphuric  acid  to  the  alcohol  in  tubes,  which  are  closed  by 
stoppers  tightly  fastened  down,  and  heats  the  same  for  2  to  3  hours 
on  the  water-bath.  After  the  oxidation  is  completed,  potassium 
iodide  is  added  and  the  liberated  iodine  titrated  with  sodium  thio¬ 
sulphate.  The  strength  of  the  potassium  dichromate  solution  used  is 
05  per  cent. ;  the  sulphuric  acid  is  25  per  cent.,  and  the  alcohol 
should  be  about  05  per  cent. 

Aldehyde  may  also  be  determined  in  the  same  way.  The  method 
gives  results  which  asree  within  about  1'5  per  cent.  J.  W.  L. 
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Raisin  Wines  and  their  Richness  in  Nitrogen.  By  P. 
Cazkxeuve  and  L.  Duchek  (Dull.  Soc.  Chim.  [3],  3,  514 — 516). — The 
authors  review  the  methods  suggested  for  distinguishing  between 
raisin  and  grape  wines,  and  conclude  that  no  satisfactory  process 
exists.  They  have  determined  the  total  nitrogen  in  both  classes  of 
wines,  and  find  that  in  dry  white  wines  the  total  nitrogen  is  almost 
identical,  but  that  in  sweet  white  wines  a  difference  of  about 
0'5  gram  per  litre  of  total  nitrogen  exists.  T.  G.  X. 

Estimation  of  Sugars  with  Copper  Potassium  Carbonate 
Solution.  By  H.  Ost  (Ber.,  23,  1035 — 1039). — Copper  carbonate 
dissolves  freely  in  a  cold  concentrated  solution  of  potassium  car¬ 
bonate,  yielding  a  deep-blue  solution  of  a  readily  soluble  double 
salt,  which  crystallises  in  slender,  blue  needles  ;  if  the  solution  is 
heated,  a  basic  copper  carbonate  or  the  black  oxide  is  deposited,  but 
in  presence  of  a  sufficient  quantity  of  potassium  hydrogen  carbonate, 
the  solution  is  quite  stable,  even  at  its  boiling  point,  and  can  be 
advantageously  employed  for  the  volumetric  or  gravimetric  estima¬ 
tion  of  sugars. 

The  standard  solution  is  prepared  by  dissolving  potassium  car¬ 
bonate  (250  grams)  and  potassium  hydrogen  carbonate  (100  grams) 
in  water,  gradually  adding  a  solution  of  crystalline  copper  sulphate 
(23*5  grams),  and  making  up  to  1  litre.  50  e.c.  of  this  solution  is 
exactly  decolorised  by  9  to  10  minutes’  boiling  with  25  e.c.  of  a 
0'4  per  cent,  solution  (=  100  milligrams)  of  pure  inverted  sugar. 
The  end  of  the  reaction  can  be  easily  and  accurately  observed  by  the 
disappearance  of  the  blue  colour,  and  the  liquid  is  then  quite  clear, 
not  yellow7,  as  is  the  ease  with  Fehling’s  solution.  In  presence  of 
cane-sugar,  slightly  smaller  quantities  of  the  inverted  sugar  solution 
are  required.  In  the  case  of  cane-sugar  solutions  very  poor  in 
inverted  sugar,  a  copper  solution  containing  one-tifth  of  the  above 
quantity  of  copper  sulphate  is  employed  ;  this  dilute  solution  has 
hardly  any  action  on  pure  cane-sugar.  The  weight  of  the  cuprous 
oxide  precipitated  by  various  quantities  of  inverted  sugar,  in  presence 
and  in  absence  of  cane-sugar,  is  given  in  tables.  F.  S.  K. 

Detection  of  Benzoic  Acid  in  Foods.  By  E.  Mohlek  (Dull.  Soc. 
Chim.  [3],  3,  414 — 41b). — The  author  employs  the  reaction  of  hydrogen 
sulphide  on  an  ammoniaeal  solution  of  dinitrobenzoie  acid  (1:3:  5), 
which  determines  the  formation  of  reddish-brown  ammonium 
diamidobenzoate  [1:3:  5].  In  the  ease  of  beer,  100  e.c.  is 
rendered  alkaline  by  sodium  hydroxide,  and  evaporated  to  a  paste, 
which,  after  acidifying  with  hydrochloric  acid,  is  mixed  with  sand 
and  extracted  with  ether  (20  c.c.).  After  evaporation  of  the  ether, 
the  residual  extractive  is  sprinkled  with  sulphuric  acid  (2  c.c.), 
heated  at  210°,  and  a  few  decigrams  of  sodium  nitrate  are  added,  the 
clear  liquid  formed  is  poured  into  ammonia- water,  and  a  drop  of 
ammonium  hydrosulphide  added,  when  a  reddish-brown  coloration 
wiil  indicate  benzoic  acid  if  present.  A  few  tenths  of  a  milligram  of 
benzoic  acid  may  be  thus  detected.  T.  G.  X, 
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Occurrence  and  Detection  of  Indigo-red  in  Urine.  By  0. 

R<  'SEjrucn  (Ze'K  rv.ol.  Chnn 29,  240  ;  from  Berlin  Min.  Wochensch., 
1>S0,  13.  17.  22.  23j. — Certain  pathological  urines,  when  oxidised  by 
nitric  acid.,  yield  a  deep  burgundy-red  to  bine-red  colour,  which,  by 
farther  action  of  nitric  acid,  passes  into  yellow.  To  the  fresh  urine, 
•decolorised  by  lead  acetate,  filtered,  and  heated  to  boiling,  nitric  acid 
is  ri'F’s  1  drop  by  drop  until  the  purple  colour  is  produced  ;  the  heating 
is  tl:i-u  stepped,  and  ammonia  added  to  alkaline  reaction,  whereon  the 
red  e»  Vmv:  g  natter  is  precipitated  in  an  impure  state.  It  is  collected, 

:isl>  .  t  u  ir.a  ammonia,  dilute  hydrochloric  acid,  and  water,  then 
kiss-  ilred  iii  boil  in  sr  alcohol.  The  solution  deposits  indigo-blue  on 
» .oilrig.  The  fi’trUe  is  purified  from  a  brownish  substance  by 
u1eoliM.de  lead  acetate,  and  most  of  the  alcohol  distilled  off.  The 
residue  is  mixed  with  much  water,  when  a  dark-brown  powder 
^epafutes,  which,  after  crystallisation  from  ether  or  chloroform, 
shows  the  reactions  of  inuirabin.  A  small  specimen  of  the  urine  may 
i  tcftfed  by  adding  nitric  acid  while  boiling,  then  cooling,  super¬ 
saturating  with  ammonia,  and  shaking  with  ether.  A  purple  colora¬ 
tion  of  the  ether  shows  the  pr  «  nee  of  indmubin.  Urines  which 
mi  .ntain  the  chromogen  of  in  ligu-ivd  give  a  more  or  less  pronounced 
\  icltt  colour  with  Jaffa's  ind.cau  test.  il.  J.  S. 

Analysis  of  Resins  and  Balsams.  By  il.  Bamberger  QTonatsh., 
11,  84 — 80). — The  author  has  examined  a  number  of  resins  and 
balsams  in  order  to  determine  their  methyl-number,  and  has  made 
use  of  the  method  and  apparatus  described  by  Benedikt  and  Griissner 
(this  vok,  p.  299).  The  results  are  given  in  tabular  form  ;  and  it 
appears  that  a  large  proportion  of  the  substances  investigated  contain 
no  Eiithoxyl.  Oi  those  which  do,  the  most  important  are  given  with 
their  methyl-numbers  in  the  following  list  : — Gum  ammoniacum,  11 ; 
asafeetida.  IS  ;  gum  benzoin,  13'3 — 30  ;  dragons’  blood,  33’S  ;  guaiacum 
resin,  84  ;  myrrh,  13'2  ;  olibanum,  5'3 ;  balsam  of  Peru,  14'4 ; 
tolu  balsam,  4d'8  ;  acaroid  resin,  26'4 — 32' 7.  G.  T.  M. 

A  Cyanogen  Reaction  of  Proteids.  By  J.  Gxezda  ( Proc .  Boy. 
>  47.  202 — 210). — The  author  modifies  the  “biuret,  reaction” 

(ruse-red  colour  produced  by  biuret,  peptones,  and  albumoses,  on 
treatment  with  a  solution  of  copper  sulphate  and  a  caustic  alkali) 
in  so  far  as  be  employs  a  solution  of  ammonia  instead  of  the  usual 
solution  of  caustic  alkali,  which  may,  however,  afterwards  be  added. 
He  finds  that  copper  sulphate  and  ammonia  added  to  albumin  give  a 
blue  solution  which  becomes  violet  on  addition  of  potash  ;  peptones 
or  albumoses  treated  with  the  first  reagents  give  a  violet  solution 
which  is  turned  red  by  potash.  An  ammoniacal  solution  of  a  nickel 
salt  arives  somewhat  similar  colour  reactions.  Various  organic  sub¬ 
stances  ultimately  produced  from  proteids  were  tested  in  the  same 
way.  and  from  the  results  of  bis  experiments,  the  author  concludes 
that  the  colour  reaction  with  copper  sulphate  and  an  alkali  is  a 
evauogen  reaction,  the  difference  in  the  colours  obtained  being 
attributable  to  different  modes  of  combination  of  the  cyanogen-group. 

J.  W. 
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Concentration  of  the  Sun's  Rays  for  Chemical  Reactions. 
By  J.  W.  Bruhl  (Ber.,  23,  14t>2). — Th  i  author  has  found  a  con¬ 
cave  mirror  very  useful  in  starting  and  carrying  out  chemical  re¬ 
actions  by  the  aid  of  sunlight.  F.  S.  K. 

Refractive  Powers  of  Salts  in  Solution.  By  E.  Doujikr 
( Com  pi .  rend.>  110,  957 — 958). — The  refractive  powers  of  salis  in 
solution  are  not  constant,  hut  in  some  cases  increase  with  the 
concentration,  in  others  decrease,  the  variations  being  especially 
marked  in  the  case  of  dilute  solutions.  In  comparing  the  refrac¬ 
tive  powers  of  different  salts  it  is  therefore  essential  that  the 
conditions  should  he  strictly  comparable.  The  author  finds  that 
his  laws  of  the  molecular  refractive  powers  (this  vol.,  p.  433)  hold 
good  only  when  the  state  of  dilution  is  such  that  the  density  of  the 
salt  in  the  solution,  with  respect  to  hydrogen,  is  equal  to  the  mole¬ 
cular  weight  of  the  salt.  By  density  of  the  salt  is  meant  the 
weight  of  salt  contained  in  a  unit  volume  of  the  solution. 

The  different  results  obtained  by  Walter  are  due  to  the  fact 
that  this  condition  of  concentration  of  the  solution  was  not  fulfilled, 
and  also  that  Walter’s  refractive  powers  are  given  by  the  expression 

- - — ,  n  being  the  index  of  refraction  of  the  solution  no,  that 

P 

of  water,  and  p  the  weight  of  the  anhydrous  salt  contained  in  100 
grams  of  the  solution,  whilst  the  author’s  refractive  powers  are 

calculated  from  the  expression  - — -  n° ,  where  n  and  n0  have  the 

same  significance  as  before,  but  d  is  the  weight  of  the  salt  con¬ 
tained  in  a  unit  volume  of  the  solution.  For  the  same  salt,  d  and 
p  may  be  regarded  as  proportional,  but  this  does  not  by  any  means 
hold  between  different  salts.  C.  H.  B. 

Determination  of  the  Molecular  Refraction  of  Solid 
Chemical  Compounds  in  their  Solutions.  By  F.  Schutt  ( Zeit . 
physical.  Chem.,  5,  349 — 373). — The  present  paper  deals  with  the  ex¬ 
amination  of  solutions  of  sodium  chloride  in  water.  The  refractive 
indices  for  the  potassium  (red),  sodium,  lithium,  thallium,  and 
hydrogen,  a,  and  7  lines,  and  the  densities  of  solutions  varying 
from  0T  to  25  per  cent,  in  concentration  were  determined  with  the 
greatest  possible  accuracy.  From  these  the  specific  refraction  was 
calculated  by  means  of  each  of  the  three  formulae  (?i  —  l)d  (Bale 
and  Gladstone),  ( n 2  —  l)/(?r  2 )d  (Lorentz  and  Lorenz),  and 

(n'  —  x )d  (Ketteler).  The  object  was  to  ascertain  with 

what  accuracy  the  specific  refraction  of  a  concentrated  salt  solution 
might  be  determined  from  that  of  mixtures  of  the  same  with  water, 
to  determine  the  specific  refraction  of  sodium  chloride  from  that  of 
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its  solution,  and  to  compare  the  value  thus  obtained  with  that  ob¬ 
served  with  the  solid  salt  itself  ;  and  to  decide  with  what  degree  of 
accuracy  the  refractive  index  of  any  cfiven  salt  solution  may  be  cal¬ 
culated  from  the  percentage  composition  and  density,  if  the  refractive 
indices  of  water  and  of  a  more  concentrated  solution  are  already 
known. 

In  the  above  calculations  it  is  assumed  that  if  p  be  the  percentage 
of  salt  in  the  solution,  R'  the  specific  refraction  of  the  solution,  R 
that  of  sodium  chloride,  and  R"  that  of  water, 

100R'  =  pH  +  (100  -  p)R". 

It  is  then  found  that  of  the  for  mu  he  used  to  express  the  specific 
refractions  of  sodium  chloride  and  its  solutions,  that  of  Ketteler  gives 
the  best  results.  Using  this  formula,  the  specific  refraction  of  a  con¬ 
centrated  salt  solution  may  be  calculated  from  that  of  any  other 
solution  containing  more  than  1  per  cent,  salt  to  within  The 

specific  refraction  of  sodium  chloride  calculated  from  that  of  any  of 
its  solutions  containing  more  than  1  per  cent,  salt  will  be  found  to 
vary  only  in  amount.  The  value  thus  obtained  can  therefore  be 
used  for  the  calculation  of  the  molecular  refraction  ;  it  is  not,  how¬ 
ever,  identical  with  that  obtained  for  sodium  chloride  by  direct  deter¬ 
mination.  With  the  above  value,  the  refractive  indices  of  salt  solutions 
of  any  concentration  can  also  be  calculated  from  those  of  a  more 
concentrated  solution  and  of  waiter,  the  agreement  between  the 
numbers  thus  calculated  and  those  observed  being  to  within  five  units 
of  the  fifth  decimal  place.  II.  G. 

Dispersive  Power  of  Carbon  Compounds.  Alcohols  of  the 
Fatty  Series.  By  P.  Barrier  and  L.  Roux  ( Covijd .  rend.,  110, 
1071 — 1074,  compare  Abstr.,  18S9,  805). — The  following  results 
were  obtained  : — 


r. 

A. 

B. 

Methyl  alcohol . 

100 

1-3244 

0-318 

Ethyl  alcohol  . 

140 

1  -352-2 

0-358 

Propyl  alcohol . 

15-0 

1-3733 

0-381 

Butyl  alcohol . r 

141 

1-3892 

0-398 

Amyl  alcohol* . .  .  .  . 

— 

— 

0-415 

Hexyl  alcohol* . .  . 

— 

— 

0-422 

Heptyl  alcohol  . 

16-4 

1-4105 

0-430 

Octvl  alcohol . . . 

16-3 

1-4179 

0-437 

Isopropyl  alcohol . 

15-4 

1-3GG1 

0-380 

Secondary  butyl  alcohol... 

15-4 

1-3852 

0-396 

Diethyl  carbinol . 

14-3 

1-3970 

0-407 

/3-liexvl  alcohol  ......  .... 

15-4 

1-4053 

0-4215 

Secondary  lieptyl  alcohol* . 

— 

— 

0-4*28 

Secondary  octyl  alcohol.  . . 

1G-6 

1-4158 

0'435o 

Isobutyl  alcohol  ......... 

21-8 

1-3827 

0-394 

Isoamvl  alcohol . 

22D 

1-3940 

0-406 

*  These  values  of  B  were  obtained  by  interpolation. 
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A.  I! 

Allvl  alcohol .  13‘4  1  *4001  0‘5o85 

Diallyl  carbinol .  10'G  1'4281  0‘G14 


In  the  alcohols  of  the  ethyl  series,  the  dispersive  powers  are  con¬ 
tinuous  functions  of  the  molccnlar  weights,  and  increase  with  ihe 
molecular  weight,  a  result  the  reverse  of  that  obtained  with  com¬ 
pounds  of  the  benzene  seines.  Primary  and  secondary  alcohols  have 
practically  the  same  dispersive  powers,  but  in  the  case  of  the  iso¬ 
primary  alcohols  the  values  are  slightly  lower  than  for  the  corre¬ 
sponding  normal  primary  compounds.  The  elimination  of  hydrogen 
results  in  a  considerable  increase  in  the  dispersive  power. 

C.  H.  B. 

Seat  of  the  Variation  of  Electromotive  Force  with  Tem¬ 
perature.  By  A.  GooKEti  Plugs  Chem.  [2],  40, 450 — 463). — The 
author  takes  four  cells  and  places  them  at  the  corners  of  a  rectangle, 
and  then  joins  them  up  as  required  along  the  sides  of  the  rectangle 
by  means  of  siphons.  The  cells  at  one  pair  of  adjacent  corners  con¬ 
tain,  e.g.,  a  solution  of  zinc  sulphate  with  zinc  electrodes,  the  other 
pair  containing  copper  sulphate  solution  and  copper  electrodes.  This 
arrangement  thus  gives  two  Daniell  cells,  one  of  which  can  be  warmed 
in  a  water-bath  whilst  the  other  remains  cold  ;  the  necessary  connec¬ 
tions  are  made  with  tbe  siphons.  By  suitable  combination,  the 
temperature  coefficients  of  the  different  contacts  may  be  determined, 
and  from  these  the  author  calculates  by  summation  the  tempera! are 
coefficient  of  the  whole  galvanic  element.  The  agreement  between 
direct  experiment  and  calculation  is  fairly  satisfactory.  J.  W. 

New  Method  and  Department  of  Chemical  Research.  By 
G.  Gore  (Phil.  Mag.  [5],  29,  401 — 427). — The  author  in  this  paper 
gives  the  results  of  his  investigation  on  the  change  of  electromotive 
force  of  a  zinc-platinum  element  brought  about  by  changing  the  con¬ 
centration  of  the  solutions  of  different  substances  in  which  the  metals 
are  immersed.  The  method  employed  was  that  of  the  “  voltaic 
balance  ”  (compare  Abstr.,  18S9,  665),  which  is  much  more  delicate 
than  the  thermopile  method  he  formerly  used.  Increased  concentra¬ 
tion  is  usually  accompanied  by  increased  electromotive  force,  and 
chemically  analogous  substances  give  curves  which  show  a  general 
similarity  to  each  other,  but  which  are  still  perfectly'  characteristic 
of  the  different  compounds.  The  effect  of  change  of  temperatnre  at 
one  and  at  both  metals  was  also  studied.  The  experimental  results 
are  given  in  the  form  of  numerous  curves,  and  a  theoretical  discussion 
follows.  J.  XV. 

Fall  of  Potential  at  the  Cathode  in  Geissler’s  Tubes.  Bv  E. 
Warburg  (Ann.  Pki/s.  Chem.  [2],  40,  1 — 17).— This  paper  is  a  con¬ 
tinuation  of  a  former  communication  on  the  same  subject  (Ann.  Plugs. 
Chem.  [2],  31,  545). 

The  author  had  observed  that  whilst  in  a  Geissler’s  tube  tilled  with 
slightly'  moist  nitrogen  the  difference  of  potential  between  the  cathode 
and  a  point  in  the  extreme  visible  limit  of  the  negative  glow  remained 
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constant,  yet  when  the  nitrogen  was  quite  dry,  a  considerable  increase 
of  fall  took  place  as  the  current  passed.  This  he  now  attributes  to 
the  presence  of  minute  quantities  of  oxygen  in  the  nitrogen,  and 
shows  in  the  present  communication  how  these  traces  may  be  removed. 
Sodium  had  previously  been  used  for  this  purpose,  but  a  difficulty 
was  experienced  in  obtaining  this  metal  in  a  state  of  sufficient  purity. 
The  author  liberates  his  sodium  within  the  closed  tube  in  the 
“nascent”  state  by  electrolysis  through  the  glass,  a  portion  of  the 
tube  being  immersed  in  half  per  cent,  sodium  amalgam  connected 
with  the  negative  pole  of  a  battery  and  heated  to  300°,  the  cathode 
of  the  tube  being  connected  with  the  positive  pole.  When  the  last 
trace  of  oxygen  has  been  removed  a  deep-yellow  light  appears  in  the 
part  of  the  tube  in  which  the  sodium  is  liberated.  Nitrogen  at 
23  mm.  pressure  was  freed  from  oxygen  in  20  minutes,  with  a  current 
from  three  Bunsen  cells  connected  with  an  induction  coil  capable  of 
giving  a  25  mm.  spark  in  air,  and  making  390  contacts  a  minute. 
The  excess  of  sodium  was  afterwards  distilled  into  a  remote  portion 
of  the  tube.  From  his  experiments  the  author  gets  the  following 
mean  numbers  for  the  fall  at  the  cathode  in  volts  : — Platinum  cathode: 
in  nitrogen,  232;  in  hydrogen,  300.  Magnesium  cathode  :  in  nitrogen, 
207;  in  hydrogen,  168. 

Variations  of  a  few  per  cent,  still  remain,  but  the  author  is  of 
opinion  that  in  perfectly  pure  gases  the  fall  is  independent  of  the 
current  strength  and  of  the  pressure,  being  determined  only  by  the 
chemical  nature  of  the  gas  and  of  the  cathode,  and  by  the  physical 
condition  of  the  latter.  J.  W. 

Surface-tension  of  Polarised  Mercury.  By  F.  Paschex  (Ann. 
Phys.  Ghem.  [2],  40,  36 — 52). — In  continuation  of  a  previous  paper 
(this  vol.,p.  552),  the  author  now  investigates  the  effect  of  concentra¬ 
tion  of  the  electrolytic  solution,  and  seeks  to  test  Pellat’s  relation 
between  the  maximum  of  surface-tension  and  the  point  where  electro¬ 
lysis  begins.  For  sulphuric  and  nitric  acids,  he  finds  that  the  maximum 
increases  with  increasing  concentration,  whilst  the  E.M.F.  for  incipient 
electrolysis  diminishes.  It  thus  happens  that  for  a  definite  mean  con¬ 
centration  the  two  values  become  equal,  so  that  it  is  only  for  this 
concentration  that  Pellat’s  relation  holds  good.  The  fall  beyond 
the  maximum  depends  on  the  relative  values  of  the  E.M.F.  for 
maximum  surface-tension  and  for  electrolysis.  There  is  little  or  no 
fall  for  strong  solutions  of  the  above  acids,  when  the  E.M.F.  for 
electrolysis  is  far  below  the  maximum. 

Other  electrolytes  investigated  were  solutions  of  nitric  acid,  ferrous 
sulphate,  potassium  hydroxide,  potassium  iodide,  and  mercuric  cyanide. 
Nitric  acid  and  ferrous  sulphate  behave  very  similarly  to  hydrochloric 
acid.  The  point  for  electrolysis  is  affected  by  the  nature  of  the 
solvent  (water,  ethyl  alcohol,  amyl  alcohol).  A  strong  solution  of 
potassium  cyanide  behaves  abnormally,  giving  a  deflection  of  the 
meniscus  in  a  direction  opposite  to  that  when  other  electrolytes  are 
employed.  Experiments  with  electrometers  containing  Wood’s  metal 
instead  of  mercury  led  to  identical  results.  J.  W. 
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Passage  of  Electricity  through  Hot  Gases.  By  J.  J.  Thomson 
( Phil.  Mag.  [5],  29,  358 — 306,  and  441 — 449). — The  gases  to  be 
examined  were  contained  in  a  platinum  tube,  into  which  the  insulated 
terminals  dipped.  The  tube  was  wrapped  round  with  asbestos  tape, 
placed  in  an  outer  iron  tnbe,  and  the  whole  arrangement  then  put 
into  a  muffle  furnace,  heated  by  a  gas-air  blast.  The  electrodes  were 
placed  in  circuit  with  a  battery  and  a  galvanometer  of  4000  ohms 
resistance.  When  the  gas  had  attained  the  temperature  required,  a 
reading  of  the  galvanometer  was  made,  the  current  reversed,  and  the 
opposite  deflection  observed. 

Great  differences  were  found  in  the  behaviour  of  gases  at  a  yellow 
heat.  Air,  nitrogen,  sulphur,  mercury,  ammonia,  steam,  hydrogen 
sulphide,  carbonic  anhydride,  nitric  and  sulphuric  acids — all  gave 
extremely  small  deflections;  whereas  bromine,  iodine,  hydrogen  iodide, 
hydrogen  chloride,  and  the  vapour  of  several  haloid  salts,  conducted 
well.  To  volatilise  mure  refractory  substances,  such  as  silver  and  tin, 
the  oxyhydrogen  blowpipe  was  employed,  the  substances  being  con¬ 
tained  in  a  hole  made  in  a  ganister  brick.  Mercury,  thallium,  and 
tin  did  not  seem  to  conduct;  but  the  vapours  of  the  other  metals,  such 
as  lead,  aluminium,  and  magnesium,  conducted  much  better  than  air, 
sodium  and  potassium  being  specially  good  conductors. 

Whenever  a  gas  became  a  good  conductor  on  being  heated,  the 
author  was  able  to  detect  dissociation  by  purely  chemical  means.  All 
substances,  however,  which  dissociate  on  heating  do  not  necessarily 
conduct:  ammonia  and  steam, for  example.  Conduction  is  only  observed 
when  the  products  of  dissociation  are  atoms  or  unsaturated  groups. 
The  very  slight  conductivity  in  the  case  of  air,  &c.,  is  probably  due 
to  convection  of  particles  from  the  negative  to  the  positive  pole. 
Ohm’s  law  seems  to  be  approximately  obeyed  in  the  case  of  gases 
that  conduct  well.  Cold  metals  are  not  capable  of  taking  up  elec¬ 
tricity  from  hot  gases,  for  no  current  is  observed  until  both  electrodes 
are  red-hot.  The  nature  of  the  electrodes  seems  to  have  no  effect  on 
the  class  of  good  conductors,  neither  does  alteration  of  their  relative 
size.  No  polarisation  could  be  detected.  Unsaturated  gases,  like  NO 
and  03,  behaved  exactly  like  air.  J.  W. 

Electrical  Conductivity  of  Fused  and  Solid  Salts.  By  L. 

Graetz  (Ann.  Pltys.  Chem.  [2],  40,  18 — 35). — The  author  placed  a 
quantity  of  the  salt  to  be  investigated  in  a  small  porcelain  crucible, 
the  lid  of  which  contained  four  openings  for  the  reception  of  the 
wires  leading  to  the  electrodes,  and  those  of  the  thermo-element  used 
to  measure  the  temperature.  The  crucible  was  placed  in  a  large  sand- 
hath,  and  precautions  taken  that  the  conducting  wires  should  be  kept 
hot,  so  as  to  prevent  solidification  of  the  fused  salt  on  the  electrodes 
and  on  the  junction.  The  bath  was  heated  to  considerably  above  the 
temperature  of  fusion  of  the  salt,  and  then  allowed  slowly  to  cool, 
simultaneous  determination  of  the  temperature  and  the  conductivity 
being  made  from  time  to  time.  The  melting  point  was  determined 
by  a  separate  experiment.  Tables  are  given  for  the  conductivity 
of  the  following  substances :  the  chlorides,  bromides,  and  iodides  of 
cadmium  and  zinc,  lead  chloride,  lead  iodide,  potassium  nitrate, 
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cuprous  cliloride,  stannous  chloride,  and  antimonious  chloride.  The 
results  obtained  serve  to  show  that  there  is  in  no  case  a  sudden  change 
of  conductivity  at  the  melting  point,  as  Foussereau  (Compi.  rend.,  98, 
1325)  asserted.  In  conclusion,  the  author  discusses  at  some  length 
the  theoretical  aspect  of  the  question,  particularly  in  connection  with 
dissociation.  J.  W. 

Conductivity  of  the  substituted  Succinic  and  Glutaric  Acids. 
By  C.  A.BrscnoFrand  P.  Walden  {Be r.,  23, 1950 — 1958). — The  authors 
have  continued  their  investigation  of  the  conductivity  of  the  substi¬ 
tuted  succinic  acids  (this  voh,  p.  745;  see  also  Bethmann,  Zeit.  phys. 
Chem.,  5,  385),  with  the  results  given  in  the  following  table,  in  which 
K  represents  100  times  the  dissociation  constant : — 


Substance. 

105° 

0  *0054 

51—53 

0 '0054 

62 

0  -0057 

105 

0  0059 

101—102 

0 ' 0u59 

128—130 

0  '0059 

180 

0 -00G65 

140 

(Ostwald) 

0  0080 

08 

0  -0083 

112 

0  -0086 

161 

0  '00905 

120 

0-0122 

194 

0-0190 

88 

0 ‘0201 

1GS*5 

0  020G 

159—160 

0 -0219 

192 

0  -0245 

137—138 

0  -0247 

0  -02G2 

190—192 

0 ’0314 

128 

0  0343 

123 

0-0414 

It  will  be  seen  that  the  trisubstituted  succinic  acids  have  the  least 
conductivity,  and  also  differ  least  among  themselves. 

Similar  measurements  have  also  been  made  with  several  of  the 
substituted  glutaric  acids.  As  has  been  previously  pointed  out,  the 
compounds  described  above  as  trisubstituted  succinic  acids  may 
possibly  be  in  reality  dbubstituted  glutaric  acids.  They  are  there¬ 
fore  also  included  in  the  following  table: — 
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Substance. 

Melting  point. 

K. 

97° 

0-00352 

97*5 

0  00175 

126—127 

0 -0053 

102—103 

0  -0055 

„  . 

99—101 

0  0054 

105 

0-0054 

70 

0  -0054 

h-Propyldimethylsuecinic  acid  =  mcsopropyl- 

0-0054 

113—111 

0 ’ 0055 

h- Ethyldimet  hylsuceinic  acid  —  mcaocthylmethyb 

G2 

0-0057 

H -Kihyldimethylsuccinic  acid  =  paractliylmctliyl- 

105 

0  -0059 

H -Propyldimelhylsuccinic  acid  =  parapropyl- 

101—102 

12S-130 

0-0059 

Benzyldimeihylsuccinic  acid  =  henzylmetliyl- 

0-0059 

The  differences  in  this  case  are  too  small  to  allow  of  the  deduction 
of  any  conclusions  concerning  the  constitution  of  the  different  acids. 

H.  G-.  C. 

Conductivities  of  the  Ammonium  and  Aniline  Salts  of  the 
Hydroxybenzoic  Acids.  By  D.  Berthelot  (Gompt.  rend.,  110, 
1066 — 1069). — The  conductivity  of  mixtures  of  phenol  and  ammonia 
is  considerably  greater  than  the  mean  calculated  conductivity,  the 
difference  being  at  a  maximum  with  equal  equivalents  of  phenol  and 
the  alkali.  This  also  holds  good  for  mixtures  of  benzoic  acid  with 
ammonia.  The  conductivity  of  ammonium  benzoate  when  the  base 
and  acid  are  present  in  equivalent  proportions,  or  where  the  benzoic 
acid  is  in  excess,  is  greater  than  that  of  sodium  benzoate. 

In  the  case  of  orthohydroxybenzoic  acid  and  ammonia  in  different 
proportions,  the  conductivities  are  always  considerably  less  than  the 
calculated  values,  but  with  the  meta-  and  para-hydroxybenzoic  acidu 
the  results  are  of  the  same  kind  and  same  order  of  magnitude  as 
with  benzoic  acid.  Notwithstanding  the  great  differences  between 
the  conductivities  of  the  three  acids,  the  conductivities  of  mixtures  of 
the  acids  with  an  equivalent  quantity  of  ammonium  are  practically 
identical.  A  similar  result  was  obtained  previously  with  the  sodium 
salts,  the  conductivity  of  which  is  somewhat  lower.  With  ortho¬ 
hydroxy  benzoic  acid  the  maximum  difference  between  the  observed 
and  calculated  conductivities  is  given  by  a  mixture  of  equal  equiva¬ 
lents  of  the  acid  and  the  base ;  in  the  case  of  the  meta-  and  para- 
acids  the  difference  increases  with  the  addition  of  a  second  equivalent 
of  ammonia.  A  strictly  analogous  result  was  obtained  with  the 
sodium  salts. 

The  observed  conductivities  of  mixtures  of  aniline  and  benzoic  acid 
are  practically  identical  with  the  calculated  values,  and  it  follows  that 
the  aniline  benzoate  is  completely  dissociated  in  the  solution.  With 
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orthobydroxybenzoic  acid  and  aniline,  the  observed  values  are 
decidedly  less  than  the  calculated,  and  there  is  evidently  considerable 
combination;  with  the  meta-  and  para-acids,  the  results  are  almost 
the  same  as  with  benzoic  acid,  and  there  is  very  little  combination. 
The  observed  values  are  slightly  less  than  the  calculated  for  the  meta¬ 
acid,  and  slightly  greater  for  the  para-acid.  C.  H.  B. 

Electrolysis  of  Aluminium  Fluoride  in  Igneous  Fusion. 

By  A.  jMinet  ( Govipt .  rend.,  110,  1190 — 1193). — Aluminium  sodium 
chloride,  even  when  mixed  with  excess  of  sodium  chloride,  is  too 
volatile  to  he  used  economically  as  an  electrolyte.  A  mixture  of 
4j  parts  of  aluminium  sodium  fluoride  with  60  parts  of  sodium 
chloride  is  practically  non-volatile  below  1100°,  and  is  sufficiently 
fluid  at  800°.  Electrolysis  with  carbon  electrodes  follows  the 
ordinary  laws  of  electrolyis  of  solutions.  The  .composition  of  the 
electrolyte  can  be  kept  constant  by  repeatedly  adding  aluminium 
fluoride,  but  as  this  involves  the  loss  of  a  quantity  of  fluorine 
equivalent  to  the  aluminium  deposited,  a  mixture  of  fluoride  and 
oxide  corresponding  to  the  oxyfluoride,  AhOa/AhFs,  is  used.  The 
electrolytic  cell  is  a  cubical  steel  vessel,  and  in  order  to  prevent 
corrosion,  5  per  cent,  of  the  current  of  the  cathode  is  diverted  by 
means  of  a  resistance,  and  thus  the  internal  surface  of  the  cell  is 
kept  coated  with  a  very  thin  layer  of  aluminium. 

In  one  experiment  with  four  cells,  the  temperature  of  the  fused 
salt  being  1100°,  and  the  duration  of  the  experiment  21  hours,  the 
constants  for  a  single  cell  were:  difference  of  potential,  5*75  volts; 
intensity,  1500  amperes;  E.AI.F.  of  decomposition,  2  volts;  resistance 
of  electi-olyte,  00025  ohm,  and  weight  of  metal  deposited  5250 
grams.  C.  H.  B. 

Determination  of  the  Heat  of  Vaporisation  by  Means  of  the 
Steam  Calorimeter.  By  K.  Wirtz  (Ann.  Phys.  Ghem.  [2],  40, 
438 — 449). — With  the  steam  calorimeter  of  Bunsen  and  Joly,  the 
author  fiuds  it  is  easy  to  determine  with  considerable  accuracy  the 
heat  of  vaporisation  of  liquids  boiling  below  100°.  The  vessel  in 
which  the  liquid  is  contained  is  a  test  tube  23  mm.  wide  and 
75  mm.  long,  surrounded  by  a  loosely-fitting  glass  jacket  55  mm. 
long.  This  test  tube  is  placed  in  the  platinum  basket,  and  the  in¬ 
crease  of  weight  noted  on  immersing  it  in  steam.  A  second  experi¬ 
ment  is  then  made  with  the  same  apparatus,  plus  a  weighed  quantity 
of  liquid.  From  the  two  weighings  the  quantity  of  steam  condensed 
owing  to  the  vaporisation  of  the  liquid  can  easily  be  obtained.  For 
precautions  against  spurting  and  overheating,  the  original  paper 
must  be  consulted.  The  results  of  the  author’s  experiments  agree 
very  well  with  those  of  Regnault,  Andrews,  and  others.  J.  W. 

Heat  of  Formation  of  Uric  Acid  and  Alkaline  Urates.  By 

C.  Matignon  ( Compt .  rend.,  HO,  1267 — 1270). — Heat  of  combustion 
of  1  gram  of  uric  acid  in  the  calorimetric  bomb,  2,754  Cal. ;  molecular 
heat  of  combustion  at  constant  volume,  462*7  Cal.,  at  constant 
pressure,  461*4  Cal,;  heat  of  formation,  +148*1  Cal. 
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Potassium  Urates. — Heat  of  dissolution  of  the  bibasic  urate  in 
dilute  potassium  hydroxide,  — 6*0  Cal.,  C5H4N4O3  sol  +  2KOHsol.  = 
C5H2N403K2  solid  +  2H20  develops  +  37*5  Cal.  Heat  of  formation 
of  the  bibasic  urate,  +  250*2  Cal. 

Heat  of  dissolution  of  the  monobasic  urate,  —8*4  Cal.  ;  heat  of 
neutralisation  of  solid  uric  acid  by  the  first  equivalent  of  solid 
potassium  hydroxide,  +  23*9  Cal. ;  heat  of  formation,  4-  207*0  Cal. 

Heat  of  neutralisation  of  the  solid  monobasic  urate  by  a  second 
equivalent  of  solid  potassium  hydroxide,  +  13*9  Cal. ;  heat  of  neutrali¬ 
sation  of  the  dissolved  salt  by  dissolved  potash,  +  4*6  Cal.  It  follows 
from  the  thermochemieal  results  that  the  second  acid  function  of 
uric  acid  is  of  a  phenolic  rather  than  an  acidic  character. 

Sodium  Urates. — Heat  of  dissolution  of  the  hydrated  bibasic  urate, 
CsH^^OjNaa.HsO,  in  dilute  sodium  hydroxide  solution,  —1*4  Cal. 
Heat  of  neutralisation  of  uric  acid  by  two  equivalents  of  sodium 
hydroxide  in  solution,  -f  6’2  Cal.,  in  the  solid  state,  +27*2  Cal.  Heat 
of  formation  of  the  hydrated  bibasic  urate,  +3109  Cal.;  of  the  an¬ 
hydrous  salt,  +  240*5  Cal. 

Heat  of  dissolution  of  the  monobasic  urate  dried  at  100° 


C5H3N403Na  iH20,  -8*8  Cal. ; 


heat  of  neutralisation  of  solid  urio  acid  by  one  equivalent  of  solid 
sodium  hydroxide,  with  formation  of  the  hydrated  salt,  +21*7  Cal.; 
heat  of  formation,  237*6  Cal. ;  heat  of  formation  of  the  anhydrous 
salt,  198*5  Cal.  It  follows  from  these  results  that  uric  acid  should 
decompose  sodium  and  potassium  phosphates  with  formation  of  the 
monobasic  phosphates,  and  this  is  found  to  be  the  case.  Heat  of 
neutralisation  of  the  dissolved  monobasic  urate  with  formation  of  the 
dissolved  bibasic  salt — 5*7  Cal.;  heat  of  neutralisation  in  the  solid 
state,  + 10  Cal. 

Ammonium  Urate. — Molecular  heat  of  combustion  of  the  monobasic 
salt,  +530  Cal.;  heat  of  formation,  +183  Cal.;  heat  of  combination 
of  gaseous  ammonia  with  solid  uric  acid,  +22*7  Cal.  The  bibasic 
salt  could  not  be  obtained. 

Uric  acid  has  only  one  truly  acid  function  ;  the  bibasic  urates  are 
analogous  to  the  phenolates  and  the  tribasic  phosphates. 

C.  H.  B. 

Heat  of  Transformation  of  Isomeric  Inosites.  By  Berthelot 
( Compt .  rend.,  110,  1244 — 1246). — The  heat  of  solution  of  dextro¬ 
gyrate  inosite  at  17*9°  is  —2*05  Cal.,  and  that  of  Irevogyrate  inositc 
—  2*03  Cal.  The  two  numbers  may  therefore  be  taken  as  identical, 
and  the  mean  is  — 2*04  Cal.  No  thermal  disturbance  is  observed 
when  the  two  solutions  are  mixed. 

Heat  of  dissolution  of  racemic  inosite,  —3*87  Cal.,  or  —  7*74  Cal.  for 
the  double  molecule ;  it  follows  that  the  heat  of  combination  of  tho 
two  optically  active  inosites  is  +3*66  Cal.  Inactive  nonracemic 
inosite  from  walnuts  has  a  heat  of  dissolution  —3*38  Cal.  These 
numbers  are  of  the  same  order  of  magnitude  as  in  the  ease  of  tho 
tartaric  acids.  C.  H.  B. 
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Specific  Gravity,  Specific  Heat,  and  Heat  of  Dissolution  of 
supersaturated  Salt-solutions.  By  EL  Bindel  {Ann.  Phys.  Chem., 
[2],  40,  370 — 398). — This  research  comprehends  solutions  of 
magnesium  sulphate,  potassium  chlorate,  lead  nitrate,  sodium  acetate, 
ammonium  and  potassium  alums.  With  regard  to  the  specific  gravity 
of  concentrated  and  supersaturated  solutions  of  the  above  substances, 
the  author  finds  that  the  numbers  obtained  are  in  fair  agreement  with 
those  calculated  from  Yalson  and  Bender’s  “moduli.”  By  adopting 
E.  Wiedemann’s  mode  of  treating  the  properties  of  solutions,  he 
comes  to  the  conclusion  that  “the  specific  gravity  of  the  salt  in 
solution  is  the  greater,  the  more  concentrated  the  solutions  are.” 
In  a  similar  way  he  finds  that  the  specific  heat  of  the  salt  in  solution 
diminishes  with  increasing  concentration.  The  experimental  results 
are  expressed  in  numerous  tables  and  curves.  J.  W. 

Determination  of  Vapour  Density.  By  0.  Schai.l  ( Ber .,  23, 
1701 — 1705). — In  the  apparatus  described  in  the  author’s  previous 
paper  (this  vol.,  p.  081),  toluene,  aniline,  and  phenanthrene  may  be 
employed  as  heating  liquids.  To  employ  sulphur,  a  double  Bunsen 
burner  must  be  employed,  and  a  small  beaker,  9  c.m.  in  height,  the 
bottom  of  which  has  an  area  of  about  12  sq.  c.m.  The  heating  flask  B. 
(see  fig.  loc.  cit.)  must  then  have  a  capacity  of  22 — 23  c.c.  In  this 
manner  the  vapour  density  of  substances  boiling  up  to  450°  can  be 
determined.  Under  diminished  pressure,  the  vapour  density  of  sub¬ 
stances  boiling  as  high  as  500°  can  be  determined  with  a  heating 
bath  of  360°. 

To  obtain  accurate  results,  the  following  precautions  should  be 
used :  commercial  sodium  carbonate  may  be  employed,  but  should 
be  ignited  and  allowed  to  remain  over  sulphuric  acid  before  being 
used,  and  the  acid  may  be  saturated  by  previously  throwing  into  it  a 
few  grains  of  the  carbonate.  The  indiarnbber  connections  should  be 
smeared  inside  and  out  with  vaseline,  and  covered  with  gypsum  or 
asbestos.  The  manometer  tube  in  the  author’s  experiments  had  a 
diameter  of  2'6  mm.,  but  a  width  of  4  mm.  is  not  too  large. 

If  the  bulb  be  of  100  c.c.  capacity,  the  quantity  of  substance  taken 
should  be  at  least  0'04  gram;  with  a  bulk  of  22’23  c.m.,  at  least 
O'Ol  gram.  The  errors  are  not  greater  thau  in  the  ordinary  simpler 
methods  of  vapour  density  determination. 

To  carry  out  the  determination  in  an  indifferent  gas,  merenry 
purified  by  V.  and  R.  Meyer’s  method  is  employed,  and  pure  car¬ 
bonic  anhydride  passed  into  the  apparatus  by  means  of  an  entrance 
tube  at  e.  (see  Fig.,  loc.  cit.'),  and  the  substance,  enclosed  in  a  glass 
tube,  then  introduced  into  the  caoutchouc  tube  e.  For  determining 
the  vapour  density  under  diminished  pressure,  the  caoutchouc  tube  e , 
must  consist  of  thick- walled  pumptnbing,  and  the  heating-flask  should 
not  be  too  thin  walled.  If  the  latter  has  a  capacity  of  100  c.c.,  and 
the  pressure  be  30  mm.,  the  quantity  of  substance  taken  should  be 
about  0’0030  gram,  if  the  density  of  the  substance  is  nearly  the 
same  as  that  of  air;  this  must  be  increased,  however,  as  the  density  of 
the  vapour  increases  ;  thus  for  a  compound  having  a  vapour  density  of 
about  11  (corr.  —  1)  the  quantity  should  be  about  0  03  gram.  For 
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the  reduction  of  the  pressure,  an  ordinary  water  pump  may  be 
employed. 

The  results  obtained  with  sulphur  do  not  show  any  grounds 
for  assuming  the  existence  of  the  molecule  S«,  and  are  thus  in  agree¬ 
ment  with  Biltz’s  results  (Abstr.,  1888,  1028).  On  the  other  hand, 
the  density  in  diphenylamine  vapour  agrees  fairly  well  with  the 
molecular  formula  S6,  previously  deduced  by  Beckmann  (this  vol., 
p.  447)  from  the  rise  in  the  boiling  poiut  of  its  solutions. 

H.  G.  C. 

Laws  of  Molecular  Volumes  and  of  Boiling  Points.  By 
C.  M.  Goldberg  (Zcit.  physikul.  Chem.,  5,  374 — 382). — The  molecular 
volumes  of  liquids  are  ordinarily  compared  at  their  boiling  points, 
that  is,  at  temperatures  corresponding  with  equal  vapour- pressures. 
For  obvious  reasons  this  comparison  should  be  made  under  strictly 
comparable  conditions  ;  and  this  would  only  be  the  case  when  pres¬ 
sure,  volume,  and  temperature  were  expressed  in  terms  of  their 
critical  values.  That  certain  regularities  in  the  molecular  volumes  at 
the  boiling  points  have  in  spite  of  this  been  discovered,  is  explained 
on  comparing  the  values  of  T  (the  absolute  boiling  point)  with  those 
of  Tj,  the  absolute  critical  temperature,  in  those  cases  in  which  these 
two  constants  are  known.  The  ratio  T/Tj  is  found  to  be  not  abso¬ 
lutely  constant,  but  in  all  cases  the  value  obtained  approximates  to 
2/3.  Hence  it  follows  that  qualities  like  the  molecular  volumes  which 
only  alter  slowly  with  the  temperature,  are  practically  comparable  at 
the  boiling  points. 

Since  the  critical  pressure  of  liquids  is  generally  very  much  greater 
than  that  of  the  atmosphere,  Gay-Lussac’s  and  Boyle’s  laws  may  be 
looked  on  as  applicable  at  the  boiling  point.  If  V  is  the  volume  of 
the  saturated  vapour,  then  pY  =  BT/ in,  or  mY  —  BT jp.  Here  B jp 
would  be  a  constant  quantity  which  by  a  suitable  choice  of  units 
might  be  made  equal  to  unity,  in  which  case  the  absolute  boiling 
point  would  obviously  be  a  measure  for  the  molecular  volume  of  a 
saturated  vapour  under  a  pressure  of  1  atmosphere.  H.  C. 

Improvements  in  the  Apparatus  for  Crystallising  at  a  Low 
Temperature  and  in  absence  of  Moisture  and  Air.  By  J.  W. 
Bruhl  ( Her 23,  1460 — 1461). — The  improvements  relate  to  the 
apparatus  previously  described  (Abstr.,  1889,  464).  Instead  of 
making  an  air-tight  joint  between  the  glass  receiver  (B)  and  the 
shallow  bell- jar  cover  by  means  of  an  indiarnbber  ring,  the  edges  of 
both  are  ground  and  greased,  those  of  the  receiver  being  turned 
slightly  inwards  at  the  top  so  that  the  greased  surface  forms  a  slight 
angle  with  the  vertical.  Instead  of  a  platinum  cone  a  marble  is 
placed  iu  the  funnel-shaped  portion  of  the  receiver  (B)  ;  it  is  then 
possible  to  apply  greater  pressure  to  the  crystalline  mass  remaining 
in  the  receiver.  The  vessel  containing  the  freezing  mixture  is 
wrapped  round  with  flannel  and  covered  with  a  felt  plate. 

The  author  finds  that  a  marble  placed  in  a  funnel  instead  of  a  per¬ 
forated  plate,  without  either  paper  or  cloth,  forms  a  very  good  filter 
even  for  substances  in  a  moderately  fine  state  of  division. 

F.  S.  K. 
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Constitution  of  Solutions.  By  F.  Rudorff  ( Ber .,  23,  1846 — 
1851  ;  compare  Abstr.,  1888,  342,  889,  and  1889,  98). — The  previous 
researches  of  the  author  on  the  diffusion  of  double  salts,  have  led  him 
to  divide  them  into  two  classes ;  the  members  of  the  first  behave  like 
a  mixture  of  two  simple  salts,  whilst  those  of  the  second  act  as 
definite  chemical  compounds.  The  object  of  the  present  research  was 
to  determine  whether  two  salts,  which  do  not  react,  behave  towards 
each  other  when  in  solution  in  a  manner  at  all  comparable  with  a 
mixture  of  two  indifferent  gases.  It  is  assumed  that  if  the  salts  exert 
any  mutual  action,  their  combined  effect  on  the  solvent  will  be  less 
than  the  sum  of  the  influence  of  each  separately.  The  method 
adopted  consisted  in  determining  the  freezing  point  of  various  solu¬ 
tions.  The  following  salts  were  investigated ;  the  value  tjg  repre¬ 
sents  the  constant  depression  of  the  freezing  point  caused  by  g  parts 
of  substance  dissolved  in  100  parts  of  water ;  the  numbers  are  in  all 
cases  the  mean  of  several  experiments  : — 


tig- 

Ammonium  chloride .  0*655 

,,  sulphate .  0'277 

Potassium  chloride .  0*462 

Sodium  „  0*604 


The  observed  freezing  point  of  mixtures  of  any  two  of  these  salts 
agreed  very  closely  with  the  calculated  numbers,  showing  that  no 
interaction  takes  place.  On  the  other  hand,  the  freezing  point  of 
solutions  of  substances  which  form  double  salts,  such  as  mixtures  of 
mercuric  cyanide  and  potassium  cyanide  ;  cupric  chloride  and  am¬ 
monium  chloride  ;  aluminium  sulphate  and  ammonium  sulphate,  &c., 
was  always  lower  than  that  of  the  separate  solutions.  J.  B.  T. 

Solid  Solutions  and  Molecular-Weight  Determinations  of 
Solid  Substances.  By  J.  H.  Van’t  Hoff  (Zeit.  physikal.  Ohem .,  5, 
322 — 339). — The  well-known  laws  of  the  reduction  of  the  freezing 
points  of  solutions  by  dissolved  substances  have  now  been  satisfac¬ 
torily  established  for  18  different  solvents.  The  investigation  of 
this  subject  has,  however,  brought  to  light  a  number  of  exceptions  to 
the  general  laws  which  as  yet  remain  unexplained.  Many  of  these 
the  author  assumes  to  be  due  to  the  fact  that  in  certain  cases  the  sub¬ 
stance  which  separates  out  on  freezing  is  not  the  pure  solvent,  but  a 
solid  solution  of  the  dissolved  substance  in  the  solvent.  The  pro¬ 
perties  of  solid  solutions  are,  therefore,  discussed  in  order  to  ascertain 
what  the  effect  of  this  behaviour  would  be. 

As  instances  of  solid  solutions,  we  have  isomorphous  mixtures  and 
mixed  crystals,  amorphous  solutions,  as  in  the  case  of  the  glasses  and 
certain  minerals;  and  then  such  cases  as  the  solution  of  hydrogen  by 
palladium  and  other  metals.  In  solid  solutions,  diffusion  can  appa¬ 
rently  take  place  as  in  liquid  solutions.  Spring  has  shown  that 
double  decomposition  takes  place  between  solids  under  pressure,  and 
this  decomposition  must  be  preceded  by  diffusion.  Glass  behaves  as 
an  electrolyte,  in  which  case  diffusion  of  ions  takes  place  through  the 
mass.  It  is  also  known  that  carbon  has  the  power  of  diffusing 
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through  iron  and  porcelain.  We  may  therefore  assume  that  in  solid 
solutions  we  have  osmotic  pressure,  as  in  liquid  solutions  ;  and,  if  this 
is  of  kinetic  origin,  the  laws  applying  to  the  latter  will  also  apply  to 
the  former  case.  Hence  the  gaseous  laws  should  be  applicable  to 
dilute  solid  solutions  ;  and  if  this  be  the  caso  the  osmotic  pressure  will 
be  proportional  to  the  concentration.  In  the  ease  of  the  absorption  of 
hydrogen  by  palladium  this  seems  to  be  so.  Up  to  a  certain  point, 
hydrogen  is  absorbed  under  a  constant  pressure  of  225  mm.  until 
600  parts  by  volume  have  been  taken  up,  corresponding  with  the 
formation  of  Pd3H ;  but  above  this  point  the  hydrogen  absorbed  is 
proportional  to  the  pressure,  as  is  seen  by  the  following  numbers  :  — 


Massive  palladium. 

Spongy  palladium. 

l\ 

P. 

P jv  -  600. 

V. 

P. 

Tfv  -  600. 

809 

1428 

6-8 

775 

715 

4  1 

743 

909 

6-4 

743 

493 

3-5 

700 

598 

6  0 

718 

361 

3  0 

672 

454 

6-3 

684 

247 

3  0 

642 

353 

8-4 

— 

— 

— 

The  analogy  between  liquid  and  solid  solutions  would,  further,  lead 
to  the  conclusion,  that  the  vapour-pressure  of  a  solid  would  be  re¬ 
duced  on  its  taking  any  other  substance  into  solution.  This  view  is 
supported  by  the  fact  that  many  isomorphous  mixtures  are  more 
stable,  and  do  not  so  readily  undergo  efflorescence  as  either  of  their 
constituents.  This  reduction  of  the  vapour-pressure  of  a  solid  by  the 
introduction  of  foreign  material  is  of  importance  in  considering  the 
effect  which  the  separation  of  a  solid  solution  in  place  of  the  pure 
solvent  has  on  the  lowering  of  the  freezing  point.  For,  since  the 
freezing  point  of  a  solution  is  the  point  at  which  the  vapour-pressure 
of  the  solution  and  of  the  separating  solid  is  the  same,  the  smaller 
the  vapour-pressure  of  the  solid  the  higher  will  be  the  melting  or 
freezing  point  of  the  solution.  Hence  the  separation  of  a  solid  solu¬ 
tion  from  a  solvent  in  place  of  the  pure  solvent  would  make  the 
freezing  point  fall  too  high,  or  would  cause  too  small  a  depression  of 
the  freezing  point.  This  is,  as  a  matter  of  fact,  what  so  often  comes 
under  observation,  particularly  in  those  cases  in  which  the  formation 
of  a  solid  solution  by  the  union  of  solvent  and  dissolved  substance 
might  from  the  first  be  expected.  This  is  the  case  with  solutions  of 
metaeresol  and  parabromophenol  in  phenol,  of  aldoxime  in  aeetoxime, 
and  of  thiophen  and  pyridine  in  benzene. 

Bv  the  application  of  the  Raoult  methods  to  solid  solutions,  these, 
like  liquid  solutions,  should  be  made  available  for  molecular- weight 
determinations.  Although  nothing  has  as  yet  been  done  in  this 
direction,  it  is  of  importance  to  note  that,  from  the  fact  stated  above, 
that  there  is  proportionality  between  the  amount  of  hydrogen  ab¬ 
sorbed  by  palladium  and  the  pressure  of  the  gas,  we  may  conclude 
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that  free  hydrogen  and  that  held  in  solution  by  palladium  have  the 
same  molecular  composition.  It  is  highly  probable  that  the  further 
study  of  solid  solutions  would  throw  much  light  on  the  question  of 
the  molecular  structure  of  solids.  H.  C. 

Possibility  of  Determining  the  Molecular  Weights  of  Metals 
by  two  new  Methods.  By  V.  v.  Turin  (Zeit.  physikal.  Chem.,  5, 340 — 
348). — The  first  method  consists  in  measuring  the  E.M.F.  of  a  simple 
galvanic  cell,  in  which  one  electrode  is  formed  of  pure  mercury,  and 
the  other  of  an  amalgam  of  the  metal,  the  molecular  weight  of  which 
is  being  determined,  the  electrolyte  being  a  mercury  salt,  either  in 
solution  in  water  or  alcohol,  or  in  the  molten  condition.  The  second 
method  consists  in  measuring  the  E.M.F.  of  a  simple  galvanic  cell, 
in  which  both  electrodes  are  formed  of  amalgams  of  the  metal,  the 
molecular  weight  of  which  is  being  determined,  of  different  concen¬ 
trations,  the  electrolyte  in  this  case  being  a  salt  of  the  same 
metal. 

In  the  first  instance,  if  we  have  two  vessels,  A  and  B,  of  which 
the  first  contains  pure  mercury  and  the  second  the  amalgam,  a 
cycle  of  changes  may  lie  performed  by  transferring  osmotically  a 
certain  small  quantity  of  mercury,  from  A  to  B,  and  then  connecting 
A  with  B  electrolytically,  and  thus  allowing  the  mercury  to  be 
returned  to  A.  The  work  done  in  each  of  the  above  stages  is  of  course 
the  same,  and  is  measured  by  the  product  of  the  E.M.F.  into  the 
amount  of  electricity,  which  is  necessary  to  transfer  unit  weight  of 
mercury  from  A  to  B,  the  latter  being  inversely  proportional  to  the 
electro-chemical  equivalent  of  mercury.  The  function  may  then  be 
found  which  expresses  the  relation  between  the  unknown  molecular 
weight  and  the  E.M.F.  of  the  cell.  The  second  method  is  in  principle 
similar  to  the  first,  and  differs  from  it  only  in  being  somewhat  more 
complicated  and  difficult  to  treat.  H.  0. 

Determination  of  Affinity  Coefficients.  By  W.  HechTi 
M.  Conrad,  and  C.  Bruckner  (Zeit.  physikal.  Chem .,  5,  289 — 321  ; 
see  these  Abstracts,  1889,  931,  and  this  vol.,  pp.  4,  327). — This 
paper  deals  with  the  influence  of  dilution  on  the  rate  of  forma¬ 
tion  of  ethereal  salts.  The  action  of  sodium  ethoxide  on  methyl 
iodide  and  its  higher  liomologues  is  studied,  the  concentration  of  the 
solutions  being  varied  from  the  normal,  v  =  1,  to  ^  of  the  normal, 
t!  =  80.  The  combined  influence  of  temperature  and  concentration 
on  the  affinity  coefficients  may  be  expressed  by  the  followdug  equa¬ 
tion  k'T  =  /^10a'(l  +  Xlogr),  in  which  X  =  0’4546  for  methyl,  0'6058 
for  ethyl,  and  (J'7S43  for  all  the  other  alkyl  iodides.  The  relation 
between  the  affinity  coefficients  does  not  vary  greatly  with  rising 
dilution  in  the  case  of  the  higher  alkyl  iodides,  ethyl  iodide,  however, 
shows  a  slight  variation,  and  methyl  iodide  a  very  marked  one,  in 
the  relation  of  their  affinity  coefficients  at  different  dilution.  For 
infinite  dilution,  placing  the  value  for  methyl  iodide  at  100,  that  for 
the  others  would  be  ethyl  10'37,  propyl  408,  octyl  301,  cetyl  3T0: 
The  action  of  potassium  and  sodium  ethoxides  on  ethyl  bromide  also 
follows  a  law  similar  to  the  above  with  regard  to  concentration. 

H.  C. 
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Action'  of  the  Electric  Arc  on  Gaseous  Substances  and  its 
Employment  for  Demonstrations.  By  B.  Lkpsius  (Jier.,  23, 
141b — 142S  and  1037 — lOtti). — Tlie  author  has  successfully  employed 
the  apparatus  described  below  for  demonstrating  the  volumetric  com¬ 
position  of  various  gases ;  its  chief  advantages  over  Hofmann’s 
apparatus  arc  that  the  experiments  can  be  carried  out  in  a  com¬ 
paratively  short  time,  and  a  large  volume  of  gas  can  be  employed. 


A  glass  tube  A,  40  mm.  in  diameter  and  300  mm.  in  length,  is 
provided  at  its  upper  extremity  with  a  glass  stopcock,  and,  40  mm. 
below  the  stopcock,  with  two  lateral  tubulures,  15  mm.  in  length  and 
15  ram.  in  diameter;  it  is  closed  below,  but  provided  with  a  stop¬ 
cock  a,  and  an  upright  tube  b,  10  mm.  in  diameter,  as  shown  in 
the  figure,  the  whole  being  placed  on  a  suitable  support.  The 
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lateral  tubulnres  serve  for  the  introduction  of  the  carbon  poles,  which 
are  about  2  mm.  in  diameter  (or  larger  if  required),  and  enclosed  in 
metal  necks,  12  mm.  in  length,  which  on  the  other  side  fit  on  to  the 
pin  (2  mm.  in  diameter)  of  a  copper  rod,  6  mm.  in  diameter,  pro¬ 
vided  with  a  binding  screw.  The  metal  necks  are  made  of  iron  or  of 
brass  (in  the  latter  case  they  must  be  lacquered),  and  are  slit  down 
one  side.  The  copper  rods  are  fitted  tightly  into  the  lateral  tubulures 
by  means  of  indiarubber  corks,  and  are  of  such  a  length  that 
they  overlap  each  other  about  10  mm.  ;  the  corks  being  placed  ec¬ 
centrically  in  the  tubulures  in  such  a  manner  that  the  rods  can  be 
brought  into  contact  by  slight  pressure  on  one  of  the  binding  screws. 
A  current  of  30  to  50  volts  is  sufficient  to  give  the  necessary  arc,  but 
it  is  better  to  employ  a  stronger  current  (60  to  80  volts)  and  a 
rheostat;  the  heat  of  the  arc  can  then  be  regulated,  so  that  the  glass 
apparatus  and  the  indiarubber  corks  are  not  damaged. 

The  gas  is  introduced  in  the  usual  way  by  first  filling  the  appa¬ 
ratus  with  mercury. 

The  following  examples  serve  to  illustrate  the  use  of  the  apparatus 
for  lecture  experiments  : — Conversion  of  Carbonic  Anhydride  into  Car¬ 
bonic  Oxide.  Well  dried  carbonic  anhydride  (80 — 100  c.c.)  is  intro¬ 
duced  into  the  apparatus,  its  volnme,  measured  under  the  atmo¬ 
spheric  pressure,  is  marked  on  the  tube,  and  the  arc  is  ignited. 
Decomposition  takes  place  with  a  brilliant  light,  and  the  volume 
immediately  increases;  in  about  a  minute  decomposition  is  complete, 
and  after  a  short  time  the  temperature  is  sufficiently  equalised  to 
allow  of  the  measurement  of  the  carbonic  oxide,  the  volume  of  whi  ch 
is  found  to  be  double  that  of  the  carbonic  anhydride  employed. 

Conversion  of  Oxygen  into  Carbonic  Oxide. — Well  dried  oxygen  (about 
100  c.c.)  is  introduced  into  the  apparatus,  its  volume  is  noted,  and 
the  arc  is  ignited;  the  volume  increases  continuously,  and  in  one  or 
two  minutes  the  oxygen  is  completely  converted  into  double  its  volume 
of  carbonic  oxide. 

The  volume  relationship  between  oxygen,  carbonic  oxide,  and 
carbonic  anhydride  can  be  very  conveniently  and  quickly  demon¬ 
strated  with  the  following  apparatus,  a  diagram  of  which  is  given  in 
the  original  paper : — A  glass  tube  A',  of  the  same  size  as  the  tube 
A,  is  provided  at  its  upper  extremity  with  a  stopcock,  and  with  two 
lateral  tubulures  through  which  pass  two  carbon  rods,  fitted  exactly 
as  shown  iu  the  figure,  and  described  above,  but  instead  of  being 
closed  below  it  is  continued  as  a  narrower  tube  (50  cm.  long  and 
15  mm.  in  diameter),  open  below,  the  stopcock  a  and  the  upright 
tube  b  being  done  away  with.  The  Avhole  is  filled  with  mercury, 
and  suspended  over  a  pulley  in  such  a  way  that  the  open  end  dips 
into  a  deep,  narrow,  cylindrical  depression  in  a  mercury  trough  ;  this 
trough  is  supported  on  a  small  table,  which  can  be  moved  up  and 
down  by  means  of  a  screw.  The  tube  A',  the  broader  portion  of 
which  is  marked  off  into  six  parts,  each  of  60  c.c.  capacity,  is  now 
brought  into  such  a  position  that  the  uppermost  division  is  exactly 
opposite  to  a  fixed  pointer  placed  about  300 — 400  mm.  above  the  level 
of  the  mercury  in  the  trough,  and  60  c.c.  of  oxygen  are  introduced  ;  the 
arc  is  then  ignited  for  about  one  minute,  the  apparatus  is  allowed  to 
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cool, and  the  level  of  the  mercury  is  again  brought  to  that  of  the  pointer, 
when  it  is  seen  that  120  c.c.  of  carbonic  oxide  have  been  produced. 
The  tube  A'  is  again  raised,  so  that  the  third  division  is  opposite 
to  the  pointer,  CO  c.c.  of  oxygen  are  introduced,  and  the  tube  is 
raised  again  as  much  as  possible,  in  order  to  rarefy  the  gaseous  mix¬ 
ture  ;  the  spark  is  then  passed,  and,  after  the  explosion,  the  level  of 
the  mercury  is  brought  opposite  to  the  pointer,  when  it  is  seen  that 
the  three  volumes  have  become  two.  The  two  volumes  (120  c.c.)  of 
carbonic  anhydride  thus  produced  can  be  converted  into  four  volumes 
of  carbonic  oxide  as  already  described,  and  then  into  four  volumes  of 
carbonic  anhydride  by  explosion  with  two  volumes  of  oxygen,  the 
volume  in  both  cases  being  shown  by  bringing  the  level  of  the 
mercury  to  that  of  the  pointer;  fiually,  the  carbonic  anhydride  can 
be  completely  absorbed  by  introducing  a  small  piece  of  moist  potash. 
The  apparatus  and  the  oxygen  employed  must  be  free  from  moisture. 

Conversion  of  Sulphurous  Anhydride  into  Carbonic  OHde. — Dry 
sulphurous  anhydride  (about  80  c.c.)  is  introduced  into  the  tube  A 
shown  in  the  figure,  the  volume  is  measured  under  the  atmospheric 
pressure,  and  the  arc  is  ignited  ;  the  carbon  burns  with  a  beautiful 
blue  light,  the  apparatus  becoming  filled  with  white  fumes,  and  the 
volume  of  the  gas  increases,  and  reaches  a  maximum  iu  30 — 4<J  seconds. 
On  measuring  the  volume  of  carbon  monoxide  produced  it  is  found  to 
be  double  that  of  the  sulphurous  anhydride  employed. 

Formation  and  Decomposition  of  Sulphurous  Anhydride. — Oxygen 
(80 — 100  c.c.)  is  introduced  into  the  open  tube  A',  described  above, 
the  pointer  being  placed  about  300  mm.  above  the  level  of  the 
mercury  in  the  trough,  and  then  a  piece  of  sulphur  melted  on  to  the  end 
of  a  sharply-curved  piece  of  copper  wire  is  introduced  from  below, 
and  ignited  by  momentarily  closing  the  circuit.  The  sulphurous 
anhydride  thus  produced,  the  volume  of  which  is  equal  to  that  of  the 
oxygen  employed,  can  then  be  converted  into  double  the  volume  of 
carbonic  oxide  as  described  above. 

That  acetylene  coutains  its  own  volume  of  hydrogen  can  also  be 
demonstrated  by  means  of  the  apparatus  shown  in  the  diagram. 

The  formation  of  water-gas  can  be  very  conveniently  demonstrated 
by  decomposing  steam  by  means  of  the  electric  arc.  For  this  purpose 
a  flask,  15  to  20  cm.  in  diameter,  is  provided  with  two  lateral 
tubulures,  through  which  pass  the  carbon  poles,  arranged  and 
adjusted  as  described  above ;  the  mouth  of  the  flask  is  closed  with  a 
cork  through  which  pass  two  glass  conducting  tubes,  one  reaching 
almost  to  the  carbons,  the  other  just  passing  through  the  cork  ;  the 
flask  is  inverted  on  a  stand,  and  steam  is  passed  in  through  the 
longer  tube.  As  soon  as  the  air  is  completely  expelled,  the  escaping 
steam  is  led  under  an  inverted  cylinder  full  of  cold  water  ;  if,  now, 
the  arc  is  ignited,  a  rapid  evolution  of  gas,  consisting  of  equal  volumes 
of  hydrogen  and  carbonic  oxide,  is  observed. 

The  same  apparatus  can  be  used  for  showing  the  formation  of 
water-gas  from  water.  The  flask,  provided  with  a  single  delivery- 
tube,  is  filled  with  water,  placed  in  an  upright  position,  and  a  strong 
current  passed ;  the  carbons  become  white  hot,  and  a  mixture  of 
hydrogen  and  carbonic  oxide  is  rapidly  evolved.  F.  S.  K. 

VOL.  LVIIl.  4  b 
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A  Lecture  Experiment  for  the  Demonstration  of  Valency. 

By  B.  Lepsius  (Her.,  23,  1642 — 1646). — The  apparatus  described 
and  shown  in  the  preceding  abstract  can  be  employed  for  explaining 
experimentally  the  meaning  of  the  term  valency.  Four  such  appa¬ 
ratus,  35  mm.  in  diameter,  and  150,  200,  250,  and  300  c.c.  in  capacity 
respectively,  are  so  arranged  that  the  uppermost  stopcocks  are  all  at 
the  same  level,  and  then  filled  with  equal  volumes  (about  100  c.c.)  of 
hydrogen  iodide,  hydrogen  sulphide,  hydrogen  phosphide,  and 
methane  respectively,  the  volume  being  marked  on  the  tube  imme¬ 
diately  after  the  introduction  of  the  gas.  The  arc  is  then  ignited  in 
all  the  four  apparatus,  either  separately  or  simultaneously,  whereon 
the  gases  are  quickly  decomposed  ;  after  allowing  to  cool  and  adjust¬ 
ing  the  pressure  the  volume  of  the  liberated  hydrogen  in  the  four 
tubes  is  seen  to  be  in  the  ratio  of  1  :  2  :  3  :  4. 

All  the  gases  must  be  as  dry  and  pure  as  possible,  and  the  appa¬ 
ratus  containing  the  hydrogen  iodide  must  be  filled  immediately 
before  the  experiment,  but  the  others  may  be  filled  some  time 
previously. 

The  hydrogen  iodide  is  best  obtained  by  heating  an  intimate  mix¬ 
ture  of  melted  phosphoric  acid  with  double  its  weight  of  potassium 
iodide.  The  hydrogen  phosphide  is  most  conveniently  prepared  by  the 
action  of  potash  ou  phosphonium  iodide.  F.  S.  K. 


Inorganic  Chemistry. 


Combustions  under  a  High  Pressure.  By  W.  Hempel  (Her.,  23, 
1455 — 1460). — The  author  has  carried  out  a  large  number  of  experi¬ 
ments  in  order  to  ascertain  the  influence  of  increased  pressure  on  the 
quantity  of  sulphuric  anhydride  formed  by  the  combustion  of  sulphur, 
and  on  the  quantity  of  nitric  acid  produced  by  the  combustion  of 
nitrogen,  either  alone  or  with  carbon. 

The  combustion  of  the  sulphur  was  carried  out  in  dry  oxygen  in 
iron  vessels,  that  of  the  nitrogen  in  steel  autoclaves  lined  with 
platinum;  ignition  was  effected  by  means  of  a  platiuum  wire  heated 
momentarily  to  its  melting-point  by  an  electric  current. 

Five  quantitative  experiments  on  the  combustion  of  sulphur  in 
oxygen  showed  that  under  a  pressure  of  40  to  50  atmos.  about  half 
the  sulphur  is  directly  oxidised  to  sulphuric  anhydride  ;  under  a  pres¬ 
sure  of  7 2’5  atmos.  the  proportion  of  sulphuric  anhydride  produced  is 
considerably  less. 

In  the  experiments  on  the  combustion  of  nitrogen,  varying  quan¬ 
tities  of  air,  oxygen,  and  electrolytic  gas  were  compressed  in  an  auto¬ 
clave  of  28  c.c.  capacity,  containing  a  little  concentrated  potash,  and 
after  combustion  the  nitric  acid  produced  was  reduced  with  ferrous 
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chloride,  and  estimated  as  nitric  oxide ;  the  results  showed  that  the 
quantity  of  nitric  oxide  obtained  increases  with  the  pressure.  When, 
for  example,  the  autoclave  is  filled  with  air  under  the  ordinary  pres¬ 
sure,  oxygen  forced  in  until  the  pressure  reaches  55  atmos.,  then 
electrolytic  gas  until  a  pressure  of  211*5  atmos.  is  attained,  a 
quantity  of  nitric  acid  corresponding  to  10  c.c.  of  nitric  oxide,  is 
produced. 

The  nitric  acid  produced  by  the  simultaneous  combustion  of 
nitrogen  and  carbon,  in  excess  of  oxygen,  under  various  pressures  was 
also  determined  ;  it  was  found  that  under  a  high  pressure  (88  atmos.), 
a  very  considerable  quantity  of  nitrogen  combines  directly  with  the 
oxygen,  but  the  quantity  depends  greatly  on  the  relative  weights  of 
the  two  gases,  and  on  that  of  the  carbon  employed. 

The  data  of  all  the  experiments  are  given  in  the  paper. 

F.  S.  K. 

Formation  of  Nitrous  Acid  and  Ammonia  from  free  Nitrogen. 

By  O.  Loew  ( Ber .,  23,  1448 — 1447); — When  dry  platinum  black, 
from  which  water  dissolves  neither  nitrous  acid  nor  ammonia,  is  shaken 
with  soda,  both  nitrous  acid  and  ammonia  are  formed  ;  if  the  soda  is 
very  dilute  the  reactions  of  nitrous  acid  are  obtained,  but  nut  those  of 
ammonia. 

The  platinum  black  employed  was  most  carefully  prepared  from 
platinic  chloride  free  from  nitric  oxide,  and  the  experiments  were 
carried  out  in  a  room  in  which  no  fire  or  gas  war,  burning,  every  pre¬ 
caution  being  taken  to  prevent  contamination  with  nitrogenous  com¬ 
pounds  ;  the  result  was,  however,  always  the  same. 

It  would  seem  then  that  under  the  influence  of  the  platinum  black 
two  processes  take  place  : — (1.)  The  small  quantity  of  nitrogen,  con¬ 
densed  together  with  the  oxygen  in  the  platinum  black,  is  directly 
oxidised  to  nitric  oxide,  which  is  then  rapidly  converted  into  nitrous 
acid.  (2.)  When  concentrated  soda  is  employed  the  nitrogen  enters 
into  reaction  with  the  water  as  well,  and  ammonium  nitrite  is 
produced. 

If  air,  purified  by  passing  through  concentrated  sulphuric  acid, 
concentrated  potash,  and  several  wash-bottles  containing  water,  is 
conducted  through  a  flask  containing  freshly  prepared  platinum  black 
and  a  0’5  per  cent,  solution  (300  grams)  of  potash,  the  coloration 
produced  with  sulphanilic  acid  and  a-naphthylamine,  after  acidifying 
with  hydrochloric  acid,  is  four  times  as  intense  after  12  hours  as  it 
was  shortly  after  the  commencement  of  the  experiment,  and  the  last 
wash-bottle  does  not  contain  a  trace  of  nitrous  acid.  Large  quantities 
of  nitrite  cannot,  however,  be  obtained  in  this  way,  as  the  platinum 
black  forms  a  compact  layer  at  the  bottom  of  the  flask;  better  results 
would  probably  be  obtained  if  the  platinum  black  were  allowed  to 
condense  a  large  volume  of  oxygen,  containing  nitrogen,  by  previous 
drying  in  the  air. 

A  quantity  of  freshly  pi-epared  moist  platinum  black,  corresponding 
to  23 — 24  grams  of  the  dry  substance,  was  mixed  with  about  5  grams 
of  crystalline  barium  hydroxide,  both  substances  being  perfectly  free 
from  nitrous  acid  and  ammonia,  the  mixture  quickly  washed  on  to  a 
filter,  kept  for  two  days  in  a  desiccator  over  calcium  chloride,  and 
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then  washed  with  water  (150  c.c.)  ;  the  filtered  washings  gave  a  dee]) 
yellow  colour  with  Nessler’s  reagent,  and  the  total  quantity  of  nitrous 
acid  produced,  estimated  colorimetrically  with  Grriess’  reagent,  was 
found  to  be  about  0 '7  milligram. 

If  active  platinum  black  is  treated  with  alcohol  and  then  with 
chloroform,  and  finally  placed  in  a  desiccator  over  sulphuric  acid  for 
a  day,  it  completely  loses  its  power  of  causing  the  formation  of  nitrous 
acid  and  ammonia  when  it  is  shaken  with  air  and  soda,  probably 
owing  to  the  formation  of  a  thin  coating  of  platinum  dichloride. 

The  fact  that  platinum  at  a  high  temperature  causes  the  combina¬ 
tion  of  oxygen  and  nitrogen,  has  been  lately  observed  by  Ilovsay 
(this  rol.,  p.  447).  This  action  commences  at  180°  with  platinum 
black,  at  250°  with  platinum  sponge,  and  at  280°  with  platinum  foil, 
but  after  prolonged  heating  at  800°  the  metal  loses  its  activity. 

The  conversion  of  nitrogen  into  an  assimilable  form,  at  the  ordinary 
temperature  and  without  the  aid  of  electricity,  in  the  manner 
described  above,  is  a  fact  of  interest,  on  accouut  of  its  bearing  on 
vegetable  physiology ;  because  it  may  be  assumed  that  an  action 
which  can  be  brought  about  by  platinum  black  in  presence  of  strong 
bases,  can  also  be  brought  about  by  cells  with  an  especially  active 
protoplasm,  even  in  presence  of  only  a  feeble  alkali ;  the  observations 
of  Bertlielot,  Prantl,  and  Hellriegel  and  Wilfarth,  on  the  fixation  of 
atmospheric  nitrogen  by  plants,  seem  to  show  that  this  assumption  is 
well  founded.  E.  S.  K. 

Combination  of  Phosphorus  Pentafluoride  with  Nitrogen 
Peroxide.  By  E.  Tassel  ( Gompt .  rend.,  110,  1264 — 1267). — When 
phosphorus  pentafluoride  is  brought  in  contact  with  nitrogen  peroxide 
at  — 10°,  heat  is  developed,  and  a  mass  of  white,  elongated  crystals, 
is  formed,  of  the  composition  PE5,X02.  They  dissociate  even  at  the 
ordinary  temperature  and  pressure,  the  dissociation  being  greatly 
accelerated  by  a  slight  rise  of  temperature  ;  the  products  are  phos¬ 
phorus  pentafluoride  and  nitrogen  peroxide.  Water  decomposes  the 
compound  with  formation  of  nitric  and  phosphoric  acids  and  evolution 
of  nitric  oxide.  Sulphuric  acid  dissolves  it  with  liberation  of  phos¬ 
phorus  pentafluoride,  whilst  the  nitrogen  oxide  remains  in  combina¬ 
tion  with  the  acid.  C.  H.  B. 

Action  of  Ammonia  and  Hydrogen  Phosphide  on  the 
Haloid  Compounds  of  Arsenic.  By  Besson  (Gompt.  rend., 
110,  1258 — 1261). — Arsenic  trifluoride  vapour  acts  on  ammonia 
with  formation  of  a  very  light,  white  powder,  which,  after  being  dried 
over  sulphuric  acid  until  it  ceases  to  lose  ammonia,  has  the  composi¬ 
tion  2AsF3,5NH3.  It  is  decomposed  by  water  with  formation  of  a 
feebly  acid  solntion. 

Arsenic  trichloride  at  first  absorbs  ammonia  very  rapidly,  but 
towards  the  end  of  the  reaction  the  solid  product  must  be  repeatedly 
pulverised,  and  combination  takes  place  very  slowly.  The  compound 
formed  is  AsCl3,4NH3.  Persoz  attributed  to  this  product  the  formula 
AsC13,3NH3,  and  Bose  the  formula  2AsC13,7'NH3. 

Arsenic  tribromide  absorbs  ammonia  without  alteration  of  its 
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crystalline  form,  and  with  formation  of  a  straw-coloured  compound, 
AsBr3,3NH3,  which,- in  sealed  tubes,  decomposes  at  300°  with  libera¬ 
tion  of  arsenic  and  nitrogen  and  formation  of  ammonium  bromide. 

Arsenic  tri-iodide  forms  a  pale  yellow  compound,  AsI3,4NH3,  which 
begins  to  lose  ammonia  at  50°,  and  at  300°  decomposes  in  a  manner 
similar  to  the  bromide.  Prolonged  exposure  to  ammonia  at  0°  yields 
a  yellow  liquid  of  the  composition  AsI3,12NH3. 

If  the  compound  with  arsenic  chloride  -is  added  to  cold  concentrated 
sulphuric  acid,  energetic  decomposition  takes  place,  and  drops  of 
arsenic  chloride  separate  in  the  liquid.  The  iodide  compound  behaves 
similarly  with  concentrated  hydrochloric  acid,  arsenic  iodide  being 
liberated,  and  the  author  regards  these  reactions  as  evidence  that 
these  products  are  true  molecular  compounds. 

Hydrogen  phosphide  forms  no  definite  compounds  with  the  haloid 
compounds  of  arsenic,  but  reacts  energetically  with  them  in  accord¬ 
ance  with  the  equation  PH3  AsX3  =  PAs  -f  3HX,  where  X  is  a 
halogen.  When  the1  solid  product  is  treated  with  water  it  yields  a 
very  light  brown  powder,  PAsCh,  and  small  metallic-looking  scales, 
PAs06,  formed  by  the  action  of  the  water  on  the  arsenic  phosphide. 
The  reaction  between  hydrogen  phosphide  and  arsenic  fluoride  takes 
place  at  — 23°, -and  with  arsenic  chloride  at  — 18°.  With  the  solid 
bromide  and  iodide  the  action  is  superficial,  and  phosphonium  bromide 
and  iodide  are  formed  by  the  union  of  the  haloid  hydracid  produced  in 
the  reaction  with  the  excess  of  hydrogen  phosphide.  With  the 
bromide  melted  at  30°,  the  reaction  is  very  energetic. 

C.  H.  B. 

Arsenic  Compounds.  By  K.  Preis  ( Anncden ,  257,  178 — 203; 
compare  Abstr.,  1888,  914). — When  arsenic  trioxide  (1  mol.)  is  dis¬ 
solved  in  a  warm  solution  of  sodium  hydrosulphide  (1  mol.),  arsenic 
bisulphide  is  precipitated,  and  from  the  solution  sodium  oxythio- 
arsenate,  disodium  arsenate,  and  a  garnet-red  salt,  which  seems  to 
have  the  composition  4Na20,6As2S2,3As2S40  -f-  3H20,  can  be  isolated. 

The  following  thioarsenates  were  prepared  by  precipitating  a  solu¬ 
tion  of  sodium  thioarseuate  with  a  solution  of  the  respective  metallic 
salts: — Hg3(AsS4)3,  Cu3(AsS4)2,  and  Zn(AsS4)2;  the  double  salt, 
NaZnAsSi  +  4H20j  was  also  obtained  in  yellow  crystals. 

F.  S.  K. 

Carbon  Fluorides.  By  C.  Chabri£;  ( Compi .  rend.,  110,  1202 — 
1204). — Carbon  tetrafluoride,  prepared  in  tubes  of  Bohemian  glass, 
contains  only  very  minute  quantities  of  silicon  or  carbonic  anhydride, 
and  its  properties  agree  closely  with  those  of  the  tetrafluoride  pre¬ 
pared  by  Moissan  in  a  metal  vessel  (this  vol.,  p.  944). 

Methylene  fluoride,  CHoF^,  is  obtained  by  heating  508  parts  of 
anhydrous  silver  fluoride  with  17  parts  of  methylene  chloride  at  180°. 
Analyses  of  the  gas  and  its  sp.  gr.  (1‘82)  show  that  it  has  the  com¬ 
position  required  by  the  formula.  C.  H.  B. 

Reduction  of  Alkaline  Sulphates  by  Hydrogen  and  by 
Carbon.  By  Bertiielot  ( Compt .  rend.,  110,  1106 — 1112). — The 
ordinary  equation,  representing  the  reduction  of  alkaline  sulphates 
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by  hydrogen,  is  not  correct ;  some  hydrogen  sulphide  is  always 
evolved,  and  the  residue  -contains  some  alkaline  hydroxide.  The 
reduction  begins  at  about  500°,  and  the  primary  reaction  is  K2SO4  + 
4H2  =  KGH  -f-  KSH  +  3H20,  which  corresponds  with  a  development 
of  +  2‘6  Cal.  in  case  of  the  potassium  salt,  and  +  9  3  Cal.  in  the  case 
of  the  sodium  salt.  Under  the  influence  of  the  heat  which  is  being 
supplied  from  the  outside,  the  hydrosulphide  dissociates  with  absorp¬ 
tion  of  — 9'5  Cal.  for  KSH,  this  change  being  accelerated  by  the 
current  of  water  vapour  and  hydrogen.  Part  of  the  hydrogen 
sulphide  escapes  in  the  free  state,  and  the  rest  acts  on  the 
potassium  hydroxide,  forming  hydrosulphide  and  water  with  develop¬ 
ment  of  +  12'8  Cal.  The  hydrosulphide  continues  to  dissociate,  and 
this  change  would  convert  all  the  potassium  into  monosulphide  if 
some  of  the  hydrogen  sulphide  were  not  carried  away  before  there 
is  time  for  the  reaction  to  take  plaoe.  Moreover,  part  of  the 
monosulphide  is  decomposed  by  the  water  vapour,  with  formation  of 
hydroxide  and  hydrosulphide,  and  development  of  -f-5'8  Cal.  Between 
these  various  reactions,  equilibrium  is  established,  and  is  determined, 
as  usual,  by  the  presence  of  a  dissociable  compound,  the  hydro¬ 
sulphide,  and  is  governed  by  the  tendency  of  the  products  to  react 
with  the  development  of  heat  on  the  one  hand,  on  the  other  to 
dissociate  with  absorption  of  heat  under  the  influence  of  the  heat 
supplied  from  the  outside.  The  water  and  .hydrogen  sulphide  are 
carried  away  by  the  current  of  hydrogen,  and  thus  the  sulphate  is 
icompletely  reduced,  the  product  being  a  mixture  of  sulphide  and 
hyTdroxide  in  proportions  determined  by  the  conditions  of  the  change. 
Some  red  potassium  polysulphide  is  also  formed  as  a  result  of  the 
partial  decomposition  of  the  hydrogen  sulphide  into  hydrogen  and 
sulphur. 

Reduction  by  Carbon. — Alkaline  sulphates  are  reduced  by  carbonic 
oxide  with  formation  of  sulphide  and  carbonic  anhydride,  and  de¬ 
velopment  of  -f-33'2  Cal.  in  the  case  of  potassium,  and  -f-17’6  Cal.  in 
the  case  of  sodium.  The  change  requires  a  much  higher  tempera¬ 
ture  than  reduction  by  hydrogen,  and  does  not  take  place  below  a 
bright  red  heat. 

A  mixture  of  a  dry  alkaline  sulphate  with  pure  carbon,  in  a  vessel 
containing  air,  is  reduced  at  about  the  same  temperature  as  in  the 
case  of  carbonic  oxide,  and  the  products  are  the  same,  carbonic 
anhydride  being  evolved,  unless  the  carbon  is  present  in  very  large 
excess.  In  complete  absence  of  oxygen  very  little  change  takes  place, 
even  at  bright  redness,  and  the  reduction  observed  is  to  be  attributed 
to  the  formation  of  a  small  quantity  of  carbonic  oxide  by  the  action 
of  the  alkaline  silicates  formed  from  the  porcelain  of  the  tube.  Under 
these  conditions  sodium  .sulphate  alters  more  readily  than  the  potas¬ 
sium  salt. 

The  reduction  of  alkaline  sulphates,  on  a  large  scale,  by  means  of 
carbon  in  presence  of  air,  takes  place  under  the  same  conditions  as 
reduction  by  carbonic  oxide,  and  must  be  regarded  as  due  to  carbonic 
oxide.  The  presence  of  a  small  quantity  of  this  gas  is  essential  to 
the  reduction;  it  is  provided  by  the  oxygen  of  the  air  in  the  vessel, 
the  oxygen  in  the  carbon,  or  by  the  oxides  of  the  material  of  the 
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vessel.  When  once  the  reduction  is  in  progress,  the  supply  of  carbonic 
oxide  is  furnished  by  the  reaction  ;  the  carbonic  oxide  reduces  the 
sulphate  with  formation  of  carbonic  anhydride,  and  the  latter  is  re¬ 
converted  into  carbonic  oxide  by  the  action  of  the  excess  of  carbon. 

It  follows  that  in  this  case,  as  in  others,  carbon  does  not  exert  a 
direct  reducing  action,  a  result  due  to  its  polymeric  constitution.  In 
order  that  it  may  act  as  a  reducing  agent  it  must  lose  its  state  of  con¬ 
densation  and  be  converted  into  a  normal  compound  containing  only 
one  atom  of  carbon  in  the  molecule. 

In  the  reduction  of  salt  cake,  both  carbonic  oxide  and  hydrogen  are 
active  agents,  the  latter  especially,  when  reduction  is  carried  on  in 
revolvers  with  the  aid  of  gases  from  coal.  C.  H.  B. 

Silver  Sub-Fluoride.  By  Guntz  ( Gompt .  rend.,  110,  1337 — 
1339). —  When  a  saturated  solution  of  silver  fluoride  is  electrolysed 
with  silver  electrodes  and  a  strong  current,  and  the  liquid  is  allowed 
to  become  hot,  metallic  silver  is  not  deposited;  but  crystalline 
plates,  with  the  colour  of  brass  filings,  separate  at  the  cathode;  they 
contain  less  fluorine  than  the  normal  fluoride,  and  when  treated 
with  water  are  decomposed  into  metallic  silver  and  ordinary  silver 
fluoride.  The  ratio  of  the  silver  dissolved  as  fluoride  to  the  silver 
which  separates  in  the  metallic  state  is,  practically,  unity. 

If  finely-divided  silver  is  heated  with  silver  fluoride  solution  in  a 
sealed  tube,  the  liquid  becomes  yellow  above  50°,  and  if  the  tempera¬ 
ture  does  not  exceed  90°,  the  whole  of  the  silver  is  converted  into  the 
subfluot  ide  Ag2F,  which  forms  a  crystalline  powder  like  brass  filings. 
It  is  decomposed  by  water  with  development  of  heat. 

Ag2Fl  +  «H20  liquid  =  AgF  diss.  -f  Ag 

solid .  develops  +  273  Cal. 

hence — 

Ag2  sol.  +  F  gas  =  Ag2F  solid .  „  +  2+9  ,, 

and — 

Ag  sol.  +  AgF  sol.  =  Ag2F  solid .  absorbs  —07  „ 

Silver  subfluoride  does  not  alter  in  dry  air,  and  decomposes  very 
slowly  in  moist  air.  C.  H.  B. 

Phosphates  of  Lithium,  Beryllium,  Lead,  and  Uranium. 

By  L.  Ouvrard  {Gompt.  rend.,  110,  1333 — 1336). — The  oxides  or  car¬ 
bonates  were  dissolved  in  fused  alkaline  phosphates  in  the  same  ’wav 
as  in  previous  experiments  (Abstr.,  1888,  1033,  1035,  1037). 

Lithium  with  any  potassium  phosphate,  and  with  or  without  potas¬ 
sium  chloride,  yields  only  the  compound  P205,3Li20  in  well-defined 
prisms  which  seem  to  belong  to  the  rhombic  system.  Lithium  car¬ 
bonate  and  sodium  metaphosphate  yield  the  compouud 

2P205,3Li20,Na,0 

in  small,  flattened  prisms  which  seem  to  be  monoclinic ;  they  are  in- 
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soluble  in  -water,  but  dissolve  in  acids.  Sodium  pyro-  and  ortho¬ 
phosphates  yield  the  compound  P205,2Li20,Na20  in  imperfect  crys¬ 
tals,  or,  if  excess  of  lithium  carbonate  is  added,  the  compound 
P205,3Li20. 

Beryllium  with  potassium  meta-,  pyro-,  or  ortho-phosphate  yields 
the  salt  P205,2Be0,K20  in  rhombic  prisms  with  an  acute,  positive 
bissectrix,  the  angle  between  the  axes  being  about  30°.  With  sodium 
metaphosphate,  Wallroth  obtained  the  salt  P205,2Be0,Na20  in  hexa¬ 
gonal  plates  identical  with  the  mineral  beryl  Ionite.  The  author  con¬ 
firms  this  statement,  and  has  obtained  the  same  compound  by  means 
of  sodium  pyrophosphate.  Sodium  chloride  assists  the  formation  of 
the  crystals.  Sodium  orthophosphate  yields  a  different  product, 
Pj05,Be0,2Na20,  in  nacreous  lamellae  with  widely  separated  optical 
axes. 

Lead. —  Potassium  metaphosphate  yields  lead  pyrophosphate, 
P205,2Pb0,  free  from  alkali  as  colourless,  transparent,  rhombic  prisms 
isomorphous  with  the  corresponding  barium  and  strontium  com¬ 
pounds;  they  melt  easily,  and  dissolve  in  dilute  acids;  sp.  gr.  at 
20°  =  5-S. 

Potassium  pyro-  and  ortho-phosphates  yield  the  compound 
P205,2Pb0,K20  in  fusible,  transparent,  optically  active  needles, 
which  are  decomposed  by  boiling  water.  Sodinm  metaphosphate  at 
a  dull  red  heat,  with  slow  cooling,  yields  large,  transparent  lamellae 
of  the  compound  9P2O5,10PbO,8Na2O.  With  a  larger  quantity  of 
lead  oxide  at  bright  redness,  the  pyrophosphate  P206,2Pb0  is 
obtained.  Sodium  pyrophosphate  yields  the  salt  P205,2Pb0,Na20 
in  small,  brilliant,  transparent  prisms  with  oblique  extinctions;  they 
are  readily  fusible,  and  very  soluble  in  dilute  acids.  Sodium  chloride 
promotes  the  formation  of  the  crystals,  but  if  added  in  too  large  a 
proportion,  causes  the  production  of  lead  chlorophosphate.  Sodium 
orthophosphate  fuses  at  such  a  high  temperature  that  no  crystalline 
products  could  be  obtained. 

Uranium. — Potassium  metaphosphate  yields  the  pyrophosphate, 
P205,Ur203,K20,  in  transparent,  yellow  dichroic,  highly  birefractive, 
rhombic  prisms  of  sp.  gr.  4'2  at  20°.  Crystallisation  is  promoted  by 
the  presence  of  potassium  chloride.  Potassium  pyrophosphate  yields 
highly  birefractive,  rhombic  crystals  of  the  phosphate  P205,2Ur203,K20 ; 
potassium  orthophosphate  yields  the  salt  P205,Ur203,2K20  in  large, 
macled,  yellow  prisms.  Sodium  metaphosphate  gives  brilliant,  sul¬ 
phur-yellow,  monoclinic  prisms  with  oblique  extinctions,  their  forma¬ 
tion  being  promoted  by  the  presence  of  sodium  chloride.  Sodium 
pyrophosphate  dissolves  large  quantities  of  uranium  oxide,  and  if  not 
saturated  gives  products  completely  solnble  in  water.  With  a  suffi¬ 
cient  quantity  of  the  oxide,  the  salt  P205,IIr203,2Na20  is  obtained  in 
dendritic  crystals.  Sodium  orthophosphate  yields  the  same  product 
mixed  with  a  small  quantity  of  sodium  uranate. 

No  other  metal  has  yielded  a  salt  analogous  to  the  compound 
P206,Ur203,2K20.  C.  H.  B. 

Dicalcium  Phosphate.  By  H.  Causse  (/.  Pharm.  [5],  21, 
544 — 547). — A  phosphate,  Ca2H2P208  +  4H20,  crystallising  in 
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rliomboidal  forms  is  obtained  by  adding  500  c.c.  of  calcium  chloride 
solution  to  1500  c.c.  of  sodium  phosphate  solution  saturated  in  the 
cold,  then  adding  100  c.c.  of  hydrochloric  acid  and  some  drops  of 
sodium  acetate.  The  salt  contains  P3Os,  41 ’40  per  cent. ;  CaO,  32*65  ; 
and  H30,  26‘10.  By  the  action  of  a  solution  of  lactic  acid  on  this 
phosphate,  calcium  dilactate  and  monocalcium  phosphate  are  formed  ; 
the  solution  formed  is  only  stable  in  presence  of  excess  of  acid. 

J.  T. 

Thiosulphates.  By  A.  Fock  and  K.  Kluss  (B^r.,  23,  1753 — 
1764). — Potassium  Cadmium  Thiosulphates. — (a.)  5K2S303,3CdS203. 
This  salt  is  obtained  by  mixing  equal  volumes  of  concentrated  solu¬ 
tions  of  potassium  thiosulphate  and  cadmium  acetate,  and  forms 
yellowish,  monoclinic  crystals ;  a  :  b  :  c  =  1*3203  :  1  :  0*95646, 
p  =  87°  34'.  ( h .)  3K2S203,CdS203  +  2H30,  is  prepared  by  employing 
a  large  excess  of  the  potassium  salt,  and  crystallises  from  warm 
water  in  beautiful,  colourless,  prismatic  or  tabular  crystals,  also 
belonging  to  the  monoclinic  system;  a  :b  :  c  =  1*5103  :  1  :  0*9631, 
p  =  79°  21'. 

Sodium  Cadmium  Thiosulphates. — (a.)  3Na2S203,CdS203  +  16H20  is 
formed  when  an  excess  of  sodium  thiosulphate  solution  is  added  to  one 
of  cadmium  acetate,  and  separates  as  an  oil  on  the  addition  of  alcohol. 
This  solidifies  over  sulphuric  acid  in  a  vacuum  to  pale-3rellow,  trans¬ 
parent,  tabular  crystals,  identical  with  those  prepared  by  Jochum 
( Inaug .  Piss.,  Berlin ,  1885).  The  crystals,  which  are  very  stable,  are  not 
deliquescent,  and  lose  their  water  of  crystallisation  over  sulphuric 
acid  in  a  vacuum.  They  also  crystallise  in  the  monoclinic  system  ; 
a  :  b  :  c  =  1*136  :  1  :  0*3492,  p  =  76°  25';  ( b .)  3Xa2S203,CdS203 
+  3H30  is  obtained  by  avoiding  an  excess  of  the  sodium  salt.  It 
forms  yellow,  prismatic,  deliquescent  crystals  belonging  to  the  tri- 
clinic  system.  They  are  not  well  developed,  and  the  measurements 
are,  therefore,  inexact.  The  double  salts  described  by  Vortmann  and 
Padberg,  namely,  Xa2S203,2CdS203  +  7H20  and  Na2S203,3CdS303  + 
9H30,  could  not  be  obtained. 

Ammonium  Cadmium  Thiosulphates. — (a.)  3  (NHi)2S>03,Cd  S203  + 
3H20  is  formed  by  adding  an  excess  of  ammoninm  thiosulphate  solu¬ 
tion  to  a  solution  of  cadmium  acetate,  and  precipitating  with  alcohol  ; 
it  is  a  white,  crystalline  salt,  which  separates  from  hot  water  in  large, 
slightly  yellow,  tabular  crystals  belonging  to  the  monoclinic  system  ; 
a  :  b  i  c  =  0*9760  :  1  :  1*0026,  p  =  83°  45'.  It  is  stable  in  the 
air,  but  loses  its  water  of  crystallisation  over  sulphuric  acid. 
( b .)  3(NH4)2S203,CdS203  p  H20  was  obtained  by  mixing  a  solution  of 
1  mol.  of  cadmium  acetate  with  4  mols.  of  ammonium  thiosulphate,  and 
adding  just  sufficient  alcohol  to  precipitate  the  yellowish  oily  liquid. 
On  remaining  over  sulphuric  acid,  large  rhombic  tables  separate  ; 
a  :  b  :  c  =  0*4317  :  1  :  0*4187.  (c.)  (NH4)2S303,CdS203  is  formed 
by  mixing  a  solution  of  2  mols.  of  cadmium  acetate  with  one  of  3  mols. 
of  ammonium  thiosulphate  and  adding  absolute  alcohol.  On  allowing 
the  oil  which  separates  to  remain  for  some  time  under  the  mother 
liquor,  it  crystallises  in  large,  yellow,  monoclinic  crystals; 

a  I  b  :  c  =  0*8216  :  1  :  1*5560,  p  =  82°  15'. 
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Barium  Cadmium  Thiosulphates. — (a.)  2BaS203,CdS203  +  8EL20  is 
prepared  bj  digesting  cadmium  sulphate  in  aqueous  solution 
with  barium  thiosulphate,  and  extracting  the  precipitate  after  some 
days  with  hot  water.  The  salt  separates  in  slender,  yellow  needles, 
spariugly  soluble  in  water,  belonging  to  the  triclinic  system ; 
a  :  b  :  c  =  0-9871  :  1  :  0'8595;  A  =  79°  30',  B  =  94°  15',  C  = 
57°  37',  «  =  80°  15',  ft  =  91°  37',  7  =  57°  50'.  ( b .)  3BaS203,CdS203 
-f  8H20  is  formed  when  alcohol  is  added  to  the  above  hot  water 
extract,  the  precipitate  dissolved  in  hot  water,  and  allowed  to  evaporate 
spontaneously.  It  forms  yellowish  triclinic  tables  or  plates  sparingly 
soluble  in  water;  a  :  b  :  c  =  0’6997  :  1  :  0‘6441  ;  A  =  94°  8',  B  = 
90°  30',  C  =  79°  45',  a  =  94°  18',  ft  =  91°  18',  7  =  79°  11'. 

Strontium  cadmium  thiosulphate ,  3SrS203,CdS203  -f~  10H2O,  is  ob¬ 
tained  by  adding  alcohol  to  a  mixture  of  concentrated  solutions  of 
strontium  thiosulphate  and  cadmium  acetate,  and  allowing  the  oil 
which  separates  to  remain  in  a  vacuum  over  sulphuric  acid.  It  forms 
thick,  yellowish,  tabular  crystals  unsuitable  for  crystallographic 
examination,  readily  loses  5H20  on  remaining  over  sulphuric  acid, 
and  an  additional  2  mols.  on  long-continued  standing.  A  crystalline 
calcium  cadmium  thiosulphate  could  not  be  prepared.  H.  G.  C. 

Formation  of  Crystallised  Metallic  Oxychlorides :  Copper 
Oxychlorides.  By  G.  Rousskau  ( Gompt.  rend.,  110,  1261 — 1264). — 
The  method  used  for  preparing  crystallised  ferric  oxychloride  (this 
vol.,  p.  1063)  is  only  available  in  the  case  of  chlorides  -which  are  very 
soluble  in  water,  or  which  form  hydrates  capable  of  aqueous  fusion. 
Further,  the  decomposition  of  the  dissolved  chloride  is  possible  only 
when  the  heat  of  formation  of  the  chloride  does  not  exceed  that  of  the 
oxide  by  more  than  4-8  Cal.  The  method  is  therefore  applicable  only 
in  the  case  of  tin,  titanium,  antimony,  bismuth,  magnesium,  zinc,  and 
iron. 

Certain  chlorides,  cupric  chloride,  for  example,  seem  to  be  excep¬ 
tions  to  the  second  law,  but  in  these  cases  the  formation  of  the 
oxychloride  is  due,  as  Berthelot  has  shown,  to  its  heat  of  hydration. 

It  is  conceivable  that  in  presence  of  a  small  quantity  of  water  the 
hydrate  of  cupric  chloride  might  dissociate  more  easily,  giving  rise 
to  the  formation  of  anhydrous  chloride  and  the  consequent  produc¬ 
tion  of  new  oxychlorides  corresponding  to  special  conditions  of 
equilibrium.  The  hydrate  CuC1»,2H20  was  heated  with  fragments  of 
marble  in  sealed  tubes  at  temperatures  betwreen  150°  and  250°.  A 
small  quantity  of  an  oxychloride  was  formed;  this  is  readily  decom¬ 
posed  by  water,  but  can  be  isolated  by  dissolving  the  unaltered 
chloride  in  alcohol.  It  forms  yellowish-green,  hexagonal  tables  -with 
oblique  extinction,  and  the  quantity  formed  in  unit  time  increases 
with  the  temperature.  It  has  the  composition  CuC12,Cu0,H20, 
slowly  loses  its  water  above  250°,  but  retains  its  crystalline  form,  and 
is  not  decomposed.  Below7  a  dull  red  heat  it  melts  to  a  black  liquid, 
consisting  of  cupric  chloride  with  the  oxide  in  suspension. 

If  this  oxychloride  is  treated  with  water,  its  colour  changes  to  pale 
green,  hydrochloric  acid  is  liberated,  and  atacamite  is  formed.  The 
oxychloride  dehydrated  at  300°  also  forms  atacamite ;  when  treated 
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with  water,  the  substance  seems  to  dissolve,  but  the  atacamite  is  pre- 
eipitated  on  the  addition  of  a  small  quantity  of  an  alkaline  chloride. 

The  limit  at  which  the  oxychloride  ceases  to  form  lies  between 
quantities  of  water  corresponding  with  the  formulas  CuCl2  +  4^H20  and 
CuCl2  -+-  5H20.  Above  the  latter  degree  of  dilution,  atacamite  is 
formed,  and  by  heating  a  mixture  of  the  composition  CuCh  +  GH20 
at  180 — 200°  for  three  days,  the  author  obtained  atacamite  in  crystals 
identical  with  those  of  the  natural  mineral.  Formation  of  the  crystals 
takes  place  much  more  readily  in  presence  of  native  magnesium  car¬ 
bonate  than  in  presence  of  marble.  A  higher  degree  of  dilution  gives 
only  amorphous  products.  C.  H.  B. 

Action  of  Haloid  Compounds  of  the  Alkalis  on  those  of  Mer¬ 
cury.  By  A.  Ditte  ( Compt .  rend.,  110,  1330 — 1333). — The  decom¬ 
position  of  a  mercurous  salt  into  a  mercuric  salt  and  mercury  is 
eudothermic,  and  the  combination  of  the  mercuric  salt  with  the 
excess  of  the  haloid  salt  is  not  sufficient  to  change  the  sign  of  the 
thermal  disturbance.  When  mercurous  chloride  or  bromide  is  treated 
with  potassium  iodide  or  cyanide,  there  is  au  interchange  of  acids 
and  bases  which  determines  a  considerable  development  of  heat,  half 
the  mercury  being  converted  into  mercuric  iodide  or  mercuric  cyanide, 
as  the  case  may  be.  When  mercurous  iodide  is  treated  with  potas¬ 
sium  cyanide,  a  similar  exchange  takes  place,  and  the  reaction  is 
exothermic,  but  with  potassium  iodide  the  change  remains  endo¬ 
thermic.  With  potassium  bromide  and  chloride,  the  reaction  is  endo¬ 
thermic  with  all  the  mercurous  salts. 

The  occurrence  of  these  endothermic  decompositions  is  not  appre¬ 
ciable  at  the  ordinary  temperature,  but  takes  place  more  rapidly  when 
the  liquid  is  heated.  Dilution  of  the  liquid  retards  the  change. 

Mercurous  salts  are  very  slightly  decomposed  in  presence  of  water 
alone,  especially  if  the  latter  is  heated,  and  in  presence  of  a  haloid 
salt  of  an  alkali  metal,  the  mercuric  salt  produced  will  form  a 
double  salt.  The  formation  of  this  double  salt  will  destroy"  the  equi¬ 
librium,  and  thus  lead  to  a  further  decomposition  of  the  mercurous 
salt.  On  the  other  hand,  the  double  mercuric  salt  dissociates,  espe¬ 
cially  if  the  solution  is  dilute,  and  a  condition  of  equilibrium  is 
established  between  the  water,  the  mercurous  salt,  the  double  mer¬ 
curic  salt,  and  the  products  of  their  dissociation.  If  the  solution  is 
so  dilute  that  the  double  mercuric  salt  is  completely  dissociated,  the 
phenomena  are  the  same  as  with  pure  water.  A  rise  of  temperature 
increases  the  dissociation  of  the  mercurous  salt  and  the  double  salt, 
but  in  presence  of  a  sufficient  excess  of  the  alkaline  haloid  salt  the 
double  salt  will  be  sufficiently  stable  to  make  the  decomposition  of  the 
mercurous  salt  more  rapid  than  at  the  ordinary  temperature. 

C.  H.  B. 

Sodium  Alum.  By  E.  Aug£  {Compt.  rend.,  110,  1139—1140).— 
The  properties  of  sodium  alum  are  very  inaccurately  described  in  all 
the  books.  It  is  only  very  slightly  efflorescent,  and  may  be  kept  for 
several  months  without  alteration  ;  100  parts  of  water  at  10°  dissolve 
51  parts  of  the  salt.  A  solution  of  the  alum  can  be  boiled  for  any 
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length  of  time  without  losing  the  power  of  depositing  the  alum  in 
crystals. 

If  a  mixture  of  sodium  and  aluminium  sulphate  in  proper  propor¬ 
tions  is  concentrated  without  ebullition  until  its  sp.  gr.  is  higher  than 
38°  Beaume,  and  is  allowed  to  cool,  it  forms  an  amorphous  paste, 
showing  no  trace  of  crystals  even  under  the  microscope,  and  this  fact 
has  probably  given  rise  to  the  statement  that  the  solution  loses  its 
power  of  crystallising.  Temperature,  however,  has  no  influence  in 
producing  this  result,  for  no  matter  how  long  the  liquid  is  boiled, 
provided  that  its  sp.  gr.  does  not  exceed  38°  B.,  it  readily  deposits 
crystals;  solutions  above  this  degree  of  concentration  always 
yield  the  amorphous  product.  If,  however,  the  paste  is  allowed  to 
remain  at  7 — 25°,  it  gradually  passes  into  crystals  which  have  exactly 
the  composition  Na^Al^SO^  -f  24H20,  the  mother  liquor  being 
eliminated.  Above  28°,  crystallisation  tabes  place  very  slowly  ;  at 
temperatures  approaching  0°  hydrated  sodium  sulphate  also  sepa¬ 
rates.  It  is  probable  that  the  specimens  of  the  alum  wdiich  were  ob¬ 
served  to  be  efflorescent  really  contained  a  considerable  quantity  of 
sodium  sulphate. 

In  the  preparation  of  sodium  alum,  the  mixture  of  the  two 
sulphates  should  be  concentrated  to  39 — 43  B.,  and  the  paste  should 
be  placed  on  inclined  lead  plates  so  that  as  crystallisation  takes  place 
the  mother  liquor  which  separates,  and  which  constitutes  25  per  cent, 
of  the  paste,  can  readily  run  away,  carrying  almost  all  the  impurities 
with  it.  C.  H.  B. 

Composition  of  Clays  and  Kaolins.  By  G.  Vogt  ( Com-pt . 
rend.,  110,  1199 — 1202). — Clay  cannot  be  separated  by  levigation 
from  the  very  finely  divided  felspar,  mica,  or  quartz  with  which  it  is 
mixed,  since  they  all  remain  suspended  in  water  for  a  long  time. 
Mica  being  the  only  one  of  these  minerals  which  sparkles  when  sus¬ 
pended  in  water,  it  may  be  concluded  that  clays  wfflich  have  this  pro¬ 
perty  contain  mica,  from  which  are  derived  the  alkalis  so  often  found 
in  clays  in  a  form  soluble  in  sulphuric  acid.  When  clays  are  treated 
with  sulphuric  acid,  only  the  clay  and  the  mica  are  dissolved  ;  the 
felspar  and  quartz  ai’e  not  attacked.  Both  the  solution  and  the  in¬ 
soluble  matter  will  contain  alkalis,  that  in  the  former  (chiefly  potas¬ 
sium)  beiug  derived  from  mica,  and  that  in  the  latter  from  felspar. 

C.  H.  B. 

Manganous  Acid.  By  A.  Gorgeu  ( Compt .  rend.,  110,  1134 — 
1137). — It  seems  almost  impossible  to  obtain  hydrated  manganese 
dioxide  containing  the  theoretical  quantity  of  oxygen,  but  the  pure 
dioxide  is  obtained  in  a  crystalline,  anhydrous  form  by  heating  man¬ 
ganous  nitrate  at  15S — 170°,  or  by  the  oxidation  of  manganite  be¬ 
tween  270°  and  310°. 

The  best  method  of  obtaining  the  dioxide  in  a  form  with  strongly 
marked  acidic  properties  is  to  bring  together  cold  and  dilute  solu¬ 
tions  of  an  alkaline  permanganate  and  manganous  nitrate  in  presence 
of  a  considerable  quantity  of  free  acid.  The  precipitate  thus  ob¬ 
tained  is  vei’y  finely  divided,  and  is  highly  I13  drated ;  it  is  manganous 
acid  in  its  most  active  form.  / 
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The  difficulty  of  preparing  manganese  dioxide  from  manganous 
oxide  seems  to  be  due  to  the  fact  that  nitric  acid  and  permanganic 
acid  exercise  a  reducing  action  on  manganous  acid.  Potassium  man- 
ganite,  obtained  by  the  action  of  carbonic  acid  on  the  alkaline  man- 
ganate,  when  boiled  with  nitric  acid  yields  a  residue  containing 
distinctly  less  oxygen  than  manganous  acid.  The  decomposition  of 
permanganic  acid  at  the  ordinary  temperature  or  at  100°  yields  a  pro¬ 
duct  containing  0‘5  to  10  per  cent,  less  of  ox3'gen  than  the  dioxide. 

The  hydrated  peroxides  differ  in  several  respects  from  the  anhy¬ 
drous  peroxides.  They  redden  litmus-paper,  and  combine  with  soluble 
bases,  forming  mauganites.  The  anhydrous  peroxides  show  no  acidic 
properties  in  contact  with  soluble  bases,  and  many  metallic  salts,  but 
if  they  are  finely  powdered  and  brought  in  contact  with  excess  of 
manganous  oxide,  they  will  combine  with  11  to  1‘7  equivalents  of  it. 
The  degree  of  hydration  varies  greatly  even  with  different  products 
obtained  by  the  same  method.  All  forms  of  the  dioxide,  whether 
anhydrous  or  hydrated,  begin  to  decompose  at  the  same  temperature, 
about  400°. 

When  the  hydrated  forms  of  the  dioxide  are  brought  in  contact 
with  potassium  or  sodium  hydroxide  or  ammonia,  the  quantity  of 
alkali  with  which  they  combine  increases  with  the  concentration  of 
the  solution ;  in  contact  with  lime-water  or  baryta-water,  they  com¬ 
bine  with  a  relatively  much  higher  quantity  of  the  base  than  in  the 
case  of  the  alkalis.  It  would  seem,  therefore,  that  the  quantity  of  the 
base  which  enters  into  combination  depends  on  its  solubility  in  water, 
or,  in  other  words,  on  the  tendency  which  its  solution  has  to  decom¬ 
pose  the  mauganites  which  are  formed.  The  acid  function  of  the 
hydrated  dioxide  is  sufficiently  energetic  to  decompose  soluble  and  in¬ 
soluble  carbonates  and  certain  salts,  such  as  acetates  and  even  sul¬ 
phates.  The  limits  of  the  decomposition  of  salts  seem  to  depend  on 
their  heat  of  formation :  with  potassium  nitrate,  manganite  yields  the 
compound  K20,2o!\In02,  and  with  sodium  acetate,  the  compound 
Na20,15!\In02.  The  composition  of  the  compounds  formed  from  the 
true  metallic  acetates  aud  sulphates  lies  between  the  limits  K20,3Mn02 
and  K20,9Mn02. 

Potassium  permanganate  mixed  with  20  per  cent,  of  potassium 
hydroxide  does  not  decompose  even  when  boiled,  but  if  manganous 
acid  or,  better,  potassium  manganite,  K20,5Mn02,  is  added,  the  pre¬ 
cipitate  gradually  disappears  at  100°,  and  the  liquid  becomes  green 
without  any  evolution  of  oxygen.  Potassium  manganate  is  formed 
by  the  oxidation  of  the  manganite  by  the  permanganate,  or  by  the 
combination  of  the  permanganate  with  the  bibasic  manganite, 
2l\20,Mn02.  This  supposition  would  explain  the  failure  to  isolate 
manganic  acid,  and  also  the  action  of  water  and  carbonic  anhydride 
on  a  solution  of  a  manganate.  The  dilution  of  the  alkaline  liquid  or 
the  neutralisation  of  the  base  would  remove  from  the  manganite  the 
greater  part  of  its  alkali,  thus  preventing  it  from  remaining  in  com¬ 
bination  with  the  permanganate,  and  causing  the  precipitation  of  the 
acid  potassium  manganite.  C.  H.  13. 
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Action  of  Hydrogen  Peroxide  on  Permanganic  Acid  and 
Permanganates.  By  A.  Gorgeu  (Compt.  rend.,  110,  958 — 961). — 
When  a  permanganate  or  permanganic  acid  is  poured  into  hydrogen 
peroxide  acidified  with  sulphuric  acid,  the  manganese  at  once  passes 
into  the  condition  of  manganese  sulphate,  with  evolution  of  oxygen. 
A  free  acid  is  not  essential,  and  any  substance,  like  ammonium  chlo¬ 
ride,  which  can  dissolve  manganous  oxide,  will  produce  a  similar 
result,  provided  that  it  is  present  in  sufficiently  large  quantity. 

When  hydrogen  peroxide  is  added  to  pure  permanganic  acid,  the 
colour  is  gradually  discharged,  heat  is  developed,  oxygen  is  liberated, 
and  manganese  peroxide  is  precipitated.  The  composition  of  the  pre¬ 
cipitate  varies,  but  if  the  solutions  are  dilute,  and  the  hydrogen  per¬ 
oxide  is  added  very  slowly  to  the  permanganic  acid,  almost  pure 
manganous  anhydride,  ilnCE,  is  formed.  If  the  addition  of  the  per¬ 
oxide  is  continued  after  the  liquid  has  been  decolorised,  the  propor¬ 
tion  of  oxygen  in  the  precipitate  may  be  reduced  by  17'9  to  13  per 
cent. 

With  an  alkaline  permanganate,  the  precipitate  retains  a  consider¬ 
able  quantity  of  alkali,  and  a  larger  proportion  of  peroxide  is  re¬ 
quired  for  complete  decolonisation.  A  combination  of  manganese 
peroxide  and  the  alkali  seems  to  be  formed,  and  reacts  readily  with 
the  hydrogen  peroxide.  At  first  a  brown  solution  is  formed,  which 
very  readily  decomposes,  and  which  probably  contains  potassium  man- 
ganite.  In  presence  of  a  large  excess  of  alkali,  the  brown  liquid  is 
not  formed.  The  permanganate  is  first  converted  into  the  green  man- 
ganatc,  and  the  latter  is  then  decolorised. 

If  hydrogen  peroxide  is  added  to  a  neutral  solution  of  barium 
permanganate,  a  brownish-yellow  precipitate  is  formed,  which  con¬ 
tains  all  the  barium,  chiefly  in  the  form  of  manganite,  but  with  a 
small  quantity  of  the  manganate.  If  the  permanganate  is  previously 
mixed  with  2  to  4  equivalents  of  barium  hydroxide  in  solution,  all 
the  barium  is  precipitated  in  the  form  of  the  deep  blue  manganate  on 
addition  of  hydrogen  peroxide.  Excess  of  hydrogen  peroxide  exerts 
a  powerful  reducing  action  on  the  manganate  and  a  feebler  action  on 
the  manganite. 

When  hydrogen  peroxide  is  added  very  slowly  to  a  saturated 
aqueous  solution  of  silver  permanganate,  a  brown  precipitate  forms 
gradually  until  the  liquid  is  decolorised.  The  reaction  is  represented 
by  the  equation  2Agj\ln02  4-  3H202  =  Ag20,2Mn02  4-  3HsO  +  302. 
The  precipitated  silver  manganite  is  rapidly  attacked  by  excess  of 
hydrogen  peroxide. 

In  all  these  cases  the  peroxide  was  added  to  the  permanganate, 
and  the  quantity  of  peroxide  decomposed  varied  from  3  to  11  equiva¬ 
lents  per  equivalent  of  permanganate.  When  the  permanganate  is 
added  to  the  hydrogen  peroxide,  the  quantity  of  the  latter  which  can 
be  decomposed  is  without  limit.  C.  H.  B. 

Relative  Basicity  of  the  Hydrated  Sesquioxides  of  Iron  and 
Aluminium.  By  E.  A.  Schxeider  ( Avnalen ,  257,  359 — 380). — The 
author’s  experiments  have  confirmed  the  view  at  present  held,  that 
the  hydrated  sesquioxide  of  iron  is  a  stronger  base  than  that  of 
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aluminium.  When  hydrated  sesquioxidc  of  aluminium  is  boiled  with 
a  dilute  solution  of  ferric  sulphate,  the  alumina  does  not  play  the  part 
of  a  strong  base,  but  simply  neutralises  a  portion  of  the  sulphuric 
acid,  which  is  liberated  by  the  dissociation  of  the  iron  salt,  thus 
causing  the  precipitation  of  the  whole  of  the  iron  as  basic  salt. 

Solutions  of  the  sulphate,  chloride,  and  nitrate  of  aluminium  of  a 
certain  concentration  dissolve  considerable  quantities  of  ferric  hydr¬ 
oxide.  When  water  is  added  to  such  a  solution  of  aluminium 
sulphate,  in  which  ferric  hydroxide  has  been  dissolved,  a  basic  iron 
salt  is  precipitated,  but  in  the  case  of  the  aluminium  chloride  and 
nitrate  solutions,  the  quantity  of  ferric  hydroxide  dissolved,  pro¬ 
vided  it  is  present  in  excess,  is  increased  considerably  by  the  addition 
of  water. 

Ferric  hydroxide  can  be  readily  converted  into  a  colloidal  modifica¬ 
tion  which  is  soluble  in  water  by  treating  it  with  a  solution  of 
aluminium  chloride  or  aluminium  nitrate. 

Two  modifications  of  aluminium  hydroxide  are  obtained  by  precipi¬ 
tating  aluminium  salts  with  ammonia;  the  one  dissolves  in  hydro¬ 
chloric  acid,  yielding  a  solution  which  coagnlates  on  the  addition  of 
a  trace  of  sulphuric  acid,  but  not  in  presence  of  excess  of  hydro¬ 
chloric  acid;  the  hydrochloric  acid  solution  of  the  other  modifica¬ 
tion  is  not  coagulated  on  the  addition  of  sulphuric  acid. 

F.  S.  K. 

Crystallised  Ferric  Oxychloride.  By  G.  Rousseau  ( Com.pt .  rend., 
110,  1032 — 1035). — When  solutions  of  ferric  chloride,  containing  less 
than  80  per  cent,  of  the  salt,  are  heated  in  sealed  tubes,  only 
amorphous  oxychlorides  are  obtained.  With  an  80  per  cent,  solntion 
at  150 — 100°,  traces  of  crystals  of  oxychloride  are  formed,  but  they 
dissolve  readily  in  hydrochloric  acid,  and  hence  the  formation  of  the 
oxychloride  is  limited  by  the  hydrochloric  acid  set  free  at  the  same 
time.  If  the  liquid  contains  fragments  of  marble  or  dolomite,  a  con¬ 
siderably  larger  quantity  of  the  crystallised  oxychloride  is  formed, 
but  the  amount  never  exceeds  a  few  per  cent,  of  the  ferric  chloride. 
As  soon  as  the  concentration  of  the  solution  falls  below  80  per  cent., 
amorphous  products  alone  are  obtained. 

The  crystals  are  red-brown,  lustrous,  rhombic  prisms,  of  the  com¬ 
position  Fe2Cl6,Fe20;),Fe2(0H)6.  In  contact  with  hot  water  they  lose 
all  their  chlorine  a.s  hydrochloric  acid,  and  without  loss  of  crystalline 
form  pass  into  a  ferric  hydroxide,  with  the  composition  of  gothite, 
the  change  being  complete  after  120  hours  at  100°.  The  crystals  of 
gothite  have  an  amber  colour,  but  retain  the  optical  properties  of  the 
oxychloride,  and  therefore  present  a  true  case  of  isomorphism  and  not 
merely  of  pseudomorphism.  The  optical  properties  are  not  quite  the 
same  as  those  of  the  natural  crystals  of  gothite,  though  both  belong 
to  the  same  system.  C.  H.  B. 

Isomeric  forms  of  Chromic  Bromide.  By  A.  Recouua  ( Compt . 
rend.,  110,  1029 — 1032  and  1193 — 1190). — Green  chromic  bromide  was 
obtained  by  boiling  a  saturated  solution  of  chromic  acid  with  a  large 
excess  of  hydrobromic  acid  and  concentrating  the  liquid.  It  crystal- 
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lises  in  beautiful,  green  needles  of  tbc  composition  Cr2Br6  +  12H20, 
which  deliquesce  very  rapidly  and  dissolve  in  less  than  half  their 
weight  of  water  at  the  ordinary  temperature ;  heat  of  dissolution, 
-f-0'68  Cal.  It  is  very  soluble  in  alcohol  but  insoluble  in  ether. 

While  in  the  solid  state,  green  chromic  bromide  undergoes  no 
change,  but  it  begins  to  alter  as  soon  as  it  is  dissolved,  the  solution 
becoming  blue  aud  finally  violet,  whilst  a  thermometer  placed  in  the 
liquid  readily  shows  the  development  of  heat  which  accompanies  the 
change.  At  the  ordinary  temperature,  it  requires  several  hours  to 
complete  the  change,  but  this  is  accomplished  very  quickly  if  the 
liquid  is  heated.  If  the  green  solution  is  precipitated  by  an  equivalent 
quantity  of  alkali  and  the  hydroxide  is  at  once  dissolved  in  hydro- 
bromic  acid,  the  violet  solution  is  obtained.  The  same  form  of  the 
hydroxide  is  precipitated  from  both  the  green  and  the  violet  bromide. 

The  heat  developed  by  the  action  of  sodium  hydroxide  shows  that 
the  conversion  of  the  dissolved  green  bromide  into  the  dissolved 
violet  bromide  is  accompanied  by  the  development  of  +  23‘0  Cal. 

A  solution  of  100  parts  of  green  chromic  bromide  was  boiled  for  a 
short  time,  then  cooled  and  saturated  with  hydrogen  bromide,  the 
solution  being  kept  cool  throughout  the  operation.  The  fine  precipi¬ 
tate  which  is  suspended  in  the  liquid  is  separated  by  filtration  through 
glass  wool,  and  dried  on  porous  plates  out  of  contact  with  moist  air. 
It  forms  a  blue-grey  powder  of  the  composition  Cr2Br6  -f  12H20, 
and  is  an  isomeric  modification  of  the  green  bromide.  It  is 
extremely  hygroscopic  aud  very  soluble  in  water,  forming  a  violet 
liquid.  It  differs  from  the  green  modification  in  being  insoluble  in 
alcohol ;  its  heat  of  dissolution  is  4-28' 70  Cal.,  whilst  that  of  the 
green  form  is  only  +T36  Cal.  It  yields  a  violet  solution  which 
when  treated  with  sodium  hydroxide  gives  rise  t,o  exactly  the  same 
thermal  disturbance  as  the  violet  solutions  obtained  from  the  green 
salt.  It  follows  that  the  solutions  of  the  blue  bromide,  the  solutions 
formed  by  the  spontaneous  alteration  of  the  green  bromide,  and  the 
solution  formed  by  the  action  of  hydrobromic  acid  on  the  hydroxide 
precipitated  from  violet  salts  of  chromium,  are  identical,  and  represent 
the  definite  stable  condition  of  solutions  of  cupric  bromide. 

The  conversion  of  the  green  bromide  in  solution  into  the  blue 
bromide,  also  in  solution,  develops  -f-23'0  Cal.,  but  the  conversion  of 
the  solid  green  bromide  into  the  solid  blue  bromide  absorbs  — 4'34 
Cal.  It  follows  that  the  green  form  is  the  more  stable  in  the  solid 
state,  whilst  the  blue  form  is  much  the  more  stable  in  solution. 

If  the  solid  blue  bromide  is  heated  at  100°,  it  changes  into  the  green 
form  without  loss  of  water,  but  the  change  either  does  not  take  place 
at  all  at  the  ordinary  temperature,  or  takes  place  veiy  slowly.  In  a 
moist  condition  and  in  contact  with  a  solution  of  tli3  green  salt,  the 
conversion  of  the  blue  solid  salt  becomes  complete  after  several  days, 
even  at  the  ordinary  temperature,  the  change  probably  being  ac¬ 
celerated  by  the  presence  of  some  crystals  of  the  green  salt  deposited 
from  the  mother  liquor.  When  a  solution  of  the  blue  bromide  crys¬ 
tallises,  the  first  crystals  are  blue,  but  those  which  form  subsequently 
are  green;  a  solution  of  the  green  salt  deposits  green  crystals  only. 
A  solution  of  the  green  salt  mixed  with  hydrobromic  acid  remains 
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green  indefinitely,  probably  because  (lie  acid  combines  with  the  water 
and  t lie  bromide  behaves  as  in  a  saturated  solution. 

The  stability  of  the  isomeric  modifications  of  chromic  bromide  and 
their  mutual  conversions  are  in  accord  witn  the  principle  of  maximum 
work.  C.  H.  B. 

New  Double  Chromates.  By  A.  Lacuaud  and  C.  Lepierre 
( Gompt .  rend.,  110,  1035 — lu3S). — When  about  60  grams  of  lead 
chromate  is  added  gradually  in  small  quantities  to  1,000  grams  of 
fused  potassium  nitrate,  and  the  mixture  is  heated  for  six  or  seven 
hours,  three  products  are  obtained,  namely,  (1)  a  brick- red,  basic 
chromate,  PbCr04,Pb0,  crystallising  in  the  cubical  system  and  in¬ 
soluble  in  water;  with  acids  it  yields  normal  lend  chromate  and  a 
lead  salt  of  the  acid ;  (2)  a  double  chromate,  PbCrO^KjCrCb,  which 
crystallises  in  small,  hexagonal  plates,  belonging  to  the  rhombic 
system,  and  can  also  be  obtained  by  adding  a  mixture  of  lead  and 
potassium  chromates  to  fused  potassium  nitrate;  it  is  insoluble  in  hot 
or  cold  water  and  in  alcohol,  and  is  decomposed  by  acids  with  separa¬ 
tion  of  lead  chromate  ;  (3)  an  orange  compound,  PbCr04,K2Cr04,2Pb0, 
which  crystallises  in  right  rectangular  prisms,  and  is  formed  more 
especially  at,  a  high  temperature. 

With  sodium  nitrate,  the  results  are  strictly  analogous.  The  com¬ 
pound,  PbCr04,Na2Cr04,  however,  crystallises  in  right  prisms,  and 
rarely  has  the  appearance  of  hexagonal  plates;  it  is  so  uble  in  water. 
The  basic  salt,  Pb0r04,Na2Cr04,2Pb0,  is  obtained  only  in  small 
quantity,  and  forms  microscopic  crystals  belonging  to  the  monoclinic 
system. 

Lithium  yields  an  analogous  compound,  PbCr04,Li2Cr04,  which, 
however,  is  more  readily  obtained  by  the  action  of  a  very  concentrated 
solution  of  lithium  chromate  on  freshly  precipitated  lead  chromate  in 
sealed  tubes  at  140°.  The  ready  decomposition  of  lithium  nitrate 
interferes  with  the  preparation  of  the  salt  in  the  same  manner  as  in 
the  case  of  potassium  or  sodium.  The  basic  orange  salt  could  not  be 
obtained.  0.  H.  B. 

Electrical  and  Chemical  Properties  of  Stannic  Chloride.  By 
W.  Coldridge  (Phil.  Mag.  [5],  29,  383 — 394  and  480 — 490). — Pure 
stannic  chloride,  heated  as  high  as  its  boiling  point,  does  not  conduct 
electricity.  The  author  in  these  papers  investigates  the  elfect  of 
mixing  foreign  substances  with  the  chloride,  and  discusses  the  whole 
question  of  electrolytic  conductivity  from  the  theoretical  standpoint. 
Addition  of  chlorine  had  no  effect  on  the  conductivity,  but  dry  hvdro- 
chloric  acid  permitted  a  small  current  to  pass.  Dry  hydrogen  sulphide 
had  an  electrical  influence.  It  was  observed,  however,  to  precipitate 
white  crystals  from  the  chloride.  These  have  the  composition. 
SnCI4,5H-.S,  and  are  decomposed  on  heating,  leaving  a  residue  <f 
SnS2.  Dumas’s  compound,  SnCl4,SnS2.  has  no  existence.  Absolute 
alcohol  forms  white  crystals  with  the  chloride,  probably  SnClj.nEtO II , 
and  these  when  dissolved  conduct  with  facility,  a  stannous  compound 
being  formed  and  strong  polarisation  setting  in.  Kther  behaves 
similarly  to  alcohol,  forming  a  white,  crystalline  compound, 
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SnCl4,2Et20,  solnble  in  excess  of  ether  and  conducting  well.  Chloro¬ 
form  does  not  allow  a  current  to  pass.  Concentrated  aqueous  hydro¬ 
chloric  acid,  when  mixed  with  the  chloride,  induces  conduction  and 
gives  a  considerable  polarisation  current.  Insoluble  solids  have  no 
effect  when  added  to  stannic  chloride. 

Taking  these  results  into  consideration,  the  author  attributes 
electric  conductivity  to  non-homogeneity  of  the  electrolyte  and  con¬ 
sequent  chemical  exchange.  J.  W. 

Action  of  Titanium  Chloride  on  Metals.  By  L.  Levy  ( Compt . 
rend.,  110,  1368  — 1370). — When  vapour  of  titanium  chloride  is  passed 
over  silicon  at  a  bright-red  heat  in  an  atmosphere  of  pure  and  dry 
hydrogen,  very  bard,  steel-white,  cubical  crystals  are  obtained.  Boron 
and  many  metals  behave  in  the  same  way.  Iron  and  antimony, 
however,  cannot  be  used,  and  aluminium  yields  a  mixture  of  the 
cubical  crystals  with  hexagonal  lamellte  of  an  alloy  which  has  been 
described  previously.  The  crystals  are  the  same,  whatever  metal  is 
employed  ;  they  have  not  the  properties  of  titanium  sesquioxide,  and 
in  all  probability  consist  of  almost  pure  titanium.  They  are  not 
readily  attacked  by  reagents,  but  are  rapidly  dissolved  by  fused  potas¬ 
sium  hydroxide  with  deflagration. 

The  crystals  are  cubes  with  the  faces  p,  a',  b\  and  are  frequently 
macled,  the  hemitropic  plane  being  one  of  the  octahedral  faces. 

C.  H.  B. 

Complex  Acids.  By  C.  Friedheim  (Ber.,  23,  1505 — 1530;  com¬ 
pare  Rosenheim,  Abstr.,  1889,  762). — When  vanadic  anhydride  is 
added  to  a  boiling  solution  of  acid  sodium  tungstate,  the  salt  to  w'hich 
Rosenheim  assigned  the  composition,  8Xn20,16W03,4Y205  +  57H20, 
is  deposited  in  crystals;  the  author’s  analyses  of  the  carefully  crystal¬ 
lised  salt  agree  better  with  the  formula  2Na20,4W03,Y205  4-  14H20, 
and  its  chemical  behaviour  and  its  synthesis  in  the  manner  described 
below  seem  to  show  that  it  is  a  double  salt  of  the  composition 
5Naj0,12W03  +  Na._>0,3Y205,  and  not  a  salt  of  a  complex  tungsto- 
vanadic  acid.  When  sodium  trivanadate  is  boiled  with  an  equivalent 
quantity  of  acid  sodium  tungstate,  it  dissolves  completely,  and  Rosen¬ 
heim’s  is  the  only  salt  which  can  be  obtained  from  the  solution  by 
crystallisation.  Rosenheim’s  salt  is  also  formed,  together  with  various 
other  compounds,  when  sodium  metatungstate  is  boiled  for  some  time 
with  an  equivalent  quantity  of  normal  sodium  vanadate,  and  the 
solution  then  evaporated  over  sulphuric  acid. 

The  mother  liquors  from  Rosenheim’s  salt,  prepared  by  the  first 
method  described  above,  contain  a  new  double  salt  of  the  composition 
4Na20,12W03,3Y205,  and  sodium  metatungstate;  on  adding  a  cold, 
saturated  solution  of  barium  chloride,  and  evaporating  over  sulphuric 
acid,  a  double  salt  of  the  composition  3(BaO,4W03)  +  Ba0.3Y205  + 
30H2O  is  deposited  in  ruby-red  crystals,  and  on  further  concentration 
barium  metatuugstate  separates  from  the  solution. 

The  above  results  show  that  the  reaction  between  acid  sodium 
tungstate  and  vanadic  acid  may  be  expressed  as  follows  : — 
3(5Na20.12W03)  +  6Y,Os  =  2(5Xa20,12W03  +  Na20,3Y205)  + 
3(Na20,4W03)  ;  on  concentrating  the  solution,, a  small  pprtion  of  thq 
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acid  sodium  tungstotrivanadate  thus  produced  is  decomposed  accord¬ 
ing  to  the  equation  (5Na30,12W08  +  Na20,3V205)  +  3(Xa.0,4W03)  = 
3(Na,0,4W03  +  Na>0.3V203)  +  5NTasO,12\VO,. 

Vanadic  acid  and  acid  potassium  tungstate  yield  compounds  analo¬ 
gous  to  those  obtained  with  acid  sodium  tungstate,  namely,  the  salt 
2K20,4W03,V20S  +  8HoO,and  the  salt  4 K.,0 , 1 2 \ Y 03, 3 V2 03  +  30H2O; 
the  ammonium  salts  contain  3  and  30  mols.  H20  respectively  The 
corresponding  barium  salts  wei’e  also  prepared. 

Vanadic  acid  dissolves  in  a  boiling  solntion  of  normal  sodium 
tungstate;  on  evaporating  over  sulphuric  acid, sodium  sesquivanadate, 
2Na20,3V205  -T  15H20,  is  deposited  in  large,  reddish  crystals,  and  the 
mother  liquors  on  further  concentration  yield  crystalline  crusts  of  the 
double  salt,  Na20,3W03  +  Na20,2V205  +  20H«O. 

Potassium  sesquivanadate,  2KsO,3V,Os  +  7H20,  was  prepared  in  a 
similar  manner. 

The  compound  3(lSra20,2  W03)  +  2Na20,3V205  3GH20  is  formed 

together  with  Rosenheim’s  salt  when  acid  sodium  tnngstate  is  boiled 
with  excess  of  normal  sodinm  vanadate  ;  when  treated  with  acetic  acid 
or  boiled  with  tungstic  acid,  it  is  converted  into  Rosenheim’s  salt. 

F.  S.  K. 

The  so-called  Phosovanadic  Acid  and  its  Salts.  By  C.  Fried- 
heim  and  M.  SzAmat6lski  ( Per .,  23,  1530 — 1535). — Two  series  of 
double  salts  can  be  obtained  by  the  combination  of  phosphoric  and 
vanadic  acid,  namely,  luteo-  and  purpureo-compounds.  The  former 
are  yellowish,  do  not  crystallise  well,  and  are  only  sparingly  soluble 
in,  and  ai’e  decomposed  by,  water. 

I  nit  eo-compo  unds. — The  compound  P205,V205  -j-  11H,0  was  ob¬ 
tained  by  treating  vanadic  acid  with  phosphoric  acid,  and  the 
salts,  (VHl)-.0,Vo03,Po05  +  3fLO  and  K,0,V203,P205  +  3H,0, 
(NH4)20,2V2b5,P205  +  7H20  and  K20,2V205,P205  +  7H20,  were  pre¬ 
pared,  but  several  other  componnds  which  have  been  described  by 
Gibbs  (Amer.  Chem.  ./.,  7,  209)  and  Ditte  ( Gompt .  rend.,  102,  757) 
could  not  be  obtained. 

Purpureo-compounds. — The  compounds  of  this  class  are  deep-red, 
and  are  readily  soluble.  The  potassium  and  ammonium  salts  have 
the  composition  7R20.12V203,P205  +  26H«0,  and  crystallise  well ; 
the  sodium  salt  was  obtained  as  a  vitreous  mass.  F.  S.  K. 

Bismuth  Potassium  Iodides.  By  C.  Astre  {Gompt.  rend.,  110, 
1137 — 1139). — By  the  action  of  different  proportions  of  potassium 
iodide  on  bismuth  iodide,  the  author  obtained  three  crystallised  double 
salts : — BiI3,2KI,  which  crystallises  from  ethyl  acetate  in  brown, 
quadrangular  lamellae  belonging  to  the  quadratic  system  ;  2BiI3,3KI 
+  2H20,  which  crystallises  from  ethyl  acetate  in  groups  of  needles 
derived  from  a  quadratic  prism  ;  and  BiI3,3KI,  which  crystallises  from 
its  aqueous  solution,  when  the  latter  is  allowed  to  evaporate  spon¬ 
taneously,  in  grey  metallic  crystals.  This  last  salt  crystallises  from 
ethyl  acetate  in  ruby-red,  monoclinic  lamellce.  C.  H.  B. 

Chloro-Salts  and  Atomic  Weight  of  Iridium.  By  A.  .Tory 
{Gompt.  rend.,  110,  1131 — 1134). — Iridium,  which  had  been  prepared 
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and  especially  purified  by  Deville  and  Debray,  was  converted  into 
sodium  iridioehloride  by  heating  it  with  sodium  chloride  in  a  current 
.of  chlorine,  and  the  potassium  and  ammonium  salts  were  obtained  by 
precipitation  from  a  boiling  solution. 

The  iridioclilorides  were  converted  into  the  iridosoclilorides  by 
passing  hydrogen  sulphide  into  their  boiling  solutions  until  they 
acquired  an  olive-green  colour  and  then  adding  an  excess  of  alkaline 
chloride.  Potassium  iridosochtoride,  IrCl3,3KCl  4-  H20,  forms  large, 
deep-brown,  quadratic  crystals  (a  :  c  ::  1  :  1'615),  olive-green  in  their 
sections  by  transmitted  light.  The  ammonium  salt,  IrCl3,3NH4Cl  + 
H30,  forms  olive-green  or  deep-brown,  rhombic  prisms  of  98°  44', 
a  :  b  :  c  :  :  0  8581  :  1  :  0'4946. 

These  salts  lose  all  water  at  120°  and  were  reduced  in  hydrogen  ; 
three  analyses  of  the  potassium  salt  give  Ir  =  192-68  (H  =  1),  and 
two  analyses  of  the  ammonium  salt  give  Ir  =  192’82  (H  =  1),  the 
mean  being  Ir  =  192‘75,  almost  ideutical  with  the  mean  number 
192  744  given  by  Seubert. 

The  action  of  nitric  acid  on  iridioclilorides  seems  to  yield  anitroso- 
. chloride,  IrCl3(NO),2KCl,  analogous  to  the  nitroso  compound  ob¬ 
tained  from  ruthenium  under  similar  conditions.  It  forms  soluble, 
vermilion-coloured  crystals,  which  evolve  nitrogen  oxides  at  440°. 

C.  H.  B. 

Iridium  Phosphorus  Chlorides.  By  G.  Geiseniieijter  ( Compt . 
rend.,  110,  1004 — 1006).  —  One  gram  of  hydrated  iridium  dioxide  (this 
vol.,  p.  948)  is  heated  in  a  sealed  tube  at  300°  for  30  hours  with 
10  grams  of  phosphorus  pentachloride  and  In  grams  of  the  trichloride. 
When  all  the  oxide  has  dissolved  the  tube  contains  two  layers  of 
liquid  ;  the  heavier,  which  is  garnet-red  when  hot,  solidifies  to  a  pale- 
veliow,  crystalline  mass  when  cold,  the  other  contains  excess  of  the 
chlorides  of  phosphorus  and  a  double  iridium  phosphorus  chloride, 
which  crystallises  on  cooling. 

The  crystals  are  dissolved  in  phosphorus  oxychloride  in  a  sealed 
tube  at  250°,  and  separate  in  pale-yellow  crystals  of  the  composition 
IrPjCbs,  wli.ch.can  be  dried  in  dry  air  but  have  such  a  high  tension 
of  dissociation  that  they  cannot  he  left  in  a  vacuum,  heated,  or  dis¬ 
solved  in  any  solvent  which  is  not  already  perclilorinated. 

If  the  crystals  are  heated  gently  to  70 — 80°  and  kept  at  this  tem¬ 
perature  for  halt  an  hour  they  yield  the  compound  Ir2Clfi,4PCl3,2PCl5. 
At  120 — 125°  the  compound  Ir2Cl6,6PCl3  is  formed.  All  three  com¬ 
pounds  have  the  same  appearance,  and  are  formed  even  in  a  current 
of  chlorine.  At  190°  the  compound  Ir3P6Cl2o  is  formed,  but  does  not 
melt.  If  the  temperature  is  raised  rapidly  instead  of  gradually  to 
150°,  with  reduction  of  pressure,  the  chloride  melts,  becomes  very 
deep-red,  loses  phosphorus  trichloride  and  pentachloride,  and  yields 
the  compound  lr2Cl6,2PCl3,2PCl5  or  IrsCl6, 2PC13,PC18,  according  to  the 
conditions. 

Benzene  reduces  the  original  compound  very  rapidly;  carbon 
bisulphide  or  phosphorus  trichloride  dissolves  it  readily  but  converts 
it  into  lr2Cl6,6PCl3.  If  heated  with  chloroform  in  a  scaled  tube  at. 
160°,  it  is  converted  into  small,  red  needles  of  the  compound 

Ir2Cl6,4PCl* 


INORGANIC  CIIEMISTRY. 


10  W 


It  is  rapidly  attacked  by  water,  and  is  completely  dissolved  if  the 
compound  is  pure  and  the  water  is  present  in  large  excess;  the  solu¬ 
tion  when  concentrated  on  the  waier-bath  yields  a  syrupy,  noncrys- 
tallisable  acid,  Ir2CI,s,3H3P03,3H3P04.  If  this  is  dissolved  in  a  small 
quantity  of  water,  and  a  large  excess  of  alcohol  added,  it  is  thrown 
down  in  the  form  of  a  white,  flocculent  precipitate  which  rapidly 
agglomerates.  The  potassium  salt,  Ir2Cl6,3P03H2K,3P0iH2K,  is  not 
crystallisable,  dissolves  in  water,  and  is  reduced  by  heat  or  by  alcohol ; 
the  ammonium  salt,  Ii‘2Cl6,3P(JaH(NH1)2,3P04(NH,)3,  is  less  easily 
reduced;  the  silver  salt,  Ir2Cls,3P01H2Ag,3P01H2Ag,  blackens  when 
exposed  to  light  and  readily  decomposes  into  silver  chloride  without 
precipitation  of  iridium  ;  the  lead  salt,  2Ir2Cl6,<jP03HPb,3(P0i)  .Pbj, 
is  white  and  insoluble  in  water  or  acetic  acid  but  dissolves  in  nitric 
acid. 

The  compounds  reduce  ammoniacal  silver  nitrate,  and  with  a 
solution  of  ammonium  molybdate  in  hydrochloric  acid  they  yield  a 
yellow  precipitate  with  a  greenish  tinge. 

The  compound  Ir2CI6,bPCIj  is  the  easiest  to  prepare,  and  when 
pure  and  dry  it  is  not  attacked  by  cold  water,  but  changes  from 
yellow  to  white.  After  this  alteration  it  dissolves  slowly  even  in 
boiling  water,  and  does  not  return  to  its  original  form  even  when 
heated  at  125°  in  a  current  of  chlorine  or  with  chloroform  in  a  sealed 
tube  at  160°.  When  dissolved  in  water  it  yields  a  syrupy  non- 
crystallisable  acid,  Ir2Cls,6P03H3 ;  the  potassium  salt  has  the  compo¬ 
sition  Ir2Cls,6P03H2K,  and  the  lead  salt  Ir2Cl9,6P03HPb. 

C.  H.  B. 

Combination  of  Iridium  Phospho chlorides  with  Arsenic 
Chloride.  By  G.  Geisexheimer  ( Cumpt .  rend.,  110,  1336 — 1337). — 
Iridium  phosphochloride  (preceding  abstract)  dissolves  easily  in 
arsenic  chloride,  and  if  the  solution  is  heated  in  a  sealed  tube  at  250° 
and  allowed  to  cool  it  becomes  pale  yellow  and  finally  deep-red, 
and  deposits  ruby-red,  prismatic  crystals  of  the  composition 
2IrP3Cli5,-;>AsCl3,  which  may  be  puritied  by  washing  with  carbon  bisul¬ 
phide  and  drying  in  a  current  of  air.  The  same  product  is  obtained 
by  heating  hydrated  iridium  dioxide  with  arsenic  trichloride  and  a 
very  large  excess  of  phosphorus  pentachloride.  It  dissolves  com¬ 
pletely  in  water  with  liberation  of  hydrochloric  acid,  and  if  the 
solution  is  evaporated  on  a  water-bath  it  yields  the  corresponding 
acid  as  a  very  deep-red,  syrupy  residue,  which  dissolves  completely 
even  in  a  very  small  quantity  of  water.  The  lead  and  potassium  salts 
were  prepared. 

If,  instead  of  an  excess  of  phosphorus  pentachloride,  only  so  much 
is  employed  as  will  dissolve  in  the  arsenic  chloiide,  the  product  is 
the  compound  IrCl3,2PCl3,2AsCl3,  which  crystallises  in  soft  black 
needles  with  a  violet  lustre.  They  are  insoluble  in  carbon  tetra¬ 
chloride,  but  dissolve  in  water  yielding  a  violet  solution. 


C.  H.  B. 
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Solubility  of  Minerals.  By  C.  Dolter  ( Monatsh .,  11,  149 — 150). 
— The  author  has  determined  the  solubility  in  distilled  water,  of 
minerals  which  are  usually  considered  as  insoluble.  The  following 
were  used  in  the  investigation : — Pyrites,  galena,  blende,  antimonite, 
arsenical  pyrites,  bournonite,  copper  pyrites,  tinstone,  rutile,  specular 
iron  ore,  heulandite,  anorthite,  natrolite,  and  chabasite.  The  samples, 
reduced  to  a  fine  powder,  were  placed  in  sealed  tubes,  and  heated  at 
S0°  with  distilled  water  for  several  weeks.  All  the  minerals  proved 
to  be  more  or  less  soluble  in  water,  the  sulphides,  rutile,  and  tinstone 
showing  the  greatest  solubility. 

The  presence  of  sodium  fluoride  raises  the  solubility  of  rutile, 
tinstone,  and  specular  iron  ore,  but  sodium  chloride  does  not  produce 
a  like  effect.  Carbonic  anhydride  increases  the  solubility  of  the  oxides 
and  sulphides  ;  sodium  sulphide  and  hydrogen  sulphide  that  of  the 
sulphides,  especially  antimonite.  G.  T.  M. 

Pyrargyrite  from  Kajenel  in  Transylvania.  By  H.  Traube 
( Jahrb .  /.  Min.,  1890,  i,  Mem.,  286— 289). — The  crystals  of  pyrar- 
gyrite  from  Kajenel  exhibit  the  following  eight  forms: — ooP2, 

— >R,  —  4R,  — -fR,  R2,  — 2Rf.  Analysis  of  the  mineral 

yielded  the  following  results  : — 

Ag.  As.  Sb.  S.  Total.  Sp.  gr. 

60-45  1-02  20-66  17*87  100-00  5*76 

B.  H.  B. 

Tridymite  and  Chrystobalite.  By  E.  Mallard  ( Compt .  rend., 
110,  964 — 967). — The  crystals  of  silica  from  the  Euganean  hills, 
which  von  Lasaulx  described  as  tridymite,  have  the  form  of  tridy¬ 
mite  crystals,  but  really  consist  of  quartz  into  which  the  original 
tridymite  seems  to  have  been  changed.  This  observation  removes 
most  of  the  doubt  which  existed  as  to  the  real  properties  of  tridymite. 
The  author  has  examined  crystals  of  this  mineral  from  Cerro  San 
Cristobal  and  Mont  Dore,  and  his  results,  combined  with  earlier  ob¬ 
servations,  show  that  the  crystals  of  tridymite  are  pseudo-hexagonal, 
but  belong  to  the  rhombic  system  with  parameters  1  :  -/3  :  1"629  or 
O' 57 74  :  1  :  0-9405.  The  hexagonal  plates  are  grouped  in  the  same 
manner  as  aragonite  ;  the  mean  index  of  refraction  is  1"477,  the  acute 
positive  bisectrix  is  normal  to  the  plane  001,  and  the  plane  of  the  axes 
is  normal  to  the  ordinary  axis  of  grouping.  The  change  of  state 
observed  by  Merian  takes  place  at  about  130°,  is  not  accompanied  by 
any  considerable  change  of  volume,  and  does  not  alter  the  crystalline 
form  ;  it  is  therefore  not  a  true  change  of  the  tridymite  into  quartz. 
It  follows  that,  above  130°,  silica  cau  exist  in  two  crystalline  forms, 
with  hexagonal  symmetry  and  one  optical  axis,  one  of  these  forms 
being  quartz  and  the  other  tridymite. 
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Ohrysfobalite  is  a  distinct  species  and  not  merely  a  variety  of  tri- 
dymite.  Its  sp.  gr.,  2‘34,  is  a  little  higher  than  that  of  tridymite,  and 
it  is  somewhat  easily  attacked  by  alkalis.  The  crystals,  which  are 
usually  imperfect,  are  pseudo-cubic,  but  really  belong  to  the  quadratic 
system.  They  are  optically  negative,  and  are  grouped  in  such  a  way 
that  the  bases  of  six  pyramids  represent  the  six  faces  of  a  cube.  The 
author  has  observed  a  similar  grouping  in  analcime.  Like  the  latter, 
chrystobalite  is  only  approximately  quadratic  and  uniaxial,  and  ought 
rather  to  be  regarded  as  rhombic.  At  175°  it  undergoes  a  reversible 
change,  all  bi refraction  disappears,  and  the  crystals  acquire  the 
optical  properties  proper  to  their  external  cubical  form. 

C.  H.  B. 

Crystallisation  of  Alumina  and  other  Oxides  in  Gaseous 
Hydrogen  Chloride.  By  P.  Haute feuille  and  A.  Perrey  (Compt. 
rend.,  110,  1038). — At  the  ordinary  pressure,  hydrogen  chloride  has  no 
action  on  alumina  or  zirconia  at  high  temperatures  nor  on  titanic 
anhydride  at  bright  redness.  Under  a  pressure  of  3  atmos.,  however, 
and  at  a  temperature  below  incipient  redness,  amorphous  alumina  is 
converted  into  corundum,  titanic  anhydride  into  anatase,  and  zirconia 
into  rhombic  tables.  At  the  same  temperature  and  under  ordinary 
pressure,  hydrogen  chloride  has  a  mineralising  effect  on  the  salts  of 
these  metals  (carbonate,  oxalates,  sulphates),  though  not  on  the 
oxides. 

The  crystallisation  of  alumina  is  probably  due  to  the  successive 
formations  and  decompositions  of  a  hydrochloride  of  alumina  analogous 
to  the  hydrochloride  of  molybdic  anhydride  described  by  Debray, 
since  under  the  conditions  of  the  authors’  experiments  the  decompo¬ 
sition  of  aluminium  chloride  yields  amorphous  alumina. 

C.  H.  B. 

Celestine  from  Mineral  Co.,  West  Virginia.  By  G.  H. 

Williams  ( Amer .  J.  Sci.  [3],  39,  183 — 188). — Numerous  crystals  of 
celestine  have  recently  been  found  in  an  extensive  cutting  on  the 
line  of  the  West  Virginia  Central  Railway.  They  occur  in  an 
argillaceous  limestone,  and  vary  in  colour  from  deep  blue  to  colourless, 
and  in  length  from  less  than  a  millimetre  up  to  three  inches.  They 
are  of  pyramidal  habit,  which  is  not  common  for  this  species.  This 
is  due  to  the  preponderance  of  the  acute  brachypinacoid  P4.  Sub¬ 
jected  to  chemical  examination,  the  crystals  were  found  to  be  com¬ 
posed  of  strontium  sulphate,  with  0T2  per  cent,  of  lime  and  a  faint 
trace  of  barium  oxide.  These  crystals  acquire  additional  interest 
from  their  resemblance,  in  form  as  well  as  in  their  surface  markings, 
to  the  well-known  Sangerhausen  pseudomorphs.  B.  H.  B. 

Phosphorites  from  the  Government  of  Smolensk.  By  W. 

Vernadsky  ( Zeit .  Kryst.  Min.,  17,628 — 629,  from  the  Russian). — The 
principal  mass  of  phosphorite  occurs  in  green  sands,  rich  in  quartz, 
of  Upper  Cretaceous  age.  Au  analysis  of  a  phosphorite  nodule  from 
Raditscbi  gave  the  following  results  : — 

Ignition.  Insoluble.  P206.  CaO.  MgO.  AI203.  K20.  Na.,0.  S. 

6-60  48-49  14-11  22-Q2  0*43  2-73  0’26  009  traco  . 
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The  nodules  consist  of  wood  and  bones  converted  into  phosphorite. 

B.  H.  B. 

Mineral  Locality  at  Branchville.  By  G-.  J.  Brush  and  E.  S. 
Dana  (Amer.  J.  Sci.  [3],  39,  2dl — 216;  and  Zeit.  Kryst.  Min.,  18, 
— 23). — This  is  the  fifth  paper  on  this  subject  written  by  the 
authors.  They  now  go  on  to  a  detailed  account  of  some  of  the  more 
interesting  species  discovered  during  recent,  developments  at  Branch¬ 
ville.  Specimens  have  been  obtained  of  all  but  one  of  the  new  species 
described  in  1878.  Besides  these,  the  authors  have  found  another  new' 
member  of  the  triphylite-group,  asodium-manganese  phosphate,  w'hich 
they  term  natrophilite,  and  another  manganese  phosphate,  the  rare 
mineral  hureaulite,  hitherto  only  known  at  Hureaux,  in  France. 

Natrophilite  occurs  sparingly,  usually  closely  associated  with  lithio- 
philite,  w'ith  w'hich  it  agrees  in  crystalline  form.  On  analysis  it 
yielded  :• — 

P„05.  MnO.  FeO.  Na20.  LijO,  H20.  Insol.  Total.  Sp.  gr. 

41  03  38-19  3-06  16-79  0T9  0-43  0*81  100-50  3-41 

With  the  discovery  of  natrophilite,  the  triphylite-group  receives  an 
important  addition,  thus  : 

Triphylite . . .  Li  Fe  P04, 

Lithiophilite .  Li  Mn  P04, 

Natrophilite .  Na  Mn  P04. 

These  three  species  are  closely  isomorphous. 

The  following  analyses  are  also  given  : — 


VA. 

FcO. 

MnO. 

CaO.  Na^O. 

K20. 

LbO. 

I. 

38-36 

4-56 

42-29 

0-94  — 

— 

— 

II. 

34-90 

17-13 

34  51 

0-63  — 

— 

. — 

ii  r. 

(37-69) 

3-42 

17-40 

30-02  — 

— 

— 

IV. 

40-89 

12-96 

31-83 

2-09  7-37 

1-80 

0-22 

V. 

39-68 

9-69 

39-58 

3-63  5-44 

— 

0-07 

h2o. 

Quartz. 

Total. 

Sp.  gr. 

I. 

12-20 

1-76 

10011 

3149 

II. 

1318 

0-13 

100-48 

3-204 

in. 

9-81 

1-66 

100-00 

3-070 

IV. 

1-63 

0-82 

09-til 

3143 

V. 

1-58 

1  02 

100-69 

— 

I.  Hureaulite  in  short,  prismatic  crystals  ;  the  analytmal  results 
agree  with  those  obtained  by  Damour,  and  lead  to  the  formula 
H2B3(P04)4  4-  4H20.  II.  Reddingite,  formula  R3(P04)2  -j-  3H20. 
III.  Fairfieldite,  formula  Ca2Mn(P04)2  -j-  2H20.  This  analysis  con¬ 
firms  the  earlier  one  by  Penfield.  IV.  Dickinsnnite,  formula 
R3(P04)2  +  ^H20.  The  results  vary  considerably  from  those  of 
Pentield  in  his  original  analysis  of  impure  material,  the  composition 
now  established  being  essentially  the  same  as  that  originally  deduced 
for  fillowite.  V.  Fillowite.  The  analytical  results  agree  with  the 
last,  showing  that  the  two  species  are  essentially  dimorphous  forms 
of  the  same  species.  B.  H.  B. 
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Phosphosiderite,  a  new  Mineral.  By  W.  Bruiins  and  K.  Bcsz 
(Zeit.  Kryst.  Min.,  17,  555 — 500). — This  new  mineral,  from  the 
Kalterborn  mine,  near  EiseiTeld,  in  the  Siegen  district,  has  a  hard¬ 
ness  <>f  3 1  and  a  sp.  gr.  of  2-7(3.  It  occurs  in  cavities  in  iron  ore  as  a 
crystalline  aggregate  of  a  blood-red  colour.  Analysis  gave  the  fol¬ 
lowing  results  : — 

Fe203.  P2Os.  H,0.  Total. 

44-30  38-85  17-20  10041 

Formula  (Fe203,P205)2  4"  7H>0.  These  results  are  veiy  similar  to 
those  obtained  by  Nies  on  analysing  sfrengite;  formula,  (Fe203,P205)2 
+  8HoO.  It  therefore  appeared  not  impossible  for  the  two  minerals 
to  be  identical.  Whereas,  however,  in  the  mineral  under  examination 
all  the  water  was  given  off  at  140  ,  strengite  gave  up  its  water  at 
different  temperatures;  of  the  8  mols.,  H  being  given  up  at  105°,  and 
the  remainder  at  135°.  The  authors  therefore  propose  the  name  of 
phosphosiderite  for  this  new  mineral.  It  crystallises  in  the  rhombic 
system,  the  axial  ratio  being  a  :  b  :  c  =  0‘53302  :  1  :  0"87723. 

B.  H.  B. 

Spangolite,  a  new  Mineral.  By  S.  L.  Pexfield  ( Amer .  J.  Sci. 
[3],  39,  370 — 378). — A  very  beautifully  crystallised  specimen  of  an 
unknown  mineral  from  Tombstone,  Arizona,  in  the  collection  of 
Spang,  proved  to  be  a  new  species,  a  hydrated  sulphate  and  chloride 
of  copper.  The  crystallisation  is  hexagonal,  rhombohedral,  and  the 
chemical  composition  of  the  mineral  is  as  follows  : — 

S03.  Cl.  A1303.  CuO.  ITnO.  Total.  Sp.  gr. 

loll  4T1  6-60  50-51  2041  100*74  3441 

Its  formula  is  Cu6AlClS0in,9H20.  There  is  at  present  no  known 
mineral  similar  to  this  in  composition.  The  rare  mineral  conncllite, 
from  Cornwall,  is  the  nearest  approach  to  it,  in  that  this  contains 
copper  in  combination  w  ith  sulphuric  and  hydrochloric  acids  ;  but  the 
form  and  properties  of  the  two  minerals  are  quite  distinct-  As  far 
as  can  be  found,  these  two  minerals,  together  with  sulphohalite, 
caracolite,  and  kainite,  are  the  only  mineral  occurrences  of  sulphate 
and  chloride  in  combination.  The  occurrence,  too,  of  alumina  in  a 
copper  mineral  is  very  unusual.  B.  H.  B. 

Hornblende  of  St.  Lawrence  Co.,  New  York.  By  G.  H. 

Williams  (Amer.J.  Sci.  [3],  39,  352 — 358). — A  perfect  cross-parting 
due  to  intercalated  twinning  lamella?,  occurs  on  certain  crystals  of 
brown  hornblende  from  Picrrepont,  St.  Lawrence  Co.  The  pheno¬ 
menon  is  analogous  to  the  basal  parting  more  commonly  observed  on 
pyroxene,  and  in  view  of  the  interest  attaching  to  the  structural 
planes  of  crystals  the  author  has  subjected  these  crystals  to  careful 
examination.  From  its  composition,  this  hornblende  is  to  be  referred 
to  actinolite.  It  presents  tw-o  well-marked  varieties  :  green  (1)  and 
brown  (II),  which,  however,  differ  merely'  in  colour.  Analysis  of 
these  two  varieties  gave  the  following  results  : — 
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SiOo. 

TiCL.  A1,03. 

Fe203. 

FeO. 

MnO. 

CaO. 

MgO. 

I. 

50-54 

—  l'lO 

0-09 

2-30  — 

13-69 

24-42 

11. 

50-44 

0-11  F77 

0-84 

0-73 

o-ll 

11-83 

22-98 

Ka.,0. 

k2o. 

Ignition. 

Total. 

T.  1*15 

— 

— 

99-95 

II.  213 

0-75 

2-46 

100-15 

Evidence  afforded  by  thin  sections  of  this  mineral  under  the 
microscope  shows  that  an  alteration  of  the  crystallographical  symbols 
for  the  terminal  planes  of  hornblende  is  necessary  to  show  its  analogy 
10  pyroxene,  on  the  assumption  that  the  gliding  plane,  now  called  the 
orthodome  Fob,  is  the  basal  pinacoid  OP.  B.  H.  B. 

Production  of  Sillimanite  :  Constitution  of  Porcelain.  By 

W.  Vernadsky  (Compt.  rend.,  110,  1377 — 1380). — Sillimanite  is  the 
only  aluminium  silicate  which  has  been  produced  artificially.  Kyanite 
and  andalusite  change  into  sillimanite  at  1350°  with  development  of 
heat.  Andalusite  becomes  white  and  opaque ;  in  thin  sections  it 
extinguishes  in  a  direction  parallel  with  the  prismatic  edges  of  the 
original  crystals,  but  the  optical  sign  in  the  direction  of  elongation 
has  become  positive. 

At  a  white  heat  an  intimate  mixture  of  finely-divided  silica  and 
alumina  combines  with  development  of  heat,  and  fuses,  forming  a 
very  hard,  milky- white,  slightly  porous  mass.  After  the  heat  of  com¬ 
bination  has  been  developed,  and  the  mass  has  fused,  it  becomes  solid, 
and  will  not  melt  again  even  in  the  hottest  parts  of  a  Leclercq  and 
Forquignon  furnace.  A  mixture  of  the  composition  Al203  +  2Si03 
fuses  well,  but  the  reaction  is  less  distinct  with  A1203  +  Si02,  though 
somewhat  more  distinct  with  Ah>03  +  3Si02. 

The  product  consists  of  acicular  crystals  enclosed  in  an  amorphous 
substance  ;  the  former  act  strongly  on  polarised  light,  and  the  optical 
sign  in  the  direction  of  elongation  is  positive.  The  amorphous 
matter  dissolves  in  cold  hydrofluoric  acid,  but  the  crystals  are  not 
affected.  They  are,  however,  readily  attacked  at  70 — 8U°.  Crystals 
separated  by  means  of  the  acid  were  found  to  have  the  composition 
Al203,Si02 ;  the  amorphous  substance  is  almost  pure  silica,  but  con¬ 
tains  small  quantities  of  alumina.  In  presence  of  a  small  quantity 
of  magnesium  oxide,  larger  crystals  of  sillimanite  are  formed,  but  the 
magnesia  does  not  enter  into  combination,  and  is  easily  removed  by 
hydrofluoric  acid,  and  even  by  strong  hydrochloric  acid. 

As  a  general  rule,  when  silica  and  alumina  act  on  one  another  at  a 
high  temperature  in  absence  of  all  but  a  small  quantity  of  fixed  bases, 
sillimanite  is  formed  ;  this  constitutes  a  large  part  of  the  products  of 
the  action  of  a  high  temperature  on  topaz,  dumortierite,  kaolin,  and 
clays. 

It  is  known  that  porcelain  is  a  mixture  of  a  crystallised  and  an 
amorphous  substance,  and  thin  plates  have  the  same  appearance  as 
kaolin  which  has  been  heated  at  a  high  temperature.  Treatment 
with  cold  hydrofluoric  acid  separates  the  crystalline  from  the  amorph¬ 
ous  matter  slowly  and  with  some  difficulty,  and  the  amorphous 
matter  contains  bases  which  form  insoluble  fluorides  or  silicofluorides. 
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Crystals  separated  in  tliis  way  had  the  composition  AbOj,  70'3 ;  Si02 
29 *7  percent.,  which  differs  slightly  from  that  of  sillimanitc.  It  is 
possible  that  excess  of  alumina  adheres  to  the  crystals,  ora  compound 
1 1  AbOs.SSiCb  (AhOj,  701  ;  Si02,  29  9  per  cent.)  may  be  formed.  In 
any  case,  porcelain  eonsists  of  an  amorphous  substance  and  crystals 
which  closely  resemble  sillimanite  in  composition.  C.  H.  B. 

Phonolites  from  Colorado.  By  TV.  Cross  (Jahrb.  f.  Min.,  1890, 
1,  Ref.,  427,  from  Proc.  Colorado  Sci.  Soc.,  1887,  167 — 170). — In  the 
United  States  hitherto  but  one  occurrence  of  phonolite  was  known 
(Black  Hills,  Dakota).  The  author  now  describes  a  phonolite  from  a 
second  locality  near  Florissant,  Pasolty  Co.,  Colorado.  The  roek  is 
very  similar  in  structure  to  that  from  Zittau.  On  analysis  it  yielded 
the  following  results: — 

Si02.  A1203,  Fe203.  FeO.  MnO.  CaO.  MgO.  K20.  Na.,0. 

6002  20-98  2-21  0*51  traee  1-18  trace  5*72  8*83 

Cl.  F2Os.  n20.  Total, 

trace  trace  0*70  100'  15 

Its  sp.  gr.  is  2*576.  The  portion  soluble  in  acid  (25  per  cent.)  con¬ 
sists  almost  exclusively  of  nepheline.  B.  H.  B. 

New  Swedish  Minerals.  By  L.  J.  IoelstrSm  ( Jahrb .  f.  Min., 
1890,  1,  Mem.,  248 — 262). — 1.  A  Neiv  Mineral  of  the  Olivine- group. — 
A  new  variety  of  knebelite  (magnesia-knebelite)  has  been  discovered 
by  the  author  at  the  Hi  Hang  iron  mine,  in  the  parish  of  Ludvika,  in 
the  government  of  Dalekarlia.  This  mineral  differs  from  the  iron- 
knebelite,  previously  found  by  the  author,  in  its  pearly  lustre  and 
lighter  colour.  Besides  which,  it  is  invariably  associated  with  small, 
red  crystals  of  garnet,  which  never  oecur  with  the  iron  variety.  An 
analysis  of  the  new  mineral  gave  the  following  results: — 

Si02.  FeO.  MnO.  MgO.  Total. 

31*1  42*6  21*6  4*7  100*0 

The  percentage  of  ferrous  oxide  must  be  too  high  on  account  of 
admixed  grains  of  magnetite.  The  minerals  belonging  to  the 
olivine-group,  which  contain  iron  and  manganese  in  excess,  have  the 
following  ratios  between  the  iron  and  manganese-atoms: — 


Fayalite .  1:0 

Knebelite .  1:1 

Iron-knebelite .  2:1 

Magnesia-knebelite .  3:2 

Eulysite-olivine  .  3  :  1 

Tephroite  . . 0:1 


2.  Ferrostihian. — This  is  a  new  mineral  discovered  by  the  author 
on  July  13,  1889,  at  the  Sjo  mine,  in  the  parish  of  Grytliyttan,  in  the 
government  of  Orebro.  The  mineral  is  black,  has  a  hardness  of  4, 
and  crystallises  in  the  monoclinic  system.  Analysis  gave  the  following 
results : — • 
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Si02.  (Mg,Ca)  C03.  Sb.203.  FeO.  MnO.  H20.  Total. 

2  21  2-14  14  80  22-60  46‘97  10-34  99-09 

Its  formula  is  (10RO,Sb2O5)  +  10(RO,H2O). 

3.  Pleurasite. — This  is  a  new  hydrated  arsenate  of  manganese  and 
iron  from  the  Sjo  mine.  As  yet  it  has  only  been  qualitatively  an¬ 
alysed.  Its  name  is  derived  from  7 r\evpas  (by  the  side),  as  it  is  found 
by  the  side  of  the  arseninple'ite  in  bands  of  1  cm.  in  thickness. 

4.  Stibiatil. — This  is  a  new  antimonate  also  from  the  Sjo  mine. 
An  approximative  analysis  yielded 

FeO.  Mn203.  Sb203  +  U20.  Total, 

26  44  30  100 

Stibiatil  is  thus'  a  hydrated  antimonate  of  manganese  and  iron,  in 
which  ferrous  oxide  is  present  in  the  greatest  amount  yet  met  with. 

5.  Neotente. — This  new  mineral  occurs  in  association  with  tepliroite, 
pyrrhoarseuite,  and  calcite  at  the  Sjo  mine.  On  analysis  it  yielded 
the  following  results  : — 

Si02.  MnO.  FeO.  MgO.  II20.  Total. 

29-60  40-60  trace  2Q-05  9'85  100  00 

Formula  :  (2RO,SiO>)  +  H20,  in  which  RO  represents  MnO  and 
MgO.  As  it  is  probable  that  this  mineral  was  formed  subsequently 
to  the  tephroite,  the  author  terms  it  neotesite, from  veorrjfrioi  (young). 

6.  Jacobsite  and  Braunite. — The  author  has  discovered  these  mine¬ 

rals  in  a  new  locality  at  Glnkarn,  in  the  parish  of  Linde,  in  the 
government  of  Orebro.  Analysis  shows  the  Glakiirn  jacobsite  to  have 
the  same  composition  as  that  of  Langban.  B.  H.  B. 

Garnet  from  the  South  African  Diamond-fields.  By  E.  Cohen 
( Jahrb .  f.  Min ,  1890.  1,  Ref.,  393 — 394). — With  the  diamonds  of 
South  Africa,  numerous  garnets  are  found.  In  the  dry  diggings 
they  are  irregularly  rounded  grains,  and  in  the  river  diggings  they 
are  uniformly  robed  and  polished.  Analysis  of  wine-red  (I)  and 
deep  hyacinth-red  (II)  garnets  gave  the  following  results  : — 


Si02. 

ALO3. 

Cr203. 

FeO. 

MnO. 

CftO. 

MgO. 

Total. 

I. 

41-34 

2275 

2-96 

1212 

0-36 

517 

1620 

100-90 

II. 

40-90 

22  81 

1-48 

13-34 

0-38 

4-70 

16-43 

10004 

Both  these  varieties,  as  well  as  the  garnets  of  other  shades  of  colour 
found  at  the  Cape,  are  typical  pyrope.  B.  H.  B. 

Syenites  and  Hornblende -schists  near  Glatz,  in  Lower 
Silesia.  By  H.  Traube  ( Jahrh .  f\  Min.,  I8i*0,  1,  Mem.,  195 — 233). 
— Tli e  hornblende-bearing  rocks  of  Glatz  have  been  described,  partly 
as  of  eruptive  origin  and  partly  as  belonging  to  the  crystalline 
schists.  Microscopical  investigation  shows  these  rocks  to  have  a 
similar  mineralogical  constitution,  the  component  minerals  being 
orthoclase,  oligoclase,  quartz,  mica,  and  augite  (hornblende).  In  all 
the  rocks  investigated,  the  hornblende  is  of  secondary  origin,  having 
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been  formed  from  augito,  The  structure  of  the  two  rocks,  the 
syenites  and  the  hornblende-schists  of  the  geological  maps,  is  very 
variable.  The  syenite  may  have  a  fibrous  or  slaty  texture,  and  the 
hornblende-schist  frequently  resembles  syenite.  Analysis  also  shows 
that  the  composition  is  very  similar.  This  similarity  may  be  well 
seen  from  the  following  analytical  results  : — 


SiOo. 

Alo03  +  Fe<,03. 

CaO. 

MgO. 

I. 

60-07 

19  89’ 

3  80 

2-04 

II. 

02-91 

17-23 

4-48 

2-95* 

I  is  a  partial  analysis  of  the  syenites  of  Follrnersdorf,  Werdeck, 
and  Hannsdorf,  a  mixture  being  prepared  of  20  grams  of  each  of  these 
rocks.  IT  is  a  partial  analysis  of  a  similar  mixture  of  the  hornblende- 
schists  of  Maifritzdorf,  Droschkau,  and  Werdeck.  The  differences 
exhibited  in  these  two  analyses  are  not,  greater  than  those  occurring 
in  each  of  the  various  rocks.  It  follows  that  a  division  of  these  rocks 
into  syenites  and  hornblende-schist  is  not  feasible.  Both  rocks  have 
the  same  origin;  they  arc  intimate’y  connected,  and  form  a  geological 
whole,  which,  in  its  minernlogical  constitution  and  its  structure,  ex¬ 
hibits  numerous  variations.  Whether  these  rocks  should  be  classed 
as  crystalline  schists  or  as  eruptive  rocks,  can  only  be  determined  by 
a  careful  geological  survey.  The  contact-phenomena  in  the  limestone 
at  Neudeek  render  the  latter  hypothesis  the  more  probable.  The 
rocks  may  consequently  be  termed  quartz-bearing  augite-miea- 
syenites.  B.  H.  B. 

Minerals  of  the  Syenite-pegmatite  Veins  of  the  South  Nor¬ 
wegian  Augite  and  Nepheline  Syenites.  By  W.  C.  Brogger 
( Zeit .  Kryst.  Min.,  16). — This  memoir  occupies  900  pages,  and  is 
illustrated  by  38  figures,  27  lithographic  plates,  and  2  geological 
maps.  Part  I  (pp.  1 — 100)  is  devoted  to  a  summary  of  the  geology 
of  the  Christiania  district,  with  special  reference  to  the  eruptive 
rocks.  Part  II  (pp.  101 — 235)  is  devoted  to  an  accountof  the  geology 
of  the  syenitic  and  nophelinc-sycnitic  pegmatite  veins  of  the  coast 
between  the  Christiania  fjord  and  the  Langesund  fjord.  The 
remainder  of  the  volume,  the  special  part,  contains  a  description  of 
73  minerals  occurring  in  the  syenite-pegmatite  veins.  In  addition  to 
the  minerals  previously  known,  the  author  has  found  iron-glance, 
nordenskioldine,  hambergite,  xenotime,  johnstrupite,  epidotc,  caleio- 
thorite,  datolite,  muscovite,  stilpnomehuie  (?),  turmaline,  diopside 
(and  salite),  lavenite,  hiortdalditc,  rosenbuschite,  arf  vedsonite. 
capelenite,  rriclanocerite,  karyocerite,  soda-katapleite,  perovskite, 
eudidymite,  thomsonite,  weibycite,  and  parisite.  The  number  of  well- 
defineil  mineral  species  known  in  the  syenitic  and  nepheline-sycnitic 
pcgmatic  veins  occurring  along  the  coast  between  the  Christiania  and 
Langesund  fjords  amounts  to  nearly  75,  a  number  which  renders  this 
one  of  the  richest  mineral  localities  in  the  world.  Of  these  75  species, 
more  than  20  have  not  been  met  with  elsewhere,  and  5  other  rare 
species  were  first  discovered  here.  The  memoir  contains  a  large 
number  of  important  analyses.  As  many  as  54  new  analyses  of 
minerals,  and  43  new  analyses  of  rocks  havo  been  specially  made  by 
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leading  Swedish  and  Norwegian  chemists.  Space  will  not  admit  of 
all  these  analyses  being  reproduced,  and  it  is  not  possible  to  do  more 
than  "ive  brief  descriptions  of  a  few  of  the  more  interesting  minerals 
described  by  the  author. 

1.  Nordenskioldine ,  named  after  the  celebrated  traveller,  is  of  great 
rarity  in  the  Norwegian  veins.  It  crystallises  in  the  rhombohedral- 
kemikedral  system,  and  gave  on  analysis  the  following  results  : — 

SnQi.  Zr02.  CaO.  B203.  Igni(ion.  Total. 

53*75  0-90  20-45  23-  IS  1 72  100*00 

Formula,  CaSnB206,  or,  less  probably,  Ca(BO)2Sn01.  The  crystal¬ 
lography  of  the  mineral,  however,  indicates  that  it  is  a  borate,  and 
not  a  stannate.  Its  colour  is  yellow  ;  its  hardness  5’5  to  G  ;  and  its 
sp.  gr.  4*20. 

2.  Hambergite ,  discovered  by  A.  Hambergin  1889,  and  named  after 
him  by  the  author,  crystallises  in  the  rhombic  system.  Its  hardness 
is  7*5,  and  its  sp.  gr.  2’347.  Analysis  gave  the  following  results  : — 

BeO.  H20.  B203.  Total. 

53-25  10-03  3G-72  lOO'OO 

Formula,  H0*Be2B03.  As  a  basic  borate,  this  extremely  rare 
mineral  is  one  of  the  most  interesting  met  with  in  the  Norwegian 
veins. 

3.  XenQtime.  This  is  a  very  pure  yttrium  phosphate,  which,  on 
analysis,  gave  results  corresponding  with  the  formula  Y2(P04)2.  In 
appearance  this  mineral  differs  from  occurrences  previously  known 
by  its  deep  brown  colour,  by  its  high  sp.  gr.  of  4  62,  and  by  its  crystal 
form,  OP, Poo. 

4.  Jolinstrupite,  named  after  Professor  F.  Johnstrnp,  of  Copenhagen, 
resembles  mosandrite  crystallographieally  and  optically,  but  diffeis 
in  colour,  being  green  instead  of  brown.  Analyses  of  mosandrite  (1) 
and  jolinstrupite  (II)  gave  the  following  results : — 


SiOo. 

Ti02. 

Zv02. 

T1i02. 

Ce02. 

Ca(LaDi)20 

3'  5.203. 

A1203. 

I.  30-71 

5-33 

7-43 

0-34 

6-34* 

10"45 

3 -52 

— 

II.  30*50 

7*57 

2-84 

0-79 

0-80 

12-71 

1-11 

1-52 

FenOj. 

MAO. 

CaO. 

MgO. 

Xa20. 

k2o. 

H20. 

F. 

I.  0  56 

0*45 

22-53 

0-63 

2*44 

0-38 

7*70 

2-06 

II.  0-50 

trace 

27-76 

1*G3 

6-67 

0-12 

1*41 

5-98 

Total. 

Less  O. 

Total. 

I. 

100*87 

0-SG 

10O-01 

11. 

101-91 

2*50 

99-41 

The  two  minerals  present  many  points  of  similarity.  Their  differ' 
ences  are  seen  from  the  calculated  formulas: — 

Mosandrite ....  [(HO)6 }  B*tV]  R^Rw'WMSiO*],,. 

Jolinstrupite. . .  R-I!5Ri3ii(R2’)1[Si04]I2. 
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5.  Calciothorite .  This  mineral  was  discovered  by  the  author  a  few 
years  ago.  It  is  amorphous,  has  a  hardness  of  4*5,  and  a  sp.  gr.  of 
4’114,  and  gave  on  analysis  results  corresponding  with  the  formula 
5(ThSiOi)  ,2(  Ca2SiOi)  +  10H2O. 

6.  Astrophi/llite.  From  the  results  of  a  new  analysis  of  this  mineral, 
the  author  deduces  the  formula  R”1R'jTi(SiOi)i.  He  regards  astro- 
phy llite  as  a  perfectly  independent  mineral  not  connected  with  the 
micas,  nor  with  the  minerals  of  the  pyroxene  group. 

7.  Leucophane  and  ITelinophane.  New  analyses  of  leucophane  (1) 
and  meliuophaue  (II)  gave  the  following  results: — 


Si02. 

A1203. 

lieO. 

MgO. 

CaO. 

Na20. 

K,0. 

H.,0. 

I. 

48-50 

0-45 

10  03 

0-27 

22-94 

12*42  — 

1-08 

11. 

43-60 

4*61 

9-80 

0-16 

29-56 

7-98 

0-23 

— 

F. 

Total. 

Less  O. 

Total. 

I.  5-94 

101-63 

2-48 

99-15 

11.  5-43 

101-37 

2-27 

99-08 

From  these  results  the  following  formulae  are  deduced: — - 

I.  Leucophane. .  Na3(FBe)3Ca3(Si03)6  or  R6'R3''(Si03)6. 

II.  Alelinophane .  Na,.,(FBe)2(Ca20)2Be(Si03)6  or  R4'R4"(Si03)6. 

8.  Wohlerite.  A  new  analysis  of  this  mineral  gave  the  following 
results : — 

Si02.  TiOo.  Zr02.  Nb205.  Ce203.  Fe203.  FeO.  MnO.  MgO.  CaO. 

30- 12  0-42  16-11  12-85  0'G6  0-48  1-26  LOO  0-12  26‘95 

Xa20.  H20.  F.  Total.  Less  O.  Total. 

7-50  0*74  2-98  101-19  1-24  99'95 

9.  Rosenbuschite.  This  mineral  gave  on  analysis  the  following 
results  : — 

SiO,.  ZrOF2.  Zr02.  Ti02.  Fe203.  Ce203.  MnO.  CaO.  Xa,0.  Total. 

31- 44  2209  0-67  7*22  L07  0  33  F62  25-12  10:04  99-60 

From  these  results  the  author  deduces  the  formula 

6CaSi03,2Na2Zr02F,, 1  Ti(Si03)  (Ti03) . 

Rosenbuschite,  both  in  its  crystal  form  and  in  its  composition,  pre¬ 
sents  sufficient  analogies  to  peetolite  for  it  to  be  described  as  a  zircon- 
pectolite.  An  interesting  result  of  this  investigation  of  the  Nor¬ 
wegian  veins  is  the  discovery  of  not  merely  three  zircon-pyroxenes 
analogous  to  the  ordinary  pyroxene  lengthened  in  the  direction  of 
the  vertical  axis,  namely,  lavenite,  wohlerite,  and  the  asymmetrical 
hiortdahlite,  but  also  of  a  zircon-pectolite,  lengthened  in  the  direction 
of  the  orthoaxis,  corresponding  with  the  pyroxenes  of  the  wollastonite 
series. 

10.  Karyoc.erite.  As  this  new  mineral  occurs  in  tablets  of  a  nut- 
brown  colour,  the  author  has  named  it  karyocerite,  from  tcapvov  (nut), 
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and  cerium,  so  as  to  indicate  its  relation  to  the  black  melanocerite. 
On  analysis  the  mineral  yielded — 


Si02. 

Ta2Os. 

PA- 

C02. 

b2o3.  f. 

Zr02.  Cc02. 

Th02. 

A),03. 

12  97 

311 

0-86 

0*35  i 

(4'70)  5*63 

0-47  5-89 

13  64 

0-87 

Fe203. 

Mn203. 

Ce203. 

Di203 

.  La203.  \203 

.  CaO.  Mg 

;0.  Na20. 

h20. 

1-36 

066 

14-83 

6-75 

14-34  2-21 

7- 37  0-17  1*42 

4-77 

Total. 

Less  O. 

Total. 

102-37 

2-37 

100-00 

B. 

H.  B. 

Action  of  Solutions  of  Alkalis,  Alkaline  Earths,  and  certain 
Salt}  on  Mica;  Formation  of  Nepheline,  Sodalite,  Leucite, 
Orthoclase,  and  Anorthite.  By  C.  FitiEDELand  G.  Fkiedel  ( Compt . 
rend.,  110,  1170 — 1178). — The  mica  was  heated  at  500°  with  the 
various  compounds  and  water  in  a  steel  tube  lined  with  platinum  for 
periods  of  14  to  60  hours,  according  to  the  rate  of  change.  The 
mica  used  was  a  Norwegian  muscovite  containing  7  per  cent,  of 
potassium  oxide,  and  3  per  cent,  of  sodium  oxide. 

When  the  mica  is  heated  with  from  25  to  60  per  cent,  of  potassium 
hydroxide,  and  not  less  than  its  own  weight  of  water,  it  yields 
distinct  brilliant,  unmodified,  hexagonal  prisms.  They  are  anhydr¬ 
ous.  have  the  crystallographic  properties  of  nepheline,  and  agree  in 
compo-ition  with  a  mixture  of  2  parts  of  soda  nepheline  and  1  part 
of  potash  nepheline.  It  is  noteworthy  that  they  contain  an  excess  of 
soda,  although  formed  in  presence  of  an  excess  of  potash.  Fouque 
and  Michel-Levy  have  previously  observed  that  it  is  not  possible  to 
obtain  a  pure  potash  nepheline  in  the  dry  way.  When  sodium 
hydroxide  is  used,  the  mica  is  more  readily  attacked,  and  the  com¬ 
position  of  the  crystals  corresponds  with  3  parts  of  soda  nepheline,  and 
1  part  of  potash  nepheline. 

If  sodium  chloride  is  also  added  in  quantity  varying  from  one- 
third  to  double  the  weight  of  the  mica,  sodalite  is  obtained  in  rhombic 
dodecahedra,  modified  by  faces  of  the  cube.  It  is  identical  in  pro¬ 
perties  with  the  sodalite  from  Mt.  Somma,  and  its  composition  is  not 
materially  affected  by  variations  in  the  proportion  of  sodium  chloride 
used.  If,  however,  the  quantity  of  salt  is  very  little  greater  than 
that  required  to  form  sodalite,  crystals  of  nepheline  free  from  chlorine 
are  obtained. 

If  the  mica  is  heated  with  potassium  silicate  in  the  proportion 
required  to  form  leucite,  alteration  takes  place  slowly,  and  well- 
formed  crystals  of  orthoclase  are  obtained.  If,  however,  it  is  heated 
with  50  per  cent,  of  calcined  silica,  and  70  per  cent,  of  potassium 
hydroxide  for  two  days,  the  products  are  orthoclase,  hexagonal, 
nepheline,  and  pseudo-cubic  quadratic  prisms,  which  have  the  com¬ 
position  and  properties  of  leucite.  The  crystals  are  single  prisms  or 
macles  of  two  or  three  prisms,  in  such  a  way  that  the  quadratic  axes 
become  rectangular. 

Winn  heated  with  lime-water,  mica  yields  small  octahedral  crystals 
of  a  hydrated  aluminium  calcium  silicate,  which  seems  to  correspond 
with  no  known  natural  mineral.  If  calcium  chloride  is  added  in  order 
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to  decompose  flic  sodium  and  potassium  hydroxides,  which  must  be 
liberated  by  the  action  of  the  lime,  decomposition  of  the  mica  takes 
place  readily,  and  the  product  forms  almost  rectangular  lamella;,  more 
or  less  modified  at  the  angles,  which  have  the  crystallographic  pro¬ 
perties  of  anortliite  macles,  and  have  the  chemical  properties  of  this 
mineral. 

Tt  is  therefore  possible  to  obtain  from  mica,  by  the  action  of  aqueous 
solutions  at  a  high  temperature  and  under  pressure,  five  minerals, 
neplieline,  sodalite,  ortlioclase,  leucite,  and  anortliite,  which  are  fonnd 
in  the  ei'uptic  rocks  of  Mt.  Somma.  C.  H.  13. 

Some  Secondary  Minerals  of  the  Amphibole  and  Pyroxene 
Groups.  By  W.  Cross  (Amer.  J.  Set.  [3],  39,  359 — 370). — During 
the  microscopical  examination  of  some  rocks  from  Custer  Co., 
Colorado,  the  author  observed  two  peculiar  minerals  of  secondary 
origin,  one  an  amphibole  and  the  other  a  pyroxene.  The  former  is  a 
clear  blue  mineral  occurring  as  a  pseudomorphous  replacement  of 
common  hornblende  or  of  augite,  with  a  pleuehroism  like  that  of 
glaucopliane,  whilst  the  orientation  of  the  ellipsoid  of  elasticity  indi¬ 
cates  that  the  mineral  is  closely  related  to  the  new  species  riebeckite. 
The  pyroxene  is  bright  green,  and,  although  at  first  sight  appear¬ 
ing  to  be  orthorhombic  in  crystal  form,  is  probably  related  to 
regirite.  The  microscopical  characteristics  of  these  minerals  are  fully 
described.  The  results  are  of  interest,  inasmuch  as,  if  the  minerals  iu 
question  are  really  tegirite  and  riebeckite,  they  appear  in  new  asso¬ 
ciations,  and  were  clearly  formed  under  conditions  quite  different  from 
those  attending  their  origin  in  other  known  localities.  B.  H.  B. 

Meteoric  Iron  from  North  Carolina,  By  L.  G.  Eakins  ( Amer . 
J.  Sci.  [3],  39,  395 — 396). — The  iron  described  was  found  in  1880, 
on  a  farm  near  Ellenborough,  Rutherford  Co.,  and  weighed  originally 
about  2200  grams.  In  shape  it  has,  roughly,  two  globular  ends,  with 
a  connecting  bar.  The  iron  is  very  tough,  and  highly  crystalline. 
Small  irregular  patches  of  troilite  are  visible,  and  sclxreibersite  also 
seems  to  be  present.  Analysis  of  the  iron  yielded — 

Fe.  Xi.  Co.  Cu.  P.  S.  Si.  Total. 

88-05  10-37  0-68  0‘04  0'21  0-08  002  99-45 

B.  H.  B. 

Mineral  Waters  of  Malaisie  :  a  Tin  Mineral  in  Process  of 
Formation.  By  S.  Meunier  (Compt.  revd.,  110,  1083—1085).— 
The  water  of  Azer-Eanas,  at  UIu  Klang,  which  issues  from  the  spring 
at  a  temperature  of  50°,  has  a  very  peculiar  and  disagreeable  odour, 
but  evolves  practically  no  gas  when  heated,  and  contains  only  2  parts 
of  inorganic  matter  in  100,000.  On  the  other  hand,  it  contains  a  large 
quantity  of  organic  matter,  which  forms  a  syrupy  residue  when  the 
watei*  is  evaporated. 

The  water  of  Azer-Panas,  near  Chevas,  is  quite  different.  Tt  is  hot 
when  it  issues  from  the  spring,  limpid,  odourless,  and  has  a  very 
slight  saline  taste.  When  heated  it  becomes  turbid,  and  evolves  a 
large  number  of  small  bubbles  of  nitrogen.  The  water  contains 
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chlorides,  but  no  sulphates,  and  only  traces  of  calcium ;  the  total 
weight  of  sodium  and  calcium  chlorides  does  not  exceed  T4  grains  per 
litre. 

The  rocks  at  the  spring  of  Azer-Panas  are  covered  with  greyish- 
white,  earthy,  vesicular  concretions,  of  sp.  gr.  2,1.  They  contain 
white,  superposed  scales,  in  which  are  small,  black  dendrites.  The 
concretions  are  only  slightly  attacked  by  hydrochloric  acid,  even  after 
several  months.  They  contain  Si02  9P8  ;  H,0  7*5;  Sn02  05  ; 
Fe203  02  ;  A1203  traces  =  lOO'O.  The  stannic  oxide  doubtless  forms 
the  black  dendrites,  and  this  is  the  first  instance  of  a  tin  mineral 
in  process  of  formation  in  a  modern  spring.  C.  H.  B. 


Organic  Chemistry. 


Melamine.  By  B.  Rathke  (Tier.,  23,  1675). — Melamine , 

CsN3(NH2)3,  is  obtained  by  heating  pure  melam,  C6N6(NH2)4iTN7H,  at 
130°,  with  a  30  per  cent,  solution  of  ammonia  ;  on  evaporating  to 
dryness  and  treating  with  water,  the  melamine  dissolves;  the  residue 
consists  of  ammeline,  which  is  simultaneously  formed.  J.  B.  T. 


Synthesis  of  Ammeline  and  Cyanuric  Acid.  By  E.  Bamberger 
( Ber .,  23,  1856 — 1869). — The  formation  of  ammeline  from  dicyano- 
diamide  and  cyanic  acid  is  explained  by  assuming  that  cyanognanyl- 
carbamide,  CN'NH‘C(NH)’NH-CO*NH2,  is  first  formed,  and  that,  by 
the  transference  of  a  hydrogen-atom  it  changes  spontaneously  into 


the  ammeline  ring, 


HN< 


C(NH)*N  H 
CO - NH 


>c:nh. 


This  is  in  agreement 


with  the  conclusions  of  Smolka  and  Friedrich  (compare  this  vol.’ 
p.  850),  but  not  with  those  of  Rathke  (compare  Abstr.,  1886,  217), 
who  refers  all  the  additive  properties  of  dicyanodiamide  to  the 
influence  of  the  cyanide  radicle,  while  the  author  assumes  that  this 
group  only  reacts  in  the  case  of  compounds  formed  with  water, 
hydrogen  sulphide,  and  ammonia,  the  substances  obtained  by  the 
addition  of  cyanic  acid  or  tliiocyanic  acid  being  produced  by  inter¬ 
action  with  the  amido-group.  The  combination  of  carbonic  anhydrido 


and  dicyanodiamide  to  form  melanurenic  acid,  NH<( 


COSH 

CONH 


>c:nh, 


also  belongs  to  the  second  class.  In  a  similar  manner,  the  reactions 
of  cyanamide  maybe  separattd  into  two  divisions;  accordingly  the 
compound  obtained  from  cyanamide  and  cyanic  acid  should  be  repre¬ 
sented  as  cyanocarbamide,  NHjCO'lS’H-CN,  and  not  as  amidodicyanic 
NH 

acid,  CO<NH>C:NB,  as  hitherto;  its  properties,  and  formation 


from  dicyanodiamide  by  the  action  of  barium  hydroxide,  being  in  agree¬ 
ment  with  this  theory.  The  polymerisation  of  cyanoamide  to  form 
dicyanodiamide  may  be  represented  as  being  strictly  analogous  to  the 
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aldol  condensation,  and  to  the  formation  of  imidoacetjl  methyl 
cyanide  from  methyl  cyanide ;  the  same  relation  is  observed  during 
the  further  changes  into  cyanoncetone  and  cyanocarbamide  (amido- 
dicyanic  acid)  respectively'.  In  a  similar  manner,  melamine, 


NH< 


C(NH)-KII 

C(NH)-NH 


>c:xh. 


is  produced  from  dicyanodiamide  by  a  second  condensation  with 
eyanamide,  the  hypothetical  intermediate  product  being  cyanobi- 
guanide,  NHrC(NH)-XHC(NH)-NH-CX. 

In  addition  to  the  methods  already  known,  ammeline  may  be  pre¬ 
pared  by  heating  dicyanodiamide  with  finely  powdered,  anhydrous 
potassium  cyanate,  at  200 — 205°,  for  about  20  minutes;  when  cold, 
the  product  is  dissolved  in  boiling  water  oontaining  a  little  sodium 
hydroxide,  and  the  ammeline  precipitated  with  acetic  acid.  On  evapo¬ 
ration  of  the  mother  liquor,  a  second  portion  of  ammeline  is  obtained; 
this  is  removed,  and  the  liquid  further  concentrated  and  treated  with 
dilute  sulphuric  acid,  when  crystals  of  melamine  sulphate  separate  ; 
the  yield  of  ammeline  is  100  per  cent:  of  the  dicyanodiamide 
employed. 

Cy'anuric  acid  may  be  prepared  by'  heating  together  equal  parts  of 
biuret  and  etliyd  carbamate  for  two  hours  at  160 — 17(P;  a  considerable 
evolution  of  ammonia  occurs,  and  the  product  when  dissolved  in  hot 
water,  y'ields  pure  cyanuric  acid  on  cooling.  Potassium  cyan- 
nrate  is  obtained  on  substituting  potassium  cyanate  for  the  ethyd 
carbamate  in  the  above  reaction.  For  this  purpose  a  mixture  of  biuret 
with  potassium  cyanate  in  molecular  proportion  is  heated  at  130' ; 
the  reaction  is  somewhat  violent;  the  potassium  salt  ciystallises  out 
on  treating  the  product  with  hot  water. 

These  syntheses  of  cyanuric  acid  are  represented  as  being  com¬ 
pletely  analogous  to  the  formation  of  ammeline,  and,  in  the  author's 
opinion,  they  afford  a  further  proof  of  the  correctness  of  this  con¬ 
densation  theory.  J.  B.  T. 


Stereochemistry  of  Ethane  Derivatives.  By  K.  Acwers  and 
V.  Meyer  ( Ber .,  23,  207b — 2083). — The  recent  researches  of  Beth- 
matin,  Graebe,  and  Baeyer  have  confirmed  the  conclusion  previously 
arrived  at  by  the  authors,  namely,  that  in  certain  compounds  the 
singly- bound  carbon  atoms  are  not  capable  of  free  rotation. 

The  results  obtained  by  Bethmanu  and  Graebe  seem  to  indicate 
that  Wislicenus*  theory’  as  to  the  free  rotation  of  singly-bound  carbon 
atoms  must  be  limited  to  certain  cases  ;  absolutely  free  rotation  is 
probably  possible  only  when  the  substituting  atoms  or  groups  are 
identical ;  where,  as  is  the  case  in  the  majority  of  compounds,  the  atoms 
or  groups  are  not  identical,  there  will  be  some  definite  position  of  equili¬ 
brium  ;  only  in  cases  where  the  substituting  atoms  or  groups  are 
equally  negative  will  there  be  several  positions  of  equilibrium. 

F.  S.  K. 

Constitution  of  a-Dibromhydrin.  By  O.  Aschan  (Ber.,  23, 
1826 — 1831). — a-Dibromhy'drin  yields  bromodinitroniethane  and 
bromacetie  acid  on  oxidation  with  nitric  acid  of  sp.  gr.  1’48. 
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a-Dichlorliy drill  gives  the  corresponding  chlorinated-compounds. 

a-Dibromopropyl  acetate  is  prepared  by  heating  a-dibromhydrin 
with  acetic  anhydride  at  120°;  it  is  a  colourless  strongly  refractive 
liquid,  of  sp.  gr.  1'8248  at  1G°  ;  it  boils  at  227 — 228°,  and  undergoes 
decomposition  on  exposure  to  light,  a/3 -Dibromopropyl  acetate  is 
obtained  in  a  manner  similar  to  the  a-compound,  which  it  closely 
resembles.;  it  boils  at  227 — 228°,  and  has  a  sp.  gr.  of  1‘8281  at  1G°. 

The  author  considers  that  his  results  prove  the  correctness  of  the 
generally  accepted  formula  for  a-dibromohydrin.  J.  B.  T. 

Atomic  Re-arrangement  of  Allyl  Compounds.  By  0.  Aschan 
( Ber 23,  1831 — 1839). — a- Dibrom hydrin,  on  distillation,  decom¬ 
poses  into  epibromhydrin,  allyl  aldehyde,  and  hydrobromic  acid. 
Allyl  alcohol  and  epibromhydrin  are  formed  by  the  action  of  sodium 
on  a-dibromhydrin  or  a-dibromopropyl  acetate.  The  author  explains 
these  observations  by  assuming  that  the  changes  take  place  according 
to  the  following  equations  : — 

CHaBrCH(OH)-CHsBr  +  Na  =  CH2BrCH<?  +  NaBr  +  H. 

The  remaining  atom  of  bromine  is  then  eliminated  in  a  similar 
manner  by  the  action  of  a  second  atom  of  sodium,  giving  the  com¬ 
pound  from  which  allyl  aldehyde,  CH2!CH>CHO,  is 

formed  by  re-arrangement,  and  this  is  then  reduced  to  allyl  alcohol 
by  the  hydrogen  liberated  in  the  previous  stages.  J.  B.  T. 

Greater  or  Less  Rotation  (Multi-Rotation)  of  Sugars.  By 
TC.  Parc  US  and  B.  Tollens  (Annalen,  257,  1G0 — 178). — The  authors 
propose  to  employ  the  term  “multi-rotation”  to  denote  the  change 
(increase  or  decrease)  of  rotatory  power  which  takes  place  in  a  sugar 
solution,  from  immediately  after  its  preparation  in  the  cold  until  con¬ 
stant  rotation  is  attained  ;  a  sugar  solution,  the  rotatory  power  of 
which  increases  on  keeping,  may  be  said  to  show  “greater  rotation,” 
when  the  opposite  is  the  case  “less  rotation.” 

A  number  of  sugars  have  been  examined  in  order  to  obtain  more 
exact  knowdedge  of  the  phenomenon  of  multi-rotation,  special  pains 
liaviug  been  taken  to  determine  the  rotatory  power  as  soon  as  possible 
after  solution  ;  the  observations  were  made  at  20°,  and  the  solutions 
employed  contained  about  10  per  cent,  of  the  sugar.  From  the  data 
thus  obtained  the  authors  have,  in  the  case  of  each  sugar,  constructed 
a  curve,  the  ordinates  representing  the  change  of  rotation,  the  abscissae 
the  time  that  has  elapsed  since  solution  ;  the  form  of  the  curves  is,  ] 
generally  speaking,  very  regular,  and  the  values  obtained  for  constant  f; 
rotation  agree  very  well  on  the  whole  with  those  obtained  by  previous  [’ 
investigators.  The  experiments  also  show  that  dextrose  is  the  only 
sugar  that  shows  bi-rotation;  in  the  case  of  xylose,  the  proportion  !' 
between  the  initial  and  the  constant  specific  rotatory  power  is  rather  ' 
more  than  4  :  1,  whilst  in  the  case  of  arabinose  and  lactose  it  is  about  j 
8  •  5.  Galactose,  maltose,  and  levulose  were  also  examined. 

F.  S.  K.  i  j 
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Melitriose  and  Melibiose.  By  C.  Scheiblek  and  H.  Mittelmeii.r 
( Her .,  23,  143S — 1443;  compare  this  vol.,  p.  226). — In  the  prepara¬ 
tion  of  melibiose  by  the  hydrolysis  of  melitriose  with  sulphuric  acid, 
the  authors  have  observed  that  in  extracting  the  concentrated  syrup, 
previously  freed  from  acid,  with  absolute  alcohol,  not  only  levulose, 
but  also  considerable  quantities  of  melibiose,  pass  into  solution  ;  on 
cooling,  however,  the  alcoholic  extracts  deposit  the  greater  portion  of 
the  melibiose  as  a  colourless  powder,  free  from  levulose. 

Anhydrous,  amorphous  melibiose  has  the  composition  CidE^On, 
and  its  specific  rotatory  power  was  found  to  be  [a]D  =  126'SC  as  a 
mean  of  two  determinations. 

Melibiosephenylhydrazi)ie ,  C^HesO^X,  forms  yellow,  microscopic 
crystals,  melts  at  145°,  decomposes  at  1G0',  and  is  readily  soluble  in 
water,  but  only  sparingly  in  alcohol,  and  insoluble  in  ether,  benzene, 
and  chloroform ;  when  warmed  with  an  aqueous  solution  of  phenyl- 
hydrazine  acetate,  it  yields  phenylmelibiosozone.. 

Octacetylmelibiose ,  Ci2ldnOiiAc8,  prepared  by  boiling  melibiose  with 
acetic  anhydride  and  sodium  acetate,  crystallises  from  hot  alcohol  in 
small  needles,  melts  at  170 — 171°,  and  has  a  very  bitter  taste.  It  is 
almost  insoluble  in  cold  water,  and  only  sparingly  soluble  in  carbon 
bisulphide,  light  petroleum,  and  hot  water,  but  readily  in  chloroform, 
hot  alcohol,  glacial  acetic  acid,  and  benzene.  Its  specific  rotatory 
power  is  [cc]D  =  It  reduces  Fehling’s  solution  on  warming, 

and  dissolves  unchanged  in  phenylhydrazine. 

Undecylacetyl melitriose,  CisH^OiaAcu,  is  formed  when  melitriose  is 
boiled  with  acetic  anhydride  and  sodium  acetate.  It  separates  from 
alcohol  very  slowly  in  small  crystals,  has  a  bitter  taste,  and  is  readily 
soluble  in  alcohol,  ether,  phenylhydrazine,  aniline,  chloroform,  benzene, 
and  glacial  acetic  acid,  but  only  sparingly  in  carbon  bisulphide  and 
light  petroleum.  It  melts  at  99 — 101°,  does  not  reduce  Fehling’s 
solution,  and  its  specific  rotatory  power  is  [a]D  =  92‘2°. 

F.  S.  K. 

Carbohydrates.  By  A.  Wohl  ( Ber .,  23,  20S4— 2110).— In 
investigating  the  inversion  of  sugar  by  hydrofluoric  acid,  the  author 
found  that  the  inversion  in  concentrated  solutions  is  the  more  com¬ 
plete,  that  is  to  say,  the  maximum  levo-rotation  is  the  greater,  the 
smaller  the  quantity  of  acid  employed.  This  is  also  true  in  the  case 
of  other  mineral  acids,  and  it  was  found  that  for  each  acid  there  is, 
within  narrow  limits,  a  certain  concentration  which  is  dependent  on 
the  conditions  of  the  experiment  whereby  sugar,  even  in  SO  per  cent, 
solution,  can  be  almost  completely  inverted,  and  the  formation  of 
decomposition  products  minimised.  By  heating  pure  cane-sugar 
(SO  parts)  with  water  (20  parts)  containing  only  0  004  part  of  hydro¬ 
chloric  acid  for  an  hour  at  95 — 100°,  a  colourless  solution  of  pure 
inverted  sugar  (S4  parts)  is  obtained. 

Experiments  were  then  commenced  in  order  to  ascertain  the  cause 
of  the  seemingly  incomplete  inversion  of  sngar  in  concentrated  solu¬ 
tions.  For  this  purpose,  cane-sugar  (13  024  grams)  was  heated  at 
100°  for  half  an  hour  with  0‘04  per  cent,  hydrochloric  acid  (3  3  c.c.), 
in  a  closed  flask,  the  solution  being  then  diluted  to  lUO  c.c.,  kept  for 
24  hours,  and  examined  in  a  saccharimeter  (200  mm.  in  length),  at  a 
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temperature  of  20°;  tlie  observed  polarisation  was  —  12*0°,  from 
which  the  quantity  of  sugar  inverted  is  calculated  to  be  about  95  per 
cent.,  whilst  estimations  by  Allihn’s  method  gave  96  per  cent.  If  the 
solution  is  heated  for  more  than  half  an  hour,  both  its  polarisation  and 
its  reducing  power  are  diminished;  after  an  hour’s  heating,  for 
example,  the  polarisation  is  — 10'5°,  after  two  hours,  only  —  9  0°,  and 
in  the  last  case  the  solution  turns  yellow.  The  rotatory  and  reduc¬ 
ing  power  are  also  diminished  when  the  concentration  of  the  sugar 
solution  or  the  quantity  of  acid  employed  is  increased.  This  decrease 
of  levo-rotatory  power  is  due  to  the  fact  that  the  inverted  sugar, 
formed  in  concentrated  solutions,  is,  partially  at  least,  chemically 
different  from  that  obtained  by  the  inversion  of  dilute  solutions  ;  that 
this  difference  is  not  caused  by  a  partial  decomposition  of  the  levulose 
was  proved  by  special  experiments,  so  that  it  can  only  be  due  to  in¬ 
complete  inversion,  or  to  a  condensation  of  the  inverted  sugar  similar 
to  that  observed  by  Degner,  or  to  a  combination  of  the  two 
phenomena. 

Further  experiments  proved  that  a  solution  of  pure  inverted  sugar, 
prepared  from  pure  levulose  and  pure  dextrose,  shows  the  same 
behaviour  with  hydrochloric  acid  as  the  solution  of  inverted  sugar 
obtained  from  cane-sugar,  and,  therefore,  the  diminution  in  rotatory 
and  reducing  power  is  in  both  cases  due  to  the  same  cause;  it  was 
also  found  that  the  condensation  of  inverted  sugar  is  principally  the 
effect  of  the  action  of  the  acid,  not  of  that  of  the  water. 

It  follows,  therefore,  that  the  inversion  of  sugar  in  concentrated 
solutions  is  not  really  incomplete,  but  is  accompanied  by  a  condensa¬ 
tion  process  of  an  opposite  kind,  brought  about  by  the  acid  employed. 

When  a  concentrated  solution  of  dextrose  is  heated  with  a  small 
quantity  of  hydrochloric  acid  under  conditions  similar  to  those  em¬ 
ployed  in  the  case  of  the  inverted  sugar,  no  appreciable  effect  is 
produced,  but  the  rotatory  and  reducing  power  of  a  solution  of 
levulose  are  considerably  diminished,  and  to  about  the  same  extent  as 
is  the  case  with  a  solution  of  inverted  sugar  ;  hence  the  condensation 
of  inverted  sugar  is  a  condensation  of  levulose  alone. 

When  levnlose  (13*7  grams)  is  heated  at  100°  for  an  hour  with 
0T36  per  cent,  hydrochloric  acid  (0'25  c.c.),  the  mixture  then  dis¬ 
solved  in  warm  alcohol  (50  c.c.).  and  kept  for  12  hours,  a  dextrin¬ 
like  substance  is  deposited  which,  after  having  been  washed 
with  cold,  and  redissolved  in  warm,  alcohol,  is  obtained  as  a  colour¬ 
less,  very  hygroscopic  powder.  The  rotatory  power  of  this  substance 
is  about  one-half,  and  its  reducing  power  less  than  one-third  that  of 
levulose  ;  it  is  probably  a  mixture  of  various  dehydration  products, 
and  when  its  dilute  solution  is  heated  with  hydrochloric  acid  it  is 
slowly  reconverted  into  levulose. 

Dextrin-like  products  are  also  formed  when  an  80  per  cent,  solution 
of  dextrose  is  heated  at  105°  with  moderately  concentrated  (0'05  to 
TO  per  cent.)  hydrochloric  acid. 

The  above  experiments  prove  that  the  hydrolytic  decomposition  of 
di-  and  poly-saccharoses  is  not  a  simple  change,  but  that  the  inverting 
action  of  the  acid  is  accompanied  by  a  reverting  action,  which  trans¬ 
forms  the  simple  glucoses  into  dextrin-like  substances. 
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When  sugar,  in  80  per  cent,  aqueous  solution,  is  lieated  at  100° 
with  0  005  per  cent,  of  hydrochloric  acid,  the  maximum  levo-rotation 
(  — 12'35°)  is  attained  in  about  35  minutes,  the  solution  being  then 
perfectly  colourless  ;  on  further  heating,  however,  the  rotation 
gradually  diminishes,  and  after  two  haul’s  from  the  commencement  of 
the  experiment  it  is  only  — 10‘15°,  and  the  solution  has  become  dis¬ 
tinctly  yellow.  The  maximum  levo-rotation,  which  corresponds  very 
closely  with  the  maximum  reducing  power,  shows  the  point  at  which 
the  subsequent  inversion  in  the  unit  of  time  is  exactly  counter¬ 
balanced  by  the  reversion  which  takes  place.  It  is  not,  therefore,  the 
point  of  complete  inversion  in  the  sense  that  no  unchanged  sugar 
remains,  although  the  quantity  of  the  latter,  under  the  dominating 
conditions,  is  extremely  small;  the  apparent  inversion  at  this  point, 
ascertained  by  estimating  the  reducing  power,  is  95’S  percent.,  but  as 
that  portion  of  the  inverted  sugar  which  has  already  undergone 
reversion,  has  a  far  smaller  reducing  power  than  that  which  has  not, 
the  quantity  of  changed  and  unchanged  inverted  sugar  together,  must 
be  considerably  greater  than  appears  from  the  reducing  power,  and 
the  quantity  of  cane-sugar  correspondingly  less.  Considering  also  that 
the  reducing  power  of  a  solution  of  a  mixture  of  equal  parts  of  pure 
levulose  and  pure  dextrose  undergoes  approximately  the  same  diminu¬ 
tion  in  the  same  time,  there  can  be  only  an  extremely  small  quantity 
of  reverted  sugar  present  in  the  above  solution.  That  the  reversion 
lias  not  proceeded  very  far,  and  that  the  produet  thereof  is  closely 
allied  to  levulose  is  also  proved  by  the  fact  that  the  concentrated 
solution  is  almost  colourless,  and  that  on  subsequent  inversion  in 
dilute  solution  it  attains  almost  the  theoretical  levo-rotation. 

The  maximum  levo-rotation,  either  of  a  dilute  or  concentrated 
solution,  shows,  therefore,  the  point  of  relatively  most  complete 
inversion,  that  is  to  say,  at  this  point  the  quantity  of  unchanged 
inverted  sugar  has  reached  its  maximum  for  the  degree  of  concentra¬ 
tion  in  question. 

Since  then  it  has  been  sliown  that  decomposition  does  not  neces¬ 
sarily  accompany  the  inversion  of  concentrated  sugar  solutions  by 
mineral  acids,  but  is  simply  the  effect  due  to  excess  of  acid  being 
used  :  if  such  excess  is  avoided  by  adjusting  the  quantity  of  acid 
according  to  the  percentage  of  ash  contained  in  the  sugar,  the  com¬ 
pleteness  of  inversion  will  no  louger  be  dependent  on  any  particular 
concentration  of  the  solution.  That  this  has  not  been  previously 
observed  is  probably  due  to  the  fact  that  in  the  case  of  hydrochloric 
acid — the  acid  which  is  most  used  for  inversion  experiments — the 
quantity  which  is  exactly  requisite  is  very  nearly  the  same  as  the 
quantity  which  is  just  within  the  extreme  limit  permissible.  For 
example,  in  order  to  convert  pure  sugar  into  colourless,  inverted 
sugar,  by  heating  its  solution  for  half  an  hour  at  95°,  the  amount  of 
hydrochloric  acid  employed  should  be,  at  the  most,  0  01  per  cent,  of 
the  sugar;  if  the  quantity  is  below  the  limit,  the  inversion  is  greatly 
and  disproportionately  retarded,  and  if  the  limit  is  exceeded,  the 
solution  quickly  turns  yellow,  and  the  product  is  useless. 

Preparation  of  Levulose. — A  very  small  quantity  (O'Ol  percent.)  of 
hydrochloric  acid  is  sullicient  to  convert  pure  inulin,  free  from  ash,  into 
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levulose;  in  the  case  of  inulin  that  contains  up  to  0'2  per  cent,  of 
ash,  the  percentage  of  acid  employed  is  about  one-half  the  percentage 
of  ash  ;  when  the  ash  amounts  to  0’2  to  0‘4  per  cent.,  the  percentage 
of  hydrochloric  acid  is  about  two-fifths  the  percentage  of  ash  ;  further 
purification  of  commercial  inulin  is  unnecessary  when  the  ash  does  not 
exceed  0‘4  per  cent. 

The  necessary  quantity  of  hydrochloric  acid,  calculated  from  the  ash, 
and  water  (50  c.c.),  are  placed  in  a  flask  of  500  c.c.  capacity  ;  com¬ 
mercial  inulin  (200  grams)  is  then  introduced,  and  the  flask  is  heated 
in  boiling  water  for  half  an  hour,  starting  from  the  time  when  the 
whole  mass  begins  to  soften;  the  acid  is  then  neutralised  with  a  slight 
excess  of  calcium  carbonate,  or  with  the  calculated  quantity  of  sodium 
hydrogen  carbonate,  the  syrup  poured  into  a  litre  of  warm  (com¬ 
mercial)  absolute  alcohol,  a  little  blood-charcoal  thrown  in,  the  solu¬ 
tion  kept  for  12  hours,  decanted  from  the  small  quautity  of  syrup,  and 
filtered.  The  filtrate,  evaporated  under  reduced  pressure,  at  a 
gentle  heat,  until  it  attains  the  consistency  of  a  thick  syrup,  is  then 
mixed  with  absolute  alcohol  (3  to  4  parts),  kept  for  12  hours,  and  the 
solution  decanted  ;  if  a  crystal  of  levulo.se  is  now  introduced  into  the 
clear  solution,  and  crystallisation  promoted  by  rubbing,  pure  anhydr¬ 
ous  levulose,  equal  in  weight  to  one-third  of  the  syrup,  is  deposited  in 
24  hours  ;  after  three  days’ time,  a  second  crop  of  crystals  is  deposited, 
and  further  quantities  can  be  obtained  by  evaporating  the  mother 
liquors  at  a  gentle  heat. 

The  hydrolytic  decomposition  of  sugars  in  concentrated  solution, 
by  the  minimum  quantity  of  acid,  which  must  be  separately  deter¬ 
mined  for  each  sugar,  the  percentage  of  ash  being  taken  into  con¬ 
sideration,  will  probably  be  found  to  be  the  most  convenient  and 
rapid  method  for  the  preparation  of  other  glucoses.  Under  suitable 
conditions,  the  reversion  which  occurs  in  the  hydrolysis  of  concen¬ 
trated  solutions  is  less  than  that  which  takes  place  in  the  evaporation 
of  dilute  solutions  to  the  same  degree  of  concentration.  Hydrochloric 
acid  should  be  employed  for  the  purer  materials,  as  the  quantity 
necessary  is  generally  so  small  that,  as  free  acid,  sodium  chloride  or 
calcium  chloride,  it  does  not  affect  the  purity  of  the  product  to  any 
appreciable  extent.  For  substances  richer  in  ash,  sulphuric  acid 
is  used,  when  the  product  is  to  be  purified  by  solution  in  alcohol  ; 
and  hydrofluoric  acid,  when  the  product  can  only  be  crystallised  from 
water,  the  acid  being  eliminated,  after  hydrolysis,  by  means  of 
calcium  carbonate.  F.  S.  K. 

A  New  Crystalline  Carbohydrate.  By  A.  v.  Planta  and  E. 
Schulze  ( Tier .,  23,  1692 — 1G99). — The  carbohydrate  here  described 
occuis  in  the  roots  of  Stachys  tuberifera ,  and  is  isolated  by  pressing 
the  tubercles,  extracting  with  water,  and  precipitating  the  liquid 
thus  obtained  with  lead  acetate  and  mercuric  nitrate  successively,  the 
excess  of  lead  and  mercury  being  removed  by  sulphuretted  hydro¬ 
gen.  The  solution,  after  being  neutralised  with  ammonia,  is  evapo¬ 
rated  to  a  thin  syrup  and  poured  into  alcohol,  when  a  dark-coloured 
syrup  is  precipitated,  which  is  dissolved  in  water,  and  phosphotungstic 
acid  added  as  loug  as  a  precipitate  falls.  The  filtrate  is  then  treated 
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'with  baryta- water,  again  filtered,  and  carbonic  anhydride  passed,  the 
precipitated  barium  carbonate  separated,  and  the  liquid  evaporated 
to  a  small  volume,  and  poured  into  absolute  alcohol.  After  redis¬ 
solving  in  water,  and  precipitating  with  alcohol  several  times,  the 
aqueous  syrup  was  finally  poured  into  such  a  quantity  of  alcohol  that 
alter  the  addition  of  the  syrup  !>  per  cent,  of  water  was  present. 
Part  of  the  carbohydrate  separates  at  once,  and  the  filtrate  on 
remaining  for  some  time  deposits  a  further  quantity  in  hard,  lustrous 
crystals.  These  may  also  be  obtained  by  boiling  the  amorphous 
compound  with  90  per  cent,  alcohol,  and  allowing  the  solution 
to  remain. 

The  carbohydrate,  for  which  the  authors  propose  the  name 
stachyose,  has  a  slightly  sweet  taste,  and  forms  a  neutral  solution, 
which  rotates  the  plane  of  polarisation  to  the  right  ([a]n  —  148*1  in 
9  per  cent,  solution).  Its  formula  appears  to  be  CisH320i6  -f-  3PLO, 
the  water  of  crystallisation  being  given  off  at  103— 104°,  whilst  at 
110 — 115°  decomposition  commences.  It  forms  asymmetric  (?) 
crystals  (x  =  88°  41  A,  ft  =  90°  324',  7  =  io3°  43|\  a  :b:c  = 
0*7848  r  1  :  ?). 

One  of  the  products  of  inversion  is  galactose,  the  quantity  of  the 
latter  formed  being  apparently  equal  to  one-half  that  of  the  stachyose, 
and  on  oxidation  with  nitric  acid  it  yields  mucic  acid. 

Of  the  three  compounds  already  known  having  the  composition 
CjgH^Oie,  namely  melitose  or  rafhnose,  gentianose,  and  lactosine, 
the  last  is  the  one  with  which  stachyose  appears  to  be  most  nearly 
related.  H.  G.  C. 

Products  of  the  Saccharification  of  Amylaceous  Substances 
by  Acids.  By  G.  Flourexs  (Compt.  rend.,  110,  I2u4 — 12u6). — The 
constancy  of  the  coefficient  c,  representing  the  rotatory  power  of 
dextrin  relatively  to  saccharose,  shows  that  only  one  dextrin  is  pro¬ 
duced,  as  Payen  supposed,  and  this  is  distinguished  by  its  very  high 
rotatory  power,  which  approaches  that  of  soluble  starch.  The  con¬ 
stancy  of  this  coefficient  at  diffei*ent  stages  of  saccharification  shows 
that  no  maltose  is  formed.  The  results  of  chemical  and  optical 
examinations  are  in  perfect  agreement. 

In  industrial  operations,  the  quantities  of  acid  used  are  much 
smaller  than  those  used  in  the  laboratory  to  produce  complete  saccha¬ 
rification,  and  beyond  a  certain  limit,  at  which  75  to  80  per  cent,  of 
the  amylaceous  matter  has  been  converted  into  glucose,  the  results  of 
the  two  methods  of  examination  do  not  correspond.  The  coefficient  c 
gradually  diminishes,  owing  to  decomposition  and  production  of 
caramel.  C.  H.  B. 

Geometrically  Isomeric  Nitrogen  Compounds.  By  C.  Wili.- 
GEKODT  {J . pr.  Chem.  [2],  42,  63 — 64). — This  paper  consists  of  further 
remarks  on  Hantzseh  and  Werner’s  paper  on  the  subject  (this  vol., 
p.  34S ;  compare,  also,  this  vol.,  p.  576).  A.  G.  B. 

Derivatives  of  Propylamine.  By  W.  E.  Lauer  {Chem.  Cenir ., 
1890,  i,  899  ;  from  Inaug.  Diss.,  Berlin). — 7 •llydroxypropylphihalvmidc, 
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C6H1<cq>X-C3H6-OH,  prepared  from  bromopropylphthalimide  by 

the  action  of  potassium  hydroxide,  melts  at  50 — 51°.  7- Thiocyano - 

prcrpylphthalimide,  CsHiiCA.N'CsHVC-XS,  prepared  from  bromo¬ 
propylphthalimide  by  the  action  of  potassium  thiocyanate,  melts  at 
95° ;  by  the  action  of  potash  it  is  resolved  into  the  compound 
C..,H24KN2S206,  potassium  cyanate,  potassium  cyanide,  and  water. 
The  white,  crystalline  substance  melts  at  1 30 and  has  the  constitu¬ 
tion  S2(aH6-NH-CO-C6H4-COOH)2.  By  the  action  of'  dilute  hydro¬ 
chloric  acid  on  potassium  di-7-propyldisulpkide  diphthalamate,  the 
free  acid  is  obtained. 

When  heated  with  concentrated  hydrochloric  acid  at  200°,  the  di¬ 
sulphide  is  resolved  into  dipropylamido-y-disulphide, 

S2(C3HAtH2)2,2HC1, 

melting  at  218 — 219°,  and  phthalic  acid.  The  picrate  of  the  former 
melts  at  145 — 146°. 

y-B  row  opr  op  yl  amine  hydrobromide  reacts  with  silver  sulphate,  form¬ 
ing  y-amidopropylsulphuric  acid ,  NH2-CH2-CH2*CII2‘HS04j  melting 
at  221°.  This  has  a  neutral  reaction,  and  it  is,  therefore,  probable  that 
the  sulphuryl  radical  is  combined  with  the  amide  radical. 

From  the  same  bromo-compound  the  following  substances  are  ob¬ 
tained.  (1.)  Bromopropyltliiocarbamide,  NH2,CS‘NH,C3H6Br,  is  pre¬ 
pared  by  the  action  of  potassium  thiocyanate,  it  melts  at  127°  , 
triiuethylenepseudothiocarbamide,  melting  at  127°,  obtained  from  the 
latter  by  separation  of  hydrogen  bromide,  (2.)  Trimethylenepsendo- 
carbamide,  melting  at  199°,  is  obtained  by  the  action  of  potassium 

C  Ho*S 

cyanate.  (3.)  /t-Mercaptopenthiazoline,  CH2<^£^- ^>C-SH,  ob¬ 
tained  by  the  action  of  carbon  bisulphide,  melts  at  132°.  It  is 
oxidised  by  bromine-water  to  7 -amidopropylsulphonic acid,  which  melts 
above  300°.  J.  W.  L. 


Action  of  Amines  on  Diketopentamethylene-derivatives. 


By  W.  H.  Ixce  (Ber.,  23,  1478—1483). 
,  ,  .  .  „TT  .CHCbClNPh 

of  the  constitution  CH2<_  1 

Oxio  — C/.iN  r  h 


— The  hydrochloride  of  a  base 
is  precipitated  in  blood-red, 


microscopic  needles,  when  the  sodium-derivative  of  1  .  2-diketo- 
chloropentaraethylerie  is  treated  with  aniline  in  dilute  acetic  acid 
solution,  and  the  acetate  thus  produced  is  decomposed  with  hydro¬ 
chloric  acid.  It  crystallises  from  boiling  alcohol  in  dark-red  plates, 
melts  at  142°  with  decomposition,  and  is  moderately  easily  soluble  in 
alcohol,  acetone,  and  acetic  acid,  but  almost  insoluble  in  water, 
benzene,  chloroform,  and  dilute  mineral  acids;  it  is  only  slowly 
decomposed  by  alkalis,  is  not  changed  by  boiling  concentrated  hydro¬ 
chloric  acid,  and  has  the  composition  Ci-H1s'N2C1,HC1  +  H20.  The 
free  base,  obtained  by  decomposing  the  salt  with  soda,  is  a  yellow, 
semi-crystalline-compound,  which  begins  to  turn  brown  at  120°,  and 
melts  at  129°  with  decomposition;  it  gradually  turns  red  on  exposure 
to  the  air,  and  it  yields  a  reddish-violet  sulphate. 

The  salt ,  Ci9HigX2Cl,2C2H402,  separates  in  yellowish-red  crystals, 
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when  the  sodium-derivative  of  1  .  2-diketochloropentamethylene  is 
treated  with  paratoluidinc  in  acetic  acid  solution.  It  melts  at  about 
160°  with  decomposition,  and  is  readil}’  soluble  in  alcohol,  ether,  and 
chloroform,  but  only  moderately  easily  in  acetic  acid.  The  hydro¬ 
chloride ,  CisHijNjCI.HCI,  separates  from  alcohol,  in  which  it  is  readily 
soluble,  in  reddish- violet  crystals,  and  decomposes  at  about  130°. 
The  free  base  crystallises  from  ether  in  long,  yellowish  needles,  melting 
at  135°  with  decomposition. 

A  base  of  the  composition,  Ci2H)2C1NO,  is  precipitated  as  an  oil 
when  the  sodium-derivative  of  1 . 2-diketoehloropentametliylene  is 
added  to  a  concentrated,  neutral  solution  of  methydaniline  hydro¬ 
chloride.  It  separates  from  alcohol  in  yellow  ciystals  which  melt 
at  126 — 127°;  the  hydrochloride  is  readily  soluble,  but  the  plativo- 
chloride  can  be  precipitated  directly.  A  crystalline  base ,  melting  at 
153°,  can  be  obtained  with  metliylamine  in  like  manner,  but  in  the 
case  of  ethylamine  and  dimethylamine  no  definite  product  could  be 
isolated. 

The  acetate  of  a  base  separates  in  microscopic  ciystals  when 
1 . 3-diketochloropentamethylene  is  treated  with  aniline  in  acetic  acid 
solution.  It  melts  at  190°  with  decomposition,  and  is  soluble  in 
acetone  and  dilute  acids,  but  insoluble  in  ether;  it  is  slowly  decom¬ 
posed  by  soda,  and  quickly  by  concentrated  hydrochloric  acid. 

The  crystalline  salt,  C19H16CI2X2,C2H402.  obtained  from  1 . 3-diketo- 
cliloropentamethylene  and  paratoluidine  in  like  manner,  melts  at 
150°  with  decomposition;  the  free  base  is  a  yellow  powder  almost 
insoluble  in  ether.  F.  S.  K. 


Breaking  the  Pentamethylene  Bing.  By  A.  Hantzsch  ( Ber .,  23, 
14S3 — 14S9). — Ince’s  investigations  (preceding  abstract)  have  shown 
that  the  derivatives  of  the  diketopentamethylenes behave  like  diketones 
with  amines  and  with  amido-compounds  ;  it  is  nevertheless  probable 
that,  under  the  influence  of  water  or  alkalis  these  pentametlylene- 
compounds  are  converted  into  o|>en-cliain-dei ivatives,  which  are 
reconverted  into  pentainethylene-derivatives  when  they  separate  from 
their  solutions.  The  sodium-derivative  of  1 . 2-diketochloropenta- 
metliylene,  for  example,  which  is  an  intensely  yellow,  solid  compound, 
gives  colourless,  neutral  solutions  ;  this  phenomena  maybe  explained 


by  assuming  that  the  solid  has  the  constitution  CH2<(^q^q>CO 

cci:c(oav) 

or  OH2<(  i  ,  but  that  in  solution  it  exists  as  the  true  sodium 


salt  of  the  aldehyde  acid,  COOH-CHCl'CHyCIB’CHO.  Some  obser¬ 
vations  which  were  made  by  Ostwald,  whilst  engaged  in  measuring 
the  electrical  conductivity  of  these  compounds,  lend  probability  to 
this  view. 


Tri-  and  tetra-chlorodiketopentamethyleneliydroxycarboxylic  acids 
both  behave  like  true  dicarboxylic  acids,  a  fact  which  can  be  explained 
only  by  assuming  that  in  aqueous  solution  and  in  their  salts  thev 
have  the  constitution  COOH-CO-CHOl-C(OH)(COOH)-CHCl,  anil 
COOH-CO-CCl2-C(OH;(COOH)-CHCl,  respectively. 
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1 . 3-Diketodichloropentamethylene,  under  the  influence  of  alkalis, 
is  probably  converted  into  the  salt  of  the  ketone  acid 

COOH-CH,-CH2-CO*CHCl*, 

just  as  dichlorodiketohydrindene  is  converted  into  salts  of  dichloro- 
acetopkenonecarboxylic  acid  (compare  Zincke,  Abstr.,  1888,  1192). 

F.  S.  K. 

r  Formaldehyde.  By  K.  Kraut,  W.  Escfiweiler,  and  G.  Grossjiann 
( Annalen ,  258,  95—110). — Crude  formaldehyde,  prepared  from 
sodium  hydroxymethylsulphonate,  contains  about  0'04  to  0'07  per 
cent,  of  formic  acid  and  considerable  quantities  of  methyl  alcohol,  but 
it  can  be  obtained  free  from  these  impurities  by  first  shaking  with 
calcium  carbonate  and  then  fractionating;  the  methyl  alcohol  accu¬ 
mulates  in  the  lower  boiling  (80 — 90°)  fractions,  whilst  the  highest 
boiling  (98’5  — 99°)  fractions  consist  of  pure  aqueous  formaldehyde. 
This  solution  can  be  concentrated  by  distillation  over  calcium  car¬ 
bonate  until  it  contains  52 ‘4  per  cent,  of  formaldehyde,  but  a  stronger 
solution  cannot  be  obtained  owing  to  polymerisation. 

The  authors’  experiments  seem  to  show  that  oxymethylene  dissolves 
unchanged  in  water,  and  then  gradually  becomes  converted  into  form¬ 
aldehyde,  this  change  taking  place  more  quickly  in  warm  dilute  than  in 
cold  concentrated  solutions.  Determinations  of  the  molecular  weight 
of  formaldehyde  in  aqueous  solution  gave  results  which  show,  as  did 
those  obtained  by  Tollens  (Abstr.,  1888,  809),  that  a  freshly  prepared 
solution  of  formaldehyde,  diluted  with  cold  water,  contains  a 
substance,  the  molecular  weight  of  which  is  higher  than  that  of  the 
aldehyde. 

Sodium  hydroxymethylenesulplionate  (formaldehyde  sodium  hydrogen 
sulphite ),  CH20,NalI>S03  +  H20,  is  deposited  in  well-defined,  trans¬ 
parent  plates,  a  :  h  :  c  =  1*7750  :  1  :  06251,  ft  =  68°  1',  when  an 
aqueous  solution  of  formaldehyde,  or  when  solid  oxymethylene  is 
treated  with  a  concentrated  solution  of  sodium  hydrogen  sulphite, 
and  the  salt  precipitated  with  alcohol.  It  loses  l  mol.  H20  over 
sulphuric  acid,  is  decomposed  by  boiling  water,  and  is  readily  soluble 
in  water  and  methyl  alcohol,  but  only  very  sparingly  in  ethyl 
alcohol.  The  potassium  salt,  obtained  in  like  manner,  forms  large 
anhydrous  plates,  and  also  moaosymmetric  crystals, 

a:b  :c  =  2*8400  :  1  :  1*0368,  ft  =  81°  47§', 

which  rapidly  effloresce. 

Methylenedipiperidine,  CnH22N:>,  is  formed  when  piperidine  is  added 
to  an  aqueous  solution  of  sodium  hydroxy methylsulphonate  ;  it  boils 
at  234 — 235*5°,  and  is  decomposed  by  hydrochloric  acid.  Methylene- 
dibenzamide  (hipparaffin),  Ci5HuN202,  melts  at  220°.  F.  S.  K. 

Action  of  Hydrogen  Sulphide  on  Aldehydes.  By  E.  Baumann 
(Ber.,  23,  1869 — 1876;  compare  this  vol.,  p.  477). — A  neutral  solu¬ 
tion  of  formaldehyde  is  well  cooled  and  saturated  with  hydrogen 
sulphide  ;  a  colourless  liquid  is  obtained,  from  which  a  voluminous 
crystalline  precipitate  is  deposited  on  the  addition  of  an  equal  bulk  of 
hydrochloric  acid  (5  per  cent.)  ;  the  substance  is  washed  with  water, 
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and  treated  with  a  saturated  alcoholic  solution  of  iodine,  a  resinous 

S'CH  *S 

mass  is  formed,  from  which  trimethylene  tctrasulphide,  CH2<(g.g  •  CH^ 

is  extracted  by  repeatedly  boiling  with  alcohol;  it  crystallises  in 
colourless  needles  melting  at  83 — St°.  This  compound  is  derived 
from  dithiomethylenemercaptan,  SH-CHvS-CHvS'CHyS EL  The 
resinous  mass  remaining  after  the  removal  of  the  tetrasulphide  is  in¬ 
soluble  in  all  media  ;  it  may  be  purified  by  treatment  with  alcohol, 
and  melts  at  135 — 137°.  Dimefhyldimethylenetrisulphone , 

SO.(CH3-SO,Me)3, 


is  prepared  by  treating  formaldehyde  with  hydrogen  sulphide  and 
extracting  the  solution  with  ether ;  the  residue,  obtained  after 
evaporating  the  ether,  is  dissolved  in  dilute  aqueous  soda  and  treated 
with  excess  of  methyl  iodide;  a  mixture  of  tbioethers  is  thus  formed, 
which  cannot  be  separated  without  their  undergoing  decomposition  ; 
the  oily  liquid  is  treated  with  an  acid  solution  of  potassium  perman¬ 
ganate,  and,  on  evaporating  the  solution,  the  trisnlphone  crystal¬ 
lises  in  long,  thin  prisms  melting  at  1S4 — 185°;  it  is  very  sparingly 
soluble  except  in  hot  water,  and  forms  uncrystallisable  salts  with  the 
alkalis.  This  compound  is  formed  from  thiodimetliylenemercaptan, 
S(CH3-SII)2.  Tetrabromodimethyldimethylenetrimlphone , 

S03(CBivS03Me)v, 

is  prepared  by  the  action  of  bromine-water  on  an  aqueous  solution  of 
the  sulphone ;  it  crystallises  in  small  scales  melting  at  190°  with 
decomposition.  Diethyldimethylenetrmrfphone,  S03(CH2*S02Et)2, 
obtained  from  ethyl  bromide  in  a  manner  similar  to  the  dimethyl 
compound,  crystallises  in  colourless  scales;  it  melts  at  149°,  aud 
yields  a  tetrabromide. 

On  further  concentrating  the  mother-liquors  remaining  after  the 
separation  of  the  dimethyldimethylenetrisulplione,  tabular  crystals 
of  dimethylmethylenedisnlphone.  CH2(S02iIe)2,  are  deposited,  melt¬ 
ing  at  141°;  diethylmethylenedisulphone,  CH3(S02Et)2,  is  obtained 
iu  the  same  way  from  the  mother-liquors  of  diethyldimethyl- 
enetrisulphone.  Both  these  compounds  are  already  known  ;  they  are 
evidently  derived  from  methylenemercaptan,  CH3(SH)2,  which  has 
not  yet  been  obtained  in  the  pure  state.  J.  B.  T. 

Chloralimide  and  its  Isomeride.  By  Behal  and  Choay 
( Gompt .  rend.,  110,  1270 — 1273). — 500  grams  of  chloral  ammonia  is 
mixed  with  200  grams  of  anhydrous  chloral  and  distilled  on  a  water- 
bath  until  100  grams  of  chloroform  have  been  collected.  From  this 
point  distillation  is  continued  in  a  vacuum  until  nothing  more  passes 
over.  The  residue  is  exhausted  with  cold  alcohol  of  95° ;  chloral¬ 
imide  remains  undissolved  (this  vol.,  p.  230)  and  isochloralimide 
passes  into  solution.  Isochloralimide  is  precipitated  by  the  addition 
of  dilute  alcohol  and  purified  by  repeated  crystallisation  from  boiling 
alcohol  of  90°.  It  is  insoluble  in  water,  melts  at  103 — 104°,  is  decom¬ 
posed  by  mineral  acids  with  liberation  of  chloral  and  formation  of 
the  corresponding  ammonium  salt,  and  is  even  decomposed  by  platinic 
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chloride  with  formation  of  ammonium  platinochloride.  When  heated 
with  alkalis,  it  evolves  an  odour  of  carbylamines,  ammonia  is  liberated, 
and  a  formate  and  chloroform  are  produced. 

Isochloralimide  and  chloralimide  have  the  same  composition,  and 
determinations  of  the  molecular  weight  by  Raoult’s  method,  in  solir- 
tion  in  benzene,  gave  a  number  corresponding  in  both  cases  to  the 
molecular  weight  439'5,  ‘which  agrees  with  the  triple  formulae  pre- 
viously  adopted  ( loc .  cit.). 

If  isochloralimide  is  heated  with  methyl  chloride  in  a  sealed  tube 
at  100°,  it  is  converted  into  chloralimide,  and  if  the  latter  is  dissolved 
in  chloroform  and  mixed  with  3  mols.  of  bromine,  it  is  converted  into 
isochloralimide.  Acid  chlorides  give  the  same  compounds  ■with  both 
isomerides,  and  these  products,  which  are  very  stable,  will  be  described 
subsequently. 

The  author’s  ascribe  to  the  two  isomerides  the  following  constitu¬ 
tion  : — 


NH< 


CH(CCls)-NH 

CH(CC13)*NH 


>ch-cci3. 


Chloralimide. 


nh2< 


C(CC1,)-NH, 

c(cci3):nh2 


>OCCl3. 


Isochloralimide. 


The  presence  of  the  amido-gronp  in  isochloralimide  is  indicated 
by  its  greater  solubility,  and  by  the  production  of  chloroform  and  a 
carbylamine  when  treated  with  an  alkali. 

The  ready  migration  of  the  hydrogen  which  is  combined  with  the 
nitrogen  throws  considerable  light  on  the  splitting  up  of  diazoamido- 
derivatives. 

Adopting  Bonveanlt’s  nomenclature,  chloralimide  is  tertrichlor- 
methyl  triazidine  (1:3:  5)  and  the  authors  propose  to  denote  the 
analogous  compounds  containing  the  amido-  group  by  the  name 
triazidiniums.  Isochloralimide  will  then  be  tertrichloromethyltriazi- 
dinium  (1:3:5).  C.  H.  B. 


The  so-called.  Cyanacetone.  By  A.  Hantzsch  (Her.,  23,  1472 

_ 1474). — An  energetic  reaction  sets  in  when  ehloracetone  (1  mol.)  is 

poured  into  an  aqueous  solution  of  potassium  cyanide ;  the  product, 
■which  is  not  cyanacetone,  but  a  complicated  condensation-product, 
crystallises  from  alcohol,  in  which  it  is  readily  soluble,  in  small 
needles,  melts  at  176’,  and  has  the  composition  Ci0H1BN3O2.  It  is 
tasteless  and  odourless,  and  only  moderately  easily  soluble  in  hot 
water  and  ether.  It  is  doubtless  identical  with  the  “  cyanacetone  ” 
described  by  Glutz  (./.  pr.  Ghent.  [1],  39),  but  its  chemical  be¬ 
haviour  indicates  a  high  molecular  weight;  it  cannot  be  readily 
decomposed  into  acetone  or  acetic  acid  and  carbonic  anhydride,  and 
when  treated  with  acids  or  alkalis  it  yields  a  complex  compound 
melting  at  65°. 

When  potassium  cyanide  is  treated  with  ehloracetone  in  alcoholic 
solution,  a  dark  oil,  boiling  above  120°,  is  obtained  iu  very  small 
quantity  (compare  Matthews  and  Hodkinson,  Abstr.,  1883,  311), 
together  with  considerable  quantities  of  non-volatile  substances. 

°  if.  S.  K. 
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Cyanacetone.  13y  A.  Hantzsch  (Her.,  23,  1810;  compare  pre¬ 
ceding  abstract). — An  apology  for  overlooking  the  fact  that  Holtz  wart 
(Abstr.,  lSb9,  083)  had  already  prepared  cyanacetone.  The  con¬ 
stitution  of  the  compound  formed  by  the  action  of  potassium  cyanide 
on  chloracetone  is  probably  best  represented  by  the  formula 
CH-CH-Ac-C-OH  Me-CH2  CH.  J.  13.  T. 

Chloro-substitution-products  of  Ethyl  Chloroformate. — By 
H.  Muller  (Annalen,  258,  50 — 00;  compare  Ilentschel,  Abstr, 
1887,  1099  ;  18SS,  248  and  249). — Various  ehloro-substitution-prodnct.s 
are  formed,  together  with  small  quantities  of  hexachlorethane,  when 
chlorine  is  passed  into  boiling  ethyl  chloroformate  which  is  exposed 
to  direct  sunlight ;  the  liquid  is  fractionated  after  the  gas  has  been 
passed  for  a  short  time  in  order  to  isolate  the  compounds  of  lower 
boiling  point,  the  lowest  and  the  highest  fractions  are  then  chlorinated 
and  fractionated  again.  In  this  way  the  compounds  described  below 
were  isolated. 

a~Chlorethyl  chloroformate,  C1CO,0'CoH4C1,  is  a  colourless  liquid  of 
sp.  gr.  1325  at  15°,  and  boils  at  118 — 119°;  when  treated  with  a 
small  quantity  of  aluminium  chloride,  it  is  decomposed  into  cthyl- 
idene  chloride  and  chlorethylene,  and  when  warmed  with  water,  it 
yields  carbonic  anhydride,  hydrochloric  acid,  and  acetaldehyde;  hot 
alcohol  converts  it  into  a-chlorethyl  ethyl  carbonate, 

OEt-CO-O-CHCLMe, 

which  on  further  boiling  is  completely  decomposed  into  hydrogen 
chloride,  ethyl  chloride,  and  acetaldehyde. 

The  fraction  boiling  at  1535 — 154’5°  consists  of  a  compound  of 
the  composition  CgHjCUO.!,  which  seems  to  be  formed  by  the  com¬ 
bination  of  an  equal  number  of  molecules  of  a-chlorethyl  chloro¬ 
formate  and  dichlorethyl  chloroformate.  Determinations  of  the 
vapour  density  of  this  compound  showed  that  it  decomposes  into  its 
constituents  at  its  boding  point  ;  it  cannot,  however,  be  separated 
into  its  constituents  by  fractional  distillation,  nor  can  it  be  formed  by 
mixing  them  in  the  right  proportion.  When  treated  with  aluminium 
chloride,  it  is  decomposed  into  carbonic  anhydride,  ethylidene  di¬ 
chloride,  and  chlorethylene  dichloride. 

afi-Dichlor ethyl  chloroformate ,  ClC0-0,C2H3Cl2,  is  a  colourless  liquid 
of  sp.  gr.  T510  at  15°,  and  boils  at  159 — 100°;  aluminium  chloride 
decomposes  it  into  carbonic  anhydride  and  chlorethylene  dichloride, 
and  alcohol  converts  it  into  ethyl  a/3-dichlorethyl  carbonate,  a  colour¬ 
less  oil  boiling  at  195 — 190°. 

Trichlorethyl  chloroformate,  ClCO'O’CCb'CHjCl,  is  an  oil  of  sp.  gr. 
1‘5S4  at  15°,  and  boils  at  1G9 — 170°;  it  is  decomposed  by  aluminium 
chloride  into  carbonic  anhydride,  hyrdrochloric  acid,  asymmetrical 
tetrachlorethane  (b.  p.  134 — I3b°),  and  a  liquid — probably  trichlor- 
cthylcne — which  boils  at  85 — 90°. 

Tetrachlor  ethyl  chloroformate,  ClCO'O’CClrCHCh,  is  an  oil  of 
sp.  gr.  l'GGO  :it  15°,  and  boils  at  17G — 177°;  it  is  decomposed  by  alu¬ 
minium  chloride  into  carbonic  anhydride,  hydrogen  chloride,  and 
tetrachlorethylene. 
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Perchlorethyl  chloroformate,  ClCChO-C^Cls,  is  an  oil  of  sp.  gr. 
P702  at  15°,  and  boils  at  140 — 141°  (110  mm.)  ;  under  the  ordinary 
pressure  it  boils  at  184 — 185°  with  slight  decomposition  into  carbonyl 
chloride,  carbonic  anhydride,  hexachlorethane,  and  trichloracetic 
chloride  (compare  Cloez,  Annalen,  60,  259).  It  is  decomposed  by  alu¬ 
minium  chloride  into  carbonic  anhydride  and  hexachlorethane,  and 
when  boiled  with  water  it  also  yields  hexachlorethane  and  carbonic 
anhydride,  only  small  quantities  of  trichloracetic  acid  being  formed. 
When  treated  with  ammonia,  the  principal  product  is  either  chloro¬ 
form  or  trichloracetamide,  accordiug  to  the  conditions  of  the  experi¬ 
ment,  small  quantities  of  hexachlorethane  being  also  produced. 

All  the  chlorinated  ethyl  ehloroformates  produce  sores  on  the  skin 
and  their  vapour  is  exceedingly  irritating.  F.  S.  K. 

Action  of  Bromine  on  Trimethylaeetic  Acid.  By  S.  Refor- 
matzky  ( Tier .,  23,  1594 — 1598). — Trimethylaeetic  acid  was  prepared 
according  to  the  method  of  Friedcl  and  Silva  from  pinacone  hydrate 
by  gently  boiling  it  in  a  reflux  apparatus  with  dilute  sulphuric  acid, 
and  oxidising  the  pinacoline  formed  by  adding  chromic  acid  mixture 
and  again  gently  boiling  the  solution.  Water  was  then  added,  and 
the  liquid  distilled  until  sulphuric  acid  began  to  vaporise.  The 
distillate  was  freed  from  unaltered  pinacoline  by  extraction  with 
ether,  evaporated,  treated  with  dilute  sulphuric  acid,  and  extracted 
with  ether.  After  evaporating  the  ether  from  the  extract,  a  residue 
of  trimethyl  pyruvic,  acetic,  and  trimethylaeetic  acids  was  obtained,  and 
the  trimethylaeetic  acid  was  separated  by  fractionation  ;  it  boiled  at 
]55 — 103°.  By  treating  it  with  bromine  and  phosphorus,  and  pouring 
the  product  into  alcohol,  ethyl  trimethylacetate  and  small  quantities  of 
bromine-derivatives  of  hydrocarbons  were  obtained,  but  no  bromotri- 
methyl  acetate.  Trimethylaeetic  chloride  was  then  made  by  the  action 
of  phosphorus  trichloride  on  the  acid  ;  it  boiled  at  100 — 110°.  When 
heated  with  bromiue  in  a  sealed  tube  at  100°  and  finally  to  135°,  it 
vielded  a  mixture  of  bromine-derivatives  of  hydrocarbons,  but  no 
bromotrimethylacetic  derivative.  It  appears  that  in  general,  acids 
which  contain  no  hydrogen  in  the  a-position  are  incapable  of  ex¬ 
changing  a  hydrogen  atom  for  bromine.  C.  F.  B. 

Action  of  Alcohols  on  Ethyl  Acetoacetate.  By  T.  Peters 
( Annalen ,  257,  353 — 358). — When  ethyl  acetoacetate  (30  grams)  is 
mixed  with  methyl  alcohol  (150  grams)  in  which  a  small  quantity  of 
sodium  (0'5  gram)  has  been  dissolved,  and  the  mixture  is  kept  at  the 
ordiuary  temperature,  the  ethyl  acetoacetate  is  gradually  and  com¬ 
pletely  converted  into  the  methyl  salt;  isoamyl  alcohol,  under  the 
same  conditions,  converts  the  ethyl  into  the  isoamyl  salt.  The  same 
changes  take  place,  but  much  more  quickly  (in  10  to  20  hours),  when 
ethyl  acetoacetate  is  boiled  with  either  of  the  above-named  alcohols, 
and  isobutyl  alcohol,  under  the  same  conditions,  transforms  the  ethyl 
into  the  isobutyl  salt.  Isobutyl  and  isoamyl  alcohol  convert  ethyl 
acetoacetate  into  the  isobutyl  and  isoamyl  salts  respectively,  even  in 
absence  of  sodium,  but  prolonged  boiling  is  required,  and  a  large  ex¬ 
cess  of  the  alcohol  must  be  employed  ;  methyl  alcohol  has  no  action 
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on  ethyl  acctoaeetate  and  ethyl  ethylacetoacetate  in  absence  of  sodium. 
Ethyl  isobntylacetoacetate  boils  at  19S — 202°.  isobutyl  ethylaceto¬ 
acetate  at  211 — 215°,  isoamyl  acetoacetate  at  217 — 219°,  and  isoamyl 
ethylacetoacetate  at  226 — 2d0°.  F.  S.  K. 

Behaviour  of  Ethereal  Salts  of  Alkyl -substituted  Acetoacetic 
Acid  with  Ammonia.  By  T.  Peters  {Annalen,  257,339—353).— 
Two  classes  of  compounds  are  formed  by  the  action  of  ammonia  on 
ethereal  salts  of  the  alkyl-derivatives  of  acetoacetic  acid,  namely, 
the  ethereal  salt  of  an  a-alkyl-/l-amidocrotanic  acid  and  the  amide  of 
an  alkylacetoacetic  acid  ;  the  former  is  alone  produced  when  an¬ 
hydrous  ammonia  is  employed. 

With  ammonia,  methyl  ethylacetoacetate  y'i elds  methyl  cthvlamido- 
crotonate  (m.  p.  35 — 36°)  and  ethylacetoacetamide  (m.  p.  96°),  but 
not  methylacetoacetamide,  as  stated  by  Braudes. 

Methylacetoacet  amide,  COMe’CHMe'CO’XH;.,  prepared  from  ethyl 
methylacetoacetate,  crystallises  from  ether  in  colourless  needles 
melting  at  73°.  Ethyl  «-methyl-/?-amidocrotonate  melts  at  53°  and 
is  readily  soluble  in  alcohol,  ether,  and  benzene. 

Isobutyl acetoacetamide  melts  at  8S°  ;  ethyl  a-isubut yl-fi-amidocrotonate 
at  41 — 42b 

Isoamyl acetoacetamide,  COMe*CH(C5Hu)-CO*NfI2,  melts  at  129° ; 
ethyl  oc-iso  a  my  l-ft-amulo  cro  tonate,  NHyCMeiC^CsH^-COOEt,  at  50°. 

Ethyl  diethylacetoacetate  is  not  acted  on  either  by  anhydrous  or 
aqueous  ammonia.  F.  S.  K. 

Decomposition-products  of  the  Sodium  Salts  of  the  Chloro- 
lactic  Acids.  By  E.  Reisse  ( Annalen ,  257,  331 — 338). — When  an 
aqueous  solution  of  sodium  trichlorolactate  is  heated  at  about  75 — 80°, 
it  is  decomposed  into  sodium  chloride  aud  dichloraldehyde  with 
evolution  of  carbonic  anhydride;  the  presence  of  the  dichloraldehyde 
was  proved  by  oxidising  a  portion  of  the  distilled  solution  with  nitric 
acid  and  isolating  the  dichloracetic  acid  thus  produced,  as  well  as  by 
various  other  tests. 

An  aqueous  solution  of  sodium  dichlorolactate  is  slowly  decom¬ 
posed  at  95°  into  chloraldehyde  and  sodium  chloride,  with  evolution 
of  carbonic  anhydride  ;  a  solution  of  the  chlorolactate,  at  the  same  tem¬ 
perature,  undergoes  decomposition  into  aldehyde,  carbonic  anhydride, 
and  sodium  chloride,  small  quantities  of  glyceric  acid  being  also 
formed.  F.  S.  K. 

Brom mated  Pyrotartaric  Acids.  By  C.  A.  Bisciioff  {Ber.,  23 
1924 — 1929). — The  author  has  previously  shown,  in  conjunction  with 
Gutlizeit  (Abstr.,  1881,  579),  and  with  Emmert  (Abstr.,  1882,  1191), 
that  the  products  of  bromination  of  propenyltricarboxylic  acid  are  a 
monobromopyrotartaric  acid  melting  at  202 — 204°,  a  brominated 
crotonic  acid  melting  at  107 — 109°,  apparently  identical  with 
Michael  and  Norton’s  a-bromocrotonic  acid,  and  a  dibroinopyrotartaric 
acid  melting  at  127 — 12S°.  Two  isoinerides  of  the  latter  acid  are 
known,  melting  at  204°  and  170°  respectively,  both  of  which  can  be 
converted  into  bromomethacrylic  acid,  CHBi\CMc*C001J.  The  first- 
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mentioned  dibromopyrotartaric  acid,  on  the  other  band,  is  converted  by- 
alkalis  into  a-bromocrotonic  acid,  which  has,  according  to  Wislicenns, 
H  *  C  *  C  H 

the  constitution  N  The  acid  from  which  it  is  obtained 

Br-C-OOOH 

must  therefore  contain  both  bromine-atoms  combined  with  the  same 

CH3.CHCOOH 

carbon-atom,  Brj^.COOH  • 

In  addition  to  the  above  monobromopyrotartaric  acid  melting-  at 
202 — 201°,  two  isomeric  acids  are  known  which  melt  at  137°  and  148° 
respectively.  The  first  of  these  gives  paraeonic  acid  on  boiling  with 
water,  and  itaconic  acid  on  treatment  with  soda,  and  has  therefore 

CH2-Br 

H-C-COOH 

probably  the  constitution  '  ,  whilst  the  second  when  treated 

H'O'vUUii 
i 

H 


with  soda  yields  methacrylic  acid,  which  leads  to  the  constitution 


ch3 

Br-(j>COOH 

H-C-COOH' 

i 

H 


The  acid  melting  at  202 — 204°  was  obtained  in  larger 


quantity  by  adding  bromine  to  an  aqueous  solution  of  propenyl- 
tricarboxylic  acid,  and  concentrating  the  solution,  carbonic  anhydride 
being  given  off.  It  was  thus  obtained  in  hard  prisms  melting  at 
203"5°.  Only  one  structural  formula  is  possible  for  this  acid,  which 
can,  however,  exist  in  two  geometrically  isomeric  forms,  namely, 


CH3 

H-C-COOH  , 
I  and 

Br-C-COOH 

i 

H 


ch3 

H-C-COOH 

Br-C-H 

COOH 


On  heating  it  at  210°  in  an  oil-bath, 


hydrogen  bromide  and  water  are  given  off,  and  citraconic  anhydride 
distils  over.  The  acid  may  be  termed  “  parasymmetrical  bromo- 
methylsuccinic  acid.”  H.  G.  C. 

Determination  of  the  Structure  of  Aliphatic  Acids,  and  the 
so-called  “  Dynamical  Isomerism.”  By  K.  Auwers  and  L.  L. 
Jackson  ( Ber ,,  23,  1599 — 1617). — This  paper  is  the  first  of  a  series 
which  is  to  describe  a  study-  of  the  action  of  bromine  on  aliphatic 
acids,  and  of  the  electric  conductivity  of  the  latter,  and  to  show  how 
these  data  may  be  used  to  determine  the  constitution  of  such  acids. 
In  the  first  or  introductory  portion  of  the  paper,  it  is  shown  that  the 
acid  obtained  by  treating  cthyd  methylsodiomalonute  -with  ethyl-a- 
bromisobutyrate  and  saponifying  the  product  with  sulphuric  acid  is 
not  trimethylsuccinic,  but  symmetrical  aa-dimethylglutaric  acid. 
The  isomeric  derivatives  of  succinic  acid  lately  discovered  by  Bischoff 
(this  vol.,  pp.  741 — 744)  are  then  discussed,  and  it  is  stated  that  there 
is  no  need  to  resort  to  “  dynamical  isomerism  ”  to  explain  the  existence 
of  these,  as  many  of  them  are  probably  derivatives  of  glutaric  acid, 
formed  by  a  molecular  transformation  similar  to  that  mentioned 
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above,  and  are  thus  chemical  isomerides  of  the  succinic  acid  deriva- 

o.o.-Di  methyl  glutaric  acid ,  COOH^CHMe'CHj'CHMe'COOH,  was 
obtained  by  dissolving  4'6  grams  of  sodium  in  80  c.c.  of  absolute 
alcohol,  cooling  the  solution,  adding  34'8  grams  of  etbyl  methyl- 
malonate,  and  warming  on  the  water-bath,  cooling,  adding  39  grams 
of  bromisobutyric  acid;  and  again  warming.  The  product  was  isolated 
and  purified,  and  the  portion  boiling  at  250 — 290°  (38  per  cent,  of  the 
theoretical  yield)'  saponified  by  boiling  with  dilute  sulphuric  acid. 
On  cooling  the  solution,  aa-dimethylglutaric  acid  was  obtained  in 
needles  melting  at  105 — 100°,  soluble  in  all  ordinary  solvents  except 
light  petroleum,  and  not  volatile  with  steam.  Its  coefficient  of 
electrical  conductivity  (K)  is  0’00524.  When  boiled  for  a  few 
minutes,  it  forms  an  anhydride.,  which  can  be  isolated  by  treating 
the  liquid  with  soda,  and  crystallises  from  light  petroleum  in  thin, 
rectangular  prisms  melting  at  92- — 93°.  By  treating  the  acid  with 
red  phosphorus  and  bromine,  aa-dib'rcmo-o.a.-dimethylglutaric  an¬ 
hydride,  is  obtained.  It  is  an  unstable  substance, 

crystallising  from  light  petroleum  in  oblique  prisms  which  melt  at 
92 — 93°,  and  sublime  without  decomposition.  When  it  is  treated  with 
cold  aqueous  soda,  and  the  solution  neutralised  with  sulphuric  acid, 
ether  extracts  a  substance  which  crystallises  in  colourless,  hexagonal 
plates  melting  at  95 — 90°,  and  is  probably  dihyd roxy dimethyglutaric 
acid,  OH,[CMe(OH)-COOH],. 

Glutaric  acid  was  then  prepared  by  decomposing  its  silver  salt  with 
hydrogen  sulphide,  and  was  treated  with  excess  of  bromine  in  the 
presence  of  phosphorus.  No  brominated  acid  was  obtained  in  this 
way,  but  an  unstable  substance  which  decomposed  when  heated,  and 
was  doubtless  glutaric  bromide.  It  was  poured  into  excess  of  alcohol, 
and  the  solution  evaporated  ;  the  residue  consisted  of  a  mixture  of 
ethyl  dibromo-  and  monobromo-glutarates  in  the  propoi’tion  of  about 
three  parts  of  the  former  to  one  of  the  latter.  C_  F.  B. 

Trimethyl  succinic  Acid  and  Dimethyl  glutaric  Acid..  By  C. 

A.  Bischoff  ( Ber 23,  1404 — 1468). — A  symmetrical  dimethyl- 
glutaric  acid  melting  at  100 — 101°  can  be  obtained  by  treating  ethyl 
sodiomethylmalonate  (2  mols.)  with  methylene  iodide,  hydrolysing 
the  ethereal  salt  thus  produced,  and  heating  the  acid  until  the  evolu¬ 
tion  of  ( arbonic  anhydride  is  at  an  end.  The  electrical  conductivity 
of  this  acid  is  the  same  as  that  of  the  trimethylsuccinic  acid  obtained 
from  ethyl  methylmalonate  and  ethyl  b>  omisobnt3Tratc,  and  that  of 
Zelinsky’s  symmetrical  dimethyl  glutaric  acid  (m.  p.  102- — 103°);  the 
three  acids  have  also  the  same  crystalline  form  and  the  same  solu¬ 
bility,  so  that  a  further  comparison  of  the  derivatives  of  the  three 
compounds  will  probably  prove  their  identity.  The  author  has  suc¬ 
ceeded  in  synthesising  mesaconic  and  citraconic  acids  from  ethyl 
malonate.  F.  S.  K. 

7-Ketone-Acids.  By  C.  Paal  and  T.  Hoffmann  {Ber.,  23, 
1495 — 1505). — Ethyl  isoamylmalonate,  C6Hu*CH(COOEt)2,  prepared 
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by  treating  etbyl  sodiomalonate  "with  isoamyl  bromide  in  alcoholic 
solution,  is  a  colourless,  mobile  oil,  with  an  agreeable  fruity  odour ; 
it  boils  at  240  —  242°,  and  is  insoluble  in  water.  The  free  acid, 
C8Hi40i,  is  obtained  by  boiling  the  ethereal  salt  for  several  hours  with 
concentrated  potash  ;  it  crystallises  from  a  mixture  of  benzene  and 
light  petroleum  in  colourless  needles,  melts  at  93°  with  evolution  of 
carbonic  anhydride,  and  is  readily  soluble  in  water,  alcohol,  ether, 
ethyl  acetate,  and  hot  benzene,  but  only  sparingly  in  light  petroleum. 
The  ammonium  salt  crystallises  in  needles  or  prisms.  The  sodium  salt 
separates  from  dilate  alcohol  in  ill-defined  crystals.  The  calcium  salt, 
C8Hl204Ca,  and  the  barium  salt  seem  to  be  amorphous,  and  are  insoluble 
in  water.  The  silver  salt,  C8Hi204Ag2,  is  amorphous  and  moderately 
stable.  In  aqueous  solutions  of  the  ammonium  salt,  ferric  chloride 
produces  a  red,  and  coppei  sulphate  a  bluish-green  precipitate.  The 
amide,  C5Hn*CH(CO-iNH2)2,  prepared  by  heating  the  ethereal  salt 
with  concentrated  alcoholic  ammonia  at  150°,  crystallises  from  alcohol 
in  colourless  needles,  melts  at  210°,  and  is  readily  soluble  in  hot 
alcohol  but  only  sparingly  in  benzene,  and  insoluble  in  ether  and  light 
petroleum. 

Isoamylacetic  acid,  C7Hi402,  is  obtained  by  heating  isoamylmalonic 
acid  ;  it  is  a  colourless,  disagreeably  smelling  oil  of  sp.  gr.  0'912243 
at  19°,  compared  with  water  at  the  same  temperature ;  it  boils  at 
208 — 210°,  and  is  very  sparingly  soluble  in  water.  The  ethyl  salt, 
(J9H1802,  prepared  by  passing  hydrogen  chloride  into  an  alcoholic 
solution  of  the  acid,  is  a  colourless  oil  of  pleasant  odour,  boiling  at 
177°.  The  calcium  salt,  Ci4H2604Ca,  is  crystalline  and  only 
sparingly  soluble  in  hot  water. 

Ethyl  phevarylisoamylmalonate,  COPh-CH2*C(C5Hu)(COOEt)2,  can 
be  prepared  by  gradually  adding  pbenacyl  bromide  to  a  well-cooled 
ethereal  solution  of  ethyl  sodioisoamylmalonate  and  then  ^vanning  the 
mixture  for  a  short  time,  but  it  is  obtained  in  a  less  impure  condition 
by  passing  hydrogen  chloride  into  an  alcoholic  solution  of  phenacyl- 
isoamylmalonie  acid  ;  the  crude  product  is  a  thick,  colourless  oil. 
The  free  acid,  CielEoOs,  prepared  by  hydrolising  the  crude  ethereal 
salt  writh  alcoholic  potash,  crystallises  from  dilute  alcohol,  or  acetic 
acid,  in  long,  colourless  needles,  melts  at  16b°,  and  is  readily 
soluble  in  alcohol,  ether,  ethyl  acetate,  and  glacial  acetic  acid,  but 
almost  insoluble  in  benzene  aud  light  petroleum  ;  when  crystallised 
from  water  or  from  solvents  oontaiuiiig  waiter,  it  invariably  contains 
small  quantities  of  wrater,  from  which  it  cannot  easily  be  freed.  The 
•potassium  salt  crystallises  in  plates  and  is  readily  soluble  in  water  and 
hot  alcohol.  The  ammonium  salt,  Ct6H19CViN.H4,  crystallises  in  needles, 
melts  at  165°,  and  is  moderately  easily  soluble  in  cold  w'ater.  When 
the  acid  is  heated  with  phosphoric  chloride  and  phosphorus  ox}r- 
chloride,  it  is  converted  into  the  chloride,  wdiich  is  so  unstable  that 
it  cannot  be  obtained  in  a  pure  condition.  Both  the  acid  and  the 
ethyl  salt  combine  vTith  hydroxylamine,  yielding  oximes. 

Attempts  to  convert  p  hen  acyl  isoamylmalonic  acid  and  phenacyl- 
isoamylacetic  acid  (see  below)  into  I.3-phenylisoamylthiophen,  by 
heating  wdth  phosphorus  trisulphide,  wrere  unsuccessful. 

Octylbenzene ,  CHMer[(JH2]pCH2lJh,  is  obtained  when  phenacyl- 
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isoamylmalonic  acid  is  distilled  over  zinc-dust  and  the  product  frac¬ 
tionated  over  sodium  ;  it  is  a  colourless,  mobile  oil,  boiling  at  about 
245 — 255°,  and  possessing  an  aromatic  odour. 
fi-Pheiiyl-fi-hydroxy-a-isoamy lathy Imalonic  acid , 

OH’CHPhCH./C(COOH)2’C5Hu, 

can  be  prepared  by  reducing  a  dilute  alcoholic  solution  of  phenacyl- 
isoamylmalonic  acid  with  sodium  amalgam,  the  solution  being  kept 
slightly  acid  by  the  frequent  addition  of  dilute  sulphuric  acid.  It  is 
a  gum- like  substance,  readily  soluble  in  ether,  alcohol,  and  glacial 
acetic  acid,  but  almost  insoluble  in  water;  when  heated, it  is  converted 

_  ctl„ 

info  «y- jihenyl-a-isoamylbutyrolactone ,  CHPh^Q^Q^CH'CsHu,  with 

evolution  of  water  and  carbonic  anhydride. 

Phenacylisoamylacetic  acid  (/ 3-btnzoyl-x-i?oamylpropionic  acid), 
COPh-CH2*CH(C5Hij),COOH,  prepared  by  heating  the  preceding 
compound  above  its  melting  point,  crystallises  from  dilute  alcohol  or 
light  petroleum  in  colourless  plates,  melts  at  103°,  and  is  readily 
soluble  in  alcohol,  ether,  and  benzene,  but  only  sparingly  in  light 
petroleum,  and  insoluble  in  water.  The  ethyl  salt  is  a  colourless  oil 
boiling  at  2ti0°.  When  the  acid  is  boiled  for  some  time,  it  is  converted 
into  y-jdienyl-a-uoamylbuteiiyllactone  (h.  p.  about  310 — 320°),  which, 
however,  cannot  be  obtained  in  a  pure  condition.  P.  S.  K. 


Synthesis  of  Mesaconic  and  Citraconic  Acids  from  Ethyl 
Fropenyltricarboxylate.  By  C.  A.  Bischoff ( Ber 23, 1930 — 1937). 
— In  previous  papers  by  the  author  and  by  Guthzeit,  it  has  been 
shown  that  almost  all  alkyl-substitnted  ethyl  malonates  are  readily 
acted  on  by  chlorine  at  100°.  Ethyl  acetylenetetracarboxylate  forms 
an  exception,  as  it  is  only  attacked  at  200°,  and  then  passes  into  the 
ethyl  salt  of  a  tribasic  acid.  By  the  action  of  chlorine  on  ethyl 
propenyltricarboxylate  on  the  water-bath,  no  cliloro-derivative  corre¬ 
sponding  with  ethyl  chloromulonate  can  be  obtained;  if,  however,  the 
ethyl  salt  is  heated  to  130 — 200°,  substitution  takes  place  in  the 

ChC(COOEt), 

normal  manner,  ethyl  ch loropropenyltrica rboxy late,  i  > 

Me'G  Id'GOO  Efc 

being  obtained  as  a  yellow  oil  with  a  pungent  odour,  boiling  at 
287 — 288°  under  770  mm.,  pressure.  By  the  action  of  hydrochloric 
acid,  it  yields  mesaconic  acid  and  carboxymesaconic  acid, 

COOH-GMelC(COOH)2, 

melting  at  168°;  the  latter  readily  loses  carbonic  anhydride  with 
formation  of  mesaconic  acid.  A  third  product  was  also  obtained, 
which  appears  to  be  impure  citraconic  acid. 

Ethyl  butenyl  tricar  boxy  late,  when  treated  with  chlorine  in  an 
analogous  manner,  yields  a  monocbloro-derivative  of  a  similar  charac¬ 
ter,  boiling  at  292°.  On  hydrolysis,  it  is  converted  into  ethylmalcic 
H’OCOOH 

acid,  il  melting  at  90 — 92°,  which  is  quite  stable,  whereas 

Et'C'COOxx 

the  isomeric  pyrocinchonic  acid  exists  only  as  an  anhydride. 

11.  G.  C. 


1102 


ABSTRACTS  OF  CHEMICAL  PAPERS. 


Citraconanil  and  Pyranilpyroinlactone.  By  A.  Rf.issert  ( Ber ., 
23, 1620 — 1621). — A  reply  to  the  paper  of  Anschutz  (compare  Abstr  , 
this  vol,,  p.  774)  regarding  the  identity  of  these  compounds.  The 
author  points  out  that  the  production  of  anilidopyrotartaric  acid  by 
reduction  affords  no  proof  of  the  constitution  of  either  citraconanil  or 
pyranilpyroinlactone,  as  its  formation  is  equally  well  explained  by 
either  of  the  formulas  in  dispute.  On  oxidation,  citraconanil  yields 
oxanilic  acid,  whilst  anilosuceinic  acid  is  obtained  from  pyranilpyro'in- 
lactone.  These  facts,  together  with  the  different  physical  properties 
of  the  two  compounds,  confirm  the  author  in  his  opinion  that  they 
are  distinct  substances.  J.  B.  T. 

Condensation  of  Ketone  Acids  "with  Dicarboxylic  Acids. 

By  R.  Fittig  and  G.  Parker  {Ber.,  23,  1535 — 1536). — The 

compound  of  the  composition  C6H603,  which  was  obtained  by  the 
condensation  of  pyruvic  acid  with  sodium  succinate  (Abstr.,  1889, 
1146),  is  not  an  acid,  but  the  anhydride  of  pyrocinchonic  acid. 

F.  S.  K. 

Combination  of  Malic  Acid  with  normal  Potassium  and 
Sodium  Tungstates.  By  1).  Gernez  ( Compt .  rend..,  110, 1365 — 1368 ; 
compare  this  vol.,  744). — The  solutions  examined  contained  1T166 
grams  of  malic  acid,  various  proportions  of  the  tungstate,  and  water 
sufficient  to  make  the  wolume  of  the  solution  up  to  24  c.c.  at  15°  ;  the 
rotation  of  the  malic  acid  solution  alone  was  15'  at  17°  in  a  tube 
201 ‘5  mm.  long. 

The  addition  of  equal  weights  of  the  alkaline  tungstate  increases  the 
rotatory  power  by  equal  increments  until  a  maximum  is  reached, 
when  equal  equivalents  of  the  acid  and  the  tungstate  are  present. 
Further  addition  of  tungstate  results  in  a  gradual  reduction  of  the 
rotatory  power,  ■which  changes  its  sign  and  attains  a  second  maximum 
when  two  equivalents  of  the  salt  are  present  to  one  of  malic  acid. 
Beyond  this  point  the  rotatory  power  again  diminishes,  again  changes 
in  sign,  and  reaches  another  maximum  when  five  equivalents  of  the 
salt  are  present  t?o  two  equivalents  of  malic-acid.  If  further  quantities 
of  tungstate  are  added,  the  rotatory  power  again  passes  from  left  to 
right,  and  a  gradual  increase  in  the  rotatory  power  indicates  the 
formation  of  a  combination  of  one  equivalent  of  the  acid  and  eight 
equivalents  of  the  tungstate.  C.  H.  B. 

Distillation  Products  of  Citrates.  By  C.  A.  Bischoff  and  A. 
Hausdorfer  {Ber.,  23,  1915 — 1918). — When  a  mixture  of  citric  acid, 
quicklime,  and  iron  filings  is  distilled  in  an  iron  retort,  a  distillate  is 
obtained  which  consists  of  an  aqueous  and  an  oily  portion.  The  latter 
on  repeated  fractionation  gave  products  boiling  at  58 — 60°,  90°,  120°, 
and  210°.  The  first  consisted  of  acetone,  and  the  authors  regarded 
the  second  as  metacetone  until  the  publication  of  E.  Fischer  and 
Laycock’s  researches  showed  this  to  be  a  mixture  (Abstr.,  1889,  487). 
None  of  the  other  fractions  consists  of  hydrocarbons. 

The  distillation  was  next  repeated  on  a  larger  scale,  65  kilos,  of 
sodium  citrate  being  employed.  The  fractions  of  the  oil  boiling  at 
45 — 80°  and  80 — 115°  were  washed  with  soda  solution  and  dried  over 
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potassium  carbonate.  The  portions  boiling  above  90°,  collected  in 
fractions  of  10u  range,  were  treated  with  phenylhydrazine,  heated  on 
the  water-bath,  and  finally  dried  on  the  oil-bath  at  180°.  The  residue, 
on  fractionation  in  a  vacuum,  yielded  propaldehydephenylhydrazone  as 
a  yellow  oil,  which  was  converted  into  seatole  on  heating  with  zinc 
chloride. 

The  higher  boiling  portions  likewise  reduce  silver  solution,  but  are 
stable  towards  oxidising  agents,  and  are  therefore  probably  not  alde¬ 
hydes.  The  fractions  analysed  show  the  characteristic  reactions  of 
substituted  furfurans,  and  the  numbers  obtained  on  analysis  in  two 
cases  agree  with  those  required  for  trial ly If urfuran  and  dipropyl- 
furfurau.  H.  G.  C. 

Action  of  Ethyl  a-Bromiso butyrate  on  Ethyl  Propylmalonate 
and  Isopropylmalonate.  By  C.  A.  Bischoff  and  A.  Tigerstedt 
( Ber .,  23,  1987 — 1941). — When  ethyl  piopylmalonate  is  mixed  with 
an  alcoholic  solution  of  sodium  ethoxide,  and  ethyl  a-bromisobutyrate 
added,  the  normal  reaction  takes  place,  the  ethyl  salt  of  a  tricarb¬ 
oxylic  acid  being  formed.  This  has  the  composition  C]fiH2806,  and 
forms  a  slightly  yellowish  oil,  which  boils  at  300 — 301°.  It  cannot  be 
obtained  from  ethyl  isobntenyltricarboxylate  by  the  action  of  sodium 
ethoxide  and  propyl  iodide. 

On  hydrolysis,  the  ethyl  salt  yields  the  corresponding  propyliso - 
hutenyltricarboxylic  acid ,  Ci0lli6O6,  which  crystallises  in  colourless 
nodules,  readily  soluble  in  water  and  ether.  At  1G7 — 168°,  it  melts, 
giving  off  carbonic  anhydride  and  forming  a  dicarboxylic  acid.  The 
latter  was  found  to  be  a  mixture  of  two  geometrically  isomeric  acids, 
melting  at  51 — 53°  and  101 — 102°  respectively.  They  readily  pass 
one  into  the  other,  and  are  probably  symmetrical  methylpropylglutaric 
acids,  COOH-CHPra‘CH2*CHMe‘COOH. 

When  ethyl  isopropylmalonate  is  treated  with  sodium  ethoxide  and 
ethyl  a-bro  in  isobutyrate,  no  corresponding  reaction  takes  place,  a 
mixture  of  high  and  low  boiling  substances  being  obtained. 

H.  G.  C. 

Dialkyl  Cyanothiocarbamid.es.  By  O.  Hecht  (Ber.,  23,  1658 — 
1668;  compare  Wunderlich,  Abstr.,  1886,  435). — Methylthioearbamide, 
in  alcoholic  solution,  combines  with  sodium  cyanide  to  form  sodium 
methylcyanothiocarbamide,  NHMe’CS^Xu’CN  ;  by  the  action  of 
alkyl  halogens,  the  sodium  in  this  compound  may  be  displaced.  Since 
the  higher  thiocarbamides  react  in  the  same  manner  as  the  methyl 
compound,  there  is  no  difficulty  in  preparing  the  members  of  two 
homologous  series,  and  a  comparison  of  their  properties  would  show 
the  influence  of  the  relative  position  of  the  alkyl-groups  in  the  mole¬ 
cule. 

I.  Methyltiiiocakbamidealkyl  Cyanides,  NHMe-CS'NR-CN. — 
Methylthiocarbamidem ethyl  cyanide,  NHMe*CS*NMe-CN,  crystallises 
from  alcohol  in  transparent,  lustrous  plates;  on  heating  to  185°,  it 
becomes  yellow,  and  melts  at  194—195°  with  decomposition;  it  is 
readily  soluble  in  all  the  usual  menstrua  except  light  petroleum. 
J fe thy Ithiocarh ami depropyl  cyanide ,  NllMe'CS^NPr'CN,  crystallises 
from  hot  water  in  very  lustrous  plates  or  needles  melting  at  90'5° ; 
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it  is  less  soluble  than  the  methyl  compound.  Methylthiocarbamideal'yl 
cyanide ,  NHMe*CS*N(C3Hs)-CN,  is  deposited  from  alcohol  in  long, 
lustrous,  white  needles  melting  at  77'5°.  Me  thy  Ukioca  rbamidebenzy  l 
cyanide ,  NHMe*CS,N(C7H7),CN,  crystallises  from  hot  alcohol  in 
needles  melting  at  173°;  it  is  only  sparingly  soluble  in  ordinary 
solvents. 

II.  Ethylthiocarbamidealkyl  Cyanides,  RHEkCS-NR-CN. — Ethyl - 
thiocarbamideethyl  cyanide,  NHEt*CS'NEt*CN,  is  obtained  from 
sodium  ethylcyanothiocarbamide  and  ethyl  iodide  ;  it  crystallises  from 
strong  alcohol  in  white,  lustrous  laminm  melting  at  98 '2°,  and  re¬ 
solidifying  at  94°.  Ethylthiocarbamidepropyl  cyanide, 

NHEt-CS-NPr-CN, 

forms  a  loose,  white,  crystalline  mass  of  small  needles  or  leaves 
melting  at  74*7°  and  resolidifying  at  71°.  Ethylthiocarbamideallyl 
cyanide,  NHEt-CS*N(C3H5)-CN,  crystallises  in  small,  lustrous  plates 
melting  at  81*2°  without  decomposition.  Ethylthiocarbamidebenzyl 
cyanide,  NHEt*CS*N(C7H7)*CiST,  is  deposited  from  dilute  alcohol  as  a 
white  powder,  consisting  of  small,  flat  crystals  melting  at  143*5°. 

III.  Propylthiocarbamidearkyl  Cyanides,  NHPr-CS-NR-CN. — 
Propylthiocarbamidem  ethyl  cyanide  crystallises  from  alcohol  in  fine, 
white,  lustrous  plates  melting  at  115°  without  decomposition.  Propyl- 
thiocarbamid cethyl  cyanide  is  obtained  from  hot  water  in  plates 
melting  at  56°.  P ropylthiocarbumidepropyl  cyanide  is  deposited  from 
hot  water  as  a  crystalline  powder  melting  at  56°.  Propylthiocarb- 
amideatlyl  cyanide ,  crystallises  in  small,  white,  lustrous  needles 
melting  at  50'3°.  PropyWnocarbamidebenzyl  cyanide  crystallises  from 
hot  water  in  needles  melting  at  113°. 

IV.  Allylthiocartsamidealkyl  Cyanides,  NH(C3H5)*CS*NR-C.N’. — 
Sodium  allylcyanothiocarbamide  is  less  soluble  than  the  lower  homo- 
logues,  and  the  yield  of  alkyl-derivatives  is  comparatively  small. 
Allylthiocarbamideethyl  cyanide  crystallises  from  dilute  alcohol  in  fine, 
white  needles  melting  at  63'2°.  Allylthiocarbamidepropyl  cyanide 
melts  at  57*3°,  and  is  deposited  from  dilute  alcohol  in  small,  lustrous 
needles.  Allylthiocarbamideallyl  cyanide  forms  fine,  white,  interlaced 
needles  melting  at  52*4°.  Ally  It  hiocarb  amid  ebenzyl  cyanide  is  difficult 
to  purify;  it  is  obtained  from  dilute  alcohol  in  white,  lustrous  needles 
melting  at  116°  without  decomposition. 

V.  Phenylthiocarbamidealkyd  Cyanides,  NHPlrCS-NR-CN. — 
Phenyl thiocarbami demethyl  cyanide  is  very  sparingly  soluble,  except  in 
acetic  acid  ;  it  is  deposited  from  a  mixture  of  acetone  and  alcohol  in 
white,  lustrous,  crystalline  aggregates  melting  at  186°  with  decom¬ 
position.  Phenylthiocarbamideethyl  cyanide  crystallises  from  water  in 
white,  interlaced  needles  and  plates  melting  at  144°.  Wunderlich 
( loc .  cit .)  gives  the  melting  point  of  this  compound  as  119°.  Phenyl- 
thiocarbamidepropyl  cyanide  melts  underwater  ;  it  is  sparingly  soluble, 
and  separates  as  an  oil,  on  cooling  a  hot  solution;  after  remaining  for 
some  time,  the  oil  solidifies,  forming  white,  interlaced,  needle-shaped 
crystals  melting  at  108°.  Phenylthiocarbamideallyl  cyanide  is  obtained 
in  the  form  of  slightly  yellow,  lustrous  plates  and  needles  melting  at 
100°.  Phenylthiocarbamidebenzyl  cyanide  crystallises  from  a  mixture 
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of  acetone  and  alcohol  in  white,  lustrous  aggregates  of  needles  and 
plates  melting  at  182°  with  decomposition.  The  melting  points  of 
the  above  compounds,  except  the  ally]  and  aromatic  derivatives, 
decrease  with  rising  molecular  weights;  the  position  of  the  alkyl 
groups  does  not  affect  this  rule.  A  comparison  of  the  six  pairs  of 
metamerides  shows  that  the  compounds  containing  the  group 
•NMe-CN,  have  always  the  highest  melting  point ;  in  the  absence  of 
a  methyl-group,  that  metameride  melts  higher  which  has  the  alkyl 
of  larger  molecular  weight  linked  to  the  IN'CN  group.  J.  13.  T. 

Fucusol.  By  K.  Bieler  and  B.  Tottens  ( Annalen ,  258,  110 — 
128;  compare  Abstr.,  1890,  238;  Maquenne,  Abstr.,  1890,33;  and 
Hill,  Abstr.,  1889,  095). — Fucusol,  prepared  from  Fucus  by  distilla¬ 
tion  with  sulphuric  acid,  can  be  separated  by  fractional  distillation 
into  furfural dehyde  and  a  much  smaller  fraction  which  consists  of 
methylfurfuraldehyde  (b.  p.  182 — 184°).  The  fnrfuraldchydc  was 
proved  to  be  identical  with  that  obtained  from  bran  by  a  direct  com¬ 
parison  of  a  number  of  derivatives  of  the  two  substances. 

Methylfurfuraldehyde  gives  a  deep  orange-red  coloration  with 
aniline  acetate. 

Methylfurfurine,  prepared  by  boiling-  the  hydramide  with  soda,  is 
an  oil.  The  nitrate  is  crystalline.  The  acid  oxalate ,  C)8H16N203,CnH2Chi 
crystallises  in  microscopic  needles.  The  p lat inoch loricle, 

(C18H18N203>.,H3PtCl6, 

crystallises  in  microscopic  plates. 

When  a  trace  of  isatin  is  added  to  a  solution  of  methylpyromncie 
acid  in  concentrated  sulphuric  acid,  and  the  mixture  warmed  slowly, 
a  yellow,  then  a  brown,  and  finally  an  intense  green  coloration  is  pro¬ 
duced  ;  in  an  aqueous  solution  of  ammonium  methyl  pyromneate, 
ferric  chloride  produces  a  brown  precipitate. 

The  authors  have  succeeded  in  extracting  a  sugar  from  Fiicu*,  but 
have  not  yet  obtained  it  in  crystals.  This  sugar  yields  a  crystalline 
hydrazone,  melting  at  163 — 165°,  which  seems  to  have  the  composition 
Ci2H18N204,  and  a  crystalline  osazone,  melting  at  154 — 156°;  when 
distilled  with  dilute  hydrochloric  acid,  it  yields  furfuraldehyde  or 
methylfurfuraldehyde.  F.  S.  K. 

Configuration  of  the  Benzene  and  Hexamethylene  Mole¬ 
cule.  By  F.  Herrmann  (Her.,  23,  2060 — 2u62). — The  author  com¬ 
plains  that  Sachse  (Abstr.,  1888,  1181,  and  Ber.,  23,  1363)  has  not 
noticed  his  (the  author’s)  previous  paper  (Abstr.,  1888,  1020)  on  the 
configuration  of  the  benzene  and  hexamethylene  molecule  ;  he  points 
out  the  similarity  between  his  and  Sachse’s  diagrams,  and  proceeds 
to  discuss  the  conclusions  which  follow  from  the  comparison. 

F.  S.  K. 

Chlorine  Substitution-products  of  Metaxylene.  By  A.  Claus 
and  H.  Burstcrt  (J.  pr.  Ghent.  [2],  41,  552 — 563). — Chlorine  substi¬ 
tution-products  of  metaxylene  are  best  obtained  by  slowly  passing 
chlorine  into  a  solution  of  metaxylene  (100  grams)  in  chloroform 
(300  grams)  containing  finely  powdered  iron  (6 — 7  grams).  When 
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crystals  begin  to  form  in  the  liquid,  the  current  of  chlorine  is 
stopped,  and  the  product  poured  into  water  and  shaken  therewith  ; 
the  chloroform  solution  is  dried  with  calcium  chloride,  evaporated, 
and  the  residue  distilled.  Mono-,  di-,  and  tri-chlorometaxylene  distil 
over  below  250°,  and  tetrachlorometaxylene  remains.  The  first  three 
are  separated  by  fractional  distillation,  but  the  last  cannot  be  distilled 
without  decomposition  ;  it  may,  however,  be  completely  freed  from 
the  others  by  distillation  with  steam,  with  which  it  is  not  volatile. 

Chlorometaxylene  boils  at  180 — 181°  (uncorr.),  not  18G'5°  (corr. ; 
Jacobsen,  Abstr.,  1885,  1052). 

4  :  Q-Dichlorometaxylene  crystallises  in  colourless,  pearly,  large 
plates;  it  strongly  resembles  dichloroparaxylene  in  properties,  but  its 
crystalline  form  is  not  so  well  marked  ;  it  melts  at  68°  (uncorr.), 
boils  at  222°,  and  dissolves  easily  in  most  solveuts,  more  sparingly  in 
alcohol.  The  crystals  have  an  aromatic  odour,  and  become  liquid 
when  exposed  for  some  time  to  the  air;  they  sublime  unchanged. 

4  :  6-Dichloro-3-methylbenzuic  acid  is  formed  when  4  :  6-dichloro- 
metaxvlene  (1  part)  is  heated  with  nitric  acid  of  sp.  gr.  T18 
(15  parts)  in  a  sealed  tube  for  5 — 6  hours  at  150°.  It  crystallises  in 
colourless,  lustrous  needles  which  melt  at  170°  (uncorr.),  and  dissolve 
in  hot  water  and  the  other  usual  solvents.  It  is  not  formed  when 
chromic  acid  acts  on  4  :  6-dichlorometaxylene  in  glacial  acetic  acid, 
so  it  is  not  identical  with  Hollemann’s  dichloromethylbenzoic  acid 
(m.  p.  161°,  Annulen ,  144,  269)  ;  its  barium  salt  (with  2  mols.  ELO) 
is  described. 

4  :  G-Dichlo ri< ophlhaiic  acid  is  the  product  of  the  action  of  chromic 
acid  on  4  :  6-dichlorometaxylene ;  it  is  best  obtained  by  heating  the 
dichloroxylene  (1  part)  with  nitric  acid  of  sp.  gr.  T18  (20  parts)  in  a 
sealed  tube  for  several  hours  at  220°,  and  crystallising  the  product 
from  alcohol.  It  forms  a  white  powder,  consisting  of  small  needles, 
and  melts  at  280°  (uncorr.)  ;  it  dissolves  in  the  usual  solvents  except 
cold  water,  but  its  solution  in  hot  water  may  be  cooled  to  0°  without 
crystallising.  Its  barium  (with  1  mol.  H20),  silver,  copper ,  lead , 
nickel,  and  cobalt  salts  were  obtained. 

Trichlorometaxylene  crystallises  in  colourless,  lustrous  needles 
which  melt  at  117°  (uncorr.),  and  sublime  unchanged.  It  dissolves 
freely  in  glacial  acetic  acid,  benzene,  ether,  and  chloroform,  sparingly 
in  alcohol  ;  its  constitution  is  uncertain.  By  oxidation  either  with 
nitric  or  chromic  acid,  it  yields  trichlorisophthalic  acid  only.  This 
acid  crystallises  in  sleuder  needles  which  melt  at  223°  (uncorr.),  and 
sublime;  it  is  soluble  in  the  usual  solvents.  The  barium  (with  5  mols. 
ELO)  and  the  silver  salts  are  described. 

Tetrachlorovietaxylene  crystallises  from  a  mixture  of  chloroform  and 
alcohol  in  brilliant,  white,  brittle  needles  which  melt  at  210°  (un¬ 
corr.),  and  are  soluble  in  most  solvents  except  alcohol.  All  attempts 
to  obtain  an  acid  by  oxidising  tetrachlorometaxylene  have  failed. 

A.  Gr.  B. 

Action  of  Sulphuric  Acid  on  Iodometaxylene.  By  H.  Ham- 
ii erlich  ( Ber .,  23,  1634 — 1636). — Iodometaxylene  [Ale  :  Me  :  I  = 
1  :  3  :  4]  is  prepared  by  treating  diazoxylidine  sulphate  with  a  con¬ 
centrated  solution  of  potassium  iodide.  The  dark  coloured  oil  which 


ORGANIC  CHEMISTRY. 


1107 


collects  at  the  bottom  of  the  vessel  is  purified  by  washing  with  sodium 
hydroxide  solution.  After  distilling  several  times,  the  compound  is 
obtained  as  a  colourless,  strongly  refractive  liquid  of  sp.  gr.  1-6009  at 
13°;  it  boils  at  232°,  and  does  not  solidify  in  a  freezing-  mixture. 

Diiodoxylene ,  C6H2Me2l2,  is  obtained  by  treating  iodometaxylene 
with  2 — 3  times  its  weight  of  concentrated  sulphuric  acid.  After 
remaining  for  about  five  weeks,  the  crystals  which  form  are  sepa¬ 
rated,  amt  purified  by  washing  and  distillation.  The  compound  crys¬ 
tallises  from  alcohol  in  tufts  of  long,  white  needles  melting  at  72°. 
On  treating  the  acid  filtrate  from  the  diiodoxylene  with  barium  car¬ 
bonate,  the  barium  salt  of  the  corresponding  iodoxylenesulphonic  acid 
is  obtained,  crystallising  in  small,  lustrous  needles  which  are  sparingly 
soluble  in  hot  water. 

Iodoisnphthalic  acid  is  formed  by  the  oxidation  of  iodometaxylene 
with  dilute  nitric  acid  ;  the  compound  crystallises  with  great  diffi¬ 
culty,  and  is  best  purified  by  treating  the  barium  salt  with  hydro¬ 
chloric  acid  ;  it  melts  at  215°  with  decomposition.  The  barium  salt 
crystallises  in  small,  white,  lustrous  needles.  J.  B.  T. 

Metadichlorophenol  and  Metadibromophenol.  By  L.  Gar- 
zinO  ( Chem .  Centr.,  1890,  i,  820 — 821 ;  from  Atti  R.  Acad.  Sci., 
Torino ,  25). — The  author  nitrated  propionyldichloropbcnols  and 
propionyldibromophenols  with  the  object  of  preparing  inonochloro- 
and  monohromo-nitroquinones.  Instead  of  these,  a  dinitrodicliloro- 
phenol  and  a  dinitrodibromophenol  were  obtained. 

Dinit rodichlorophenol ,  C6HCIi(N02)/0H,  forms  yellow  crystals  melt¬ 
ing  at  105 — 106°,  readily  soluble  in  alcohol,  ether,  chloroform,  and  in 
hot  water.  It  volatilises  with  steam,  and  decomposes  when  heated 
rapidly.  It  decomposes  metallic  carbonates  in  the  cold.  The  potas¬ 
sium  salt  crystallises  in  red  needles  with  mol.  H20,  and  is  very 
soluble  in  water.  The  barium  salt  crystallises  with  3  and  with  2  mols. 
H20.  The  former  is  yellowish,  whilst  the  latter  is  reddish,  and  is  less 
soluble  in  water. 

By  nitrating  propionyldibromophenol  without  cooling,  the  prin¬ 
cipal  product  is  dinitrodibromophenol,  but  if  the  mixture  is  carefully 
cooled  during  the  nitration,  a  propionylnitrodibromophenol  is  also 
formed  in  some  quantity. 

Dinitrodibromophenol,  C6HBr>(N02)2-OH,  forms  reddish-yellow  crys¬ 
tals  melting  at  146°  with  decomposition.  It  is  readily  soluble  in 
alcohol  and  ether,  but  little  so  in  cold  water,  rather  more  soluble  in 
hot  water.  From  ether,  it  crystallises  in  beautiful  rhombohedrons. 
It  is  volatile  in  steam,  and  decomposes  metallic  carbonates  in  the  cold. 
The  potassium  salt  crystallises  with  mol.  H.O  in  the  form  of  dark- 
red  needles  little  soluble  in  water.  The  barium  salt  crystallises  with 
3  and  with  2  mols.  H20  in  the  form  of  small,  red  prisms. 

Propionylnitrodibromophenol,  CsH2Br2(2s  02)  0-C3H50,  crystallises 
from  dilute  alcohol  in  beautiful,  monoclinic  crystals  melting  at  54 — 5oJ. 
By  saponification,  the  nitrodibroinophenol  is  obtained ;  it  has  a 
beautiful,  yellow  colour,  and  melts  at  90 — 91°.  The  positions  of  the 
nitro-groups  in  these  compounds  is  not  determined.  J.  W.  L. 
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Chlorodibromo-  and  Bromodichloro-phenol,  and  their  Con¬ 
version  into  Quinones.  By  L.  Garzino  ( Ghent .  Centr.,  1890,  i, 
821  ;  from  Atti  R.  Acad.  Sci.>  Torino ,  25). — Chlorodibromophenol , 
C6H2Br2ChOH  [—  2  :  4  :  5  :  1  ?],  is  prepared  by  treating  meta- 
dibromophenol  with  dry  chlorine  at  40°.  It  crystallises  from  dilute 
alcohol  in  white,  silky,  lustrous  crystals,  very  soluble  in  ether,  chloro¬ 
form,  and  benzene,  soluble  in  dilute  acetic  acid,  nearly  insoluble  in 
water;  it  is  volatile  with  steam,  and  sublimes  at  ordinary  temperatures. 
The  barium  salt  crystallises  with  2£  rnols.  H20  in  small,  yellowish- 
white  needles;  the  aqueous  solntion  is  decomposed  partially  by  evapo¬ 
ration  ;  it  is  not  readily  soluble  in  water.  Benzoylchlorodibromophenol, 
C6H2Br2ChOBz,  forms  small,  white  prisms,  and  melts  at  65 — 65’5°. 

Propionylchlorodibromophenol,  C6H2Br3Ch0,C3Il50,  crystallises  from 
80  per  ceut.  alcohol  in  white  crystals  melting  at  3T5 — 32°.  By  ni¬ 
trating  this,  chlorobromonitroquinone  is  obtained  in  small  quantity  ; 
it  decomposes  at  its  melting  point,  227 — 228°  ;  it  is  insoluble  in 
water,  sparingly  soluble  in  ether,  insoluble  in  cold  95  per 
cent,  alcohol,  and  but  little  soluble  in  hot  alcohol  ;  this  solution 
beeomes brown  and  acid.  It  reacts  with  hydroxylamine  hydrochloride, 
phenylhydrazine,  and  aniline.  On  nitrating  the  propionylbromo- 
dichlorophenol,  no  quinone  is  obtained  ;  a  propionyl-derivative  of  nitro- 
bromodichlorophenol  and  a  substance  of  the  formula  Cj2H4Cl3BrN207, 
but  whose  constitution  could  not  be  determined,  were  obtained.  The 
latter  melts  at  215 — 217°.  The  propionylnitrobromodichlorophenol 
melts  at  S8'5 — SO0,  is  sparingly  soluble  in  water,  and  crystallises  from 
boiling  alcohol  in  greenish-white  rhombohedra.  J.  W.  L. 

o  O 


Action  of  Bromine  on  Phloroglucinol.  By  T.  Zincke  and  0. 
Kegel  ( Per .,  23,  1706 — 1732). —  By  the  action  of  bromine  on  phloro¬ 
glucinol,  Benedikt  (Abstr.,  1878,  499  ;  Jahresb .,  1880,  645),  and  Bene- 
dikt  and  Hazura  (Abstr.,  1886,  52)  obtained  three  compounds,  phlo- 
robromine,  C6Br9HO  :  liexabromophloroglucinol,  C6Br603 ;  and  octo- 
bromophloroglucinol,  C6Brb03.  The  observations  made  by  the  authors 
in  their  investigation  of  the  action  of  chlorine  on  phloroglucinol  (this 
vol.,  p.  488)  have  induced  them  to  repeat  these  experiments,  and  it 
has  been  tound  that  phlorobromine  has  not  the  formula  C6Br9HO,  but 
C5Br802,  and  is  in  reality  perbromacetylacetone,  CBiyCO‘C'Bra'CO,CBr3. 
It  forms  thick,  lustrous  needles  which  melt  at  154 — 155°,  and  give  oh 
bromine  at  a  higher  temperature.  It  dissolves  sparingly  in  light 
petroleum,  but  readily  in  benzene,  chloroform,  and  acetic  acid,  and  is 
not  attacked  by  soda  solution  or  by  nitric  acid.  Ammonia  converts  it 
into  tribromacetamide  and  methylene  bromide,  whilst  with  alcohol  it 
yields  bromoform  and  ethyl  di-  and  tri-bromacetate. 

The  formation  of  perbromacetylacetone  is  probably  preceded  by 
that  of  hexabromophloroglncinol,  which  is  then  acted  on  by  bromine- 
water  in  the  following  manner:  — 


CO-CBiyCO 

CBiyCOCBr2 


+  2Br,  +  2H,0 


COCBr3  +  CO* 
CBiyCO*CBr3 


+  2HBr. 


Prom  this,  one  would  expect  that  tribromophloroglucinol  would  yield 
by  the  action  of  chlorine  the  compound  CCbBr’CO’CBrChCO’CCbBr, 
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and  that  trichlorophloroglucinol  would  form  with  bromine  the  com¬ 
pound  CHrsCI'CO'CBrCl-CO’CBrjsCl.  The  latter  supposition  has 
proved  correct,  but  not  the  first,  as  in  that  case  the  pentabromo- 
com  pound  is  also  formed,  together  with  compounds  richer  in  chlorine. 
It  appears  probable  that,  on  the  one  hand,  the  mixed  trichlorotri- 
bromotrikctohexamethylcne  is  formed  ;  whilst,  on  the  other,  bromine 
is  set  free,  which  then  acts  on  the  first-named  compound,  forming 
pentabromotriehloracetylacetone.  This  compound  forms  hard, 
colourless,  vitreous  needles  which  melt  at  ho— 95°  to  a  milky  liquid 
which  becomes  clear  at  98°.  It  is  soluble  in  the  ordinary  solvents, 
the  solutions  quickly  undergoing  decomposition.  Ammonia  converts 
it  into  dibromochloraeetamide,  which  forms  thick,  colourless  needles 
or  broad  plates  melting  at  127 — 128°. 

B}r  the  action  of  bromine  on  phloroglueinol  in  concentrated  aqueous 
solution,  the  authors  have  not  been  able  to  obtain  Benedikt’s  octo- 
bromophloroglucinol,  but  have  isolated  hexabromophloroglucinol  and 
a  new  compound  having  the  composition  C8Br7H02.  If  the  bromination 
be  incomplete,  a  compound  C6Il3Br60.i  or  C8Br5H03,H20  is  also  ob¬ 
tained. 


Both  this  compound  and  the  hexabrominated  derivative  are  much 
more  stable  than  the  corresponding  hexachlorotriketohexamethylene, 
not  being  split  up  by  water,  alcohol,  or  ammonia. 

Hexabromotriketohexamethyb-ve  forms  large,  well-developed  tablets, 
which  are  colourless  or  slightly  yellow,  melt  at  14G — 147°,  and  de¬ 
compose  at  170 — 180°.  It  is  readily  soluble  in  ether,  chloroform,  hot 
benzene,  and  hot  acetic  acid,  and  is  exceptionally  susceptible  to  light. 
On  reduction,  it  yields  tribromophloroglucinol,  and,  under  favourable 


conditions,  phloroglueinol.  Bromine  converts  it  into  phlorobromine. 

The  second  compound,  C6Br5H03,H20,  is  probably  a  pentabromodi- 
,  T  7  CBr-CO'CBi’a 

k doliy dr oxyhexen e,  G  •  CBr ’CO  ’  as  J^ds  an  acetyl-deri¬ 


vative,  C6Br50/0 Ac,  by  the  action  of  acetic  anhydride  with  elimina¬ 
tion  of  2  mols.  of  water.  This,  on  reduction  and  further  treatment  with 


acetic  anhydride,  yields  tribromophlororjlucinol  triacetate,  C6Br;s(0  Ac)3, 
The  first-named  compound  forms  slender  needles  melti  ng  at  142°, 
whilst  the  second  melts  at  183 — 184°. 


Pentabromodiketohydroxyhexene  crystallises  in  transparent,  amber- 
yellow,  apparently  monoclinic  forms,  which  are  easily  soluble  in 
water  and  ether,  less  readily  in  chloroform  and  acetic  acid.  It  melts 
at  119 — 120°  with  decomposition,  and  does  not  lose  its  water  of  crys¬ 
tallisation  without  further  decomposition.  This  is  probably  combined 
in  the  same  manner  as  in  mesoxalie  acid,  which  would  account  for  the 


solubility  of  the  compound  in  water.  It  behaves  on  reduction  in  the 
same  manner  as  the  hexabromo-componnd,  and  by  the  action  of 
bromine  yields  the  compound  CjBiyHCb,  which,  as  already  stated,  is 
also  obtained  direct  from  phloroglueinol.  It  crystallises  from  a  mix¬ 
ture  of  carbon  bisulphide  and  light  petroleum  in  colourless,  mono¬ 
clinic  prisms  which  melt  at  93 — 94°,  and  give  off  bromine  at  a  higher 
temperature.  It  greatly  resembles  phlorobromine,  and  by  the  action 
of  water  yields  pentabromacetonc,  and  a  compound  which  is  possibly 
tel: nbromacetone  hydrate.  Ammonia  converts  it  into  tribromaeet- 
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amide.  From  these  facts,  it  would  appear  that  the  compound  is  a 
heptabromacetylacetone  having  the  constitution 

CBiyCO*CBiyCO-CBr2H.  H.  G.  C. 

Methyl-derivatives  of  Phloroglueinol.  By  A.  Sfitzer 
(Monatsh.,  11,  104 — 110). — The  methyl-derivatives  of  phloroglueinol 
may  be  obtained  in  satisfactory  yield  and  in  unvarying  proportions  if 
the  methyl  iodide  and  phenol  are  both  perfectly  dry,  and  if  in  their 
preparation  sodium  be  substituted  for  potassium.  The  phloroglueinol 
(1  mol.),  dried  at  100°,  and  the  sodium  (6  atoms)  are  separately  dis¬ 
solved  in  absolute  methyl  alcohol,  tlie  solutions  are  mixed,  and  the 
methyl  iodide  (6  mols.)  run  in,  drop  by  drop,  from  a  funnel.  The 
mixture  is  then  heated  in  a  reflux  apparatus,  so  arranged  as  to  ex¬ 
clude  moisture,  until  it  no  longer  gives  an  alkaline  reaction.  The 
remainder  of  the  operation  is  carried  out  in  accordance  with  the 
directions  of  Herzig  and  Zeisel  (Abstr.,  1888,  822).  On  treating  the 
product  with  dilute  aqueous  potash,  hexamethylpliloroglucinol  and  an 
oily  portion  remain  undissolved,  whilst  penta-  and  tetra-methylphloro- 
glucinol  and  a  product  not  yet  investigated  are  soluble  in  it. 

Hexamethylphloroglucinol  showed  the  same  melting  point  (80°)  as 
given  by  Margulies,  and  boiled  at  247'7°  (corr.).  On  treating  the 
compound  with  hydrogen  iodide,  Margulies  obtained  carbonic  an¬ 
hydride,  isobutyric  acid,  and  diisopropylmetliane,  the  latter  being 
presumably  secondary  products  from  dimetbylmalonic  acid  and  diiso¬ 
propyl  ketone,  which  would  decompose  under  the  influence  of  the 
reducing  agent  at  the  high  temperature  (2(j0°)  employed.  To  test 
the  truth  of  this  supposition,  the  author  has  made  experiments  sub¬ 
stituting  40  per  cent,  hydrochloric  and  50  per  cent,  sulphuric  acids 
for  the  hydrogen  iodide.  On  heating  the  mixtures  in  sealed  tubes 
at  190°,  carbonic  anhydride,  diisopropyl  ketone,  and  a  small  quantity 
of  isobutyric  acid  were  simultaneously  formed. 

Pentarnethilphloroylncinol. — This  compound  melts  at  114°,  and  boils 
at  261‘6 — 263'8U  (corr.),  and  has  been  described  under  the  name  of 
tetramethylphloroglueinol  by  Margulies.  When  an  alcoholic  solution 
is  treated  with  bromine,  monobromopeittameihi/lj/hloroglucinol ,  crystal¬ 
lising  in  beautiful,  small,  white  needles,  is  obtained;  it  melts  at 
75 — 7G°.  On  heating  for  several  hours  in  a  reflux  apparatus  with 
1  per  cent,  sodium  hydroxide,  this  compound  gradually  dissolves, 
and  on  distilling  the  product,  an  oil  boiling  at  123  7 — 126’5°  (corr.) 
passes  over.  This  oil  is  diisopropyl  ketone,  since,  on  oxidation,  it 
gives  a  mixture  of  acetic  and  isobutyric  acids.  On  heating  penta- 
methylphloroglucinol  (2  grams)  with  20  per  cent,  hydrochloric  acid 
(20  c.c.)  at  18(J°  in  a  sealed  tube,  isobutyric,  propionic,  and  carbonic 
acids,  diisopropyl  ketone,  and  perhaps  ethyl  isopropyl  ketone  are 
formed. 

Since  the  action  of  bases  on  the  brominated  pentamethylphloro- 
glucinol  indicates  the  existence  of  symmetrical  tetramethylacetone, 
and  since  its  hydroxylic  character  has  been  established,  the  constitu¬ 
tion  of  pentamethylphloroglucinol  must  be  expressed  by  the  formula 

OH-C<gKg>CMca. 
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On  oxidation  with  atmospheric  air,  four  of  the  inethyl-groups  of 
pentamethylphloroglucinol  are  converted  into  diisopropyi  ketone, 
and  the  fifth  into  acetic  acid.  It  may  be  supposed  that  in  this  action 
the  double-bonded  carbon-atoms  are  split  asunder,  and  the  free 
valencies  occupied  by  oxygen,  the  compound 

COOH-CMe2-CO-CMe2-CO-COMe 

being  formed,  and  that  this  hypothetical  triketonic  acid,  in  presence 
of  water  and  oxygen,  is  finally  split  up  into  carbonic  anhydride,  acetic 
acid,  and  tetramethylacetone.  G.  1\  yj 

Homofluorescein.  By  E.  Grimacx  ( Gompt .  rend.,  110,  1074 _ 

1076).— The  sodium-derivative  of  homoflnorescein,  prepared  bv 
Schwarz’s  method  (Abstr.,  1880,  551),  was  twice  recrystallised  from 
acetic  acid.  At  100°,  the  crystals  lost  31 '3  percent,  of  acetic  acid  • 
Schwarz's  product  lost  31  ’55  per  cent. 

Orcin-aurin,  prepared  by  Nencki’s  process  (Abstr.,  1882,  1201), 
was  also  crystallised  from  acetic  acid  ;  the  crystals  lost  32'2  per  cent 
at  100°. 

Both  products  had  precisely  the  same  appearance,  and  formed 
needles,  with  a  brown-red  kermes-like  colour,  which  did  not  melt  at 
300°.  When  heated  in  small  closed  tubes,  they  melt  and  decompose 
with  evolution  of  red  vapours  and  formation  of  a  carbonaceous 
residue.  With  barium  hydroxide  solution,  they  yield  a  red,  crystalline 
precipitate  of  a  barium  salt,  very  slightly  soluble  in  cold  water,  but 
soluble  in  boiling  water;  with  nitric  acid,  they  yield  nitro-derivatives 
which  crystallise  from  water  in  rhombic  lamellae  ;  and  with  alkalis 
they  yield  two  compounds  which  have  the  same  intense  fluorescence. 

The  homofluoresce’in  of  Schwarz  is,  in  fact,  identical  with  the 
orcin-aurin  of  Nencki.  The  formula  C42Hlf)05  agrees  better  with  the 
properties  described  by  Schwarz  and  with  his  analyses  of  the  nitro- 
derivatives  than  does  the  formula  C^HigOs,  which  he  ascribed  to  the 
compound. 

Resorcinol,  when  treated  with  chloroform  and  an  alkali,  yields  a 
bright-red,  non-fluorescent  solution  which  becomes  brown-red  on 
prolonged  boiling.  Acids  precipitate  a  yellow  powder  which  should 
be  identical  with  the  resaurin  obtained  by  Nencki  by  heating  resorcinol 
with  formic  acid  and  zinc  chloride  at  140°.  Resorcinphthalein  is 
fluorescent,  and  orcinphthalc'in  is  non- fluorescent,  but  the  reverse 
holds  good  for  the  products  of  the  action  of  chloroform. 

C.  II.  B. 

The  Phenol  contained,  in  Sassafras  Oil.  By  C.  Pomeranz 
( Monatsh .,  11,  101 — 103). — According  to  Grimaux  and  Ruott  (Gompt. 
rend.,  68,  928),  the  ethereal  oil  obtained  from  the  American  cinnamon- 
tree,  Laitrus  sassafras,  consists  of  10  per  cent,  of  a  terpene  C]0H|6,  90 
per  cent,  of  safrole,  Oi0H|0O2,  and  a  small  quantity  of  a  substance  of 
a  phenolic  nature,  which  can  be  abstracted  from  the  oil  by  shaking 
with  potash.  In  order  to  further  investigate  it,  the  author  has  ex¬ 
hausted  3  kilos,  of  crude  sassafras  oil  with  dilute  potash.  On  addin0, 
dilute  sulphuric  acid  to  the  alkaline  solution,  an  oil  separated  •  this 
was  washed,  dried  with  calcium  chloride,  and  distilled.  The  whole 
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of  the  oil  passed  over  between  216°  and  247°,  giving  7  grams  of  a 
colourless  liquid,  having  an  odour  greatly  resembling  eugenol.  It  is 
heavier  than  water,  in  which  it  is  nearly  insoluble,  and  dissolves 
readily  in  alcohol,  forming  a  solution  which  is  turned  blue  by  ferric 
chloride.  All  these  properties  agree  perfectly  with  those  of  eugenol, 
OH-CGH3(OMe)'C3H5.  The  elementary  analysis  and  the  conversion 
of  a  portion  of  the  substance  into  its  characteristic  benzoyl-deriva¬ 
tive  (compare  Call  ours,  Annalen,  108,  321),  crystallising  in  colourless, 
o-leaminw  prisms  melting  at  62°,  show  that  the  substance  is,  in  fact, 
rugenol°  G.  T.  M. 

Action  of  Zinc  Chloride  on  Methylacetanilide.  By  A.  Pictet 
and  J.  Pert  (Bit.,  23,  1903 — 1901;  compare  Abstr.,  1889,  971). — 
JWethylacctanilide  is  heated  with  zinc  chloride  at  290°  for  some  time  ; 
when  no  further  evolution  of  gas  occurs,  the  fu^ed  mass  is  poured  into 
dilute  hydrochloric  acid,  excess  of  alkali  added,  and  the  solution 
extracted  with  ether;  on  evaporation  of  the  ether,  an  oily  residue  is 
obtained  consisting  chiefly  of  quinoline  and  paratoluidine.  The  de¬ 
composition  of  methylacetanilide  is  therefore  strictly  analogous  to 
<  hat  of  ethylacetanilide.  J.  B.  T. 

Isomerism  of  Organic  Substances  containing  Nitrogen.  By 

L.  Gattermann  (Per.,  23,  1733 — 1737). — Nitroparacetyltoluide, 
CH3-C,Hs(NOs)-NHAc  (1.3. 4),  can  be  obtained  in  two  modifications, 
one  of  which  is  yellow  and  the  other  white,  according  as  it  is  crystal¬ 
lised  from  water  or  alcohol.  These  two  modifications  readily  pass 
iuto  one  another  under  various  conditions.  Thus  the  white  variety  is 
converted  into  the  yellow  compound  a  few  degrees  below  its  melting 
point,  and  either  modification  can  be  obtained  at  will  by  adding  a 
crystal  of  the  one  required  to  the  melted  substance.  The  butyryl 
compound  behaves,  according  to  Broemme,  in  a  similar  manner. 
Another  compound,  closely  related  to  the  foregoing,  acetylazimido- 
toluene,  also  exists  in  two  similar  forms  (Bossnect,  Abstr.,  1886,  874; 
Zincke  and  Lawson,  Annalen,  240,  119);  and  the  author  and 
Kitschke,  in  their  investigation  of  azoxyphenol  ethers,  find  that  a 
yellow  and  a  white  modification  of  parazoxyanisoi'l  can  also  be 
obtained. 

To  determine  whether  we  have  here  to  do  with  a  case  of  physical 
or  chemical  isomerism,  or  with  an  example  of  stcreometrically 
isomeric  nitrogen  compounds,  further  investigation  is  necessary. 

H.  G.  G. 

Anilides  and  Toluidides  of  Tartaric  Acid.  By  C.  A.  Bischoff 
and  O.  Nastvogel  ( Ber .,  23,  2047 — 2051). — An  amorphous  com¬ 
pound,  which  seems  to  have  the  composition  CeHsMO,  is  formed, 
together  with  tartrauilic  acid  and  various  amorphous  substances, 
when  acid  aniline  tartrate  is  heated  ;  it  softens  and  decomposes  at 
L'00 — 225°,  but  without  melting,  and  it  is  readily  soluble  in  alcohol 
and  glacial  acetic  acid,  but  only  sparingly  in  benzene. 

Tartaric  diorthotoluidide ,  Ci8H-MNa04,  is  obtained  when  orthotolui- 
diue  tartrate  (m.  p.  151 — 152°)  is  heated  with  orthotoluidine  at  160°  ; 
it  crystallises  from  dilute  alcohol  in  plates,  melts  at  182 — 183°,  and  is 
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readily  soluble  in  hot  acetone,  xylene,  glacial  acetic  acid,  and  alcohol, 
but  only  sparingly  in  hot  benzene,  chloroform,  and  carbon  bisulphide, 
and  almost  insoluble  in  ether  and  water.  The  dtaceft/ Z-derivative, 
C22H24N2Oc,  is  formed  when  the  ditoluidide  is  heated  at  135 — 140°  with 
acetic  anhydride  ;  it  melts  at  221 — 222°,  and  resembles  the  ditoluidide 
in  its  behaviour  with  solvents. 

Tartaric  diparatoluidide,  C16HonX204,  prepared  from  acid  paratolui- 
dinc  tartrate  (m.  p.  198°  with  decomposition),  crystallises  from  hot 
alcohol  in  colourless  needles,  and  melts  at  2G4°  with  decomposition. 
The  diaced/Z-derivative,  C2;.lI21X206,  separates  from  alcohol  in  crystals 
and  melts  at  202°.  F.  S.  K. 

Orthonitrodiphenylamine.  By  M.  Scuopff  (7 3er.,  23,  1S39 — 
1844  ;  compare  Abstr.,  1 889,  772). — An  increased  yield  of  orthonitrodi- 
phcnylamine  is  obtained  by  preparing  it  from  orthobromonitrobenzene, 
instead  of  orthochloronitrobenzene,  aniline  or  glycerol  being  used  as 
a  solvent  in  place  of  alcohol.  The  result  is  still  more  satisfactory  if 
the  orthobromonitrobenzene  is  first  sulphonated  and  then  treated 
with  aniline,  nitranilidobenzenesulphonic  acid  [X02  :  NHPh:  S03H 
=  1:2:5]  is  formed,  and  on  heating  with  hydrochloric  acid  in  a 
sealed  tube,  it  is  converted,  almost  quantitatively,  into  orthonitrodi¬ 
phenylamine.  All  attempts  to  prepare  an  acetyl-derivative  of  ortho- 
nitrodiphcnylaminc  were  fruitless. 

Orthonitrophenylparamidotoluen-e,  X02'C6H4-XH,C6H4Me  [XII  :  X02 
=  1:2;  XH  :  Me  =  1  :  4],  is  obtained  by  heating  orthobromonitro¬ 
benzene  with  excess  of  paratoluidine,  the  product  is  poured  into  dilute 
hydrochloric  acid,  and  purified  by  distillation  in  a  current  of  steam. 
The  compound  melts  at  G8°,  and  resembles  the  aniline-derivative  in 
appearance.  Experiments  with  the  naphthyl  amines  were  unsuccessful, 
and  no  satisfactory  results  were  obtained  with  bromonitrotoluene 
[Me  :  X02  :  Br  =  1  :  3  :  4]. 

Orthamidodiphenylamine>  XH2’C6H4*XHPh,  is  prepared  by  heating 
the  nitro-compound  with  alcoholic  ammonium  sulphide  in  a  sealed 
tube  for  four  hours  at  120°;  the  alcohol  is  evaporated,  the  residue 
treated  with  hydrochloric  acid,  boiled,  filtered,  and  the  base  precipitated 
with  ammonia.  The  compound  crystallises  from  water  in  colourless 
needles  melting  at  79 — 80° ;  it  is  readily  soluble  in  benzene,  chloroform, 
and  acetone,  but  less  so  in  light  petroleum;  it  is  identical  with  the 
substance  obtained  fromanilidoamidobenzoic  acid  [COOH :  XEL:  XHPh 
=  1  :  3  :  4]  by  distillation.  The  hydrochloride  is  prepared  by  adding 
concentrated  hydrochloric  acid  to  a  solution  of  the  base  in  dilute  acid  ; 
it  crystallises  in  needles,  and  gives  a  dark  red  coloration  with  ferric 
chloride ;  the  same  coloration  is  produced  on  exposure  to  air  of  an 
aqueous  solution  of  the  hydrochloride. 

Orthophenylazimidobenzene,  C6H4<^p^>,  is  obtained  by  the  action 

of  sodium  nitrite  on  orthamidodiphenylamine  dissolved  in  excess  of 
dilute  hydrochloric  acid;  the  precipitate  which  forms  is  dissolved  in 
alcohol,  water  is  added,  and  after  some  time  reddish  needles  arc  de¬ 
posited,  melting  at  89 — 90°.  This  compound  is  isomeric  with  the 
substance  obtained  by  Gattermann  and  Wiohmann  (compare  Abstr., 

VOL.  lyiii.  4  j 
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1888,  829)  from  aniline  and  diazoamidobenzene.  From  its  constitu¬ 
tion,  and  the  manner  of  its  formation,  Gattermann’s  componnd 
should  be  called  phenylpseudoazimidobenzene.  J.  B.  T. 

Derivatives  of  Diphenylamine  and  Phenazine.  By  R. 

Nietzki  and  O.  Ernst  ( Ber .,  23,  1852 — 1856). — Toluylene-blue, 
Ci5H18N4,  has  been  shown  to  belong  to  the  group  of  indamine  dyes ;  it 
is  prepared  by  the  action  of  nitrosodimethylamine  on  diamidotoluene 
[Me  :  NH2 :  NH2  =  1:2:4].  Toluylene-red,  CisH^N^,  which  is  formed 
from  toluylene-blue  by  the  action  of  heat,  is  known  to  be  an  amido- 
azine  (eurhodine).  Since  the  indamines  are  derived  from  amidodi- 
phenylamine,  the  leuko-base  of  toluylene-blue  should  have  the  formula 
C6H2Me(NH2)2-NH-C6H4-NMe2  [NH:(NH2)2:Me  =  1 :  2  :  4  :  5  ;  NH  :N 
=  1  :  4],  and  the  simplest  analogue  would  be  triamidodiphenylamine, 
CeH3(N'H)2-NH-C6H4-NH2  [NH :  (NH2)2  =  1:2:4;  NH:NH2  =1:4]. 

Dinitramidodiphenylamine ,  C6Ha(lSX}2)2-XH-C6H4'NH2,  is  prepared 
from  dinitrochlorobenzene  [Cl  :  (N02)2  =  1:2:4]  and  paradiamido- 
benzene  by  warming  the  alcoholic  solution.  The  compound  crystal¬ 
lises  from  benzene  or  chloroform  in  small,  brownish-red  leaves,  having 
a  metallic  sheen,  and  melting  at  177°  ;  it  is  sparingly  soluble  in 
alcohol,  and  has  tolerably  well  marked  basic  properties.  The  hydro¬ 
chloride  forms  slightly  yellow  needles.  The  picrate, 

C12HI0N4O4,C(H2(NO2VOH, 

crystallises  in  brown  needles.  On  warming  with  acetic  anhydride, 
the  ??umacetyZ-derivative  is  obtained,  crystallising  in  ruby-red  needles 
melting  at  238° ;  the  same  compound  may  also  be  prepared  by  the 
action  of  dinitrochlorobenzene  on  monacetylparadiamidobenzene. 

Diacetyldinitroamidodiphenylamine  is  formed  by  boiling  the  dinitro¬ 
compound  for  some  time  with  acetic  anhydride;  it  crystallises  in 
brownish-yellow  plates. 

Triamidodiphenylamine  hydrochloride  is  prepared  by  reducing  the 
dinitro-compound  with  stannous  chloride  and  hydrochloric  acid,  the 
stannochloride  is  precipitated  by  saturating  with  gaseous  hydrogen 
chloride,  and  the  tin  eliminated  with  hydrogen  sulphide  ;  the  com¬ 
pound  crystallises  in  flat  needles,  which  speedily  become  blue- violet 
on  exposure  to  air.  The  sulphate  crystallises  in  colourless, 
lustrous  needles.  A  violet-blue  compound  is  obtained  by  the  oxidation 
of  these  salts,  and  although  somewhat  unstable,  it  still  shows  all  the 
characteristic  properties  of  the  indamine  dyes,  and  is  undoubtedly  the 
analogue  of  toluylene-blue. 

2  .  2 -Liamidophenazine,  CJ2R2H6(NH2)2,  is  prepared  by  boiling  tri¬ 
amidodiphenylamine  stannochloride  with  calcium  carbonate  and  man¬ 
ganese  dioxide.  After  filtration,  the  solution  is  treated  with  a  little 
hydrochloric  acid,  and  the  hydrochloride  precipitated  with  sodium 
chloride.  The  free  base  is  obtained  by  the  action  of  ammonia;  it 
crystallises  from  water  in  dark  yellow  needles  melting  at  280°  ;  the 
alcoholic  and  ethereal  solutions  are  strongly  fluorescent ;  with  con¬ 
centrated  sulphuric  acid,  it  gives  a  green  coloration,  which  changes  suc¬ 
cessively  to  blue,  violet,  and  red  on  adding  water.  All  the  salts  are 
red  in  solution.  The  nitrate,  C)2Hi0N4,HI\O3,  crystallises  in  greenish, 
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lustrous  needles.  The  picrate  forms  needles  having  a  brownish  sheen. 
The  platinochloride ,  (C^HioNi^IDPtCle  -|_  H30,  is  obtained  as  a  fine 
crystalline  precipitate,  with  a  yellowish -green  lustre-. 

Diacetyldiamidoplienazine  is  prepared  by  heating  diamidophenazine 
with  acetic  anhydride  and  aceticacid  ;  it  crystallises  from  dilute  alcohol 
in  yellow  needles  melting  at  330°,  and  gives,  with  concentrated  sul¬ 
phuric  acid,  a  red  colour,  which  changes  to  yellow  on  adding  water; 
if  this  solution  is  boiled,  the  acetyl-groups  are  eliminated. 

The  salts  of  diamidophenazine  dye  silk  red ;  the  tint  is  yellower 
than  that  obtained  from  the  simpler  saframines,  but  the  dye  can  be  of 
no  technical  importance  on  account  of  the  yellow  shade  which  is 
produced  by  relatively  small  quantities  of  alkalis. 

Diamidophenazine  may  also  be  obtained  by  the  oxidation  of  para- and 
meta-diamidobenzene,  or  by  the  action  of  qninonediclilorimide  on  meta- 
diamidobenzene.  Plienazine  is  formed  by  treating  diamidophenazine 
with  sodium  nitrite  and  dilute  sulphuric  acid.  J.  B.  T. 

Diacetylorthodiamines.  By  A.Bistrzycki  and  F.  Ulffers  ( Ben 
23,  187G — 1880)  ;  compare  this  vol.,  p.  9G9). — The  following  com¬ 
pounds  have  been  prepared  in  addition  to  those  already  described.; 
they  are  obtained  by  boiling  the  diamine  (1  mol.)  with  the  anhydride 
(3 — 4  mols.)  for  a  few  minutes;  solid  anhydrides  may  be  dissolved  in 
boiling  benzene. 

J)iacetylorthop>Tienylenedicimine ,  C6H4(NHAc)2,  is  deposited  from 
water  in  long,  slender,  lustrous  needles,  or  in  thick  crystals,  melting 
at  185 — 18G;  it  is  readily  soluble  in  water,  alcohol,  chloroform, 
acetone,  and  glacial  acetic  acid,  but  more  sparingly  in  ether,  benzene., 
and  light  petroleum.  Dibenzoylorthophenylenediamine, 

C6H4(NHBz)2, 

has  already  been  prepared  by  a  different  method.  Diacetylorthodi- 
amidotoluene,  C6H3Me(NHAc)2  [Me  :  NHAc  :  NHAc  =  1 :  3  :  4],  is  ob¬ 
tained  from  hot  water  in  long,  slender  prisms  melting  at  210°;  it 
resembles  the  plienylene  compound  in  solubility;  on  distillation  at 
ordinary  pressure,  it  is  converted  into  ethenyltoluyleneamidine.  Bvpro- 
pionylorthodiaynidotoluene ,  C6H3Me(NH*COEt)2,  crystallises  from  water 
in  long,  flat  needles  melting  at  1 33° ;  it  is  very  sparingly  soluble  in  the 

ordinary  menstrua.  P ropcnyltoluyleneamidlne,  C6H3<(  ^>CEt,  is 

obtained  in  small  quantity  by  distilling  dipropionyldiamidotoluene 
under  a  pressure  of  84  mm. ;  the  distillate  is  dissolved  in  alcohol  and 
the  amidine  precipitated  with  ammonia.  It  crystallises  from  dilutealco- 
hol  in  characteristic  interlaced  needles  melting  at  16G°.  Dicinnciynyl- 
orthodiamidotoluene,  C6U3Mc(NH'CO-C8H7)2,  is  deposited  from  dilute 
alcohol  in  small, concentric  needles, melting  at  205 — 206°  with  previous 
softening.  1  .  2-Bipropionylnapldhylenediamine,  Ci0H8(NH-COEt)2, 
crystallises  from  alcohol  in  fine  prisms  melting  at  191 — 192;  it  is 
insoluble  in  ether  and  light  petroleum.  J.  B.  T. 

Diazobenzene:  a  Correction.  By  T.  Sandmbtrr  (J icr.,  23, 
1880 — 1S81). — The  author  refers  to  the  papers  of  L.  Gattcrmann  and  of 
*G.  Tobias  (compare  this  vol.,  pp.  970,  1149),  and  points  out  that,  owing 

I  4  /  2 
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to  a  printer’s  error  in  bis  original  paper  (compare  Abstr.,  18S4,  1311)’, 
the  word  “water”  was  omitted  from  the  description  of  the  process  for 
the  preparation  of  diazobenzene  chloride.  J.  B.  T. 

Intramolecular  Transformation  between  a  Diazo-salt-group 
and  a  Phenol-residue.  By  E.  Lei.ioiann  and  H.  Boye  (Tier.,  23, 
1781 — 17S3). — Orthonitrobenzyl  chloride  (1  mol.)  was  heated  with 
ethylmetamidophenol  (2  mols.)  in  alcoholic  solution  on  the  water- 
bath,  the  alcohol  was  then  distilled  off,  and  the  residual  oil  extracted 
repeatedly  with  water  to  remove  ethylamidophenol  hydrochloride. 
The  residue  was  treated  with  dilute  hydrochloric  acid,  and  a  grey, 
crystalline  powder  of  the  hydrochloride  of  orthonitrobenzylethylmet- 
amidophenol,  H0-CGHyNEt-CH2'C6H1-X02,HCl.  was  obtained.  This 
was  reduced  by  dissolving  it  in  strong  lydrochloric  acid,  and  allowing 
the  solution  to  remain  with  rather  more  than  the  calculated  quantity 
of  stannous  chloride.  The  greater  part  of  the  hydrochloric  acid  was 
then  evaporated,  the  residue  diluted  with  much  water,  cooled,  and 
poured  into  a  cold  solution  of  ammonium  sulphide;  orthamidobenzyl- 
cthylmetamidophenol,  HO'C,  HyNEt-C^’CsHvNIB,  then  separated  in 
small,  brilliant,  nearly  colourless  plates,  which  after  recrystallisation 
from  ether  melted  at  145°.  It  was  dissolved  in  dilute  hydrochloric  acid 
and  heated  with  sodium  nitrite  (1  mol.)  ;  the  solution  turned  brown. 
After  remaining  for  24  hours,  the  colouring  matter  was  precipitated 
by  adding  sodium  acetate,  and  when  dried  formed  a  dark-brown 
powder  with  a  green  fluorescence.  It  may  be  called  azobenzyl- 
ethylaviido'phenol  or  azoxyethylbenzylaniline ,  as  it  has  the  constitution 

[N  :  NEt :  OH  =  1  :  2  :  4,  N  :  CH2  =  1 :  2] ; 

probably  the  diazochloride,  HO’CsHcXELGHvCgH^NCI,  is  formed 
as  a  stage  in  the  reaction.  It  behaves  like  an  azo-colouring  matter, 
and  dyes  silk  a  yellowish-brown  which  is  hardly  altered  by  acids  or 
alkalis.  It  is  decolorised  by  reducing  agents,  and  dissolves  easily  in 
alcohol,  acetic  acid,  and  phenol.  C.  P.  B. 

Reduction  of  Nitro-azo-compounds  by  Alcoholic  Ammo¬ 
nium  Sulphide.  By  C.  Willgerodt  (/.  j>r.  Ghem.  [2],  42,  49 — 56). 
— Dihydroyaradinitro-azobenzene  has  been  obtained  by  the  author  from 
paradinitro- azobenzene  (m.  p.  215 — 220°)  by  the  action  of  alcoholic 
ammonium  sulphide;  it  melts  at  248 — 250°,  but  by  rec^stallisation 
the  melting  point  falls,  owing  to  decomposition ;  the  compound 
obtained  by  Lermentoff  (this  Journal,  1S~2,  503),  and  called  dinitro- 
hydrazobenzene  by  him  and  by  Janovsky  (Abstr.,  1885,  789),  is 
undoubtedly  identical  with  it,  notwithstanding  that  Lermentoff  gives 
the  melting  point  as  220°.  Janovsky  (loc.  cit .)  describes  a  nitro-azo- 
benzenenitrolic  acid  (m.  p.  2IS°),  which  gives  very  similar  reactions 
to  the  author’s  dihydroparadinitro-azobenzene.  By  careful^  following 
Janovsky ’s  directions,  the  author  has  failed  to  obtain  this  nitrolic  acid, 
but  has  always  obtained  dihydroparadinitro-azobenzene  ;  he,  there¬ 
fore,  concludes  that  all  these  three  substances  are  identical. 

When  ortho-  or  paranitro-azobenzene  is  shaken  with  alcoholic 
ammonium  snljphide,  and  the  solution  precipitated  by  water,  the  corre- 
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sponding  azoxybenzcncs  (in.  p.  212°,  uncorr.)  are  obtained;  they  are 
very  similar  to  each  other,  and  are  identical  with  Janovsky’s  hexaz- 
oxy benzene  (Abstr.,  1886,  704).  When  the  precipitated  azoxybenzene 
is  dissolved  in  alcohol,  precipitated  by  water,  and  dried  over  calcium 

,  ,  3  ^  NH(OH)-C6H4-N2Ph  .  ,  .  ,  wt 

chloride,  a  compound,  U<  I  >  18  obtained.  When 

.N  H(Url),l_/6.ti4*.>i2l  h 

an  ethereal  solution  of  the  azoxybenzene  is  mixed  with  alcoholic 
platinic  chloride, 'a  platinochloride ,  OX^PhXa’CBHj^E^PtCle,  is  pro¬ 
duced.  When  the  compound  precipitated  by  water  from  alcoholic 
solution  (see  above)  is  further  dried  at  40 — 50°  over  calcium  chloride, 
an  azohydroxyazobenzene,  PhN2-C6H4,NOH  (Janovsky’s  nitrolic  acid), 
is  obtained  ;  a  platinochloride  thereof  is  described.  A.  G.  B. 


Isomeric  Hydrazones  of  Orthonitrophenylglyoxylic  Acid. 
By  H.  C.  Fehrlix  ( Ber .,  23,  1574 — 1587). — When  the  hydrazones 
of  plienylglyoxylic  acid,  acetophenone,  and  benzaldeliyde  are  heated 
with  either  aqueous  or  alcoholic  potash,  and  sulphuric  acid  added  to 
the  solution,  the  original  substance  is  regenerated,  and  the  same  is  the 
case  with  the  hydrazone  of  metanitrophenylglyoxylic  acid  ;  but  ortho¬ 
nitrophenylglyoxylic  acid  hydrazone,  though  not  acted  on  by  aqueons 
potash,  is  converted,  even  in  the  cold,  by  alcoholic  potash  into  an 
isomeric  compound,  which  is  precipitated  by  the  addition  of  acids. 

Metanitrophenylglyoxylic  acid  hydrazone  was  obtained  by  adding  an 
acetic  acid  solution  of  phenylhydrazine  to  an  aqueous  solution  of  the 
acid.  It  crystallises  from  glacial  acetic  acid  in  transparent,  yellow,' 
quadrangular  plates  which  melt  with  decomposition  at  174 — 175°.  It 
yields  no  isomeric  compound  when  treated  with  potash. 

Orthonitrophenylglyoxylic  Acid  Hydrazone. — The  acid  was  prepared  by 
Claissen  and  Shadwell’s  method,  the  improvements  introduced  being 
described  in  detail.  Orthonitrobenzoyl  chloride  was  heated  for  24  hours 
100°  in  a  sealed  tube  with  silver  cyanide.  The  contents  of  the  tube 
were  extracted  with  ether,  and  the  oil  (cyanide)  left  after  evaporating 
the  ether  was  shaken  with  fuming  hydrochloric  acid,  and  allowed  to 
remain;  in  three  to  four  hours  it  was  converted  into  the  amide,  which, 
after  recrystallisation  from  benzene,  melted  at  199°  (if  from  water, 
at  192°).  This  was  dissolved  in  water  and  heated  with  potash  until 
a  slight  smell  only  of  ammonia  could  be  perceived  ;  the  solution  was 
then  acidified,  when  orthonitrophenylglyoxylic  acid  was  obtained 
as  a  brownish  oil,  solidifying  to  groups  of  small,  colourless  needles, 
which  melted  at  49°.  The  acid  was  dissolved  in  water,  phenyl¬ 
hydrazine  dissolved  in  acetic  acid  was  added,  and  the  hydrazone 
obtained  by  concentrating  the  solution.  When  recrystallised  from 
alcohol,  it  forms  transparent,  red  crystalline  aggregates  ;  from  acetic 
acid,  it  crystallises  in  small,  yellow,  transparent  tables;  it  melts  with 
decomposition  at  165 — 166°.  When  treated  with  an  alcoholic  alkaline 
solution,  it  is  converted  into  an  isomeric  compound,  which  separates 
as  a  yellow  precipitate  when  the  solution  is  acidified,  and  crystallises 
from  alcohol  in  brilliant,  golden  needles  melting  with  decomposition 
at  189 — 190°,  and  becoming  superficially  green  when  exposed  to 
light.  A  saturated  solution  in  acetic  acid  (sp.  gr.  T06)  contains 
at  19°  and  20°,  1*06  and  1*24  parts  of  the  hydrazone,  and 
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024  and  0‘28  parts  of  the  isomeride.  Both  are  insoluble  in  water 
and  light  petroleum,  and  nearly  so  in  benzene,  but  dissolve  in  alcohol, 
ether,  and  acetic  acid,  the  isomeride  less  readily.  They  are  not  acted 
on  by  dilute  acids  or  strong  hydrochloric  acid  ;  in  concentrated  sul¬ 
phuric  acid  they  give  yellow  solutions,  which  yield  a  resinous 
product  when  diluted  with  water.  The  original  hydrazone  dissolves 
easily  in  strong  nitric  acid,  and  on  pouring  the  solution  into  water, 
yellow  crystals  are  obtained,  melting  at  77 — 80°.  The  isomeric  com¬ 
pound  dissolves  with  difficulty,  and  only  when  the  solution  is  heated  ; 
the  product  melts  at  98 — 100°.  Both  these  compounds  give  unstable, 
purple  solutions  with  alkalis,  and  an  unstable,  deep-violet  substance 
when  treated  with  gaseous  ammonia.  The  hydrazone  is  easily  soluble 
in  aqueous  alkalis,  the  isomerides  only  with  difficulty ;  the  addition  of 
an  acid  reprecipitatcs  the  substance  in  both  cases. 

Orthophenylglyoxylic  acid  methylhydrazone  was  prepared  as  above, 
using  methylphenylhydrazine  instead  of  phenylhydrazine  ;  it  separates 
out  when  the  solution  is  warmed,  and  crystallises  from  alcohol  in  red¬ 
dish-yellow  needles  melting  at  141 — 142°.  It  forms  no  isomeric  com¬ 
pound  when  treated  with  alkalis.  With  strong  nitric  acid,  it  yields  a 
deep  blue-green  solution  ;  with  strong  sulphuric  acid,  a  violet  solution. 

The  fact  that  the  two  hydrazones  of  orthonitrophenylglyoxylic  acid 
give  different  compounds  when  treated  with  strong  nitric  acid,  shows 
that  they  are  chemically,  and  not  merely  physically,  isomeric.  And 
that  the  isomerism  is  due  to  a  change  in  place  of  the  hydrogen-atom 
of  the  hydrazone-group  is  shown  by  the  methylhydrazone  yielding  no 
isomeride.  The  following  two  formula?  are  therefore  proposed  : — 

NHPh*N:C(COOH)-C6HpNOa.  ^H“>C(C00H)-C6H4-N02. 

NPh 

The  hydrazone  (165 — 166°).  The  isomeride  (189 — 190°). 

These  are  to  some  extent  supported  by  the  fact  that  the  two  sub¬ 
stances  appear  to  behave  in  the  same  manner  when  reduced,  both 
yielding  a  yellow  product  of  amido-oxindol.  C.  F.  B. 

Azohydrazine  and  Polyazo-compounds.  By  C.  Willgerodt 
(J.  pr.  Ghem.  [2],  41,  563 — 565). — The  author  and  his  pupils  have 
obtained  the  following  compounds  by  methods  which  will  be  fully 
detailed  in  a  future  communication. 

Picrylparachlorophertylliydrazine. — This  occurs  in  two  modifications  ; 
the  red  variety  crystallises  in  slender,  reddish-yellow  prisms  which 
melt  with  decomposition  at  170 — 175°;  the  yellow  variety'  crystallises 
in  very  small,  transparent,  yellow  needles  which  melt  with  decom¬ 
position  at  1 76°,  and  are  unstable,  being  converted  into  the  red  variety 
by  heating  with  alcohol.  Long  digestion  with  alcohol  converts  both 
varieties  into  dinitrosonitroparachlorazobenzene, 

C6H4C1-N2-C6H2(N0)2-N02, 

melting  at  199 — 200°.  Similar  treatment  with  glacial  acetic  acid 
converts  them  into  dinitronitrosoparachlorazobenzene,  melting  at 
241 — 242°,  whilst  oxidation  with  chromic  acid  converts  them  iuto  tri- 
nitroparachlorazobenzene,  C6H4C1*N2-C6H2(N02)3,  melting  at  138 — 139,°. 
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Tetranitroparachlorazobenzene,  NO^CeHaCbN^CeH^NO^s,  melts  at 
1 S4 — 1 85°.  Trin  ilronitrosoparachlorazobenzene, 

NO*-C6H3Cl-N#-C6H2(KOa)a*NO, 
melts  at  180 — 181°.  Trinitronitrosoazobenzenephenylhydrazine , 
NHPh-NH-C6H3(N02)-N2-C6H3(K02)2-N0, 

melts  at  130 — 131°.  Trinitronitrosoazobenzeneparachlorophemylhydr- 
azine ,  C,H1Cl-NH-NH-C«H,(NOa)-N1-C,H*(XOI)2-NO,  molts  at 
145 — 156°  (?  14G°).  Trinitronitrosoazobenzeneazoparacidorobenzene, 
(3,^01- N2-C«H^N03)-X2-C,HaCN02)g-N0>  melts  at  98—99°.  Trinitro- 
nitrosoazobenzenenitroazoparachlorobenzene, 

N02-C6H3C1-N2-C6H3(N02>N2-C6H2(N02)2-N0, 

melts  at  111 — 112°.  Tetranitronitrosodisazobenzeneparachlorophenyl- 
hydrazine ,  C6H1C1-N2H2-C6H3(N02)-N2-C6H/N02)-N,-C6H2(X02)2-N0, 
melts  at  238 — 239°.  a-Dinitrophenylparachlorophenylhydrazine, 

C6H4C1-N2H2-C6H3(N02)2  [Cl :  (NH)  =  4:1,  and  (NO,)*  =-2:4], 
melts  at  146 — 147°.  Dinitroparachlorazobenzene, 
C6H4C1-X2-C6H3(X02)2, 

melts  at  151 — 152°.  Nitronitrosoparacldorazobenzene, 
CeH1Cl-N*-C6H3(N02)-N0, 
melts  at  141 — 142°.  Dinitrosoparachlorazobenzene, 
C6H4C1-X2-CgH3(NO)2, 

melts  at  135 — 136°. 

Picrylmetachlorophenylhydrazine  forms  orange  prisms  which  melt 
at  178 — 179°  (uncorr.).  Two  bromo-derivatives  of  the  picrylortho- 
hydrazine  compound  have  been  obtained ;  the  lower  one  crystallises  in 
yellow  needles  melting  at  269°  ;  the  higher  one  in  red-yellow  needles 
melting  at  170°.  A.  Gr.  B. 


Azoxyphenol  Ethers.  By  L.  Gattermann  and  A.  Ritscjike 
(Ber.,  23,  1738 — 1750). — In  many  reactions  the  phenol  ethers  behave 
in  a  similar  manner  to  the  hydrocarbons,  and  the  authors  have  there¬ 
fore  examined  the  reduction-products  of  their  nitro-compounds  in 
order  to  ascertain  whether  isomerides  exist  similar  to  those  described 
by  Janovsky  for  azoxytoluene.  In  the  meantime,  however,  Hantsch 
and  Werner  have  shown  that  in  the  latter  case  no  isomerism  exists, 
and  the  authors  also  find  that  with  the  azoxyphenol  ethers  no 
isomerism  of  the  ordinary  kind  exists.  As  already  mentioned,  how¬ 
ever  (see  preceding  abstract),  one  of  these  compounds,  namely, 
parazoxyaniso'il,  exists  in  a  yellow  and  white  modification. 

Paranitropheneto'il  gave,  on  reduction  with  sodium  in  methyl 
alcohol  solution,  a  mixture  of  two  compounds,  of  which  the  one  occur¬ 


ring  in  larger  quantity,  is  azoxyaniso'il,  0<[  *T 


N*C6H4*OMe 


N-CsIB-OMc 


,  and  not,  as 


expected,  azoxyphenetoil, 


In  presence  of  an  excess 
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of  methyl  alcohol,  the  ethyl-group  is  therefore  displaced  by  methyl. 
This  compound  is  also  obtained  by  the  reduction  of  paranitranif  oil 
with  sodium  in  methyl  alcohol  solution,  but  if  ethyl  alcohol  is 
employed,  the  chief  product  is  azoxyphcneto'il.  A  subsidiary  product 
is  also  obtained  in  this  case,  identical  with  the  second  of  the 


two  compounds  obtained  from  paranitropheneto’il ;  it  has  the  con- 
.  .  ^  N-C6H4-OMe 

stitution  °<^.CgH-4.0Ef 


An  attempt  was  made  to  prepare  this  in  larger  quantity  by 
reducing  a  mixture  of  paranitroanisoil  and  paranitropheneto’il  in 
molecular  proportion,  with  sodium  and  methyl  alcohol.  It  was  found, 
however,  that  the  paranitropheneto’il  is  first  completely  converted 
into  paranitroanisoil,  which  is  then  reduced  to  azoxyanisotl.  The 
same  mixture  was  then  reduced  with  sodium  and  a  mixture  of  methyl 
and  ethyl  alcohols,  when  a  compound  was  obtained  having  a  different 
melting  point  from  the  mixed  compound  above  described ;  it  is  at 
present  being  further  investigated. 

All  these  compounds  when  first  melted  form  a  milky  liquid,  which 
only  becomes  clear  on  raising  the  temperature.  Thus  azoxyaniso'il 
melts  at  116°,  and  becomes  clear  at  134-° ;  azoxyphenetoil  melts  at 
134°,  and  becomes  clear  at  165°  ;  whilst  the  mixed  compound  melts  at 
86°,  and  becomes  transparent  at  110°.  They  belong,  therefore,  to  the 
class  described  by  Lehmann  as  fluid  crystals.,  H.  G.  C. 


Phenylsuecinazone.  By  G.  Ciamictar  and  0.  U.  Zanettt  (Bor., 
23,  1784 — 1787). — A  dilute  aqueous  solution  of  succinaldioximc,  pre¬ 
pared  from  pyrroline  (compare  Abstr.,  1889,  1208),  was  gently 
warmed  with  five  times  the  quantity  of  phenylhydrazine  acetate  ;  the 
solution  was  cooled,  and  the  precipitated  phenylsuecinazone  purified 
by  recrystallising  it  once  from  boiling  alcohol ;  it  melted  at  124 — 125°. 
When  it  is  rubbed  in  a  mortar  with  25  times  its  weight  of  strong 
hydrochloric  acid,  phenylhydrazine  hydrochloride  separates,  and 
a  yellow  solution  is  obtained  containing  a  weak  base,  which  is  pre¬ 
cipitated  in  white  or  pinkish  flakes  when  the  solution  is  diluted  with 
water.  It  was  boiled  repeatedly  with  alcohol  and  recrystallised  from 
ethyl  acetate,  forming  thin,  white  needles  which  melt  with  decom¬ 
position  at  184 — 185°.  It  dissolves  in  strong  acids,  but  is  precipitated 
when  the  solutions  are  diluted;  with  sulphuric  acid  and  potassium  chro¬ 
mate,  it  gives  a  deep  blue  colour;  it  yields  a  yellow,  amorphous  platino- 
chloride,  and  it  disssolves  in  ether,  boiling  ethyl  acetate,  hot  benzene, 
and  acetic  acid,  sparingly  in  alcohol,  and  not  at  all  in  light  petroleum. 
An  analysis  and  a  molecular  weight  determination  by  Raoul t’s 
method  showed  that  it  has  the  formula  C30H20N4.  It  appears  to  be 
neither  a  pyrroline-  nor  a  pyridazin e-derivative,  but  is  probably  closely 
allied  to,  perhaps  a  lower  homologue  of,  the  compound  C22H24N.,, 


obtained  by  Ach  (this  vol.,  p.  70),  by  reducing  methylphenylpyrid 
azone,  s°dium  and  alcohol.  C  F  B 


Cyanogen  Additive  Products  of  some  Amidoximes.  By  O. 

Nordenskjold  (_Z?er.,  23,  1462 — 1464). — Dicyanobenzenylamidoximt1 , 
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C9H8NiO,  is  precipitated  in  needles  when  cyanogen  is  passed  into  an 
alcoholic  benzene  solution  of  bcnzenylamidoxime.  It  melts  at  116°, 
is  only  sparingly  soluble  in  benzene,  and  is  gradually  decomposed  by 
boiling  alcohol  and  boiling  water  ;  it  is  decomposed  by  dilute  hydro¬ 
chloric  acid  and  warm  soda,  and  when  warmed  with  acetic  anhydride 
it  yields  acetylbenzcnylamidoxime  (m.  p.  06°). 

T)icyano-fi-naphthenylamidoxime,  C]3Hi<(N,iO,  separates  in  crystals 
when  cyanogen  is  passed  into  an  alcoholic  solution  of  /5-naphthenyl- 
amidoxime  ;  it  melts  at  118 — 119°,  and  resembles  the  preceding  com¬ 
pound,  than  which,  however,  it  is  rather  more  readily  soluble  in 
benzene.  F.  S.  K. 


Isomerism  of  the  Aldoximes.  By  E.  Beckmann  (Ber.,  23, 
1680 — 1692). — The  author’s  previous  researches  on  the  two  isomeric 
benzaldoximes  (Abstr.,  1889,  607,  979)  have  led  to  the  conclusion 
that  their  constitution  is  represented  by  the  formula  CHPh.'hwOH 


and 


NH  — 
CHPh 


>0,  the  chief  ground  for  this  supposition  being  that  their 


benzyl  ethers,  in  the  preparation  of  which  only  small  quantities  of 
bye-prodnets  are  formed,  contain  the  benzyl-group  attached  to  the 
oxygen-atom  and  to  the  carbon-atom  respectively.  Goldschmidt,  on 
the  contrary,  regards  the  two  oximes  as  structurally  identical,  inas¬ 
much  as  both  combine  with  phenyl  cyanate  in  the  absence  of  water 
(this  vol.,  p.  253),  and  his  conclusions  have  been  further  adopted  by 
Ilantzsch  and  Werner  (this  vol.,  p.  318).  The  author  has  investi¬ 
gated  this  reaction  more  closely,  and  finds  that  with  the  reagent  in 
question  intramolecular  change  readily  takes  place,  even  at  a  low 
temperature,  and  that,  further,  the  /5-benzyl  ether  itself  can  combine 
with  a  molecule  of  phenyl  cyanate.  Hence,  no  conclusion  as  to  the 
presence  or  absence  of  a  hydroxyl -group  can  be  drawn  from  the 
behaviour  of  this  reagent.  As  regards  the  formation  of  benzonitrile 
from  /5-ben2aldoxime,  from  which  certain  theoretical  conclusions  have 
been  drawn  by  Hantzsch  and  Werner  ( loc.cit .),  the  author  shows  that 
this  is  not  formed  directly,  but  that  the  first  product  of  the  reaction 
is  benzamide. 

For  the  preparation  of  a-benzaldoxime,  benzaldehyde  is  mixed  with 
an  excess  of  20 — 25  per  cent,  soda  solution,  and  hydroxylamine 
hydrochloride  added  in  small  portions  at  a  time;  the  solution  is  then 
extracted  with  ether,  and  the  oxime  precipitated  by  passing  in  carbonic 
anhydride.  For  further  purification,  the  oxime  is  added  to  an 
alcoholic  solution  of  sodium  ethoxide,  when  the  a-sodium  salt  is  pre¬ 
cipitated,  whilst  the  /5-compound  present  remains  in  solution. 

/5-Benzakloxime  is  most  readily  obtained  by  passing  dry  hydrogen 
chloride  into  an  ethereal  solution  of  the  a-compound ;  the  precipitated 
hydrochloride  is  washed  with  ether,  and  passed  into  a  separating 
funnel  containing  ether  and  a  concentrated  soda  solution.  After  shak¬ 
ing,  the  oxime  remains  in  the  ether,  and  is  obtained  on  evaporating  the 
latter  in  almost  the  theoretical  quantity.  It  crystallises  in  rhombic 
tablets  (a  :  b  :  c  =  05612  :  1  :  0404),  and  if  washed  with  or  crystal¬ 
lised  from  benzene  does  not  undergo  spontaneous  conversion  into  the 
a-oxime. 
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a-Anisaldoxime  is  always  formed  by  the  direct  action  of  hydroxyl-' 
a  mine  on  anisaidehyde.  It  is  thus  obtained  in  vitreous,  rliomboidal  crys¬ 
tals  which  melt  at  61 — 62°,  and  are  soluble  in  alcohol  and  still  more 
readily  in  benzene.  Its  benzyl  ether,  CisH^NCb,  may  be  obtained  from 
it  by  the  action  of  sodium  ethoxide  and  benzyl  chloride,  or  by  the 
action  of  a-benzylhydroxylamine  on  anisaidehyde.  It  forms  small 
plates  which  melt  at  46’5°,  and  does  not  yield  a  hydrochloride. 

/3-Anisaldoxime  is  prepared  from  the  a-compound  in  a  manner 
similar  to  /3-benzaldoxime.  It  is  very  sparingly  soluble  in  benzene, 
and  may  thus  be  readily  separated  from  the  a-componnd.  It  crystal¬ 
lises  in  slender  needles  melting  at  130 — loO'b0,  and  is  much  moi'e 
stable  towards  alcohol  than  the  corresponding  /3-benzaldoxime,  but 
not  towards  ether.  Its  benzyl  ether,  formed  from  it  by  the  action  of 
sodium  ethoxide  and  benzyl  chloride,  or  obtained  directly  from  anis¬ 
aidehyde  and  /3-benzylhydroxylamine,  crystallises  in  square,  colourless 
tables  melting  at  106 — 107°.  Its  hydrochloride  melts  at  167 — 168° 
with  evolution  of  gas. 

By  the  action  of  a  solution  of  hydrogen  chloride  in  acetic  acid  con¬ 
taining  acetic  anhydride  on  a-benzaldoxime,  the  latter  is  at  once 
converted  into  the  /3-compound,  and  after  remaining  for  two  days  at 
the  ordinary  temperature,  large  quantities  of  benzamide  separate. 
If  no  anhydride  is  employed,  benzamide  can  only  be  detected 
after  four  days,  but  in  this  case  no  benzonitrile  is  formed.  With 
anisaldoxime,  the  same  reactions  occur,  but  the  formation  of  the 
nitrile  takes  place  more  readily.  Bor  anisamide,  the  author  finds  the 
melting  point  163 — 164°,  instead  of  137 — 138°,  as  given  by  Henry 
(Her.,  2,  666),  and  has  confirmed  this  by  preparing  the  compound 
direct  from  anisic  acid. 

The  above  results  show  that  both  /3-compounds  form  an  inter¬ 
mediate  product  between  the  a-oximes  and  the  amide;  this  is  in  full 
agreement  with  the  constitutional  formulae  given  above. 

H.  Gr.  C. 

A  Dimolecular  Isomeride  of  Benzaldoxime.  By  R.  Behrend 
and  E.  Konig  (Per.,  23,  1773 — 1779). — To  an  acetic  acid  solution  of 
/3-benzylhydroxylamine,  ether  was  added,  and  then  a  solution  of 
potassium  dichromate.  Some  benzaldoxime  was  formed,  and,  in 
addition,  a  white,  crystalline  substance  separated,  and  was  collected, 
washed  with  water,  alcohol,  and  ether,  and  recrystallised  from  hot 
acetic  acid  or  from  chloroform.  It  forms  prisms  or  tables  melting  at 
about  127 — 128°,  and  is  an  isomeride  of  benzaldoxime.  It  is  not, 
however,  isobenzaldoxime,  for  although  it  has  the  same  melting 
point  as  the  latter,  it  differs  in  crystalline  form,  in  solubility,  in 
resisting  the  action  of  acids,  and  in  being  insoluble  in  alkalis.  It 
dissolves  easily  in  chloroform,  sparingly  in  alcohol,  ether,  benzene, 
and  acetic  acid,  and  not  at  all  in  water.  By  Raoult’s  method  it  was 
shown  to  have  double  the  molecular  weight  of  benzaldoxime,  and  it 
yields  very  distinctly  Liebermann’s  reaction  for  the  nitroso-group  ; 
lieuce  it  is  probably  a  di-nitrosotoluene,  (CHiPliEhEOo,  perhaps 
CH,Ph-N-0 

I  When  boiled  with  alcohol,  it  is  transformed  quanti- 

CH.Ph-N-O  . 
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tatively  into  isobenzaldoxime.  When  treated  with  sodium  etkoxide 
and  benzyl  chloride,  it  yields  benzyl-isobenzaldoxime,  0<^  1  _ 

O  JUL-rh 


melting  at  81 — 82° ;  some  benzylbenzaldoxime  being  probably 
formed  at  the  same  time.  When  warmed  with  phenol  and  sulpkuinc 
acid,  it  gives  an  intense  reddish- violet  solution;  if  potash  is  now 
added,  the  colour  becomes  greenish-yellow  to  blue-green,  and  further 
changes  to  a  pure  deep  blue  on  the  addition  of  water.  It  does  not 
form  salts. 

The  rest  of  the  paper  is  devoted  to  a  reply  to  Willgerodt,  who  has 
reproached  Bekrend  with  not  mentioning,  in  his  paper  on  the  stereo¬ 
chemistry  of  nitrogenous  compounds,  his  (Willgerodt’s)  work  on 
hydrazines.  C.  F.  B. 


Mercurobenzamide.  By  H.  Schiff  ( Ber .,  23,  1816 — 1817  ;  com¬ 
pare  Tafel  and  Enoch,  this  vol.,p.  973). — Mercurobenzamide  may  be  re- 
crystallised  from  aqueous  potash  ;  it  is  not  acted  on  by  either  potassium 
iodide  or  ethyl  bromide.  A  neutral  aqueous  solution  of  mercuro¬ 
benzamide  may  be  boiled  with  copper  turnings  without  decomposi¬ 
tion  taking  place.  No  reaction  occurs  on  boiling  ethyl  chlorocarb- 
onate  with  mercurobenzamide  suspended  in  anhydrous  ether ;  if 
absolute  alcohol  is  used  in  place  of  the  ether,  ethyl  carbonate, 
mercuric  chloride,  and  benzamide  are  formed.  Mercurobenzamide  is 
readily  decomposed  by  acids,  or  by  hydrogen  sulphide.  Ethyl 
chlorocarbonate  has  no  action  on  benzamide  suspended  in  ether,  but 
on  boiling  with  95  per  cent,  alcohol,  ethyl  benzoate  and  ammonium 
chloride  are  obtained.  J.  B.  T. 


Derivatives  of  Amidocinnamic  Acid.  By  F.  W.  Rothschild 
( Ghem .  Centr.,  1890,  i,  905 — 906  ;  Inaug.  Diss.,  Berlin). — Ortkoamido- 
cinnamic  acid  is  converted  into  the  corresponding  carbamide  or  ortho- 
ur amidocinnamic  add,  NH2-CO\NH'C6H4'C2H5*COOH,  by  treatment 
with  potassium  cyanate  in  hydrochloric  acid  solution.  If  treated 
with  potassium  thiocyanate,  thiocyanamidodnnamic  add, 

CNS-NH3-C6H4-C2H2-COOH, 

is  formed,  melting  at  152°.  When  heated  at  110 — 120°,  it  is  con¬ 
verted  into  orthothiouramidodnnamic  add, 

NHs-CS-NH-CsHrCoHs-COOH, 

melting  at  236 — 239°.  When  heated  at  100°  in  a  sealed  tube  with 
allyl  isocyanate,  orthoallylthiouramidocinnamic  add, 

CaHs-NH-CS-NHCsHpC^-COOH, 

is  formed,  melting  at  204 — 208° ;  in  like  manner,  with  phenyl  iso¬ 
cyanate,  it  yields  orthophenylthiouramidodnnamic  add, 

NHPh-CS-NH-C6H1-C2H2-COOH, 

melting  point  235 — 237°.  With  carbon  bisulphide,  orthocarboxydn- 
namyldithiocarbamic  add ,  CSSH’NH’CeHpC-H./COOH,  is  formed, 
melting  at  185 — 187°. 
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With  meta-  and  para-amidocinnamic  acids,  only  the  thiocyano- 
derivativcs  could  be  obtained.  Metathiocyanamidocinnamic  acid, 
obtained  by  means  of  cuprous  thiocyanate,  melts  at  14S — 149°.  The 
para-acid  does  not  melt  at  272°. 

If  it  is  heated  rapidly,  it  suffers  decomposition.  The  correspond¬ 
ing  carbamide  was  obtained.  J.  W.  L. 

Oxanilic  Acid.  By  0.  Aschan  ( Ber .,  23, 1820 — 1825). — Oxanilic 
acid  is  best  prepared  by  heating  20  grams  of  aniline  with  25  grams 
of  anhydrous  oxalic  acid,  in  an  oil-bath,  at  180 — 140°  for  about  an 
hour.  The  finely  divided  product  is  boiled  with  300 — 400  c.c.  water, 
and  filtered  hot ;  the  aniline  oxanilate,  which  crystallises  out  on  cool¬ 
ing,  is  well  washed  with  cold  water,  and  decomposed  with  boiling 
dilute  sulphuric  acid — 25  c.c.  concentrated  acid,  475  c.c.  water,  and 
50  grams  oxanilate.  When  cold,  the  solution  is  shaken  with  ether, 
the  ether  evaporated,  and  the  residual  oxanilic  acid  purified  by  re¬ 
crystallising  from  water;  the  yield  is  78  per  cent,  of  the  aniline  em¬ 
ployed,  as  against  15 — 20  per  cent,  obtained  by  the  usual  method. 
The  salts  of  oxanilic  acid  are  all  sparingly  soluble  in  water,  and  are 
very  stable  towards  dilute  acids.  The  silver,  lead,  and  mercuric  salts 
form  crystalline  precipitates.  Hydrogen  salts  of  the  alkali  metals 
are  prepared  by  adding  a  5  per  cent,  solution  of  oxanilic  acid  to  a 
concentrated  solution  of  an  alkaline  nitrate.  Hydrogen  ’potassium 
oxanilate ,  CigHis^OeK-j-HiO,  crystallises  in  long,  flat  prisms;  the 
corresponding  ammonium  salt  forms  transparent  prisms.  Hydrogen  so¬ 
dium  oxanilate,  CigH^lSJ^OgNa  -|-  3H20,  is  deposited  in  lustrous  leaves, 
which  are  very  sparingly  soluble.  Oxanilyl  chloride ,  NBPh-COCOCl, 
is  prepared  by  the  action  of  phosphorus  pentachloride  on  oxanilic  acid  ; 
it  is  deposited  from  light  petroleum  in  large,  lustrous  leaves,  or  flat 
prisms,  melting  at  82'5°;  it  is  very  hygroscopic.  Oxanilide  is  formed 
by  the  action  of  aniline  on  oxanilyl  chloride,  whilst  with  alcoholic  am¬ 
monia  phenyloxamide  is  obtained.  On  adding  a  large  excess  of  water 
to  oxanilyl  chloride,  oxanilic  acid  is  immediately  formed ;  if  the  chloride 
is  treated  with  half  its  weight  of  water,  it  is  decomposed  into  oxani¬ 
lide,  hydrochloric  acid,  carbon  monoxide,  and  carbonic  anhydride. 
Phenylcarbamide  is  obtained  by  the  distillation  of  the  chloride ;  the 
yield  is  75  per  cent,  of  the  theory.  J.  B.  T. 

Toluyleneurethane  and  Tolueneoxamethane.  By  H.  Schiff 
and  A.  Vanni  (Ber.,  23,  1S17 — 1819). — Tolnylenediurethane  is  best 
prepared  by  gradually  adding  ethyl  chlorocarbonate  to  a  well  cooled 
solution  of  diamidotolnene,  dissolved  in  dilute  alcohol  ;  the  diurethane 
immediately  separates  in  crystals  melting  at  137°.  The  mother 
liquor  contains  diamidotoluene  hydrochloride,  and  toluenesemi- 
uretkane  hydrochloride.  Toluylenediure thane  is  scarcely  affected  by 
heating  with  alcoholic  ammonia  at  130 — 140°.  No  reaction  takes 
place  with  aniline  in  dilute  alcoholic  solution,  but  on  heating  the  diure¬ 
thane  with  aniline  alone,  diphenylcarbamide  is  formed.  On  heating 
the  diurethane  with  pkenyltkiocarbamide,  no  change  occurs ;  the  ad¬ 
dition  of  dilute  alcohol  causes  a  complicated  decomposition,  the  chief 
product  being  phenyl thiourethane,  NHPlrCS’OEt.  Toluylenesemi- 
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urethane ,  XHyCTHVXH'COOEt,  is  obtained  from  the  mother  liquors 
(see  above)  by  evaporating  to  dryness,  treating  with  excess  of  potas¬ 
sium  hydroxide,  and  recrystallising  several  times  from  dilute 
alcohol,  in  which  it  is  readily  soluble  ;  it  forms  colourless,  flat, 
interlaced  needlesmelting  at  90 — 91°.  The  hydrochloride  is  readily 
soluble  in  water ;  the  platinochlnri.de  forms  small  crvsrals.  Thio~ 
carbanilotohiyleneurethane ,  COOEf XH‘C7H6-XH-CS*NHPh,  is  ob¬ 
tained,  together  with  diphenylthiocarbamide,  by  heating  tolnylene- 
semiurethane  with  phenyl thiocarbamide  and  dilute  alcohol;  it  is  very 
sparingly  soluble  in  alcohol,  from  which  it  crystallises  in  colourless 
prisms  melting  at  154 — 155°.  Amidotoluylnxamic  acid, 

XH2-C7Hs-XH-C(>COOH, 

is  formed  by  boiling  toluyldioxametliane,  obtained  iu  the  preparation 
of  toluyleneoxaniothaue,  with  90  per  cent,  alcohol  for  some  time;  it 
forms  small,  hard  crystalsmelting  at 222 — 224°,  and  is  very  sparingly 
soluble  in  alcohol. 

Tlnoearbanilotoluyleneoxamethane, 

XHPh-CS-XH*C7H6*XH'CO*COOEt, 

is  obtained  by  warming  plienylthiocarbamide  with  toluyleneoxa- 
methane  dissolved  in  dilute  alcohol.  The  compound  is  purified  by 
repeated  recrystallisation  from  alcohol ;  it  forms  small,  yellowish 
crystals  melting  at  154 — 155°.  Two  compounds  containing  sul¬ 
phur  may  be  separated  from  the  mother  liquor  :  the  one  is  obtained 
as  a  yellow,  crystalline  powder  melting  at  19S°,  it  is  sparingly  soluble 

in  warm  alcohol,  and  has  the  formula  C7H6<^:j^  ^q^)>XP1i  ;  it  is 

probably  formed  from  the  above  oxamethane-derivative  by  elimina¬ 
tion  of  alcohol.  The  second  compound  crystallises  in  lustrous  leaves 
melting  at  136 — 13S°,  and  is  only  formed  in  very  small  quantity. 

J.  B.  T. 

Triphenylguanylthiocarbamide  and  Dicyanodiami.de.  By 
B.  Rathke  and  R.  Oppexheim  ( Ber .,  23,  1668 — 1675 ;  compare 
Ratlike,  Abstr.,  1SS7,  662). — Dicyanodiamide  is  formed  from  guanyl- 
thiocarbamide  by  elimination  of  the  elements  of  hydrogen  sulphide; 
in  a  similar  manner,  triphenjjldicarbimide  is  obtained  from  triphenyl¬ 
guanylthiocarbamide. 

Dicyanodiamide  may  be  represented  by  one  or  other  of  the  formulae 

XH2-CXH*XH-CX ;  XH:C<™>C:XH.  The  constitution  of  the 

triplienyl-derivative  can,  however,  only  be  expressed  by  a  ring  for¬ 
mula,  correspouding  with  the  second  of  the  above ;  as  it  differs 
widely  iu  general  properties  from  dicyanodiamide,  the  latter 
would  appear  to  be  best  represented  by  the  open-chain  formula.  Tri- 
phenyldicarbimide ,  C20HI6X4,  is  obtained  by  boiling  an  alcoholic 

solution  of  triphenylguanylthiocarbamide, 

XHPhCS'XH*C  (NPli)-XHPh, 

with  freshly  precipitated  mercuric  oxide;  it  is  most  conveniently 
purified  by  treating  the  alcoholic  solution  with  hydrochloric  acid, 
and  diluting  with  water;  the  crystals  of  the  hydrochloride  which 
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separate  are  then  treated  with  sodium  carbonate.  The  free  base 
crystallises  with  1  mol.  of  alcohol,  in  fine,  long’,  yellowish  needles 
melting  at  70 — 74°.  The  hydrochloride  is  very  sparingly  soluble ;  it 
crystallises  in  slender  needles.  The  platinochloride  forms  reddish- 
yellow  crystals,  containing  1  mob  of  water.  The  sulphate  is  sparingly 
soluble.  The  picrate  melts  at  53°.  The  free  base  may  also  be  pre¬ 
pared  by  heating  diphenylguanidine  for  an  hour  at  170 — 180®;  the 
product  is  dissolved  in  alcohol,  allowed  to  stand  for  24  honrs,  filtered, 
and  hydrochloric  acid  added  to  the  hot  solution ;  the  hydrochloride, 
which  separates  on  cooling,  is  then  treated  as  above. 

Trip h enylbiynanid e,  C20H19N5,  is  obtained  by  boiling  triphenyl- 
guanylthiocarbamide  with  silver  nitrate  and  ammonia  in  excess.  The 
silver  sulphide  is  removed,  the  solution  concentrated,  and  treated 
with  hydrochloric  acid  ;  the  mixed  crystals  are  separated  by  recrys¬ 
tallisation  from  dilute  alcohol,  in  which  triphenylbiguanide  hydro¬ 
chloride  is  readily  soluble.  The  free  base  crystallises  from  alcohol  in 
colourless  prisms  melting  at  137°.  The  hydrochloride  crystallises 
from  alcohol  in  thin,  pointed  prisms.  The  platinochloride  forms 
reddish-yellow  crystals.  The  nitrate,  oxalate,  and  acetate  have  also 
been  prepared.  The  same  base  may  be  obtained  by  treating  di¬ 
phenylguanidine  with  phenylcyanamide  in  ethereal  solution ;  after 
remaining  for  a  week,  the  ether  is  evaporated,  and  the  residue 
treated  first  with  hydrochloric  acid,  and  then  with  ether;  the  in¬ 
soluble  portion  consists  of  triphenylbiguanide  hydrochloride. 

Triphenylthiammeline  has  already  been  prepared  ;  it  is  also  formed 
by  boiling  the  additive  compound  of  diphenplguanidine  and  phenyl- 
thiocarbamide  with  alcohol  and  mercuric  thiocyanide. 

Experiments  have  shown  that  ammonia,  or  thioryanic  acid,  only 
reacts  with  triphenvldicarbimide  at  the  moment  of  its  formation. 

J.  B.  T. 

Action  of  Hydroxyl  amine  and  its  Derivatives  on  the  Thio- 
carbimides.  By  L.  Yoltmer  ( Clem .  Centr.,  1S90,  i,  861 — 862; 
from  Inaag.  Diss.,  Berlin'). — Hydroxylamine  and  phenyl thiocarb- 
imide  combine  together  at  ordinary  temperatures  with  formation  of 
phenylhydroxythiocarbamide,  NHPlrCS'NH'OH,  which  decomposes, 
when  melted,  into  a  gas  and  an  oily  product.  The  alcoholic 
solution,  which  is  slightly  acid,  is  coloured  violet  by  very  dilute 
ferric  chloride.  By  heating  the  alcoholic  solution,  sulphur  and 
phenylcyanamide  are  formed  ;  the  latter  melts  at  39—40°.  If  hydr¬ 
oxylamine  and  the  thiocarbimide  are  heated  together,  the  same 
reaction  seems  to  occur.  Ethoxylamine  reacts  similarly  with  phenyl- 
thiocarbimide  with  formation  of  phenylethoxythiocarbamide, 

NHPh’CS-NH-OEt, 

which  melts  at  103°  without  decomposition.  It  is  more  stable  than 
the  first  named  ;  but  by  boiling  its  solution  sulphur,  alcohol,  and 
phenylcyanamide  are  formed. 

Phenylmethoxythiocarbamide  melts  at  115°.  Phenylbenzyloxythio- 
carbamide ,  NHPlrCS'jS’PPOCiH?,  prepared  from  benzylhydroxyl- 
amine  and  phenylthiocarbimide,  melts  at  105°.  Orthotolylhydroxy- 
thiocarbamide  is  obtained  at  ordinary  temperature  from  the  action  of 
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ortkotolylthiocarbimide  in  chloroform  on  hydroxylamine;  it  melts  at 
92°.  Orthotolylcyanamide,  obtained  from  this  by  warming  the  solution, 
melts  at  77°.  When  heated  with  hydrochloric  acid,  it  is  converted 
into  monotolylcarbamide.  Orthotolylbenzyloxythiocarbamide  melts 
at  125°;  a-naphthylhydroxythiocarbamide ,  CwH/NH’CS-NH'OH,  pre¬ 
pared  from  the  thiocarbimide  and  hydroxylamine,  melts  at  116°. 
Ferric  chloride  colours  the  alcoholic  solution  from  dark-yellow  to 
green.  The  a-napktkylcyanamide  obtained  from  it  melts*  at  150°. 
The  corresponding  henzyloxycarbamide  melts  at  132 — 133°. 

Allyltkiocarbimide  reacts  violently  with  hydroxylamine  with 
separation  of  sulphur,  hnt  the  corresponding  carbamide  could  not  be 
obtained. 

Carbanil  and  henzylhydroxylamine  react  together  with  formation 
of  phenylbenzyloxycarbamide,  NHPk-CO-bTIBC^IE,  melting  at  106c. 
It  is  very  stable.  J.  W.  L. 


Paramethoxydihydroxydihydroquinoline  and  a  New  Case  of 
Stereochemical  Isomerism.  By  A.  Eichencrun  and  A.  Einhorn 
( Ber .,  23,  1489 — 1494). — Orthonitrometachlorophenylbromopropionic 

acid ,  prepared  by  treating  ortkonitrometacklorocinnamic  acid  with 
kydrobromic  acid,  crystallises  from  alcohol  in  needles  melting  at 
142’5 — 143'5°  ;  when  carefully  neutralised  with  concentrated  ammonia 
in  the  cold,  it  yields  a  lactone  which  crystallises  from  ethyl  acetate  in 
prisms  melting  at  147°,  and  shows  all  the  properties  of  an  orthonitro- 
3-lactone.  When  this  lactone  is  boiled  with  alkalis,  it  is  converted 
into  ortkonitrometachloropkenyllactic  acid  ;  this  acid  can  also  be  ob¬ 
tained  from  orthonitrometachlorophenylbromopropionic  acid  by  dis¬ 
solving  it  in  warm  ammonia  and  heating  the  resulting  orthonitrometa- 
chlorophemjllact amide,  a  crystalline  substance  melting  at  148°,  with 
dilute  sulphuric  acid. 

Ortlwnitrometachlorophenyllactic  acid  separates  from  water  and  ether 
in  crystals  and  melts  at  152°;  when  heated  under  pressure  with 
potassium  methoxide  and  methyl  alcohol,  it  is  converted  into  the 
sparingly  soluble  potassium  salt  of  orthonitrometametkoxy phenyl- 
lactic  acid,  from  Avhich  the  free  acid  can  be  obtained  by  decom¬ 
position  with  a  dilute  mineral  acid. 


Orthonitrometamethoxyphenyllactic  acid  crystallises  from  water  in 
colourless  plates  melting  at  106°  ;  on  reduction  with  ferrous  sulphate 
and  ammonia,  it  yields  paramethoxydihydroxydihydroquinoline, 

OMe'CeHi^^-^Q^Q^^-CHo,  and  small  quantities  of  paramethoxy- 


carbostyril.  Orthonitrometamethoxyphenyllactic  acid  can  also  be 
obtained  by  warming  ortkonitrometacklorocinnamic  acid  with  potas¬ 
sium  methoxide  in  methyl  alcoholic  solution  ;  the  orthonitrometavietli- 


oxycinnamic  acid  thus  produced  crystallises  from  alcohol  in  long 
needles,  melts  at  225°,  and  combines  with  hydrogen  bromide,  yield¬ 
ing  orthonitrometamethoxyphenyl-fi-bromopropioinc  acid,  which  crystal¬ 
lises  from  a  mixture  of  chloroform  and  light  petroleum  in  needles 
melting  at  102 — 103°.  When  this  bromo-acid  is  carefully  neutralised 
with  sodium  carbonate  or  alcoholic  ammonia  in  the  cold,  it  is  con¬ 


verted  into  a  lactone,  which  separates  from  ethyl  acetate  in  prisms 
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melting  at  124 — 125°;  but  when  it  is  treated  with  warm  ammonia,  it 
dissolves,  yielding  a  reddish  solution,  from  which  orthonitrometameth- 
cxyphenyllact amide  is  deposited  after  some  time  in  small,  colourless 
plates  melting  at  1S7 — 1S3°.  The  last-named  compound  can  be  con¬ 
verted  into  orthonitrometamethoxyphenyllactic  acid  by  boiling  it 
with  dilute  sulphuric  acid. 

Orthonitrometachlorophemjl-fi-  lactic  acid  methyl  ketone  is  obtained, 
together  with  the  ketones  of  orthonitrometachlorophenyb/3-lactic  acid 
and  orthonitrometachlorocinnamic  acid,  by  the  condensation  of  ortho- 
nito'ometachlorobenzaldehyde  with  acetone ;  it  crystallises  from  alcohol 
in  plates,  melts  at  10G-5 — 107*5°,  and,  when  heated  at  70— S0°  with  a 
solution  of  sodium  hypochlorite,  it  is  converted  into  orthonitrometa- 
chlorophenyl-/l-lacticacid  with  liberation  of  chloroform.  This  acid,  the 
constitution  of  which  is  proved  by  its  method  of  formation,  crystal¬ 
lises  from  dilute  alcohol  in  colourless,  hexagonal  plates,  melts  at 
156°,  and  has  properties  entirely  different  from  those  of  the  ortho- 
nitrometachlorophenyllactic  acid  (m.  p.  152°)  obtained  from  ortho- 
nitrochlorocinuamic  acid  as  described  above.  Experiments  have 
shown  that  the  two  compounds  are  stereochemical ly  isomeric,  but 
attempts  to  convert  the  one  into  the  other  by  heating  with  water, 
alcohol,  or  dilute  mineral  acids  under  pressure  were  unsuccessful,  the 
acid  prepared  from  cinnamic  acid  remaining  unchanged  under  those 
conditions,  that  prepared  from  the  ketone  being  decomposed  into 
cinnamene-like  compounds.  The  isomerism  of  the  two  compounds  is 
proved  by  the  following  experiments : — When  the  thick,  oily  ortho- 
nitrometachlorophenyllactic  aldehyde,  obtained  by  the  condensation 
of  orthonitrometachlorobenzaldehvde  with  acetaldehyde  in  presence 
of  6  per  cent,  soda,  is  oxidised  with  freshly  precipitated  silver  oxide 
in  alcoholic  solution,  considerable  quantities  of  the  more  stable  acid 
(m.  p.  152°)  are  obtained  ;  but  if  the  aldehyde  is  oxidised  by  warming 
it  with  a  solution  of  sodium  hypochlorite,  the  labile  acid  is  formed. 

As,  therefore,  either  acid  can  be  obtained  at  will  from  one  and  the 
same  aldehyde  simply  by  varying  the  oxidising  agent,  there  can  bo 
no  doubt  that  they  are  stereochemieally  isomeric,  the  isomerism  being 
due  to  tho  presence  of  an  asymmetric  carbon-atom.  Molecular  weight 
determinations  by  Kaoult’s  method  proved  that  the  two  compounds 
are  not  polymeric. 

Attempts  to  displace  the  chlorine-atom  by  the  methoxy -group  in  the 
acid  (m.  p.  156°)  prepared  from  the  ketone  have  hitherto  been  un¬ 
successful,  aud  no  pure  compound  has  yet  been  obtained  from  it  by 
reduction  with  ferrous  sulphate  and  ammonia;  the  isomeride,  on  the 
other  hand,  is  easily  converted  into  a  chlorodihydroxydihydroauinoline , 
melting  at  172°.  F.  S.  K. 

Pheneto'ilphthaloylic  Acid.  By  E.  Grande  ( Chem .  Centr.,  1890, 
i,  S22  ;  from  Ann.  Chim.  Farm.  [4],  10). — By  means  of  Friedel  and 
Craft’s  reaction  with  aluminium  chloride  on  phtlialic  anhydride  and 
phenetoil,  phenetoilphthaloylic  acid ,  COOH'CsHpCO'CsfB-OBt,  is  ob¬ 
tained.  It  melts  at  135 —  136°,  also  in  boiling  water;  it  is  sparingly 
soluble  in  boiling  water,  but  readily  in  hot  alcohol,  ether,  benzene, 
carbon  bisulphide,  and  hot  toluene.  The  neutral  solution  of  the  ammo- 
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ilium  salt  gives  the  following  reactions  : — With  mercuric  chloride,  a 
white,  crystalline  precipitate  ;  with  cupric  sulphate,  a  pale-blue, 
crystalline  precipitate;  with  ferric  chloride,  a  yellow',  crystalline 
precipitate  ;  and  with  plumbic  acetate,  a  white,  crystalline  precipi¬ 
tate.  The  potassium  and  calcium  salts  are  readily  soluble  in  water 
and  alcohol ;  the  barium  salt  crystallises  with  5  mols.  HnO,  is  soluble 
in  water  and  alcohol,  and  has  a  sweet  taste  ;  the  silver  salt  is  spa¬ 
ringly  soluble  in  water,  and  is  stable  in  daylight.  J.  W.  L. 

ft-  and  c-Benzallevulinic  Acid.  By  H.  Erdmann  (Annalen,  258, 
1*29 — 133). — The  method  described  by  Erlenmeyer  (Abstr.,  1390, 
495)  for  the  preparation  of  /?-benzallevulinic  acid  does  not  yield 
Ibis  compound,  but  an  isomeride  which  has  the  constitution 
CHPhlC H'CO'C HvCHvCOOH,  and  is,  therefore,  a  o-benzallevulinic 
acid.  This  compound  melts  at  120°,  and  differs  from  the  /1-acid 
(Abstr.,  1S90,  375)  both  in  chemical  and  physical  properties;  its 
behaviour  with  bromine  is  different  from  that  of  the  /1-acid  ;  it  is 
converted  into  a  neutral  compound  by  acetic  anhydride  in  the  cold, 
and  nascent  hydrogen  transforms  it  into  a  <5-benzyllevnlinie  acid 
which  melts  at  87 — 88°.  The  e-benzalievnlinic  acid  combines  with 
hydroxylamiue.  yielding  an  oxime ,  C^H^O^X,  which  crystallises  in 
yellowish  prisms,  melts  at  148  —  119°,  and  has  a  strongly  acid  reac- 
tion  ;  its  salts  are  also  totally  different  from  those  of  the  /1-acid. 

Metaehlorobenzaldehyde  and  levulinic  acid  condense  together  in 
alkaline  solution,  yielding  metachloro-o-benzallevulinic  acid,  C1TI11CIO3, 
which  melts  at  128°.  /1-Benzallevulinic  acid  and  benzaldehyde  under 
the  same  conditions  give  ftc-dibenzallevulinic  acid, 

CHPh:CII-CO'C(CHPh)-CHcCOOH 

(m.  p.  143°).  Both  ft-  and  £-benzallevnlinic  acids  can  be  obtained  by 
the  condensation  of  their  components  in  acid  solution.  The  investi¬ 
gation  of  the  £-acid  is  being  continued.  F.  S.  K. 

Synthesis  of  Homopiperic  and  Piperic  Acids.  By  S.  Gabriel 
(Uer.,  23,  1707 — 1773). — PI  gram  of  sodium  is  dissolved  in  10  c.e. 
of  absolute  alcohol,  15  grams  of  ethyl  malonate,  and  then  10  grams  of 
hromopropylphthalimide  added,  the  mixture  boiled  for  an  hour  in  a 
reflux  apparatus,  and  the  alcohol  and  unchanged  ethyl  malonate 
driven  over  with  steam.  The  residue  is  repeatedly  extracted  with 
light  petroleum,  and  the  solution  on  cooling  deposits  ethyl  y-phthal- 

7  niidopropylmalonate,  C6H4<^QQ)>N,CHyCH2,CH2*CH(COOEt)3,  in 

brilliant,  colourless,  monoclinic  crystals,  which  melt  at  4G — 48°,  and 
dissolve  readily  in  most  solvents,  sparingly  in  light  petroleum,  and  not 
at  all  in  water.  When  it  is  heated  with  hydrochloric  acid  (sp.  gr. 
1T3)  for  3  hours  at  180 — 190°  in  a  scaled  tube,  it  is  decomposed, 
yielding  phthalic  acid,  carbonic  anhydride,  ethyl  chloride,  and 
/ -ami  do  valeric  (homopiperic)  acid,  XI  I/CIU'CH/CIT/CH/OOOII, 
which  was  shown  to  be  identical  with  that  obtained  by  Scliotten  from 
benzoyl  piperidine. 

Ohlorobutyronitrile  was  prepared  by  treating  trimethylcne  chloro- 

vcl.  lviii.  4  y 
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bromide  with  potassium  cyanide.  It  was  then  heater!  with  an  equi¬ 
valent  quantity  of  potassiophthalimide  at  150 — 180°,  and  the 
7-cyanopropylphthalimide  formed  was  heated  with  dilute  sulphuric 
acid ;  7-amidobutyric  acid  was  thus  obtained,  and  found  to  be  iden¬ 
tical  in  its  properties  with  the  piperic  acid  prepared  by  Schotten’s 
method  from  piperylurethane. 

Scliotten  had  previously  shown  that  neither  r-amidovaleric  nor 
7-amidobntyric  acid  is  poisonous,  whilst  the  anhydride  of  the  former 
(piperidone  or  oxy  piperidine)  is  so.  He  has  lately  shown,  at  the 
request  of  the  author,  that  pyrrolidone,  the  anhydride  of  7-amido- 
butyrie  acid,  is  a  poison  of  the  same  nature  as  piperidone,  acting 
upon  the  nervous  system,  and  causing  death  by  tetanic  convulsions 
when  administered  in  sufficiently  large  quantity.  C.  F.  B. 

Oxidation  of  Gallic  Acid,  Tannin,  and  Oak  Tannins.  By 

C.  Boettinger  (Annalen,  257,  248 — 252). — When  oak-bark-red 
or  oak-red  is  treated  with  cold  very  dilute  nitric  acid,  carbonic  an¬ 
hydride  is  evolved,  and  after  some  time  the  reaction  becomes  so  ener¬ 
getic  that  the  mixture  must  be  cooled  with  water.  If  the  solution 
thus  obtained  is  evaporated,  rapid  oxidation  ensues,  and  there  re¬ 
mains  a  mixture  of  oxalic  acid  and  various  other  acids,  which  can  be 
separated  by  means  of  their  calcium  salts.  The  quantity  of  the 
calcium  salts  (excluding  calcium  oxalate)  thus  obtained  is  only  about 
6  per  cent,  of  the  material  employed. 

The  acetyl-derivative  of  oak-wood  tannin  gives  identical  oxidation- 
products.  Tannin  and  gallic  acid,  on  oxidation  with  nitric  acid, 
also  yield  compounds  other  than  oxalic  acid  and  carbonic  anhydride. 
After  removing  the  oxalic  acid  as  completely  as  possible  and  treat¬ 
ing  the  residue  with  calcium  carbonate,  a  readily  soluble  and  a  very 
sparingly  soluble  calcium  salt  arc  obtained.  The  latter  contains  16'39 
per  cent,  of  calcium,  and  seems  to  be  calcium  trihydroxyglutarate 
( +  11,0)  :  the  latter  contains  124  per  cent,  of  calcium,  and  is  prob¬ 
ably  calcium  trihydroxybutyrate.  A  calcium  salt,  which  seems  to 
be  that  of  trihydroxybutyrie  acid,  was  also  isolated  from  the  oxida¬ 
tion-products  of  oak-bark-red,  oak-red,  and  the  acetyl-derivative  of 
oak-bark  tannin.  F.  S.  K. 

Reduction-products  of  Terephthalic  Acid.  By  A.  Baeter  and 
J.  Herb  ( Annalen ,  258,  1—49). — The  authors  have  prepared  and 
investigated  a  number  of  new  derivatives  of  the  hydroterephthalic 
acids  (compare  Bacyer,  Abstr.,  1889,  1176)  ;  their  experiments  have 
shown  that  the  Al!*  and  A215  dihydro-  acids  can  be  converted  into  tetra- 
bromides,  but  that  the  A1:S  and  A1:S  dihydi’o-  acids  can  only  combine 
with  two  bromine  atoms.  The  dibromides  of  the  four  diliydrotere- 
phthalic  acids  (A1 :4,  A2 :5,  A1 :3,  and  AIi5)  are  all  converted  into  terephtha¬ 
lic  acid  by  treatment  with  alcoholic  potash  ;  this  behaviour  on  the  part 
of  the  Al:S  and  A1:5  acid  affords  additional  evidence  of  the  existence  of 
a  para-binding  in  benzene,  as  may  be  seen  by  studying  the  constitu¬ 
tional  formulce  of  the  dibromides  in  question. 

A  cheaper  method  for  the  preparation  of  terephthalic  acid  than  that 
described  by  Baeyer  (Abstr.,  1888,  1072)  is  to  convert  paratoluidiue 
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into  the  nitrite  by  Sandmcyer’s  reaction,  hydrolyse  the  product  with 
boiling  moderately  dilute  (3  :  2)  sulphuric  acid  (10  parts),  and  oxidise 
the  paratcluic  acid  thus  obtained  with  an  alkaline  solution  of  potas¬ 
sium  permanganate.  The  terephthalic  acid  is  separated  from  small 
quantities  of  unchanged  paratolnic  acid  by  treating  the  crude  product 
with  phosphoric  chloride  and  methyl  alcohol  consecutively,  recrystal¬ 
lising  the  methyl  salt  thus  formed  from  9G  per  cent,  alcohol,  and  then 
hydrolysing  the  pure  compound  ;  the  yield  of  pure  acid  is  95 — 98  per 
cent,  of  the  paratoluidine  employed.. 

Methyl  A2:5c,strans  dihydroterephthalic  acid  dibromide •  can  he  obtained 
by  treating  methyl  A2’5  dihydroterephthalate  (8  grams)  with  bromine 
(6*5  grams)  in  chloroform  solution ;  it  separates  front-light  petroleum 
in  transparent,  monosymmetrical  crystals,  a  :  b  :  c  —  l'oOoo  :  1  :  1*2218, 
ft  =  66°  37'.  melts  at  110°,  and  is  readily  soluble  in  ether,  chloroform, 
light  petroleum,  and  alcohol.  When  treated  with  alcoholic  potash,  or 
with  a  mixture  of  concentrated  sulphuric  acid,  glacial  acetic  acid,  and 
water,  it  is  converted  into  terephthalic  acid;  on  reduction  with  zinc- 
dust  and  glacial  acetic  acid,  it  is  transformed  into  methyl  A2:5  dihydro¬ 
terephthalate,  a  fact  which  shows  that  the  two  bromine-atoms  are  in 
combination  with  adjacent  carbon-atoms.  Methyl  A2:5cis  dihydrotere¬ 
phthalate  does  not  give  a  solid  dibromide. 

Methyl  A2:5CiStraHS  dihydroterephthalate  ietrabromide ,  prepared  by 
treating  the  methyl  salt  (10  grams)  with  bromine  (20  grams)  in 
chloroform  solution,  separates  from  light  petroleum  in  transparent, 
monosymmetrical  crystals,  a  :  b  :  c  —  1*3412  :  1  :  0*590ol,  ft  =  82°  3', 
melts  at  98°,  and  is  readily  soluble  in  chloroform,  ether,  alcohol,  and 
light  petroleum.  When  hydrolysed  with  alcoholic  potash,  it  yields 
terephthalic  acid  and  bromoterephthalic  acid,  and  on  reduction  with 
zinc-dust  and  glacial  acetic  acid,  it  is  converted  into  methyl  A2:5  di¬ 
hydroterephthalate  (m.  p.  77°),  a  reaction  which  proves  that  both  pairs 
of  bromine-atoms  are  combined  with  adjacent  carbon-atoms.  It  is 
not  changed  even  on  prolonged  heating  with  a  mixture  of  sulphuric 
acid,  glacial  acetic  acid,  and  water.  Methyl  A2:5cis  dihydrotere¬ 
phthalate  does  not  give  a  solid  tetrabromide. 

When  methyl  a2  : 5  cistrans  dihydroterephthalate  is  heated  at  100°  for 
three  days  in  a  stream  of  carbonic  anhydride,  it  undergoes  no  change; 
the  fact,  observed  by  Baeyer,  that  when  heated  in  the  air  it  is  con¬ 
verted  into  methyl  terephthalate  is,  therefore,  due  to  oxidation. 

biphenyl  A2 : 5  clstrans  dihydroterephthalate  is  obtained  when  a2  : 5  cistr,'u'!‘ 
dihydroterephthalic  acid  is  converted  into  the  chloride  by  means  of 
phosphoric  chloride,  and  the  product  warmed  with  the  calculated  quan¬ 
tity  of  phenol.  It  separates  from  alcohol  in  small  crystals,  melts  al 
14ti°,  and  is  only  sparingly  soluble  in  ether,  alcohol,  and  light  petroleum. 
The  corresponding  salt  of  the  A2:6ei3  acid  is  a  colourless  oil,  readily 
soluble  in  light  petroleum  ;  when  the  chloride  of  the  A2:5clB  dihydro- 
a -  id  is  warmed  with  phenol,  the  larger  proportion  undergoes  intra¬ 
molecular  change,  and  the  principal  product  is  phenyl  A.2:5cistra,,'< 
dihydroterephthalate  (m.  p.  14G°),  small  quantities  of  a  phenyl  salt 
melting  above  150°  being  also  produced. 

A1-5  Dihydroterephthalic  acid  dibromide  can  be  obtained  by  treating 
the  acid  chloride  with  bromine,  and  then  warming  the  product  with 
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a  concentrated  solution  of  formic  acid.  It  separates  from  glacial 
acetic  acid  in  the  form  of  a  colourless,  crystalline  powder,  and  when 
boiled  with  soda  it  is  converted  into  A1 :4  dihjdrotereplithalic  acid; 
alcoholic  potash  transforms  it  into  terephthalic  acid,  and  on  reduction 
with  zinc-dust  and  acetic  acid,  it  is  converted  into  the  A,:6  dihydro¬ 
acid.  The  tetrabromide  could  not  be  obtained. 

Barium  A X  dihydroterephthalate,  CeH604Ba  -f-  4H20  separates  from 
cold  water  in  colourless,  rhombic  crystals,  a  :  b  :  c  =  0‘3191  :  1  : 0'3520, 
and  quick^  turns  red  on  exposure  to  the  air. 

Methyl  A1  :S  dihydroterephthalate  dibromule  can  be  obtained  by  bro- 
minating  the  methyl  salt  of  the  dihydro-acid  in  chloroform  solution  ; 
it  crystallises  from  cold  methyl  alcohol  in  thin,  colourless,  seemingly 
monoclinic  plates,  melts  at  64b  and  is  readily  soluble  in  alcohol,  ether, 
and  light  petroleum.  When  warmed  with  alcoholic  potash,  it  is  con¬ 
verted  into  terephthalic  acid,  and  on  reduction  with  zinc-dust  and 
glacial  acetic  acid,  it  yields  methyl  A1:S  dihydroterephthalate  and 
methyl  A2  t-etrahydroterephthalate,  the  last-named  compound  being 
formed  by  the  reduction  of  the  methyl  salt  of  the  A,i3  dihydro-acid. 
Attempts  to  prepare  a  tetrabromide  were  unsuccessful. 

Diphenyl  A1 ;  s  dihydroterephthalate,  prepared  by  warming  the  acid 
chloride  with  phenol,  crystallises  from  methyl  alcohol  in  needles, 
melts  at  175°,  and  is  only  sparingly  soluble  in  alcohol,  ether,  light 
petroleum,  and  chloroform,  but  more  readily  in  boiling  alcohol. 

Methyl  A1  ;8  dihydroterephthalate  dihydrobromide,  prepared  by  treating 
the  acid  chloride  with  methyl  alcohol,  is  an  oil  ;  when  it  is  dissolved  in 
methyl  alcohol  and  lrydrogen  chloride  passed  into  the  solution,  it  is 
converted  into  the  crystalline  modification  (m.  p.  171°),  and  on  reduc¬ 
tion  with  zinc-dust  and  glacial  acetic  acid,  it  yields  methyl  A1  tetra- 
hydroterephthalate  (m.  p.  3°)  ;  on  hydrolysis  with  alcoholic  potash,  it 
gives  the  A1;S  dihydro-acid. 

Barium  A1;*  dihydroterephthalate,  C*.UG04b>a  -f-  4II20,  separates  from 
cold  water  in  large,  colourless  crystals  which  are  identical  crystallo- 
graphically  with  those  of  barium  AI:B  dihydroterephthalate,  but 
which,  unlike  the  latter,  do  not  turn  reddish  on  exposure  to  the  air; 
the  identity  of  crystalline  form  is  not  due  to  an  intramolecular  change 
of  one  acid  into  the  other,  because  the  barium  salts,  on  decomposi¬ 
tion  with  hydrochloric  acid,  yield  the  AI:*  and  A1 85  acid  respectively. 

Methyl  A1 8 4  dihydroterephthalate  tetrabromide  was  obtained  after 
many  unsuccessful  experiments  by  treating  the  methyl  salt  with 
bromine.  It  forms  transparent,  moncsymmetrical  crystals,  a  :  b  :  c  = 
l‘235t)  :  1  :  0*9170,  /I  =  81°  54',  melts  at  about  149°,  and  is  much  more 
readily  soluble  in  most  solvents  than  the  lactone  of  methyl  hydrogen 
tribromohexahydroterephthalic  acid  (compare  Baeyer,  Abstr.,  1888, 
1073).  It  undergoes  no  change  when  it  is  warmed  for  five  hours 
with  a  mixture  of  glacial  acetic  acid,  concentrated  sulphuric  acid  and 
water  ;  since  methyl  A1: 4  dihydroterephthalate  dibromide  under  tliese 
conditions  is  converted  into  the  methyl  hydrogen  salt,  the  methyl- 
group  must  be  eliminated  from  that  carhoxy-group  which  is  not 
adjacent  to  a  bromine-atom. 

Phenyl  A1:4  dihydroterephthalate  separates  from  methyl  alcohol  in 
small  scales,  melts  at  191°,  and  is  very  sparingly  soluble  in  boiling 
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alcohol,  bat  rather  more  readily  in  chloroform.  The  barium  salt, 
CsHfiOjBa  +  4H20,  is  very  sparingly  soluble  in  water;  and  is  identical 
crystallographically  with  the  barium  salt  of  AI:*ancI  of  A1:S  dihydro- 
terephthalic  acid. 

Phenyl  A1  tetrahydroterephthalate  separates  from  alcohol  in  mono- 
symmetrical  crystals,  a  :  b  :  c  —  2*8244  :  l  :  2  4702,  /l  =  82°  33',  melts 
at  145°,  and  is  only  moderately  easily  soluble  in  alcohol,  ether, 
chloroform,  and  light  petroleum,  but,  readily  in  the  warm  solvents.  The 
hydrobromide  of  the  phenyl  salt,  prepared  from  the  hydrobromide  of 
the  tetrahydro-aeid,  separates  from  methyl  alcohol  in  crystals  melting 
at  127°  A1  Tetrahydroterephthalic  acid  hydrobromide  forms  mono- 
symmetrical  crystals,  a  :  b  ;  c  =  0*37093  :  1  :  (>48370,  8  =  72°  31',  and 
is  identical  with  A2  tetrahydroterephthalic  acid  hydrobromide. 

Barium  A1  tctrahydrotercphthalatc ,  +  3|H20,  separates  from 

cold  water  in  forms  identical  crystallographically  with,  those  of  the 
barium  salt  of  A1:5  and  of  A1  :S  dihydroterephthalic  acid;  when  an 
aqueous  solution  of  the  barium  salt  is  evaporated  on  the  water-bath, 
crystals  containing  H  mols.  H20  are  obtained. 

Three  geometrically  isomeric  methyl  salts  of  A2c,s,mns  tetrahydro¬ 
terephthalic  acid  dibromide  are  formed  when  methyl  A2  tetrahydro- 
terephthalate  (m.  p.  3°),  prepared  by  saturating  a  methyl  alcoholic 
solution  of  the  acid  with  hydrogen  chloride,  is  treated  with  excess  of 
bromine  in  chloroform  solution.  After  evaporating  the  chloroform, 
the  residue  is  dissolved  in  ether,  the  ethereal  solution  decolorised 
with  sulphurous  acid,  washed  with  sodium  carbonate,  mixed  with  an 
equal  volume  of  light  petroleum,  and  dried  over  calcium  chloride; 
the  semi-solid  mass  which  remains  on  evaporating  the  filtered  solution 
is  dissolved  in  a  little  hot  methyl  alcohol,,  and  the  solution  allowed  to 
cool  slowly,  whereon  a  compound  is  deposited  in  long  needles  melting 
at  171°.  This  same  substance  can  be  obtained  by  brom mating  methyl 
A3  tetrahydroterephthalate,  prepared  from  the  silver  salt  and  methyl 
iodide;  it  is  soluble  in  methyl  alcohol,  ether,  acetone,  chloroform,  and 
light  petroleum.  When  the  methyl  alcoholic  mother  liquors  from  the 
compound  melting  at  171°  are  carefully  evaporated  at  a  low  tempera¬ 
ture,  a  second  modification  is  deposited  in  large,  transparent  crystals, 
a  :  b  :  c  =  1‘4638  :  1  :  1*9222,  ft  —  S0°  52',  which  melt  at  51°  ;  this 
substance  is  much  more  readily  soluble  than  the  isomeride  melting 
at  171°  and  dissolves  freely  in  methyl  alcohol,  ethyl  alcohol,  acetone, 
ethyl  acetate,  chloroform,  light  petroleum.  &o.  The  third  modifica¬ 
tion  separates  in  colourless  crystals  when  the  freshly  prepared  crude 
product  is  dissolved  in  acetone  (about  l-3-  vols.),  and  the  solution  kept 
at  a  low  temperature;  it  melts  at  94°,  and  as  regards  solubility,  it  is 
about  intermediate  between  the  two  other  isomerides.  When  methyl 
A2  tetrahydroterephthalate  which  has  been  prepared  from  the  acid 
chloride  is  treated  with  bromine,  the  product  is  an  oil,  from  which  a 
trace  of  a  crystalline  substance  melting  at  about  20°  is  deposited  after 
some  time;  owing  to  its  low7  melting  point,  this  compound  could  not 
be  isolated,  bnt.  the  oily  product,  which  may  be  simply  a  mixture,  and 
the  three  crystalline  modifications  described  above  have  the  follow¬ 
ing  properties  in  common  :  (1.)  On  reduction  with  zinc-dust  and 

glacial  acetic  acid,  they  are  reconverted  into  methyl  A2  tetrahydro- 
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terephthalate  (m.  p.  3°),  a  reaction  which  shows  that  in  all  the 
modifications  the  two  bromine-atoms  are  in  the  ortho-position  to  one 
another.  (2.)  When  treated  with  alcoholic  potash,  they  yield  Al!* 
dihydrotereplithalic  acid  and  tercphthalie  acid. 

Phenyl  A2dstrails  tetrahydmterephthalate  is  obtained,  together  with  a 
substance  which  seems  to  be  a  irdxcure  of  the  phenyl  salts  of  tere- 
phthalio  acid  and  A1  tetrahydroterephthalic  acid,  when  the  A2  tetra- 
hydro-acid  is  treated  with  phosphoric  chloride,  and  the  acid  chloride 
thus  produced  is  warmed  with  phenol.  It  crystallises  from  a  mixture  of 
benzene  and  light  petroleum  in  plates,  melts  at  107°  (P),  and  is  readily 
soluble  in  benzene,  ether,  and  acetone,  but  only  sparingly  in  light 
petroleum. 

A2cistrans  Tetrahydroterephthalic  acid  hydrindide,  prepared  by  treating 
the  acid  with  hydriodic  acid  of  sp.  gr.  I'dU  for  several  days  in  the 
cold,  and  then  warming  the  mixture  for  a  short  time,  separates  from 
alcohol  in  colourless  plates,  and  is  gradually  decomposed  by  boiling 
water. 

Btnzyl  A2dst,'aD8  tetrahydrotercphthalate ,  prepared  by  warming  the 
silver  salt  with 'benzyl  chloride,  separates  from  alcohol  in  crystals,  and 
melts  at  48°. 

Phenyl  A2d6trans  hexahydroterephthalate  crystallises  from  acetone  in 
large  colourless,  monoclinic  needles,  a  :  h  :  c  =  0‘48fil9  :  1  :  0’35093, 
ft  =  75°  O',  and  is  only  sparingly  soluble  in  ether,  alcohol,  and  light 
petroleum. 

Phenyl  terephthalate  melts  at  194”,  not  at  191°. 

When  A1  tetrahydroterephthalic  acid  is  oxidised  with  a  5  per  cent, 
alkaline  solution  of  potassium  permanganate,  it  is  converted  into 
oxalic  acid  and  oily  acids,  the  nature  ot  which  could  not  be  deter¬ 
mined.  The  A2  tetrahydro-acid,  under  the  same  conditions  is  con¬ 
verted  into  succinic  acid,  a  crystalline  acid  melting  at  about  15t)u, 
and  an  amorphous  acid,  but  when  treated  with  an  alkaline  solution 
of  potassium  ferricyanidc,  it  is  simply  oxidised  to  terephthalic  acid. 

b\  S.  K. 

Benzylmethylsuccinic  and  Benzyidimethylsuccinic  Acids. 
By  C.  A.  litscHOFF  and  A.  v.  Kuhlbekg  {Per.,  23,  1942 — 1930). — In 
the  description  of  benzylmethylsuccinic  acid  (this  vol.,  p.  774)  it  was 
stated  that  the  acid  was  probably  a  mixture  of  two  geometrical 
isomerides.  The  authors  have  now  succeeded  in  proving  this  sup¬ 
position  and  in  separating  the  two  compounds.  The  first,  or  mesu- 
acid  is  prepared  by  boiling  the  anhydride  with  water,  and  melts  at 
138°,  whilst  the  second,  or  para-acid  is  formed  when  the  mixture  of 
acids  is  heated  with  hydrochloric  acid  at  2(JU — 240°,  and  forms  slender 
needles  melting  at  lob — 1G(T. 

The  ethyl  salt  obtained  by  the  action  of  benzyl  chloride  on  ethvl 
sodisubutenyltricarboxylate  does  not,  as  was  expected,  yield,  on 
hydrolysis,  a  mixture  of  benzylisobutenyltricarboxylic  and  benzyldi- 
methylsucciuic  acids,  but  gives  a  product  from  which  the  seven 
following  acids  have  been  isolated:  Isobutem/ltricarboxylic  acid , 
OOOH-CMe2"CH(CO0H)._>,  melting  at  147 — 149°;  asymmetrical  di- 
methylsuccinic  acid,  COOH,CHa'CMe2,GOOH,  melting  at  140°  ;  di- 
btinzylmalonic  acid,  C(Cll3ifi))  .(COOkL),  melting  at  171°  ;  t libevzyl- 
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ac“i ir  acid.  Oil (CH2Ph)./CO()ir,  melting'  at  85  -87°;  bcnzylmethyl- 
carlmxijijlutaric  and,  C()()II,C1L\1c‘CII2‘C(CH2P1i)(C0011  )•>,  inciting 
at  178  ;  benzylmtthybjlutario  acid, 

cuoii-uirMe:cHa-OH(OH,pii;*coOH, 

melting  at  128 — -130°  ;  and,  lastly,  bi-nzyhuccinic  acid, 
COOn-ClL-CII(CH2Ph)*COOH, 

melting  at  153-  155  .  The  formation  of  the  first  two  acids  is  readily 
explained  by  assuming  that  the  sodium  compound  is  partially  recon¬ 
verted  into  ethyl  isobutenvltriearboxylate,  of  which  these  arc  the 
normal  products  of  hydrolysis.  H.  G.  C. 

Anhydrides  of  the  Diphenylsuccinic  Acids.  By  H.  Tielmaxxs 
(Annalen,  258,  87 — 94). — The  anhydride  of  a-diplienylsuecinie  acid 
(in.  p.  183°),  prepared  by  treating  the  acid  with  acetic  chloride,  melts 
at  111 — 112%  that  of  the  /3-acid  (in.  p.229"),  prepared  in  like  manner, 
melts  at  112°;  by  treatment  with  potash,  the  anhydrides  are  recon¬ 
verted  into  cl-  and  /3-diphenylsueeinic  aeids  respectively.  The  a-aeid 
melts  at  183%  hut  immediately  solidifies  again,  and  does  not  become 
permanently  liquid  until  the  temperature  has  risen  to  220 — 22 2 3 ;  if 
the  acid  is  kept  at  220—222  for  some  time,  and  then  crystallised 
from  chloroform,  the  anhydride  (in.  p.  Ill — 112’)  is  obtained,  but  if 
it  is  simply  heated  to  about  185'  for  a  short  time,  and  then  treated 
with  chloroform,  the  anhydride  (m,  p.  Ill — 112°)  passes  into  solution 
whilst  /3-diphenylsuccinic  acid  (in.  p.  229  )  remains  undissolved. 
\Y  hen  the  /3-acid  is  heated  above  its  melting  point,  it  is  gradually 
converted  into  the  anhydride  of  the  a-acid.  F.  S.  K. 

Phenylmalic  Acids.  By  II.  Alexaxder.  (Annalen,  258,  07 — SO). 
— Ethyl  phenylhydroxyacetate  crystallises  in  needles,  and  melts  at 
20 — 27°,  not  at  7 5°  as  stated  by  Xaquet  and  Longuiuine  (Annalen,  139, 
301).  Ethyl  phenylbromacetate  is  a  colourless  oil  boilingat  143 — 145° 
(10  mm.)  with  slight  decomposition.  Ethyl  phenylcarboxysuccinate, 
COOEfCHPlrCH(COOEt)-2,  prepared  by  treating  ethyl  sodiomalo- 
nate  with  ethyl  phenylbromacetate,  as  described  by  Spiegel  ( Annalen , 
219,  31),  crystallises  from  alcohol  in  colourless  needles,  melts  at 
45 — 40°,  and  boils  at  202°.  The  free  acid  crystallises  iu  plates,  and 
melts  at  171%  not  at  191°  as  stated  by  Spiegel.  The  silver  salt, 
CnH7Ag,06,  is  crystalline  and  moderately  stable.  The  potassium  and 
the  sodium  salts  are  readily  soluble  in  water,  but  the  barium  salt  is 
only  sparingly  soluble.  The  calcium  salt,  (CnH;06)2Ca3,  is  soluble  in 
cold  water,  but  on  boiling  the  solution  it  is  deposited  in  needles  con¬ 
taining  10  mols.  H.O ;  the  crystals  lose  2  mols.  H30  over  sulphuric 
acid,  cl- Phenyl  malic  acid  ( z-phenyl-x-hydraxysuccinic  acid), 

COOH-CH,-CPh(OH)-COOH, 

is  obtained,  together  with  phenylmaleic  anhydride,  by  brominating 
phenylsuccinic  acid,  according  to  Volhard’s  method,  and  decomposing 
the  unstable  bromo-acid  thus  produced  with  hot  water;  the  products 
are  extracted  with  ether  and  separated  by  means  of  chloroform,  iu 
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which  phenyl  maleic  acid  is  only  very  sparingly  soluble.  It  crystal¬ 
lises  from  boiling  chloroform  in  very  small  prisms,  melts  at  187 — 188°, 
and  is  readily  soluble  in  ether,  and  moderately  easily  in  water;  alcohol 
converts  it  into  an  oil.  The  lead,  iron,  and  silver  salts  are  insoluble  ; 
the  salts  of  the  alkalis  and  alkaline  earths  dissolve  readily  in  water. 
When  the  acid  is  heated  to  its  melting  point,  water- vapour  and  not 
inconsiderable  quantities  of  carbonic  anhydride  are  evolved,  and  a 
crrstalline  compound  melting  at  105 — 100° — probably  atropie  acid  — 
sublimes  in  colourless  needles;  the  resinous  residue  contains  small 
quantities  of  a  crystalline  acid  melting  at  1G1 — 162°,  possibly  phenyl- 
fumaric  acid. 

Phenylmaleic  anhydride,  Ci0H6Oa  (see  above),  crystallises  from 
boiling  carbon  bisulphide  in  colourless  needles,  melts  at  119 — 119‘5°, 
and  is  readily  soluble  in  chloroform  aud  ether,  but  only  sparingly  in 
carbon  bisulphide  and  light  petroleum,  and  insoluble  in  water. 

Phenylmaleic  acid,  CioHB04,  is  obtained  when  the  finely-divided  an¬ 
hydride  is  left  for  a  long  time  in  contact  with  water,  the  clear 
solution  extracted  with  ether,  and  the  extract  evaporated  at  the 
ordinary  temperature.  It  melts  at  a  temperature  below  100°,  is 
moderately  easily  soluble  in  cold  water,  and  is  very  readily  converted 
into  the  anhydride. 

^-Phenylmaleic  acid  (fi-pdienyl-a.-hydroxy  succinic  acid). 

COOH*CH(OH)*OHPh*COOH, 

can  be  obtained,  together  with  the  oily  ethyl  hydrogen  salt, 
COOH*CH(OH)'CHPlvCOOEt, 

by  treating  ethyl  phenjdformylacetate,  prepared  by  Wislicenus’ 
method  (Abstr.,  1888,  129).  with  hydrochloric  acid  and  boiling  the 
product  for  a  short  time  with  concentrated  livdrochloric  acid.  It 
separates  from  ether  in  colourless  crystals,  begins  to  soften  at  ISO", 
and  melts  completely  at  160°  with  elimination  of  water,  yielding  a 
sublimate  of  phenylmaleic  anhydride  (m.  p.  119°).  It  is  very  readily 
soluble  iu  water,  but  only  sparingly  in  hot  chloroform,  and  insoluble 
in  light  petroleum  and  carbon  bisulphide.  The  salts  of  the  alkalis 
and  alkaline  earths  are  readily  soluble  in  water.  The  barium  salt 
crystallises  in  flat  prisms  ;  the  lead  and  the  unstable  silver  salts  are 
sparingly  soluble  or  insoluble  in  water.  When  the  acid  is  boiled  with 
potash,  it  is  converted  into  a  crystalline  compound — most  probably 
plienylacetic  acid — which  melts  at  71‘5 — 75°.  F.  S.  K. 

Diparatoluylene  Sulphoxide.  By  H.  C.  Parker  (Per.,  23. 
1814 — 1816). — Diparatoluylene  sulphoxide,  SO(CJl4Me)2  [Xle’SO  = 
1  :  1],  is  prepared  by  heating  toluene  with  tliionyl  chloride  and 
aluminium  chloride ;  when  cold  the  product  is  poured  into  water, 
and  the  oil  which  separates  is  washed  with  aqueous  soda,  and  dried  ; 
after  evaporating  the  excess  of  toluene,  the  residue  is  rccrystallised 
from  light  petroleum,  from  which  it  is  deposited  in  long,  white,  flat 
crystals  melting  at  92°.  The  compound  is  readily  soluble  in  the 
ordinary  menstrua.  The  corresponding  sulphide  is  obtained  by 
reduction,  and  the  sulplione  is  formed  on.  oxidation. 
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In  addition  to  tlu*  mol  hods  already  known,  diphenyl  sulphoxide  may 
he  obtained  bv  the  aetion  of  thionyl  ehioride  on  meronrodiphenyl,  or 
by  titrating  benzenesulph inie  aeid  with  phosphoric  anhydride. 

J.  It.  T. 

Displacement  of  the  Sodium  in  Ethyl  Sodiophenylsulphone- 
acetate.  lty  K.  Otto  and  A.  Kossinc.  (Her.,  23,  1G47 — 1(153). — A 
reply  lo  the  paper  of  A.  ^Michael  (compare  this  vol.,  p.  781).  The 
authors  give  details  of  farther  experiments  which  they  have  made 
with  the  object  of  deciding  this  question.  They  find  that  dry  sodium 
ethyl  phenylsulphoncaootate  is  entirely  unacted  on  by  heating  in  a 
sealed  tube  wi  th  ethyl  bromide  at  125°.  If  heated  in  the  smile 
manner  with  ethyl  iodide  at.  150°,  me thylphenylsu lpliono  is  formed. 
The  same  result  is  obtained  by  heating  tit  BO  a  mixture  of  pure 
dry  ethyl  phonylsulphonc  acetate  dissolved  in  alcohol,  sodium 
ethoxide,  and  ethyl  iodide;  one  portion  was  heated  in  a  flask,  and  a, 
second  in  a  sealed  tube.  A  similar  experiment  with  methyl  alcohol 
and  ethyl  bromide  was  also  made  without  success. 

The  alcohol  employed  had  been  carefully  dehydrated  by  boiling  it 
with  calcium  ox’de  and  treatment  with  sodium.  J.  13.  T. 

Displacement  of  the  Amido-  by  the  Sulphonic  Acid-group. 
By  L.  Bandsbkkg  (Her.,  23,  1454). — When  freshly  prepared  cuprous 
hydroxide  is  warmed  with  a  large  quantity  of  sulphurous  acid,  and 
the  warm  mixture  poured  into  a  solution  of  diazobenzene  sulphate, 
a  rapid  evolution  of  gas  sets  in  and  benzenesulphunic  acid  is  formed  ; 
the  yield  is  about  one-fifth  of  the  aniline  employed.  F.  8.  K. 

Aromatic  Sulphonamic  Acids.  By  W.  Traube  (Bcr.,  23,1053 
— 1057  ;  compare  Wagner,  Abstr.,  1880,  708). — Anilinesnlphonic 
acid  is  formed  by  heating  aniline  with  chlorosnlphonie  acid,  or 
sulphuric  anhydride  ;  but  if  the  aniline  is  dissolved  in  chloroform  or 
benzene,  the  solution  well  cooled,  and  the  chlorosnlphonie  acid  added 
gradually,  a  hydrogen-atom  of  the  anOdo-group  is  replaced,  phenyl- 
mlphonamic  acid  being  obtained.  The  free  acid  could  not  be  isolated, 
as  the  aqueous  solution  readily  undergoes  decomposition  on  evapora¬ 
tion.  The  barium  salt,  Ba(XHPh‘S03)2,  is  prepared  by  treating 
aniline  (3  mols.)  with  clilorosulphonic  acid  (1  mol.)  as  above;  the 
product  is  poured  into  water,  and  treated  with  barium  hydroxide  ; 
on  evaporating  the  clear  aqueous  solution,  the  barium  salt  separates 
in  lustrous  plates,  or  long  needles,  which  do  not  melt.  The  com¬ 
pound  is  unaffected  by  boiling  with  water,  but  the  addition  of  a 
few  drops  of  acid  causes  its  decomposition  into  aniliue  and  sulphuric 
aeid.  The  potassium  and  sodium  salts  are  obtained  from  the  barium 
salt  by  the  action  of  potassium  or  sodium  sulphate. 

Barium  orthotoluenesulphonamate  is  prepared  from  orthotoluidine 
by  the  method  described.  It  crystallises  from  water  in  lustrous 
plates,  which  have  no  melting  point.  The  free  acid  could  not  be 
obtained  in  a  crystalline  form. 

Barium  metaxylenesnlphonamate  is  prepared  from  metax3rlidine  ;  its 
properties  are  very  similar  to  those  of  the  barium  salts  described 
above.  J.  B.  T. 
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Synthesis  of  Indene-derivatives.  By  W.  v.  Miller  and  G. 
Bonos  ( Jier .,  23,  1881 — 1886,  and  188“ — 1002  ;  compare  Abstr., 
1889,  984). — Ketones,  like  aldehydes,  condense  to  form  indene-deri¬ 
vatives;  the  only  general  condition  being  that  the  side  chain  shall 
not  contain  a  double  bond.  Metanitroketones  of  the  cinnamic  acid 
series  resemble  the  corresponding  aldehydes  in  their  behaviour 
towards  tin  and  hydrochloric  acid.  Metanitrobcnzalacetone,  like 
metanitrocinnamie  aldehyde,  yields  no  indene-derivativc,  whilst  meta¬ 
nit  ro-orthometh  ylbenzalaeetone  gives  metamido-iS'/'diinethvlindene. 

(JH> 

7-Methylindene,  C6ll4<^^,^2  ^>CH,  is  obtained  by  treating  bcnzal- 

acetone  with  8  times  its  weight  of  concentrated  sulphuric  acid  ; 
after  24  hours,  it  is  poured  into  water,  and  distilled  in  a  current  of 
steam,  the  distillate  is  extracted  with  ether,  and,  after  evaporation, 
the  oily  residue  is  purified  by  distillation  ;  the  yield  is  very  small. 
The  picrate,  Ci0 LLio, C"G Hi,  crystallises  in  long,  orange-yellow, 
radiating  needles  melting  at  75  76  .  Methylindene  dissolves  in  con¬ 

centrated  sulphuric  acid  with  a  yellowish-brown  colour;  the  solution 
exhibits  an  intense  green  fluorescence ;  ou  adding  water,  the  colour 
changes  to  dark  yellowish-reel,  and,  finally,  becomes  red. 

Orihomethylbenzylacetone ,  OJHsPh'CHile-COMe,  is  prepared  by  dis¬ 
tilling  a  mixture  of  a-methyl-7-pheuy’l propionic  acid  and  calcium 
acetate;  it  forms  an  almost  colourless  oil  boiling  at  234-  —241°  (corr.)  ; 
it  undergoes  a  slight  decomposition  on  distillation  at  ordinary'  pres¬ 
sure;  no  hideue-derivative  could  be  obtained  from  it,  and  it  docs  not 
appear  to  combine  with  hy'drogen  sodium  sulphite. 

Metamido-(3'(~d imethyluidene ,  XI13  ■C6H3<^!^>CMe,  is  obtained 

by  heating  inetauitro-a-methydbenzalacetoue  with  tin  and  alcoholic 
hydrochloric  acid;  when  ihe  reaction  is  completed,  the  alcohol  is 
removed  and  the  residue  treated  with  sodium  hydroxide  and  distilled 
in  a  current  of  steam.  The  compound  crystallises  in  small,  lustrous 
plates  melting  at  62 — 63°;  it  is  very  soluble,  but  cannot  be  reciys- 
tallised  without  undergoing  decomposition  ;  it  reduces  an  ammoni- 
acal  silver  solution,  and  is  very  unstable  on  exposure  to  light. 
Ihe  iettzm/Z-nerivative  is  deposited  in  crystalline  nodules  melting  at 
198°.  Me  ■ amidobenzalacetone  is  obtained  by  the  reduction  of  meta- 
nitrobenzalaniline  with  ferrous  ammonium  sulphate;  it  is  an  oily 
liquid;  the  benzoyl- derivative,  XHBz*C6H,-CH:ClM'OMe,  crystallises 
from  benzene  in  small  nodules  and  melts  at  12or.  Metamidobenzalaee- 
tone  yields mefamidubemylacetone  on  treating  it  with  sodium  amalgam 
in  acid  solution  ;  it  is  an  oily'  liquid  ;  the  benzoyl  compound, 

XHBz-C6H4-CH2-CH2-COMe, 

melts  at  94 — 95°.  Xo  iudeue-derivative  could  be  obtained  from 
metamidobenzylacetone,  thus  proving  that  the  influence  of  the  sub¬ 
stitute  ug-gro  ups  in  the  a- position  does  not  merely'  consist  in  rendering 
the  side  chain  capable  of  being  reduced. 

The  power  of  condensing  to  form  indene-derivatives  is  not  confined 
to  meta-substituted  acids,  as  hitherto  supposed  ;  both  ortho-  and  para- 
c  impouuds  are  capable  of  reacting  in  the  same  manner  ;  but,  as  iu 
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the  ease  of  aldehydes,  this  property  is  greatly  dependent  on  the 
«diameter  of  the  substitu ting-groups ;  the  presence  of  chlorine,  bro¬ 
mine,  or  methyl  in  the  benzene  nucleus  facilitates  the  condensation, 
whilst  the  amido-group  entirely  prevents  it;  as  aldehvdes  acquire 
the  power  of  forming  indene-deri vatives  in  the  first  instance  from  the 
presence  of  the  amido-group,  the  contrast  is  sufficiently  striking  ;  the 
difference  may',  however,  be  due  to  the  d  hydrating  agents  employed, 
which  are,  for  aldehydes,  tin  and  hydrochloric  acid  ;  for  acids,  con¬ 
centrated  sulphuric  acid. 

OIL 

ft  •MrthyUujdnn'Mmf,  CSH4<^  ^  is  prepared  by  heating 

a/j-methylphcnylpropinnic  acid  with  12  times  its  weight  of  concen¬ 
trated  sulphuric  acid  for  a  few  moments  at  loth;  the  liquid  is  rapidly 
cooled,  ] loured  into  water,  and  treated  with  excess  of  sodium  hydr¬ 
oxide;  the  solution  is  distilled  in  a  current  of  steam,  ami  the  distil¬ 
late  shaken  with  ether  ;  the  oily  residue  remaining,  alter  evaporation  of 
the  ether,  is  finally  purified  by  distillation.  The  hy-irindone  is  a  viscid, 
colourless  liquid  boiling,  with  slight  deer  imposition,  at  244 — 24G  (corr.) 
under  a  pressure  of  719  mm.,  and  at  107-  -170  at  117  mm.  ;  it  has  a 
penetrating  odour  resembling  that  of  peppermint,  and  is  readily 
soluble  in  water,  but  insoluble  in  alkalis;  a  bluish-violet  fluorescence 
is  produced  on  shukiug  with  concentrated  sulphuric  acid  :  the  yield  is 
GO  per  cent,  of  the  .propionic  acid  employed.  Phthalio  acid  is  ob¬ 
tained  by  oxidising  the  hvdrindone  with  dilute  nitric  acid,  ft-Methyl- 
hydriudonephenylkydrazone ,  CT.lIioXTlPh,  crystallises  from  alcohol 
in  small,  yellow  leaves  inciting  at  11G%  MtinhrortLhydrindone , 

C  H*> 

C6H2Br<^  qq'>CH2,  is  prepared  by  heating  m dabromophenylprop- 

ionic  acid  with  concentrated  sulphuric  acid  at  145°.  After  puri¬ 
fication,  it  crystallises  in  white  needles  melting  at  122 — 123°.  The 
yield  is  40 — 50  per  cent.  I’arahromhylriadctie  is  obtained  in  a 
similar  manner  from  parabromophenyl propionic  acid  ;  it  melts  at 
111 — 112%  and  is  identical  with  a  compound  obtained  bv  Goring 
(compare  Abstr.,  18.78,  olb).  Metaehloropropiouic  acid,  prepared 
by  the  action  of  sodium  amalgam  on  metaclilorocinnamic  acid, 
readily' condenses  under  the  influence  of  sulphuric  acid  with  formation 

of  nittachlorhydrindone,  C6H3C I  <  ^  C H2  [GHs*CO'CI=  1  : 2:5], 

which  crystallises  from  dilute  alcohol  in  white  needles  melting  at 
95%  and  boiling  at  274°  without  decomposition  ;  it  is  sparingly'  soluble 
in  water.  The  phenyllyydrazone ,  CsH^ChXoHPh,  is  obtained  in  colour¬ 
less,  lustrous,  radiating  needles  melting  at  139°4  it  readily  decom¬ 
poses  on  exposure  to  light.  Chlorophthalic  acid  (m.  p.  148°)  is  the 
side  oxidation-product  of  metaohlorhydrindone;  the  phenylhydrazin e 
alt  ot  this  acid  is  very  sparingly' soluble.;  it  crystallises  in  small, 
white  needles  melting  at  14S%  Meiaehloro-x-methi/iciitnaniic  acid, 
CeH4Cl*CH:CAIe-COQH,  is  prepared  by  means  of  Perkin’s  reaction  ; 
it  crystallises  from  chloroform  in  thick,  colourless  prisms  melting  at 
1UGV  The  sodium,  copper,  and  barium  salts  have  been  prepared  ; 
the  last-named  crystallises  in  lustrous  scales.  On  treating  the  free 
acid  with  concentrated  sulphuric  acid,  a  substance,  which  is  probably' 


1140 


ABSTRACTS  OF  CHEMICAL  PAPERS. 


a  chlorindone,  is  obtained  in  very  small  quantity.  afi-Methylmetachloro - 
phenylpr op  ionic  acid  is  prepared  by  the  action  of  sodium  amalgam 
on  the  corresponding  cinnamic  acid ;  it  is  an  oily  liquid  boiling 

at  292—290°.  (i-Methylmetachlorhyd rind one,  CeH3Cl<^Q2>CHMe, 

is  obtained  from  the  previous  compound  ;  it  is  a  colourless,  strongly 
refractive,  viscid  liquid  boiling  at  265 — 268°;  its  odour  resembles 
that  of  menthol,  and  it  is  very  sparingly  soluble  in  water.  Para- 
methylcinnamic  acid  is  prepared  by  Perkin’s  reaction  ;  it  crystallises 
from  benzene  in  fine  needles  melting  at  195'50,  is  readily  soluble  in 
water,  and  yields  the  corresponding  propionic  acid  on  reduction  with 
liydriodic  acid  and  phosphorus.  Paramethylhydrindone , 

CH3-Me-<^2>CH„ 

is  obtained  from  paramethyl  phenyl  propionic  acid  ;  it  crystallises  from 
light  petroleum  in  white  needles  melting-  at  06°.  Metamethylhijdrin- 
done ,  from  metamethyl  phenyl  propionic  acid,  is  deposited  from  light 
petroleum  in  long,  white  needles  melting  at  59°.  Metanitro-x-methyl- 
cinnamic  acid ,  N02-C6HyCIPCMe*C00H,  is  prepared  by  means  of 
Perkin’s  reaction  ;  it  forms  a  white  powder  melting  at  197'5°,  and  is 
sparingly  soluble  in  light  petroleum.  2fetamido-orthom.ethylcvmamic 
acid  is  obtained  from  the  nitro-com pound  by  reduction  with  am¬ 
monium  ferrous  sulphate  ;  it  crystallises  in  lone,  light-yellow  needles 
melting  at  137°.  The  benzoyl -derivative  melts  at  1  90  — 191°.  a.fi-lSl ethyl - 
metamidop  he  it  ylpropionic  acid ,  NHyCsHyCUyCHMe-COOH,  is  formed 
from  the  amidocinnamic  acid  by  reduction  with  liydriodic  acid  and 
phosphorus;  it  is  a  reddish-brown  oil.  The  benzoyl  compound  melts 
at  147 — 148°.  No  indone-derivatives  could  be  obtained  from  these 
three  acids.  J.  B.  T. 

Bidioxymethyleneindigo.  By  C.  Liebkrmann  and  F.  Haber 
(Per.,  23,  1566 — 1567). — Piperonal  was  converted  into  nitropiperonal 
by  the  method  of  Pittig  and  Kemsen  ;  this  was  dissolved  in  acetone, 
and  a  slight  excess  of  dilute  aqueous  soda  added,  when  a  violet-red, 
fl Occident  precipitate  of  b idioxymethy lene indigo, 

c*[<xh>c‘h'<o>oiFK 

was  formed.  This  may  also  be  obtained  by  using  pyruvic  acid  instead 
of  acetone.  It  is  a  deep-blue  substance,  less  soluble  than  indigo.  It 
dissolves  in  concentrated  sulphuric  acid,  giving  a  bluish-red  solution, 
which  exhibits  two  absorption-bands,  the  stronger  extending  from  11 
to  C xfi,  the  weaker  from  E  to  b.  When  water  is  added  to  the  solution, 
the  substance  is  precipitated  unchanged.  When  heated,  it  gives  violet- 
red  vapours.  C.  F.  B. 

Condensation  of  Dichlorether  with  Cresols.  By  C.  Bruckner 
(Annalen,  257,  322 — 330). — Ortho-,  meta-,  and  para-cresol  combine 
with  dichlorether,  yielding  the  corresponding  trihydroxy  tritolylethaner, 
OH-CGH3Me,CH2,CH(C6H3Me,OH)o.  The  three  compounds  are  all 
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colourless,  amorphous  powders,  turn  reddish  on  exposure  to  the  air  in 
a  moist  condition,  and  arc  readily  soluble  in  ether,  alcohol,  glacial 
acetic  acid,  ethyl  acetate,  acetone,  and  benzene,  but  only  sparingly  in 
carbon  bisulphide  (the  ortho-compound  is  insoluble),  and  insoluble  in 
chloroform,  water,  and  light  petroleum.  The  triacetyl- derivatives, 
Ci9H3„Os,  arc  yellowish,  amorphous  compounds,  soluble  in  alcohol, 
ether,  glacial  acetic  acid,  ethyl  acetate,  acetone,  carbon  bisulphide, 
and  chloroform,  but  insoluble  in  water,  alkalis,  and  light  petroleum. 
Brownish-violet  dyes  of  the  composition  C461L<;07  are  formed  when 
the  trihydroxyu  itolylethanes  are  dissolved  in  acetic  acid,  and  the  solu¬ 
tions  boiled  with  ferric  chloride  ;  they  are  dark  powders,  which  decom¬ 
pose  at  about  *200°,  and  are  readily  soluble  in  alkalis,  alcohol,  ether, 
glacial  aeet.ic  acid,  acetone,  and  ethyl  acetate,  but  insoluble  in  carbon 
bisulphide,  benzene,  chloroform,  and  light  petroleum  ;  when  boiled 
with  acetic  anhydride  and  sodium  acetate,  the  ortho-  and  the  para- 
eompound  yield  Lmcetybderivntivcs  of  the  composition  C5SH5kOi3, 
whilst  the  meta-compound  seems  to  yield  a  mixture  of  various  sub¬ 
stances.  T.  S.  K. 

Paramidotriphenyl  Carbinol.  By  A.  Baeyer  and  E.  Lour 
(Her.,  23,  1021 — 1328  ;  compare  Tschncher,  Abstr.,  1888,  3/5). — 
Paramidotriphenyl  carbinol,  the  simplest  representative  of  the  rosani- 
li ne  dyes,  has  not  hitherto  been  prepared;  it  has  now  been  obtained 
and  is  found  to  correspond  in  every  way  with  the  di-  and  tri-amido 
compounds.  Although  itself  colourless,  its  salts  are  red  ;  it  is  a  weak 
base,  and  probably  for  this  reason  does  not  dye  wool  or  silk. 

Parauitrotriphenylrnethane  is  obtained  by  treating  1  part  of  parnnitro- 
benzaldehydo  with  4  parts  of  benzene  and  4  parts  of  sulphuric  acid. 
After  remaining  for  24  hours,  the  benzene  solution  is  separated  from 
the  acid  and  purified;  on  evaporating  the  benzene,  the  hydrocarbon 
forms  an  oily  residue,  which  quickly  solidifies.  The  compound 
crystallises  from  alcohol  in  white  plates  melting  at  03°;  on  treatment 
with  fuming  nitric  acid,  it  yields  pnratrinitrotriphenvlmethnne. 

P  aranit  rotripheuyl  carbinol  is  prepared  by  oxidising  para ni trot ri- 
phenylmethane  with  chromic  anhydride;  the  compound  is  purified  by 
dissolving  it  in  glacial  acetic  acid  and  precipitating  with  water;  it 
melts  at  136°. 

Paramidotriphenylm  ethane  is  completely  analogous  to  orthamido- 
triphenyl methane.  The  hydrochloride  is  obtained  by  treating  an 
alcoholic  solution  of  the  nitro-compound  with  tin  and  hydrochloric 
acid  ;  it  crystallises  from  dilute  hydrochloric  acid  in  lustrous  plates  or 
needles.  The  free  base  is  liberated  on  adding  sodium  hydroxide  solu¬ 
tion  to  the  hydrochloride  ;  it  crystallises  from  light  petroleum  in  short, 
lustrous  needles  melting  at  83 — 8l°.  The  sulphate  and  nitrate  are 
sparingly  soluble  in  water. 

AcetyLparamidotriphenylmcthane ,  CHPhj^HvNHAc,  is  formed  on 
warming  the  free  base  with  acetic  anhydride.  On  the  addition  of 
water,  the  compound  is  deposited  from  glacial  acetic  acid  in  bushy 
aggregates  of  needles  or  prisms,  melting  at  157T 

Acetylparamidotriphenylcarbinol,  OH*CPIi2'C6H4‘NFIAc,  is  obtained 
by  cautiously  oxidising  the  preceding  compound  with  chromic  an- 
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hydride.  On  the  addition  of  light  petroleum  to  a  benzene  solution,  it 
forms  slender,  lustrous  needles  melting  at  176°.  The  acetyl  com¬ 
pound  is  best  hydrolysed  by  dissolving  it  in  glacial  acetic  acid, 
and  pouring  the  solution  into  hot  dilute  sulphuric  acid;  the  mix¬ 
ture  is  then  boiled  for  some  time,  and  the  base  precipitated  with  an 
alkali. 

Paramidotri phenyl  carbinnl,  OH’CPlvCsHj-XHj,  crystallises  from 
tolnene,  or  from  a  mixture  of  ether  and  light  petroleum,  in  small, 
colourless  nodules,  melting  at  116°.  The  sulphate  is  red,  and  forms 
well  developed  plates,  containing  1  mol.  H20,  which  it  loses  at  100°. 
The  hydrochloride  crystallises  from  alcohol  in  long,  red  needles,  which 
give  up  1  mol.  EbO  on  heating  to  120°.  The  platinorhloride  is  red. 
The  pier  ate  is  sparingly  soluble,  and  crystallises  in  coloured  needles. 
13 y  the  redurt'on  of  paranftrotriphenyl  carbinol,  a  base  is  obtained, 
which  crvstalliscs  from  ether  in  long,  well -developed,  yellowish,  lus¬ 
trous  needles  melting  at  123 — 124°.  This  compound  appears  to  be 
paramidobev zophenone.  The  hydrochloride  crystallises  in  tufrs  of  long, 
golden-coloured  needles.  J.  B.  T. 

Displacement  of  the  Methylene  Hydrogen-atoms  in  Deoxy- 
benzoin  and  Benzyl  Cyanide;  New  Synthesis  of  Substituted 
Quinolines.  By  Jl.  Bfddebkrg  (Per..  23,  2060 — 2078). — Allyl- 
denxybenznhi ,  COPlrCHPlrC3H5,  is  obtained  when  deoxybenzo'in  is 
treated  with  sodium  ethoxide  and  nllyl  iodide.  It  is  a  yellowish- 
brown  oil  boiling  at  335 — 337°;  its  benzyl-derivative  could  not  be 
prepared. 

A Ihjlhevzyl  cyanide,  CX*CHPlrC3H3,  prepared  by  beating  benzyl 
cyanide  at,  150 — 160°  xvith  ally!  iodide  and  anhydrous  sodium 
hvdrate,  is  a  colourless  oil  boiling  at  260 — 270°;  the  yield  is  very 
small.  When  warmed  with  sodium  ethoxide  and  benzyl  chloride  in 
alcoholic  solution,  it  yields  small  quantities  of  an  oil  boiling  at 
320 — 330°,  which  seems  to  be  impure  benzylallylbenzyl  cyanide, 

CH,Ph*CPh(CN)-C3H5. 

Orthovitroben: y Meoxyb enco i n ,  XO^CfiHpCHyCHPlrCOPh,  can  he 
obtained  by  gradually  adding  a  dilute  alcoholic  solution  of  sodiodeoxy- 
bcnzoin  to  a  cold  alcoholic  solution  of  ortlionitrobenzyl  chloride.  It 
crystallises  from  alcohol  in  needles,  melts  at  100 — 102°,  and  is  readily 
soluble  in  alcohol,  ether,  glacial  acetic  acid,  itc. ;  a  benzyl -derivative 
of  this  compound  could  not  be  obtained.  The  corresponding  para- 
compound,  prepared  in  like  manner,  crystallises  from  alcohol  in 
needles,  melts  at  110 — 112°,  and  is  rather  more  sparingly  soluble  in 
alcohol  than  the  ortho-compound.  Orthodinitrostilbene  (m.  p.  196°), 
identical  with  the  compound  prepared  by  Bischoif  (Abstr.,  1S8S,  1094), 
is  formed  when  oi’tbonitrobenzyl  chloride  is  added  to  an  alcoholic  solu¬ 
tion  of  sodiobenzyl  cyanide. 

A  compound  of  the  composition  C21H15X,  which  seems  to  be 
a/3 -diphenylqvinoline,  is  formed  when  orthonitrobenzyldeoxybenzoYn  is 
reduced  with  iron  powder  and  hot  glacial  acetic  acid.  It  separates 
from  alcohol  in  large,  transparent  crystals,  melts  at  95 — 96°,  boils  at 
about  420°  without  decomposition,  and  is  soluble  in  most  ordinary 


ORGANIC  CHEMISTRY. 


1143 


solvents.  Vapour-density  determinations  gave  results  in  accordance 
with  the  molecular  formula  given  above.  The  hydrochloride  crystal¬ 
lises  in  thin  plates,  and  is  decomposed  by  cold  water.  The  mercuro- 
chloride  crystallises  from  boiling  dilute  hydrochloric  acid  in  long 
needles,  and  turns  yellowish  on  exposure  to  the  air.  The platinochloride, 
(C2]H15>T)2.H2PtC)6,  is  an  orange-yellow,  crystalline  powder  very 
sparingly  soluble  in  water  and  alcohol. 

Faramidobenzyldeoxybenzoin,  NHj-CsHyCHvCHPlrCOPh,  can  be 
obtained  by  reducing  paranitrobenzyldeoxybenzo'in  with  stannous 
chloride  and  hydrochloric  acid  in  boiling  alcoholic  solution.  It  crystal¬ 
lises  from  alcohol  in  needles,  melts  at  140 — 141°,  and  is  readily  soluble 
in  the  ordinary  solvents.  The  hydrochloride ,  C2!H|9N,HC1,  crystallises 
from  dilute  alcohol  in  needles,  is  very  readily  soluble  in  alcohol,  and 
is  decomposed  by  boiling  water.  F.  S.  K. 

Derivatives  of  Deoxybenzom.  By  J.  Ephraim  ( Ghem .  Centr., 
1890,  i,  900  ;  from  Inaug.  Diss.  Berlin). — By  heating  phthalic  an¬ 
hydride  with  orthocarboxylphenylacetic  acid  at  190°,  deoxyhenzerinorthr - 
dicarhoxylic  acid,  COOH'CgHyCHyCO-CsHyCOOH,  is  formed  melting 
at  238 — 239°.  Another  substance,  melting  at  250°,  is  formed  at  the 
same  time,  and  appears  to  be  a  double  lactone. 

Bibenzylorthodicarboxylic  acid  is  obtained  from  deoxybenzoiinortho- 
dicarboxylic  acid  by  heating’  the  latter  with  hydrogen  iodide  and 
phosphorus.  With  alcoholic  ammonia,  deoxybenzoXnorthoimidodicarb- 
oxylic  acid ,  CisHnCbN,  is  formed,  the  constitution  of  which  is  not. 
certain.  Phosphorus  oxychloride  abstracts  one  molecule  of  water 
from  it,  forming  the  compound  ci6h902x. 

Deoxybenzoinorthodicarboxylic  anhydride  is  obtained  by  passing 
hydrogen  chloride  into  the  alcoholic  solution  of  the  acid,  after  which 
the  addition  of  water  causes  the  formation  of  a  precipitate,  which  is 
treated  with  sodium  carbonate.  Ethyl  iodide,  when  added  to  the 
silver  salt  suspended  in  alcohol,  causes  the  formation  of  the  same 
anhydride.  Hydroxylamine  reacts  with  deoxybenzoinorthodicarb- 
oxylie  acid,  with  formation  of  an  oximidolactone ,  CwHuOj]Sr,  melting 
at  229 — 230°.  Sodium  amalgam  reduces  the  same  acid  to  the  lactide 
of  hydroxytuluylenoorthodicarboxyhc  acid ,  melting  at  201°,  from  which, 
by  the  action  of  barium  hydroxide,  followed  by  silver  nitrate,  the 
silver  salt  is  obtained.  The  free  acid  could  not  be  prepared.  The 
barium  salt  crystallises  with  2  mols.  H20.  J.  W.  L. 

Isomeric  Cuminildioximes.  By  E.  Hoffiiaxx  ( Ber .,  23,  2064— 
2066). — ct-Cioninildioxime ,  CoolI24Xo02,  separates  in  colourless  crystals 
when  cuminil  is  warmed  with  hydroxylamine  hydrochloride  in  methyl 
alcoholic  solution  ;  it  melts  at  249°,  and  is  almost  insoluble  in  alcohol, 
ether,  and  benzene,  but  readily  soluble  in  soda.  The  diacetyl-deviva.- 
tive,  C?4H28X202,  prepared  by  treating  the  dioxime  with  acetic 
anhydride  in  the  cold,  forms  colourless  crystals,  melts  at  127°,  and  is 
sparingly  soluble  in  alcohol  and  glacial  acetic  acid. 

fi-Cuminildioxime,  C2oH24N202,  is  obtained  when  the  a-compound  is 
heated  with  alcohol  at  140°  for  10  to  12  hours.  It  crystallises  from 
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alcohol  in  needles,  melts  at  227°,  and  is  readily  soluble  in  alcohol  and 
soda.  The  diacetyl- derivative  is  a  syrup.  F.  S.  K. 

Oximes  of  Halogen-benzoplienones.  By  K.  Auwers  and  Y. 
1\Iever  (tier.,  23,  2063 — 2066). — Various  compounds  are  formed  when 
bromobenzophenone  is  treated  with  hydroxylamine  in  alkaline  solu¬ 
tion,  but  they  have  not  yet  been  isolated.  Chlorobenzophenone  under 
the  same  conditions  yields  at  least  two  isomeric  oximes  ;  the  one 
melts  at  96—07°,  but  solidifies  again  on  prolonged  heating  at  100°, 
being  converted  into  an  isomeride  which,  after  recrystallisation  from 
alcohol,  melts  at  about  155°;  the  other  melts  at  155°,  and  maybe 
identical  with  the  compound  (rn.  p.  143 — 149°)  obtained  by  Beckmann 
and  Wegcrhoff  ( Annaien ,  252,  7).  The  acetyl-  and  benzyl-derivatives 
of  these  two  compounds  also  differ  from  one  another.  F.  S.  K. 

Molecular  Weight  of  the  Desaurines.  By  V.  Meyer  (tier., 
23,  1571 — 1573). — Under  the  name  of  Desaurines,”  a  class  of 
compounds  has  been  described,  distinguished  by  their  golden- 
a  ellow  colour,  insolubility',  and  the  formation  of  a  blue- violet  solu¬ 
tion  with  concentrated  sulphuric  acid.  They  are  obtained  by  the 
action  of  thiophosgene,  CSCk,  on  deoxvbenzoi’n  and  analogous 
compounds,  and  that  obtained  from  deoxy  benzoin  itself  has  the 
composition  COPlrGPh.CS,  Its  properties  seemed  to  show  that  its 
molecular  formula  must  be  a  multiple  of  that  given  above,  and  at  the 
request  of  the  author  experiments  were  made  by  Beckmann  on  the 
lowering  of  boiling  point  caused  when  it  is  dissolved  in  ethylene 
bromide,  as  compared  with  solutions  of  benzil  and  phenyl  benzoate 
in  the  same  solvent.  The  results  corresponded  with  a  molecular 
weight  double  of  that  given  above  ;  possibly,  therefore,  the  formula  of 

the  substance  is  COPh*CPh!C<^g)>CPh!C'COPh.  C  F  B 

Benzyl  oxanthranol.  By  C.  Bach  (tier.,  23,  1507 — 1571). — This 
snbstmce  is  obtained  as  a  flocculent  precipitate  on  reducing  antlira- 
quinone  with  zinc-dust,  and  shaking  the  filtered  alkaline  solution  in 

air.  Its  formula  is  C(OH)-CH2Ph.  When  heated  in  a 

reflux  apparatus  with  sodium  acetate  aud  acetic  anhydride,  it  yields 
the  acet ///-derivative,  whieh  forms  yellowish  needles  melting  at  281°, 
soluble  in  strong  sulphuric  acid  with  a  yellow  colour,  and  decom¬ 
posed  by  long  boiling  with  alcohol,  henzyloxanthranol  being  re-formed. 
By  dissolving  the  latter  substance  in  strong  sulphuric  acid,  dehydro- 

benzyluxanthranol ,  CO<^6|j4)>C.’CIlPh,  is  obtained.  This  forms  long, 

yellow  needles,  which  sublime  without  decomposition.  When  allowed 
to  remain  for  a  few  hours  with  the  calculated  quantity  of  bromine, 
it  takes  up  two  atoms  of  it  and  forms  didiydrohen:yloxanthra7iol 

bromide  CO<^n]_J4!)>CBi"CHBrPh,  which  crystallises  from  benzene 

in  yellow  needles  melting  at  148°,  and  soluble  in  ether,  acetic  acid, 
sulphuric  acid,  and  slightly  in  alcohol,  but  not  in  water ;  its  solution 
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in  sulphuric  acid  is  yellowisli-rcd.  By  boiling  it  for  a  long  time  with 

C  H 

alcohol,  bromodehydrobcnzyJoxanlhranoI,  CO<^, j j4)>ClCBrPh,  is  ob¬ 


tained.  This  dissolves  easily  in  alcohol,  and  with  sulphuric  acid 
yields  a  violet-red  solution.  It  crystallises  from  alcohol  in  yellow 
crystals  inciting  at  254°,  and  forms  yellow  needles  when  sublimed. 
By  heating  it  with  red  phosphorus  and  hydriodic  acid  in  a  reflux 

apparatus,  ''[-benzyl unth  racenr,  C6H4<^  “  ^j>C6H4,  is  formed,  and 

L  ii - 


is  obtained  by  extracting  the  mass  with  alcohol  and  precipitating  the 
hydrocarbon  by  the  addition  of  a  little  water  to  the  alcoholic  extract. 
It.  crystallises  from  alcohol  in  long,  colourless  needles  which  melt  at 
119°;  itdissolves  in  alcohol,  ether,  and  benzene  with  a  blue  fluorescence, 
whilst  its  solution  in  concentrated  sulphuric  acid  is  green,  and  exhibits 
a  red  fluorescence.  When  it  is  dissolved  in  carbon  bisulphide  and 
treated  with  bromine  (1  mol.),  bromobenzylanthracene,  C2iH]6Br>  is 
formed;  on  evaporating  the  solutiou,  this  is  left  as  prisms,  which  are 
soluble  in  alcohol,  ether,  and  acetic  acid,  in  benzene  with  a  hlnish 
fluorescence,  and  in  sulphuric  acid  with  a  green  colour.  It  crystallises 
from  benzene  in  yellowish  prisms,  and  decomposes  when  heated  to 
113 — 1110.  By  dissolving  benzylautliracene  in  sulphuric  acid  and 
neutralising  with  barium  carbonate,  barium  benzylantliracenemnuo- 
sulyhonate ,  (Co,H15SO:1)>Ba,  is  obtained  in  small,  yellowish  needles, 
which  in  solution  exhibit  a  bine-violet  fluorescence.  C.  F.  B. 


Action  of  Methyl  Chloride  on  Naphthalene,  and  the  Con¬ 
stitution  of  the  Hydrocarbon  obtained  from  Carminic  Acid. 

By  C.  A.  Bischoff  (iter.,  23,  1905 — 1908). — By  the  action  of  methyl 
chloride  on  naphthalene  in  presence  of  aln minium  chloride,  the  author 
finds,  in  agreement  with  Brunei  (Abstr.,  1884*,  1035),  that  no  methyl- 
naplitlialcne  is  formed.  If  the  product  of  the  reaction  be  subjected 
to  distillation,  it  yields,  below  225°,  a  fraction  containing  naphthalene  ; 
between  225 — 2G0°,  substances  come  over  which  partially  solidfy,  and 
have  melting  points  varying  from  54°  to  70°;  between  260 — 325°, 
small  quantities  of  oily  products  distil  over,  which  were  not  further 
examined.  The  residue  on  distillation  in  a  vacuum  yielded  two  chief 
fractions,  the  one  boiling  below  360°,  and  the  other  above  360°.  The 
former  fraction  was  solid,  but  mixed  with  oil,  and  was  purified  by 
recrystallisation  from  alcohol.  As  soon  as  the  melting  point  became 
179 — 181°,  the  crystals  were  united  with  tliosc  obtained  from  the 
second  fraction,  and  the  whole  rccrystallised  from  alcohol  until  it 
became  white;  it  was  thus  obtained  in  small  plates,  sparingly  soluble 
in  cold  alcohol,  acetic  acid,  and  light  petroleum,  readily  in  the  hot 
liquids.  It  was  not  free  from  ash,  but  the  analyses  appear  to  show 
that  its  formula  is  C,5Hl0  or  C16Hi2.  It  forms  a  picrute,  crystallising 
in  long,  elastic,  orange-yellow  needles,  which  become  plastic  at  162°, 
and  melt  at  181°. 

In  its  properties  the  hydrocarbon  strongly  resembles  the  compound 
Ci6H12  obtained  by  Liebermann  and  Dorp  from  ruficoccin  (Abstr., 
1872,  706),  and  by  Furtli  from  carmine  (Abstr.,  1884,  84),  the 
melting  points  and  behaviour  towards  chromic  and  picric  acids  agree- 
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ing  almost  exactly,  so  that  the  two  substances  are  probably 
identical.  The  author  believes  that  it  is  formed  from  tetramethyl- 
naphthalene  (1  .  1' .  4 . 4'),  and  that  the  carbon-atoms  arc  united  in  the 
following  manner — 

_ ^ ^ 

X  % _ ^  7 


an  assumption  which  agrees  well  with  the  formula  proposed  by 
Liebermann  and  Dorp  for  ruficoccin  ( loc .  cit.).  H.  G.  C. 

Reduction  of  Naphthalene  and  Anthracene.  By  E.  Bam¬ 
berger  and  M.  KiTSCHELT  (Ber.,  23, 1561 — 1565). —  When  naphthalene 
is  dissolved  in  amyl  alcohol  and  treated  with  sodium,  it  is  almost 
entirely  reduced  to  tetrahydronaphthalene,  Ci0H12,  which  is  a  colourless, 
mobile  oil  boiling  at  204'5 — 205°  at  716  mm.  pressure,  and  not  solidi¬ 
fying  in  a  freezing  mixture.  It  has  an  odour  like  that  of  naphthalene, 
its  sp.  gr.  at  17°  is  0‘978,  and  it  very  readily  undergoes  oxidation. 
When  oxidised  at  the  ordinary  temperature  with  a  dilute  perman¬ 
ganate  solution,  it  yields  orthocarboxyhydrocinnamic  acid, 

COOH*C6HyCHn*CH2*COOH, 


and  hence  must  have  all  its  four  additional  hydrogen-atoms  in  the 
same  ring  [H4  =  1  :  2  :  3  :  4].  This  tetrahydronaphthalene  has  more¬ 
over  been  obtained  from  tetrahydroamidonaphtbalene  [N^H, :  H4  = 
1' :  1 :  2  :  3  :  4]  by  the  diazo-reaction,  and  probably  also  in  an  attempt  to 
displace  the  amido-group  in  this  substance  by  the  nitro-group  by  means 
of  Sandmeyer’s  reaction.  It  is  not,  however,  identical  with  the  tetra- 
hvdronaphthalene  obtained  by  Graebe  by  treating  naphthalene 
with  hydriodic  acid  and  phosphorus,  for  this  yielded  phthalic 
and  not  ortliocarboxyhydrocinnamic  acid  when  oxidised,  and  when 
treated  with  sulphuric  acid  it  yielded  a  sulplionic  acid,  the  barium  salt 
of  which  crystallised  in  tables  with  1^  mols.  H20.  The  tetrahydro¬ 
naphthalene  obtained  by  t.he  authors,  on  the  other  hand,  yielded  a 
sulplionic  acid ,  the  barium  salt  of  which  (C10H11SO3)2Ba,  was  anhydrous 
and  crystallised  in  small,  white  needles. 

Attention  is  drawn  to  the  fact  that  naphthalene  readily  takes  up 
four  hydrogen-atoms,  whilst  anthracene  takes  np  only  two,  which 
unite  themselves  to  the  middle  carbon-atoms.  This  fact  accords  best 
with  the  hexacentric  formulm  for  naphthalene  and  anthracene. 

C.  F.  B. 

Action  of  Chlorine  on  Quinoneoximes.  By  T.  Zixcke  and 
B.  SchmUNK  (A  nnalen,  257, 133 — 155). — Chlorine  converts  /3-naphtha- 
quinone-a-oxime  into  derivatives  strictly  analogous  to  those  obtained 
from  /3-naphthaquinone  (compare  Zincke,  Abstr.,  1888,  158  and 
489)  ;  its  action  is  quite  different  from  that  of  bromine,  which  forms 
an  additive  product  with  the  oxime,  as  has  been  shown  by  Bromme 
(Abstr.,  1888,  490). 

Chloro-ft-naphthaquinone-a-oxime,  CGH4<(Qg^^^>CO,  de- 
posited  in  crystals  when  fhe  theoretical  quantity  of  chlorine  is  passed 
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into  a  well-cooled  chloroform  solution  of  /3-naphthaquinone-5c-oxime, 
and  the  solution  is  then  tcept  for  about  12  hours.  It  crystallises  from 
hot  alcohol  in  yellowish-red  needles,  melts  at  167 — 168°  with  decom¬ 
position,  and  is  readily  soluble  in  hot  alcohol,  glacial  acetic  acid, 
chloroform,  and  benzene;  it  dissolves  in  cold  concentrated  sulphuric 
acid,  yielding  a  red  solution  from  which  it  is  reprecipitated  unchanged 
on  the  addition  of  water.  The  sodium  salt,  CmHsClN02Na,  separates  in 
green  plates  when  soda  is  added  to  an  alcoholic  solution  of  the  oxime  ; 
it  is  moderately  easily  soluble  in  water  and  dilute  alcohol,  and  it  gives 
coloured  precipitates  with  solutions  of  salts  of  the  heavy  metals. 
Chloro-/I-naphthaquinone-a-oxime  is  decomposed  when  it  is  boiled 
with  concentrated  hydrochloric  or  sulphuric  acid  in  glacial  acetic 
acid  solution,  and,  on  cooling,  chlorhydroxynaphthaquinone  (m.  p. 
214 — 215°)  is  deposited;  when  oxidised  with  nitric  acid  in  warm 
acetic  acid  solution,  it  yields  ehloro-/i-naphthaquinone  and  resinous 
products. 

Cldorhydroxynapthaquinoneimide ,  CinH6ClX02,  is  formed  when 
chloro-/3-naphthuquinoneoxime  is  heated  with  sulphuric  acid  (1  vol.) 
and  acetic  acid  (3  vols.)  at  a  temperature  below  80 — 90°.  It  crystal¬ 
lises  from  hot  alcohol  or  hot  acetic  acid  in  brownish-red  needles, 
melts  at  179 — 180°  with  decomposition,  and  is  only  sparingly  soluble 
in  ether  and  light  petroleum,  but  more  readily  in  benzene  ;  it  dissolves 
unchanged  in  cold  sodium  carbonate,  yielding  a  brownish-red  solution, 
but  on  warming  it  is  converted  into  chlorhydroxynaphthaquinone, 
with  evolution  of  ammonia;  soda  and  acids  cause  the  same  decom¬ 
position.  These  reactions  show  that  the  compound  is  not  an  oxime, 
and  its  constitution  may  therefore  be  expressed  by  the  formula 

c«H*<cc?cnci>c-0H- 


Dichlo?-o-/3-napJdharjuinone~oc-oxime, 


c6h4< 


C(!XOH) 

cci :  cci 


)>CO,  is  de¬ 


posited  in  green  needles,  in  the  form  of  the  potassium  salt,  when  the 
trichloronaphthaquinoneoxime  described  below  is  dissolved  in  chloro¬ 
form,  and  a  slight  excess  of  concentrated  potash  added  to  the  well- 
cooled  solution  ;  the  crystals  are  separated  by  filtration  and  decomposed 
with  dilute  hydrochloric  acid.  It  crystallises  from  hot  glacial  acetic 
acid  in  golden  needles,  melts  at  165 — 166°  with  decomposition,  and 
is  moderately  easily  soluble  in  hot  glacial  acetic  acid,  hot  alcohol, 
benzene,  and  chloroform  ;  it  dissolves  unchanged  in  cold  concentrated 
sulphuric  acid  yielding  a  red  solution,  but  on  warming  it  is  converted 
into  /3-chlorhydroxy-a-naphtbaquinoneoxime  (see  below)  ;  when 
warmed  with  nitric  acid  in  acetic  acid  solution,  it  is  converted  into 
dichloro-^-naphthaquinone  (m.  p.  1S4 — 1S5°),  identical  with  the 
compound  obtained  from  a-amido-/3-naphthol. 

(■i-Glilorlujdroxy-oL-naplithaquivoueoxime,  C6H4<^  qqX  _cc,>c-011’ 

is  best  obtained  by  warming  the  diehloroxime  with  concentrated  sul- 
phui'ic  acid  as  long  as  hydrogen  chloride  is  evolved,  and  then  pouring 
the  cold  solution  into  water.  It  crystallises  from  hot  dilute  alcohol 
in  long,  golden  needles,  melts  at  1S7 — 188°  with  decomposition,  and 
is  readily  soluble  in  alcohol,  ether,  and  glacial  acetic  acid,  but  more 
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sparingly  in  light  petroleum  ;  it  is  soluble  in  boiling  water,  and  it 
dissolves  ia  sodium  carbonate  yielding  a  reddish- brown  solution. 
This  oxime  can  also  be  prepared  by  treating  /d-clilorhydroxy-a- 
naphthaquinone  with  excess  of  hydroxylamine  hydrochloride  in 
alkaline  solution,  as  has  lately  been  shown  by  Kostanecki  (Abstr., 
1889,  887),  who  named  the  product  chloronitrosonaphtharesorcinol. 

Trichloro-fi-ketohydronaphthalene-x-oxime ,  C6H4<pbrVn  >CO,i 


is 


deposited  in  crystals  when  excess  of  chlorine  is  passed  into  a  well- 
cooled  chloroform  solution  of  /3-nnphthaqninone-a-oxime.  It  crys¬ 
tallises  from  a  mixture  of  benzene  and  light  petroleum  in  colourless 
needles,  melts  at  185 — ISO0  with  decomposition,  and  is  moderately 
easily  soluble  in  alcohol,  chloroform,  and  glacial  acetic  acid;  it  turns 
reddish  on  long  exposure  to  the  air,  but  it  is  very  stable  towards 
acids. 


When  the  bromo-  or  the  dibromo-/3-naphthaqninone-a-oxime  de¬ 
scribed  by  Bromine  (Joe.  cit.)  is  heated  with  concentrated  hydro¬ 
chloric  acid  in  acetic  acid  solution,  it  is  converted  into  chlorhydroxy- 
naphtliaquinone  (m.  p.  214 — 215°),  and  not  into  bromonaphthaquinone, 
as  stated  by  him  ;  if  sulphuric  acid  is  used  in  the  place  of  hydrochloric 
acid,  the  product  is  bromhydroxynaphtliaquinone  (m.  p.  196 — 197°). 
Wrhen  /d-naphthaquinone-a-oxime  is  treated  with  bromine  in  glacial 
acetic  acid  solution,  it  is  converted  into  bromliydroxynaphthaquinoue ; 
Bromme  states  that  bromonaphthaquinone  is  formed  under  these 
conditions.  -F.  S.  K. 


Azo-colours  from  a-Naphthylamine,  Dimethylaniline,  and 
a-TIydroxynaphthoic  Acid.  By  G.  A.  Bischoff  (Be?-.,  23, 
190S — 1911). — In  order  to  characterise  the  shade  of  the  colouring 
matter  obtained  from  dimethyl  piperazine  and  sulphanilic  acid  (Abstr., 
1889,  1010),  the  author  has  prepared  the  following  naphthalene  azo- 
colouring  matters. 

Diincfhi/lamidobcnzene-a.-azonaph(halene,  McoN-CsBviNVCioHv,  is  pre¬ 
pared  by  diazotising  a  solution  of  an  a-naphthylamine  salt  in  the 
usual  manner,  and  mixing  it  with  an  alcoholic  solutiou  of  dimethyl- 
aniline,  the  crude  colouring  matter  being  purified  by  alternate  treatment 
with  hydrochloric  acid  and  ammonia.  It  is  insoluble  in  cold  water, 
sparingly  soluble  in  alcohol  and  ether,  readily  by  chloroform,  crystal¬ 
lising  from  the  latter  in  prisms,  which  appear  black  by  reflected  light, 
and  ruby-red  by  transmitted  light.  Its  hot  aqueous  solution  becomes 
wine-red  on  the  addition  of  hydrochloric  acid,  yellow  with  acetic  acid, 
and  lemon-yellow  with  soda.  It  dissolves  in  concentrated  sulphuric 
acid,  forming  a  violet-coloured  solution,  and  decomposes  about  100°. 

By  the  action  of  sulphuric  acid  containing  20'5  per  .cent,  of 
anhydride,  it  yields,  according  to  the  duration  of  the  reaction  and 
the  temperature,  three  sulphonic  acids,  the  sodium  salts  of  which  are 
readily  soluble  in  water.  The  first,  obtained  by  heating  for  10  minutes 
at  110 — 112°,  has  a  yellow"  colour ;  the  second,  which  is  formed  at 
116 — 120°,  has  an  orange  colour;  and  the  third,  obtained  by  heating 
for  an  hour  at  125°,  a  pure  brown. 

a-Naphthylazo-cc-hydroxynajjJithoic  acid,  CujHpiNVCuiHa  (Oil)  -COOH, 
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is  best  prepared  by  pouring  a  cold  solution  of  diazonaplithalene 
chloride  in  a  thiu  stream  into  a  well-cooled  solution  of  hydroxy- 
naphthoic  acid  in  sodium  carbonate.  The  colouring  matter  is 
recrystallised  from  acetic  acid.  This  reaction  has  also  been  carried 
out  by  Nictzki  and  Guitermann  (Abstr.,  1887,  732),  but  they  were 
unable  to  get  any  concordant  analyses  of  the  compound.  The  same 
difficulty  was  also  experienced  in  this  case,  but,  finally,  by  very 
careful  combustion,  numbers  were  obtained  agreeing  closely  with  the 
above  formula.  It  forms  golden-yellow  plates,  which  melt  at  108° 
with  decomposition,  and  arc  insoluble  in  cold  water,  sparingly  soluble 
in  ether,  benzene,  and  chlori>form,  readily  in  acetic  acid  and  acetone. 
It  is  not  decomposed  by  boiling  dilute  acids,  and  dissolves  in  con¬ 
centrated  sulphuric  acid,  forming  a  deep  bine  solution  from  which 
water  precipitates  it  in  green  floccuhe.  The  neutral  salts  have 
a  deep  red  colour,  and  are  readily  soluble  in  water,  whilst  the  acid 
salts  are  yellow,  and  less  soluble  in  cold  water.  The  acid  sodium 
salt  does  not  colour  unmordanted  cotton,  but  in  an  alkaline  bath  dyes 
wool  a  fiery  orange-yellow.  H.  G.  C. 

Sulphonation  of  Aniline  and  Naphthyl  amine  with  Potassium 
Hydrogen  Sulphate.  By  C.  A.  Biscuoff,  A.  Sienegki,  and  H. 
Bkodskt  ( Ber .,  23,  1912 — 1914). — When  aniline  is  heated  with 
potassium  hydrogen  sulphate  (2  mols.)  at  200 — 240°,  sulphanilic  acid 
is  formed  in  quantities  varying  from  S  to  19  per  cent.,  the  latter  yield 
being  obtained  at  200 — 220°.  a-Naphthylamine  yields  from  15 — IS 
per  cent,  of  the  monosulphonic  acid,  the  most  favourable  temperature 
being  230°,  whilst  with  /3-naphthylamine  GO  per  cent,  of  the  mono- 
snlphonic  acid  may  be  thus  obtained. 

If  a  mixture  of  powdered  a-naphthylamine  (1  part)  and  potassium 
hydrogen  sulphate  (3  parts)  be  made  into  thin  cakes,  then  heated  to 
GO — 80°,  and  pressed  between  hot  plates,  and  the  cakes  heated  for 
3  hours  at  200°,  50  per  cent,  of  the  a-monosulphonic  acid  may  be 
obtained.  According  to  Bayer  and  Duisberg,  the  product  from 
a-naphthylamine  is  ordinary  a-naphthionic  acid,  and  that  from 
/3-naphthylaminc,  /3r/3:1-naphthionic  acid  mixed  with  traces  of 
/3-naphthylamine-<5-snlphonic  acid.  H.  G.  C. 

Diazosulphonic  Acids.  By  G.  Tobias  (Ber.,  23,  1628 — IG34).— 
The  conversion  of  diazosulphonic  acids  into  the  corresponding  ehloro- 
sulphonic  acids,  by  the  action  of  cuprous  chloride  on  a  hydrochloric 
acid  solution  (Sandmeyer’s  reaction)  is  frequently  incomplete  on 
account  of  the  sparing  solubility  of  the  chlorinated  compounds  in 
concentrated  hydrochloric  acid.  The  addition  of  water  causes  the 
reaction  to  proceed  until  the  diazo-compound  is  entirely  decomposed  ; 
it  is  also  found  that  a  mere  trace  of  cuprous  chloride  is  sullicient  to 
bring  about  the  change. 

Tarnished  copper  foil  has  the  same  effect.  An  evolution  of  nitrogen 
takes  place  if  a  little  cuprous  oxide  is  added  to  the  diazo-compound 
dissolved  in  any  one  of  the  following  acids,  namely,  nitric,  sulphuric, 
acetic,  formic,  or  in  ethyl  or  methyl  alcohol,  or  even  in  pure  water. 
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In  the  case  of  water,  the  reaction  proceeds  at-  the  ordinary  tempera¬ 
ture,  but  the  actual  change  which  occurs  has  not  been  ascertained. 

Under  certain  conditions,  if  the  solvent  is  50  per  cent,  formic  acid, 
hydrogen  is  substituted  for  the  diazo-group — hydrogen  sodium 
diazonaphthalenedisulphonate,  for  example,  yields  the  corresponding 
naphthalenedisnlphonic  acid;  a  considerable  quantity  of  carbonic 
anhydride  is  evolved  during  the  experiment,  showing  that  part  of  the 
reduction  is  effected  at  the  cost  of  the  formic  acid. 

The  action  of  ethyl  alcohol  is  similar  to  that  of  formic  acid  ;  the 
diazo-compound  is  reduced,  and  a  portion  of  the  alcohol  oxidised  to 
aldehyde.  Cuprous  chloride  acts  like  cuprous  oxide,  if  the  solvent 
is  water,  alcohol,  or  formic  acid.  J.  B.  T. 

Nutmeg  Oil  and  Mace  Oil.  By  F.  W.  Se.mm.ler  (Her.,  23, 
1803 — 1810). — A  sample  of  commercial  nutmeg  oil  examined  was 
found  to  contain  nothing  but  a  mixture  of  terpenes,  and  its  study 
was  abandoned,  as  .  these  substances  are  now  being  investigated  by 
several  chemists.  It  was  colourless,  and  had  a  sp.  gr.  of  O'SGll  at  15°. 

A  sample  of  mace  oil  was  then  examined,  of  sp.  gr.  0‘9309  at  14°. 
It  had  a  yellow  colour,  and  contained  a  considerable  quantity  of 
oxygen.  With  alcoholic  ferric  chloride,  it  gave  a  green  colour.  It 
was  fractionated  under  10  mm.  pressure.  53  per  cent,  passed  over 
below  70°,  and  was  a  mixture  of  the  same  terpenes  as  are  contained 
in  nutmeg  oil.  15  per  cent,  more  came  over  between  70°  and  114°, 
and  doubtless  contained  myristicol  ;  this  fraction  is  to  be  examined 
later.  The  portion  boiling  above  114°  was  practically  identical  with 
an  oil  bought  under  the  name  of  “  high-boiling  portions  of  mace  oil.” 
By  treating  this  cautiously  with  sodium  in  a  vacuum,  and  distilling 
the  product,  a  clear  homogeneous  oil  was  obtained,  boiling  at 
142 — 149°  under  10  mm.  pressure,  and  of  sp.  gr.  T1501  at  25°.  When 
cooled,  it  forms  white  needles  which  melt  at  30'25°.  Analysis  and 
vapour  density  point  to  the  formula  C12Hu03.  It  has  been  named 
myristieix ,  and  it  is  present  as  such  in  the  commercial  oil.  When 
carefully  treated  with  bromine,  it  takes  up  two  atoms,  yielding  dibromo- 
vnjruticin ,  C12Hi4Br203,  which  forms  white  aggregates  of  needles 
melting  at  105°.  It  also  takes  up  chlorine  and  iodine.  Hence,  it 
probably  contains  a  radical  of  the  ally  1  scries.  When  heated  with 
zinc-dust,  it  yields  benzene,  and  as  it  is  not  acted  on  by  sodium,  it  is 
probably  an  ether,  the  oxygen-atoms  being  united  both  to  the  benzene 
i'ing  and  to  fatty  radicals. 

Beside  myristicin,  the  crude  oil  also  contains  a  phenol-like 
substance,  which  causes  a  green  colour  with  ferric  chloride,  and 
which  oxidises  readily  in  the  air,  turning  dark  green.  C.  F.  B. 

Ethyl  Camphorylmalonate.  By  J.  W'islicenus  and  H.  Winze  a 
(Annalen,  257,  298 — 321). — Ethyl  camphorylmalonate , 

C8Hu  >G(COOEt)2, 

CO-O 

is  obtrined  when  camphoric  anhydride  (1  mol.)  or  camphoryl  di¬ 
chloride  (1  mol.)  is  treated  with  ethyl  sodiomalonate  (2  mols.),  and 
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the  mixture  heated  fora  long  time  to  complete  the  reaction;  the 
whole  is  then  treated  with  water,  and  the  insoluble  oil  separated  and 
kept  for  some  time,  whereon  the  new  compound  is  deposited  in 
crystals.  It  separates  from  ether  in  well-defined  crystals,  melts  at 
82°,  boils  at  284J  (corr.)  under  a  pressure  of  40  mm.  without  decom¬ 
position.  and  at  about  300°  under  the  ordinary  pressure  with  slight 
decomposition  ;  it  is  readily  soluble  in  ether,  alcohol,  chloroform, 
acetone,  carbon  bisulphide,  and  glacial  acetic  acid,  but  only  sparingly 
in  hot  light  petroleum,  and  is  insoluble  in  water.  Compounds  analogous 
to  ethyl  phthalyldimalonate  and  ethyl  phthaloxydimalonate  (compare 
AVisliceuus,  Abstr.,  1888,  149)  are  not  obtained  by  the  action  of  ethyl 
sodiomalonate  on  camphoryl  dichloride. 

Hydrocamphorylmalonic  acid,  COOH’CsHl4>CH2*CH(COOH)J,  is 
formed  when  the  preceding  compound  is  dissolved  in  aqueous  alcohol 
and  sodium  added  to  the  well-cooled  solution,  which  is  kept  slightly 
acid  by  the  frequent  addition  of  dilute  sulphuric  acid.  The  decanted 
alcoholic  solution  is  then  evaporated,  the  precipitated  oil  redissolved 
by  adding  soda,  the  solution  mixed  with  copper  sulphate,  and  the 
precipitate,  which  seems  to  consist  of  a  mixture  of  the  copper  salts 
of  ethyl  dihydrogen  and  diethyl  hydrogen  hydroeamphorylmalonate, 
separated  by  filtration;  the  filtrate  is  acidified,  the  precipitated 
hydrocamphorylmalonic  acid  separated  and  recrystal  Used  from  a 
mixture  of  hot  alcohol  and  benzene.  It  melts  at  178°,  and  is  soluble 
in  ether,  alcohol,  and  hot  water,  but  only  very  sparingly  in  cold  water 
and  benzene;  silver,  lead,  ferric,  and  mercurous  salts  produce  preci¬ 
pitates  in  its  neutral  aqueous  solution,  but  the  copper,  ferrous,  zinc, 
and  barium  salts  are  readily  soluble  in  water. 

Hydrocamphorylacetic  acid,  COOH-CgHu-CHo'CHyCOOH,  is  ob¬ 
tained  by  heating  the  malonic  acid  derivative  until  the  evolution  of 
carbonic  anhydride  is  at  an  end ;  it  crystallises  from  hot  water  in 
colourless  plates,  melts  at  141 — 142°,  and  is  readily  soluble  in  ether, 
alcohol,  and  benzene. 

Ethyl  hydroeamphorylmalonate,  Ci9H32Oe,  is  obtained  when  the 
mixture  of  insoluble  copper  salts  referred  to  above  is  decomposed 
with  hydrochloric  acid,  the  oily  acids  converted  into  their  silver 
salts,  the  latter  heated  with  ethyl  iodide,  and  the  product  fractionated 
under  reduced  pressure  in  order  to  separate  it  from  a  compound  of 
lower  boiling  point  (see  below).  It  is  a  colourless  oil  boiling  at 
253 — 255°  (80  mm.),  and  is  insoluble  in  water. 

Ethyl  dihydrogen  hydroeamphorylmalonate,  C15H2106,  can  be  prepared 
by  treating  the  ethyl  salt  just  described  with  excess  of  sodium 
ethoxide  in  alcoholic  solution,  and  decomposing  the  crystalline  salt 
which  is  deposited  with  hydrochloric  acid.  It  crystallises  from  hot 
water  in  colourless  needles,  melts  at  130 — 138°,  and  decomposes  at  a 
higher  temperature  with  evolution  of  carbonic  anhydride. 

(YMH  ^ 

Camphoryldiamide,  C8Hh<£^j _ -0'>’  *s  gracluaHj  deposited  in 

colourless  crystals  when  an  ethereal  solution  of  ethyl  camphoryl- 
malonate  is  saturated  with  ammonia,  and  then  kept  for  some  time. 
It  eta  stall  isos  from  a  mixture  of  alcohol  and  light  petroleum  in  large 
prisms,  melts  at  192 — 193°,  and  is  readily  soluble  in  alcohol,  but 
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insoluble  in  ether,  chloroform,  benzene,  and  light  petroleum ;  it 
dissolves  freely  in  water,  and  on  evaporating  the  solution  at  100°,  it 
separates  again  unchanged.  The  camphoryldiamide  described  by 
Moitessier  ( Annalen ,  120,  253)  must  have  been  a  very  impure 
substance. 

Camphorylimidc,  C8IIu<|^qq^]>,  is  precipitated,  when  the  di- 

amide  is  boiled  with  soda,  and  the  solution  acidified;  it  can  also  be 
obtained  by  heating  camphoric  anhydride  with  a  saturated  alcoholic 
solution  of  ammonia  at  160°.  It  crystallises  in  plates,  sublimes  at 
120°,  melts  at  241 — 242°,  and  is  readily  soluble  in  ether,  alcohol,  and 
hot  water,  but  only  sparingly  in  light  petroleum  and  cold  water. 
This  compound  has  been  previously  prepared  by  Laurent  ( Annalen , 
60,  329),  and  by  Hallo  ( ibid .,  197,  332),  but  only  in  an  impure 
condition. 

An  acid  of  the  composition  CnHiK03,  probably  acetocamphenylcarb - 
nxylic  acid,  CO Mc-CeHjyCOOH,  is  formed,  together  with  camphoric 
acid,  malonic  acid,  and  carbonic  anhydride,  when  ethyl  camphoryl- 
malonatc  is  boiled  willi  a  concentrated  solution  of  barium  hydroxide. 
The  whole  is  boiled  with  water,  the  solution  filtered  from  barium 
carbonate,  and  concentrated  by  evaporation  to  precipitate  the  barium 
malonate ;  the  filtrate  is  then  further  evaporated,  mixed  with  alcohol, 
and  ether  gradually  added  to  the  solution,  whereon  the  barium 
eamphoratc  is  first  precipitated  in  crystals,  and,  finally,  the  barium 
salt  of  the  new  acid  is  deposited  as  a  colourless  syrup,  which,  however, 
gradually  solidifies.  The  free  acid  crystallises  from  a  mixture  of 
benzene  and  light  petroleum  in  rhombic  prisms,  melts  at  95°,  and  is 
soluble  in  hot  water,  ether,  alcohol,  and  benzene,  but  almost  insoluble 
in  cold  water  and  light  petroleum ;  it  separates  from  hot  water  in  the 
form  of  an  oil,  which  gradually  solidifies  to  a  mass  of  plates  melting 
at  68 — 69°.  The  ethyl  salt,  CnHnEt03,  is  produced,  together  with 
carbonic  anhydride,  malonic  acid,  and  ethyl  hydrogen  eamphoratc, 
when  an  alcoholic  solution  of  ethyl  camphorylmalonate  is  mixed  with 
sodium  ethoxide,  and  kept  for  about  eight  days ;  the  solution  is  then 
neutralised  with  dilute  hydrochloric  acid,  the  precipitated  oil  extracted 
with  ether,  mixed  with  a  little  dilute  soda,  distilled  with  steam,  dried, 
and  fractionated.  It  can  also  be  obtained  by  treating  the  silver  salt 
of  the  acid  (m.  p.  95°)  described  above  with  ethyl  iodide.  It  boils 
at  270 — 271°,  has  a  slight  odour  of  camphor,  and  is  identical  with 
the  low-boiling  compound  obtained  in  fractionating  cthy-l  hydro- 
camphoryl malonate  (see  above).  The  silcer  salt,  CnH17Ag03,  was 
prepared  from  this  low-boiling  compound.  The  oxime , 

cooH-c10H,:N-on, 

obtained  by  treating  the  acid  with  liydroxylamine  hydrochloride  and 
sodium  carbonate  in  dilute  alcoholic  solution,  crystallises  in  colourless 
needles,  melts  at  166°,  and  is  soluble  in  ether,  alcohol,  and  hot  water, 
but  only  sparingly  in  cold  water. 

A  diearboxylic  acid  of  the  composition  CjiH^CL,  is  formed  with 
evolution  of  carbonic  anhydride  when  ethyl  camphorylmalonate  is 
heated  with  concentrated  sulphuric  acid,  and  on  the  addition  of 
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water 'it  is  precipitated  in  colourless  crystals;  it  is  also  obtained  m 
the  form  of  the  sodium  salt  when  ethyl  acetocamphenylearboxy late 
is  boiled  for  several  hours  with  an  alcoholic  solution  of  sodium 
ethoxide.  if  crystallises  from  ether  in  prisms,  melts  at  224°,  and  is 
readily  soluble  in  alcohol,  benzene,  and  hot  water,  but  more  sparingly 
in  light  petroleum  and  ether;  it  sublimes  readily  under  reduced 
pressure,  and  in  its  neutral  aqueous  solutions  silver,  copper,  ferric, 
and  mercury  salts  produce  a  precipitation.  F.  S.  K. 

Araethylcaraphophenosulphone  and  a  Nitro- colouring  Mat¬ 
ter  derived  lrom  it.  By  P.  Cazeneuve  ( Compt .  rend.,  110,  9(31 — 
9(34). — Amethijlcamplwphenolsulphone,  C9Hi20(802)’(0H)2,  obtained  in 
the  manner  already  described  (this  vol.,  p.  791),  forms  large,  white 
plates  which  resemble  cholesterin.  It  dissolves  in  water,  but  is  less 
soluble  in  alcohol,  and  is  insoluble  in  benzene,  ether,  chloroform,  and 
carbon  bisulphide.  It  does  not  melt,  is  optically  inactive,  is  neutral 
to  litmus  and  methyl-orange,  and  does  not  decompose  carbonates.  It 
has  a  phenolic  function,  and  with  ferric  chloride  gives  a  deep  blue 
coloration  which  is  destroyed  by  acids  and  alkalis.  With  1  mol.  of 
potassium  hydroxide,  it  develops  7  Cals.,  but  there  is  no  further 
thermal  disturbance  on  adding  more  alkali,  although  the  compound 
contains  two  hydroxyl-groups,  and  one  of  them  must  therefore  have  a 
secondary  aleoliolic  function.  Barium  hjdroxide  yields  a  precipitate 
of  the  composition  C9n,20(S0-.)103Ba.  but  no  precipitate  is  formed 
with  lime-water,  stal’d! -paste,  gelatin,  albumin,  tartar  emetic,  or  salts 
of  mercury,  zinc,  or  copper.  The  compound  precipitates  salts  of  lead, 
quinine,  cinchonine,  aconitine,  strychnine,  and  brucine,  but  does 
not  precipitate  morphine  or  theine.  It  reduces  boiling  solutions  of 
gold  chloride  or  amrnonio-silver  nitrate,  but  not  platinie  chloride. 
When  fused  with  potash  at  300°,  it  loses  its  sulphur  and  yields  a 
phenol. 

Acetic  anhydride  yields  a  monacetic  derivative  of  the  composition 
C9H,20(S02) (OH)*OAc  +  2H20,  very  soluble  in  water  and  alcohol. 
It  does  not  melt  without  decomposition,  gives  no  coloration  with 
ferric  chloride,  and  no  precipitate  with  barium  hydroxide,  and  is 
easily  saponified.  A  di-acetio  derivative  with  similar  properties  is 
obtained  by  boiling  the  compound  with  acetic  anhydride  and  sodium 
acetate. 

When  the  compound  is  heated  fora  long  time  on  the  water-bath 
with  phenyl  hydrazine,  it  yields  a  liquid  which  is  difficult  to  purify, 
but  the  formation  of  which  proves  that  the  compound  retains  the 
ketonic  group  of  the  camphor. 

If  .1  part  of  the  compound  is  added  gradually  to  5  parts  of  fuming 
nitric  aeid  cooled  to  0 — 10°,  it  dissolves  without  evolution  of  gas, 
and  on  mixing  with  ice-cold  water,  the  compound 

C9H,(N02),0(S02)(0H)’0N02 

is  precipitated.  It  crystallises  from  alcohol  in  beautiful,  yellow 
needles  which  melt  at  87°,  solidify  at  S0°,  and  boil  above  200°  with 
partial  decomposition.  It  is  only  slightly  soluble  in  water,  but  more 
soluble  in  alcohol,  has  a  slightly  piquant  but  not  bitter  taste,  deto- 
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nites  when  thrown  into  a  red-hot  crucible.  It  is  bibasic,  and  yields 
orange-yellow  crystallisable  salts,  all  of  which  are  soluble.  The 
barium  salt  crystallises  with  2  mols.  HoO,  which  it  loses  in  a  vacuum 
or  at  100°,  and  acquires  a  red  colour,  but  absorbs  water  again  on 
exposure  to  air. 

The  nitro-compound  and  all  its  salts  dye  wool  and  silk  a  magni¬ 
ficent  yellow  or  orange-yellow  without  any  mordant.  It  is  the  first 
nitro-colouring  matter  of  the  terebene  group.  C.  H.  B. 

Distillation  of  Rosin  in  a  Vacuum.  By  C.  A.  Bischoff  and 
0.  Nastyogkl  (Ber.,  23,  1919 — 1924). — If  rosin  be  distilled  under 
diminished  pressure,  the  products  obtained  are  less  numerous  and 
more  readily  separated  than  when  the  distillation  is  carried  out  at 
the  ordinary  pressure.  By  repeated  fractionation  of  the  distillate 
under  30  mm.  pressure,  two  chief  fractions  were  obtained,  that 
formed  in  larger  quantity  boiling  at  248 — 250°;  this,  on  remain¬ 
ing  for  a  short  time,  solidifies  to  a  colourless,  brittle,  microcrystal¬ 
line  mass,  which  is  insoluble  iu  water,  but  dissolves  readily  in  ether 
and  alcohol.  It  has  the  composition  C^H^Cb,  rotates  the  plauc 
of  polarisation  in  alcoholic  solution  to  the  right  ([«]d  =  63°),  and 
behaves  in  all  respects  as  an  anhydride.  It  dissolves  on  warming 
with  caustic  potash,  the  solution  on  acidification  with  acetic  acid 
yielding  the  corresponding  acid,  which  melts  at  GO'S — 62’5°,  and  has 
the  composition  C20H.3<,02.  It  is,  therefore,  isomeric  with  sylvic  acid, 
and  may  be  termed  isosylvic  acid,  the  above  compound,  C4oH6b03, 
becoming  then  isosylvic  anhydride.  The  second  fraction  boils  at 
21S — 220°  under  3U  mm.  pressure,  and  appears  to  be  a  diterpene 
having  the  composition  ChoH^.  It  is  probably  identical  with  Deville 
and  Ribau’s  colophene.  H.  G.  C. 

Peucedanin.  By  A.  Jassoy  (Ghein.  Centr.,  1S90,  i,  766  ;  from  Apoth. 
Zeit.,  5,  150). — This  bitter  is  oreoselon  methyl  ether ,  CuHnOyOMe. 
Bromine  combines  with  oreoselon,  forming  bromoreoselon,  and  in  the 
same  manner  it  reacts  with  peucedanin,  forming  the  same  compound, 
the  methyl-group  being  eliminated.  Nitric  acid  forms  nitrooreoselon , 
CmH]i(N02) 04,  with  both  oreoselon  and  with  peucedanin;  styphnic 
acid  is  formed  at  the  same  time.  Organic  acid  anhydrides  do  not 
react  with  peucedanin  as  they  do  with  oreoselon,  but  acid  chlorides 
form  with  peucedanin  the  same  compounds  that  they  do  with  oreoselon, 
methyl  chloride  being  separated.  J.  W.  L. 

Ostruthin.  By  A.  Jassoy  (Chem.  Centr.,  1890,  i,  766;  from  Apoth. 
Zeit.,  5,  150). — The  bitter,  ostruthin,  noticed  by  Gorup-Besanez  in 
the  young  rhizome  of  lmpemtoria  ostruthium,  has  the  formula  Ci8H2o03, 
according  to  the  author's  researches,  and  he  finds  that  it  does  not 
contaiu  any  methoxyl-gronp,  but  a  hydroxyl-group  of  the  nature  of  a 
phenol.  Acid  radicles  can  be  readily  introduced  into  this  group,  and 
the  acetyl-,  propionyl-,  butvryl-,  and  benzoyl-ostruthins  were  prepared. 
Acid  chlorides  decompose  ostruthin.  The  author  could  not  find 
peucedanin  in  the  roots  ot  Imperatoria  ostruthium.  J.  \V.  L. 
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New  Method  of  Formation  of  Pyrroline-derivatives.  By  A. 
Hantzsch  (tier.,  23,  1474 — 1470). — Kthyl  2  :  5-dimethylpyrroline- 
carboxylate  (m.  p.  116 — 117°),  identical  with  the  compound  de¬ 
scribed  by  Knorr  (tier.,  15,  1.5.58),  is  formed  when  concentrated 
ammonia  is  gradually  added  to  a  mixture  of  chloracetone  (1  mol.)  and 
ethyl  aeetoacetate  (1  mol.)  ;  the  yield  is  very  small.  F.  S.  K. 

Action  of  Hydroxyl  amine  on  Pyrroline-derivatives.  By  G. 

Ciajiiciax  and  C.  U.  Zaxetti  (tie)-.,  23,  17S7 — 1793).— When  an 
alcoholic  solution  of  1-ethylpyrrol  and  hydro  xj’lamine  hydrochloride 
is  boiled  with  sodium  carbonate,  snceinahloxitne,  C2H4((JHlN-OH)2, 
is  formed,  together  with  ethylamine.  This  shows  that  iu  this  and 
similar  reactions  it  is  the  imido-group  of  the  pyrroline,  substituted  or 
otherwise,  which  goes  to  form  ammonia  or  an  amine. 

By  treating  2  :  4-dimethylpyrroline  with  hydroxylamine,  st-methyl- 
levulindioxime,  OH-N.CH-CHMe'CH2,C.MeiN’L)H,  was  obtained.  This 
substance  forms  yellowish  needles  or  prisms  which  melt  at  87 — 90° 
to  a  liquid  of  the  same  colour.  It  dissolves  easily  in  alcohol  and 
water,  sparingly  in  ether.  It  reduces  Fehling7s  solution  and  ammo- 
niaeal  silver  nitrate.  When  treated  with  sodium  etiolate,  it  yields  a 
disodium  compound,  ONa*YlCH-CHMe'CH2-CiIeIi^-ONa,  which  is  an 
easily  decomposable,  yellowish-white  powder  little  soluble  in  alcohol 
or  ether.  When  reduced  with  sodium  and  alcohol,  it  yields 
xjj'-dimethyltetramethy  lenedia  mine,  YH2-OHjMe-CH2’CHAIe'CH2-]^H2. 
This  is  a  clear,  colourless  liquid  boiling  at  175°,  fumiug  in  the  air, 
and  having  a  penetrating,  ammoniaeal  odour.  It  forms  a  normal 
oxalate,  C4HsiMe2(NH2)2(C2H204,  in  tine,  white  needles  melting  at  244° 
and  sparingly  soluble  in  alcohol.  The  plo.tinochloride,  C6H16Y2,H2PtCl6, 
forms  orange-yellow  crystals  moderately  soluble  in  water;  the  auro- 
chloride  forms  yellow  needles  easily  soluble  in  water. 

When  2  :  5-methylphenylpyrroline  was  treated  with  hydroxylamine 
hydrochloride  and  potassium  carbonate  in  alcoholic  solution,  aceto- 
yihenoneacetonedioxime,  OH-FilCPhCHs-C^-CMelX’OH,  melting  at 
108°,  was  obtained  in  small  needles,  and  was  identified  with  the  sub¬ 
stance  formed  when  acetophenone  is  treated  with  hydroxylamine.  It 
dissolves  easily  in  alcohol,  acetic  acid,  and  ether,  very  sparingly  in 
water  and  light  petroleum;  it  dissolves  in  caustic  alkalis,  but  is  re¬ 
precipitated  on  the  addition  of  acids. 

The  following  table  gives  the  results  of  experiments  hitherto  made 
on  the  action  of  hydroxylamine  on  pyrroline-derivatives.  It  will  be 
seen  that  the  ease  with  which  these  yield  oximido-derivatives  depends 
both  on  the  nature  and  on  the  position  of  the  substituting  radicles  : — 

Pyrroline.  Yield  of  suceinaldoxime,  35  per  cent. 

2  :  h-Dimethylpyrroliue.  Yield  of  acetonylacetonedioximc,  90  per  cent. 

2  :  4 -Dimethylpyrroline.  Yield  of  a  methyllevulindioxiuie,  55  per¬ 
cent. 

2  :  h-Methylphemjlpyrroline.  Yield  of  acctophenoneacctouedioxime, 
25  per  cent. 

\-Ethylpyrroline .  Yield  of  succinaldioxime,  20  per  cent. 

1  -Phenylpyrroline,  2  :  5 -diphenylpyrroline,  tctraphenylpyrrolive , 

methyl  2-py rrolinecarboxyl  ate,  ethyl  2  :  4- pyrrolinrdicai  boxylate ,  and  also 
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indole ,  thiophen ,  and  2  :  5 -dimethylthiophen  are  not  acted  on  by 
hydroxylamine.  C.  F.  B. 


Action,  of  Ethyl  Oxalate  on  Pyrroyl  Methyl  Ketone.  By 

A.  Axgeli  ( Ber .,  23,  1  793 — 1797). — When  a  cooled  alcoholic  solu¬ 
tion  of  2-acetylpyrroline  (1  mol.)  is  treated  with  ethyl  oxalate  (1  mol.) 
in  the  presence  of  sodium  ethoxide,  ethyl  pyrroylpyrot  art  rate, 
CiN'Hi-CO-CII.-CO-COOEt,  is  formed.  It  is  obtained  by  saturating 
the  cooled  mixture  with  carbonic  anhydride  and  recrystallising  the 
crystalline  precipitate  from  boiling  benzene.  It  forms  brilliant,  pale- 
yellow  plates,  melting  at  123°,  and  dissolving  easily  in  alcohol  and 
benzene,  sparingly  in  water,  and  hardly  at  all  in  light  petroleum.  It 
has  feebly  acid  properties,  and  gives  a  green,  crystalline  precipitate 
with  copper  acetate  and  a  green  colour  with  ferric  chloride ;  its 
benzene  solution  has  a  faint  green  fluorescence.  The  free  acid  cannot 
be  obtained  from  it,  as  it  is  decomposed  by  caustic  alkalis. 

When  treated  with  alkaline  carbonates,  or  ammonia,  it  yields  the 


imineanhydride  of  pyrroylpyrotartaric  acid,  CH<( 


ch:ccoch2 
CIBN-CO-CO  ’ 


which 


was  also  formed  in  the  original  reaction,  in  addition  to  ethyl  pyrroyl- 
pyrotartrate,  and  could  be  obtained  from  the  mother  liquor  of  the 
latter  by  acidifying  it  with  hydrochloric  acid.  A  molecular 
weight  determination  by  Raoult’s  method  corresponded  with  the 
above  formula.  When  crystallised  from  benzene,  it  forms  yellow 
needles  which  decompose  at  250°  without  melting.  It  dissolves  easily 
in  alcohol  and  acetic  acid,  sparingly  in  benzene,  and  not  at  all  in 
light  petroleum.  With  water,  it  gives  an  unstable  solution  ’which  is 
coloured  reddish-brown  by  ferric  chloride.  It  has  acid  properties, 
and  decomposes  solutions  of  alkaline  carbonates, giving  orange-yellow 
solntions. 

When  ethyl  pyrroyl pyro tartrate  is  treated  with  excess  of  hydroxyl- 
amine  hydrochloride,  an  anhydride  of  ethylpyrroylisonitrosopropionate 
CH'C-CO'CH. 

CI-IC  *  I  1  is  obtained,  which  when  purified,  crystal- 

^CH*A-N— OCOOEt,  ’  1  ’  J 

Uses  from  alcohol  in  white  needles  melting  at  123 — 124°.  When 
treated  with  aqueous  alkalis,  it  readily  yields  the  corresponding  acid, 
which,  when  purified,  crystallises  from  alcohol  in  brilliant,  white 
needles  melting  with  decomposition  at  179°.  It  dissolves  easily  in 
alcohol,  sparingly  in  benzene  and  chloroform,  and  not  at  all  in  water. 
With  strong  nitric  acid,  it  gives  a  green  colour;  with  sulphuric  acid 
and  dichromate,  a  red  colour.  A  solution  of  its  ammonium  salt  gives, 
with  mercuric  chloride,  zinc  chloride,  and  lead  acetate,  white  precipi¬ 
tates,  soluble  in  the  ease  of  the  last  two  salts  on  warming  the  solution  ; 
wdtli  ferric  chloride,  a  yellow  precipitate  turning  brown  when  warmed; 
with  silver  nitrite,  a  yellow' ;  with  copper  sulphate,  a  green  pre¬ 
cipitate  ;  and  wdtli  nickel  sulphate,  no  precipitate.  C.  F.  B. 


Compounds  of  Tertiary  Amines  with  Acetic  Acid  and  its 
Homologues.  By  J.  A.  Gardner  (Ber.,  23,  1587 — 1594). — Mixtures 
were  made  of  various  tertiary  bases  with  acids  of  the  acetic  acid 
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scries,  and  the  mixture  in  each  case  subjected  to  distillation.  In 
several  cases  it  was  found  that  the  greater  part  of  the  mixture  distils 
at  an  approximately  constant  temperature,  higher  than  the  boiling 
point  of  cither  of  its  constituents,  and  that  this  fraction  has  a  con¬ 
stant  composition.  These  liquids  of  constant  boiling  point  have  an 
acid  reaction,  mix  with  water  in  all  proportions,  and  are  decomposed 
by  caustic  alkalis  with  liberation  of  the  base;  they  arc  not  simple 
acetates,  but  have  a  more  or  less  complex  composition.  Thev  cannot 
be  obtained  absolutely  pure,  as  they  always  decompose  somewhat 
when  distilled.  Indeed,  it  was  found  in  most  cases,  by  vapour- 
density  experiments,  that  the  liquid  is  completely  dissociated  into 
base  and  acid  when  it  passes  into  the  state  of  vapour.  Below  arc 
given  the  boiling  points  and  composition  (ratio  of  mols.  of  base  to 
mols.  of  acid)  of  the  fractions  of  constant  boiling  point  in  the  case  of 
the  mixtures  experimented  with. 


Mixture. 

Pyridine  and  acetic  acid. .... 

Picoline  and  acetic  acid.. ... 

Triethylamine  and  acetic  acid 

Pyridine  and  formic  acid  .... 

Picoline  and  formic  acid . 

Pyridine  and  propionic  acid  .  . 

Quinoline,  dimetliylanilinc,  and  aniline  were  also  experimented  with, 
but  on  distilling  mixtures  of  either  of  these  substances  with  an  acid, 
decomposition  took  place,  and  no  fraction  of  constant  boiling  point 
was  obtained.  C.  F.  B. 

Pyridineorthocarboxylic  Acids.  By  H.  Steache  (J lonaLdi.,  11, 
133 — 148;  compare  Abstr.,  1889,  1010). — When  a  solution  of  the 
anhydride  of  cinchomcronic  acid  (/hy-pyridinediearboxylic  acid)  in 
benzene  is  treated  with  a  large  excess  of  dry  gaseous  ammonia,  a  volu¬ 
minous  white  precipitate  of  the  ammonium  salt  of  cinchomeronamic 
acid,  CONH2-C5NH3-COOXH4,  is  formed.  It  is  exceedingly  soluble 
in  water,  commences  to  sinter  at  50 — 00°,  and  melts  at  '228 — 229°; 
the  corresponding  silver  salt  crystallises  from  hot  water,  in  which  it 
is  only  slightly  soluble,  in  microscopic  needles ;  the  free  acid  is 
obtained  by  the  action  of  hydrogen  sulphide  on  a  solution  of  the 
silver  salt,  and.  on  evaporating  its  aqueous  solution,  first  forms 
hydrogen  ammonium  cinch omeronate,  which  decomposes  into  cin¬ 
chomcronic  acid  and  ammonia. 

,CO 

Cinchomeroniviide ,  C5XH3<(qq^>XH,  is  obtained  by  heating  the 

ammonium  salt  of  cinchomeronamic  acid  at  120°,  in  an  air-bath, 
or  by  heating  neutral  ammonium  cinchomcronate.  It  melts  at 
229 — 230°,  sublimes  readily,  forming  dendritic  masses  of  long  needles, 
and  crystallises  from  alcohol  in  felted  masses  of  microscopic  needles. 
It  is  only  slightly  soluble  in  ether  and  chloroform,  but  dissolves 
readily  in  water,  with  partial  decomposition,  forming  cinchomcron- 


Composition. 

Boiling  point.  Mols.  base.  Mols.  acid. 


139—140°  2  :  8 

145—148  2  :  8 

1G2°  1  :  4 

14S— 150  1  :  3 

150—159  1  :  3 

148—150  1  :  3 
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amic  acid,  hydrogen  ammonium  cinchomeronate,  and  free  cincho- 
meronic  acid,  and  yields  a  sodium-derivative  when  treated  with 
sodium  ethylate. 

Cinchomerorulianilide,  C5NH3(CO,NHPh)2,  is  obtained  by  gradually 
dissolving  cinchomeronic  acid  in  four  times  its  weight  of  aniline - 
on  crystallisation  from  dilute  alcohol,  it  forms  small,  pale-yellow 
needles  melting  at  199 — 206°.  It  is  insoluble  in  water,  but  dissolves 
readily  in  benzene  and  chloroform,  with  difficulty  in  ether  and  in 
water  containing  hydrochloric  acid.  When  heated  above  its  melting 
point,  aniline  escapes  with  formation  of  cinchomeronphenylimide , 
CO 

C6NH3<C0>NPh,  a  substance  which  crystallises  in  long,  yellow 


needles,  melts  at.  212 — 215’5°,  is  very  soluble  in  hot  alcohol,  benzene, 
and  chloroform,  scarcely  soluble  in  hot  water,  cold  alcohol,  and  ether, 
and  insoluble  in  dilute  hydrochloric  acid  and  aqueous  potash. 

Cinchomeronic  acid  dissolves  readily  in  boiling  phenylhydrazine, 
yielding  a  diphenylhydrazine  compond,  C5NH’3(CON2H:.Ph)I,  which 
forms  yellow,  crystalline  flocks,  soluble  in  dilute  acids  and  alkalis, 
and  crystallising  from  alcohol  in  masses  of  slender  needles.  When 
heated,  it  loses  a  molecule  of  phenylhydrazine  with  formation  of 
a  monoplienylb vdrazine  compound,  which  melts  at  above  260°,  sub¬ 
limes  readily,  is  sparingly  soluble  in  water,  ether,  benzene,  and 
chloroform,  dissolves  readily  in  alcohol  and  dilute  acids  and  alkalis, 
and  has  the  constitution 


NPh-CO 

NH-CO 


>C6NH3, 


or 


XHPlrX< 


CO 

CO 


>c5xh3. 


G.  T.  M. 


Orthoparadimethylquinoline-a-Aldehyde.  By  G.  Panajotow, 
( Ber .,  23,  1471). — Orthoparadimethylquinoline-a-aldehyde 

[COH  :  N  :  Me2  =  3  :  4  :  2' :  4'] 

is  formed  when  orthoparadimethylquinoliue-a-acrylic  acid  hydro¬ 
chloride  (-5  grams)  is  dissolved  in  sodium  carbonate,  the  solution 
diluted  with  water  (250  grams),  covered  with  a  layer  of  benzene 
(125  grams),  cooled  to  0°,  and  a  solution  of  potassium  permanganate 
(5  grams)  gradually  added  with  constant  shaking;  the  yield  is  10  per 
cent,  of  the  theoretical.  Tt  crystallises  from  light  petroleum  in 
yellowish  plates,  melts  at  107°,  and  is  readily  soluble  in  alcohol,  ether, 
and  acids,  but  only  sparingly  in  water  aud  light  petroleum. 

F.  S.  K. 

Polymerisation  of  Nitriles  :  Cyanalkines  (Metadiazines).  By 
R.  Scfwauze  (J.  pr.  Chem.  [2],  42,  1 — 18  ;  compare  Abstr,,  1889,  114, 
360,  577,  683,  685). — When  sodium  ethoxide  (1  mol.)  and  ethyl  cyanide 
(3  mols.)  are  heated  together  at  130°  for  8 — 4  hours,  amidometbyl- 
diethylmetadiazine  (cyanethine)  is  obtained,  the  yield  being  about 
66  per  cent.  In  the  same  way,  aruidodimethylmetadiazine  (cyano- 
metliine)  is  obtained  from  methyl  cyanide  and  sodium  ethoxide  ;  in 
this  case  the  yield  is  35  per  cent.  When  isopropyl  cyanide  (3  mols.) 
and  sodium  ethoxide  were  heated  together  at  160 — 170°,  the  mass 
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became  solid,  and  an  uninvestigated  nitrogenous  substance  was 
obtained,  but  no  cyanalkine  was  formed.  When  propyl  cyanide 
(lf>  grams)  and  sodium  ethoxide  (7  grams)  arc  heated  together  at 
1 70°,  amidomcthyldipropylmetadiazine  (cyanopropine,  Abstr.,  1888. 
800  ;  1889,  684)  is  obtained. 

Amidodimethylmetadiazine  is  also  formed  (62  per  cent.)  when 
sodium  mcthoxide  (5-5  grams)  and  methyl  cyanide  (15  grams)  are 
heated  together  at  130°,  and  amidomethyldiethylinetadiazine  when 
sodium  methoxide  and  ethyl  cyanide  are  similarly  treated  at  160° 
Sodium  isobutoxide  (7  grams)  and  ethyl  cyanide  (12  grams),  heated 
together  at  190°,  yielded  amidometbyldiethylmetadiazine  (21  per  cent.) 
and  an  isomer  hie  of  the  same  ;  this  was  a  colourless  oil,  which  had  a 
characteristic  odour,  and  solidified  after  a  time;  the  jdatinorhloride 
from  this  oil  ci’ystallised  in  yellowish-red  needles.  No  change  occurred 
when  sodium  phenoxide  and  ethyl  cyanide  were  heated  together. 

Amidomethyldiphenyl metadiazine  (Abstr.,  1889,  578;  this  vol,, 
p.  68  )  is  obtained  when  sodium  ethoxide  (4  grams),  ethyl  cyanide 
(4'8  grams),  and  phenyl  cyanide  (9  grams)  are  heated  together  at 
180°.  The  same  substance  is  produced  when  sodium,  ethyl  cyanide, 
and  phenyl  cyanide  (equal  mols.)  are  mixed  together  in  a  reflux  appa¬ 
ratus;  the  ht/drochlorule,  sulphate,  two  chromates  (CnHI5N3)2,H.;Crs07 
and  (CnH,5N3)4,(H:;Cr207)3,  and  the  platinochlorule  of  this  base  have 
been  obtained. 

Hydroxymethyldiphenyl metadiazine  has  been  obtained  by  E.  v. 
Meyer  ( loc .  cit.)  ;  it  is  formed  from  the  amido-compound  by  dissolving 
the  latter  in  glacial  acetic  acid,  and  decomposing  it  with  nitrous  acid, 
or  by  heating  it  with  dilute  hydrochloric  acid  in  a  sealed  tube  at  180° ; 
it  melts  at  250°,  and  dissolves  in  1183'5  parts  of  absolute  alcohol  at 
20°.  The  amido-eompound  dissolves  in  51'3  parts  of  absolute  alcohol 
at  20°. 

Amidodiphenylmetadiazine  (m.  p.  120 — 121°)  can  be  obtained  when 
methyl  cyanide  (S’2  grams),  phenyl  cyanide  (20’5  grams),  and  sodium 
(4'5  grams)  are  mixed  together  in  a  reflux  apparatus,  sealed  from  the 
air  by  mercury.  It  yields  hydroxydiphenylmetadiazine  (m.  p.  281°, 
this  vol.,  p.  68;  Abstr,,  1889,  1008)  when  heated  with  strong  hydro¬ 
chloric  acid  at  180°  in  a  sealed  tube. 

The  constitution  of  hydroxymethyldiphenylmetadiazine  is  settled 
by  the  fact  that  it  can  be  obtained  by  the  interaction  of  benzamidine 
hydrochloride,  ethyl  benzoylmethylacetate,  and  potassium  hydroxide 
at  50 — 60°.  By  substituting  acetamidine  and  propionamidine  respec¬ 
tively  for  benzamidine,  and  allowing  the  reaction  to  go  on  for  a 
long  time,  hydroxymethylphenylmcthylmctadiazine  (m.  p.  175‘5°) 
and  hydroxymethylphenvlethylmetadiazinc  (m.  p.  180 — 181°)  are 
obtained  respectively.  When  a  mixture  of  acetamidine  and  ethyl 
propionylpropiouate  is  similarly  treated  with  potassium  hydroxide, 
hydroxymethylethylmethylmetadiazine  (m.  p.  1G7'5°,  this  vol.,  p.  68; 
Abstr.,  1889,  685)  is  obtained;  its  constitution  is  thereby  settled. 

A.  G.  B. 

Anilidopropionic  Acid  and  a-Anilidobutyric  Acid.  By  O. 

Nastvogel  (Ber.,  23,  2009 — 2015;  compare  Abstr.,  1889,  1012). — 
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a-Acetanilidopropionic  acid,  NAcPh'CIIMe’COOII,  is  formed,  together 
with  the  two  isomeric  diphenyl-a7-dimethyl-/?ocliketopiperazines 
previously  described  ( loc .  cit .),  when  a-anilidopropionic  acid  is  heated 
with  acetic  anhydride  at  160 — 180°  for  two  hours.  It  crystallises 
from  hot  water  in  prisms,  and  from  benzene  in  plates,  melts  at  143°, 
and  is  readily  soluble  in  most  ordinary  solvents,  but  only  sparingly 
in  cold  benzene,  carbon  bisulphide,  and  cold  water. 

A  compound  which  melts  at  163°,  and  seems  to  have  the  com¬ 
position  C00II22N2O2,  is  obtained,  together  with  diplienyl-a7-dietliyl- 
/3r-diketopiperazine  (m.  p.  260°),  when  a-anilidobutyric  acid  is  heated 
with  acetic  anhydride;  it  crystallises  in  colourless  needles,  and  is 
readilv  soluble  in'  most  ordinary  solvents,  except  ether  and  hot  water. 

F.  S.  K. 

Isomerism  of  the  Diphenyl-a7-dimethyl-/3ridiketopiperazines. 

ByO.  Nastvogel  {Her.,  23,  2016 — 2022;  compare  preceding  abstract). 
— An  acid  (m.  p.  78 — 80°)  of  the  composition  C19II,>oN203,  which  is 
probably  anilidopropionylanilidopropionic  acid,  is  formed,  together 
with  resinous  products  and  an  acid  melting  at  96°,  when  diphenyl-a7- 
dimethyl-/3Adiketopiperazine  (in.  p.  183'5°)  is  heated  with  potash. 
It  melts  at  78 — 80°,  with  partial  decomposition,  and  is  readily  soluble 
in  all  solvents  except  water  and  light  petroleum  ;  when  heated,  it  is 
converted  principally  into  the  piperazine  (m.  p.  144 — 146°).  Diplienyl- 
ay-dimethyl-jSr-diketopiperazine  (m.  p.  144 — 146°),  when  treated  in 
like  manner,  yields  the  same  acid,  melting  at  78 — S0°. 

A  crystalline  acid  melting  above  90°  is  obtained  when  the  fractions 
of  low  melting  point,  obtained  in  separating  the  two  isomeric  diplienyl- 
dimetliyldiketopiperazines  (Abstr.,  1889,  1012),  are  boiled  with 
potash;  when  this  acid,  or  the  acid  melting  at  96°  (see  above)  is 
heated  at  120°,  it  is  converted  into  a  third  isomeric  diphenyldimethyl- 
diketopiperazine,  which  crystallises  from  dilute  alcohol  in  prisms, 
and  melts  at  172 — 173°.  F.  S.  K. 

Diphenyl-a7-diethyl-/3c-diketopiperazines.  By  O.  Nastvogel 
{Her.,  23,  2022 — 2025). — Diphenyldietliyldiketopiperazine  (m.  p. 
145°)  is  formed  when  diphenyl-a7-diethyl-/3o-diketopiperazine  (m.  p. 
260°;  compare  Abstr.,  1889,  1012)  is  boiled  with  alcoholic  potash, 
and  the  mixture  of  acids  thus  obtained  heated  at  120°.  It  crystal¬ 
lises  from  dilute  alcohol  in  long,  colourless  needles,  melts  at  145°,  and 
is  readily  soluble  in  most  ordinary  solvents,  but  ouly  moderately 
in  hot  light  petroleum  and  hot  ether,  and  very  sparingly  in  hot 
water  ;  when  heated  for  a  short  time  with  alcoholic  potash,  it  is  recon¬ 
verted  into  the  isomeride  (m.  p.  260°).  F.  S.  K. 

Diphenylketopiperazine  and  Diphenyl-a/3-diketopiperazine. 

By  C.  A.  Bischoff  and  O.  Nastvogel  (Ber.,  23,  2026 — 2030). — 
Anilidoethylcnephenylamidoacetic  acid , 

NIIPh-CII2-CII2-NPlrCII-COOH, 

is  formed  when  diphenylketopiperazine  (Abstr.,  18S9,  1009)  is 
boiled  with  alcoholic  potash  ;  it  crystallises  from  a  mixture  of  ether 
and  light  petroleum  in  colourless  prisms,  melts  at  116°  with  decom- 


ORGANIC  CHEMISTRY. 


1161 


position,  and  is  reconverted  into  the  piperazine  by  boiling  alcohol, 
hot  water,  or  cold  dilute  acids. 

Diphewylnitrosoketojriperazine,  C^IT^N^C).,,  is  obtained  when  diphenyl- 
ketopiperazine  is  treated  with  sodium  nitrite  in  glacial  acetic  acid 
solution  ;  it  is  a  yellow,  amorphous  powder,  decomposes  at  ‘220 — 235°, 
and  is  readily  soluble  in  glacial  acetic  acid,  chloroform,  aniline,  and 
nitrobenzene,  but  only  sparingly  in  benzene,  xylene,  and  acetone,  and 
insoluble  in  ether,  alcohol,  and  light  petroleum. 

When  diphenylketopiperazinc  is  oxidised  with  chromic  acid  in  cold 
glacial  acetic  acid  solution,  it  is  converted  into  diphenyl-a/3-diketo- 
piperazine  (Abstr.,  1889,  1015) ;  this  diketo-derivative,  on  oxida¬ 
tion  with  chromic  acid  in  acetic  anhydride  solution,  is  converted  into 
letraketopiperazine,  and  when  treated  with  nitrons  acid  in  concen¬ 
trated  sulphuric  acid  solution,  it  yields  a  yellow,  crystalline  compound, 
of  the  composition  C]6Hi0N6O<),  which  melts  at  290°,  and  does  not  give 
Liebermann’s  reaction.  Boiling  potash  decomposes  diphenyl-a/3- 
diketopiperazine  into  ethylenedipheuyldiamine  and  oxalic  acid. 

Dipareihoxydiphenyldiketopiperazine, 

OEt-C6H4-N<^*'Cc^>N-C6H4-OEt, 

prepared  by  heating  ethylenediethoxydiphenyldiamine  with  ehloracetic 
acid  and  sodium  acetate  at  140 — 150°,  separates  from  alcoholic  ether 
in  almost  colourless  crystals,  melts  at  162°,  and  is  readily  soluble  in 
hot  benzene  and  hot  alcohol,  but  only  sparingly  in  ether. 

F.  S.  K. 

Action  of  Chloracetic  Acid  and  Oxalic  Acid  on  Ethylene- 
orthoditolyldiamine.  By  C.  A.  Bischoff  and  O.  Nastvogel  ( Ber ., 
23,  2031 — 2035). — A  dito lylpiperazine,  melting  at  153‘5 — 154’5°,  is 
obtained  when  ethyleneorthoditolyldiamine  is  heated  with  chloracetic 
acid  and  sodium  acetate.  It  crystallises  in  slender  needles,  and  is 
isomeric  with  the  compound  obtained  from  orthotoluidine  and  ethylene 
bromide  (compare  Bischoff,  Abstr.,  1889,  1010). 

A  colourless,  crystalline  compound,  which  has  the  composition  of  a 
dichlor  ace  ty  Id  it  olyldiamido  ethane, 

CH5Cl-CO-N(C6H4Me)-CH2-CHs-N(C6H4Me)-CO-CH!Cl, 

is  formed,  when  chloracetic  chloride  is  added  to  a  benzene  solution  of 
ethyleneditolyldiamine ;  it  melts  at  211 — 212°,  and  is  readily  soluble 
in  alcohol,  but  only  sparingly  iu  cold  water,  and  almost  insoluble  in 
ether. 

Glycollic  acid  orthotoluidide ,  CoH^Ie^NH'CO'CHvOH,  is  obtained 
when  the  preceding  compound  is  heated  with  orthotoluidine  and 
sodium  acetate;  it  separates  from  alcohol  in  colourless  crystals  melt¬ 
ing  at  188 — 189°.  When  diorthotclyl-a/3-diketopiperazine  is  boiled 
with  alcoholic  potash,  it  is  converted  into  a  crystalline  acid,  which 
melts  at  about  100°  with  decomposition,  and  is  very  unstable,  being 
reconverted  into  the  diketopiperazine  when  it  is  kept  over  sulphuric 
acid  ;  its  barium  salt,  (ClaHii)N’203)2Ba,  crystallises  with  10  mols.  H20. 

F.  S.  K. 

4  i 
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Action  of  Chloracetic  Acid  and  Oxalic  Acid  on  Ethylenepara- 
ditolyl-  and  Ethylene-a-dinaphthyl-diamine.  By  C.  A.  Bischoff 
and  0.  Nastvogel  (Her.,  23,  2035 — 2040). — Diparatolylketopiper- 
azine  (Abstr.,  1890, 1009)  is  gradually  decomposed  by  boiling  alcoholic 
potash  yielding  an  unstable  acid,  which  is  readily  reconverted  into  the 
ketopiperazine ;  the  barium  salt  of  this  acid  has  the  composition 
(C18H22N202)2Ba  +  4H20.  When  diparatolylketopiperazine  is  treated 
with  sodium  nitrite  in  glacial  acetic  acid  solution,  it  yields  small 
quantities  of  a  reddish,  crystalline  compound,  which  melts  at 
171 — 174°,  and  gives  Liebermann’s  reaction,  but  the  principal  pro¬ 
duct  is  diparatolyl-a.fi-dikelopiperazine ,  Ci8HlsN202.  The  last-named 
compound  can  also  be  obtained  by  oxidising  diparatolylketopiperazine 
with  chromic  acid  in  glacial  acetic  acid  solution;  it  crystallises  from 
hot  alcohol  in  colourless  plates,  melts  at  263°,  and  is  readily  soluble  in 
aniline,  glacial  acetic  acid,  acetone,  chloroform,  alcohol,  concentrated 
nitric  acid,  and  hydrochloric  acid,  but  only  sparingly  in  xylene, 
carbon  bisulphide,  ether,  and  hot  water,  and  insoluble  in  cold  water 
and  light  petroleum.  On  oxidation  with  chromic  acid  in  acetic 
anhydride  solution,  it  seems  to  be  converted  into  diparatolyltetraketo- 
piperazine,  and  when  boiled  with  alcoholic  potash,  it  is  converted  into 
ethyleneditolyldiamine,  oxalic  acid,  and  an  acid  which  seems  to  have 
the  constitution  C6H4Me-NH-CH2-CH2-N(CcH4Me)-CO-COOH.  This 
acid  decomposes  at  135°,  but  does  not  melt  completely  until  the  tem¬ 
perature  rises  to  197°,  audits  salts  are  not  easily  obtained  in  crystals  : 
when  boiled  with  glacial  acetic  acid,  it  is  reconverted  into  diparatolyl- 
diketopiperazine. 

A  green,  crystalline  substance,  which  seems  to  be  ethylenedinaphthyl- 
diamine  hydrochloride,  C22H20X2,HC1,  is  obtained  when  ethylene-a- 
dinaphtliyldiamine  is  heated  at  165°  for  half  an  hour  with  chloracetic 
acid  and  sodium  acetate;  it  melts  at  221 — 223°,  and  is  readily  soluble 
in  glacial  acetic  acid  and  aniline,  but  only  sparingly  in  most  other 
solvents.  F.  S.  K. 

Action  of  Acetic  Anhydride  on  the  Anilides,  Toluidides,  and 
Naphthalides  of  Malic  Acid.  By  C.  A.  Bischoff  and  O.  Xastyo- 
GEl  (Ber.  23,  2040 — 2047). — A  colourless,  crystalline  compound  of 
the  composition  is  formed  ■when  malic  dianilide 

(m.  p.  197°,  not  175°  as  stated  by  Arppe,  Anualen,  96,  10G)  is  heated 
with  acetic  anhydride  at  145 — 150°  ;  it  softens  at  29U°,  melts  at  300° 
with  decomposition,  and  is  onh*  sparingly  soluble  in  hot  alcohol,  but 
more  readily  in  glacial  acetic  acid  and  concentrated  sulphuric  acid. 
It  is  possibly  a  mixture  of  two  geometrically  isomeric  anilides  of  the 
acid  described  below. 

Biphenyl- xy-diketc piperazine- ftt-liomocarboxijlic  acid, 

COOH-CH2-CH<^^>CH-CHrCOOH, 

is  obtained,  together  with  aniline  and  small  quantities  of  a  substance 
of  low  melting  point,  when  the  preceding  compound  is  boiled  witli 
alcoholic  potash  ;  it  separates  from  hot  water  in  crystals,  melts  at 
226 — 22S°,  and  is  readily  soluble  in  alcohol,  ether,  glacial  acetic  acid. 
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and  acetone,  but  only  sparingly  in  benzene*  chloroform,  and  light 
petroleum. 

difalic  acid  orthotoluidide,  Cs^Me'NH'CChCEI^OIQ'CEIVCOOH,  is 
obtained  when  malic  acid  (1  mol.)  is  heated  at  140 — 150°  with  ortlio- 
tolnidine  (2  mols.)  ;  it  crystallises  from  alcohol  in  colourless  needles, 
melts  at  178°,  and  is  soluble  in  hot  water,  but  only  sparingly  in 
ether. 

Orthotoluidine  malate,  C7H9N,C4H605,  is  formed  when  the  base  is 
treated  with  malic  acid  in  ethereal  solution  ;  it  melts  at  122 — 125°, 
and  is  soluble  in  water,  alcohol,  benzene,  xylene,  and  acetone;  when 
heated  with  acetic  anhydride  at  180 — 140°,  it  yields  malic  acid  and 
ace  totol  u  idide . 

Malic  (f7oW/toioZw‘du?«,C6HiMe-NH,CO,CH(OH),CH2,CO-NH-C6H4aV[e, 
is  obtained,  together  with  malic  toluidide  (see  below),  when  orthotolu¬ 
idine  is  melted  with  malic  acid  (1  mol.)  ;  it  crystallises  from  alcohol 
in  colourless  plates,  melts  at  1S0'5 — 1 81 '5°,  and  is  readily  soluble  in 
alcohol,  acetone,  and  glacial  acetic  acid,  but  only  sparingly  in  chloro¬ 
form,  light  petroleum,  and  ether;  its  solutions  give  an  orange-red 
coloration  with  ferric  chloride. 


Nr(C^H-)*C  0 

Malic  orthotoluidide,  CO<  ‘  '  ,  separates  from  a  mixture 

Co(UtL)*Ga3 

of  benzene  and  ether  in  crystals,  melts  at  114'5 — 116°,  and  is  soluble 
in  most  ordinary  solvents,  but  only  sparingly  in  ether  and  light 
petroleum  ;  its  solutions  give  an  orange-red  coloration  with  ferric 
chloride. 


Malic  diparatoluidide ,  CisHjoN^Cb,  prepared  by  heating  paratoluidine 
with  malic  acid  at  150 — 160°,  crystallises  from  glacial  acetic  acid, 
melts  at  205 — 208°,  and  is  only  sparingly  soluble  in  benzene,  acetone, 
and  xylene,  very  sparingly  in  alcohol  and  ether,  and  insoluble-  in  vrater, 
alkalis,  chloroform,  and  light  petroleum. 

Fnmaric  d ipa ra tol uidi.de,  ClsH18No02,  is  formed  when  the  preceding 
compound  is  heated  with  acetic  anhydride  at  100°.  It  crystallises  in 
needles,  turns  brown  at  2S9 — 292°,  does  not  melt  below  360°,  and  is 
insoluble  in  almost  all  ordinary  solvents;  when  boiled  with  alcoholic 
potash,  it  yields  fumaric  acid. 

Malic  cc-divaphthalide,  CjtHjoN-jOs,  prepared  by  heating  malic  acid 
(1  mol.)  with  a-naphthylamine  (2  mols.)  at  150 — 160°,  separates 
from  alcohol  in  crystals,  melts  at  205°  and  is  readily  soluble  in  glacial 
acetic  acid,  chloroform,  benzene,  aniline  and  ethylene  bromide,  but 
onlv  sparingly  in  aleohol  and  insoluble  in  water,  ether,  alkalis,  and 
acids ;  when  heated  with  acetic  anhydride,  it  yields  a  crystalline 
substance  melting  at  223 — 224°,  which  seems  to  be  the  acetyl-deriva¬ 
tive,  C26H22N  -  O4. 

jSfalic  fj-dinaplitlialide,  C24H2oN203,  is  formed,  together  with  malic 
/3-naphtbalide, -when  malic  acid  is  heated  with  /i-naphthylaminc ; 
separates  from  aniline  in  crystals,  melts  at  260 — 263u  with  decompo¬ 
sition,  and  is  almost  insoluble  in  all  ordinary  solvents  except  aniline. 


Malic  ( 3-naphthalide ,  CO<( 


N(C,oH7)-CO 

(JLl(OLl)-CH./ 


separates  from  hot  water 


and  alcohol  in  crystals,  and  melts  at  198°. 


V.  S.  K. 
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Attempts  to  prepare  Aromatic  Tetra-  and  Tri-ketopiper- 
azines.  By  C.  A.  Bischoff  and  0.  Nastvogel  ( Ber .,  23.  2051 — 2055). 
— The  author’s  attempts  to  synthesise  diphenyltetra-  and  diphenyltri- 
ketopiperazine  were  unsuccessful.  Isoamyl  oxanilate,  prepared  by 
treating  isoamyl  chloroxalate  with  aniline  in  ethereal  solution,  is 
decomposed  on  heating  into  oxanilide  and  isoamyl  oxalate;  when 
saturated  with  hydrogen  chloride  in  the  cold  and  then  distilled,  it 
yields  oxanilide,  carbonic  anhydride,  carbonic  oxide,  and  isoamyl 
chloride. 

When  ethyl  phenyloxamate  is  distilled,  if  is  decomposed  into 
alcohol,  carbonic  anhydride,  carbonic  oxide,  oxanilide,  and  phenyl- 
carbylamine  ;  when  treated  with  sodium  ethoxide,  it  yields  sodium 
oxanilate. 

Dipheuyl-ay-diketopiperazine  and  oxanilide  are  formed  when 
phenylamidacetanilide  is  heated  with  oxalic  acid  at  140 — 145°,  but 
the  two  compounds  cannot  easily  be  separated. 

Monophenyloxamide  (m.  p.  224")  and  chloracetanilide  (m.  p.  134'5°) 
are  formed  when  chloracetamide  is  heated  with  oxanilide  at  230°  ; 
the  two  products  can  be  separated  by  treatment  with  light  petroleum, 
in  which  chloracetanilide  is  readily  soluble.  F.  S.  Eh 

Attempts  to  prepare  Closed  Chains  containing  two  Nitrogen- 
atoms  and  two,  three,  and  six  Carbon-atoms,  By  C.  A. 
Bischoff  and  O.  Nasttogf.l  (Ber.,  23,  2055 — 2060). — Methylene 
iodide  and  aniline  react  at  105 — 110°  yielding  a  vitreous  product 
which  seems  to  consist  of  a  mixture  of  the  two  compounds 

CH2(NHBh),  and  NPh<^2>XPh. 

Trimethylene  bromide  and  aniline,  in  presence  of  sodium  carb¬ 
onate,  combine  together  at  140°  yielding  a  grey  powder,  the  hydro¬ 
chloride  of  which  separates  from  hot  alcohol  in  crystals,  and  melts  at 
221—224°. 

Dipheuylpiperazine  (m.  p.  163°)  and  aniline  are  obtained  when 
ethylenediphenyldiamine  is  heated  with  succinic  acid  at  175 — 180°; 
when  succinic  anhydride  is  employed  in  place  of  the  acid,  diphenyl- 
piperaaine  and  a  new  crystalline  acid  are  formed.  This  acid  seems  to 
have  the  constitution  NHPb,CH2-CHo-NPh,CO,CHrCH2’COOH  ;  it 
melts  at  76 — 80°  with  decomposition,  and  forms  a  sparingly  soluble 
barium  salt. 

Etheuyldiphenylamidine  (m.  p.  132°)  is  formed,  together  with 
some  compounds  which  contain  chlorine,  when  carbouyl  chloride  is 
passed  into  phenylamidacetanilide  heated  at  140°.  F.  S.  K. 

Derivatives  of  1-Phenylpyrazole.  By  L.  Balbiano  (Ber.,  23, 
144S — 1453). — Phenylpyrazoledi carboxylic  acid  (1,  3,  5)  is  obtained 
when  phenyldimethylpyrazole,  prepared  by  treating  acetylaeetone 
with  phenylhydrazine,  is  oxidised  with  an  alkaline  solution  of  potas¬ 
sium  permanganate.  It  crystallises  from  alcohol  in  small,  colourless 
plates,  melts  at  255 — 256°  with  decomposition,  and  is  only  very 
sparingly  soluble  in  chloroform,  benzene,  warm  light  petroleum,  and 
cold  water,  but  more  readily  in  ether  and  hot  water.  The  am- 
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vioninm  salt,  C3N2HPh(COONH4)2,  crystallises  in  plates,  melts  at 
210 — •212°  with  decomposition,  and  is  very  readily  soluble  in  water. 
The  lead  salt,  C3N2HPh(COO)2Pb,  and  thcsi'Zrersalt,  CuNoHPhfCOOAg)^ 
are  crystalline  and  almost  insoluble  in  water.  The  barium  salt  is 
deliqnescent. 

Phenylbromopyrazolsdicarboxylic  acid  (1,  4,  3,  5)  prepared  by  treat¬ 
ing  the  preceding  compound  with  bromine  (1  mol.)  in  cold  glacial 
acetic  acid  solution,  separates  from  hot  dilute  acetic  acid  in  colourless, 
nodnlar  crystals,  melts  at  244°  with  decomposition,  and  is  only 
sparingly  soluble  in  hot  water,  but  more  readily  in  warm  alcohol  and 
glacial  acetic  acid.  The  ammonium  salt,  C3X2BrPh(COONH,i)2, 
crystallises  in  needles  and  melts  at  190—192°  with  decomposition. 
The  lead  salt,  C3N2BrPh(COO)2Pb,  is  almost  insoluble  in  boiling  water. 
The  silver  salt  is  precipitated  in  a  gelatinous  condition,  but  becomes 
crystalline  on  boiling.  The  barium  salt  is  deliquescent.  When 
phenylbromopyrazoledicarboxylic  acid  is  heated  at 240— 250°,  it  is  con¬ 
verted  into  phenylbromopyrazole  (1,  4),  melting  at  81°,  identical  with 
the  bromo-derivative  obtained  by  brominating  1-phenylpyrazole 
(this  vol.,  797). 

Phenyldimethylbromopyrazole  (1,  3,  5,  4)  is  formed  when  phenyl- 
dimethylpyrazole  (1,  3,  5)  is  treated  with  bromine  in  glacial  acetic 
acid  solution.  It  is  a  yellow,  pleasant  smelling  liquid,  soluble  in 
alcohol  but  insoluble  in,  and  heavier  than,  water  ;  when  oxidised  "with 
potassium  permanganate  in  alkaline  solution,  it  is  converted  into 
phenylbromopyrazoledicarboxylic  acid  (m.  p.  244°),.  F.  S.  K. 


Diazothiazoles  and  their  Decompositions.  By  A.  Haxtzsch 
(Per.,  23,  I43G — 1478).  The  hydrate  of  ethyl  diazomethylthiazole- 
carboxylate  can  be  isolated  in  a  solid  condition  by  treating  ethyl 
amidomethylthiazolecarboxylate  in  a  suitable  manner.  This  hydrate 


has  probably  the  constitution  n  ;  the  hydr- 

C.Me-JS 

oxyl-group  in  this  compound  can  be  easily  displaced  by  a  halogen- 
atom.  Analogous  halogen-derivatives  can  be  obtained  in  like  manner 


from  amidothiazole,  and  the  compounds  thus  produced  can  be  easily 
converted  into  thiazoles  by  reducing  agents,  and  into  hydroxy-thiazoles 
by  treatment  with  alkalis. 

When  ethyl  diazomethylthiazolecarboxylate  is  treated  with  alcohol, 
nitrous  acid  is  eliminated,  and  a  peculiar  azimido-derivative  is 
formed. 

A  full  account  of  these  experiments  will  be  published  in  the 
Annalen.  F.  S.  K. 


Oxidation  of  Phenylmethyltriazolecarboxylic  Acid.  By  J.  A. 

Bladin  (Per.,  23, 1810— 1815). — When  the  above  acid  is  heated  for 
several  days  on  the  water-bath  with  alkaline  permanganate,  the  ring 
is  not  broken  down,  but  the  side  chain  is  oxidised,  and  phenyltriazole- 


di carboxylic  acid, 


c(cooh):n 

n:c(cooh) 


>ISTPh  is  formed,  and  may  be  obtained 
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as  a  white,  amorphous  mass  by  cautiously  adding  hydrochloric  acid 
and  cooling  the  solution. 

But  if  the  solution  is  not  kept  cool,  this  compound  rapidly  loses 
carbonic  anhydride,  and  phenyltriazolecarboxylic  acid ,  C2N3HPlrCOOH, 
is  obtained.  T bis  crystallises  from  water  in  brilliant  plates  which 
melt  with  decomposition  at  184°,  probably  forming  phenyltriazol.  It 
dissolves  easily  in  alcohol  and  acetic  acid,  sparingly  in  water,  and 
hardly  at  all  in  benzene.  The  position  of  the  carboxyl-group  is  not 
vet  determined.  The  alkali  salts  are  very  soluble.  The  silver  salt , 
’C,H,N302Ag  +  HII20,  forms  a  sparingly  soluble,  white,  amorphous 
precipitate,  easily  convertible  into  fine  needles.  The  copper  salt, 
(C9HfiN302)2Cn,  is  a  blue,  insoluble,  crystalline  precipitate.  The  %dro- 
cft.Zonde,C9H7iSr302,HCl,forinssmallplates.  Themethyl salt, C9H6iMeN302, 
crystallises  in  small,  colourless  prisms  melting  at  116'5 — 117°,  and 
soluble  in  alcohol  and  ether.  The  ethyl  salt ,  C9H6EtX302,  forms 
colourless  prisms  melting  at  72°,  very  soluble  in  alcohol,  ether,  and 
benzole,  but  not  in  light  petroleum.  The  amide, 

Ph-C2X3H'COXH2  +  4H20, 

forms  asbestos-like  needles  melting  at  194°,  and  dissolving  in  water 
and  alcohol.  C.  F.  B. 


Ethoxyeaffeine.  By  H.  Thoms  ( Chem .  Cevtr .,  1890,  i,  865;  from 
Fharm.  Centralhalle,  31,  207 — 20S). — Ethoxyeaffeine  is  prepared  by 
dissolving  bromocaffeme  in  alcohol,  introducing  the  necessary 
amount  of  sodium,  and  then  boiling.  It  dissolves  less  readily  in 
water  than  caffeine,  is  readily  soluble  in  hot  alcohol,  and  melts  at 
138 — 138‘0°*  When  boiled  with  hydrochloric  acid,  the  ethyl-group 
is  eliminated;  by  evaporating  with  chlorine,  amalic  acid  is  formed, 
which  dissolves  in  ammonia  with  red  colour.  Ethoxyeaffeine  differs 
from  caffeine  in  its  behaviour  towards  alkalis  ;  sodium  or  potassium 
hydroxide  does  not  precipitate  caffeine,  even  when  the  solution  is 
1  gram  in  10  grams  of  water,  whilst  ethoxyeaffeine  is  precipitated, 
although  not  quantitatively.  For  the  identification  of  ethoxyeaffeine, 
the  murexide  test,  its  behaviour  towards  aqueous  potash,  and  the 
melting  poiut  will  serve.  The  author  ascribes  to  it  the  formula 
XMe-C(OEt);C  -XMe 

Me - 0=^  '  J.  W.  L. 

Quinine,  Cinchonidine,  and  their  Isomerides.  By  0.  Hesse 
(Annalen,  258,  133 — 144). — Anhydrous  quinine  (quinine  anhydride) 
which  the  author  proposes  to  name  “  homoquinine,”  melts  at 
I74-4 — 175°  ;  the  substance  obtained  by  crystallising  the  trihydrate 
from  alcohol  or  ether,  and  drying  first  in  a  desiccator  and  then  at 
120°,  melts  at  1712 — 172U;  the  powder  obtained  by  heating  the 
compound  C2l)H24X202,C6ll6  at  120°  melts  at  171’ti — 172°. 

Cinchonidine  melts  at  202-4°,  homocinchonidine  at  207‘6°;  the 
latter  can  be  converted  into  the  former  by  treatment  with  warm 
2-5  per  cent,  sulphuric  acid. 

The  melting  points  given  above  were  very  carefully  determined  in 
Both’s  apparatus.  F.  S.  K. 
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Conversion  of  Tropidine  into  Tropine.  By  A.  Ladenbdko 
(BVr.,  23,  1780 — 1781). — When  tropidine  is  treated  with  hydrobromic 
acid,  a  small  quantity  of  a  base  is  obtained  which  is  not  volatile  with 
steam,  and  may  thus  be  separated  from  tropidine.  When  distilled,  it 
was  found  not  to  boil  at  a  constant  temperature  ;  the  distillate  seemed 
still  to  contain  bromiue,  which  was  removed  by  treatment  with  silver 
oxide.  In  this  way  a  strong  base  was  obtained,  which,  when  treated 
with  tropaic  acid  and  hydroch  loric  acid,  yielded  asubstance  that  reacted 
like  atropine;  the  base  was  thus  probably  either  tropine  or  meta- 
tropine. 

The  author  still  adheres  to  the  formula  NMelC5H,*CH2,CH2,OH, 
but  thinks  it  may  possibly  belong  to  inetatropine,  whilst  tropine  itself 
has  the  formula  NMo!CdH/CHMe-OH.  C.  F.  B. 

Alkyl-hydrastines  and  their  Derivatives.  By  E.  and  F. 

Schmidt  {Arch.  Phnrm.  [3],  28,  221 — 257). — The  hydrastinc  employed 
was  freed  from  its  yellowr  colour  by  crystallisation  from  alcohol. 
Hydrastine  methiodide,  CjiH^NO^Mel,  formed  by  heating  hydrastine 
with  methyl  iodide  is  obtained  in  tufts  of  prismatic  or  needle- 
shaped  crystals,  slightly  soluble  in  water,  more  easily  in  alcohol. 
These  crystals  are  anhydrous,  sinter  about  197°,  and  melt  at 
202°  to  205°.  By  treating  the  aqueous  solution  with  excess  of  silver 
chloride,  hydrastine  inethochloride  was  produced,  but  could  not  be 
obtained  in  a  crystalline  state.  The  corresponding  aurochloride, 
C2iHaiN06,McCl,AuCl3,  was  then  formed  by  precipitation,  aud  on  re¬ 
crystallisation  from  an  acidified  aqueous  solution,  appeared  as  fine, 
yellowish-red,  anhydrous  needles,  melting  at  183°  to  184°,  The  platino- 
chloride,  also  anhydrous,  could  only  be  obtained  as  an  amorphous, 
yellow  precipitate  melting  at  204°  to  205°.  Hydrastine  methylammo- 
nium  hydroxide,  C^H^NOsAIeOH  H20,  is  obtained  by  treating  an 
aqueous  solution  of  hydrastine  methiodide  with  moist  silver  oxide. 
The  compact,  yellowish  crystals  become  colourless  when  recrystallised 
from  an  aqueous  solution,  and  melt  at  214°  to  215°.  The  compound 
when  dissolved  in  boiling  water,  or  heated  at  100°,  is  converted  into 
me  thy  1  h  y  drast  ine  h  y  d  rox  i  de . 

Methylhydrastine,  C2i  H20MeN06,  is  obtained  on  treat  ing  a  hot  aqueous 
solution  of  hydrastine  methiodide  with  normal  potash.  It  is  easily 
soluble  in  alcohol, ethyl  acetate,  and  methyl  alcohol,  with  splendid  green 
fluorescence.  Recrystalliscd  from  alcohol,  it  forms  yellow  needles  show¬ 
ing  green  fluorescence,  whilst  the  ethyl  acetate  solution  yields  beautiful, 
lustrous,  compact,  yellow  needles,  which  are  anhydrous  and  melt  at  15G° 
to  157°.  Methyllnjdrastine  plutinochloride,  (C2iM2nMeNUe)2,H2PtCl6  4- 
2U20,  is  obtained  as  a  yellow,  flocculcnt  precipitate,  which  melts  at 
199°  to  200°.  The  water  found  was  a  little  higher  than  is  indicated 
by  the  formula.  The  aurochloride,  (C21H20McNOb)2,H AiiCf,  formed 
as  a  dirty-yellow,  flocculcnt  precipitate,  recrystallised  from  dilute 
acidified  alcohol  as  brownish-red  needles  melting  at  205°  to  2Q(j\ 
Methylhydrastine  hydrogen  sulphate,  C2|H2(AIeN06,H2S0|,  occurs  as  a 
yellow,  crystalline  powder,  when  the  base  is  dissolved  in  absolute 
alcohol  and  sulphuric  acid  diluted  with  alcohol  is  added.  The  normal 
sulphate,  (C2iU2UMeN06)2,H3S0i,  is  formed  when  the  base  is  dissolved 
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in  the  least  possible  amount  of  dilute  sulphuric  acid.  On  evaporating 
the  solution  to  dryness  and  crystallising  from  hot  alcohol,  beautiful, 
yellow  laminse  are  obtained  which  in  alcohol  show  a  fine,  green 
fluorescence.  Methylhydrastine  hydrochloride ,  C2iH20MeNO6,HCl  -f- 
H20,  is  obtained,  like  the  sulphate,  as  slender,  yellow  needles,  easily 
soluble  in  water,  somewhat  difficultly  soluble  in  alcohol  with  green 
fluorescence,  melting  at  233°  to  234°.  The  corresponding  nitrate , 
CaiH20MeNO6,HNO3,  was  similarly  obtained.  The  salts  of  methyl¬ 
hydrastine  are  yellow,  and  their  solutions  are  strongly  fluorescent, 
whilst  hydrastine  salts  as  described  by  Kerstein  (this  vol.,  p. 
648 — 649)  are  colourless,  and  exhibit  little  or  no  fluoi’escence.  Methyl- 
hydrastine  methiodide ,  C2iH20MeRO,:,MeI,  results  from  the  action  of 
methyl  iodide  on  the  base.  Recrystallised  from  dilute  alcohol,  it 
forms  well-shaped,  greenish-yellow,  prismatic  crystals  melting  at  250° 
to  251°.  From  this  reaction  it  is  inferred  that  methylhydrastine, 
like  hydrastine,  is  a  tertiary  base.  Methylhydrastine  is  partially 
oxidised  by  sulphuric  acid  and  manganese  dioxide,  only  hemipinic  acid 
and  a  volatile  base  being  detected  among  the  products.  Oxidation 
with  nitric  acid  is  also  somewhat  incomplete ;  the  chief  product  is 
again  hemipinic  acid  with  probably  dimethylamine,  carbonic  an¬ 
hydride,  and  oxalic  acid.  Methylhydrastine  methiodide,  when  acted 
on  by  potassium  hydrate,  yields  trimethylamine  and  a  non-nitrogenous 
compound,  C2llHi607,  which  occurs  as  small,  colourless,  four-sided 
plates  melting  at  168°  to  169°.  This  compound,  when  oxidised  by 
potassium  permanganate,  yields  hemipinic  acid  and  an  acid  which  has 
not  yet  been  fully  examined. 

Methylhydrastine  alcoholate,  C2JI20MeNO6,EtOH,  is  obtained  in 
minute,  light-yellow  crystals,  when  methylhydrastine  is  dissolved 
in  alcohol,  water  added  until  turbidity  appears,  the  precipitate  re¬ 
dissolved  by  heating,  and  the  solution  finally  allowed  to  cool.  The 
crystals  melt  at  95°  to  96°,  so  that  the  compound  analysed  was  only 
dried  at  90°.  Their  aqueous  and  alcoholic  solutions  exhibit  only  a 
relatively  slight  fluorescence.  The  platinochloride, 

[C2  jH30M  eN  06,Et0H]2,  H2PtCl6, 

is  obtained  as  a  light-yellow  powder  melting  at  163°  to  164°.  When 
methylhydrastine  alcoholate  is  dissolved  in  as  little  alcohol  as  possible, 
and  excess  of  nitric  acid  is  added,  a  little  methylhydrastine  nitrate  (?) 
separates  as  a  yellow,  crystalline  powder;  on  adding  ether  to  the 
filtrate,  almost  colourless,  needle-shaped  crystals  of  methylhydrastine 
alcoholate  nitrate,  C2iH20MeR’O6,EtOH,HNO3,  gradually  form,  which 
melt  at  145°  to  146°.  Corresponding  hydrochlorides  and  sulphates 
were  obtained.  The  alcoholate,  heated  with  sulphuric  or  hydrochloric 
acid,  is  decomposed  yielding  the  salt  of  methylhydrastine.  The 
mother  liquor  from  methylhydrastine  alcoholate  completely  loses  its 
green  fluorescence  on  evaporation,  and  yields  drusy  groups  of  small, 
brownish  crystals  on  cooling,  which  become  colourless  when  recrystal¬ 
lised  from  dilute  alcohol.  Methylhydrastine  hydroxide ,  C2lH22MeN07 
-f  2H20,  thus  formed  melts  at  151°  to  152°,  and  dissolves  in  alcohol 
without  fluorescence.  Of  the  three  mols.  H20  contained  in  this  base, 
one  enters  directly  into  the  molecule  ;  the  other  two  are  combined  as 
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water  of  crystallisation.  The  production  of  this  compound  from 
hydrastine  methylammonium  hydroxide  has  already  been  mentioned  ; 
the  same  product  is  obtained  by  dissolving  methylhydrastine  in  boil¬ 
ing  water  and  allowing  the  solution  to  cool.  The  hydroxide  eva¬ 
porated  with  sulphuric  or  hydrochloric  acid  gives  a  salt  of  methyl¬ 
hydrastine.  Methylhydrastine  hydroxide  platinochloride, 

(C21U22MeN07)2,H2PtCl6, 

is  obtained  by  dissolving  the  hydroxide  in  acidified  water  and  pre¬ 
cipitating  in  the  cold  with  platinic  chloride.  The  yellow,  amorphous 
flocks  become  crystalline  after  a  time.  The  yellow,  crystalline  powder 
melts  at  ‘JOS3.  Methylhydrastine  hydroxide  hydrochloride , 

C3iH22MeN07,HCl, 

is  prepared  by  dissolving  the  base  in  absolute  alcohol,  adding  excess  of 
fuming  hydrochloric  acid,  and  then  ether;  on  dissolving  it  in  alcohol 
and  reprecipitating  by  ether,  small,  colourless  needles  are  obtained 
which  melt  at  1S2°  to  1S8°.  A  corresponding  sulphate  can  be  similarly 
prepared,  aud  other  salts  of  the  same  base.  Methyl  iodide  produces 
a  greenish,  resinous  mass  with  the  base  ;  the  chloride,  formed  by  dis¬ 
solving  this  compound  in  alcohol  and  treating  with  silver  chloride,  is 
a  similar  resinous  mass.  The  chloride  dissolved  in  water  and  pre¬ 
cipitated  with  platinum  chloride  gives  a  yellow,  flocculent  platino¬ 
chloride,  [C2iH22MeN07,MeCl]2PtCl.i.  This  composition  confirms  the 
supposition  that  1  mol.  of  water  in  the  base  is  more  intimately  com¬ 
bined  than  the  other  two.  Ethylhydrastine  hydroxide ,  C2iH22EtN07 
-f  2H20,  prepared  from  ethyl  hydrastine,  like  the  corresponding 
methyl  compound,  forms  colourless  needles  which,  heated  in  a  capil¬ 
lary  tube,  melt  at  130°,  but  solidify  to  a  yellow  mass  at  a  somewhat 
higher  temperature,  and  then  melt  again  at  206 — 207°.  As  in  the 
case  of  the  methyl  compound,  2  of  the  3  mols.  of  water  contained  in 
the  ethyl  hydroxide  are  easily  removed  over  sulphuric  acid,  whilst 
the  third  mol.  is  more  intimately  combined — as  the  composition  of 
the  platinoehloride  also  shows.  By  evaporation  with  dilute  mineral 
acids,  the  colourless  ethylhydrastine  hydroxide  becomes  converted 
into  the  yellow,  strongly  fluorescent  hydrastine  salt.  Ethylhydras¬ 
tine  hydroxide  platinochloride,  [C2iH27EtN07]2,H2PtCl6  +  4H20,  was 
obtained  as  a  yellow,  flocculent  precipitate  which  melts  at  137°  to 
138°.  Owing  to  the  close  relationship  existing  between  hydrastine 
and  narcotine,  the  former  containing  two  methyl-groups,  and  the 
latter  three  similar  groups,  it  is  probable  that  narcotine,  or  one  of 
its  isomerides,  may  be  prepared  from  hydrastine.  This  investigation 
is  still  in  progress.  J.  T. 

Lobeline.  By  H.  Paschkis  and  A.  Smita  ( Monatsh .,  11, 131 — 132). 
— In  order  to  extract  the  alkaloid  from  Lobelia  ivjlata,  the  plant  was 
exhausted  with  dilute  acetic  acid,  and  the  filtered  extract  made 
alkaline  and  exhausted  with  ether.  On  evaporating  the  ethereal 
solution,  the  alkaloid  remained  as  a  viscid,  honey-yellow  mass 
having  an  odour  resembling  that  of  honey  and  tobacco.  The  alkaloid 
was  purified  by  dissolving  it  in  ether,  shaking  the  ether  with  an 
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excess  of  water  containing  hydrochloric  acid,  treating  this  with  an 
alknli,  and  again  exhausting  with  ether.  After  repeating  this  process 
three  times,  the  ethereal  solution  was  dried  with  potash,  and  the  ether 
distilled  off  in  an  atmosphere  of  hydrogen. 

When  lobeline  (1  gram)  is  suspended  in  a  solution  of  10  per  cent, 
potash  (300 — 400  c.c.)  and  treated  with  4  per  cent,  potassium  per¬ 
manganate,  added  in  small  quantities,  until  the  greenish  colour  of  the 
solution  only  disappears  after  remaining  some  time,  benzoic  acid  is 
formed.  G.  T.  M. 

Ptomaines.  By  O.  de  Coxinck  ( Com.pt .  rend.,  110,  1339 — 1341). 
— The  ptomaine  Ci0Hl5N  (Abstr.,  1888,  730)  is  a  yellowish,  viscous 
liquid  with  an  agreeable  odour;  it  is  heavier  than,  and  only  slightly 
soluble  in  water,  but  dissolves  readily  in  ether,  absolute  alcohol,  acetone, 
and  light  petroleum.  After  being  dried  over  fused  potash,  it  boils  at 
about  230J  with  partial  decomposition.  It  oxidises  rapidly  in  presence 
of  oxygen  or  air,  becomes  brown,  and  forms  a  thick  resin  soluble  in 
acids.  The  hydrochloride  is  obtained  by  saturating  the  base  with 
hydrochloric  acid  and  concentrating  rapidly  in  a  vacuum.  It  forms 
yellowish  needles  which  are  highly  deliquescent  and  very  soluble  in 
water.  In  presence  of  a  very  small  quantity  of  air,  the  crystals 
acquire  a  rose  colour,  and  with  larger  quantities  of  air  they  become 
brown  and  form  a  resinous  product  identical  with  that  obtained  by 
direct  oxidation  of  the  base.  The  platinochloride  is  a  deep-red  solid 
insoluble  in  cold  water,  very  soluble  in  warm  water,  and  decomposed 
by  boiling  water.  It  is  permanent  in  dry  air,  but  in  moist  air  loses 
hydrogen  chloride,  and  is  partially  oxidised.  C.  H.  B. 
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Respiration  in  the  Horse  during  Rest  and  Work.  By  N. 

%1'NIZ  and  C.  Lehmaxx  («/".  Physiol.,  11,  396 — 398). — The  authors 
defend  their  method  of  experimentation  recently  criticised  by  F. 
Smith  (this  vol.,  p.  392),  and  in  turn  pass  unfavourable  remarks  on 
the  methods  adopted  by  Smith.  According  to  them  the  chief  fallacies 
of  Smith’s  method  consist  in  using  a  mask  of  too  great  capacity,  and 
in  determining  the  amount  of  gaseous  interchange  immediately  after 
instead  of  during  work.  Their  own  values  are  in  general  far  greater 
than  those  of  Smith’s,  and  they  compare  the  two  sets  of  results  in 
the  following  table  : — 
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|  L  and  Z.  Respiiation 

t,  j  through  a  mask  . 

es  "  ]  L  and  Z.  Respiration 
|  through  a  cannula  in 
^  the  trachea . . 
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Litres  per  minute. 

Resp. 

quot. 

Air 

expired. 

C02 

expired. 

o, 

absorbed. 

0  -531 

0-772 

0-69 

1  ’570 

1  -722 

0  -92 

44 

1-478 

1  -601 

0-92 

63 

0-509 

0  962 

0-53 

177 

4-342 

4  "766 

0  -90 

136 

1  -835 

3  -056 

0-59 

333 

7-516 

8-093 

0-93 

w.  D.  H. 

Absorption  of  Fat.  By  0.  Minkowski  ( Practitioner ,  45,  189 — 
140;  from  Berlin  Min.  T Vochensch,  1890,  No.  13). —  From  an  examina¬ 
tion  of  the  faeces,  it  was  found  that  after  extirpation  of  the  pancreas 
the  fat  of  the  food  is  no  longer  absorbed.  An  exception  to  this  was 
milk,  whose  fatty  constituents  were  more  or  less  taken  up.  If  the 
fresh  pancreas  of  the  pig  were  mixed  with  the  food,  then  the  greater 
part  of  the  fat  was  absorbed.  To  the  view  that  the  pancreatic 
juice  breaks  up  fat  into  fatty  acid  and  glycerol,  the  results  lend  no 
support;  on  the  contrary,  although  the  pancreas  was  altogether 
absent,  the  fatty  matter  in  the  iseces  was  for  the  most  part  found  split 
up  ;  this  likewise  renders  untenable  the  theory  that  fat  is  largely 
absorbed  in  the  form  of  soaps.  That  the  action  of  the  juice  is  not  a 
special  one  upon  the  absorbent  elements  of  the  intestine  is  evident 
from  the  fatty  matter  of  milk  being  ingested  in  the  absence  of  the 
gland,  and  this  also  shows  that  what  is  important  is  the  form  in  which 
the  fat  comes  into  contact  with  the  intestinal  mucous  membrane. 
Milk  is  a  fine  emulsion,  differing  much  from  the  saponified  emulsion 
of  alkaline  carbonates.  Bernard  showed  that  whilst  ordinary  alkaline 
emulsions  are  destroyed  by  acidulation,  the  fat  running  into  large 
drops,  a  pancreatic  emulsion  remains  unchanged  by  this  treatment  ; 
the  same  property  is  possessed  by  the  emulsified  fat  of  the  chyle  and 
of  milk.  Kukne  suggested  that  the  fat  globules  of  a  pancreatic 
emulsion  possess  an  albuminous  membrane  which  facilitates  their 
adhesion  to  the  protoplasm  of  the  epithelial  cells  of  the  intestine. 
This,  however,  is  questionable. 

The  further  observation  was  made  that  an  action  of  the  pancreas 
on  fatty  matters  takes  place,  although  there  is  no  direct  flow  of  the 
pancreatic  secretion  into  the  intestinal  canal,  provided  a  part  of  the 
pancreatic  tissue  capable  of  performing  its  functions  remains  in  the 
organism.  Thus,  after  partial  extirpation  of  the  gland,  fat  absorption, 
though  impaired,  was  not  altogether  prevented. 

The  faet  is  also  established,  that  in  dogs  complete  removal  of  the 
pancreas  leads  to  diabetes  ;  and  Hirschfcld  has  shown  that  in  diabetic 
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patients  the  absorption  of  proteid  and  fat  is  much  impaired.  This  is 
perhaps  an  indication  that  the  cause  of  diabetes  in  some  cases  is 
disease  of  the  pancreas.  W.  D.  H, 

Destruction  of  Glucose  by  Blood  and  Chyle.  By  R.  Lepink 
and  Baeeal  ( Gompt .  rend.,  110,  1314 — 1316). — The  authors  have 
made  further  experiments,  which  confirm  the  existence  in  the  blood, 
and  especially  in  the  chyle,  of  a  ferment  which  destroys  glucose  (this 
vol.,  p.  810).  This  ferment  disappears  in  cases  of  acute  diabetes. 
The  action  of  the  ferment  is  greatly  accelerated  by  rise  of  tempera¬ 
ture,  but  is  retarded  by  the  presence  of  carbonic  anhydride.  The 
destructive  action  exerted  by  living  tissues  is  much  greater  in 
presence  of  this  ferment  than  when  it  is  absent.  All  the  experiments 
were  made  with  a  dog.  The  authors  term  the  ferment  the  glycolytic 
ferment.  C.  H.  B. 

Cattle  Marrow.  By  K.  Thummel  (Arch.  Pharm.,  228,  280 — 290). 
— Fresh  marrow  contains  7’62  per  cent,  water,  aud  0‘39  to  0’48  per 
cent,  membrane ;  its  melting  point  varies  from  37°  to  46°,  and 
solidifying  point  varies  from  30°  to  38°,  depending  on  the  varying 
amounts  of  triolein  present,  which  may  be  43  to  62'9  per  cent.,  as 
deduced  from  the  iodine  number  for  various  samples.  Hehner’s 
number,  which  gives  the  percentage  of  insoluble  fixed  fatty  acid  in 
the  fat,  is  93‘4  for  old  animals,  and  93  for  young  ones.  Kottstorf’s 
saponifying  process  gives  191'3  alkali  for  young  cattle,  and  204'7  for 
old  cattle,  per  1000  of  glyceride.  The  corresponding  numbers  are, 
according  to  Benedikt,  for  tallow,  196*5;  olive  oil,  19T8  to  203  ;  and 
butter,  227.  The  amount  of  glycerol,  calculated  from  the  foregoing, 
is  for  old  cattle  10*56  per  cent.,  and  for  young  ones  11*18.  The  fatty 
acids  were  found  to  consist  approximately  of  oleic,  40  per  cent. ; 
stearic,  35  ;  and  palmitinic,  25.  In  the  marrow  of  young  cattle,  the 
oleic  acid  amounts  to  60  per  cent.  Volatile  fatty  acids  are  present 
in  small  quantity  only.  Medullic  acid,  described  by  Eylert  as  existing 
in  marrow,  could  not  be  found.  J.  T. 

Pigments  of  the  Peridinia.  By  F.  Schutt  (Ghem.  Gentr.,  1S90, 
1,  767 — 768  ;  Per.  deut.  hot.  Gess.,  8,  9 — 32). — The  pigment  of  a  large 
number  of  sea- water  Peridinia  becomes  separated  at  their  death  into 
two  pigments,  the  one  of  which  is  red,  soluble  in  water,  and  diffuses 
itself  therein,  whilst  the  other  is  yellowish-green  and  remains  in  the 
chromatophores.  The  former  has  been  named  “  phykopyrrin  ”  by  the 
author,  and  is  obtained  in  concentrated  solution  by  extracting  the 
Peridinia  with  a  little  water.  If  this  brownish-red  solution  is  treated 
with  alcohol,  no  change  is  perceptible ;  if  shaken  with  benzene,  the 
pigment  passes  into  the  latter,  but  appears  to  suffer  change  thereby, 
the  extract  having  a  yellow  colour. 

The  extracted  peridinia  are  next  boiled  with  water,  and  eventually 
all  the  soluble  pigment  passes  into  solution,  leaving  the  peridinia 
greenish-yellow  coloured.  The  extract  obtained  with  boiling  water 
is  yellowish-brown,  and  has  not  the  same  appearance  as  that 
obtained  with  cold  water.  The  author  names  that  obtained  with 
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cold  water  a-pliykopyrrin,  and  that  obtained  by  boiling  water 
ft- p hy kopy rri n .  Both  pigments  seem  to  have  the  same  physical 
properties. 

If  the  peridinia,  after  extraction  with  cold  and  hot  water,  are 
treated  with  successive  portions  of  alcohol,  extracts  varying  in  colour 
from  port-wine-red  to  chlorophyll-green  arc  obtained,  which  the 
author  names  peridinin-  and  peridinia-chlorophyllin. 

The  physical  properties  of  these  several  pigments  arc — 

(1.)  Phyhopyrrin,  brownish-red  in  aqueous  solution,  yellow  in 
alcohol,  ether,  benzene,  carbon  bisulphide,  and  glacial  acetic  acid. 
It  has  a  strong  absorption  band  in  the  red  X  65 — 68,  corresponding 
with  the  chlorophyll  band  I,  and  another  at  X  60 — 62,  corresponding 
with  the  chlorophyll  band  II.  Peridinin,  insoluble  in  water,  readily- 
soluble  in  alcohol,  benzene,  ether,  carbon  bisulphide,  glacial  acetfc 
acid,  little  soluble  in  light  petroleum.  "Weak  absorption  band  in  the 
orange  X  64.  Peridinia-chlorophyllin,  insoluble  in  water,  soluble  in 
alcohol,  ether,  benzene,  carbon  bisulphide,  glacial  acetic  acid  ;  little 
soluble  in  light  petroleum.  It  shows  a  strong  absorption  band  in  the 
red,  corresponding  with  the  chlorophyll  band  I,  and  a  minor  band  in 
the  green.  J.  W.  L. 

Pathological  Effusions.  By  W.  I).  Halliburton  ( Brit.  Med. 
Journ.,  2,  1890,  193 — 196). — In  this  research,  analyses  were  made  of 
a  number  of  dropsical  effusions  into  the  serous  sacs.  The  word 
serous  used  in  this  connection  is  an  unfortunate  one,  as  the  fluid  in 
them  is  not  serum,  but  very  nearly  resembles  plasma  in  its  compo¬ 
sition.  The  proteids  present  are  fibrinogen,  scrum-globulin,  and 
scrum-albumin,  and  the  analyses  chiefly  relate  to  the  quantities  of 
these  which  are  present.  They  illustrate  the  following  points: — 

1.  That  when  simultaneous  dropsies  occur  in  various  parts,  those  in 
the  pleura,  pericardium,  and  peritoneum  have,  so  far  as  the  amount  of 
their  albuminous  constituents  is  concerned,  different  compositions, 
and  are  all  much  richer  in  protc'id  matter  than  the  fluid  of  subcuta¬ 
neous  oedema.  This  is  probably  due  to  the  varying  conditions  of 
vascular  pressure  in  the  different  situations. 

2.  That  in  successive  tappings  the  fluid  removed  from  a  serous  sac 
remains  remarkably  constant  in  composition. 

3.  That  the  total  proteid,  the  yield  of  fibrin,  and  the  specific 
gravity  are  all  much  higher  in  exudations,  that  is,  inflammatorv 
effusions,  than  in  transudations,  that  is,  simple  effusions  due  to 
derangements  of  vascular  pressure.  This  may  be  illustrated  by  the 
following  table  of  average  results  of  analyses  of  fluid  removed  from 
the  pleural  cavity  : — 


n 

Total  proteid 
per  cent. 

Fibrin 
per  cent. 

From  cases  of  inflammation  (pleurisy) 
From  cases  of  simple  dropsy  (hydro- 
thorax) 

1021 

1014 

4-500d 

1  -774-8 

0-01-73 

0  ‘0080 

1174 


ABSTRACTS  OF  CHEMICAL  PAPERS. 


4.  That  in  cases  of  simple  dropsy,  the  fluid  obtained  from  cases  of 
heart  disease  is  richer  in  total  prote'ids  than  in  that  due  to  liver  or 
kidney  disease.  This  may  be  illustrated  by  the  following  table : — 

Average  percentage  of  proteids 
in  acetic  fluid. 


Cases  of  liver  disease  .  1*760 

Cases  of  kidney  disease. .  2*209 

of  heart  disease . . .  4*589 


This  appears  to  confirm  a  view  urged  by  Wooldridge  ( Proc .  Roy. 
Soc.,  45,  309),  that  in  heart  disease  there  is  also  a  change  in  the 
blood  which  leads  to  increased  exudation  through  the  vascular  walls. 

5.  That  the  proteVd  quotient  (that  is,  relation  of  albumin  to  globulin) 
varies  considerably,  but  the  variations  show  no  fixed  relation  to  the 
cause  of  the  effusion.  The  proteid  quotient  of  effusions  varies 
directly  as  that  of  the  blood  (Salvioli,  Du  Bois  Reymond's  Archiv, 
1881,  269;  F.  Hoffman,  Arch,  exp .  Path.  Pharm.,  16,  133;  Pigeaud, 
Maly's  Jahresh.,  16,  474),  and  observations  are  still  wanting  to  enable 
ns  to  state  under  wliat  conditions  the  proteid  quotient  of  the  blood 
rises  and  falls.  This  is  of  some  interest,  for  seemingly  diffusion 
through  living  membranes  differs  from  that  through  dead  membranes  ; 
iu  the  latter  case  globulin  diffuses  more  slowly  than  albumin 
(Gottwalt,  Zeit.  physiol.  Chem.,  4,  423). 

6.  That  aqueous  humour  resembles  the  so-called  serous  effusion 
in  its  composition  and  reactions. 

Analyses  of  pericardial,  hydrocele,  and  oedema  fluids  are  given,  but 
present  no  points  of  particular  interest.  Peptones  and  albumoses  are 
absent  in  all  these  fluids,  so  differing  from  cerebro-spinal  fluid, 
(Abstr.,  1887,  514;  1889,  793).  In  those  cases  where  a  reducing 
substance  is  present,  it  appears  to  be  sugar;  this  is  another  point  in 
which  serous  effusions  differ  from  cerebro-spinal  fluid. 

The  analysis  of  one  specimen  of  ovarian  fluid  showed  that  in 
addition  to  the  ordinary  proteids,  true  mucin  was  present.  Pseudo¬ 
mucin  or  paralbumiu,  which  often  occurs  in  ovarian  fluid,  was  absent, 

W.  D.  H. 

Proteids  in  Urine.  By  D.  Noel  Paton  (Brit.  Med.  Joum.,  2, 
1890, 196 — 201). — It  was  Senator  (  Virchow's  Arch.,  60,476)  who  first 
stated  that  in  all  cases  of  albuminuria  both  of  the  chief  proteids  of 
the  blood-plasma  (serum-globulin  and  serum-albumin)  are  present. 
The  proteid  quotient  (that  is,  the  ratio  of  albumin  to  globulin)  may, 
however,  vary  within  wide  limits  ;  in  the  present  observations  between 
0*6  and  39.  In  acute  nephritis,  when  blood  is  absent,  the  quotient  is 
high.  When  haemoglobin  is  present,  the  globulin  is  of  course  in 
excess.  As  the  disease  becomes  more  chronic,  the  quotient  sinks. 
This  alteration  depends  probably  on  the  condition  of  the  patient,  and 
is  probably  related  to  a  similar  change  in  the  blood-plasma.  Waxy 
degeneration  of  the  kidneys  cannot  be  distinguished  from  the  ordi- 
narv  forms  of  nephritis  by  the  high  proportion  of  serum-globuliu  as 
was  formerly  maintained  by  Senator;  Maguire’s  suggestion  ( Lancet ,  1, 
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18S6,  10n2),  that  functional  albuminuria  is  characterised  by  a  high 
proportion  of  serum-globulin,  is  also  incorrect.  Tn  every  case  the 
quotient  varies  much  in  the  course  of  the  day,  the  proportion  of 
globulin  being  always  highest  in  the  night;  its  greatest  fall  is  after 
breakfast,  and  in  most  cases  it  rises  again  in  the  evening.  Milk  diet, 
as  observed  by  Lecorclie  and  Telamon  (Trait e  de  V  Albnviinurie,  Paris, 
1SS8),  has  a  peculiar  effect  in  increasing  the  proportion  of  scrum- 
albumin.  The  amount  of  prote'ids  passed  appears  to  bear  a  direct 
proportion  to  the  amount  of  prote'ids  ingested,  and,  excluding  milk 
diet,  the  increase  of  the  prote’ids  in  the  urine  on  a  diet  rich  in  those 
substances,  appears  to  be  chiefly  due  to  an  increase  in  the  serum- 
albumin.  The  variation  in  the  proportion  of  the  albumin  to  the 
globulin  in  the  urine  is  frequently  so  great  that  it  can  hardly  be 
believed  that  it  is  connected  with  a  similar  change  in  the  plasma. 
The  experiments  performed  would,  however,  suggest  that  a  high 
pressure  favours  the  transudation  of  serum-albumin,  whilst  a  low 
pressure  increases  the  proportion  of  serum-globulin  transuded. 

W.  D.  H. 

Action  of  Rennin  and  Fibrin-ferment.  By  A.  S.  Lea  and  W. 
L.  Dickinson  (J.  Physiol.,  11, 307 — 311).  — The  term  rennin  is  suggested 
in  place  of  that  of  reunet-ferment.  Fick  (Pfluger’s  Arch.,  45,  293) 
has  recently  stated  that  the  mode  of  action  of  the  clotting  ferments 
is  fundamentally  different  from  that  of  the  ordinary  digestive 
enzymes,  inasmuch  as  the  molecules  of  the  former  do  not  require  to 
come  into  close  relationship  with  the  molecules  of  the  substance 
acted  on,  but  that  when  once  the  change  has  been  set  up  by  the 
ferment  in  any  one  portion  of  the  substance,  this  change  is  propagated 
from  particle  to  particle  without  the  further  necessary  intervention 
of  the  ferment.  In  the  present  experiments,  measured  quantities  of 
milk  were  introduced  into  tubes  of  different  sizes,  and  warmed  to  40°. 
Rennin  solution,  also  warmed  to  40°,  was  then  placed  in  the  bottom 
of  the  tubes  by  means  of  a  long  pipette  with  capillary  ending,  so  as  to 
form  a  clear  layer  beneath  the  milk.  The  tubes  were  then  kept  at 
40°.  In  about  20  minutes  a  clot  at  the  junction  of  the  two  fluids  had 
formed;  the  supernatant  milk  was  completely  fluid,  and  remained  so 
for  from  five  hours  in  the  narrow  tubes  to  seven  hours  in  the  wider 
ones.  Control  tubes,  in  which  the  renuin  was  mixed  with  the  milk, 
showed  complete  coagulation  in  three  minutes.  Precisely  similar 
results  were  obtained  with  fibrin-ferment  solution  and  dilute  salted 
plasma.  The  ultimate  coagulation  that  occurs  is  explicable  on  the 
ground  that  there  is  a  gradual  dissemination  of  the  ferment  by  con¬ 
vection  currents.  This  view  is  supported  by  the  fact  that  the  final 
clotting  occurs  sooner  in  the  narrow  than  in  the  wide  tubes  ;  in  the 
latter  case,  convection  currents  would  not  be  so  active. 

Milk  placed  in  a  porous  battery  cell,  the  cell  being  immersed  in  a 
beaker  of  rennin  solution,  did  not  clot  for  over  24  hours,  when  the 
observation  was  suspended. 

From  these  experiments  the  conclusion  is  drawn  that  Fick  is  in 
error,  and  that  the  mode  of  action  of  the  clotting  ferments  is 
essentially  similar  to  that  of  other  well-characterised  enzymes,  as  fur 
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as  contact  between  the  ferment  and  tbe  alterable  substance  is 
concerned.  W.  D.  H. 

Influence  of  Salts  on  Clotting.  By  S.  Ringer  and  H.  Salis¬ 
bury  ( J .  Physiol.,  11,  369 — 383). — Previous  experiments  have  shown 
that  minute  quantities  of  various  salts  of  tbe  alkalis  and  alkaline 
earths,  snch  as  occur  normally  in  tbe  blood,  have  very  distinct  actions 
on  tbe  contraction  of  tbe  heart-muscle  and  voluntary  muscle.  Some 
favour,  others  binder,  the  contraction,  and  tbe  two  sets  of  salts  are 
antagonistic  to  one  another.  The  formation  of  myosin,  causing  rigor 
mortis  in  dead  muscle,  is  a  process  completely  analogous  to  the 
formation  of  fibrin  in  dead  blood,  and  both  are  similar  in  many 
respects  to  the  formation  of  casein  in  milk  by  the  activity  of  rennet. 
Hermann’s  view  of  the  phenomena  of  muscular  contraction  is,  that  it 
is  essentially  the  same  thing  as  the  death  of  a  muscle,  the  difference 
bcimr  one  of  degree  only.  Dead  muscle  and  contracted  muscle  are 
similar  in  electrical  potential,  and  in  the  fact  that  they  have  an  acid 
reaction  due  to  sareolactic  acid.  The  formation  of  a  clot  of  myosin 
during  contraction  has,  however,  never  been  proved,  and  in  the 
present  research  it  was  thought  that  the  question  might  be  further 
elucidated  by  a  study  of  tbe  action  of  various  salts  on  the  coagulation 
process  (in  blood,  milk,  and  pathological  efFusions)  ;  it  was  found 
that  these  salts  act  as  favouring  or  hindering  agents  on  the  act  of 
coagulation,  precisely  in  the  same  way  as  they  do  on  the  contraction 
of  muscle.  The  main  result  of  the  research  is  therefore  that  the 
experiments  afford  a  confirmation  of  Hermann’s  theory  that  con¬ 
traction  and  coagulation  are  analogous  phenomena. 

Tbe  individual  conclusions  respecting  the  salts  investigated  are  as 
follows  : — 

Calcium  is  an  essential  to  the  act  of  clotting.  This  was  previously 
shown  by  Green  (Abstr.,  1888,  306)  to  be  true  for  calcium  sulphate 
and  blood  clotting.  Hammarsten  long  ago  pointed  out  tbe  necessity 
of  calcium  phosphate  for  the  efficient  action  of  rennet,  and  Freund 
( Centr .  Med,  Wtss.,  Oct.,  1889)  believes  tliis  salt  plays  also  an  impor¬ 
tant  part  in  fibrin-formation.  In  tbe  present  research  the  chloride 
was  found  to  be  a  very  efficient  salt  in  favouring  coagulation,  and  the 
opinion  is  expressed  that  the  effect  of  calcinm  is  a  generic  effect 
belonging  to  all  its  salts.  Strontium  and  barium  act  like  ralcium, 
but  are  loss  powerful.  Tbe  action  of  all  three  metals  is  largely  con¬ 
trolled  by  tbe  solubilities  of  their  salts.  Potassium  and  sodium  salts, 
on  the  other  band,  have  a  restraining  influence  on  coagulation,  tbe 
latter  metal  being  the  more  powerful  in  this  direction.  There  is 
antagonism  between  the  salts  of  the  alkaline  earths  on  the  one  hand, 
and  those  of  tbe  alkaline  metals  on  the  other.  W.  D.  H. 

Osmosis  with  Living  and  Dead  Membranes.  By  E.  W. 

Reid  (Journ.  Physiol.,  11,312—351). — A  full  account,  with  diagrams, 
tracings,  and  figures  of  apparatus  used,  of  experiments  of  which  a 
preliminary  account  has  already  appeared  (this  vol.,  p.  277). 

W.  D.  H. 
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Pernicious  Ansemia.  By  F.  W.  Mott  ( Practitioner ,  45,  81 — 93). 
— The  case  published  is  similar  in  essential  points  to  two  already 
described  (Abstr.,  1888,  1324,  and  this  vol.,  p.  1017).  The  present 
case  is  remarkable  as  occurring  in  a  young  subject  (set.  11  years),  in 
the  fact  that  the  urine,  though  loaded  with  uric  acid  crystals,  was  not 
highly  coloured,  and  in  the  presence  of  more  iron  in  the  spleen  than 
has  been  previously  noted.  The  following  table  gives  the  amount  of 
iron  found  in  various  organs  : — 


Organ.  Wt.  in  grams.  Total  iron  as  ferric  oxide. 

Liver .  900  L33  grams. 

Spleen .  100  01 7  ,, 

Pancreas  .  50  O'Ol  „ 

Kidneys .  100  0‘01  ,, 


In  connection  with  Delepine’s  work  (see  next  abstract),  it  is  sug¬ 
gested  that  pernicious  anaemia  is  an  exaggeration  of  a  normal  physio¬ 
logical  process.  When  the  absorption  of  the  products  of  digestion 
occurs,  the  blood  is  replenished  by  new  materials,  and  plethora 
would  occur  if  there  were  not  a  proportional  destruction  of  the 
plasma  and  corpuscles  to  form  urea  and  pigments  which  leave  the 
body  by  the  natural  channels.  Whether  the  excessive  destruction 
that  occurs  in  pernicious  anoemia  is  due  to  a  poison,  the  result  of 
bacterial  activity  derived  from  the  alimentary  canal,  must  for  the 
present  be  considered  unproved,  for  it  does  not  seem  that  there 
is  always  a  relation  between  the  pyrexia,  the  anaemia,  and  the  colour 
of  the  urine.  Moreover,  severe  putrefactive  processes  may  occur  in 
the  intestine  without  any  pernicious  anaemia  being  brought  about. 

It  is  known  that  peptone  has  a  very  marked  influence  upon  the 
blood,  and  it  is  possible  to  suppose  that  this  substance,  if  not  re¬ 
converted  into  albumin  during  absorption,  might  be  the  poison  in 
question.  The  liver  and  spleen  of  a  dog,  into  whose  circulation 
peptone  solution  had  been  injected,  yielded  the  iron  reaction  very 
markedly;  but  this  may  have  been  accidental,  and  further  experi¬ 
ments  are  promised  on  this  subject.  W.  D.  H. 

Normal  Storage  of  Iron  in  the  Liver.  By  S.  Delefine  ( Prac¬ 
titioner ,  45,  94 — 98). — Pigment  is  constantly  found  in  liver  cells  and 
in  some  of  the  endothelial  cells  of  the  intralobular  capillaries  ;  it 
may  be  particulate,  or  diffused  through  the  cell  in  a  state  of  solu¬ 
tion.  It  gives  the  reactions  of  ferric  salts,  and  these  are  more  intense 
between  8  and  12  hours  after  food, and  reach  a  minimum  immediately 
after  the  ingestion  of  food.  The  pigment  is,  as  a  rule,  most  abundant 
in  the  portal  zone.  The  liver  has  thus  a  ferrogenic  function,  which 
probably  consists  of  a  separation  of  iron  from  effete  iron-contain¬ 
ing  pigment,  a  storage  of  that  iron  in  the  form  of  a  loose  compound, 
and  the  gradual  formation  of  a  more  stable  albumino- ferruginous 
compound  analogous  if  not  identical  with  haemoglobin,  and  ready 
for  assimilation  by  the  young  red  blood- corpuscles.  Pernicious 
anaemia  is  probably  an  exaggeration  of  this  normal  process. 

W.  D.  II. 
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Physiological  Action  of  Morphine  and  its  Derivatives.  By 

R,  Stockman  and  D.  B.  Dott  (Brit.  Med.  Journ.,  2,  1896,  180 — 192). 

. — A  medium  dose  of  morphine  first  depresses  the  spinal  cord,  and 
this  is  followed  by  tetanus.  When  a  minimum  narcotic  dose  is 
given,  the  narcosis  is  not  deep,  and  no  tetanic  symptoms  follow. 
When  the  dose  is  sufficient  to  produce  both  sets  of  symptoms,  the 
morphine  is  slowly  absorbed,  and  only  a  small  portion  reaches  the 
cord  at  first;  hence  the  depression  ;  as  more  is  absorbed,  more  comes 
into  contact  with  the  nerve  cells,  and  then  tetanus  occurs.  Tetanus 
can,  however,  be  induced  at  once  without  any  preliminary  depres¬ 
sion  if  the  morphine  be  thrown  directly  into  the  circulation  so  as 
to  reach  the  cord  in  sufficient  quantity.  The  usual  sequence  of  de¬ 
pression  and  stimulation  is  thus  entirely  a  matter  of  dosage. 

Methyl  morphine,  ethylmorphine,  and  amylmorphine  have  identical 
physiological  actions,  the  narcotic  action  of  morphine  being  dimi¬ 
nished  and  its  tetanic  action  increased. 

Acetyl-,  diacetyl-,  benzoyl-,  and  dibenzoyl-morphine  have  a  much 
greater  depressant  action  in  small  doses  on  the  cord  and  on  the  respi¬ 
ratory  centre  than  morphine;  their  narcotic  action  is  not  nearly  so 
profound.  Increase  of  dose,  instead  of  deepening  the  narcosis, 
brings  on  tetanic  symptoms  which  are  much  more  marked  than  those 
produced  by  morphine. 

Morphine  Sulphuric  Ether  and  Nitrosomorphine. — In  these  two  sub¬ 
stances,  the  introduction  of  the  radicles  HS03  and  170  modifies  the 
action  of  morphine  much  in  the  same  way  as  the  introduction  of 
alcoholic  and  other  acid  radicles. 

Methylmorphium  Chloride  and  Methylcodeium  Sulphate. — From  ex¬ 
periments  with  these  two  additive  products,  the  conclusion  is  drawn 
that  the  actions  of  morphine  or  of  codeine  are  not  very  profoundly 
altered  by  the  chemical  change.  The  paralysing  action  on  the  motor 
nerves  is  considerably  increased,  and  the  narcotic  action  is  lessened. 

Chlorine-derivatives  (chlorocodide  and  trichloromorphine)  have  the 
characteristic  actions  of  the  morphine-group  on  the  central  nervous 
system.  In  addition,  they  act  energetically  as  muscle  poisons,  soon 
destroying  the  contractile  power  of  the  voluntary  muscles  with 
which  they  first  come  in  contact  at  the  place  of  injection,  and  more 
gradually  affecting  the  other  muscles  of  the  body.  Chlorine  is  well 
known  to  be  a  powerful  muscle  poison. 

Methocodehie. — In  this  substance,  two  methyl  molecules  are  intro¬ 
duced  into  morphine,  one  replacing  a  hydroxyl  hydrogen-atom,  whilst 
the  other  is  introduced  into  the  body  of  the  morphine  molecule, 
Ci7H17MeNO(OH)-OMe.  Here  the  distinguishing  features  of  mor¬ 
phine  poisoning  are  wholly  absent,  the  chief  symptom  observed  being 
gradual  poisoning  of  the  voluntary  muscles. 

The  experiments  carried  out  in  this  research  were  performed  ou 
frogs  and  rabbits.  W.  D.  H. 

Physiological  Action  of  Pituri  and  Nicotine.  By  J.  N. 

Langley  and  W.  L.  Dickinson  (Jour.  Physiol.,  11,  205 — 306). — Pituri 
is  an  alkaloid  extracted  from  the  leaves  of  a  shrub  (Duboisia  Uop- 
tvoodii)  which  grows  in  Australia.  The  Australian  blacks  make  with 
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the  leaves  a  quid  for  chewing.  The  main  result  of  the  present 
experiments  is  to  show  that  the  physiological  action  of  pituri  is  iden¬ 
tical  with  that  of  nicotine.  It  is  possible  that  pituri  leaves,  like 
tobacco  leaves,  may  contain  more  than  one  alkaloid,  but  that  pituri 
leaves  contain  nicotine  does  not  admit  of  doubt  unless  it  be  sup¬ 
posed  that  different  chemical  substances  have  the  same  physiological 
action. 

The  bulk  of  the  paper  is  taken  up  with  a  very  complete  account  of 
the  physiological  action  of  the  two  drugs  on  both  frogs  and  mammals. 
A  complete  bibliography  of  the  subject  is  also  given. 

W.  D.  H. 


Chemistry  of  Vegetable  Physiology  and  Agriculture. 

Preparation  of  Wine  Yeasts.  By  A.  Rojoiier  ( Compt .  rend., 
110,  1341 — 1343). — In  order  to  obtain  pure  wTine  yeast,  the  juice  of 
carefully  selected  grapes  is  allowed  to  ferment,  and  small  quantities 
of  the  fermented  liquid  are  added  to  filtered  and  sterilised  grape 
juice.  A  number  of  successive  cultivations  in  grape  juice  arc  then 
made  with  intervals  of  one  to  four  days,  and  the  final  cultivations 
are  made  in  a  solution  of  sugar  mixed  with  the  necessary  inorganic 
salts.  In  this  way  the  less  energetic  yeasts  are  eliminated,  and  only 
Saccharomyces  ellipsoideus  remains.  C.  H.  B. 

Alcoholic  Fermentation  and  Conversion  of  Alcohol  into 
Aldehyde  by  Champignons  du  Muguet.  By  G.  Linossier  and 
G.  Roux  (Compt.  rend.,  HO,  868 — 870). — Existing  statements  as  to 
the  fermentative  power  of  champignons  dn  muguet  (the  fungus  of 
the  lily  of  the  valley)  are  very  contradictory.  The  authors  find  that 
when  carefully  sterilised  liquids  are  inoculated  with  a  pure  cultiva¬ 
tion  of  the  fungus  with  all  the  usual  precautions,  quantities  of 
alcohol  were  obtained  varying  from  2'7  per  cent,  in  the  case  of  a 
sugar  solution  containing  inorganic  salts,  to  5‘5  per  cent,  in  the  case 
of  wort  from  dried  raisins.  The  fungus  ferments  levuloso  and 
maltose  as  well  as  glucose.  It  develops  at  the  expense  of  saccharose, 
but  neither  inverts  it  nor  ferments  it.  It  cannot  assimilate  lactose. 
In  a  mixture  of  levulose  and  dextrose,  both  sugars  arc  attacked, 
but  the  latter  disappears  the  more  rapidly.  In  addition  to  alcohol, 
glycerol,  succinic  acid,  a  notable  quantity  of  acetic  acid,  a  little  butyric 
acid,  and  a  somewhat  large  quantity  of  aldehyde  are  formed.  A  small 
quantity  of  the  aldehyde  may  be  a  product  of  excretion  of  the  fer¬ 
ment,  but  the  greater  part  is  formed  by  the  oxidation  of  alcohol  in 
presence  of  air  and  under  the  influence  of  the  ferment.  The  ferment,  in 
fact,  develops  readily  in  very  dilute  alcohol  mixed  with  inorganic  salts, 
a  mixture  of  aldehyde  and  acetic  acid  being  formed.  The  acetic  acid, 
on  the  other  hand,  is  probably  formed  by  the  direct  oxidation  of  the 
aldehyde  by  the  oxygen  of  the  air,  without  intervention  of  any  life 
process.  The  ferment,  in  fact,  cannot  develop  at  the  expense  of  alde¬ 
hyde  even  in  presence  of  suitable  salts. 

This  is  the  first  instance  in  which  aldehyde  has  been  found  to  be 
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the  chief  product  of  fermentation  by  a  low  organism.  The  general 
behaviour  of  champignons  du  jnuguet,  the  maximum  quantity  of 
alcohol  produced,  the  rate  of  fermentation,  &c._,  show  that  it  is  more 
nearly  related  to  the  Mucorince  :than  to  Saccharomyces ,  and  this  result 
agrees  with  the  authors’  deduction  on  morphological  grounds  that 
this  fungus  did  not  belong  to  the  group  of  Saccharomyces. 

C.  H.  B. 

The  “Bouquet”  of  Fermented  Liquids,  By  G.  Jacquemin 
( Compt .  rend.,  110,  1140 — 1142). — The  characteristic  bouquets  of 
wines  from  various  districts  are  due  to  the  special  -characters  of  the 
yeast  used  in  each  district.  One  and  the  same  must  fermented  with 
the  yeast  obtained  from  several , different  districts  gave  wines  having 
the  bouquet  characteristic  of  the  district  from  which  the  particular 
yeast  producing  them  had  come.  Even  in  a  10  per  cent,  solution  of 
sugar,  the  cultivated  yeasts,  although  producing  very  little  alcohol, 
will  develop  their  characteristic  bouquet  in  a  very  remarkable  and 
intensified,  degree.  C,  H.  B. 

The  Nitrifying  Organism.  By  Winogiupski  (Ann.  Agron.,  16, 
273 — 274;  from  Ann.  de  VInstitut  Pasteur ,  4,213,  2G1). — After  trying 
several  nutritive  media,  the  author  found  that  the  organic  matter 
generally  introduced  is  prejudicial  -to  nitrification,  and  he  therefore 
employed  river  water  (Lake  of  Zurich)  with  the  addition  of  1  gram 
per  litre  each  of  ammonium  sulphate  and  potassium  phosphate.  A 
little  magnesium  or  calcium  carbonate  is  added,  and  the  liquid 
sterilised  by'  ebullition  and  then  fertilised  wjth  a  few  drops  from  a 
previous  operation.  Five  organisms  were  recognised  in  the  light 
surface  deposit  formed  on  the  liquid,  but  these  had  no  nitrifying 
power.  The  body  of  the  liquid  is  generally  perfectly  clear,  but  when 
the  nitrification  is  very  active  the  liquid  becomes  slightly  clouded 
about  the  fifth  or  sixth  day  by  oval,  slightly  fusiform  organisms, 
moving  with  great  agility.  These  disappear  after  some  time,  but  the 
layer  of  magnesium  or  calcium  carbonate  at  the  bottom  becomes 
entangled  in  a  gelatinous,  greyish  deposit  of  thick  groups  of  a  fine, 
oval  bacterium.  It  is  impossible  to  grow  this  bacterium  on  the 
gelatin  plates  commonly  used,  and  the  author  takes  advantage  of 
this  fact  to  isolate  it.  Some  drops  of  the  deposit  are  removed  by 
a  capillary  tube  and  placed  in  a  flask  of  sterilised  water,  and  drops  of 
this  attenuated  liquid  are  cultivated  on  separate  plates  of  gelatin ; 
after  some  days,  the  plates  are  examined,  and  those  showing  no 
growths  are  selected  as  containing  the  nitrifying  organism  alone. 
Fragments  of  these  sown  in  the  ammoniacal  liquid  employed  give  rise 
to  nitrates  in  measurable  quantities.  The  author  goes  on  to  infer 
that  as  the  nitrifying  bacterium  lives,  develops,  and  carries  out  its 
functions  in  a  medium  containing  minerals  only,  it  must  derive  the 
carbou  necessary  to  its  structure  from  the  carbonic  anhydride  of 
carbouates,  the  energy  necessary  to  reduce  the  carbonic  anhydride 
being  derived  from  the  heat  disengaged  by  the  oxidation  of  am¬ 
monia  into  nitric  acid.  It,  therefore,  furnishes  us  with  an  example 
of  a  nou-chlorophyllous  cell  able  to  effect  the  decomposition  of 
carbonic  anhydride.  J.  At.  H.  M. 
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Note  by  Abstractor. — On  March  18, 1890,  Dr.  P.  F.  and  Mrs.  Frank- 
land  commuuicated  to  the  Royal  Society  an  account,  with  drawings, 
of  the  nitrif\Ting  bacillo-coccus,  isolated  by  a  process  of  dilution,  and 
refusing  to  grow  in  gelatin  peptone.  Warington,  commenting  (Ghent. 
News,  61,  135)  on  their  experiments  and  his  own,  remarks  that  “  the 
medium  they  made' use  of  was  an’ atnmoniacal  solution  containing  no 
organic  matter.”  He  also  appears  to  have  isolated  the  same  organism 
from  cultures  in  “  weak  solutions  of  ammonium  salts  containing  the 
necessary  nutritive  salts  but  no  organic  matter.”  In  connection  with' 
this  point  in  the  investigations  of  Frankland,  Warington,  and 
Winogradski,  I  may  be  permitted  to  point  out  that  in  a  paper 
published  in  this  Journal  (Trans.,  1880,- 632 — 6S1),  and  afterwards 
translated  in  full  in  the  Ann.  Agronom.,  I  showed  that  “  the  merest 
traces  of  organic  matter,”  if  any,  “such  as  may  be  furnished  aeci-- 
dentall)'by  occasional  exposure  to  the  dust  of  the  air,  are  sufficient  for 
complete  nitrous  fermentation  of  the  quantities  of  ammonia  used  in 
these  experiments  ”  (loc.  cit.,  p.  G54),  and  that  in  general  “  the  pre¬ 
sence  of  a  tartrate  or  any  similar  organic  body  is  distinctly  preju¬ 
dicial  to  nitrification  ”  (p.  G54).  On  this  account,  I  adopted  boiled  well 
or  river  water  with  added  ammoniacal  salt  as  a  suitable  nitrifying 
medium,  and  remarked  (p.  GG7),  “  In  the  purest  well  waters,  there 
is  a  very  slight  floeculent  deposit  during  nitrification;-  there  is  more 
deposit  in  the  rapidly  nitrifying  waters.  Nitrification  in  filtered  well 
water,  or  in  boiled  well  water  seeded  with  a  nitrifyiug  solution  free 
from  fermentable  organic  matter,  would  probably  furnish  a  deposit 
well  suited  for  microscopic  observation  of  the  nitrifying  organism, 
called  by  Schloesing  and  Muntz  Micrococcus  nitrijicans”  (p.  GG7). 
Using  a  solution  almost  identical  with  that  since  adopted  by  Wino¬ 
gradski,  namely,  plain  water  with  the  addition  of  an  ammoniacal  salt 
and  a  little  potassium  phosphate  (p.  080),  I  also  succeeded  in  suppress¬ 
ing  the  so-called  incubating  period  of  the  nitrifying  organism,  and 
starting  nitrification  in  a  fresh  solution  in  less  than  seven  hours. 
But  Winogradski’s  inference  as  to  the  decomposition  of  carbonic 
anhydride  by  this  organism  appears  to  me  open  to  grave  doubt. 

J.  M.  H,  M, 

Action  of  Light  on  Acetic  Fermentation.-  By  M.  Giunte  ( Bied . 
Gentr.,  19,  490 — 491  ;  from  Staz.  Sper.  Agr..  Ital.,  18,  171—183). 
— -White  wine  was  diluted  with  water,-  treated  with  acetic  acid, 
sterilised,  and  inoculated  wTith-  Mycoderma  aceti,  which  had  been 
cultivated  in  the  same  wine  diluted.  The  liquid  contained  alcohol 
(4*51  volsv  per  cent.)  and  acetic  acid  (3'03  grams  per  litre).  Two  series 
of  experiments  were  made  under  equal  conditions,  except  that  one  was- 
exposed  to  light,  a/nd-  the  other  kept  in-  the  dark,  whilst  a  third  experi¬ 
ment  was  made  without  the  organism,-  the  object  of  which  was  to- 
correct  errors  in  reading  the  volumes  of  gas.  After  three  or  four 
weeks  the  solutions-  were  analysed.  The  results  showed  that  direct 
sunlight  hinders  the*  development  of  the  Mycoderma  aceti ,  and  con¬ 
sequently  the  acetic  fermentation  ;  even  diffused  daylight  hinders  the 
development  if  the  surface  of  the  liquid  is  not  shaded.  Prolonged 
sunlight  did  not,  however,  sterilise  the  liquid  inoculated  with  Myco- 
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derma ,  but  it  might  be  possible  to  binder  the  formation  of  acid 'in 
wines  in  this  way.  N.  H.  M. 

Elaboration  of  Nitrates  in  the  Plant.  By  0.  Loew  (Ann. 
Agron.,  16,  279 — 280). — On  heating  3  grams  of  glucose  aud  1  gram 
of  potassium  nitrate  at  60 — 70°  for  six  hours  with  200  c.c.  of  water 
aud  110  grams  of  spongy  platinum,  45‘6  per  cent,  of  the  nitrogen  was 
found  transformed  into  ammonia,  which  was  combined  with  acids 
formed  by  oxidation  of  the  glucose.  A  rancid  odour  resembling 
caproie  acid,  valerian  root,  or  rancid  butter  was  at  the  same  time 
developed.  The  author  believes  the  vegetable  cell  may  exercise  a 
similar  “  catalytic  ”  reducing  action  on  nitrates  previous  to  the  elabo¬ 
ration  of  the  nitrogen  into  protoplasmic  compounds. 

J.  M.  H.  M. 

Calcium  Oxalate  Crystals.  By  G-.  Acqua  (Ann.  Agron.,  16,  275). 
— The  rapliides  so  common  in  Phytolacca  dioica  are  most  numerous  in 
the  neighbourhood  of  the  young  shoots.  There  are  no  crystals  in 
the  embryo,  but  soon  after  germination  they  appear  in  the  root  cap, 
afterwards  in  the  cotyledons ;  before  their  formation,  the  cells  in 
which  they  are  to  appear  are  filled  with  gelatinous  contents.  If  the 
young  plants  are  grown  in  a  nutritive  solution  containing  no  calcium, 
fresh  crystals  do  not  appear,  but  those  already  formed  do  not  dissolve. 
Oxalic  acid  is  formed  in  all  the  turgescent  cells  of  the  bark  and  pith  ; 
it  unites  with  potash,  and  passes  in  solution  through  the  intercellular 
spaces;  in  certain  cells,  distinguished  by  the  nature  of  their  contents, 
the  calcium  salts  everywhere  present  precipitate  the  oxalate.  Similar 
observations  were  made  with  il Lasembryanthemum  acinadforme  and 
Phianymus  j aponicus.  The  oxalate  always  remains  where  it  is  formed. 

J.  M.  H.  M. 

Importance  of  Chlorine  in  the  Plant  By  C.  Aschoff  (Ann. 

von.,  16,  275 — 277). — Knop  concluded  from  his  water-culture 
experiments  that  chlorine  is  not  essential  to  the  growth  of  plants ; 
Ileyer,  Leydhecker,  Nobbe,  Siegert,  and  Wagner  hold  the  contrary 
opinion.  The  author  has  experimented  with  common  haricots, 
Spanish  haricots,  and  maize,  growing  them  iu  a  nutritive  solution 
containing  magnesium  sulphate,  0T002  gram;  potassium  chloride, 
0*1 2 15  gram;  calcium . nitrate,  0'2674  gram;  potassium  phosphate, 
0'1019  gram;  and  a  trace  of  ferric  chloride,  per  litre;  also  in  the 
same  solution,  with  the  potassium  chloride  omitted  and  the  ferric 
chloride  replaced  by  ferric  pyrophosphate  ;  and  in  pure  water.  In 
the  pure  water,  uo  growth  took  place ;  in  the  complete  solution,  the 
growth  was  normal,  and  the  plants  flowered  and  seeded,  whether  the 
cotyledons  were  removed  from  the  seeds  or  uot ;  in  the  solution 
deprived  of  chlorine,  growth  soon  stopped,  the  roots  aborted,  the  ter¬ 
minal  buds  dried  up,  and  the  leaves  felL  The  Spanish  haricots  when 
deprived  of  chlorine  formed  no  tannin,  but  the  common  haricot  did  in 
both  solutions.  Chlorine  may  be  considered  necessary  to  the  three 
plants  experimented  with.  J.  M.  H.  M. 

Solanidine  in  Potato  Shoots.  By  Jorissex  aud  Grosjean 
(Ann.  Agron.,  16  PS4 — 285). — The  shoots  thrown  out  by  potato 
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tubers  kept  in  the  dark  contain  solanidine,  which  can  be  extracted 
by  other,  treated  with  potash  to  remove  oily  matter,  and  purified  by 
crystallisation  from  alcohol  ;  1'5  grams  was  obtained  from  1  kilo,  of 
the  fresh  shoots  containing  90  per  cent,  of  water.  On  analysis,  the 
formula  C^HaNOa  was  obtained.  J.  M.  II.  M. 

Nitrogenous  Constituents  of  the  Tubercles  of  Stachys 
tuberifera.  By  A.  v.  Planta  (Her.,  23,  1699 — 1700). — In  addition 
to  stacliyose  (this  vol.,  p.  1088),  various  nitrogenous  compounds  also 
occur  in  the  tubercles  of  Stachys  tuberifera.  Of  these,  glutamine  and 
tyrosine  have  been  identified,  and  a  base  has  also  been  obtained 
which  is  precipitated  by  phosphotungstic  acid,  and  forms  a  hydro¬ 
chloride  and  aurocliloride  somewhat  resembling  those  of  betaine.  Its 
exact  nature  has  not  yet  been  determined.  H.  G  .  C. 

Yields  and  Composition  of  a  Variety  of  Red  Clover.  By  P. 

Baessler  (Bled.  Centr.,  19,  478 — 479). — The  experiments  were  made 
with  a  Norwegian  variety  of  red  clover  (“  Totenklce”),  distinguished 
by  its  hardiness  and  its  producing  large  crops,  in  a  humous,  sandy 
soil  containing,  nitrogen,  0'2  ;  lime,  1’2;  potash,  O'l  ;  phosphoric  acid, 
0'3  per  cent.  The  manuring  was  superphosphate  and  sodium  nitrate, 
and  half  of  the  experimented  land  had  besides  a  top-dressing  of  a 
bye-product  from  the  manufacture  of  potassium  salts,  containing  about 
50  per  cent,  of  gypsum,  28  per  cent,  of  calcium  carbonate,  5  per  cent, 
of  lime,  and  7'5  per  cent,  of  potassium  sulphate.  -  The  first  crop  gave, 
per  acre,  132  cwt,  of  green  fodder  and  42-7  cwt.  of  hay  without,  and 
168  cwt.  of  green  fodder  and  53'5  cwt.  of  hay  with,  the  top-dressing 
of  calcium  and  potassium  salts. 

The  following  numbers  show  the  mean  percentage  composition  of 
the  air-dried  hay  of  the  two  plots  : — 

Non-nitrogenous 

Water.  Ash.  Crude  fat.  Crude  protein.  Crude  fibre.  extract. 

14-55  6-33  •  2-09  14*00  22-40  40’63 

Albuminoid  Nitrogen  as 

Nitrogen.  nitrogen.  amides,  &c. 

2-24  1-84  0-40 

The  differences  in  composition  of  the  produce  from  the  two  plots 
were  only  slight.  N.  H.  M. 

Decomposition  of  Rocks  and  Formation  of  Arable  Soils.  By 

A.  Muntz  (Gompt.  rend.,  110,  1370 — 1372). — A  summary  of  the  causes 
which  are  active  in  producing  the  disintegration  of  rocks.  The  author 
lays  special  stress  on  the  importance  of  the  part  played  by  the  nitric 
ferment  and  other  low  organisms  (compare  Abstr.,  188 7,  1135). 

C.  H.  B. 

Decomposition  of  Organic  Manures  in  Soils.  By  A.  Muntz 
(Gompt.  rend.,  110,  1206 — 1209). — In  soils  in  which,  from  their  nature 
( e.g .,  acid  soils),  nitrification  cannot  take  place,  the  nitrogeu  of  the 
organic  matter  is  converted  into  ammonia.  In  strong  clay  soils  also 
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the  nitrogen  is  almost  completely  converted  into  ammonia,  very  little 
nitrification  taking  place.  The  same  result  is  observed  with  nitriGable 
soils  in  which  the  nitric  ferment  bas  been  killed  by  exposure  to  a 
temperature  of  90°.  Even  with  arable  soils  in  which  nitrification 
takes  place  rapidly,  part  of  the  organic  nitrogen  is  converted  into 
ammonia.  If  the  soil  has  been  heated  to  120°,  the  formation  of 
ammonia  is,  as  a  rule,  prevented,  but  takes  place  if  a  small  quantity 
of  non-sterilised  soil  is  added. 

It  follows  from  these  results  that  the  ammonia  ferment  exists  in 
soils  simultaneously  with  the  nitric  ferment,  and  produces  a  prepara¬ 
tory  change,  which  is  useful,  if  not  esseutial,  in  the  process  of  nitri¬ 
fication,  and  which  accelerates  the  conversion  of  organic  nitrogen  into 
nitrates.  C.  H.  B. 

Green  Manures  as  Suppliers  of  Nitrogen.  By  A.  Muntz 
( Compt .  rend.,  110,  972 — 975). —  Soil  was  mixed  with  green  manure 
(lupin),  dried  blood,  and  ammonium  sulphate  respectively  iu  such 
quantity  that  the  proportion  of  nitrogen  was  1  gram  per  kilo.  The 
first  soil,  I,  was  light,  and  contained  2  per  cent,  of  calcium  carbonate  ; 
the  second,  II,  was  a  strong,  clay  soil,  containing  but  little  lime  ; 
the  time  in  both  cases  was  three  months,  and  the  figures  give  the 
quantity  of  nitric  nitrogen  in  milligrams  per  kilo. 

Green  manure.  Dried  blood.  Ammonium  sulphate. 


1 .  183  161  268 

II .  88  3-6  5-1 


The  relatively  rapid  nitrification  with  the  bulky  green  manure  in 
II  is  due  to  its  effect  in  making  the  soil  more  pervious  to  the  air. 

An  experimental  plot  at  Vincennes  was  divided  into  four  parts, 
which  were  treated  with  different  manures,  so  that  100  kilos,  of 
nitrogen  was  present  per  hectare.  Eighteen  days  after  spreading  the 
manures,  the  milligrams  of  nitric  nitrogen  per  kilo,  were  as  follow  ; — 

Green  manure  (lucerne).  Dried  blood.  Ammonium  sulphate.  No  manure. 

86-0  72-2  121-4  14-5 

The  weight  of  the  crop  of  maize,  cut  in  September,  was  as  fol¬ 
lows : — With  green  manure,  78,000  kilos.;  with  dried  blood,  71,500 
kilos. ;  with  ammonium  sulphate,  66,000  kilos. ;  with  sodium  nitrate, 
78,500  kilos. ;  and  with  no  manure,  39,500  kilos. 

It  follows  that  the  efficiency  of  green  manures  is  due  to  the  ease 
with  -which  their  protei’d  constituents  are  nitrified,  and  to  the  favour¬ 
able  influence  which  the  manure  exerts  on  the  physical  properties  of 
the  soil.  C.  H.  B. 
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Apparatus  for  Drying  Substances  under  Diminished  Pressure. 

By  D.  Sidbrsky  ( Zeit .  anal.  Chem.,  29,  280 — 282). — The  apparatus  is 
essentially  a  water-oven,  with  a  door  which  can  he  closed  air-tight, 
and  stop-cock  connections  by  which  the  interior  chamber  can  be 
exhausted  by  an  air-pump,  or  refilled  with  dry  air.  In  form  it  is 
a  double-walled  cylinder  of  copper,  of  about  30  cm.  high  and  26  cm. 
diameter,  with  conical  ends ;  the  annular  space  is  filled  with  water 
which  is  kept  boiling.  Owing  to  the  reduced  pressure  in  the  in¬ 
terior,  substances  dry  with  great  rapidity,  and  with  less  tendency  to 
decompose  than  in  an  ordinary  water-oven.  11.  J.  S. 

Characteristic  Reaction  of  Hydrogen  Peroxide.  By  G. 

Dexig^S  ( Covipt .  rend.,  110,  1007). — A  10  per  cent,  aqueous  solution 
of  ammonium  molybdate,  mixed  with  its  own  volume  of  strong  sul¬ 
phuric  acid,  gives  with  a  few  drops  of  hydrogen  peroxide  a  deep- 
yellow  coloration.  When  more  water  is  added,  the  intensity  of  the 
colour  decreases  more  rapidly  than  the  degree  of  dilution  increases; 
but  it  is  not  affected  by  heating  the  liquid.  The  reactiou  will  detect 
0  0001  gram  of  hydrogen  peroxide.  A  permolybdic  acid  seems  to  be 
formed  ;  sodium  molybdate  may  be  used  instead  of  the  ammonium 
salt.  C.  H.  B. 

Estimation  of  Iodine.  By  W.  Stortenbeker  {Zeit.  anal.  Ghent., 
29,  272  — 280;  see  Abstr.,  1889,  185). — For  processes  involving  the 
distillation  of  iodine,  the  author,  whilst  fully  endorsing  the  state¬ 
ments  of  Topf  (Zeit.  anal.  Chem.,  26,  277),  suggests  the  subjoined 
apparatus  as  simpler.  The  retort  A  has  a  capacity  of  250  c.c.  ;  the 
neck  is  40  cm.  long,  and  serves  as  a  condenser;  it  is  connected  at  a 
with  the  hJ-tube  by  grinding,  and  the  joint  is  wetted  (Topf,  however, 
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states  that  "round  joints  are  to  be  avoided,  as  iodine  adheres  with 
peculiar  tenacity  to  ground  surfaces).  The  (J-tube  is  filled  to  dd 
with  potassium  iodide  solution,  with  which  also  the  beads  in  the 
small  tube  are  moistened.  It  is  plunged  into  cold  water  up  to  the 
level  cc.  The  joint  b  may  be  of  caoutchouc.  No  stream  of  gas  is 
required,  the  steam  being  sufficient  for  the  complete  expulsion  of  the 
iodine.  M.  J.  S. 

Estimation  of  Iodine  in  Haloid  Salts.  [By  F.  A.  Gooch  and 
P.  E.  Browning  ( Amer .  J .  Sci.  [3],  39,  188 — 201). — The  method 
proposed  consists  in  boiling  the  solution  of  the  iodide  with  sulph¬ 
uric  and  arsenic  acids;  the  iodide  is  oxidised  by  the  latter,  and 
arsenious  acid  is  formed,  together  with  free  iodine,  which  volatilises 
with  the  steam.  The  arsenious  acid  in  the  residual  solution  is  titrated 
with  standard  iodine.  There  must  be  at  least  25  per  cent,  by  volume 
of  strong  sulphuric  acid  in  the  solution  when  the  boiling  is  finished. 
The  presence  of  considerable  quantities  of  chlorides  makes  the  result 
too  low,  owing  to  volatilisation  of  arsenious  chloride ;  bromides  are 
slightly  oxidised  by  arsenic  acid,  and  consequently  make  the  result 
too  high.  It  was  found  that  in  the  case  of  the  solutions  experi¬ 
mented  with,  these  errors  might  be  corrected ;  the  correction  to  be 
applied  to  the  weight  of  iodine  found  being  (weight  of  sodium  chlo¬ 
ride  X  weight  of  potassium  iodide  X  0'004)  —  (weight  of  potassium 
bromide  X  O'OOIG). 

The  mode  of  proceeding  in  the  analysis  of  a  mixture  of  alkaline 
chlorides,  bromides,  and  iodides  may  be  summarised  as  follows : — 

The  substance  (which  should  not  contain  more  chloride  than 
corresponds  with  0‘5  gram  of  sodium  chloride,  or  of  bromide 
more  than  corresponds  with  0‘5  gram  of  potassium  bromide,  or  of 
iodide  much  more  than  the  equivalent  of  0'5  gram  of  potassium 
iodide)  is  dissolved  in  water  in  an  Erlenmeyer  beaker  of  300  c.c. 
capacity,  and  to  the  solution  are  added  2  grams  of  dihydrogen 
potassium  arsenate  dissolved  in  water,  20  c.c.  of  a  mixture  of 
sulphuric  acid  and  water  in  equal  volumes,  aud  enough  water  to 
increase  the  total  volume  to  100  c.c.,  or  a  little  more.  A  platinum 
spiral  is  introduced,  a  trap,  made  of  a  straight  two-bulb  drying-tube, 
cut  off  short,  is  hung  with  the  larger  end  downwards  in  the  neck  of 
the  flask,  and  the  liquid  is  boiled  until  the  level  reaches  the  mark  put 
upon  the  flask  to  indicate  a  volume  of  35  c.c.  Great  care  should  be 
taken  not  to  press  the  concentration  beyond  this  point  on  account  of 
the  double  danger  of  losing  arsenious  chloride  and  setting  up  reduc¬ 
tion  of  the  arsenate  by  the  bromide.  On  the  other  hand,  although 
35  c.c.  is  the  ideal  volume  to  be  attained,  failure  to  concentrate  below 
40  c.c.  introduces  no  appreciable  error.  The  liquid  remaining  is 
cooled  and  nearly  neutralised  with  sodium  hydroxide  (ammonia  is 
not  equally  good),  neutralisation  is  completed  by  hydrogen  potassium 
carbonate,  an  excess  of  20  c.c.  of  the  saturated  solution  of  the  latter 
is  added,  and  the  arsenious  acid  in  solution  is  titrated  by  standard 
iodine  in  the  presence  of  starch. 

With  ordinary  care,  the  method  is  rapid,  trustworthy,  and  easily 
executed,  and  the  error  is  small.  In  analyses  requiring  extreme 
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accuracy,  all  but  accidental  errors  may  be  eliminated  from  the  results 
by  applying  the  corrections  indicated.  C.  E.  B. 

New  Method  of  Estimating  Sulphur  in  Inorganic  Sulphides. 

By  P.  Jannasch  ( J .  j or.  Ghem.  [2],  41,  5G6 — 574). — The  author  has 
improved  the  absorption  apparatus  which  he  uses  for  his  method  of 
determining  sulphur  in  inorganic  sulphides  by  combustion  in  oxygen 
(compare  Abstr,,  1889,  1244).  Instead  of  cylinders  with  corks,  to 
which  he  objects  as  being  likely  to  retain  splashings  in  their  pores, 
he  now  uses  cylinders  with  glass  stoppers  which  have  tubes  sealed 
through  them.  The  tube  which  dips  under  the  liquid  in  the  first 
cylinder  is  widened  at  the  top  to  admit  of  a  cork  through  which  the 
drawn-out  and  downward-bent  end  of  the  combustion-tube  is  thrust. 
The  tube  which  does  not  dip  under  the  liquid  in  the  second  cylinder 
is  bent  twice  at  right  angles,  and  its  other  end  dips  into  bromine- 
water  in  an  Erlenmeyer  flask.  The  operation  is  conducted  as  pre¬ 
viously  described  ( loc .  cit .).  When  it  is  concluded  (after  about 
|  hour),  all  the  absorbent  is  transferred  to  a  beaker,  strong  hydro¬ 
chloric  acid  (1  c.c.)  added,  and  heated  until  all  bromine  is  expelled  ; 
i he  sulphuric  acid  is  then  precipitated  as  barium  sulphate,  with  all 
the  usual  precautions. 

The  author  gives  examples  of  analyses  of  blende,  copper  pyrites, 
and  antimonite  by  this  method,  for  which  he  claims  rapidity,  accu¬ 
racy,  and  freedom  from  interference  by  other  substances. 

A.  G.  B. 

Estimation  of  Arsenic  by  Marsh’s  Method.  By  B.  Kuhn  and 
0.  Saeger  (J?er.,  23,  1798 — 1803). — About  150  grams  of  pure  zinc 
(sufficient  for  the  decomposition  of  about  O' 11  gram  of  arsenious 
acid)  is  placed  in  an  Erlenmeyer  flask,  which  is  also  provided  with 
an  india-rubber  stopper  through  which  pass  a  funnel,  50  cm.  long, 
reaching  to  the  bottom  of  the  flask,  and  a  delivery-tube  bent  at  right 
angles.  The  latter  is  connected  to  a  wash-bottle  containing  50  c.c. 
of  a  5  per  cent,  lead  acetate  solution,  this  to  a  drying-tube  containing 
at  least  100  grams  of  calcium  chloride,  and  this,  finally,  to  the  shorter 
drawn-out  end  of  the  combustion-tube.  The  latter  is  made  of  hard 
glass  tubing,  of  10 — 12  mm.  internal  diameter;  80  cm.  of  it  lie  in  a 
combustion-furnace,  heated  by  24  burners,  and  it  is  drawn  out  at 
both  ends  to  a  tube  of  about  5  mm.  internal  diameter  for  a  length  of 
25  cm.  at  one  end  and  GO  cm.  at  the  other.  Over  the  funnel,  above 
mentioned,  are  two  burettes,  one  containing  the  arsenic  solution,  the 
other  dilute  sulphuric  acid  (1  part  by  vol.  of  acid  (sp.  gr.  T84)  to  3 
of  water).  The  combustion-tube  is  heated  to  a  dull -red  heat,  and 
sulphuric  acid  run  into  the  flask,  so  as  to  sweep  out  the  appara  tus 
with  a  current  of  hydrogen.  The  acid  is  then  arranged  so  as  to  drop 
in  at  about  f  c.c.  per  minute,  25  c.c.  of  the  arsenic  solution  is  run  in 
at  about  \  c.c.  per  minute,  and  the  shorter,  contracted  limb  of  the 
combustion-tube  is  heated  at  three  separate  places  with  bunseu 
burners  ;  if  any  arsenic  is  dejmsitod  here,  it  is  a  sign  that  the  cur¬ 
rent  of  hydrogen  is  too  slow.  The  current  must  not  be  so  fast  that 
the  bubbles  in  the  lead  acetate  bottle  cannot  be  counted,  and  in  order 
to  sec  that  no  arsenic  has  escaped,  a  wash-bottle  containing  a  little 
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silver  nitrate  should  be  connected  with  the  further  end  of  the  com¬ 
bustion-tube.  The  arsenic  is  deposited  as  a  mirror  in  the  longer  limb 
of  the  combustion-tube  ;  it  is  brought  as  much  as  possible  into  one 
part  of  this  by  warming  it,  and  sending  a  reversed  current  of  hydrogen 
through  if  necessary.  The  piece  of  tubing  is  cut  off,  weighed,  the 
arsenic  dissolved  in  strong  nitric  acid,  and  the  tube  weighed  again. 
Or  if,  as  may  happen  in  toxicological  cases,  it  is  desired  to  preserve 
the  arsenic,  the  little  piece  of  tubing  should  be  placed  inside  a  larger 
piece,  drawn  out  at  one  end,  and  the  arsenic  sublimed  into  this  end 
in  a  current  of  hydrogen.  More  than  O'l  gram  of  arsenic  cannot  be 
easily  estimated,  and,  in  any  case,  the  results  are  not  very  exact,  but 
the  method  is  expeditious,  and,  for  some  purposes,  may  be  useful. 

It  has  also  been  found  that,  contrary  to  the  statement  of  the  text¬ 
books,  arseniuretted  hydrogen  is  decomposed  tea  considerable  extent 
when  it  is  passed  over  solid  caustic  potash,  though  not  so  easily  as 
antimoniuretted  hydrogen.  C.  F.  B. 

Estimation  of  Moisture  and  Carbonic  Anhydride  in  Air. 

By  J.  S.  Haldane  and  M.  S.  Pembrey  (Phil.  Mag.  [5],  29,  306 — 
331). — The  authors  have  improved  the  absorption  method  for  de¬ 
termining  the  amount  of  water-vapour  in  the  atmosphere.  The 
absorption  apparatus  employed  by  them  consists  of  a  pair  of  test- 
tubes,  4x1  inch,  filled  with  pumice  soaked  in  sulphuric  acid,  and 
connected  up  in  the  ordinary  way  with  well  paraffined  corks  and  glass 
tubing.  When  charged,  the  pair  weighs  about  80  grams.  A  counter¬ 
poise,  in  every  respect  similar  to  this  apparatus,  and  exposed  to  the 
same  conditions,  should  always  be  used  to  diminish  the  error  in 
weighing.  Experiment  showed  that  air  could  be  aspirated  through 
such  absorption-tubes  at  the  rate  of  7  litres  a  minute  without  appre¬ 
ciable  quantities  of  moisture  (less  than  O'l  per  cent.)  escaping.  A 
comparison  with  the  psychrometric  method  showed  errors  in  the 
latter  ranging  from  +30  to  — 7  per  cent. 

The  apparatus  for  absorbing  carbonic  anhydride  was  formed  of 
another  such  pair  of  tubes,  the  first  containing  soda-lime,  and  the 
second  pumice  and  sulphuric  arid.  The  air  must  be  perfectly  dry 
before  reaching  the  soda-lime  tube,  so  that  a  simultaneous- determina¬ 
tion  of  moisture  and  carbonic  anhydride  was  usually  made,  the  rate 
of  aspiration  being  in  general  1  litre  per  minute.  Here  again  the 
mean  error  is  only  about  O'l  per  cent.  Pettenkofer’s  method  gave 
results  8  to  27  per  cent,  higher  than  those  obtained  by  direct 
weighing.  J.  W. 

Estimation  of  Carbonic  Anhydride.  By  O.  Pettersson  ( Ber ., 
23,  1402 — 1406). — The  carbonic  anhydride  in  all  solid  or  liquid  sub¬ 
stances  can  be  estimated  by  means  of  the  following  apparatus,  which 
is  more  especially  suitable  for  the  determination  of  the  gas  when  in 
a  dissolved  or  partially  combined  state,  as,  for  example,  in  natural 
spring  or  sea  water.  The  substance  containing  the  carbonic  an¬ 
hydride  is  boiled  with  dilute  acid  in  the  flask  B  under  reduced 
pressure,  and  a  slow'  stream  of  hydrogen,  obtained  from  a  small  piece 
of  iron  or  aluminium  wire  enclosed  in  a  long  capillary  tube,  intro- 
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duced  into  B,  is  passed  through  the  liquid  during  the  operation ;  in 
this  way  the  whole  of  the  carbonic  anhydride  is  expelled,  and  bump¬ 
ing  is  avoided.  If  nitric  acid  has  to  be  employed  (compare  this  vol., 
p,  1027),  the  necessary  quantity  of  hydrogen  is  obtained  from  a 
piece  of  aluminium  wire,  bound  round  with  platinum  wire. 


The  evolved  gases  are  measured  over  mercury  in  a  moist  condition 
in  the  burette  D,  the  carbonic  anhydride  being  then  absorbed  with 
potash  in  the  Orsat’s  tube  E  ;  the  residual  air  can  then  be  ex¬ 
pelled  through  c,  either  partially  or  entirely,  and  the  space  C  above 
the  liquid  exhausted  at  will,  so  that  the  boiling  always  takes  place 
under  greatly  reduced  pressure.  The  horizontal  tube  in  connection 
with  C  is  capillary  ;  the  others  are  narrow,  but  not  capillary.  As  a 
rule,  a  small  quantity  (0’3— 05  c.c.)  of  water  collects  on  the  surface 
of  the  mercury  in  D  ;  this  is  removed,  before  the  boiling  is  com¬ 
pleted,  by  opening  b  and  raising  F. 

The  details  of  the  operation  are  as  follow  : — The  liquid  to  be 
analysed  is  introduced  into  B  up  to  the  mark  x ,  the  metal  wire  is 
thrown  in,  and  the  bulb-shaped  tube  C  is  securely  connected  at  cl 
with  B  and  at  ft  with  the  horizontal  tube  of  the  burette  by  means 
of  india-rubber  tubing.  A  sufficient  quantity  of  dilute  hydrochloric 
acid,  or  nitric  acid,  is  then  poured  into  A,  the  cocks  a  and  b  are 
opened  (c  and  d  being  closed),  and  F  is  lowered  by  turning  the 
roller  c  ;  when  the  acid  has  risen  to  y,  a  is  closed,  and  0  is  exhausted. 
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The  stopcock  h  is  then  shut,  F  is  raised  until  the  level  of  the 
mercury  in  D  and  F  is  the  same,  and  d  is  opened  ;  a  few  large 
bubbles  of  air  are  then  blown  into  e  to  equalise  the  temperature  of 
the  water  in  the  tube  surrounding  D,  and  the  level  of  the  soda  in 
E  is  brought  to  the  mark  on  the  capillary  tube.  The  volume  of  the 
air  in  D,  the  temperature,  and  the  barometric  pressure  are  noted, 
and  the  air  is  then  passed  into  E  ;  after  about  two  minutes,  it  is 
brought  back  into  the  burette,  and  its  volume  again  measured.  The 
air  which  remains  in  D,  after  exhausting,  contains  very  little 
carbonic  anhydride,  and,  except  when  the  liquid  in  B  is  very  rich 
in  this  gas,  the  quantity  does  not  exceed  0‘03  cm. 

Before  commencing  to  heat  the  liquid  in  B,  the  volume  of  air  in 
D  is  reduced  to  about  13  c.c.  by  opening  c  and  raising  F  ; 
about  half  the  residual  air  is  then  passed  into  E,  d  is  closed,  and 
F  is  lowered  until  the  pressure  in  D  is  reduced  to  about  110 — 130 
mm.  On  heating  the  liquid  in  B  (by  means  of  a  rose-burner)  and 
opening  b,  ebullition  quickly  commences,  and  the  evolved  gas  col¬ 
lects  in  D  without  carrying  over  any  appreciable  quantity  of  water  ; 
small  drops,  which  collect  in  the  capillary  tube,  can  be  driven  back 
into  C  by  quickly  raising  F,  and,  in  order  to  further  prevent 
water  from  distilling  over,  the  stopcock  h  can  be  kept  closed,  except 
when  transferring  the  liberated  gas  to  D.  As  soon  as  the  burette 
is  filled  with  gas,  under  a  pressure  of  one-sixth  to  one-seventh  of  an 
atmosphere,  b  is  closed,  and  the  carbonic  anhydride  in  the  gaseous 
mixture  is  determined  as  before,  the  bunsen  flame  being  meanwhile 
simply  lowered.  As  a  rule,  this  operation  must  be  repeated  two  or 
three  times  in  order  to  expel  the  whole  of  the  carbonic  anhydride; 
but,  when  after  10 — 15  minutes  boiling  only  0'02 — 0'03  c.c.  of  the 
gas  is  obtained,  the  boiling  can  be  discontinued. 

Quantitative  experiments  gave  very  good  results.  In  estimating 
the  carbonic  anhydride  in  solid  substances,  the  quantity  of  this  gas 
present  in  the  distilled  water  used  must  be  determined  separately. 

The  above  diagram  shows  the  apparatus  one-twelfth  its  actual  size. 

F.  S.  K. 

Valuation  of  Zinc-dust.  By  G.  Klemp  {Zeit.  anal.  Chem.,  29, 
253 — 266). — The  methods  of  Frescnius  (Abstr.,  1879,  400),  Beilstein 
and  Jawein  (1880,  826),  Barnes  (1887,  80),  and  Morse  (1885,  1012) 
depend  on  the  treatment  of  the  zinc  with  an  acid  and  estimation  of 
the  hydrogen  evolved  :  that  of  Drewsen  {Zeit.  anal.  Chem.,  19,  50), 
on  the  reducing  action  of  the  zinc  on  acidified  potassium  chromate. 
Topf  (Abstr.,  1887,  997)  adds  the  zinc-dust  to  an  excess  of  iodine 
and  estimates  the  iodine  left  uncombined.  Weil  (Abstr.,  1887,  301, 
1000)  treats  the  zinc-dust  with  a  known  quantity  of  cupric  chloride, 
and  titrates  the  excess  by  stannous  chloride.  The  results  of 
Drewsen’s  method  are  irregular,  and  also  low,  compared  with  those 
of  Topf  and  Fresenius.  On  the  other  hand,  in  the  methods  involving 
treatment  with  an  acid,  iron,  and  to  some  extent  lead,  which  are 
often  present  as  impurities,  are  estimated  as  zinc,  although  they  are 
valueless  when  the  zinc  is  used  for  reductions  in  alkaline  solution, 
-which  is  frequently  the  case.  On  this  account,  the  author  prefei’s  to 
estimate  the  metallic  zinc  by  its  reducing  action  on  potassium  iodate 
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iu  alkaline  solution.  In  concentrated  solutions,  containing  a  sufficient 
excess  of  iodate,  zinc  reduces  tlie  iodate  to  iodide,  without  any  evolu¬ 
tion  of  hydrogen,  and  on  the  subsequent  addition  of  an  acid,  the  iodide 
reacts  with  the  excess  of  iodate  setting  free  iodine  in  the  proportion 
of  07799  part  of  iodine  for  1  part  of  zinc  (there  are  misprints  in  the 
numbers  in  the  original).  The  iodine  can  now  be  distilled  out,  con¬ 
densed  in  potassium  iodide,  and  titrated  with  thiosulphate.  The 
conditions  for  success  are  as  follows : — There  must  be  a  certain  excess 
of  iodate  and  alkali,  and  the  liquids  should  be  as  concentrated  as  is 
possible  without  precipitation  of  the  iodate  by  the  alkali.  The  zinc- 
dust  must  be  very  intimately  mixed  with  the  liquid,  but  it  must  not 
be  wetted  with  water  before  adding  the  reagent. 

For  each  0*1  gram  of  zinc  there  should  be  used  01525  gram  of 
potassium  iodate  in  3  c.c.,  and  3  grams  of  sodium  hydroxide  or 
37  grams  of  potassium  hydroxide  in  10  c.c.  The  zinc  (05— - 1  gram) 
is  weighed  into  a  dry  stoppered  bottle  of  about  200  c.c.  capacity, 
some  glass  beads  are  added,  and  then  the  two  reagents,  pre¬ 
viously  mixed,  and  the  bottle  is  vigorously  shaken  for  five  minutes. 
Warming  is  unnecessary.  The  contents  of  the  bottle  are  now  made 
up  to  250  or  500  c.c.  and  100  c.c.  taken  for  distillation.  The  appara¬ 
tus  of  Topf  (loc.  cit.)  is  the  most  convenient  for  the  purpose.  The 
condensing  tubes  may  contain  about  4  grams  of  iodide  in  20  c.c.  The 
liquid  placed  in  the  retort  is  acidified  with  dilute  sulphuric  acid, 
a  slow  stream  of  carbonic  anhydride  is  passed  through,  and  the  con¬ 
tents  of  the  retort  are  boiled  until  colourless.  The  iodine  is  then 
titrated  with  a  thiosulphate  solution  containing  about  7  grams  per 
litre.  Finely  divided  lead  treated  as  above  reduces  iodate  corre¬ 
sponding  with  about  3  per  cent,  of  zinc,  but  when  lead  is  mixed  witli 
zinc  it  slightly  lowers  the  results.  Iron  has  a  similar  effect,  in  con¬ 
sequence  of  the  escape  of  a  little  hydrogen  when  the  mixture  is 
treated  with  the  alkaline  iodate.  M.  J.  S. 

Volumetric  Estimation  of  Zinc.  By  L.  Blu.m  (Zeit.  anal.  Chem., 
29,  271 — 272). — Donath  and  Hattc-nsaur  have  published  (Chem.  Zeit.. 
1890,  323)  a  method  for  the  titration  of  zinc  in  presence  of  iron  in 
an  ammoniacal  tartrate  solution  by  potassium  ferrocyanide,  the  end 
being  ascertained  by  mixing  a  drop  with  acetic  acid.  In  presence  ot 
manganese,  a  frequent  impurity  in  zinc  ores,  the  results  are  too  high, 
so  that  in  most  cases  the  method  is  useless.  JVI.  J.  S. 

Estimation  of  Zinc  in  its  Ores.  By  D.  Cod\  (Zeit.  anal.  Chem., 
29,  26(3 — 271). — In  the  ordinary  method,  after  removal  of  copper, 
ifec.,  by  hydrogen  sulphide,  the  iron  is  precipitated  from  the  hydro¬ 
chloric  acid  solution  by  a  mixture  of  ammonia  and  ammonium  car¬ 
bonate,  and  the  zinc  in  the  filtrate  is  titrated  by  sodium  sulphide. 
The  iron  precipitate  always  carries  down  with  it  a  portion  of  the 
zinc,  which  cannot  be  completely  detached  either  by  long  standing, 
by  boiling,  or  by  a  second  precipitation.  But  in  a  sulphuric  acid 
solution,  containing  ammonium  sulphate,  the  latter  salt  adheres  to 
the  ferric  precipitate  in  place  of  the  zinc,  and  the  whole  pf  the  zinc  is 
obtained  iu  the  filtrate. 
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About  2‘5  grams  of  the  zine  ore  is  dissolved  in  15 — 20  c.c.  of  nitro- 
hydrochloric  acid  and  the  solution  evaporated  to  dryness  ;  15 — 20  c.c. 
of  sulphuric  acid  is  then  added,  and  the  whole  heated  until  fumes  of 
sulphuric  acid  escape.  If  metals  precipitable  by  hydrogen  sulphide 
are  present,  they  must  be  removed,  and  the  filtrate  boiled  to  expel 
hydrogen  sulphide.  The  filtrate  is  neutralised  with  ammonia,  and 
then  40  c.c.  more  ammonia,  containing  one-fourth  of  ammonium 
carbonate,  is  added.  The  cooled  mixture  is  made  up  to  500  c.c.  and 
filtered,  and  100  c.c.  is  taken  for  titration.  The  standard  solution 
used  is  a  2  per  cent,  solution  of  crystallised  sodium  sulphide,  the 
strength  of  which  must  be  ascertained  by  an  experiment  with  a 
quantity  of  pure  zinc  approximately  equal  to  that  in  half  a  gram  of 
the  ore.  This  quantity  is  dissolved  in  4  c.c.  of  hydrochloric  acid, 
diluted,  and  made  alkaline  with  20  c.c.  of  ammonia.  Each  liquid  is 
then  diluted  to  about  250  c.c.,  and  the  sodium  sulphide  is  run  in  till 
the  zinc  is  nearly  all  precipitated.  The  precipitate  is  allowed  to 
settle,  and  a  little  of  the  clear  liquid  removed  and  added  to  a  drop  of 
an  8  per  cent,  solution  of  sodium  nitroprusside,  further  quantities  of 
sulphide  being  added  until  the  colour  appears  of  equal  intensity  in 
the  two  test  mixtures  when  enough  of  the  supernatant  liquid  is  used 
to  make  a  pool  on  the  porcelain  slab  of  30  mm.  diameter. 

M.  J.  S. 

Estimation  of  Zinc  in  Iron  Ores.  By  B.  Platz  {Zeit.  anal . 
( Jhem 29  ,  342 — 345;  from  Stahl  und  Eisen,  9,  494). —  The  old 
method  of  precipitating  the  zinc  by  hydrogen  sulphide  from  an  acetic 
acid  solution  only  gives  good  results  when  the  amount  of  zinc  is  con¬ 
siderable  ;  if  the  amount  is  small,  iron  always  precipitates  at  the 
same  time.  The  following  method  achieves  the  separation  com¬ 
pletely.  Five  grams  of  the  ore  is  dissolved  in  concentrated  hydro¬ 
chloric  acid,  and  the  solution  is  evaporated  with  2  or  3  c.c.  of  nitric 
acid  and  filtered.  The  strongly  acid  solution  (200  c.c.)  is  heated  to 
80 — 100°  and  saturated  with  hydrogen  sulphide.  If  copper  is  to  be 
estimated,  any  precipitate  obtained  may  be  filtered  off.  Acetic  acid 
and  ammonium  acetate  are  added,  and  ammonia  is  run  in  from  a 
burette,  the  point  of  which  dips  into  the  liquid,  until  the  precipitate 
becomes  permanently  greyish.  The  grey  colour  is  removed  by 
cautious  addition  of  hydrochloric  acid  (1  :  50)  and  then  again  very 
dilute  ammonia  added  until  the  very  faintest  permanent  grey  is  ob¬ 
tained.  At  the  right  point  for  stopping  the  addition  of  ammonia,  the 
precipitate  aggregates  and  begins  to  subside.  It  is  filtered  off  and 
washed  with  water  containing  acetic  and  hydrosulphuric  acids.  The 
filtrate  should  remain  clear  on  further  addition  of  ammonia.  The 
precipitate  is  dissolved  in  hydrochloric  acid  (1  :  6)  and  the  solution 
filtered.  The  hydrogen  sulphide  is  expelled  by  heating,  and  to  the 
cold  solution  sodium  carbonate  is  added  in  slight  excess.  The 
mixture  is  then  heated  to  boiling  and  filtered.  The  precipitate 
obstinately  retains  alkaline  salts,  but  as,  when  thrown  down  in  this 
way,  it  subsides  and  filters  well,  it  can  be  completely  washed  in 
an  hour.  When  copper,  cobalt,  and  nickel  are  absent,  the  zinc 
sulphide  may  at  once  be  ignited  with  sulphur  in  hydrogen. 

M.  J.  S. 
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Estimation  of  Zinc  in  presence  of  Iron  and  Manganese.  By 
Riban  ( Compt .  rend.,  HO,  1196 — 1199). — 'flic  liquid  is  dilated  so  that 
it  contains  not  more  than  0‘1  "ram  of  zinc  in  loO  c.c.  and  sodium 
carbonate  is  added  until  a  slight  precipitate  persists,  the  precipitate 
being  then  dissolved  by  the  addition  of  a  few  drops  of  dilute  hydro¬ 
chloric  acid.  A  current  of  hydrogen  sulphide  is  passed  into  the  cold 
liquid  until  the  greater  part  of  the  zinc  is  precipitated  together  with 
sulphur  separated  by  the  action  of  the  ferric  salt.  A  large  excess  of 
a  solution  of  sodium  ditliionatc  is  then  added,  and  the  passage  of  the 
gas  is  continued;  the  zinc  is  completely  precipitated  and  the  irou 
remains  in  solution.  If  the  iron  is  subsequently  to  be  precipitated 
by  ammonia,  it  is  better  to  use  ammonium  ditliionate,  since  the  ferric 
hydroxide  is  very  apt  to  retain  alkaline  salts.  For  the  same  reason, 
the  solution  should  be  neutralised  with  ammonium  carbonate,  which 
should  be  added  until  the  yellow  colour  of  the  liquid  begins  to  change 
to  orange. 

After  washing  with  water  containing  hydrogen  sulphide,  the  pre¬ 
cipitate  is  dried,  heated  with  sulphur  in  a  current  of  hydrogen,  and 
weighed.  It  is  then  dissolved  in  hydrochloric  acid,  mixed  with  a 
few  drops  of  nitric  acid,  a  large  quantity  of  ammonium  chloride 
added,  and  then  an  excess  of  ammonia.  The  minute  quantity  of  iron 
carried  down  by  the  zinc  is  thus  precipitated  ;  its  weight  rarely 
amounts  to  0'002  gram.  The  examples  giren  are  very  satisfactory. 
The  method  is  applicable  in  presence  of  calcium  salts,  since  calcium 
dithionate  is  soluble. 

In  order  to  estimate  the  iron  in  the  filtrate,  it  is  peroxidised  with 
nitric  acid,  which  has  little  action  on  the  dithionate,  and  is  precipi¬ 
tated  in  the  usual  way.  C.  H.  B. 

Detection  and  Estimation  of  Antimony  and  Arsenic.  By 

J.  Thiele  ( Chem .  Centr.,  1890,  i,  877 — 87S;  from  Apoth.  Zeit.,  5, 
86 — 87). — According  to  the  author’s  experiments,  metallic  antimony  is 
so  far  soluble  in  water  that  a  serious  error  is  caused  if  washed  with  hot 
water  previously  to  weighing  it  as  metal  ;  a  partial  oxidation  also 
takes  place.  If  the  washing  is  conducted  in  an  atmosphere  of  hydro¬ 
gen  in  presence  of  electrolytically  deposited  iron,  the  solution  of  the 
metal  is  prevented,  but  this  takes  from  the  method  its  great  recom¬ 
mendation.  namely,  that  the  antimony  is  in  a  directly  weigliable  con¬ 
dition,  and  necessitates  the  separation  of  the  iron  from  the  antimony. 

As  a  reagent  for  the  detection  of  arsenic,  hypophosphorous  acid 
will  detect  005  milligram  of  arsenious  anhydride  in  5- — 10  c.c.  of  solu¬ 
tion.  If  a  small  crystal  of  potassium  iodide  is  added,  the  reaction 
becomes  still  more  delicate,  0‘U25  milligram  being  detectable.  Copper 
interferes  with  the  reaction.  Jn  presence  of  bismuth  and  antimony, 
the  precipitate  is  brought  into  solution  by  hydrochloric  acid  and 
bromine,  omitting  the  potassium  iodide  from  the  reaction.  In 
presence  of  iron,  the  solution  must  be  excluded  from  the  air. 

In  applying  Marsh’s  apparatus  to  the  detection  of  arsenic  in 
presence  of  antimony,  the  author  finds  that  if  electrolytically 
deposited  iron  is  used,  no  antimony  hydride  is  formed,  and  this 
enables  small  quantities  of  arsenic  to  be  detected  in  the  presence  of 
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antimony,  0‘015  milligram  having  been  detected.  If  arsenic  acid  is 
precipitated  in  a  slow  current  of  hydrogen  sulphide  in  the  cold,  arsenic 
trisulphide  is  formed ;  if  the  solution  is  hot,  and  the  current  of 
hydrogen  sulphide  is  rapid,  arsenic  pentasulphide  is  precipitated. 

J.  W.  L. 

Loss  of  Nitrogen  in  the  Analysis  of  Guanidine  and  Biguani¬ 
dine  Compounds  by  Will  and  Varrentrapp’s  Method.  By 

,T.  Freydl  ( Monatsh .,  11.  120 — 128). — A  series  of  experiments  shows 
that  the  deficiency  of  nitrogen  found  in  the  analysis  of  guanidine  and 
biguanidine  compounds  by  the  method  of  Will  and  Varrentrapp  is 
mainly  due  to  the  oxidation  of  some  of  the  ammonia  formed  (compare 
Makris,  Annalen ,  184,  371).  The  presence  of  minute  traces  of 
cyanic  acid  in  the  soda-lime  at  the  close  of  the  operation  also  accounts 
for  some  slight  loss  of  nitrogen.  G.  T.  M. 

Detection  of  Nitrobenzene.  By  J.  Morpurgo  (Ghent.  Centr., 
1890,  i,  S79  ;  from  Fharm.  Post.,  23,  258 — 259). — For  the  detection 
of  nitrobenzene  in  bitter  almond  oil,  a  specimen  is  warmed  with 
manganese  dioxide  and  sulphuric  acid.  Under  these  circumstances, 
nitrobenzene  does  not  lose  its  odour,  but  after  a  time  it  smells  of  oil 
of  cinnamon  ;  bitter  almond  oil,  on  the  contrary,  develops  a  disagree¬ 
able  odour  at  first,  which  soon  disappears  altogether. 

In  the  case  of  liquors,  soaps,  Ac.,  calcium  hydroxide  is  added  (in 
the  case  of  a  solution,  after  concentration),  warmed,  and  after  allow¬ 
ing  to  cool,  the  mass  is  extracted  with  ether,  the  ether  distilled  off, 
the  residue  treated  with  a  little  water,  two  drops  of  liquid  phenol 
(10  pts.  of  water  :  100  of  crystallised  phenol)  three  drops  of  water,  and 
a  piece  of  potash  the  size  of  a  pea  added,  and  the  mixture  warmed 
carefully.  If  nitrobenzene  is  present,  a  carmine  ring  forms  on  the 
edge  of  the  liquid  which  becomes  green  on  the  addition  of  bleaching 
powder.  J.  W.  L. 

Examination  and  Valuation  of  Spirituous  Liquors.  By  W. 

Fresenius  (Zeit.  aval.  Ghent.,  29,  283 — 317). — The  problem  of  dis¬ 
criminating  a  genuine  brandy,  rum,  or  other  spirituous  beverage 
from  an  artificial  product  by  chemical  methods  is  beset  with  peculiar 
difficulties,  both  because  no  consensus  of  opinion  exists  as  to  a  defi¬ 
nition  of  a  genuine  spirit,  and  because,  in  the  majority  of  cases, 
analysis  is  incompetent  to  distinguish  between  articles  admitted  on 
all  hands  to  be  genuine  and  those  manufactured  wholly  from  foreign 
ingredients.  The  author,  being  in  possession  of  specimens  of  known 
character,  has  analysed  them  with  the  following  results  (p.  1195). 

Of  the  cognacs,  Nos.  2  and  3  were  fine  sorts  15  years  old  ;  1,  4, 
and  5  were  also  fine  brands,  but  somewhat  younger ;  6  and  7  still 
younger,  and  originally  less  alcoholic  ;  8  had  been  slightly  coloured 
with  caramel. 

The  rums  were  all  Jamaica  rums,  but  No.  4  had  been  mixed  with 
one-sixth  of  pure  spirit  of  wine. 

Nos.  1  and  2  of  the  arracks  were  from  Batavia,  the  latter  mixed 
with  one-sixth  of  refined  spirit ;  No.  3  was  from  Sourabaya.  Of  the 
Kirschwasser  samples,  Nos.  1,  2,  3,  4,  and  10  were  distilled  in  18S7  ; 
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8  in  1886;  9  in  1885;  11  in  1883;  5  in  1885  and  1886,  and  mixed; 
3,  4,  6,  7  and  11  were  from  black  cherries;  8  partly  from  red.  No.  1*2 
was  1S87  faints  (last  runnings). 

The  dark  colour  of  rum  was  doubtless  originally  due  to  the  spurting 
over  of  some  of  the  still  residue,  but  at  the  present  time  it  is  inva¬ 
riably  produced  by  caramel.  Since  consumers  would  not  accept  it 
without  the  dark  colour,  the  addition  of  caramel  cannot  be  regarded 
as  a  falsification.  The  colouring  and  extractive  matters  of  cognac 
are  supposed  to  be  wholly  derived  from  the  casks  in  which  it  is  stored, 
and  the  quality  of  the  wood  for  casks  is  of  great  importance.  The 
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best  is  that  from  Dantzig,  Stettin,  and  Angouleme,  as  it  contains  the 
smallest  quantity  of  bitter  principles,  and  relatively  considerable 
amounts  of  quercin  and  quercitrin,  to  the  presence  of  which  aroma 
and  colour  respectively  are  due.  Since  the  absorption  of  these  sub¬ 
stances  has  come  to  be  regarded  as  a  mark  of  age,  young  brandy  is 
now  almost  always  slightly  coloured  by  caramel,  and  a  little  sugar 
(generally  under  1  per  cent.)  is  added,  such  additions  seeming  to  be 
approved  by  consumers.  The  presence  of  such  small  amounts  of 
added  matters  in  an  otherwise  genuine  brandy  cannot  be  regarded  as 
sufficient  to  condemn  it.  But  since  at  some  Custom  Houses  a  sweetened 
spirit  is  regarded  as  a  liqueur,  the  practice  has  grown  up  of  exporting 
separately  the  wine  distillate  and  the  sugar  for  sweetening  it. 

Another,  not  uncommon,  addition  is  water,  and  within  certain 
limits  this  is  unavoidable,  as  the  spirit  obtained  by  distillation  is 
often  too  strong  for  use.  Since,  however,  spirits  stored  in  wooden 
casks  undergo  a  loss  of  alcohol,  water  is  often. added  to  young  spirit 
to  give  it  the  appearance  of  age.  More  objectionable  is  the  addition 
of  both  water  and  alcohol,  but  with  the  lower  qualities  of  rum  and 
arrack  it  must  be  regarded  as  almost  the  rule.  Since  these  additions 
impoverish  the  aroma,  it  becomes  necessary  to  intensify  this  by 
adding  various  essences,  and  from  this  to  the  manufacture  of  a  wholly 
factitious  product  is  but  a  step.  The  materials  added  to  confer  aroma 
are  very  various ;  on  the  one  hand,  cognac  oil,  obtained  by  the  dis¬ 
tillation  of  wine  lees,  is  used,  and  on  the  other,  ethereal  oils  and 
extracts  of  vanilla,  carob  pods,  tea,  almond  shells,  &c.,  some  of  which 
increase  the  extractive  matters. 

The  definitions  of  genuine  cognac  by  various  authorities  are  not  in 
accord ;  the  author  considers  small  additions  of  caramel  and  sugar  to 
the  wine  distillate,  willi  enough  water  to  produce  a  drinkable  spirit, 
to  be  admissible,  but  all  beyond  this  to  constitute  falsification.  With 
regard  to  the  detection  of  these  additions,  that  of  cammel ,  when  in 
notable  quantity,  is  possible  by  Amtbor’s  test  with  paraldehyde  and 
phenylhydrazine  (Abstr.,  1385,  604)  ;  that  of  sugar  is  more  doubtful, 
since  substances  reducing  Fehling’s  solution  are  extracted  from  the 
wood  of  the  casks.  When,  however,  the  amount  exceeds  0'5  per  cent., 
and  the  reduction  is  markedly  increased  by  inversion,  the  presence  of 
sugar  may  be  assumed.  The  addition  of  ivater  and  alcohol  can  only 
be  indirectly  inferred  from  the  enfeebling  of  the  aroma,  but  genuine 
wine  distillates  sometimes  possess  a  very  feeble  aroma.  The  comparative 
or  total  absence  of  furfuraldehyde  is  one  of  the  best  indications  of  the 
absence  of  the  genuine  distillate,  since  this  always  contains  furfur¬ 
aldehyde,  whilst  well  distilled  spirit  does  not.  Little  can  be  done  in 
the  detection  of  artificial  aromas,  both  because  few  chemical  methods 
are  available,  and  because  the  nature  of  the  aromatic  substances 
present  in  genuine  spirits  is  too  little  known.  The  author’s  opinion 
is  that  chemical  analysis  is  not  competent  to  decide  as  to  the  genuine¬ 
ness  of  cognac,  rum,  or  arrack,  but  that  the  smell  and  taste,  as  judged 
by  experts,  are  by  far  the  best  tests.  The  test  relied  on  b}"  the 
Custom  House  authorities,  namely,  the  estimation  of  the  extractive 
matters,  the  amount  of  which  is  assumed  not  to  exceed  0-5  per  cent, 
in  genuine  sjnrits,  is  highly  fallacious,  since  in  the  majority  of  cases 
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it  fails  to  detect  falsifications,  whilst  at  the  same  time  it  would  con¬ 
demn  the  oldest  and  finest  genuine  prod  nets  as  adulterated. 

The  author  has  repeated  his  experiments  made  in  1887  on  the 
increase  in  volume  of  chloroform  when  shaken  with  cognac,  but  finds 
his  then  conclusions  not  to  be  confirmed.  The  behaviour  of  different 
specimens  of  (so-called)  pure  spirit  of  wine  is  by  no  means  uniform. 

M.  J.  S. 

Estimation  of  Starch  in  Fodder,  &c.  By  A.  Leclerc  (/.  Fhann. 
[5],  21,  0-11 — 045). — Weigh  off  2  grams  of  powdered  grain,  or  5  grams 
of  straw,  hay,  faeces,  Ac.,  place  in  a  200  e.c.  flask,  and  add  10  c.c.  of 
water,  it  is  essential  that  the  assay  should  be  thoroughly  moistened 
in  every  part.  To  the  moistened  mass  add  180  c.c.  of  a  neutral  zinc 
chloride  solution  of  sp.  gr.  T450,  agitate,  and  heat  in  a  salt- water  bath 
at  108°  for  1  to  li  hours.  In  the  case  of  grain,  the  heating  can  be 
stopped  when  the  debris  has  been  rendered  soluble;  for  straw,  the  full 
1^  hours  should  be  taken.  Cool  and  transfer  to  a  250  c.c.  flask, 
making  up  the  volume  by  the  addition  of  zinc  chloride  solution  ;  in 
the  case  of  fibrous  fodder,  the  volume  is  made  up  to  253  c.c.,  to  com¬ 
pensate  for  the  volume  of  the  residue.  Filter,  and  of  the  opalescent 
filtrate  take,  say,  25  c.c.  in  a  150  c.c.  beaker,  add  2  c.c.  of  hydrochloric 
acid  to  retain  the  zinc  in  solution,  and  then  75  c.c.  of  90  per  cent, 
alcohol,  or  02  c.c.  of  95  per  cent,  alcohol.  Filter  through  a  tared  filter 
after  24  hours.  The  whole  of  the  dextrin  and  starch  are  precipitated; 
the  sugars  remain  in  solution.  The  precipitate  is  washed,  until  free 
from  zinc  chloride,  with  a  mixture  of  1000  c.c.  90  per  cent,  alcohol 
and  5  c.c.  of  hydrochloric  acid  ;  the  acid  is  then  washed  out  with 
alcohol  alone.  A  little  mineral  matter  taken  down  by  the  starch  is 
obtained  as  ash  on  burning  the  starch,  and  is  deducted.  A  little 
nitrogenous  matter  is  also  present  in  the  case  of  grain,  which  can  be 
determined  by  estimation  of  the  nitrogen.  Thus  in  the  quantities 
given,  maize  would  yield  about  1*5  to  2  milligrams  of  nitrogenous 
matter  in  the  precipitate  from  25  c.c.  of  solution,  oats  a  little  less, 
and  straw  not  more  than  0'5  milligram.  The  formation  of  a  little 
dextrin  is  no  inconvenience,  as  it  has  the  same  composition  as  the 
starch.  The  zinc  chloride  solution  is  prepared  by  treating  hydro¬ 
chloric  acid  with  excess  of  zinc.  The  decanted  solution  is  decolorised 
by  the  addition  of  a  little  concentrated  potassium  permanganate  solu¬ 
tion,  boiled,  and  treated  with  zinc  oxide  as  long  as  any  dissolves ;  after 
cooling  and  filtering,  the  solution  is  ready  for  use.  J.  T. 

Test  for  Aldehyde.  By  L.  Cris.mer  (Zeit.  anal.  Chem.,  29,  350 — 
351). — Nessler’s  reagent  is  a  delicate  test  for  aldehyde  and  substances 
of  aldehyde  function,  giving  with  them  a  yellowish  precipitate,  which 
gradually  darkens  through  reddish-brown  to  black.  It  can  be  distin¬ 
guished  from  the  precipitate  caused  by  ammonia  by  the  addition  of 
potassium  cyanide,  which  dissolves  the  ammonia  precipitate,  but  turns 
the  aldehyde  precipitate  black.  Ordinary  ether  and  chloroform  are 
always  found  to  contain  aldehyde,  but  can  be  completely  purified 
therefrom  by  treatment  with  Nessler’s  reagent  and  distillation. 
Hydroxyl  ami  ue  salts  also  give  black  precipitates  with  Nessler’s 
reagent.  M.  J.  S. 
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Adulteration  of  Linseed  Oil.  By  A.  Ajgnan  ( Gompt.  rend.,  110, 
1273 — 1275). — Pure  linseed  oil  has  no  rotatory  power,  but  if  mixed 
with  resin  oil  it  turns  the  plane  of  polarisation  through  an  angle  pro¬ 
portional  to  the  quantity  of  the  latter.  If  [a]D  represents  the  rota¬ 
tion  observed  with  a  column  of  oil  20  cm.  long,  and  h  the  weight  of 
resin  oil  in  100  parts  of  the  mixture,  then  with  refined  resin  oil,  [a]D  = 
+  14/157*;  with  selected  white  resin  oil,  [a]D  =  +  17/15 h,  and  with 
finest  rectified  resin  oil ,  [a]D  =  -j-  21/157/..  The  first  variety  is  most 
commonly  met  with  as  an  adulterant. 

In  order  to  detect  resin  oil  in  paint,  the  latter  is  extracted  with 
ether,  and  the  rotatory  power  of  the  ethereal  solution  measured  in  a 
column  20  cm.  long.  The  proportion  of  resin  oil  is  given  by  the 


formula  h  = 

43  ’ 


A  known  weight,  Pb  of  the  ethereal  solution  is 


heated  at  100°,  in  order  to  expel  the  ether,  and  the  residual  oil,  P2,  is 
weighed ;  then  P,/P2  X  100  =  h,  the  total  percentage  of  oil  in  the 
ethereal  solution.  If  hx  =  h,  only  resin  oil  is  present ;  in  any  other 
case,  hjhi  X  100  gives  the  proportion  of  resin  oil  in  100  parts  of  the 
mixture  (compare  this  vol.,  p.  422).  C.  H.  B. 


Estimation  of  Codeine  and  Morphine.  By  E.  Claasen 
(Chem.  Gentr.,  1890,  i,  741  ;  from  Pharm.  Rundschau ,  1890,  40). — 
The  author  utilises  the  precipitation  of  morphine  by  codeine  from 
solutions  of  its  salts  for  the  quantitative  estimation  of  the  former. 
(1.)  The  liquid  containing  free  codeine  is  warmed  with  an  excess  of 
morphine  sulphate,  the  liquid  is  frequently  shaken,  and  the  pre¬ 
cipitated  morphine  collected  at  the  end  of  24  hours.  Its  weight, 
multiplied  by  0'9868,  gives  the  amount  of  anhydrous  codeine;  multi¬ 
plied  by  P0462  gives  the  amount  of  codeine  +  1  mol.  H20.  If  the 
codeine  is  present,  either  in  the  free  state,  or  as  a  salt  with  or  with¬ 
out  the  presence  of  morphine  or  its  salts,  the  solution  is  evaporated 
to  dryness  with  excess  of  magnesium  oxide,  the  residue  is  stirred  with 
hot  water,  and  shaken  in  a  flask  with  ether  (free  from  alcohol)  ;  the 
ether  is  distilled  from  the  extract,  the  residue  extracted  with  hot 
water,  filtered,  and  the  codeine  determined  in  the  solution  as  above 
described.  It  is  well  to  wet  with  benzene  the  sides  of  the  glass 
vessel  in  which  the  precipitation  is  conducted.  (2.)  If  only  free 
codeine  is  present  in  the  solution,  its  quantity  may  be  determined  by 
boiling  it  with  an  excess  of  ammonium  chloride,  and  collecting  the 
free  ammonia,  which  may  be  titrated.  The  amount  of  ammonia 
multiplied  by  17'588  gives  the  amount  of  anhydrous  codeine.  (3.) 
In  all  other  cases  where  a  variety  of  substances  may  be  present  with 
the  codeine  and  morphine,  the  solution  is  acidified  with  dilute  sul¬ 
phuric  acid,  evaporated  to  dryness  with  excess  of  magnesium  oxide, 
the  residue  is  extracted  with  strong  alcohol,  the  latter  distilled  off, 
and  the  residue  heated  (as  in  “  2  ”)  with  excess  of  ammonium 
chloride.  The  liquid  remaining  in  the  flask  is  acidified  and  the 
morphine  precipitated  with  a  slight  excess  of  ammonia.  After 
filtering  off  the  precipitated  morphine,  the  ammonia  is  entirely  evapo¬ 
rated  from  the  filtrate,  when  a  further  small  quantity  of  morphine 
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separates.  Finally  the  codeine,  which  is  in  the  filtrate  as  hydro¬ 
chloride,  may  be  determined  according  to  (1).  J.  W.  L. 

Analysis  of  Urine.  By  K.  Taniguti  (Zeit.  physiol .  Chem.,  14, 
471 — 490). — Salkowski  has  proposed  a  method  of  estimating 
creatinine  in  urine  which  was  compared  in  a  series  of  experiments 
with  the  older  method  of  Neubauer.  The  results  are  sometimes 
higher  by  the  one,  sometimes  by  the  other  method. 

Creatinine  can  be  detected  in  the  urine  after  the  ammoniacal 
fermentation  has  progressed  for  G1  days. 

A  substance  is  present  in  normal  urine  which  yields  acetone  when 
the  urine  is  distilled  with  sulphuric  acid.  At  least  10  c.c.  of  con¬ 
centrated  sulphuric  acid  should  be  added  to  300  c.c.  of  urine ;  if  less 
than  this  amount  of  acid  is  used,  all  the  acetone  does  not  come  oif 
on  distillation.  The  total  distillate  is  made  alkaline  with  sodium 
hydroxide ;  a  solution  of  iodine  in  potassium  iodide  is  added  ;  and 
after  24  hours  the  precipitated  iodoform  is  collected  on  a  weighed 
filter,  dried,  and  weighed.  From  the  amount  of  iodoform  so  obtained, 
the  quantity  of  acetone  obtainable  is  calculated;  various  specimens 
of  urine  yielded  from  0‘01  to  0'02  gram  of  iodoform. 

Further  experiments  confirmed  Salkowski’s  statement  (Abstr., 
18S9,  431)  that  volatile  fatty  acids  are  formed  during  the  ammoniacal 
fermentation  of  urine.  Quantitative  results  show  that  the  fatty  acids 
(chiefly  acetic)  increase  with  the  intensity  of  the  fermentation  and 
the  length  of  time  for  which  it  is  allowed  to  occur. 

The  source  of  the  acid  is  considered  to  be  the  carbohydrate  of 
normal  urine.  Humous  substances  are  considered  by  Hdranszky 
(Abstr.,  188S,  180)  to  have  a  similar  origin,  but  the  amount  of 
humous  substances  does  not  increase  with  putrefaction,  that  is,  as 
the  carbohydrate  disappears  ;  moreover,  the  humous  substances  of 
stale  urine  have  a  different  elementary  composition  from  those  of 
normal  urine.  Salkowski  considers  Udranszky  to  be  wrong  in  this 
and  other  points.  W.  D.  H. 

Estimation  of  Albumin  in  Urine.  By  T.  C.  Van  Xuys  and 
R.  E.  Lyoxs  ( Amer .  Chem.  J.,  12,  336 — 351). — The  authors  first 
estimate  the  total  quantity  of  the  nitrogen  in  the  urine  by  Kjeldahl’s 
method.  The  albumin  is  then  precipitated  by  means  of  Ahnen’s 
solution  of  tannin,  the  solution  filtered,  and  the  nitrogen  determined 
in  a  measured  quantity  of  the  filtrate.  The  tannin  should  not  be 
used  in  large  excess.  For  ordinary  quantities  of  albumin  in  urine, 
equal  volumes  of  Almen’s  solution  and  of  urine  are  sufficient;  for 
small  quantities,  one  volume  of  Almen’s  solution  and  two  volumes  of 
urine.  If  2  per  cent,  or  more  of  the  albumin  is  present,  the  urine 
should  be  diluted  with  from  one  to  two  volumes  of  water  before 
making  the  determination.  To  separate  the  albumin,  10  c.c.  of  the 
filtered  urine  is  introduced  with  10  c.c.  of  Almen’s  solution  into  a 
50  c.c.  flask,  and,  after  mixing  well,  the  liquid  is  filtered  through  a 
dry  filter-paper  into  a  dry  beaker.  5  c.c.  of  this  solution  is  subjected 
to  the  action  of  10  c.c.  of  concentrated  sulphuric  acid,  as  in 
Kjeldahl’s  original  method.  To  absorb  the  ammonia,  10  c.c.  of 
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l  normal  potassium  liydroxide  solution  is  employed.  If  the  number 
of  c.c.  of  normal  potassium  hydroxide  solution  employed  in  the  two 
determinations  be  subtracted,  and  the  difference  multiplied  by  O' 0028 
X  40  x  6‘37,  the  product  is  the  percentage  of  albumin  contained  in 
the  urine. 

Tim  results  of  a  number  of  analyses  are  given,  and  these  show  that 
the  method  is  an  exact  one.  It  has,  moreover,  the  advantage  of  giving 
the  total  nitrogen  contained  in  the  urine,  which  may  be  a  matter  of 
importance  to  the  pathologist.  G.  T.  M. 

Detection  of  Carbonic  Oxide  Haemoglobin.  By  A.  Wetzel 
(Chew.  Centr .,  1890,  i,  738 — 739;  from  Ver.  phys.  vied.  Gess.  Wurzburg , 
23). — The  author  recommends  the  following  tests  for  cai’bonic  oxide 
hmmoglobin  : — 10  c.c.  of  the  blood,  15  c.c.  of  ‘20  per  cent,  potassium 
ferrocyanide  solution,  and  2  c.c.  of  acetic  acid  (1  vol.  glacial  acetic 
acid  :  2  vois.  water)  are  mixed,  and  shaken  gently.  Coagulation 
ensues,  the  mass  gradually  becoming  solid.  If  normal  blood  only  is 
present,  it  is  dark-brown  coloured ;  if  it  is  carbonic  oxide  blood,  the 
colour  is  light-i  ed.  In  the  latter  case,  the  colour  of  the  mass  becomes 
gradually  dark-brown  at  the  top,  this  change  proceeding  gradually  to 
the  bottom.  If  only  very  little  blood  is  at  hand,  it  is  diluted  with 
4  to  10  vols.  of  water,  and  to  10  c.c.  of  this,  5  c.c.  of  the  potassium 
ferrocyanide,  and  20  drops  of  the  acetic  acid  are  added. 

A  second  test  is : — the  blood  is  diluted  to  4  vols.  with  water,  to 
which  3  vols.  of  1  percent,  tannin  solution  is  added,  and  the  mixture 
shaken.  At  the  end  of  24  hours,  normal  blood  has  a  grey  colour, 
whilst  carbonic  oxide  blood  becomes  carmine-red.  This  test  is  very 
delicate,  and  0  0023  per  cent,  of  carbonic  oxide  in  the  air  was 
detected  by  its  means. 

The  author  finds  that  a  blood  containing  2G'5  per  cent,  of  carbonic 
oxide  blood  causes  a  singde  wide  band  in  the  spectrum.  In  order  to 
apply  this  to  the  quantitative  determination  of  carbonic  oxide  in 
blood,  he  dilutes  a  blood  containing  more  than  the  above  amount  of 
carbonic  oxide  with  normal  blood  until  the  band  appears  singlv. 

J.  W.  L. 

Reactions  of  Carbonic  Oxide  Blood.  By  E.  Richter  (Chem. 
Centr.,  1890,  i,  730;  from  Deutsche  vied.  WochscJir.,  16,199). — The 
following  three  reactions  are  recommended  by  the  author,  all  of  which 
depend  on  the  stability  of  carbonic  oxide  blood : — (1)  3  c.c.  of  this 
blood  and  of  normal  blood  are  diluted  with  100  c.c.  of  water,  and  to 
10  c.c.  of  the  solution  2  c.c.  of  2  per  cent,  grape-sugar  solution  is 
added,  then  2  c.c.  of  lime-water,  and  the  mixture  warmed.  (2)  To 
the  same  diluted  blood  and  2  c.c.  of  sugar  solution,  barium  carbonate 
is  added,  and  the  mixture  warmed.  (3)  5  c.c.  of  each  blood  is 
diluted  to  200  c.c.,  2  drops  of  yellow  ammonium  sulphide,  and  then 
6  drops  of  50  per  cent,  formic  acid  added.  In  all  these  tests,  the 
carbonic  oxide  blood  is  not  changed,  whilst  normal  blood  is  dis¬ 
coloured.  Tartaric,  lactic,  or  phosphoric  acid  may  be  substituted 
for  the  formic  acid  in  the  last  reaction.  J.  W.  L. 
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Molecular  Refraction  of  Nitrates.  By  R.  Loeyvekherz  ( Ber ., 
23,  2180 — 2182). — The  author  has  measured  the  refractive  power  of 
ethyl,  propyl,  isobutyl,  and  amyl  nitrates ;  his  results  show  that 
nitrogen  is  quinquavalent  in  all  these  compounds.  F.  S.  K. 

Relation  between  the  Molecular  Refractive  Energy  and  the 
Dispersive  Power  of  Aromatic  Derivatives  with  Saturated 
Lateral  Chains.  By  T.  Costa  ( Gazzetta ,  19,  478 — 499). — Nasini 
{Rend.  Acad.  Lincei,  1887,  3, 108  ;  and  Abstr.,  1887,  626)  showed  that  in 
compounds  containing  an  aromatic  nucleus  with  saturated  lateral 
chains,  the  molecular  refractive  energy  increases  and  the  dispersion 
diminishes  with  the  number  of  carbon-atoms  in  the  lateral  chain  ; 
these  compounds  thus  present  the  most  considerable  differences 
between  the  observed  refractive  energies  and  the  results  of  calcula¬ 
tion  by  Briihl’s  law.  The  author  has  prepared  the  following  com¬ 
pounds  of  this  class,  which  combine  as  far  as  possible  a  low  dispersive 
power  and  a  high  refractive  energy,  with  the  view  of  discrediting 
Bruhl’s  generalisations : — 

Biisoamylbenzene,  CeH^CsHn^,  prepared  by  Austin’s  method 
(Bull.  Soc.  Chim.,  31,  12),  is  a  colourless,  limpid  oil,  boiling  between 
253*7°  and  264'2°  (corr.),  under  a  pressure  of  747  mm.  (corr.)  ;  vap. 
den.  7*64.  Amylthymol,  CeH^PrMe'OCsHu,  prepared  by  heating 
amyl  iodide  with  potassium  thymol  under  pressure,  is  a  colourless 
liquid,  boiling  between  242°  and  243°  (con*.)  at  746‘51  mm.  (corr.)  ; 
vap.  den.  7*57 ;  mol.  wt.  220  (see  Engelhardt  and  Latschinoff 
Bull.  Soc.  Chim.,  13,  14S).  Amyleugenol ,  C3H5'C6H3(0]\lc),0C5H1I, 
is  a  colourless  liquid,  boiling  with  incipient  decomposition  between 
300  6°  and  301*7°  (corr.)  at  746*51  mm.  (corr.) ;  vap.  den.  8*17 ; 
mol.  wt.  234  (see  Caliours,  Cornet,  rend.,  1877,  151,  1195).  Biamyl- 
resorcinol,  C6H4(OC5H„)2,  is  a  crystalline  solid,  soluble  in  water,  and 
melting  at  47° ;  mol.  wt.  250.  Amyl-a-naphthol,  CioHr'OCsHn,  is  a 
colourless  liquid,  which  turns  yellow  and  red  on  exposure  to  light. 
It  boils  with  decomposition  between  317  and  319°  (cox*r.)  at  741*9  mm. 
(corr.)  ;  mol.  wt.  214.  Amyl-fi-naphtliol,  Ci0H7*OC5Hn,  is  a  faintly 
yellow  liquid,  rapidly  altered  by  exposure  to  light.  It  boils  with 
decomposition  at  323 — 326°  (corr.)  at  759*3  mm.  (corr.).  The  last 
four  compounds  are  prepared  in  a  manner  analogous  to  amylthymol. 
The  following  table  exhibits  the  results  obtained,  and  it  is  noteworthy 
that  in  many  cases  where  the  dispersion  is  less  than  that  of  cin¬ 
namic  alcohol,  the  differences  between  the  calculated  and  observed 
values  of  the  molecular  refractive  energy  are  greater  than  the  value 
assigned  byBriihl  to  the  presence  of  an  atom  of  some  of  the  elements 
or  of  a  double  or  triple  linkage  : — 
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Diamyl- 

benzene. 

Amyl- 

tbymol. 

Amyl* 

eugenol. 

Diamyl- 

resoreinol. 

Amyl- 

a-naplitbol. 

Amyl* 

/3-napkthol. 

Temperature  .... 

d  . 

15-2° 

14-15° 

14-8° 

10-1° 
Benz.  Sol. 

14-2° 

12  -00° 

0 -87446 

0-9034G 

0-97291 

0-89459 

1-00689 

1  01555 

/'Ll . 

1 -49230 

1 -48778 

1  •  5078G 

1 -50047 

1-5G2SS 

1-56915 

Pa . 

1 -49317 

1-48S31 

1 -50856 

1-50136 

1 ■ 56404 

1  -57032 

/*Na . 

1 -49G73 

1-49230 

1 -512S4 

1-50601 

1-57049 

1 -57679 

P  T1 . 

1 -50069 

1 -49633 

1-51775 

1-51118 

1-57806 

1-5S452 

P  . 

1 -50587 

1 -50174 

1 *52386 

1 -51801 

1 -58SOS 

1 -59485 

. 

1 -51397 

1-51019 

1 -52990 

1-52832 

— 

— 

Pa  ~  1 

d . 

0-5G397 

0-54048 

0 -52272 

0-52220 

0-56020 

0 -56158 

p^a  —  1 

d  '  '  " 

122-9 

118-90 

122  -32 

130  -55 

119-88 

120-18 

Ra . 

121 

11G-2 

118-8 

126-6 

113-2 

113  -2 

Differences . 

1-9 

2-7 

3-52 

3-95 

6-6S 

6-98 

pa2  -  I 
(pa~  +  2  )d 

0-33243 

0  -31907 

0  -30667 

O' 30755 

0-32307 

0-32321 

~pPa‘  ~ 1  1 

(pa2  +  2 )d 

72-46 

70-19 

71  -76 

76 -8S 

69-13 

69-17 

h'a  . 

72  -06 

69-08 

70-36 

75-22 

66-40 

66-40 

Differences . 

Py  —  pu 

d 

Pfi  -  PL i 

0  -4 

0  -02478 

1-11 

0  -02484 

1-40 

0-02265 

1-67 

2-73 

2-76 

d 

— 

— 

— 

0  -02503 

0-02531 

Py  -  Pa 

d  . 

PP  —  Pa 

(l 

0  '0237S 

0  -01452 

0-02422 

0  -0148G 

0-02193 

0-01572 

0-02309, 

O' 01383 

0-02387 

0 -02415 

Py-  -  P™ 

P  y~  1 

0  -05042 

0  05245 

0-0499S 

— 

— 

— 

Py-  ~  1 

Pa'  ~  1 

1-05087 

1  05399 

1  -05083 

— 

— 

— 

pp~-  Pa 2 

Pi r  -  1 

0  -03005 

0 -03198 

0  -03508 

— 

0  -049S0 

0-05031 

P&-  ~  1 

Pa  ~  i 

1  -03098 

1  -03303 

1  -03635 

— 

1-04241 

1-05297 

S.  B.  A.  A. 

Violet  Flame  produced  by  Common  Salt  in  a  Coal  Fire. 

By  A.  P.  Smith  (Ghent.  News,  61,  292 — 293;  compare  Abstr.,  1879, 
497  ;  1889,  330). — The  author  maintains  that  the  violet  flame  produced 
by  common  salt  in  a  coal  fire  is  due  to  the  chlorine,  both  for  grounds 
already  stated,  as  well  as  on  the  evidence  of  the  spectrum  of  the  flame, 
and  that  it  is  not  due  to  copper,  as  suggested  by  Salet  (this  vol.,  p.  560). 

D.  A,  L. 

Phosphorescence  produced  by  the  Contact  of  Ozone  with 
certain  Waters.  By  E.  Fahrig  (Chem.  News,  62,  39— 40).— The 
author  has  observed  a  transitory  soft  phosphorescent  glow,  in  the 
dark,  when  some  samples  of  water  are  brought  into  contact  with 
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ozone,  or  with  ozonised  water,  oil,  or  air;  neither  chlorine  nor  hydro¬ 
gen  pei’oxide  produces  the  phenomenon,  nor  do  all  waters  ;  for  instance, 
a  deep  well  water  and  sea  water  did  not,  whilst  river  water  did  ; 
moreover,  boiling  and  filtering  the  water  did  not  destroy  the  power  of 
producing  the  phosphorescence.  Some  suggest  oxidation  of  organic 
matter  and  organisms  as  the  cause.  D.  A.  L. 

Electrical  Conductivity  of  Solutions  of  Cadmium  Salts.  By 

F.  J.  Wekshoyex  (Zeit.  physikal.  Ghem .,  5,  481 — 525). — Solutions  of 
cadmium  chloride,  bromide,  iodide,  nitrate,  and  sulphate,  and  potas¬ 
sium  cadmium  oxide  were  investigated  by  the  author  within  wide 
limits  of  concentration  and  temperature.  The  temperature-coefficient 
of  all  the  salts,  except  the  iodide  and  double  iodide,  approximates  at 
extreme  dilutions  to  2'3  per  cent,  per  degi-ee.  In  concentrated  solu¬ 
tions,  the  valuations  of  conductivity  with  the  temperatui'e  may  be 
expressed  by  a  linear  equation  in  the  case  of  the  cliloi'ide,  iodide,  and 
double  iodide ;  the  other  salts  requh-e  an  equation  of  the  second 
degi-ee.  Diffei’ences  of  as  much  as  10  per  cent,  sometimes  appear 
between  Grotriau’s  numbers  and  the  conductivities  found  by  the 
author;  these  the  latter  atti'ibutes  to  the  “not  quite  perfect  pui'ity  ” 
of  his  preparations.  A  long  discussion  of  the  results  with  respect  to 
molecular  conductivity,  the  rate  of  ti-ansference  of  the  ions,  and  tlie 
supposed  complexity  of  the  salt-molecules  is  entered  on.  The 
author  concludes  with  Ai'i'lienius  that  in  cadmium  nitrate  the  inactive 
molecules  are  not  complex,  but  that  in  the  other  salts  they  are. 
Combined  with  Kohlrausch’s  values  for  the  speed  of  migration  of  the 
anions  Cl,  Br,  I,  and  jST03,  the  numbei's  obtained  for  extreme  dilutions 
give  the  following  speeds  of  the  cadmium  ion : — 49'2,  50’9,  49  '3, 
53‘7  ;  in  the  mean,  51.  The  speeds  of  other  ions  (bivalent  metals)  in 
the  same  units  are  :  bai'inm,  51 ;  zinc,  51 ;  magnesium,  53. 

In  the  course  of  his  expeinments,  the  author  found  that  a  freshly- 
platinised  platinum  electrode,  when  dipped  into  a  solution  of  potas¬ 
sium  iodide,  coloured  the  solution  at  first  yellow,  and,  after  a 
few  minutes,  pink.  The  coloration  is  due  to  platinum  teti'iodide 
dissolved  in  the  solution  of  potassium  iodide,  and  not  in  any  way 
to  iodine,  as  was  proved  by  the  addition  of  stai-ch  solution.  Tlxe 
action  seems  to  be  PtCb  +  4KI  =  Ptl4  +  4KC1.  It  is  not  neces- 
saiy  that  the  elccti’ode  should  have  been  pi'eviously  immei'sed  in  a 
solution  of  platinum  cliloi'ide ;  hydrochloric  acid  alone  effects  the 
i'€ action,  which  indeed  may  be  used  as  a  most  delicate  test  for  this 
acid,  yielding  l-esults  when  silver  nitivxte  gives  no  turbidity.  For 
this  pui'pose,  tlxe  washed  platinised  electx'ode  is  dipped  repeatedly 
into  potassium  iodide  solution  until  it  no  longer  gives  the  pink  colour; 
it  is  then  washed  thoroughly  with  alcohol  and  watei-,  allowed  to  i-c- 
main  for  some  time  in  the  solution  to  be  tested  for  hydrochloric  acid, 
is  again  washed,  and  reimmersed  in  dilute  potassium  iodide  solution. 
After  some  time,  the  pink  colour  appeal's.  Cliloi’ides,  or  hydrobromic 
and  other  acids,  do  not  give  tlxe  coloration.  J,  W. 

Electrolysis  of  Various  Substances.  By  P.  L.  Asganoglon 
( Ghem .  Nates ,  62,  42 — 43). — The  cuiTent  fi'om  six  Fuller’s  mercury 

4  in  2 


1204 


ABSTRACTS  OF  CHEMICAL  PAPERS. 


dichromate  elements  was  passed  through  various  solutions  with  the 
following  results: — Water  containing  calcium,  magnesium,  barium, 
strontium,  or  zinc  hydrogen  carbonate  yielded  a  deposit  of  the  normal 
carbonate  at  the  negative  electrode,  both  oxygen  and  hydrogen  being 
evolved  in  all  cases.  Ferrous  carbonate  remained  unaltered  under 
similar  treatment,  although  the  evolution  of  the  gases  was  the  same. 
Silver  chloride  dissolved  in  sodium  thiosulphate  gave  a  deposit  of 
metallic  silver  and  an  odour  of  hydrogen  sulphide  with  an  evolution 
of  hydrogen  but  no  oxygen.  Lead  sulphate  dissolved  in  ammonium 
tartrate  deposited  a  black  mass,  smelling  of  ammonia,  at  the  negative 
pole,  while  the  positive  pole  and  the  liquid  became  yellow  aud  both 
oxygen  and  hydrogen  were  evolved.  D.  A.  L. 

Amalgams.  By  M.  Le  Blanc  ( Zeit .  physical.  Ghem.,  5,  467 — 480). 
— This  paper  contains  an  investigation  of  the  magnitude  of  the 
polarisation  given  by  various  amalgams  in  a  solution  of  the  corre¬ 
sponding  chloride  against  zinc  amalgam.  The  apparatus  used  in¬ 
cluded  a  large  tuning-fork,  -which  by  its  vibrations  allowed  measure¬ 
ments  of  the  E.M.F.  of  polarisation  to  be  made  while  the  primary 
current  was  practically  constantly  flowing.  The  rate  of  fall  of  the 
polarisation  after  the  primary  current  was  interrupted  gave  a  means 
of  estimating  the  relative  stability  of  the  amalgams.  Amongst 
those  of  the  metals  of  the  alkalis  and  alkaline  earths,  lithium 
and  magnesium  amalgams  are  the  least  stable.  After  the  current 
from  eight  Leclanclie  cells  had  passed  for  ten  minutes,  the  evolution  of 
gas  was  in  general  feeble,  but  in  the  case  of  litliinm  and  magnesium,  it 
was  comparatively  lively.  The  author  found  that  in  a  mixture  of 
zinc  chloride  and  hydrogen  chloride  solutions,  zinc  amalgam  was 
formed  at  the  negative  pole,  which  would  indicate  that  atomic 
hydrogen  displaces  zinc  in  its  salts.  The  ammonium  and  alkyl- 
ammonium  amalgams  are  proved  to  have  an  actual  existence,  for  the 
phenomena  observed  with  solutions  of  the  ammonium  chlorides  are 
quite  comparable  with  those  obtained  when  metallic  chlorides  are 
employed.  These  amalgams,  however,  are  much  less  stable,  as  is 
seen  by  the  relatively  rapid  falling-off  of  the  E.M.F.  of  polarisation 
when  the  primary  current  ceases  to  flow.  Besides  ammonium,  the 
author  investigated  methyl-,  ethyl-,  dimethyl-,  diethyl-,  trimethyl-, 
triethyl-,  and  tetramethyl-ammonium  amalgams.  Triethylammonium 
amalgam  probably  does  not  exist — it  is  at  any  rate  extremely 
nustable  ;  trimethyl-  and  diethyl-ammonium  form  amalgams  scarcely 
less  so.  The  formation  of  a  mercury  froth  on  electrolysis  has  hitherto 
been  held  as  a  good  indication  of  the  production  of  an  amalgam,  but 
it  is  pointed  out  by  the  author  that  in  the  case  of  ethylammonium 
there  is  no  froth,  and  yet  the  electrical  behaviour  shows  that  a  com¬ 
paratively  stable  amalgam  is  formed.  J.  W. 

Melting  Points  of  Organic  Compounds.  By  A.  Reissert 
(Tier.,  23,  2230 — 2245). — The  author  lias  tried  to  ascertain  under 
what  conditions  the  melting  point  of  a  substance  can  be  determined 
with  constant  results ;  his  experiments  in  this  direction  were  not 
successful,  but  it  was  fouud  that,  if  in  taking  the  melting  point  in  a 
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capillary  tube  tbe  following  three  rules  are  observed,  the  errors  of 
observation  are  considerably  diminished. 

(1.)  The  zero  point  of  the  thermometer  should  be  determined  from 
time  to  time,  and  the  proper  correction  made  if  necessary. 

(2.)  The  correction  for  the  projecting  thread  must  always  be  made, 
otherwise  there  may  be  a  difference  of  several  degrees  between  the 
melting  points  found  by  different  observers  ;  Rimbach’s  tables  (this 
vol.,  p.  205)  are  convenient  for  this  purpose. 

(3.)  The  temperature  at  which  the  substance  commences  to  melt 
should  be  noted  and  not  that  at  which  it  is  completely  liquefied. 

The  corrected  melting  points  of  24  pure  substances,  ranging  from 
paraxyleue  (m.  p.  13°)  to  anthraqninone  (m.  p.  28465°)  are  given. 

r.  s.  k. 

Deductions  from.  Van’t  Hoffs  Theory.  By  S.  Pagliaxi 
(Gazzetta,  19,453 — 478;  compare  this  vol.,  p.  845). — The  author  has 
calculated  the  value  of  i  from  Van’t  Hoff’s  equation 

.  _  Q  2d  log  0  n, 

t~SF'  it  . 


for  solutions  at  various  temperatures  and  of  different  degrees  of  con- 
centration  of  the  salts  K2SCb,  NaN03,  KC1,  NH4C1,  KN03,  and  HaCl. 
The  figures  obtained  lead  to  the  conclusion  that  the  above  equation  is 
wanting  in  generality,  the  values  of  i  diminishing  with  the  increase 
of  concentration  contrary  to  the  theory.  If  (1)  were  in  general  true, 

Q  and  ^  C  would  have  the  same  sign ;  in  other  words,  the  solu¬ 
bility  of  a  salt  and  its  heat  of  dissolution  at  different  temperatures 
would  always  vary  in  the  same  sense,  a  generalisation  to  which  there 
are  very  numerous  exceptions. 

These  discrepancies  are  probably  due  to  the  dependence  of  Van’t 
Hoff’s  equation  on  the  general  laws  of  equilibrium  in  solutions,  the 
second  of  which  assumes  that  the  transformation  of  one  system  into 
another  takes  place  at  constant  volume,  an  assumption  which  does 
not  bold  in  solutions  of  salts. 

A  comparison  of  (1)  with  the  equation  deduced  from  the  diminu¬ 
tion  of  the  vapour  tension  of  the  solution  of  a  salt,  shows  that  if 
salts  are  considered  to  be  in  solution  in  the  anhydrous  state,  Van’t 
Hoff’s  equation  is  either  in  conflict  with  experimental  results,  or 
with  Kirchhoff’s  theoretical  deductions  (Ann.  Phys.  Chem.,  1S58, 
194,  and  1885,  24 ;  Abstr.,  862,  1885)  ;  the  discrepancies  may,  how¬ 
ever,  be  explained  by  assuming  that  the  salts  possess  a  different 
degree  of  hydration  at  different  temperatures.  Similarly,  on  com- 

1 

paving  (1)  with  the  equation  i  =  — — -  — —  (where  M  is  the  molccu- 

lo'5  p 

lar  weight,  and  A  the  depression  of  the  freezing  point  produced  by  a 
quantity  p  in  solution),  it  appears  that,  whereas  i  always  diminishes 
with  increase  of  concentration  when  calculated  from  tbe  former 

equation,  the  value  of  -  increases  or  diminishes  with  the  conccn- 
P 

tration  according  to  the  nature  of  the  salt ;  to  reconcile  the  cqua- 
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tions,  it  is  necessary  to  suppose  that  M  uniformly  decreases  with  in¬ 
creasing  concentration  to  an  extent  sufficient  to  render  the  variation  of 

—  insignificant, 

V 

The  absorption  of  heat  which  in  many  cases  takes  place  during 
dissolution,  and  which  increases  with  the  increase  of  dilution  of  the 
solution  and  with  the  diminution  of  the  temperature  of  the  solvent, 
just  as  the  state  of  hydration  of  a  salt  is  supposed  to  do,  is  explained 
by  the  author  by  the  assumption  that  the  quasi -aeriform  condition 
in  which,  by  Van’t  Hoff’s  theory,  salts  arc  supposed  to  exist  in  dilute 
solutions,  necessitates  the  absorption  of  a  certain  quantity  of  heat  of 
dilatation.  S.  B.  A.  A. 

Thermal  Behaviour  of  Cupric  Chloride  Solutions.  By  L.  T. 

Heicher  and  C.  AT.  van  Deventer  (Zeit.  physikcil.  Chem.,  5,  559 — 565). 
Le  Chatelier  and  Van’t  Hoff  deduced  as  a  necessary  consequence  of 
thermodynamics  that  when  the  heat  of  dissolution  of  a  substance  in 
its  almost  saturated  solution  was  negative,  the  solubility  would 
increase  with  increase  of  temperature;  when  positive,  the  solubility 
would  diminish  with  rise  of  temperature.  The  salt  CuCl2,2H20  is 
one  of  the  few  which  dissolve  in  much  water  with  development  of  heat, 
and  its  temperature  coefficient  of  solubility  is  positive.  These  facts, 
when  taken  in  conjunction  with  the  above  principle,  would  point  to 
curious  behaviour  of  the  salt  with  respect  to  the  heat  of  dissolution 
in  liquids  of  different  concentration.  The  authors  have  investigated 
the  matter  experimentally,  and  find  that  in  a  saturated  solution,  the 
heat  of  dissolution  is  negative,  as  theory  predicts.  From  observations 
of  their  own,  and  from  data  given  by  Thomsen  as  to  the  heat  of  dilu¬ 
tion  of  cupric  chloride  solutions,  they  calculate  that  the  heat  of  dis¬ 
solution  attains  a  maximum  (at  11°)  when  the  solvent  has  a  strength 
of  about  8  mols.of  CuCI2,2H20  to  198  mols.  of  H20.  At  this  concen¬ 
tration,  therefore,  the  salt  would  be  dissolved  without  auy  thermal 
effect  whatever,  and  direct  experiment  confirms  this  conclusion.  The 
heat  of  dissolution  becomes  negative  when  the  concentration  is  about 
18  mols.  of  salt  to  198  mols.  of  water.  J.  W. 

Heat  of  Combustion  and  Constitution  of  Organic  Com¬ 
pounds.  By  0.  Dieffenbach  ( Zeit .  physikal.  Chem.,  5,  566 — 588). 
— The  author  subjects  the  heats  of  combustion  of  various  organic 
compounds  to  an  arithmetical  investigation,  and  from  his  results 
seeks  to  draw  conclusions  as  to  the  constitution  of  the  substances  in 
question.  As  the  basis  of  calculation  he  assumes  that  the  heat  of  com¬ 
bustion  of  a  compound  is  additively  made  up  of  certain  values  which 
are  constant  for  all  compounds.  Thus  we  have  the  heat  of  combus¬ 
tion  of  the  “  isolated  ”  carbon-atom,  of  the  hydrogen-atom  attached 
to  carbon,  and  of  the  various  forms  of  linking  between  the  carbon- 
atoms.  All  these  constants  may,  from  the  experimental  data,  be  ex¬ 
pressed  in  terms  of  any  one :  the  fatty  single  bond  is  chosen  as  the 
standard  by  the  author.  Reckoning  in  this  way,  he  finds  that  what 
is  left  over  for  carbon  linking  in  the  benzene  nucleus  is  equal  to  the 
thermal  value  of  nine  single  bonds,  and  bears  no  simple  relation  to 
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three  single  and  three  double  bonds :  he  thus  considers  it  highly 
probable  that  the  six  carbon-atoms  in  the  benzene  ring  are  connected 
by  nine  single  bonds,  and  that  Kekule’s  formula  is  erroneous. 
Similarly,  the  heat  of  combustion  of  naphthalene  would  point  to  its 
ten  carbon-atoms  being  connected  by  sixteen  single  bonds.  The  six 
carbon  bonds  in  hexamethylene  (hexahydrobenzene)  aj^pear  to  be 
ordinary  fatty  bonds ;  but  the  three  in  trimethylene  are  not  so. 

By  making  sundry  more  or  less  probable  assumptions,  the  author 
endeavours  to  fix  limits  between  which  the  value  of  his  standard 
must  lie,  and  comes  to  the  conclusion  that  the  value  for  the  single 
bond  must  be  greater  than  15000  cal.  and  less  than  48000  cal. 
Further,  the  relations  between  the  various  kinds  of  linking  are  found 
to  be — 

double  =  2  single  —  15193  cal. 
triple  =  3  single  —  3  X  14952  cal. 

2  trimethylene  =  2  single  —  15286  cal. 

The  numerical  terms  in  these  equations  are  approximately  multiples 
of  15000,  so  that  the  author  thus  thinks  it  probable  that  the  absolute 
valnes  of  the  constants  are  also  multiples  of  such  a  number.  That 
being  the  case,  the  only  values  which  satisfy  the  limits  he  found 
above  are — 

single  =  30300  cal. 
double  =  45450  cal.  =  -f  single 
triple  =  45450  cal.  =  f  single 
trimethylene  =  22725  cal.  =  f  single. 

The  thermal  value  of  the  double  bond  would  thus  be  equal  to  that 
of  the  triple  bond.  Further,  the  heat  of  combustion  of  the  “  isolated  ” 
carbon-atom  would  be  166573  cal.,  and  of  the  hydrogen-atom 
attached  to  carbon,  11039  cals.  By  the  help  of  these  values,  the 
author  calculates  the  heat  of  combustion  of  several  compounds  not 
used  in  obtaining  the  numbers,  and  finds  a  satisfactory  agreement 
with  direct  experiment.  J.  W. 

The  “Dead  Space”  in  Chemical  Reactions.  By  O.  Liebreich 
( Zeit .  physikal.  Chem.}  5,  529 — 558). — In  a  communication  to  the 
Royal  Prussian  Academy,  the  author  pointed  out  that  certain  parts 
of  the  liquid  in  which  a  slow  chemical  transformation  is  going  on 
exhibit  either  no  reaction,  or  a  diminished  or  delayed  reaction.  This 
peculiar  region  he  terms  the  dead  space,  and  in  the  present  paper 
seeks  to  ascertain  the  cause  of  the  phenomenon.  For  the  purposes  of 
experiment,  the  most  useful  reactions  are  the  transformation  in  dilute 
aqueous  solution  of  chloral  into  chloroform  by  means  of  sodium  car¬ 
bonate,  and  the  reaction  between  iodic  acid  and  sulphurous  acid.  In 
the  first  case,  the  extent  of  the  reaction  is  rendered  visible  by  the 
separation  of  chloroform ;  in  the  second  case,  by  the  liberation  of 
iodine. 

The  dead  space  appears  at  the  free  surface  of  the  liquid,  aud  is 
easily  visible  to  the  naked  eye  ;  and  in  narrow  spaces,  capillary  tubes 
for  example,  there  is  either  retardation  or  entire  prevention  of  tho 
reaction,  as  may  be  seen  when  iodic  and  sulphurous  acids  are  used 
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along  with  starch  solution.  In  somewhat  wider  tubes,  a  thin  thread 
of  blue  appears  in  the  last  case  along  the  axis.  Some  40  figures  are 
given  in  the  paper  to  show  the  form  of  the  dead  space  in  vessels  of 
various  shapes. 

The  author  proves  conclusively  that  the  dead  space  at  the  free 
surface  is  not  due  to  evaporation,  and  is  inclined  to  attribute  the 
phenomenon  to  the  physical  influence  of  the  walls  and  to  the  surface 
tension,  there  being  a  certain  viscosity  to  hinder  the  reaction  in  these 
regions.  This  view  receives  support  from  the  fact  that  the  dead 
space  diminishes  in  extent  with  rise  of  temperature.  J.  W. 

Influence  of  Glass  Surfaces  on  Velocity  of  Reaction.  By 

S  PERAK  SKI  ( Zeit .  physikal.  Chem.,  5,  607 — 608). — The  observation  of 
Liebreich  (preceding  abstract),  that  the  reaction  between  iodic 
and  sulphurous  acids  did  not  take  place  when  the  mixture  was 
poured  into  a  vessel  filled  with  glass  beads,  points  to  a  possible  source 
of  error  in  the  determination  of  many  velocities  of  reaction.  The 
author  studied  the  influence  of  glass  wool  and  glass  beads  on  the  rate 
of  inversion  of  cane-sugar  by  hydrochloric  acid.  Glass  wool  pro¬ 
duced  a  continuous  diminution  of  the  velocity-constant,  but  this  was 
proved  to  proceed  from  interaction  between  the  glass  and  the  acid, 
the  titre  falling  to  about  half  its  initial  value  in  three  days.  Beads 
previously  boiled  in  acid  exerted  not  the  slightest  influence  on  the 
rate  of  inversion.  J.  W. 

Isomorphism.  Part  II.  By  J.  W.  Retgers  (Zeit.  physikal. 
Chem.,  5,  436 — 466). — In  a  former  paper  (this  voh,  p.  32S),  the 
author  studied  the  nitrates  of  the  alkali  metals  and  of  silver.  He 
now  takes  up  and  investigates  in  detail  the  corresponding  chlorates, 
the  method  employed  being,  as  before,  a  study  of  the  specific  gravities 
of  the  mixed  crystals. 

In  the  isodimorphous  series  [AgC103 :  NaC103],  crystals  containing 
up  to  18*2  per  cent,  of  silver  chlorate  are  regular ;  a  break  in  the 
series  then  follows,  after  which  crystals  containing  more  than  71'5  per 
cent,  of  the  silver  salt  are  quadratic.  Potassium  and  silver  chlorates 
crystallise  very  sparingly  with  each  other,  the  monoclinic  potassium 
salt  taking  up  only  a  small  fraction  of  a  per  cent,  of  silver  salt,  which 
in  its  turn  behaves  similarly  towards  the  former.  A  quadratic  double 
salt,  KC103,AgCl03,  is,  however,  formed  when  the  simple  salts  are 
allowed  to  crystallise  in  molecular  proportions.  Sodium  and  potas¬ 
sium  chlorates  neither  form  a  double  salt,  nor  do  they  take  up  more 
than  traces  of  each  other  when  they  crystallise  from  mixed  solutions. 
The  chlorates  of  ammonium,  rubidium,  cajsium,  and  thallium  are  all 
considered  by  the  author  to  be  monoclinic  and  isomorphous  with 
potassium  chlorate.  Lithium  chlorate  is  probably  rhombic.  A  table 
is  given  comparing  the  nitrates,  chlorates,  bromates,  and  iodates  of 
the  above  metals. 

The  author,  in  conclusion,  criticises  the  value  of  identity  of  angle, 
parallel  growth,  &c.,  as  criteria  of  isomorphism  ;  and  is  of  opinion 
that  only  a  study  of  the  capability  in  any  given  case  to  form  mixed 
crystals  can  lead  to  definite  and  trustworthy  results.  J.  TV”. 
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Freezing  Point  of  Isomorphous  Mixtures.  By  F.  W.  Kuster 
(Zeit.  physikal.  Chem .,  5,  001 — 606). — It  is  well  known  that  Van’t 
Hoffs  law  for  the  depression  of  the  freezing  point  holds  true  only 
when  the  solvent  separates  out  as  such.  If  some  of  the  dissolved 
substance  crystallises  along  with  the  solvent  on  freezing,  then  the 
law  is  no  longer  applicable  (Van’t  Hoff,  this  vol.,  p.  1044),  but  must 
be  suitably  altered.  The  author  investigates  a  combination  of  sub- 
stances  which  crystallise  together  in  all  proportions,  namely,  hexa- 
chlor-a-keto-q-pentylene,  C5ChiO,  and  pentachlormonobrom-a-keto- 
7-pentylene,  C5Cl5BrO.  Here  the  crystals  which  separate  have 
the  same  composition  as  the  liquid,  and  the  freezing  point  may  be 
calculated  from  the  simple  formula  of  mixing,  that  is,  the  curve  of 
the  freezing  point  tabulated  against  percentage  composition  of  the 
mixture  is  a  straight  line  joining  the  freezing  points  of  the  two  pure 
substances.  J.  W. 

Affinity-constants  of  Organic  Acids.  By  H.  G.  Bethjiann 
(Zeit.  physikal.  Chem.,  5,  385 — 422). — In  this  paper  we  have  a 
further  contribution  to  the  determination  of  the  constants  of  affinity 
which  have  been  shown  by  Ostwald  (Abstr..  1889,  818)  to  be  so 
characteristic  for  the  various  organic  acids.  The  author  has 
measured  the  constants  of  over  40  additional  substances,  including 
substituted  benzoic  acids,  the  polycarboxylic  acids  of  benzene, 
naphthoic  and  hydronaphthoic  acids,  many  bibasic  acids  of  the 
oxalic  series,  and  one  or  kwo  derivatives  of  pyridine  and  tliiazole. 

The  alkyl  substitution-products  of  succinic  and  glutaric  acids  are 
the  subject  of  a  special  discussion  from  the  point  of  view  of  the 
Van’t  Hoff-Wislicenus  theory.  The  substitution  of  a  hydrogen-atom 
by  a  methyl-group  usually  lowers  the  constant,  but  in  succinic  acid, 
&c.,  the  opposite  is  the  case.  From  a  consideration  of  the  numbers- 
obtained  by  him  for  the  different  derivatives,  the  author  is  disposed 
to  believe  that  the  raising  of  the  constant  in  such  instances  is  due  to 
approximation  of  the  two  carboxyl-groups,  brought  about  by  the 
introduction  of  the  compound  radicle.  J.  W. 
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Ammonia  in  Burnt  Magnesium.  By  P.  L.  Aslaxoglod  (Chem. 
News,  62,  99). — Ammonia  was  observed  in  the  magnesium  hydroxide 
left  behind  after  burning  magnesium  ware  or  dust  in  the  air. 

D.  A.  L. 

Water  of  Crystallisation.  By  L.  Schneider  (Monatsh.,  11, 
166 — 178). — In  his  investigations,  the  author  considers,  as  water 
of  crystallisation,  only  that  water  which  is  directly  laken  up 
by  the  anhydrous  salt,  and  which  can  be  driven  off  on  heating  the 
compound.  Supposing  the  density  of  the  anhydrous  salt  to  remain 
constant  when  in  combination,  it  appears  that  water,  existing  as 
water  of  crystallisation,  has  a  constant  density  of  either  £  or  -J.  The 
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former  number  obtains  in  the  ease  of  the  following  compounds : — 
KaBr,2H20 ;  BaCl2,2H-,0;  SrCl2,6H20;  Na2C03,10H,0;  2Na0H,7H20; 
CaS04,2H20;  A12(S04)3,18H20  ;  Na2B407,5H,0 ;  Ca(N03)2,4H20 ; 

K2A12(S04)4,24H20  ;  (NH4)2A12(S04)4,24H20 ;  Na2Al2(S04)4,24H20  ; 
HBr,5H20 ;  KC103,2H20 ;  BaCl2,4H20,  and  others  ;  the  latter  in 
that  of  ferrous,  copper,  zinc,  magnesium,  and  manganese  sulphates. 
In  the  case  of  the  monohydrate  of  sulphuric  acid,  H2S04,H20,  the 
molecule  of  water  has  a  density  of  -■ ;  the  second  molecule  existing  in 
the  hydrate  H2S04,2H20  has  a  density  of  f. 

The  density  of  an  aqueous  solution  of  a  salt  is  dependent  on  the 
following  factors : — (1)  the  quantity  of  anhydrous  salt  in  solution; 
(2)  the  quantity  of  the  combined  water ;  (3)  the  quantity  of  un¬ 
combined  water  having  a  density  1.  Knowing  the  density  of  the 
anhydrous  salt,  and  which  of  the  expressions  -*-  and  ■§•  represents  the 
density  of  the  combined  water,  the  density  of  an  aqueous  solution  of 
any  strength  can  be  readily  calculated.  The  paper  contains  a  series 
of  tables,  which  show  how  very  closely  the  numbers  obtained  by  such 
calculations  agree  with  those  found  by  observation.  G.  T.  M. 

Action  of  Arseniuretted  Hydrogen  on  Potassium  Perman¬ 
ganate.  By  D.  Tivoli  ( Gazzetta ,  19,  630— 632). — When  a  current 
of  pure  arseniuretted  hydrogen  is  passed  into  a  dilute  solution  of 
potassium  permanganate,  a  brown  precipitate  is  formed,  the  liquid 
after  a  time  becoming  clear  and  colourless.  The  following  reactions 
take  place: — (1)  AsH3  +  2KMn04  =  K>HAs04  +  Mn203  +  H20 ; 
(2)  AsH3  +  2KMn04  =  K2HAs03  +  2Mn02  +  H20.  The  first  re¬ 
action  is  the  principal  one,  the  solution  containing  potassium  arsenate 
and  only  small  quantities  of  arsenite;  part  of  the  arsenate  is  mechani¬ 
cally  retained  by  the  precipitate.  The  latter  consists  of  hydrated 
sesquioxide  of  manganese  mixed  with  small  and  variable  quantities  of 
the  hydrated  peroxide.  S.  B.  A.  A. 

Note  on  the  Diamond.  By  A  Krause  ( Ber .,  23,  2409 — 2412). 
— Diamond  splinters  were  burnt  in  a  current  of  oxygen,  the  products 
of  combustion  absorbed  by  ammonia,  and  the  ammoniacal  solution 
decomposed  with  pure  sodium  hydroxide.  A  comparison  of  the  crys¬ 
tals  obtained  on  evaporation  with  those  of  pure  sodium  carbonate, 
showed  that  they  had  the  same  percentage  of  water  of  crystallisation, 
and  that  they  were  identical  in  crystalline  form,  optical  properties, 
melting  point,  electrical  conductivity,  and  solubility  in  water.  The 
author  concludes  that  the  diamond  must  be  chemically  identical  with 
carbon,  since  not  only  is  the  atomic  weight  the  same,  but  on  oxida¬ 
tion  they  both  yield  exactly  the  same  product.  J.  B.  T. 

Potassium  Tetrathionate  and  Pentathionate.  By  A.  Fock  and 
K.  Kluss  {Ber.,  23,  2428 — 2432). — The  authors  have  examined  the 
crystals  to  which  Rammelsberg  gave  the  formula  K2S506,  and  find 
them  to  be  really  potassium  tetrathionate,  K2S406,  and  they  suggest 
that  the  analysis  which  Rammelsberg  published  was  made  with  a 
different  and  impure  preparation.  The  compounds  described  by 
Lewis  (Trans.,  1SS1,  68,  and  1882,  300)  and  Shaw  (Trans.,  1883, 
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357)  are  really  potassium  pentathionate,  2K2S606  +  3H20,  not 
KoSaOs  +  HoO,  as  the  latter  states ;  there  is  therefore  only  one  potas¬ 
sium  pentathionate.  Potassium  tetrathionate  crystallises  in  peculiar 
hemimorphous  or  hemihedral  forms  belonging  to  the  monosymmetric 
system,  not  to  the  rhombic  system  as  stated  in  Shaw’s  paper.  Potas¬ 
sium  pentathionate  crystallises  in  thick  prisms  and  in  flat  plates,  both 
forms  belonging  to  the  rhombic  system.  J.  B.  T. 

Copper  Oxysulphides.  By  T.  Cliche  (Arch.  Pharm.,  228, 
374 — 414). — The  action  of  ammoniacal  copper  oxide  solution  on 
cupric  sulphide  when  hot,  as  in  the  volumetric  estimation  of 
copper  by  (standard)  sodium  sulphide  solution,  does  not  add  oxygen 
to  the  sulphide,  but  removes  sulphur  ;  the  sulphide  is  partially  or  com¬ 
pletely  converted  into  cuprous  sulphide,  and  the  conversion  is  the  more 
complete  the  higher  the  temperature  and  the  more  concentrated  the 
oxide  solution;  both  temperature  and  state  of  concentration  affect  the 
result  in  a  marked  manner.  The  cuprous  sulphide  is  not  further  at¬ 
tacked.  The  sulphur  removed  is  oxidised  to  sulphuric  acid,  whilst  the 
cupric  oxide  in  solution  is  reduced  to  cuprous  oxide  ;  the  filtrate  conse¬ 
quently  always  contains  sulphuric  acid  when  the  cupric  oxide  solution 
lias  been  prepared  either  from  chloride,  nitrate,  or  acetate.  In  neutral  or 
acid  solutions,  the  same  reaction  takes  place,  but  the  oxide  does  not  yield 
up  oxygen;  the  copper  solution  only  acts  as  a  carrier  of  oxygen  from 
the  air.  The  products  of  the  action  of  the  oxide  solution  on  the 
sulphide  are  not  oxysulphides,  but  compounds  or  mixtures  of  cupric 
and  cuprous  sulphide,  and  sulphate  is  always  present,  due  to  the  easy 
oxidation  of  the  cupric  sulphide,  except  in  the  case  when  cuprous 
sulphide  alone  is  formed.  The  water  of  crystallisation  and  the  com¬ 
bined  oxygen  of  the  sulphate  are  reckoned  as  oxygen  ;  the  compound 
is  considered  to  be  an  oxysulphide.  The  action  of  concentrated 
sulphuric  acid  on  metallic  copper  yields  sulphurous  anhydride  and 
cupric  sulphate,  but  does  not  produce  oxysulphide,  but  only  cuprous 
sulphide,  so  long  as  any  metallic  copper  is  present.  This  sulphide  first 
appears  brown,  and  then  black  ;  it  does  not  oxidise  in  the  air,  or  only 
very  slightly.  When  the  whole  of  the  metallic  copper  has  dissolved, 
cupric  sulphide  is  produced  by  the  action  of  sulphuric  acid  on  the 
cuprous  sulphide,  and  the  newly  formed  compound  is  attacked  in  turn 
with  the  separation  of  free  sulphur,  the  two  reactions  proceeding 
simultaneously.  The  sulphur  thus  set  free  is  insoluble  in  carbon 
bisulphide,  and  can  reproduce  cupric  sulphide  on  heating  cuprous 
sulphide  with  it.  J-  T. 

New  Ammoniacal  Mercury  Compounds,  and  a  New  Reac¬ 
tion  for  Merc urammonium  Compounds.  By  L.  Pesci  (Gazzetta, 
19,  509 — 526). —  On  adding  ammonia  to  a  solution  of  mercuric 
bromide,  a  fiocculent,  light-yellow  precipitate  is  slowly  formed ;  this 
substance  is  probably  analogous  to  “  infusible  white  precipitate,” 
Hg2NCl,NH4Cl,  but  its  composition  cannot  bedefinitely  ascertained,  as 
it  continually  loses  ammonium  bromide  when  washed  with  cold  water. 
By  treatment  with  boiling  water,  it  becomes  orange-yellow,  loses 
bromine,  aud  its  composition  gradually  approximates  to  Hg3NBr. 
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When  an  aqueous  solution  of  mercuric  bromide  is  treated  with 
excess  of  ammonium  carbonate,  a  heavy,  white  precipitate  of  needles 
is  formed  which  readily  loses  ammonium  bromide  when  treated  with 
water,  being  converted  into  the  preceding  yellow  compound.  When 
treated  with  warm  potash  or  soda,  it  loses  ammonia,  and  is  trans¬ 
formed  into  mercurammonium  bromide,  Hg2NBr.  After  purifica¬ 
tion  by  washing  with  a  dilute  solution  of  ammonium  carbonate  and 
drying  over  sulphuric  acid,  its  composition  was  4Hg2NBr,5]NrH4Br. 
It  is  readily  soluble  in  cold  hydrochloric  acid,  but  is  insoluble  in 
nitric  acid;  it  dissolves  in  warm,  dilute,  sulphuric  acid  (10  per  cent.), 
but  mercuric  bromide  crystallises  out  on  cooling;  it  also  dissolves  in 
ammonium  chloride,  bromide,  or  iodide  with  evolution  of  ammonia. 
At  an  elevated  temperature,  it  decomposes  without  melting. 

Mercurammonium  bromide,  Hg2NBr,  obtained  by  the  decomposition 
of  the  preceding  compound  with  potash  or  soda,  or  by  treating 
Millon’s  base  wuth  dilute  liydrobromic  acid,  is  a  pale,  orarige-yebow, 
anhydrous  pow'der  readily  soluble  in  dilute  hydrochloric  acid,  but  in¬ 
soluble  in  water  and  in  nitric  or  sulphuric  acids.  It  behaves  like  the 
preceding  compound  with  ammonium  chloride,  bromide,  or  iodide. 
It  decomposes  on  heating  without  previous  fusion,  giving  off  small 
quantities  of  ammonia,  and  forming  a  sublimate  consisting  principally 
of  metallic  mercury. 

When  either  mercurammonium  bromide  or  the  compound 
4Hg2NBr,5NH4Br  is  treated  with  a  boiling  solution  of  ammonium 
bromide  and  filtered  after  a  short  contact,  the  filtrate  deposits,  on 
cooling,  colourless,  microscopic  crystals  of  the  composition 
Hg2NBr,3NH4Br.  The  same  compound  is  obtained  on  adding  di¬ 
lute  ammonia  to  a  solution  of  mercuric  bromide  in  ammonium 
bromide,  or  by  mixing  alcoholic  solutions  of  mercuric  bromide  and 
ammonia  ;  in  the  latter  case,  however,  the  product  is  amorphous.  It 
is  decomposed  by  water,  but  not  by  alcohol.  It  melts  at  180°  with 
evolution  of  ammonia,  whilst  at  a  higher  temperature  a  white  powder 
and  drops  of  a  yellow'  liquid  are  sublimed.  It  is  readily  soluble  in 
hydrochloric  acid ;  it  also  dissolves  in  hot  dilute  sulphuric  acid,  but 
mercuric  bromide  separates  on  cooling ;  it  slowdy  dissolves  in  am¬ 
monium  chloride,  bromide,  or  iodide  with  evolution  of  ammonia. 
It  is  decomposed  by  potash  or  soda  with  the  formation  of  mercur¬ 
ammonium  bromide  and  ammonia. 

The  presence  of  the  mercurammonium  radicle,  HgoN,  may  gener¬ 
ally  be  ascertained  by  the  resistance  of  its  salts  to  the  action  of  potash 
or  soda  and  by  their  decomposition  by  sodium  sulphide  ;  in  double 
salts  of  mercurammonium  and  ammonium,  the  ammonium  salt  is  split 
off  and  decomposed  by  alkalis,  and  the  mercurammonium  salt  may 
then  be  detected  by  sodium  sulphide.  As,  however,  some  double 
salts  of  mercury  and  ammonium  (for  example,  HgCl2,NH4Cl, 
HgCl2,2iSrH4Cl,  HgCl2,2NH4I,  &c.)  are  converted  into  mercurammo¬ 
nium  compounds  by  treatment  wdth  alkalis,  the  presence  of  the 
radicle  in  the  original  compound  cannot  always  be  determined  by 
this  method. 

The  evolution  of  ammonia  by  mercurammonium  compounds  wThen 
treated  with  ammonium  bromide  affords  a  ready  means  of  detecting 
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the  radielo ;  tlic  ammonia  may  be  quantitatively  determined  by  allow¬ 
ing  the  reaction  to  proceed  for  about  4S  hours  in  a  closed  bell-jar  in 
presence  of  a  definite  quantity  of  oxalic  acid.  When  neutral  mcrcur- 
ammonium  salts  are  treated  in  this  way,  one-fourth  of  the  evolved 
ammonia  proceeds  from  the  radicle,  tlic  reaction  which  takes  place 
being  represented  by  the  equation  Hg2XX  +  3NH4X  =  2HgX>  + 
4NH3.  The  residual  solution  contains  a  double  salt  of  mercury  and 
ammonia,  which  is  reconverted  into  a  mcrcurammonium  salt  on  the 
addition  of  ammonia.  S.  B.  A.  A. 

Cobalt  and  Nickel  Oxides.  By  G.  Schroder  ( Chem .  Centr., 
1890,  i,  931 — 932,  Inaugural  Dissertation). — The  author  finds  that 
if  the  cobalt  oxide,  Co305,  obtained  by  treating  a  solution  of  a  cobalt 
salt  with  potassium  hypochlorite  or  hypobromite,  is  heated  to  boiling 
in  the  liquid,  oxides  varying  in  composition  from  Co305  to  Co203  are 
formed,  and  that  the  same  oxides  are  produced  if  the  solution  of  the 
cobalt  salt  is  first  treated  with  bromine  and  then  with  potassium 
hydroxide. 

Since  the  higher  oxide,  C03O5,  is  more  readily  washed  than  the 
cobaltic  oxide,  Co203,  it  is  recommended  to  precipitate  cobalt  as  the 
higher  oxide  for  the  purpose  of  quantitative  analysis.  If  solutions  of 
salts  of  nickel  are  treated  in  the  manner  described  above,  nickel  oxide, 
Xi203,  is  the  only  product.  If,  on  the  other  hand,  potassium 
hydroxide  and,  afterwards,  bromine  are  added  to  the  nickel  solution, 
a  lower  oxide,  Xi507,  having  a  formula  between  Xi203  and  NiO,  is 
formed.  The  oxides  Xi507,  Xi203  lose  oxygen  when  boiled  in  potash 
solution,  and  form  oxides  of  an  indefinite  constitution.  J.  W.  L. 

Constitution  of  the  Cobalt,  Chromium,  and  Rhodium 
Bases.  By  S.  M.  Jorgexsex  (/.  pr.  Chem.  [2],  42,  20G — 221). — • 
The  compound  described  by  Frcmy  and  Clove  as  chlorotetramine- 
chromic  chloride,  (Cr,4NH3)Cl3,H20,  is  best  prepared  in  the  manner 
previously  described  by  the  author  (Abstr.,  18S0,  10).  To  the  mixed 
solution  of  chlorotetramine-  and  eliloropurpureo-chromic  chloride 
obtained  as  there  stated,  ammonium  sulphate  is  added,  the  precipi¬ 
tated  chlorotetraminechromic  sulphate  washed  with  water,  and 
reconverted  into  the  chloride  by  mixing  with  moderately  concentrated 
hydrochloric  acid.  To  free  this  compound  from  sulphuric  acid,  it  is 
dissolved  in  water  and  filtered,  and  the  filtrate  allowed  to  fall  into 
moderately  concentrated  hydrochloric  acid.  Its  molecular  weight, 
found  by  Raoult’s  method,  agrees,  as  previously  stated  (this  vol.,  p. 
953),  with  the  simple  empirical  formula  given  above.  In  its  general 
behaviour,  it  strongly  resembles  the  purpureo-compounds,  and  it  is 
therefore  probable  that,  as  in  these  compounds,  one  of  the  chlorine- 
atoms  is  combined  with  the  metal.  That  this  is  really  the  case  is 
shown  by  the  fact  that  only  two-thirds  of  the  chlorine  is  immediately 
precipitated  by  silver  nitrate  in  candle  light.  The  composition  of  the 
salts  described  below  is  also  in  agreement  with  this  supposition,  as  is 
also  the  fact  that  the  platinochloride  contains  only  one  atom  of 
platinum  for  every  clilorinc-atom  in  the  molccidc. 

Chlorotetraminechromic  nitrate,  Cl(Cr,4XlI3)2X03,H20,  is  prepared 
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by  the  addition  of  nitric  acid  to  a  solution  of  the  chloride.  It  is  a 
beautiful,  almost  carmine-red  salt,  and  at  100°  undergoes  a  remark¬ 
able  change,  assuming  a  deep-black  colour,  and  dissolving  in  water 
forming  a  bluish-black  solution.  In  this  it  differs  from  the  other¬ 
wise  similar  chloropnrpureoehromic  nitrate.  The  corresponding 
bromide,  Cl(Cr,4NH3)Br2,H20,  is  a  violet-red  precipitate. 

A  cobaltammonium  chloride  of  similar  composition  has  been  also 
obtained  by  Vortmann  (Abstr.,  1883,  25,  this  vol.,  p.  14),  and  a 
careful  comparison  of  both  compounds  has  shown  that  they  closely 
correspond  with  one  another  in  all  their  properties,  and  the  author, 
therefore,  terms  Vortmann’s  compound  chlorotetraminecobalt  chloride , 
C1(Co,4NH3,H20)C]2.  It  was  prepared  according  to  the  method  given 
by  Vortmann,  and  purified  in  a  manner  similar  to  that  given  for  the 
chromium  salt.  It  forms  a  violet,  crystalline  powder,  scarcely  distin¬ 
guishable  from  chloropurpureocobalt  chloride,  and  soluble  in  40  parts 
of  water  at  the  ordinary  temperature.  Its  molecular  weight,  as  found  by 
Raoult’s  method,  agrees  with  the  formula  given  above.  Silver  nitrate 
only  precipitates  two-thirds  of  the  chlorine  in  the  cold,  and  sulphuric 
acid  drives  off  two-thirds  of  the  chlorine  as  hydrogen  chloride,  forming 
the  sulphate  C1(Co,4NH3,H20)SOi,  which  crystallises  in  rhombic 
tablets,  and  is  isomorphons  with  the  corresponding  chromium  salt. 
The  platinochloride ,  Cl(Co,4NH3,H20)PtCl6,2H20,  only  contains  one 
atom  of  platinum  for  every  atom  of  chlorine  present,  and  crystallises 
in  brown  needles  which  have  a  silky  lustre,  and  lose  their  water  of 
crystallisation  at  100°  or  over  sulphuric  acid.  The  bromide, 
C1(Co,4NH3,H20) Br2,  is  a  bluish-violet,  crystalline  precipitate  more 
soluble  than  the  chloride.  The  chromate,  Cl(Co,4XII3,II20)Cr04, 
forms  a  greenish-brown  precipitate,  soluble  in  cold  water  with  an 
olive-green  colour. 

The  foregoing  description  shows  that  these  two  chlorotetramine- 
salts  correspond  in  their  composition  and  general  properties  with  the 
chloropurpureo-salts,  but  differ  from  them  in  containing  1H20  in 
place  of  1  NH3. 


Cl(Cr,4XH3,H20)Cl2.  C1(Co,4NH3,H20)C12. 

Cl(Cr,4NH3!NH3)Cl2.  Cl(Co,4NH3,NH3)Cl2. 

The  chlorides  of  both  series  are  isomorphous,  and  appear  to  have 
approximately  the  same  molecular  volume.  The  characteristic  fluo- 
silicates  of  these  compounds  also  form  crystals,  the  difference  in  the 
angles  of  which  is  very  slight.  There  can,  therefore,  be  no  doubt  that 
the  first  series  contain  a  bivalent  radicle  isomeric  with  water  in  place  of 
NH3.  In  confirmation  of  this  it  is  found  that  when  chlorotetramine¬ 
cobalt  chloride  is  heated  on  the  water-bath,  first  with  ammonia  and 
then  with  an  excess  of  hydrochloric  acid,  it  is  converted  into  chloro¬ 
purpureocobalt  chloride.  On  the  other  hand,  the  latter  compound, 
when  treated  with  silver  carbonate,  yields  the  roseochloride,  the 
solution  of  which  is  converted,  on  evaporation  on  the  water-bath,  into 
chlorotetraminecobalt  chloride.  Vortmann  has  shown  that  the  latter 
readily  passes  into  the  praseochloride,  and  rice  versa. 

For  the  tetramine  salts,  the  author  proposes  the  constitutional 


INORGANIC  CHEMISTRY. 


1215 


Cl 


formula  R  "  ~-OH3-Cl 


\^h'3nh3*nh,*nh3ci 


,  corresponding  witli  those  already 


given  for  the  chloropurpureo-  and  chloropraseo-salts  (./.  pr.  Chetn. 
[2],  41,  437).  The  formation  of  these  salts  also  emphasises  the 
author’s  previous  statement  that  one  of  the  NH3-groups  in  the  pur- 
pureo-salts  is  less  firmly  combined  than  the  remaining  four. 

H.  Ct.  C. 

Cryoscopic  Investigations  of  Colloids.  By  A.  Saba.yeeff  (./. 
Russ.  Cliem.  Soc.,  21,  515 — 525). — The  author  has  studied  the  appli¬ 
cation  to  some  colloidal  substances  of  Raoult’s  method  of  determining’ 
the  molecular  weight  from  the  depression  of  the  freezing  point. 

Colloidal  tungstic  acid  was  prepared  by  Graham’s  method  by 
dialysing  a  weak  hydrochloric  acid  solution  of  sodium  tungstate.  On 
evaporating  the  dialysed  solution  on  the  water-bath  or  in  a  vacuum 
over  sulphuric  acid,  an  amorphous,  transparent  substance  was  ob¬ 
tained,  the  composition  of  which,  after  dryiug  at  200°,  corresponded 
with  the  formula  3W03,H20.  The  depression  was  identical  for 
both  kinds  of  preparations.  The  numbers  obtained  with  solutions 
containing  1*2 — 100  parts  of  the  acid  in  100  parts  of  -water  varied 
from  0*035 — r910°,  from  which  the  value  679 — 995  Avas  calculated 
as  the  molecular  weight,  that  of  3W03,H20  being  =  714.  Colloidal 
tungstic  acid  is  therefore  tritungstic  acid. 

Colloidal  molybdic  acid  was  prepared  in  the  same  manner  as  the 
foregoing.  After  evaporation  of  the  dialysed  solution  in  a  vacuum 
over  sulphuric  acid,  it  is  left  as  transparent,  hygroscopic,  gum-like 
crusts,  soluble  in  water  without  change,  but  on  heating  the  solution 
a  white  precipitate  separates,  and  on  evaporating  to  dryness  an 
insoluble  residue  is  left.  Immediately  after  preparation,  the  salt 
contains  1T2  per  cent,  of  water;  after  drying  for  several  weeks 
over  sulphuric  acid,  only  6*92  per  cent.  With  the  time  of  drying, 
the  solubility  of  molybdic  acid  in  water  is  found  to  decrease,  and  after 
some  time  it  becomes  insoluble.  The  depression  of  the  freezing  point 
for  solutions  containing  1*6 — 5*1  parts  in  100  parts  of  v'ater  gives 
M  =  608 — 631,  the  number  calculated  for  (M03)4  being  576. 

Glycogen. — A  very  pure  preparation  was  used.  For  solutions  con¬ 
taining  4*06 — 8*29  parts  in  100  parts  of  water,  a  depression  of 
0*050 — 0*095  was  found,  giving  M  =  1545 — 1625.  The  molecular 
weight  (C6H1005)io  =  1620.  The  effect  of  fermentation  of  glycogen 
shows  that  the  molecule  must  be  double,  CsHioOj,  whilst  the  action  of 
dilute  sulphuric  acid  (Shtcherbakoff)  shows  that  its  true  formula  is 
five  times  larger  than  the  empirical  one.  On  heating  at  115°,  glycogen 
loses  3*58  per  cent,  of  its  weight,  and  on  dissolving  the  residue  in 
water  and  determining  the  depression  of  the  freezing  point,  values  were 
obtained  for  the  molecular  formula  which  are  1^-  times  smaller  than 
the  above,  pointing  probably  to  the  existence  of  several  modifications. 

Silicic  Acid. — On  dialysing  a  weak  solution  of  hydrochloric  acid  to 
which  one  of  pure  sodium  silicate  was  added,  solutions  containing  up 
to  37  per  cent,  of  silicic  acid  were  obtained  by  boiling  down  the  solu¬ 
tion  in  a  flask,  whereas  the  solution  of  maximum  concentration  obtained 
by  Graham’s  method,  containing  14  per  cent.,  W'as  found  to  be  very 
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unstable.  The  depression  of  the  freezing  point  of  solutions,  purified 
by  repeated  addition  of  hydrochloric  acid  and  dialysis,  was  found  to  be 
about  0'002°,  that  is,  smaller  than  the  possible  experimental  error.  It 
shows  that  the  molecular  weight  of  silica  is  extremely  high.  Assuming 
that  the  depression  lies  between  0'005°  and  0-0025°,  and  that  silica 
is  a  polymeride,  (Si02)«,  the  value  of  n  will  lie  between  S00  and 

urn 

Colloidal  Ferric  Hydrate. — On  dialysing  a  solution  of  pure  ferric 
hydroxide  in  a  small  quantity  of  hydrochloric  acid,  a  solution  is 
obtained,  containing,  even  after  weeks,  some  hydrochloric  acid.  The 
purest  preparations  obtained  in  this  way  were  found  to  correspond 
with  the  composition  Fe2Cl6,116Fe2(OH)6.  The  freezing-point  de¬ 
pression  of  solutions  containing  16Feo(OH)6  for  lFe^C!;  was  found 
to  be  0  065°.  and  with  increasing  number  of  molecules  of  hydroxide, 
the  depression  was  found  to  diminish,  as  shown  in  a  tabular 
ai’rangement,  down  to  the  proportion  Fe2Cl6,116Fe2(OH)6,  when  it  was 
found  to  be  inappreciable.  From  this  it  follows,  that  the  hydroxide 
alone  causes  no  depression,  but  that  the  effect  is  due  to  the  chloride 
only,  and  that  the  molecular  weight  of  the  hydroxide  in  solution  is 
extremely  large.  On  assuming,  therefore,  that  the  depression  is  due 
only  to  the  presence  of  the  chloride,  and  recalculating  the  values 
accordingly,  values  were  obtained  for  the  molecular  weight  of  the 
chloride  varying  between  270  and  342.  The  molecular  weight  of 
Fe2Clfi  =  325.  The  depression  of  1  gram  of  substance  in  100  parts  of 
water  for  ferric  chloride  is,  according  to  Raoult,  =  0’356°,  therefore 
six  times  larger  than  the  normal  value,  0'0584°,  obtained  by  the 
author.  Raoult’s  large  value  is  due  to  a  dissociation  of  ferric  chloride 
in  aqueous  solution,  and  in  the  above  case,  in  the  presence  of  a  large 
amount  of  ferric  hydroxide,  that  is.  one  of  the  products  of  dissocia¬ 
tion,  scarcely  any  dissociation  takes  place.  It  is  interesting  to  note 
that  the  electrical  conductivity  decreases  with  the  decreasing  amount 
of  ferric  chloride  present,  so  that  the  author  concludes  that  pure 
ferric  hydroxide  in  aqueous  solution  does  not  conduct. 

Fgg  albumin ,  purified  by  FI  ichailoff’s  method,  shows,  in  aqueous 
solution,  an  appreciable  lowering  of  temperature.  A  solution  of 
15'G  parts  in  100  parts  of  water  shows  a  depression  of  0'02°,  from 
which  it  follows  that  the  molecular  weight  is  about  15,000. 

Referring  to  Lubavin’s  experiments  (this  vol.,  p.  685),  the  author 
has  subjected  his  solutions  to  the  temperature  of  —20°  for  at  least 
one  hour,  until  they  became  perfectly  solid.  No  coagulation  of  tnng- 
stic  or  molybdic  acid,  of  glycogen,  or  albumin  occurred,  and  com¬ 
plete  solution  took  place  after  fusion.  A  solution  of  silica  treated  in 
the  same  manner  yielded  the  greater  part  of  the  silica  in  the  insoluble 
state.  The  author  concludes  by  remarking  that  his  experiments 
were  carried  out  before  the  publication  of  the  interesting  researches 
of  Morris  and  Brown.  B.  B. 

Composition  of  Some  Metallic  Sulphides  obtained  in  the  Wet 
Way,  and  Reactions  of  the  Sulphide  of  Gold,  Au2S>.  By  W. 

Antony  and  A.  Lucchesi  ( Gazzetta ,  19,  545 — 562). — To  decide 
whether  lead,  copper,  bismuth,  antimony,  and  gold  are  precipitated 
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from  their  solutions  by  sulphuretted  hydrogen  as  sulphides,  or  as 
hydrosulphides,  a  series  of  experiments  were  made,  the  filtration 
bein<r  conducted  under  a  bell  jar,  through  which  a  current  of 
hy<  lrogen  sulphide  was  continually  passing ;  boiled  water  saturated 
with  the  gas  was  used  for  washing,  and  was  brought  on  to  the  pre¬ 
cipitate  by  means  of  a  tube  passing  through  the  stopper  of  the  bell 
jar.  The  washed  precipitate  was  quickly  pressed  between  filter  paper 
and  dried  in  a  current  of  perfectly  pure  nitrogen,  the  temperature 
being  gradually  raised  to  120 — 130°,  and  the  issuing  gas  led  through 
a  solution  of  silver  nitrate  ;  the  dried  sulphide  was  then  analysed. 
Under  these  circumstances,  the  lead  precipitate  has  the  composition 
PbS,  the  bismuth  precipitate,  Bi.S3;  the  precipitate  from  tartar 
emetic  is  Sb>S3,  and  that  obtained  by  adding  excess  of  hydrochloric 
acid  to  a  freshly  prepared  solution  of  sodium  thioantimonate  is 
8b2Ss;  the  copper  precipitate  obtained  at  the  ordinary  temperature 
could  not  be  properly  washed  in  the  apparatus,  but  when  prepared  at 
0°,  and  washed  by  decantation  with  sulphuretted  hydrogen  water  at 
0°  until  the  precipitate  was  sufficiently  compact  for  treatment,  its 
composition  was  found  to  be  CuS. 

Dilute  solutions  of  gold  (1  per  cent.)  treated  at  90 — 100°  with  a 
current  of  hydrogen  sulphide  give  a  precipitate  of  pure  gold ;  dilute 
solutions  (1 — 3  per  cent.)  treated  in  the  same  way  at  the  ordinary 
temperature  (about  8°)  yield  a  black  precipitate  of  Au2S2.  The 
temperature  of  the  solution  continually  rises  during  the  precipitation 
proportionately  to  the  strength  of  the  solution,  and  if  at  any  time  the 
temperature  approaches  40°,  metallic  gold  is  precipitated  along  with 
the  sulphide.  If  the  solution  is  not  fully  precipitated,  and  the 
sulphide  is  allowed  to  remain  in  contact  with  the  solution  of  auric 
chloride,  these  salts  react  according  to  the  equation  4AuCI3  + 
2An2S2  +  8H20  =  (jAu  +  12HC1  +  2H2S04,  metallic  gold  being 
formed.  From  solutions  of  aurous  sodium  thiosulphate,  hydrogen 
sulphide  precipitates  mixtures  of  gold,  sulphur,  and  aurous  sulphide) 
which  always  vary  in  composition;  the  action  of  auric  chloride  on 
these  solutions  is  as  described  by  Fordos  and  Gclis  (Ann.  C  him. 
Pharm.  [3],  13,  394),  the  liquid  being  at  first  coloured  reddish-brown, 
owing  to  the  formation  of  a  soluble  compound  rich  in  gold  ;  but  after 
adding  a  few  drops  of  the  reagent,  a  precipitate  of  Au2S2  is  formed  ; 
this  is  again  decomposed  by  an  excess  of  auric  chloride,  in  accoroa  ce 
with  the  equation  given.  When  auric  chloride  is  added  to  potassium 
or  sodium  hydrosulphides,  Au2S2  is  formed,  and  dissolves  in  excess 
of  the  reagent;  with  ammonium  hydrosulphide,  however,  the  pre¬ 
cipitate  of  An2S2  at  first  formed  is  immediately  deprived  of  its  sulphur 
and  reduced  to  metallic  gold.  When  aurous  sulphide  is  lelt  in  con¬ 
tact  with  either  colourless  or  yellow  ammonium  sulphide,  it  is 
similarly  reduced.  S.  lb  A.  A. 

A  New  Anhydrous  Double  Chloride  of  Gold  and  Potassium. 

Jjy  A.  Lainer  (J f (marsh.,  11,  220 — 223). — The  author  lias  obtained  a 
compound  having  the  formula  AuCl;i,KGl,  by  dissolving  gold  in  aqua- 
regia,  and  adding  the  molecular  proportion  of  potassium  chloride 
dissolved  in  a  little  water.  After  sullicient  concentration  of  the 
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solution  over  quick-lime  and  over  sulphuric  acid,  crystallisation  com¬ 
menced,  and  a  deposit  of  glistening,  yellow  needles  was  obtained, 
which  remained  unchanged  on  exposure  to  the  air.  The  crystallo¬ 
graphic  measurements  of  these  needles  correspond  exactly  with  those 
of  crystals  obtained  by  Topsoe  (il fonatzh.,  1874,  265),  and  to  which 
he  attributed  the  formula  2(AuC13,KC1)  -f  H20.  G.  T.  M. 

Platososemiamine  Chloride,  an  Isomeride  of  Magnus’  Salt. 

By  A.  Cossa  ( Ber .,  23,  2503 — 2509). — By  the  action  of  a  boiling 
solution  of  ammonium  nitrate  on  Magnus’  salt  a  mixture  is  obtained, 
consisting  of  platosamine  chloride,  platinodiamiue  chloronitrate 
(Gros),  and  a  compound  isomeric  with  Magnus’  salt.  It  is  insoluble 
in  alcohol  ;  100  parts  of  water  dissolve  0'34  part  at  17°,  and  T82 
parts  at  1<  0°  ;  it  crystallises  from  water  in  yellow,  lustrous  plates,  of 
sp.  gr.  3'61.  On  boiling  with  excess  of  ammonia,  platosodiamine 
chloride  is  formed,  whilst  with  oxidising  agents  it  yields  platino- 
diamine  chloride.  The  author  regards  the  substance  as  a  compound 
of  1  mol.  of  platosodiamine  chlor  de  and  2  mols.  of  the  chloride  of  a 
new  base  (platinosemiamine)  PtCl'NH3Cl.  The  potasnochloride  of 
this  base,  Pt(NH3)Cl2,KCl,H20,  is  readily  soluble  in  water,  and  yields 
the  isomeride  of  Magnus’  salt  on.  treatment  with  platos  , diamine 
chloride.  The  isomeride  is  also  formed  by  the  addition  of  ammonia 
to  platinous  chloride,  and  by  its  elimination  from  platososemiamine 
chloride.  J-  T. 
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Geometrical  Isomerism  of  the  Bromo-derivatives  of 
Pseudobutylene.  By  A.  Favors ky  and  C.  Debout  (J.  pr.  Chem. 
[2],  42,  149 — 155). — In  this  paper  the  authors  show  that  Wislicenus 
and  Hblz,  in  their  work  on  the  brominated  derivatives  of  pseudo¬ 
butylene  (Abstr.,  1889,  576),  were  dealing  with  a  mixtureof  butylenes, 
and  therefore  with  a  mixture  of  derivatives,  not  with  geometrical 
isomerides.  Their  theoretical  conclusions,  consequently,  are  un¬ 
sound.  A.  G.  B. 

Hexadecylene  Bromide  Derivatives.  By  F.  Kkafft  and  L. 
Grosjean  {Ber.,  23,  2352 — 2356). — Pure  hexadecylene  bromide 
is  prepared  by  treating  a  carbon  bisulphide  solution  of  pure  hexa- 
dceylene  with  the  calculated  quantity  of  bromine  dissolved  in 
the  same  medium;  the  partially  purified  hydrocarbon  from  sper¬ 
maceti  may  also  be  emyloyed.  The  bromide  boils  at  225 — 227° 
at  15  mm.  without  decomposition.  JUiacetylhexarlecylene,  CISH32(0  Ac)2, 
is  obtained  by  boiling  pure  hexadecylene  bromide  with  glacial 
acetic  acid  for  5 — 6  hours,  the  excess  of  acid  is  evaporated  under 
reduced  pressure,  the  residue  dissolved  in  alcohol,  and  precipitated 


ORGANIC  CHEMISTRY 


1219 


with  water;  it  crystallises  in  colourless  plates-,  melting  at 
55 — 50°.  Jlexadecylene  glycol,  C16H31(OH)2,  is  prepared  by  boiling 
the  diacetyl-derivative  with  alcoholic  potash  ;  the  product  is 
poured  into  cold  water,  and  the  precipitated  glycol  purified  by  re- 
crystallisation  from  alcohol  ;  it  melts  at  72 — 73°,  and,  in  small  quanti¬ 
ties,  boils  unchanged  at  210—211°  under  a  pressure  of  9  mm.,  and 
220 — 221°  at  15  mm.  11  exadecylened icarhoxylic  anhydride ,  CieH3303, 
is  formed  by  treating  hexadecylene  bromide  with  potassium  cyanide, 
and  hydrolysing  the  product  with  alcoholic  potash  ;  it  melts  at 
75 — 75°,  and  boils  at  21-5 — 2 18  at  15  mm.  Uexadecylenedicarboxylic 
arid,  Ci6H3,(CO-OH)2,  is  obtained  by  dissolving  the  anhydride  in 
dilute  ammonia,  and  precipitating  with  dilute  hydrochloric  acid  ;  it 
melts  at  121°,  and  is  converted  into  the  anhydride.  The  silver  salt  is 
crystalline.  J.  B.  T. 

The  Two  Diiodides  of  Acetylene.  By  E.  Paterxo  and  A.  Pek- 
atoner  ( Gazzetta  19,  580 — 601). — The  existence  of  two  isomeric 
symmetrical  diiodoethylenes,  CHPCIII,  is  a  point  of  some  importance 
in  the  theory  of  isomerism  in  space,  and  has  hitherto  been  taken  as 
established  by  Sabaneeff’s  experiments  ( Annalen ,  178,  122);  the 
authors  have  now  rc-investigated  the  subject.  By  passing  acetylene 
over  iodine  in  presence  of  absolute  alcohol  with  frequent  agitation, 
Sabaneeff  obtaiued  a  solid  iodide  crystallising  in  needles,  melting  at 
73°,  and  boiling  at  192°,  a  liquid  compound  solidifying  below  0°,  and 
a  small  quantity  of  another  very  volatile  iodide.  On  repeating  these 
experiments,  the  authors  obtained  a  large  quantity  of  the  solid  iodide 
together  with  a  very  small  quantity  of  an  impure  liquid  product. 
When  the  reaction  takes  place  in  an  acetic  acid  solution  (instead  of 
in  alcohol),  nothing  but  the  solid  iodide  is  formed  ;  on  the  other 
hand,  in  presence  of  an  excess  of  iodic  acid,  the  product  consists 
mainly  of  the  liquid  iodide,  a  small  quantity  of  moniodacetylene, 
C*H1,  being  also  formed  ;  the  latter  is  also  obtained  in  minute  quanti¬ 
ties  in  the  other  methods  of  preparing  the  iodides.  The  iodide  is  a 
heavy  liquid  with  a  pleasant,  ethereal  odour,  boils  at  29 — 32°,  and  does 
not  solidify  in  a  mixture  of  ice  and  salt.  On  heating  it  in  a  closed 
vessel  above  its  boiling  point,  it  decomposes  with  a  slight  explosion 
into  carbon  and  hydrogen  iodide.  It  combines  with  cuprous  chloride 
forming  a  red,  flocculent  compound  analogous  to  copper  acetylide. 
In  an  acetic  acid  solution,  it  readily  combines  with  hydriodic  acid  to 
form  the  solid  d  iodide  ;  this  crystallises  in  large  colourless  needles 
which  cannot  be  powdered  on  account  of  their  ductility.  It  melts  at 
71°  and  volatilises  in  a  current  of  steam,  but,  contrary  to  Plimpton’s 
statement  (Trans.,  1882,  392),  it  is  largely  decomposed  when  dis¬ 
tilled  under  the  ordinary  pressure. 

The  liquid  iodide  cannot  be  obtained  pure  on  account  of  its  insta¬ 
bility  ;  the  analyses  are  very  discrepant  but  point  towards  a  formula 
C4H4I2 ;  the  crude  product  is  always  discoloured  by  iodine,  and  when 
decolorised  by  washing  with  potash  it  soon  turns  yellow  or  reddish- 
brown  again.  It  has  a  pleasant  odour  recalling  that  of  violets;  it  is 
insoluble  in  water,  hut  dissolves  in  alcohol,  ether,  benzene,  and  acetic 
acid;  it  is  an  excellent  solvent  for  the  solid  iodide,  ft  undergoes 
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some  change  when  merely  heated  on  the  water-bath  ;  it  boils  with 
decomposition  at  160 — 165°,  and  is  converted  into  the  solid  iodide  by 
distillation  in  a  current  of  steam  under  reduced  pressure  ;  when 
heated  for  several  hours  with  water  in  a  reflux  apparatus,  the  products 
consist  of  the  solid  iodide,  iodine,  and  hydriodic  acid.  It  does  not 
solidify  at  a  few  degrees  below  0°  as  affirmed  by  Sabaneeff,  but  remains 
liquid  even  at  —  IS0.  SabaneefPs  liquid  iodide  appears  to  have  been 
a  solution  of  the  solid  in  the  liquid  iodide. 

When  the  solid  iodide  is  heated  with  mercuric  chloride  (2  parts) 
and  alcohol  at  180 — 190°  for  8 — 10  hours,  and  the  product  is  steam- 
distilled,  acetylene  chloriodide,  CH2TC1,  passes  over ;  mercuric  chlor¬ 
ide  acts  much  more  readily  on  the  liquid  iodide,  the  same  product 
being  formed  ;  a  portion  of  the  iodide  is,  however,  decomposed  during 
the  l'eaction.  Iodine  chloride  acts  similarly  on  both  the  iodides 
forming  the  same  chloriodide,  CHCKCHI.  By  treatment  with  benzene 
and  aluminium  chloride,  anthracene  is  formed  together  with  a  hydro¬ 
carbon  which  distils  between  2oU°  and  290°,  yields  benzoic  acid  on 
oxidation  with  potassium  permanganate,  and  probably  has  the  com¬ 
position  C2H4Ph2. 

The  analogies  between  the  above  results  and  those  obtained  by 
Demole  (Abstr ,  1880,  158),  Anschutz  (Abstr.,  1887,  150)  and  Heppe 
(Abstr.,  1875,  361)  render  the  formula  CHIiCHI  a  more  probable 
one  for  the  iodides  than  CH2!CI2.  Silver  acetate  has  no  action  on  the 
solid  iodide,  but  forms  a  monacetate  with  the  liquid  compound. 
Both  iodides  deposit  iodine  when  heated  with  alcohol  and  iodic  acid, 
although  no  moniod acetylene  appears  to  be  formed.  From  the  fore¬ 
going  experiments  it  would  seem  that  the  first  product  of  the  action  of 
acetylene  on  iodine  is  the  liquid  iodide,  of  which  the  products  of  de¬ 
composition  (CoHI  and  HI)  combine  to  form  the  symmetrical  solid 
iodide,  CHllCHI;  a  portion  of  the  iodine,  however,  acts  directly  on 
acetylene  forming  the  moniodo-derivative.  Although  the  liquid 
iodide  behaves  as  a  symmetrical  diiodide  of  acetylene,  and  is  capable 
of  almost  complete  transformation  into  the  solid  compound,  it  ap¬ 
pears  to  have  the  composition  (J2H2I24-  C2H2.  The  existence  of  two 
different  isomeric  symmetrical  diiodoethylenes  is  therefore  .still  un¬ 
proved.  S.  B.  A.  A. 

Dimethylacetylene  and  its  Tetrabromides.  By  A.  Favorsky 
(/.  pr.  Chem.  [2],  42,  143 — 149). — The  author  has  already  shown 
( J.pr .  Chem.  [2],  37,  383,  430)  that  by  the  action  of  alcoholic  potash 
on  monosubstitnted  ethylacetylene,  a  hydrocarbon,  C4H6,  is  obtained, 
having  the  properties  of  dimethylacetylene  and  yielding  licxainethyl- 
benzene  on  treatment  with  sulphuric  acid. 

A  dibromide,  C4H6Bi'2,  is  obtained  as  a  yellow  oil  by  brominating 
an  ethereal  solution  of  this  hydrocarbon  at  a  low  temperature.  By 
further  bvomination  (equal  mols.)  at  the  ordinary  temperature,  a 
crystalline  tetrabromide  is  obtained ;  when  this  is  recrystallised  at 
the  ordinary  temperature,  the  crystals  retain  their  transparency  and 
lustre  for  some  time,  whereas  when  it  is  recrystalised  at  a  low  tem¬ 
perature,  the  crystals  quickly  become  opaque  and  milky,  especially 
when  touched  with  one  of  the  first  mentioned  crystals.  Both  kinds 
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melt  at  230°  with  some  decomposition;  their  crystallography  is  fully 
given. 

None  of  the  hydrocarbons  of  the  formula  C4H6,  except  Henninger’s 
erytlirenc,  identical  with  Ciamician  and  Magnanini's  pyrrolylene, 
have  been  isolated,  being  only  known  as  their  tetrabromides.  The 
proximity  of  the  melting  points  of  these  tetrabomides  to  that  of 
erythrene  tetrabromide  indicates  the  probability  of  their  identity 
with  it.  A.  G.  B. 

7-Chlorobutyronitrile.  By  S.  Gabriel  (Ber.,  23,  2489 — 2493 ; 
compare  preceding  abstract). —  With  the  hope  of  throwing  light  on 
some  of  the  reactions  of  orthocyanobenzyl  chlonde,  the  analogous 
fatty  compound,  7-chlorobutyronitrile,  CX'CHvCH^CHjCl,  has  been 
investigated.  7- TMccijanohutyronitrile ,  CN-[CH2]3*SCN,  is  prepared 
by  boiling  7-chlorobutyronitrile  with  alcoholic  potassium  thiocyanate 
for  two  hours  in  a  retlux  apparatus;  the  alcohol  is  evaporated,  the 
residue  treated  with  water,  and  the  oily  portion  separated.  It  is  a 
pale-yellow,  almost  odourless  liquid,  boiling  at  195°  under  a  pressure 
of  30 — 40  mm.,  and  220°  at  110 — 120  mm.;  it  undergoes  slight 
decomposition  on  distillation  at  the  ordinary  pressure.  7 -Dithio- 
dibutyramide ,  NH2,CO,[CH2]3-S-S,[CH2]3'CO'XH2,  is  obtained  by 

treating  the  previous  compound  with  concentrated  sulphuric  acid  in 
the  cold  ;  the  reaction  is  violent,  a  considerable  evolution  of  carbonic 
and  sulphurous  anhydrides  taking  place.  After  remaining  over  night, 
the  liquid  is  poured  into  cold  water,  treated  with  a  slight  excess  of 
ammonia,  and  evaporated;  on  recrystallisation  from  water,  it  is  de¬ 
posited  in  flat  needles  which  melt  at  1GG — 167°. 

The  reaction  probably  proceeds  in  two  stages ;  by  the  elimination  of 
ammonia  and  carbonic  anhydride,  an  intermediate  mercaptan-deriva¬ 
tive,  NH2*CO*[CH3]3'SH,  is  probably  formed,  from  which  hydrogen 
is  eliminated  by  the  action  of  sulphuric  anhydride.  7 -bBhiodibutyric 
acid ,  COOtf,[vCH2]3*S2-[CH2]3-COOH,  is  obtained  on  boiling  the 
amide  with  concentrated  liydiochloric  acid  ;  it  crystallises  from  water 
in  plates  melting  at  108 — lo9°,  and  is  readily  soluble  in  ammonia  and 
alkalis.  On  heating  7-chlorobutyronitrile  with  excess  of  alcoholic 
hydrogen  potassium  sulphide  for  — 1  hour,  crystals  are  formed  ; 
after  washing  these  with  alcohol  and  water,  vermilion-red  needles 
are  obtained  melting  at  113 — 114°.  The  compound  is  soluble  in 
alcohol  and  benzene,  but  insoluble  in  water;  it  has  the  formula 
C8HI0S3,  and  is  the  analogue  of  the  compound  CI6H)0S3,  from  ortho¬ 
cyanobenzyl  chloride  ( loc .  cit.).  The  methiodide,  ChHl0S3,Mel,  is 
prepared  by  dissolving  the  compound  in  methyl  iodide :  on  rccrys- 
tallisation  from  alcohol,  it  melts  at  103 — 104°.  The  formation  of  this 
iodide  appears  to  indicate  that  the  red  compound  is  a  sulphide  of 
the  series  I13S,  and  its  constitution  may,  perhaps,  therefore  be  repre¬ 
sented  by  the  formula  S(CjH5S)2. 

7- Tltiodi b it tyronitrile,  S(C3H6,CN)2,  is  obtained  on  warming  7-chloro¬ 
butyronitrile  with  alcoholic  potassium  sulphide  ;  it  is  a  colourless, 
oily  liquid  boiling  above  300°,  and  is  almost  odourless  at  ordinary 
temperatures.  With  concentrated  hydrochloric  acid,  it  yields  y-tliio- 
dibutyric  acid,  SfCsHR-COOilk  which  is  deposited  from  water  in  lone:, 
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flat  crystals  melting  at  99°.  It  is  readily  soluble  in  ammonia  and 
fixed  alkalis.  J.  B.  T. 

Constitution  of  the  Derivatives  of  Cyanamide.  By  A.  Smolka 
(Ifonatsh.,  11,  179 — 219;  compare  Abstr.,  18S8,  42  and  830;  1889, 
114  and  931). — The  author  has  fully  and  carefully  reviewed  the  syn¬ 
theses  and  reactions  of  substituted  cyano-compounds,  with  the  object 
of  proving  their  derivation  and  constitution.  Tables  are  appended 
showing  the  constitution  of  the  possible  compounds  which  may  be 
regarded  as  being  derived  (1)  from  cyanamide,  CN'NIL,  dicyano- 
diamide,  CN-NH-C(NH)-NH2,  carbamidocyanamide,  CN-NH-CO-NH*, 
and  thiocarbamidocyanamide,  CN'iSHCS'NH,,,  by  the  addition  of 
the  elements  of  ammonia,  water,  and  hydrogen  sulphide  respectively; 
(2)  from  cyanamide,  by  the  addition  of  another  molecule  of  cyan¬ 
amide,  cvauic  and  thiocyauic  acids  respectively;  (3)  from  cyanamide 
or  guanidine,  cyanic  acid  or  carbamide,  tbiocynnic  acid  or  tliiocarb- 
amide,  by  combination  with  guanidine,  carbamide  and  thiocarbamide 
respectively ;  and  (4)  from  dicyanodiamide  or  biguanide,  amido- 
dicyanic  acid  or  dicyanodiamidine  (guanyl  carbamide),  thiocarbamin- 
cyamide  or  tliiodicyanodiamidine,  biuret,  thiobiuret,  and  ditliiobiuret, 
by  combination  with  cyanamide  or  guanidine,  cyanic  acid  or  carbamide, 
thiocyanic  acid  or  thiocarbamide  respectively.  It  would  be  possible 
to  synthesise  all  the  compounds  appearing  on  the  tables,  if  the  uret, 
biuret,  triuret,  and  dicyanodiamide  compounds  known  have  the  con¬ 
stitutions  there  attributed  to  them.  i\lany  of  the  syntheses  have 
been  actually  brought  about;  others,  however,  are  impracticable, 
owing  to  the  compounds  being  themselves  unstable  under  the  con¬ 
ditions  necessary  to  induce  combination  between  their  generators. 

G.  T.  M. 

Crystallisation  of  Sodium  Hydroxide  from  Isobutyl  Alcohol. 

By  C.  Gottig  ( Her .,  23,  2246 — 2247). — A  compound  of  the  composi¬ 
tion  NaOHjGC^joO,  is  deposited  in  well-defined  crystals,  when  an 
almost  saturated  solution  of  sodium  hydroxide  in  isobutyl  alcohol  is 
evaporated  over  sulphuric  acid  ;  when  placed  on  water,  it  behaves  like 
other  compounds  of  the  same  nature,  and  moves  about  the  surface 
very  quickly  during  solution.  The  crystals  lose  5  mols.  of  the  alcohol 
over  sulphuric  acid.  F.  S.  K. 

Oxidation  of  o-Methylethylethylene  Glycol.  By  H.  v. 

Pgchmann  ( Ber .,  23,  2427 — 2428). — e-ilethyletlivlethylene  glycol, 
OH-CHMe’CHEt’OH,  is  treated  with  bromine-water  (4  atomic  pro¬ 
portions)  and  exposed  to  direct  sunlight  fora  day;  the  solution  is 
decolorised  with  sulphurous  anhydride,  sodium  chloride  is  added,  and 
the  solution  distilled.  The  distillate  contains  acetylpropionyl,  and  on 
treatment  with  phenydhydrazine,  the  osazone  (m.  p.  166 — 107°)  is 
obtained.  Certain  other  compounds,  such  as  hydrobenzoin  and  tar¬ 
taric  acid,  which  contain  a  secondary  glycol-group,  may  be  oxidised 
in  the  same  manner,  but  diisopropyl  glycol  is  not  converted  into  the 
corresponding  diketone  in  this  way.  J.  B.  T. 
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Syntheses  in  the  Sugar  Group.  By  E.  Fisciier  {Her.,  23, 
2114 — 2141). — The  present  paper  is  a  brief  survey  of  the  results 
which  have  been  obtained  by  the  author  and  others  in  their  investiga¬ 
tions  of  the  sugar  group. 

A  few  years  ago  (1SS6),  dextrose,  levulose,  galactose,  and  sorbinose 
were  the  simplest  known  members  of  the  sugar  group,  arabinose, 
which  was  at  one  time  thought  to  be  an  isomeride  of  grape-sugar, 
having  been  shown  by  Kiliani  (Abstr.,  1887,  4G5)  to  have  the  mole¬ 
cular  formula  C5H10Os. 

The  constitution  of  dextrose  and  galactose  is,  at  the  present  time, 
expressed  by  the  formula  CH2(OH),[CH(OH)]1,COH,  and  that  of 
levulose  by  the  formula  CH.»(OH)>[CH(OH)]3,CO,CHvOH,  these 
formulte  being  based  on  the  following  facts  : — On  reduction  with 
sodium  amalgam,  dextrose  and  levulose  yield  mannitol,  and  galactose 
yields  dulcitol,  both  of  which  compounds  were  proved  to  be  hexa- 
hydric  derivatives  of  normal  hexane.  On  oxidation  with  chlorine- 
or  bromine-water,  dextrose'  and  galactose  are  converted  into  mono- 
carboxylic  acids,  gluconic  acid  and  galactonic  acid,  and  on  further 
oxidation  iuto  dicarboxylic  acids,  saccharic  acid,  and  mucic  acid  ;  they 
contain,  therefore,  the  aldehyde-group.  Levulose,  on  the  other  hand, 
is  only  very  slowly  acted  on  by  cold  bromine-water,  and  is  destroyed 
by  more  powerful  oxidising  agents.  All  three  sugars  combine  with 
hydrogen  cyanide  ;  on  hydrolysis,  the  cyanhydrin  obtained  from 
dextrose  and  galactose  yields  normal  heptylic  acid,  whilst  that  ob¬ 
tained  from  levulose  gives  methyl butylacetic  acid.  Both  dextrose 
and  galactose  combine  with  phenyl  hydrazine  and  with  hydroxylamine 
just  like  simple  aldehydes. 

The  one  argument  which  is  still  brought  against  the  aldehyde 
formula,  namely,  that  dextrose  and  galactose  do  not  give  the  charac¬ 
teristic  reactiou  of  aldehydes  with  a  sulphurous  acid  solution  of 
rosaniline,  cannot  be  regarded  as  of  much  importance,  because  no 
simple  fatty  hydroxy-aldehyde  has  yet  been  tested  with  this  reagent. 

The  great  want  of  a  suitable  method  for  the  isolation  of  sugars 
was  supplied  by  the  discovery  of  the  pkenylhydrazine  reaction 
(Abstr.,  18S5,  53).  When  a  warm  10  per  cent,  aqueous  solution  of 
dextrose  is  warmed  for  10 — 15  minutes  with  a  solution  of  phenyl- 
hydrazine  in  dilute  acetic  acid,  glucosazone,  CisHjoNiOj,  is  deposited  in 
crystals.  The  formation  of  this  substance  takes  place  in  two  phases 
(Abstr.,  1887,  567)  ;  the  sugar  first  combines  with  the  base  (1  mol.) 
like  an  ordinary  aldehyde,  forming  a  readily  soluble  hydrazone,  but  in 
presence  of  excess  of  phenylhydrazine  the  hydrazone  undergoes  a 
peculiar  oxidation,  one  CH2‘OH-group  being  converted  into  the  carb¬ 
onyl-group,  which  then  reacts  with  the  base  (1  mol.)  in  the  usual 
way. 

The  fact  that  the  osazone  obtained  from  dextrose  is  identical  with 
that  formed  from  levulose  proves,  not  only  that  this  explanation  of 
the  reaction  is  correct,  but  also  that  both  compounds  havo  the  con¬ 
stitution  CH3(OH)*[CH  (OH)  ]3-C(N2HPh)-C  H!N2H  Ph. 

AH  natural  sugars  which  reduce  Folding's  solution,  including 
lactose  and  maltose,  behave  in  this  way  with  phenylhydrazine,  as  do 
also  all  aldehydes  and  ketones  which  contain  a  CibyOII-  or  CILOIl- 
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group  adjacent  to  the  aldehyde-  or  carbonyl -radicle.  The  hydrazones 
of  most  of  the  naturally  occurring  sugars  are  readily  soluble  in  water, 
but  mannose  and  its  optical  isomerides,  and  the  various  artificial 
sugars  containing  7,  8,  and  9  carbon-atoms  (comp,  this  voh,  p.  1230), 
form  hydrazones,  which  are  only  sparingly  soluble,  and  which  can 
therefore  be  most  conveniently  employed  for  the  identification  or 
isolation  of  these  sugars,  into  which  they  can  be  reconverted  by 
decomposition  with  hydrochloric  acid.  When  a  hydrazone  is  vigor¬ 
ously  shaken  with  hydrochloric  acid  of  sp.  gr.  T19  at  the  ordinary 
temperature,  a  brown  solution  of  the  hydrochloride  is  obtained,  but 
after  one  to  two  minutes  the  separation  of  phenylliydrazine  hydro¬ 
chloride  commences,  and  in  10  to  15  minutes  decomposition  is 
complete;  the  sugar  can  he  easily  isolated  from  the  filtered  solution. 

Of  far  more  value  for  the  identification  of  sugars  are  the  almost 
insoluble,  crystalline  osazones,  which  differ  from  one  another  in 
solubility,  melting  point,  and  optical  behaviour.  On  reduction  with 
zinc-dust  and  glacial  acetic  acid,  they  are  converted  into  basic  com¬ 
pounds.  Glucosazone,  for  example,  yields  the  compound 

CHa(OH)-[CH(OH)]j'CO-CHs-NH„ 

one  hydrazine-group  being  displaced  by  oxygen,  the  other  being  con¬ 
verted  into  an  atuido-group,  with  elimination  of  aniline;  when  this 
base  is  treaded  with  nitrous  acid  in  the  cold,  it  is  converted  into 
levulose  (Abstr.,  1888,  39).  As  the  other  bases  obtained  in  like 
manner  do  not  crystallise  well,  the  reconversion  of  the  osazones  into 
the  sugars  is  best  effected  by  decomposing  them  with  fuming  hydro¬ 
chloric  acid  (Abstr.,  1888,  12(57).  When  finely  divided  glucosazone 
is  quickly  heated  to  40°  with  fuming  hydrochloric  acid,  the  solution 
kept  at  this  temperature  for  one  minute,  and  then  cooled  to  25°, 
phenylliydrazine  hydrochloride  separates  in  crystals,  and  in  10 
minutes  the  reaction  is  at  an  end ;  the  filtered  solution  contains 
glucosone,  which  can  be  isolated  in  the  form  of  its  insoluble  lead 
compound. 

Glucosone  has  not  yet  been  obtained  in  crystals  ;  its  reactions  show 
that  it  is  the  aldehyde  of  levulose,  CH2(OH),[CH(UH)]3'CO,COH, 
and  its  formation  is  expressed  by  the  equation — 

C6H10O4(N2HPh)2  +  2H20  =  CfjHjnOe  +  2X2H3Ph. 

It  combines  with  phenylliydrazine,  yielding  glucosazone  ;  it  gives 
crystalline  quinoxaline-derivatives  with  aromatic  orthodiamines,  and 
on  reduction  with  zinc-dust  and  .acetic  acid,  it  is  completely  converted 
into  levulose. 

It  seems  probable  that  other,  as  yet  unknown,  ketone-sugars  can 
be  obtained  from  the  aldehyde-sugars  by  the  same  method  as  that 
employed  in  the  transformation  of  dextrose  into  levulose.  The  inverse 
process,  namely,  the  conversion  of  a  ketone-  into  an  aldehyde-sugar, 
has  already  been  carried  out  as  follows : — Levulose  can  be  reduced  to 
mannitol,  which,  on  oxidation  with  nitric  acid,  gives  the  aldehyde 
mannose,  and  from  the  latter  dextrose  can  be  obtained  in  the  manner 
described  below. 

The  osazones  may  also  be  employed  for  ascertaining  the  molecular 
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formula  of  a  sugar,  as  was  done  in  the  case  of  arabinosc,  sorbinose, 
and  xylose  ;  also  for  determining  its  constitution,  as  exemplified  by  the 
case  of  rlmmnose  and  lactose. 

The  hydra  zones  and  osazones  are  also  particularly  valuable  for  the 
detection  of  new  sugars  and  sngar-like  substances,  witness  the  ease 
of  mannose,  the  true  aldehyde  of  mannitol,  a  sugar  which,  first  pre¬ 
pared  artificially  by  the  oxidation  of  the  alcohol,  was  soon  afterwards 
detected  in  the  vegetable  kingdom  by  Tollens  and  Gans,  and  by  R. 
Reiss  (Abstr.,  1889,  08/),  who  named  it  seminose.  Erythrose  and 
glycerose,  two  sugar-like  substances,  obtained  by  the  oxidation  of 
erythrol  and  glycerol  respectively  (Abstr.,  1888,  1264),  were  also 
isolated  by  means  of  their  osazones. 

Glycerose,  which  is  most  conveniently  obtained  by  the  oxidation  of 
glycerol  with  bromine  and  sodium  carbonate,  was  proved  to  have  the 
molecular  formula  C3H603  by  the  analysis  of  the  osazone,  but  it  is 
probably  a  mixture  of  glyceraldehyde  aud  dihy droxyacetone ;  when 
treated  with  dilute  alkalis,  it  gives  a-acrose  (Abstr.,  1888,  358),  for 
the  formation  of  which  glyceraldehyde  is  necessary,  and  it  combines 
with  hydrogen  cyanide,  yielding  a  cyanhydrin,  which  on  hydrolysis 
is  converted  into  trihydroxyisobutyric  acid  (Abstr.,  1889,  478),  a 
compound  that  can  only  be  formed  from  di  by  droxyacetone. 

.  The  first  step  in  the  synthesis  of  sugars  was  made  by  Biitlerow 
( Annalen ,  120,  295)',  the  discoverer  of  methylenitan,  a  yellowish, 
sweet  syrup,  obtained  by  treating  a  hot  solution  of  trioxymethylene 
with  calcium  hydroxide;  this  substance  show's  the  usual  reactions  of 
sugars,  but  is  optically  inactive,  and  seems  not  to  ferment  with  yeast. 
The  method  of  preparing  formaldehyde  having  been  greatly  improved 
by  Loew  (Abstr.,  1886,  609),  it  became  possible  to  examine  the  con¬ 
densation  of  this  substance  more  fully,  which  soon  led  to  the  discovery 
of  formose  (ibid.,  610).  This  compound,  which  was  obtained  by 
Loew  by  the  condensation  of  formaldehyde  with  calcium  hydroxide, 
was  thought  by  him  to  be  different  from  methylenitan,  and  to  have 
the  composition  C6H]o06;  the  author  proved,  however  (Abstr.,  1888, 
590),  that  both  substances  consist  of  various  sugar- like  compounds, 
and  are  practically  identical,  the  principal  constituent  of  both  being 
a  sugar  (formose)  of  the  composition  C6Ui206,  another  sugar,  a-acrose, 
being  also  present  in  the  two  mixtures.  A  little  later  Loew  (Abstr., 
1889,  581)  obtained  a  sugar,  which  he  named  methose,  by  the  con¬ 
densation  of  formaldehyde  by  the  action  of  lead  and  magnesium  oxides, 
but  this  product  was  proved  by  the  author  to  be  identical  with 
a-acrose.  In  the  meantime  (Abstr.,  1887,  651,  and  1888,  39),  it  was 
found  that  two  isomeric  sugars,  a-  and  /1-acrose,  arc  formed  when 
acraldchydc  bromide  is  treated  with  a  cold  solution  of  barium  hydr¬ 
oxide ;  these  two  substances,  which  can  be  most  conveniently  pre¬ 
pared  by  treating  glycerose  with  cold  dilute  alkalis,  can  be  isolated 
from  various  other  sugar- like  substances,  which  tire  produced  at  the 
same  time,  by  means  of  their  osazones,  the  latter  being  reconverted 
into  the  sugars  by  treatment  with  hydrochloric  acid,  in  the  manner 
described  above. 

a-Acrose,  which  is  only  obtained  in  small  quantities,  seems  to 
be  formed  by  a  sort  of  aldol  condensation  of  equal  molecules  of 
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glyceraldekyde  and  dikydroxyacetone,  in  accordance  witk  tke  equa¬ 
tion — 

CH2(OHYCH(OHVCHO  +  CH,(OH)-CO-CH,-OH  = 

CHa(OH)-[CH(OH)]1-CO-CH,-OH; 

its  formation  from  glycerose  and  from  formaldekyde  takes  place 
under  conditions  wkick  exist  in  tke  vegetakle  kingdom,  and  is,  tkere- 
fore,  of  far  greater  interest  tkan  its  preparation  from  acraldekyde 
bromide. 

Tiie  remarkable  resemblance  of  a-acrosazone  to  glucosazone,  from 
wkick  it  differs  principally  in  being  optically  inactive,  at  once  led  tke 
autkor  to  suppose  tkat  a-acrose  was  tke  optically  inactive  form  of 
dextrose  or  levulose.  On  decomposition  witk  kydrockloric  acid, 
a-acrosazone  yields  a  sweet  syrup  wkick  ferments  witk  yeast,  gives 
levulinic  acid  witk  kydrockloric  acid,  and,  on  reduction  witk  sodium 
amalgam,  is  converted  into  a  crystalline  kexakydric  alcohol,  a-acritol 
(Abstr.,  1889,  484),  tke  resemblance  of  wkick  to  mannitol  is  so  close 
that  it  was  thought  to  be  simply  tke  inactive  form  of  this  naturally 
occurring  alcohol.  But  for  tke  fortunate  discovery  tkat  a-acritol  can 
be  prepared  from  mannose,  it  would  have  been  a  task  of  considerable 
difficulty  to  prove  its  relationship  to  mannitol,  as  only  0-2  gram  of 
a-acritol  is  obtained  from  1  kilo,  of  glycerol. 

When  mannose,  tke  aldehyde  of  mannitol,  is  oxidised  witk  bromine- 
water,  it  is  converted  into  a  monocarboxyl ic  acid,  mannonie  acid, 
C6Hin07,  which  can  be  purified  by  means  of  tke  hydrazide  by  the 
method  previously  described  (this  vol.,  p.  152).  On  evaporating  an 
aqueous  solution  of  the  acid,  a  crystalline  lactone,  wkick  differs  from 
the  lactone  of  arabinosecarboxylic  acid  only  in  possessing  an  opposite 
rotatory  power,  is  obtained;  when  these  two  lactones  are  mixed 
together  in  aqueous  solution,  they  combine  to  form  an  optically 
inactive  lactone.  On  reduction  witk  sodium  amalgam  in  tke  manner 
already  described  (this  vol.,  p.  1149),  the  three  lactones  are  converted 
into  a  dextro-rotatory,  levo-rotatory,  and  inactive  mannose  respec¬ 
tively;  these  sugars,  on  further  reduction,  yield  tke  corresponding 
active  and  inactive  mannitols,  tke  inactive  modification  being  identical 
with  synthetical  a-acritol. 

Tke  relationship  between  all  tke  known  members  of  tke  mannitol 
series  is  shown  in  tke  table  on  the  following  page,  tke  letters  d ,  ?, 
and  i  (from  dexter,  lmvus,  and  inactive)  serving  to  distinguish  tke 
various  isomerides  ;  tke  compounds  marked  witk  an  asterisk  are  new, 
and  will  be  described  in  a  future  paper. 

Now  since  i-mannitol  is  identical  witk  tke  a-acritol  obtained 
synthetically,  and  a-acrose,  obtained  from  a-acrosazone,  is  identical 
witk  i-fructose  (this  vol.,  p.  466),  all  tkat  remains  to  complete  tke 
synthesis  of  a  natural  sugar- is  to  convert  a  member  of  tke  inactive 
into  a  member  of  the  active  series.  This  can  be  accomplished  in 
tke  case  of  tke  sugars  themselves,  through  tke  agency  of  yeast. 
When  an  aqueous  solution  of  synthetical  a-acrose  (i-fructose)  is 
fermented  with  yeast,  tke  solution,  wkick  was  previously  inactive, 
becomes  strongly  dextro-rotatory,  and  yields  a  glucosazone  wkick  is 
dextro-rotatory;  this  solution  contains  a  sugar  wkick  is  named 
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Mannitol  Series. 

1-Fructose.  i-Fructosc.  d-Fructose. 

(rt-Acrose).  (Fruit-sugar), 

i-Glucosone.  d-Glucosone. 

Mannose  Group. 

1-Mannonic  acid.  i-Mannonic  acid.  d-Mannonic  acid. 

(Arabinosecarboxylic  acid). 

1-Mannose.  i -Man  nose.  d-Mannose. 

1-Mannitol.  i-Mannitol.  d-Mannitol. 

(a-Acritol). 

l-Mannosaccharic  acid.  *i-Mannosaccharic  *d-Mannosaccbaric 

(Metasaccliaric  acid).  acid.  acid. 

Glucose  Group. 

#l-Gluconic  acid.  *i-Gluconic  acid.  d-Gluconic  acid. 

*l-Glucose.  *1- Glucose.  d-Glucose. 

(Grape-sugar). 

Alcohols  wanting. 

#1-Saccharic  acid.  *i-Saccharic  acid.  d-Saccliaric  acid. 

1-frnctose,  in  spite  of  t lie  fact  that  it  is  dextro-rotatory,  because  the 
letters  d  and  l  do  not  denote  in  every  case  the  irregularly  changing 
rotatory  power,  but  express  rather  the  chemical  relationship  between 
the  compounds  ;  the  letter  d  was  chosen  for  the  group  of  natural 
sugars,  because  most  of  them  are  dextro-rotatory,  and  although 
levulose  is  levo- rotatory,  it  belongs  to  the  same  geometrical  series  as 
d-mannose. 

i-Mannose  ferments  with  yeast  just  like  i-fructose,  the  dextro¬ 
rotatory  modification  being  destroyed,  and  the  levo-rotatory  modifi¬ 
cation  remaining  unchanged  (this  vol.,  p.  446),  so  that  in  both 
cases  the  yeast  uses  that  part  of  the  sugar  to  which  it  has  been 
accustomed  in  the  past. 

As  fermentation  gives  the  less  interesting  compounds  of  the  Z-series 
only,  chemical  methods  have  to  be  employed  for  obtaining  the  natural 
sugars.  i-Mannitol,  on  careful  oxidation  with  nitric  acid,  yields 
i-mannose,  which  is  converted  into  i-uiannonie  acid  by  treatment  with 
bromine-water ;  by  means  of  its  strychnine  or  morphine  salt,  this  acid 
can  be  separated  into  d-and  1-mannonic acids,  which,  on  reduction,  give 
the  optically  active  mannoses  and  mannitols.  The  d-mannose  obtained 
in  this  way  can  be  transformed  into  d-fructose  (levulose)  by  means  of 
its  glucosazonc,  which  is  identical  with  that  of  dextrose  and  of  levu- 
lo.se.  The  conversion  of  dextrose  iuto  mannose,  and  vice  versa,  can  be 


1228 


ABSTRACTS  OF  CHEMICAL  PAPERS. 


accomplished  by  means  of  the  acids.  When  gluconic  acid  is  heated 
with  quinine  at  140°,  it  is  partially  converted  into  d-mannonic  acid; 
the  latter,  under  the  same  conditions,  gives  considerable  quantities  of 
d-gluconic  acid,  which  on  reduction  yields  d-glncose  (dextrose),  the 
synthesis  of  this  natural  sugar  being  thus  completed. 

1-Mannonic  acid,  in  like  manner,  can  be  converted  into  the  optical 
isomeride,  1-glnconic  acid,  but  the  process  is  difficult  to  carryout,  and 
the  yield  is  small. 

1-Gluconic  acid,  can  be  more  conveniently  obtained,  together  with 
arabinosecarboxylic  acid  (1-mannonic  acid),  by  treating  arabinose 
with  hydrocyanic  acid  and  hydrolysing  the  product;  this  is  the  first 
instance  of  the  formation  of  two  stereochemical  isomcrides  by  the 
combination  of  an  aldehyde  with  hydrogen  cyanide. 

The  two  active  gluconic  acids  are  very  similar  in  appearance,  and 
combine  in  aqueous  solution  yielding  an  inactive  acid  which  forms 
salts  and  other  inactive  derivatives;  on  reduction,  they  are  converted 
into  the  corresponding  optically  active  isomerides  of  dextrose,  namely, 
1-  and  i-glncose,  and  on  oxidation  they  yield  1-  and  i-saccharic  acid. 

The  isomerism  of  all  the  compounds  included  in  the  above  table 
can  be  explained  in  accordance  with  Le  Bel  and  Van’t  Hoff’s 
hypothesis,  but  the  views  at  present  held  on  the  combination  of 
isomeric  compounds  containing  asymmetrical  carbon-atoms  will  prob¬ 
ably  have  to  be  modified. 

Since  all  the  members  of  the  mannitol  series  can  be  prepared  from 
their  elements,  the  most  important  natural  sugars  have  now  been 
synthesised  ;  but  it  is  possible  to  prepare  artificially  sugars  containing 
7,  8,  9,  etc.,  carbon-atoms  by  converting  one  containing  6  carbon- 
atoms  into  the  acid  containing  7,  by  means  of  hydrogen  cyanide,  and 
then  reducing  the  lactone  of  this  acid  with  sodium  amalgam.  The 
sugar  containing  7  carbon-atoms  produced  in  this  way  can  then  be 
employed  for  continuing  the  process  up  the  series;  mannoheptose,* 
mannooctose,  and  mannononose  have  already  been  prepared  (compare 
this  vol.,  p.  1230). 

Many  of  these  new  synthetical  sugars  will  certainly  be  found  in 
the  vegetable  kingdom,  anc),  even  already,  it  has  been  proved  that  the 
heptahydric  alcohol,  formed  by  the  reduction  of  mannoheptose,  is 
identical  with  pcrseitol,  <J7H1607,  a  compound  which  occurs  in  the 
fruit  of  Laurvs  persea. 

The  most  interesting  result  of  these  investigations  i?,  however,  the 
synthesis  of  dextrose  and  levnlose,  which  throws  some  light  on  one 
of  the  most  important  and  most  wonderful  physiological  processes, 
name]}",  the  formation  of  carbohydrates  in  green  plants.  As  far  as 
is  known,  these  two  sugars  are  not  only  the  first  products  of  assimila¬ 
tion,  but  they  are  also  the  material  from  which  all  other  organic  con¬ 
stituents  of  plants  are  prepared.  Since  it  has  not  yet  been  proved 
that  formaldehyde  occurs  in  plants  in  any  appreciable  quantity,  it 
seems  probable  that  a  search  for  other  intermediate  products,  such  as 
glycerdse,  might  be  attended  with  success.  The  fact  that  the  active 

*  The  system  of  nomenclature  suggested  for  the  sugars  has  been  already  ex¬ 
plained  (this  vol.  p.  598). 
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sugars  only  are  formed  in  plants,  whilst  inactive  acrose  is  alone  pro¬ 
duced  by  chemical  synthesis,  is  still  more  interesting1,  as  the  question 
arises  whether  the  formation  of  optically-active  substances  is  a  pre¬ 
rogative  of  plants — the  result  it  may  be  of  a  kind  of  vital  force? 
The  answer  to  this  question  is  probably  in  the  negative,  and  it  is, 
doubtless,  but  incomplete  knowledge  that  gives  an  appearance  of  the 
wonderful  to  the  process.  No  facts  are  known  which  directly  nega¬ 
tive  the  view  that  plants  first  prepare  inactive  sugars,  and  then  split 
them  up,  making  use  of  the  members  of  the  d-mannitol  series  for  the 
prod  action  of  starch,  cellulose,  inulin,  &c.,  the  optical  isomerides 
serving  to  fulfil  other  functions. 

Another  interesting  problem  is,  what  would  be  the  effect  if  some 
of  the  artificial  sugars  were  supplied  to  animals,  instead  of  the 
natural  products?  Mannose,  which  is  so  nearly  related  to  dextrose, 
would  probably  serve  as  nutriment,  even  to  the  more  highly  organised 
animals,  and  the  slight  change  in  food  might  produce  corresponding 
changes  in  assimilation.  The  liver,  for  example,  might  secrete  a  new 
glycogen,  the  mammas  a  substitute  for  lactose.  The  consequence  of 
substituting  a  pentose  or  a  hcptose,  or,  more  especially,  the  ferment¬ 
able  nonose,  for  ordinary  sugar  might  be  far  more  important,  and  it 
would  not  be  surprising  if,  under  such  circumstances,  the  functions 
of  the  blood  and  the  tissues  were  modified  ;  the  pig,  for  example, 
secreting  a  different  fat,  the  bee  a  different  wax.  As,  moreover,  with 
the  help  of  fungi,  plants  prepare  not  only  the  more  complex  carbo¬ 
hydrates  and  fats,  but  albuminoids  as  well,  they  might  be  forced  to 
form  different  albuminoids  if  supplied  with  some  new  sugar;  a 
change  of  architecture,  under  chemical  influence,  might  in  this  way 
be  brought  about,  which  would  lead  to  the  most  remarkable  results, 
and  produce  changes  of  form  more  fundamental  than  it  has  jet  been 
found  possible  to  do  by  crossing  and  selection.  Although  in  the  past 
hundreds  of  organic  substances  have  been  supplied  to  animals  in 
order  to  determine  wbat  changes  they  undergo  in  the  system,  the 
materials  used  had  invariably  no  resemblance  whatever  to  natural 
food-stuff.s ;  in  the  possession  of  new  sugars,  the  physiologist  will 
have  a  fruitful  field  of  research,  his  labours  in  which  are  likely  to 
lead  to  remarkable  results. 

For  the  chemist  there  remains  work  enough,  even  in  the  gronp  of 
the  carbohydrates;  in  accordance  with  present  theories  sixteen 
hexoses,  of  the  same  structure  as  dextrose,  without  counting  the 
inactive  forms,  can  exist  in  the  dulcitol  series,  and,  probably,  all  these 
compounds  are  actually  capable  ot'  existence.  It  may  even  be  said, 
with  some  assurance,  that  their  preparation  by  the  methods  employed 
in  the  mannitol  series  will  not  be  exceptionally  difficult,  as  soon  as  it 
has  been  found  possible  to  convert  the  various  tartaric  acids  into  the 
optically  isomeric  trihydroxybutyric  acids. 

The  synthesis  of  starch,  cellulose,  inulin,  gum,  itc.,  is  only  a  ques¬ 
tion  of  time,  and,  judging  from  the  great  strides  which  have  been 
made  in  organic  synthesis  during  the  last  G2  years,  the  chemist  need 
have  no  hesitation  in  attempting  to  prepare  synthetically  any  product 
whatever  of  the  living  organism.  F.  S.  lx. 
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•  Sugars  Richer  in  Carbon,  from  d-Mannose.  By  E.  Fischer 
and  F.  Passmore  (Per.,  23,  2226 — 2239). — d-Mannose,  winch  can  be 
prepared  in  large  quantities  from  vegetable  ivory-nuts  (compare 
Fischer  and  Hirschberger,  this  vol.,  p.  224),  can  be  more  readily 
converted  into  the  carboxylic  acid  by  means  of  hydrocyanic  acid  than 
the  other  natural  sugars.  It  has,  therefore,  been  employed  for  the 
synthesis  of  some  higher  sugars  in  the  manner  described  below ;  as 
the  compounds  produced  all  crystallise  well,  the  authors  have  expe¬ 
rienced  no  difficulties  in  continuing  the  process  up  to  the  formation 
of  the  compound  C.,Hi8Oa.  The  sugars  obtained  in  this  way  are  named 
d-mannoheptose,  d-mannooctose,  and  d-mannononose,  in  accordance 
with  the  system  of  nomenclature  already  proposed  (this  vol.,  p.  598), 
the  corresponding  acids  being  termed  d-inanno-heptonic,  -octonic, 
and  -nononic  acids  respectively,  and  the  alcohols,  heptitol  and  octitol. 
All  these  compounds  contain  a  normal  chain  of  carbon-atoms,  and  the 
three  synthetical  sugars  arc  all  aldehydes. 

d-Mav  no  hep  tonic  acid ,  C7HuO,  (previously  called  mannosecarboxylic 
acid,  compare  Abstr.,  1889,  482),  is  prepared  by  heating  ivory-nut 
shavings  with  hydrochloric  acid  as  already  described  (this  vol., 
p.  224),  neutralising  the  filtered  solution  with  lead  carbonate,  pre¬ 
cipitating  the  lead  with  sodium  carbonate,  and  evaporating  the  solu¬ 
tion  of  mannose  (2  kilos.),  obtained  in  this  way,  to  a  syrup.  The 
syrup  is  dissolved  in  water  (4  parts),  treated,  in  eight  separate  por¬ 
tions,  with  the  theoretical  quantity  of  hydrocyanic  acid  and  a  few 
drops  of  ammonia,  the  mixture  kept  for  three  days  at  the  ordinary 
temperature,  then  heated  at  50"  for  four  hours,  and  barium  d-manno- 
heptonate  prepared  from  it  in  the  manner  already  described  (Abstr., 
1889,  4S2)  ;  the  weight  of  the  pure  salt  thus  obtained  is  about  the 
same  as  that  of  the  sugar  employed.  The  barium  salt  is  then  dis¬ 
solved  in  hot  water  (10  parts),  the  base  exactly  precipitated  with 
sulphuric  acid,  the  filtrate  decolorised  with  animal  charcoal,  and 
evaporated;  the  crystalline  residue  consists  of  a  mixture  of  manno- 
heptonic  acid  and  its  lactone,  from  which  the  acid  can  be  isolated  in 
a  pure  condition  by  rcerystallising  several  times  from  hot  water. 

d-Mannoheptonic  acid  melts  at  175°,  being  converted  into  the 
lactone,  the  same  change  occurring  when  it  is  heated  at  130°,  and 
also  (but  only  partially)  when  it  is  kept  over  sulphuric  acid,  or  boiled 
with  water  or  alcohol.  It  is  soluble  in  25  parts  of  water  at  30°,  the 
solution  being  feebly  levo-rotatorv.  The  sodium  salt,  C7H|jO..Na, 
crystallises  in  long  needles,  melts  at  220 — 225",  and  is  rather  sparingly 
soluble  in  cold  water.  The  lactone  (Abstr.,  1889,  482)  has  a  sweet 
taste,  and  its  specific  rotatory  power  is  [a]n.,0  =  —  74'23. 

d-ilavnoheptose ,  C7Hu07,  is  obtained  as  follows: — The  pure  lactone 
(10  grams)  is  dissolved  in  water  (lUO  c.c.),  mixed  with  20  per  cent, 
sulphuric  acid  (1  c.c.),  the  solution  cooled  to  its  freezing  point,  and 
24  per  cent,  sodium  amalgam  (120  grams)  added  in  the  course  of 
30  to  40  minutes,  the  whole  being  vigorously  shaken  and  kept  acid  by 
the  frequent  addition  of  dilute  sulphuric  acid;  the  decanted  solution 
is  now  mixed  with  soda  in  such  quantity  that  it  remains  slightly 
alkaline  after  keeping  for  15  minutes,  so  as  to  convert  any'  un¬ 
changed  lactone  into  the  sodium  saltof  the  acid;  the  filtered  solution 
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is  then  exactly  neutralised  with  sulphuric  acid  in  the  cold,  evaporated 
at  1U0°  until  crystallisation  commences,  and  poured  into  boiling  abso¬ 
lute  alcohol  (10  parts).  The  precipitated  sodium  salts  are  redissolved 
in  hot  water,  again  precipitated  with  alcohol,  and  the  alcoholic 
mother  liquors  from  the  two  operations  evaporated,  when  the  sugar 
remains  as  a  syrup  which  crystallises  after  one  to  two  days’  time  ;  the 
yield  is,  on  the  average,  40  per  cent,  of  the  lactone  employed. 

The  compound  prepared  in  this  way  still  contains  a  little  inorganic 
matter  and  small  quantities  of  the  heptaliydrie  alcohol,  but  it  can  be 
directly  employed  for  the  synthesis  of  the  higher  sugars.  About 
half  the  lactone  is  converted  into  mannolicptonic  acid  in  the  reduction 
process,  and  is  recovered  in  the  form  of  the  sodium  salt,  mixed,  how¬ 
ever,  with  sodium  sulphate;  this  mixture  is  dissolved  in  the  least 
possible  quantity  of  hot  water,  the  solution  cooled,  and  excess  of 
dilute  sulphuric  acid  added  before  crystallisation  commences;  after 
remaining  for  a  long  time  most  of  the  heptonie  acid  is  deposited  in 
crystals. 

The  crude  mannoheptose,  prepared  in  the  manner  described,  can  be 
freed  from  ash  by  recrystallisation  from  90  per  cent,  alcohol,  but  it 
still  contains  heptitol  (see  below),  from  which  it  cannot  be  separated, 
except  by  converting  it  into  the  hydrazonc.  This  compound  is 
gradually  precipitated  in  crystals  when  phenylhydrazinc  acetate  is 
added  to  a  cold  aqueous  solution  of  the  crude  sugar,  and  can  be 
obtained  in  a  pure  state  by  recrystallisation  from  hot  water.  It  is 
dissolved  in  fuming  hydrochloric  acid  (4  parts),  the  solution  kept  for 
15  minutes  at  20°,  then  cooled  well,  filtered,  the  filtrate  diluted, 
neutralised  with  lead  carbonate,  the  filtered  solution  rendered  alkaline 
with  barium  hydroxide,  and  shaken  with  ether  until  free  from  phenyl- 
hydrazine.  The  residual  solution  is  then  treated  with  a  slight,  excess  of 
sulphuric  acid,  freed  from  hydrochloric  acid  and  sulphuric  acid  in  the 
usual  manner,  shaken  with  animal  charcoal  until  colourless,  evapor¬ 
ated  under  reduced  pressure,  and  the  residual  syrup,  which  soon 
solidifies  when  covered  with  alcohol,  recrystallised  from  this  sol¬ 
vent;  the  yield  of  pure  sugar  is  39  per  cent,  of  the  hydrazone 
employed. 

d-^lannoheptose  crystallises  in  slender  needles,  melts  at  134 — 135° 
(corr.)  to  a  coloured  liquid,  turns  brown  at  about  190°,  has  a  sweet 
taste,  and  is  very  readily  soluble  in  water,  but  only  very  sparingly  in 
boiling  alcohol  ;  it  seems  to  crystallise  from  dilute  methyl  alcohol 
with  1  mol.  HoO.  Its  specific  rotatory  power,  10  minutes  after 
solution,  is  [a]D20  =  S5'05,  but  it  gradually  decreases,  and,  after 
24  hours,  has  become  constant,  being  then  [a]D.,0  =  GS‘t)4.  It  gives 
all  the  usual  reactions  of  sugars,  and,  like  d-manno.se,  it  is  precipitated 
from  its  aqueous  solution  by  basic  lead  acetate.  When  yeast  is  placed 
in  a  10  per  cent,  aqueous  solution  of  the  sugar,  kept  at  30u,  no 
fermentation  takes  place  in  the  course  of  94  hours. 

The  hydrazone ,  C;B u06!X..H Ph,  crystallises  from  hot  water  in 
slender,  colourless  needles,  melts  at  197 — 200°  with  decomposition 
when  quickly  heated,  and  is  only  very  sparingly  soluble  in  cold  water. 
Its  freshly-prepared  solution  in  fuming  hydrochloric  acid,  diluted 
with  wafer,  is  optically  inactive,  but  in  45  minutes  it  shows  a  dextro- 
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rotation  of  0'45° ;  in  this  respect  it  differs  from  the  sparingly  soluble 
hydrazones  of  d-  and  bmannose. 

d-Mannoheptosazone,  C7Hi2C)5(N2HP1i)2,  separates  in  slender  needles, 
when  an  aqueous  solution  of  the  hydrazone  is  heated  with  phenyl- 
hydrazine  acetate.  It  crystallises  from  hot  alcohol  in  slender  needles, 
melts  with  decomposition  at  about  200°,  when  quickly  heated,  and  is 
very  sparingly  soluble  in  hot  alcohol,  and  almost  insoluble  in  water 
and  ether;  its  solution  in  glacial  acetic  acid  is  dextro-rotatory. 

Heptitol  (perseitol),  0:11,607,  is  obtained  when  mannoheptnse  is 
reduced  with  sodium  amalgam  as  described  in  the  preparation  of 
manuose  (this  vol.,  p.  466)  ;  the  yield  is  about  70  per  cent,  of  the 
sugar  employed.  A  direct  comparison  of  this  synthetical  aleohol  with 
perseitol,  which  has  been  shown  by  Maquenue  (Abstr.,  1880,  32)  to 
be  a  heptahydric  aleohol,  proved  the  identity  of  the  two  compounds, 
as  does  also  the  fact  that  Maquenne’s  perseitol,  on  oxidation  with 
nitric  acid  of  sp.  gr.  1T4,  is  converted  into  mannoheptose. 

d-Mannoctonic  acid  can  be  prepared  from  crude  crystalline  manno¬ 
heptose  by  treating  it  with  hydrocyanic  acid  and  a  few  drops  of 
ammonia,  as  described  in  the  preparation  of  the  keptonic  acid;  as 
the  barium  salt  does  not  crystallise  well,  the  acid  is  best  purified 
by  heating  its  dilute  aqueous  solution  with  phenylhydrazine  and 
acetic  acid.  The  hydrazide ,  CgHjsOa'NoHoPh,  which  is  gradually 
deposited  from  the  solution,  crystallises  from  hot  water  in  colourless 
needles  melting  at  about  243°  with  decomposition  when  quickly 
heated  ;  it  is  almost  insoluble  in  cold  water  and  alcohol,  and  rather 
sparingly  soluble  in  hot  water.  It  is  reconverted  into  the  acid  by 
boiling  with  barium  hydroxide,  as  previously  described  (this  vol., 
p.  l.r>3),  but  the  acid  was  not  isolated;  the  solution,  freed  from 
barium  kyrdroxide  and  phenylhydrazine,  and  decolorised  with  animal 
charcoal,  is  evaporated,  and  the  residual  mannoctolactone,  which 
gradually  solidifies  when  treated  with  alcohol,  purified  by  recry^stal- 
lisation  from  this  solvent.  30  grams  of  mannoheptose  yield  19  grams 
of  the  pure  lactone. 

Mannoctolactone,  C8HnOf>,  melts  at  about  167 — 170°  with  decomposi¬ 
tion,  has  a  sweet  taste,  and  is  very  readilyT  soluble  in  water,  the  solu¬ 
tion  becoming  slightly  acid  after  some  time;  it  dissolves  ratlur  freely 
in  hot  alcohol,  and  its  specific  rotatory  power  is  [«]d:o  =  -43-58. 

d-Mannoctose  is  obtained  from  the  lactone  (1  part)  exactly  as 
described  in  the  case  of  mannoheptose,  except  that  a  larger  quantity 
(16  parts)  of  2^  per  cent,  sodium  amalgam  is  required;  on  evapo¬ 
rating  its  aleoliollc  solution,  there  remains  a  sweet  syrup,  which  does 
not  crystallise  even  when  purified  by  means  of  the  hydrazone.  It  is 
very  readily  soluble  in  water,  only  very  sparingly  in  absolute  alcohol, 
is  le vo- rotatory,  and  does  not  ferment  with  yeast.  The  hydrazone , 
(AHisCV.NiHPh,  crystallises  from  hot  water,  in  which  it  is  sparingly" 
soluble,  in  colourless  needles,  and  melts,  when  quickly  heated,  at 
about  212°  with  decomposition.  The  osazone,  CsHu06(N2H  Ph)2,  is 
gradually  deposited  in  yellow  needles  when  a  dilute  aqueous  solution 
of  the  sugar,  or  of  the  hydrazone,  is  warmed  with  excess  of  phenyl¬ 
hydrazine  acetate  ;  it  is  almost  insoluble  in  hot  water  and  boiling 
alcohol,  and  melts  at  about  223°  with  decomposition. 
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d -Mannoctitol,  CgHisOs,  prepared  from  the  sugar  by  reducing  it 
with  sodium  amalgam  as  described  under  mannoheptose,  separates 
from  hot  water,  in  which  it  is  only  moderately  easily  soluble,  in 
colourless,  mici'oscopic  plates,  sinters  together  at  250°,  and  melts 
completely  at  258°;  when  heated  in  small  quantities,  it  volatilises 
without  leaving  any  carbonaceous  residue. 

d-JU  amiononic  lactone ,  C9Hi603,  can  be  obtained  by  treating  mann- 
octose  with  hydrocyanic  acid,  converting  the  product  into  the  hydr- 
azide  of  mannononic  acid,  and  decomposing  the  latter  with  barium 
hydroxide  exactly  as  described  in  the  case  of  the  lower  homologue  ; 
oq  evaporating  the  aqueous  solution  of  the  acid  to  a  syrnp,  it  is 
almost  completely  converted  into  the  lactone,  which,  when  treated 
with  alcohol,  gradually  solidifies.  It  crystallises  from  hot  alcohol  in 
slender  needles,  melts  at  175 — 177°,  and  is  readily  soluble  in  water, 
and  moderately  easily  in  hot  alcohol  ;  it  has  a  sweet  taste,  and  its 
specific  rotatory  power  is  =  -41°. 

d -Mannononose,  C9H1309,  can  he  obtained  from  the  lactone  without 
difficulty  by  the  same  method  as  that  employed  in  the  preparation 
of  mannoctose ;  it  separates  from  hot  alcohol  in  small  nodules, 
but  it  has  not  yet  been  obtained  free  from  ash,  sufficient  material 
not  having  been  prepared  to  allow  of  its  purification  by  means  of 
the  hydrazone.  It  melts  at  about  130°,  and  is  dextro-rotatory. 
The  hydrazone,  C3H1508;N2HPh,  crystallises  from  hot  water  in  colour¬ 
less  needles,  melts  at  about  223°  with  decomposition  when  quickly 
heated,  and  is  very  sparingly  soluble  iu  cold  water,  The  osazone 
crystallises  in  yellow  needles,  melts  at  about  217°  with  decomposition, 
and  is  almost  insoluble  in  hot  water  and  alcohol. 

Mannononose  ferments  with  yeast  just  as  readily  as  mannose  and 
grape-sugar,  carbonic  anhydride  being  evolved,  and  a  solution  ob¬ 
tained  which  has  an  odour  of  alcohol,  and  which  gives  the  iodoform 
reaction  very  distinctly.  It  is  a  curious  fact  that  most  of  the  sugars, 
such  as  glycerose,  the  hexoses,  and  mannononose,  which  contain  three, 
or  a  simple  multiple  of  three,  carbon-atoms  ferment  with  yeast, 
whereas  the  pentoses  (arabinose  and  xylose),  mannoheptose,  and 
mannoctose  do  not. 

Mannononose  l’esembles  dextrose  so  closely  that  the  two  compounds 
can  be  easily  mistaken  for  one  another ;  they  have,  moreover,  the 
same  percentage  composition,  approximately  the  same  rotatory  power, 
almost  the  same  melting  point,  and  both  ferment  with  yeast,  so  that 
if  mannononose  had  been  obtained  from  the  vegetable  kingdom 
before  the  hydrazone  test  was  known,  it  would  certainly  have  been 
mistaken  for  dextrose.  The  occurrence  of  mannononose  in  plants 
would  not  be  surprising,  because  it  is  more  than  probable  that  glycer- 
aldehyde  is  formed  in  the  vegetable  kingdom ;  this  compound  so 
easily  condenses  to  hexoses  that  it  seems  likely  that,  under  other 
conditions,  it  might  undergo  condensation  to  mannononose. 

The  optical  behaviour  of  the  compounds  described  above  is  worthy 
of  note,  the  rotatory  power  changing  in  an  irregular  manner  from 
right  to  left  and  vice  versa ,  as  is  shown  by  the  following  table : — 
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-43-58° 

—  3’3  (approx.). 
-41-0 

+  50  0  (approx.). 
F.  S.  K. 

The  Sulphines  and  the  Different  Valencies  of  Sulphur.  By 

It.  Nasini  and  A.  Scala  ( Gazzetta ,  19,  526 — 528). — This  is  a  paper 
of  a  polemical  character  containing  a  reply  to  Klinger  and  Maassen 
(Abstr.,  1888,  357;  1889,  1135).  The  authors  maintain  that  the 
measurements  given  by  them  and  La  Valle  (Abstr.,  1889,  115)  fully 
establish  the  isomerism  of  the  platinochlorides  of  diethyl  methyl- 
sulphine  and  ethylmethylethylsulphine,  the  former  crystallising  in 
the  cubic,  and  the  latter  in  the  monoclinic  system  as  stated  by  Kruger 
(Abstr.,  1877,  186).  S.  B.  A.  A. 

Myristic  Aldehyde.  By  F.  Krafft  ( Ber .,  20,  2360 — 2364 ; 
compare  Abstr.,  1889,  1017). — Tetradecyl  alcohol,  CistL^CH+OH,  is 
obtained  by  reducing  myristic  aldehyde  with  sodium  in  alcoholic 
solution.  The  hydrogen  sodium  sulphite  compound,  C]4H290*S03Na,  is 
prepared  by  heating  myristic  aldehyde  with  a  saturated  aqueous 
solution  of  hydrogen  sodium  sulphite  at  55°;  it  crystallises  from 
alcohol  in  colourless  plates,  and  slowly  decomposes  at  130°  without 
melting.  The  corresponding  potassium  compound  is  very  similar  in 
properties.  Tetradecylaldoxime,  Ci3H27,CH!NOH,  is  obtained  by 
treating  the  aldehyde  with  half  its  weight  of  hydroxylamine  hydro¬ 
chloride  in  alcoholic  solution  ;  it  crystallises  from  alcohol  in  silvery, 
lustrous  plates  melting  at  82°,  and  has  a  slight  peppermint-like 
odour.  Tetradecylamine,  ChH24*NH2,  is  formed  by  the  reduction  of  the 
aldoxime  with  sodium  amalgam  in  alcoholic  solution,  to  wThich  acetic 
acid  is  added  from  time  to  time ;  it  melts  at  37°,  boils  at  162°  under  a 
pressure  of  15  mm.,  and  is  most  readily  purified  by  distillation;  it  rapidly 
absorbs  carbonic  anhydride  on  exposure  to  air.  The  same  compound 
may  also  be  obtained  by  reducing  myristonitrile,  CuH27N,  with 
sodium  in  alcoholic  solution.  The  hydrochloride,  ChH29*NH2,HCI,  is 
readily  soluble  in  water ;  it  crystallises  from  ether  in  lustrous  plates, 
which  decompose  on  heating.  The  platinochloride  has  also  been  pre¬ 
pared.  2' -Tridecylquinoline,  C9H6N-Ci3H27,  is  formed  by  the  distilla¬ 
tion  of  the  product  obtained  by  the  action  of  aniline  and  pyruvic 
acid  on  tetradecylaldehyde.  It  crystallises  in  large,  white  plates 
melting  at  31 — 32°.  The  hydrochloride  and  platinochloride  have  been 
prepared  ;  the  latter  crystallises  in  yellow,  lustrous  plates.  Dodecyl- 
amine,  C12H2a-NH2,  is  formed  by  the  reduction  of  lauronitrile  with 
sodium  in  alcoholic  solution ;  it  melts  at  27 — 28°,  and  boils  at 
134 — 135°  under  a  pressure  of  15  mm.  (compare  Lutz,  Abstr.,  1886, 
685).  J.  B.  T. 

Reduction-products  of  1  :  2-Diketones.  By  H.  v.  Pechmanx 
and  F.  Dahl  (Ber.,  23,  2421 — 2427  ;  compare  Abstr.,  1889,  1137). — 
Dimethylketol,  COMe-CHMe'OH,  is  prepared  by  -warming  diacetyl 


Hexonic  lactone. .  +53'81°  Octonic  lactone. . 

Hexose .  +12‘96  Octose . 

Heptonic  lactone.  — 74‘23  Non onic  lactone  . 

Heptose .  +85-05  Nonose . 
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(20  grams)  with  granulated  zinc  (30  grams),  and  dilute  (1  :  5)  sul¬ 
phuric  acid  (280  grams)  ;  the  product  is  extracted  20  times  with 
ether,  the  ether  cautiously  evaporated,  and  the  residue  dried  over 
anhydrous  sodium  sulphate.  The  yield  is  quantitative;  the  ketol  boils 
at  141 — 142°,  has  a  sp.  gr.  of  1  0021  at  150/4°,  and  is  miscible  with 
all  the  ordinary  solvents  except  light  petroleum.  It  reduces  Fehling’s 
solution,  and  is  readily  oxidised  on  exposure  to  air.  The  phenyl- 
hydrazone,  CHMe(OH)-CMe!N2HPh,  is  obtained  by  treating  a  mixture 
of  the  ketol  and  phenylhydrazine,  in  molecular  proportion,  with  sodium 
acetate  in  aqueous  solution ;  it  separates  as  an  oil,  which  solidifies  on 
cooling.  It  crystallises  from  benzene,  on  the  addition  of  light  petro¬ 
leum,  in  stellate  groups  of  long  prisms  melting  at  83 — 84°.  It  is 
readily  soluble  in  alcohol,  ether,  chloroform,  benzene,  and  dilute 
acids,  but  not  in  alkalis;  it  quickly  undergoes  decomposition  on 
keeping.  With  excess  of  phenylhydrazine  in  the  cold,  the  ketol 
yields  a  mixture  of  diacetylphenylhydrazone  and  diacetylosazone ; 
the  latter  is  also  formed  on  warming  the  ketol  with  excess  of 
phenylhydrazine.  Dimethylketol  does  not  solidify  in  a  freezing 
mixture,  but  if  allowed  to  remain  for  several  weeks,  or  months,  it 
becomes  converted  into  a  solid  crystalline  modification  melting  at 
127 — 128°;  the  addition  of  a  crystal  of  this  compound  to  the  liquid 
ketol  does  not  hasten  its  solidification.  A  second  solid  modification 
is  obtained  by  adding  some  indifferent  substance,  such  as  a  piece  of 
granulated  zinc,  to  the  liquid  ketol ;  in  a  few  hours  it  crystallises  in 
colourless,  thin  plates  melting  at  96 — 98° ;  after  some  time  the 
crystals  liquefy  spontaneously  at  ordinary  temperatures,  and  then 
gradually  pass  into  the  modification  of  high  melting  point.  These 
two  substances  are  quite  distinct,  they  may  be  sublimed  without 
change  by  cautiously  heating;  they  dissolve  slowly  in  ordinary 
solvents,  becoming  converted  into  the  liquid  ketol,  which  is  also 
formed  by  distilling,  or  melting,  either  of  them.  Both  are  optically 
inactive,  but  it  appears  probable  that  they  are  physical,  rather  than 
chemical,  isomerides. 

Methylethylketol ,  COMe*CHEt*OH,  is  prepared  from  acetylpropionyl ; 
it  is  a  colourless,  sweet- smelling  liquid,  closely  resembling  the 
dimethyl-derivative  in  properties;  it  boils  at  152 — 153°,  and  at  77° 
under  a  pressure  of  35  mm.  ;  its  sp.  gr.  is  09722  at  17'574°.  On 
treatment  with  phenylhydrazine,  the  phenylhydrazone  is  formed.  With 
excess  of  phenylhydrazine  in  the  cold,  acetylpropionyl-a-phenylhydr- 
azone,  COEt-CMeiNVHPh,  is  obtained,  thus  showing  the  constitution  of 
the  ketol.  £-Methylethylethylene  glycol,  CHMe(OH)*CHEt*OH,  is 
prepared  by  reducing  methylethylketol  with  sodium  amalgam  ;  it  is 
identical  with  the  compound  obtained  by  Wagner  and  Saytzeff  from 
<S-methylethylethylene  bromide  (compare  Abstr.,  1876,  547). 

J.  B.  T. 

Isophorone.  By  W.  F.  Laycock  ( Annalen ,  258,  230 — 234;  com¬ 
pare  Abstr.,  ItSO,  487). — The  higher  boiling  (115 — 150°)  fractions  of 
the  oil  obtained  by  distilling  sugar  with  lime  contain  a  considerable 
quantity  of  a  mixture  of  ketones,  probably  the  compounds  C5Hi0O 
and  CgH^O,  which  can  be  separated  from  the  other  constituents  of 
the  oil  by  shakiug  with  sodium  hydrogen  sulphite.  The  residue 
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contains  a  new  furfuraldehyde-derivative,  the  presence  of  which  can 
be  proved  as  follows  : — The  oil  is  treated  with  phenylhydrazine,  kept 
for  some  hours,  the  excess  of  phenylhydrazine  removed  by  washing 
with  dilute  acetic  acid,  and  the  residual  solution  distilled  with  steam  ; 
the  oil  that  passes  over  is  fractionated,  arid  the  portion  boiling  between 
115  and  130°  is  heated  at  170°  with  concentrated  hydrochloric  acid, 
whereby  the  furfuraldehyde-derivative  is  converted  into  a  1.4-diketone. 
This  diketone  has  the  composition  C7H1202,  and  boils  at  197 — 200°; 
it  does  not  give  the  aldehyde  reactions,  and  it  yields  a  pyrroline- 
derivative  when  boiled  with  ammonium  acetate.  The  dioxime, 
C7HuN202,  melts  at  129°  and  is  readily  soluble  in  hot,  but  only 
sparingly  soluble  in  cold  water.  The  constitution  of  the  ketone  is 
represented  by  one  of  the  formulie 

C OMe- C HMe •  CH2- C OMe  or  COEt-CH2-CH2-COMe. 

The  presence  of  isophorone  in  the  other  fractions  of  the  oil  could 
not  be  detected ;  the  compound  described  under  this  name  by 
Benedikt  ( Annalen ,  162,  306)  is  evidently  a  mixture  of  various 
substances.  F.  S.  K. 

Electrolysis  of  Fatty  Acids.  By  N.  Bunge  (/.  Buss .  Ghem.  Soc., 
21,  525 — 557), — Referring  to  the  work  done  previously  by  Kolbe, 
Kolbe  and  Kaempf,  Brazier  and  Gossleth,  Wurtz,  Schorlemmer  and 
Kekule,  the  author  considers  the  reaction  a  very  complicated  one, 
which  cannot  be  represented  by  a  simple  chemical  equation.  The 
author’s  own  earlier  experiments  with  oxalic,  formic,  and  mellitic 
acids  have  convinced  him  that  Kekule’s  general  formulas  : 

C„Ho„(COOM),  =  M,  +  2CO,  +  C„H2;[  and 
2C»H2,i  +  1-COOM  =  M2  +  2C02  +  (C„H2„+  ,)2 

are  not  in  accordance  with  facts,  and  that  the  complicated  groups 
set  free  at  the  anode  are  not  decomposed  into  their  simpler  con¬ 
stituents,  but  that  they  enter  into  reaction  with  water,  re-forming  the 
original  acid  and  oxygen,  and  that  the  latter,  on  being  liberated, 
oxidises  the  electrolyte,  and  thus  forms  the  different  products. 

The  original  paper  contains  a  detailed  description  of  the  author’s 
apparatus,  the  preparation  of  pure  substances,  and  a  large  set  of 
tubularly  arranged  analytical  data  of  the  gaseous  products.  It  is 
shown  also,  that  the  nature  and  relative  quantity  of  the  products 
obtained  at  the  anode  vary  very  considerably  with  varying  concen¬ 
tration,  intensity  of  the  current,  size  and  surface  of  electrodes,  and 
especially  with  the  temperature  of  the  electrolyte. 

Potassium  propionate  yielded,  besides  carbonic  anhydride  and 
hydrogen,  a  large  proportion  of  ethylene,  and  only  a  small  quantity  of 
butane,  although  the  latter  ought  to  be  the  chief  product,  if  Kekule’s 
view  were  correct.  As  regards  oxygen,  this  gas  was  not  observed  at 
0°,  but  at  100°  the  quantity  was  much  larger  than  that  of  the  hydro¬ 
carbons.  No  definite  relation  could  be  traced  between  the  quantities 
of  ethylene  and  butane.  Free  propionic  acid  yielded  very  nearly  the 
same  product  as  its  potassium  salt.  Isobutyric  acid,  when  submitted 
to  electrolysis  at  0°,  gave  not  the  expected  hexane,  but  only  carbonic 
anhydride,  propylene,  hydrogen,  and  oxygen,  and  at  100°  scarcely  any 
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hydrocarbon.  Normal  butyric  acid  yielded  propylene  as  the  chief 
product,  together  with  some  butane,  and  a  trace  of  a  liquid  hydro¬ 
carbon,  probably  hexane. 

In  order  to  test  the  correctness  of  Kolbe’s  and  Kaempf’s  state¬ 
ment  that  acetic  acid  yields  ethylene  on  electrolysis,  the  author  pre¬ 
pared  pure  sodium  acetate  with  the  greatest  care,  and  passed  the 
products  of  electrolysis  for  4S  hours  through  bromine,  but  not  a  trace 
of  ethylene  bromide  could  be  found.  In  all  cases,  the  acids  yielded 
small  quantities  of  ethereal  salts.  The  author  remarks  that  india- 
rubber  corks  and  joints  arc  to  be  avoided  in  this  kind  of  work,  as  a 
considerable  absorption  of  hydrocarbons  takes  place,  the  india-rubber 
swelling  up.  In  conclusion,  the  author  says  that  the  above  view  on 
the  complexity  of  the  chemical  process  in  electrolysis,  as  first  pro¬ 
nounced  by  Bourgoni,  is  entirely  confirmed.  B.  B. 

Oxidation  of  Cerotic  Acid  by  Nitric  Acid.  By  T.  Marie 
(•/.  Pharm.  [5],  22,  145 — 150). — When  cerotic  acid  is  oxidised  with 
nitric  acid  of  above  1*3  sp.  gr.,  succinic  acid  is  the  chief  product ;  the 
reaction  is  very  violent,  and  the  intermediate  products  are  destroyed. 
Nitric  acid  of  1*15  sp.  gr.  gives  much  better  results.  After  48  hours’ 
boiling,  the  cooled  mass  consists  of  a  liquid  and  a  superposed  solid ; 
these  were  examined  separately.  As  the  yield  of  acid  formed  by 
oxidation  is  only  small,  the  products  of  18  operations  were  united 
and  examined  together.  The  liquid  contains  the  volatile  acids 
caproic,  valeric,  acetic,  and  butyric  ;  and  the  non-volatile  acids  sebaeic, 
succinic,  suberic,  pyrotartaric,  and  probably  adipic.  The  insoluble 
portion  well  washed  and  treated  on  the  sand-bath  with  very  dilute 
baryta-water  yields  soluble  and  insoluble  barium  salts  which  have  the 
composition  of  the  caprate,  caprylate,  and  oenanthylate.  The  insoluble 
barium  salts  contained  the  undecomposed  cerotic  acid,  and  a  nitro- 
derivative  of  cerotic  acid  whose  lead  salt  is  insoluble  in  ether. 

J.  T. 

Decamethylenedicarboxylic  Acid.  By  H.  Noerdlinger  (Per., 
23,  2356 — 2359). — Methyl  undecylenate,  CioH19-COOMe  is  a  colourless 
liquid,  insoluble  in  water  ;  it  boils  at  248°  under  a  pressure  of  760  mm., 
and  at  124°  at  10  mm.  J Ethyl  undecylenate ,  C10Hi9'COOEt  resembles 
the  methyl  compound,  and  boils  at  259°  under  a  pressure  of  760  mm., 
and  at  131*5°  at  10  mm.  Methyl  brom undecylenate,  CioH20BvCOOMe, 
is  prepared  from  methyl  undecylenate  by  treatment  with  hydrobromic 
acid;  it  is  a  colourless,  strongly  refractive  liquid,  boiling  at  165*5° 
under  a  pressure  of  10  mm.  Jdthylbromundecylenate,  CioH20Br'COOEt, 
is  obtained  in  a  similar  manner  to  the  methyl-derivative;  it  boils  at 
171 — 172°  under  a  pressure  of  10  mm.  In  order  to  prepare  deca¬ 
methylenedicarboxylic  acid,  CioH20(COOH)2,  either  of  the  abovo 
brominated  compounds  is  treated  with  potassium  cyanide,  and  the 
product  hydrolysed  with  alcoholic  potash  ;  on  adding  hydrochloric 
acid,  a  precipitate  is  formed  consisting  of  a  mixture  of  several  acids; 
this  is  distilled,  and  the  portion  boiling  above  230°  under  a  pressure 
of  10  mm.  is  dissolved  in  ammonia.  On  adding  barium  chloride,  tho 
barium  salt  separates,  and,  from  this,  the  pure  acid  may  be  obtained. 
It  crystallises  from  water  in  slender,  fiat,  lustrous  needles,  melting  at 
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124'5 — 125‘5°,  and  boiling  at  245°  under  a  pressure  of  10  rum. ;  it  is 
soluble  in  891  parts  of  water  at  100°,  and  in  22,225  parts  at  23°.  In 
its  chemical  and  physical  properties  the  acid  is  completely  analogous 
to  the  lower  homolngues  of  the  oxalic  acid  series.  The  potassium , 
sodium ,  and  ammonium  salts  are  soluble  in  water.  All  the  remaining 
salts  are  sparingly  soluble  in  cold  water,  and  are  deposited  on  warm¬ 
ing  the  solution.  The  silver  salt  is  obtained  as  a  white  powder,  which 
becomes  violet  on  exposure  to  light.  J.  B.  T. 


Haloid  Derivatives  of  Ethyl  Acetoacetate.  By  A.  Hantzsch 
(Ber.,  23,  2339 — 2342).— On  treating  ethyl  acetoacetate  with  bromine, 
ordinary  ethyl  bromacetoacetate  is  formed,  from  which  ethyl  amido- 

S*CH 

thiazijlacetate,  NH2'C<^w  m  nrtrkX?  ,a,nd  ethyl  methylthiazylacetate, 


—  S-CH 
6  ^N-C-CH,-COOEt 


N*OCH2'COOEt’ 

,  are  prepared  by  the  action  of  thiocarbamide 


and  thioacetamide  respectively.  These  compounds  are  isomeric  with 
the  corresponding  thiazole-derivatives  obtained  from  ethyl  chloraceto- 

,  .  ATTT  „  -  S'C'COOEt 

acetate  which  are  represented  by  the  formulas,  IN  T  II 

1  K’CMe 


,  -.  r  .  S’C-COOEt 
and  MeC<.  n 

^N-CMe 


Ethyl  bromacetoacetate,  prepared  by  the 


action  of  bromine  on  ethyl  cupracetoacetate  (compare  Schonbrodt, 
this  vol.,  p.  27),  yields  compounds  identical  with  those  ob¬ 
tained  from  the  chloracetoacetate.  It  appears,  therefore,  that  by 
the  direct  action  of  bromine  on  ethyl  acetoacetate,  the  ^-derivative, 
CH3Br*COCH2*COOEt,  is  formed,  and  that  Schonbrodt’s  compound 
is  really  the  a-derivative,  CHBrAc’COOEt,  corresponding  with  the 
well-known  chlorinated  derivative.  Ethyl  methacetoacetate  yields 
a  q-bromo-substitution  product  which  combines  with  thiacetamide, 
and,  after  elimination  of  the  carboxyl-group,  forms  methylethylthiazole, 

S*CH 

MeC^  ii  .  Chlorine,  however,  gives  the  a-derivative,  from 
JX'Oilit 

which  trimethylthiazole ,  MeC<^*  M^6,  is  obtained  by  the  action  of 
thiacetamide.  J.  B.  T. 


Action  of  Alcoholic  Potash  on  Bromisosuccinic  Acid.  By  S. 

Tanatar  (J.  Buss.  Chem.  Soc.y  21,  558 — 563). — Isosuccinic  acid,  pre¬ 
pared  from  ethyl  a-bromopropionate,  is  treated  with  bromine  at  100° 
to  convert  it  into  the  dibromopropionic  acid  melting  at  118 — 119°. 
This  is  boiled  for  four  to  five  hours  with  alcoholic  potash,  the  alcohol 
removed  by  distillation,  and  the  residue  acidified  writh  hydrochloric 
acid,  after  which  the  liquid  is  extracted  with  ether.  On  distilling  off 
the  ether,  an  oil  is  left,  which  after  some  time  becomes  converted  into 
a  crystalline  mass  consisting  of  a  mixture  of  two  or  three  acids. 
The  cold  aqueous  solution  of  these  is  saturated  with  milk  of  lime,  and 
after  some  time  filtered  from  the  excess  of  lime  and  from  the  spar¬ 
ingly  soluble  calcium  salt  of  an  acid  having  the  formula  C8H10O9. 
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The  filtrate  on  being  acidified  with  a  few  drops  of  hydrochloric  and 
acetic  acids  and  boiled,  deposits  a  copious  precipitate  consisting  of  a 
calcium  salt  of  one  of  the  acids.  This  is  purified  by  dissolving  it 
in  cold  water  and  heating  the  solution,  when  it  is  again  deposited. 
Its  composition  is  CeHgCaOs.  The  zinc  salt  is  also  more  soluble  in 
cold  than  in  hot  water.  The  silver  salt  has  the  formula  C6H8  Ag205. 
The  acid  itself,  adipomalic  acid ,  C6Hi0O5,  when  crystallised  from  water 
or  ether  is  deposited  in  small,  glistening  needles,  which  melt  at  111°. 
At  150 — 1G0°,  the  acid  is  decomposed  into  carbonic  anhydride  and  an 
oily  acid,  CsHi0Os,  which  the  author  considers  to  be  /?-hydroxyvaleric 
acid.  B.  B. 

Ethyl  Oximidosuccinates.  By  A.  Piutti  ( Ghent .  Centr.,  1890, 
i,  938 — 939;  from  Ann.  Ghim.  Farm.,  11, 161). — Of  the  three  possible 
monethyl  oximidosuccinates,  the  a-salt  has  been  already  described 
(Abstr.,  1885,  1122),  and  also  by  the  author  the  7-salt  (Abstr.,  1889, 
383),  but  the  /3-salt,  COOH'C(NOH)*CH2-COOEt,  is  still  unknown. 
The  author  finds  that  diethyl  oximidosuccinate  is  identical  with  the 
oxime  of  ethyl  oxalacetate,  and  that  the  a-ethyl  oximidosuccinate 
is  converted  into  the  7-salt  by  the  action  of  sodium  ethoxide. 

J.  W.  L. 

Diacetamide.  By  W.  Hentschel  ( Ber .,  23,  2394 — 2401). — 
Diacetamide  is  best  prepared  by  boiling  acetamide  (600  grams)  with 
acetic  anhydride  (1250  grams)  for  half  an  hour  in  a  reflux  appa¬ 
ratus.  The  addition  of  sodium  acetate  is  needless.  The  product  is 
distilled,  and  the  portion  boiling  below  125°  is  fractionated  under  a 
pressure  of  10  mm. ;  the  greater  part  passes  over  at  about  108 — 109° ; 
it  is  dissolved  in  10  parts  of  pure  ether,  and  the  acetamide  precipitated 
with  gaseous  hydrogen  chloride  ;  on  cooling  the  clear  solution,  diacet¬ 
amide  separates  in  slender,  white  needles.  This  may  be  purified  either 
by  repeated  recrystallisation  from  ether,  or  by  moistening  with  water, 
adding  barium  carbonate,  and  evaporating  nearly  to  dryness  on  the 
water-bath ;  the  residue  is  then  completely  dried  in  a  vacuum,  and 
extracted  with  ether;  on  evaporation,  pure  diacetamide  separates  ;  it 
melts  at  77*5 — 78°,  and  boils  at  222‘5 — 223*5°,  not  at  210 — 215°  as 
stated  by  Gautier;  under  a  pressure  of  10  mm.,  the  boiling  point  is 
108 — 108‘5°.  Diacetamide  burns  with  a  non-luminous  flame.  On 
heating  at  250°  for  two  hours  in  a  sealed  tube,  acetonitrile,  acetic  acid, 
and  acetamide,  together  with  unchanged  diacetamide,  are  obtained. 
The  reactions  which  take  place  are  somewhat  complicated  ;  acetonitrile 
and  acetic  acid  are  first  formed,  but  at  higher  temperatures  these  re¬ 
combine;  part  of  the  acetic  acid,  however,  acts  on  the  diacetamidc 
yielding  acetamide.  An  aqueous  solution  of  diacctamide  is  neutral, 
but  becomes  acid  on  prolonged  boiling;  the  decomposition  proceeds 
uniformly;  after  two  hours’  heating  at  the  boiling  point  of  methyl 
alcohol,  7’3  per  cent,  of  the  diacetamide  is  decomposed,  after  12  hours’ 
healing  43  per  cent. ;  the  products  are  acetic  acid  and  acetamide.  With 
mineral  acids  the  decomposition  proceeds  very  much  more  rapidly, 
ammonium  salts  being  also  formed.  Concentrated  sulphuric  acid 
readily  acts  on  diacetamide  with  production  of  acetic  acid  ;  with  nitrous 
acid  it  yields  ammonium  nitrate  and  acetic  acid.  Neither  acetic  an- 
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hydride  nor  ammonia  gas  reacts  with  diacetamide;  potassium  hydroxide 
hydrolyses  it  to  acetic  acid  and  acetamide  ;  the  same  result  is  obtained 
with  sodium  ethoxide.  Sodium  diacetamide ,  NNaAc2,  may  be  prepared 
bv  warming  sodium  with  an  anhydrous  ethereal  solution  of  pure  diacet¬ 
amide  for  10  to  12  hours  ;  it  forms  a  very  hygroscopic,  white  powder. 
Methylacetamide  is  obtained  by  heating  the  sodium  compound  with 
methyl  iodide  in  a  sealed  tube  at  120°.  Triacetamide  is  formed  by 
heating  sodium  acetamide  with  acetic  chloride  or  anhydride,  diluted 
with  ether  or  benzene ;  it  is  separated  by  distillation  and  appears  to 
boil  at  93 — 94°  under  a  pressure  of  14  mm. ;  it  solidities  on  cooling, 
but  is  a  liquid  at  ordinary  temperatures,  thus  differing  in  a  very 
marked  mannerfrom  the  compound  (m.  p.  77 — 78)  which  has  hitherto 
been  regarded  as  being  triacetamide.  J.  B.  T. 

Condensation  of  Carbamide  with  Ethyl  Acetoacetate.  By 

R.  Behrend  and  P.  Ernert  ( Annalen ,  258,  360 — 362). — Ethyl  sodio- 
acetoacetate  and  carbamide  combine  together  in  alcoholic  solution, 
yielding  a  colourless,  crystalline  compound  of  the  composition 
CisB^NoCbNaj.  This  substance  melts  at  about  165°,  and  crystallises 
unchanged  from  hot  alcohol,  but  is  decomposed  by  water ;  when  dry 
it  is  not  acted  on  by  carbonic  anhydride,  but  the  moist  substance  is 
rapidly  decomposed.  On  passing  carbonic  anhydride  into  its  alco¬ 
holic  solution,  it  is  decomposed  into  carbamide,  ethyl  acetoacetate,  and 
sodium  ethyl  carbonate,  and  when  boiled  with  methyl  iodide  in 
alcoholic  solution,  it  yields  carbamide  and  ethyl  acetoacetate,  together 
with  sodium  iodide.  E.  S.  K. 


Diazouracilcarboxylic  Acid  and  its  Derivatives.  By  R. 

Behrend  and  P.  Ernert  {Annalen,  258,  347 — 369  :  compare  Abstr., 

x  CO-NH-OCOOH 

1888,  809). — Diazouracilcarboxylic  acid,  I  _  if  XT.,T„TT,  is  de- 
’  '  J  NH-CO-C-N.NOH 


posited  in  needles  containing  water  of  crystallisation  wThen  amido- 
uracilcarboxylic  acid  is  digested  with  sodium  nitrite  and  water,  and 
the  ice-cold,  filtered  solution  acidified  with  hydrochloric  acid.  It  is 
readily  soluble  in  alkalis,  but  only  sparingly  in  water,  to  which  it 
imparts  an  acid  reaction ;  when  an  aqueous  solution  is  heated  at 
40 — 50°  carbonic  anhydride  is  evolved,  and  the  solution  turns  purple, 
but  on  boiling,  nitrogen  is  given  off,  and  a  yellow,  amorphous  substance 
is  deposited  on  cooling.  It  is  unstable,  and  when  kept  for  a  long  time 
at  the  ordinary  temperature  it  is  converted  into  diazonracil. 

Hydrazineuracilcarboxylic  acid,  C5H6Xj04,  is  obtained  when  the 
preceding  compound  is  reduced  with  hydrochloric  acid  and  stannous 
chloride  in  icc-cold  aqueous  solution  ;  hydroxylamine  is  not  formed  in 
the  reaction.  It  separates  from  hot  8  per  cent,  hydrochloric  acid  in 
ill-defined  crystals,  gradually  decomposes  at  100°,  turns  brown  at 
120°,  and  is  insoluble  in  cold  but  soluble  in  hot  water,  yielding  a  red 
solution;  it  reduces  Feliling’s  solution  in  the  cold,  and  its  constitution 


,  ,  ,  p  ,  CO-NH-OCOOH 

is  probably  expressed  by  the  formula  ^H.C0.^.XH.NH  • 

A  compound  of  the  composition  C6HgN403  (=  OH^O^OHeO) 
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is  formed  with  evolution  of  carbonic  anhydride  when  freshly-prepared 
diazouracilcarboxylic  acid  is  boiled  with  alcohol ;  it  crystallises  from 
alcohol  in  yellow  plates,  loses  1  mol.  of  alcohol  at  100°,  and  explodes 
when  heated  on  platinum  foil.  It  is  almost  insoluble  iu  cold  alcohol, 
ether,  and  hot  water,  and  it  is  decomposed  by  boiling  water,  potash, 
and  hydrochloric  acid. 

A  salt  of  the  composition  C4H3N403K  is  formed  when  the  preceding 
compound  is  agitated  with  the  theoretical  quantity  of  cold  1  per  cent, 
potash ;  it  crystallises  in  needles,  is  only  sparingly  soluble  in  water, 
and  is  decomposed  by  alcohol  and  alkalis. 

Diazouracil ,  C4H4iST403,  is  obtaiued  when  the  salt  just  described  is 
suspended  in  ice-cold  water,  and  decomposed  with  concentrated  hydro¬ 
chloric  acid,  also  when  the  compound  of  the  composition  C6H6N403  is 
boiled  with  water.  It  separates  from  hot  water  in  crystals,  is  de¬ 
composed  by  warm  dilute  acids  with  evolution  of  nitrogen,  and 
explodes  when  heated  on  platinum  foil. 

Hydrazineuracil  hydrochloride,  C4H6M40n,HCl,  prepared  by  reducing 
the  compound  of  the  composition  with  stannous  chloride 

and  hydrochloric  acid  in  well-cooled  aqueous  solution,  crystallises  in 
colourless  plates,  and  is  decomposed  by  boiling  water ;  it  reduces 
Fehling’s  solution  in  the  cold,  and  when  treated  with  sodium  carb¬ 
onate  or  acetate  it  yields  yellow  or  reddish  compounds,  which  seem 
to  be  decomposition-products  of  the  base.  The  constitution  of  the 


,  ,  CO-NH-CH 

base  may  be  expressed  by  the  formula  ^H.CQ.jJ.NH.NH  * 


F.  S.  K. 


Derivatives  of  Diethylthiocarbamide.  By  Gf.  Noah  (Ber.,  23, 
2195 — 2200) . — Methyldiethylthiocarbamide  hydriodide,  C6Hi4X2S,HI, 
prepared  by  treating  diethylcarbamide  with  methyl  iodide,  is  a  crys¬ 
talline  compound,  very  readily  soluble  in  all  ordinary  solvents.  The 
free  base  is  a  yellow,  disagreeably-smelling  oil,  with  a  strong  alkaline 
reaction.  The  picrate,  C6HUN2S,C6H3N307,  separates  from  water  in 
crystals  melting  at  116°.  The platino chloride,  (C6H14F2S)2,H2PtCl6, 
crystallises  in  plates. 

Diethylgvanidine  is  obtained  when  methyldiethylcarbamide  is  heated 
at  100°  with  alcoholic  ammonia.  It  is  a  yellow  oil,  soluble  in  alcohol 
and  ether;  the  picrate,  C5Hi3N3,C6H3N3C>7,  crystallises  from  water  in 
long  needles  melting  at  141°. 

Triethylthiocarbamide  hydriodide  is  deliquescent,  and  soluble  in 
alcohol  and  ether.  The  picrate,  C7H16N2S,C6H3N307,  crystallises  in 
rhombobedra,  and  melts  at  72°.  Th e  platinochloride, 


(C,HI6N2S)2,H2PtCl6, 

is  crystalline. 

The  picrate  of  diethylpropylthiocarbamide  crystallises  in  plates,  and 
melts  at  65 — 66°. 


Compounds  analogous  to  those  described  above  arc  obtained  by 
treating  diethylthiocarbamide  with  amyl  iodide,  allyd  iodide,  and 
benzyl  chloride;  diethylamylihiocarbamide  and  diethylallylthiocarb~ 
amide  are  colourless  oils ;  diethylbenzylthiocarbamide  hydrochloride , 
C12H16N2S,HC1,  crystallises  in  needles,  and  melts  at  73 — 75°. 
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ch2  s^c;NEt 

CHvNEtr 


is  formed 


Diethylethylenepseudothiocarbamide, 

when  diethjlthiocarbamide  is  boiled  with  ethylene  bromide  for  five 
to  six  hours,  and  the  product  decomposed  with  soda.  It  is  a  yellowish 
oil,  boils  at  224°  (748  mm.),  is  volatile  with  steam,  and  is  readily 
soluble  in  alcohol  and  ether,  but  only  sparingly  in  water  ;  its  con¬ 
stitution  is  proved  by  the  fact  that,  on  oxidation  with  chlorine  in 
dilute  hydrochloric  acid  solution  and  subsequent  decomposition  with 
strong  hydrochloric  acid,  it  yields  ethylamine,  carbonic  anhydride 
and  taurine. 


The  salt  NHEt*C(NEt)-S*CH2-CH2-S-C(NEt)-NHEt,2HBr  is  ob¬ 
tained  when  diethylthiocarbamide  is  treated  with  ethylene  bromide  at 
a  temperature  below  100°.  It  separates  from  alcoholic  ether  in  colour¬ 
less  needles,  melts  at  184°,  and  is  readily  soluble  in  water  and  hot 
alcohol,  but  insoluble  in  benzene  and  light  petroleum ;  when  heated 
with  potash,  it  yields  ethylene  mercaptan. 

Diethyltrimethylenepseudothiocarbamide,  CgH]6N2S,  prepared  by 
boiling  diethylthiocarbamide  with  trimethylene  bromide,  forms  a 
crystalline  platinochloride,  (C6H16jST2S)2,H2PtCl6,  which  melts  at  119° 
with  decomposition;  when  the  diethyl  base  is  warmed  with  tri¬ 
methylene  bromide  at  a  temperature  below  100°,  the  compound 
C13HI8N4S2  is  formed.  E.  S.  K. 


The  Furfuran-group.  Supposed  Isomerides  of  Pyromucic 
Acid  and  of  Furfural dehyde.  By  V.  Oliveri  and  A.  Peratoner 
( Gazzetta ,  19,  633 — 639;  compare  IMaquenne,  this  vol.,  p.  33). — The 
authors  find  that  Limpricht’s  isopyromucic  acid  (Abstr.,  1873,  621), 
when  thoroughly  purified  by  crystallisation  from  benzene  or  toluene, 
is  identical  with  ordinary  pyromucic  acid,  since  it  melts  at  128 — 13.1  , 
and  yields  an  ethyl  salt  melting  at  34 — 35°  and  boiling  at  191°,  and 
an  amide  melting  at  141 — 142°.  The  /3-pyroinucic  aldehyde  (fucus- 
aldehyde)  obtained  by  Stenhouse  dissolves  in  solutions  of  sodium 
hydrogen  sulphite,  but  a  small  quantity  of  an  oily,  non-aldehydic 
substance  may  be  extracted  from  the  solution  with  ether.  On  adding 
a  dilute  solution  of  soda  to  the  hydrogen  sulphite  and  extracting  with 
ether,  a  substance  is  obtained  having  the  composition  C5H4O3,  which 
distils  between  158 — 160°,  and  has  all  the  physical  properties  of  furfur- 
aldehyde.  The  hydrazones  of  these  substances  both  crystallise  in 
greyish  lamince  melting  at  90 — 92°.  Fucusaldehyde  was  further  con¬ 
verted  into  Stenhouse’s  /3-pyromucic  acid,  which,  after  recrystallisa¬ 
tion  from  toluene  and  benzene,  has  the  same  melting  point  as  ordinary 
pyromucic  acid  (128 — 129°),  and  yields  an  identical  ethyl  salt  and  an 
amide. 

It  thus  appears  that  fucusaldehyde  is  identical  with  furfuralde- 
hyde,  and  that  Limpricht’s  iso-acid  and  Stenhouse’s  /3-acid  are  iden¬ 
tical  with  ordinary  pyromucic  acid.  S.  B.  A.  A. 

Conversion  of  Pyrroline  into  Tetramethylenediamine.  By  G\ 

Ciamician  ( Gazzetta ,  19,573 — 580). —  Ciamician  and  Dennstedt  {ibid., 
14,  156)  observed  that  pyrroline  unites  with  hydroxylamine,  forming 
a  solid  componnd,  C4H6N202,  which  melts  at  173°,  and  which  they  re- 
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garded  as  the  dioxime  of  succinaldehyde,  NOHICH'CH^CH^CHINOH. 
By  treating  this  compound  with  sodium  and  absolute  alcohol,  a  base 
is  formed  which  is  shown  to  be  identical  with  tetramethylenediamine 
(putrescinc)  by  its  boiling  point,  15S — 159°,  the  melting  point  of  the 
benzoyl-derivative,  178°,  and  by  the  agreement  of  the  crystalline  form 
of  the  platinochloride  and  picrate  with  the  corresponding  tetra- 
methylenediamine-dcrivatives.  The  hydrochloride  of  the  base  may  be 
converted  into  pyrrolidine,  and  the  aurochloride  of  the  product  is 
identical  with  that  described  by  Ciamician  and  Magnaghi,  melting 
with  decomposition  at  205 — 206°.  The  formation  of  tetramethylene¬ 
diamine  from  pyrrolinehydroxylamine  indicates  the  presence  in  the 
latter  compound  of  the  chain  N'OOOC'N ;  it  is  further  probable 
that  one  molecule  of  pyrroline  reacts  with  2  molecules  of  hydroxyl- 
amine,  the  compound  (CH!CH-NH’OH)2  being  first  formed  with 
elimination  of  ammonia,  and  subsequently  converted  into  the  more 
stable  form  (CH2*CH;NOH)2.  Pyrrolinehydroxylamine  somewhat 
resembles  the  glyoximes ;  it  dissolves  in  alkalis,  reacts  with  acetic 
anhydride,  and  evolves  nitrous  oxide  when  heated  with  nitrous  acid. 
With  phenylhydrazine,  a  dihydrazone,  (CHVCHINi.HPh^,  is  formed, 
which  melts  at  124 — 125°.  S.  B.  A.  A. 

Action  of  Ethyl  Oxalate  on  Pyrryl  Methyl  Ketone.  By 

A.  Angeli  ( Ber .,  23,  2154 — 2160;  compare  this  vol.,  p.  1000). — An 
azine  of  the  composition  Ci4H9N30  is  precipitated  in  dark-red  crystals 
when  pyrroylpyruvic  anhydride  ( loc .  cit .)  is  treated  with  ortho- 
phenylenediamine  in  alcoholic  or  acetic  acid  solution.  It  separates 
from  boiling  xylene  as  a  reddish-yellow,  crystalline  powder,  decom¬ 
poses  at  about  250°,  but  without  melting,  and  is  only  sparingly 
soluble  in  alcohol,  ethyl  acetate,  and  chloroform,  but  more  readily  in 
boiling  xylene,  the  solutions  showing  a  green  fluorescence.  It  dis¬ 
solves  in  concentrated  sulphuric  acid,  forming  an  intense  greenish- 
blue  solution,  from  which  it  is  reprecipitated  on  the  addition  of  water. 
On  reduction  with  zinc  and  acetic  acid,  it  yields  a  yellow  solution 
which  turns  red  again  on  exposure  to  the  air.  The  benzoyl- derivative 
crystallises  in  yellow  needles,  melts  at  166°  with  decomposition,  and 
is  soluble  in  benzene  and  chloroform,  the  solutions  showing  a  green 
fluorescence. 

Ethyl  anilpyrroylpyruvate,  Ci6HiSN203,  is  formed  when  ethyl  pyrroyl- 
pyruvate  is  warmed  with  aniline  in  acetic  acid  solution.  It  crystal¬ 
lises  from  alcohol  in  long,  lemon-yellow  needles,  melts  at  114 — 115°, 
and  dissolves  in  concentrated  sulphuric  acid  with  a  magenta  colora¬ 
tion. 

Anilpyrroylpyruvic  anhydride,  C14H10N202,  is  deposited  in  yellowish- 
orange  plates  when  the  preceding  compound  is  treated  with  warm 
alcoholic  ammonia ;  it  can  also  be  prepared  by  warming  pyrroyl¬ 
pyruvic  anhydride  with  aniline  in  acetic  acid  solution.  It  melts  at 
218°,  dissolves  in  concentrated  sulphuric  acid  with  a  violet  colora¬ 
tion,  and  docs  not  combine  with  orthophenylenediamine. 

Anilpyrroylpyruvic  acid,  C]4Hi21St20j,  is  precipitated  in  crystals  wheu 
the  ethyl  salt  is  treated  with  cold  dilute  alcoholic  potash,  and  the 
aqueous  solution  of  the  product  acidified.  It  separates  from  benzene 
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in  orange  crystals,  melts  at  179°  with  decomposition,  and  dissolves  in 
concentrated  sulphuric  acid  with  a  magenta  coloration.  Most  metallic 
salts  produce  a  yellow  precipitate  in  an  aqueous  solution  of  the  ammo¬ 
nium  salt. 


A  compound  of  the  composition  Ci2HuN03  is  obtained  when  ethyl 
benzoylpyruvate  is  heated  with  hydroxylamine  hydrochloride  in  alco¬ 
holic  solution ;  it  crystallises  from  alcohol  in  large,  colourless 
0  .  .  CPh-CH 

prisms,  melts  at  52  ,  and  has  the  constitution  M  ^^OCOOEt 
r  N - 0 


or 


CPhiCH 

6 - N 


>OCOOEt. 


The  compound  formed  by  the  action  of 


hydroxylamine  on  ethyl  pyrroylpyruvate  ( loc .  cit.)  has  probably  an 
analogous  constitution.  The  acid  prepared  from  this  ethyl  salt 
(m.  p.  52c)  melts  at  162°. 

Ethyl  pyrrylphenylpyrazolecarboxylate,  C16H]5N302,  prepared  by 
warming  ethyl  pyrroylpyruvate  with  phenylhydrazine  in  glacial 
acetic  acid  solution,  separates  from  alcohol  in  small  crystals  melting 
at  168°.  The  free  acid,  CuHu17302,  crystallises  from  dilute  alcohol 
in  long,  colourless  needles,  melts  at  215°,  and  decomposes  at  a  higher 
temperature.  It  is  readily  soluble  in  alcohol  and  acetone,  but  almost 
insoluble  in  benzene  and  light  petroleum.  In  an  aqueous  solution  of 
the  ammonium  salt,  many  metallic  salts  produce  precipitates. 

F.  S.  K. 


The  Pyrazole-group :  Derivatives  of  Trimethylenephenyl- 
diamine,  By  L.  Balbiano  ( Gazzetta ,  19,  688 — 692). — Trimethylene - 
phenyldiamine,  NH^CsHg'NHPh. — A  solution  of  1-phenylpyrazole  in 
absolute  alcohol  (20  parts)  is  reduced  with  metallic  sodium,  the  pro¬ 
duct  distilled  and  freed  from  alcohol,  and  the  base  extracted  with 


ether  and  converted  into  the  oxalate.  The  yield  is  45  per  cent.  The 
base  (obtained  from  the  oxalate)  boils  constantly  at  281 — 282°  (corr.) 
under  a  pressure  of  75S'l  mm. ;  sp.  gr.  0°/0°=  1'0356  ;  15°/0°=  P0256. 
It  is  soluble  in  ether  and  alcohol,  but  only  very  moderately  in  water. 
A  solution  in  excess  of  hydrochloric  acid  is  not  precipitated  by  the 
double  iodide  of  potassium  and  bismuth.  The  succinate  crystallises 
from  alcohol  in  tufts  of  large,  white,  lustrous  plates,  melts  at 
100 — 102°  (corr.),  and  dissolves  very  readily  in  cold  water,  but  is  in¬ 
soluble  in  ether. 


Eibenzoyltrimethylenephenyldiamine ,  KHBz*C3H6'NPhBz.  —  Trime- 
thylenephenyldiamine  is  quantitatively  converted  into  the  benzoyl- 
derivative  by  treatment  with  benzoic  chloride  and  sodium  hydroxide 
in  the  cold.  It  thus  behaves  like  the  diamines,  which  have  the  NH2 
molecules  linked  to  different  carbon-atoms  (see  Udranszky,  Abstr., 
1888,  1296).  It  crystallises  in  pinkish-white  plates,  melts  at 
96‘5 — 97  5°,  and  is  soluble  in  water,  but  not  in  alcohol.  Trimethylene- 
phenyldiamine  trimethylenephenylthiocarbamate, 


NHPh-C3H6-NH-CSSH,NH2-C3H6-NHPh, 


is  prepared  by  adding  a  slight  excess  of  carbon  bisulphide  to  a  solu¬ 
tion  of  the  base  in  dilute  alcohol  and  agitating  the  mixture.  A  waxy 
mass  separates  at  first,  but  is  redissolved  after  boiling  for  some  time. 
The  filtered  solution,  on  cooling,  deposits  white  plates  of  the  new  com- 
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pound  which  decompose  at  11G°  and  are  only  sparingly  soluble  in 
water.  With  mercuric  chloride,  the  hot  aqueous  solution  yields  a 
white  precipitate  which  is  converted  into  mercuric  sulphide  by  pro- 
longed  boiling.  The  dry  mercuric  compound  decomposes  at  210 — 220°, 
giving  off  white  fumes  which  condense  to  a  yellowish  liquid  having  an 
odour  of  oil  of  mustard.  S.  B.  A.  A. 

Derivatives  of  Furo'in  and  Furil.  By  D.  S.  Macnair  (Annalen, 
258,  220 — 230). — Furoinphenylhydrazine, 

C,H30-CH(0H)-C(N2HPh)-C4H30, 

prepared  by  treating  furoi'n  with  phenylhydrazine  and  a  few  drops  of 
acetic  acid  in  alcoholic  solution,  crystallises  from  a  mixture  of  ben¬ 
zene  and  light  petroleum  in  colourless  needles,  melts  at  79 — 81°,  and 
is  very  readily  soluble  in  alcohol,  ether,  and  benzene,  but  almost  in¬ 
soluble  in  water  and  light  petroleum;  it  rapidly  oxidises  on  exposure 
to  the  air,  and  is  readily  acted  on  by  hydrochloric  acid.  The  oxime , 
CI0H9NO4,  crystallises  from  alcohol  in  small,  almost  colourless  prisms, 
melts  at  160 — 161°,  and  is  readily  soluble  in  hot,  but  only  sparingly 
in  cold,  alcohol  and  benzene ;  it  dissolves  freely  in  soda,  yielding  a 
crystalline  sodium-derivative. 

Deoxyfuro'in ,  C4H30,C0'CH2’C4H30,  can  be  obtained  by  treating 
furo'in  with  zinc-dust  and  hydrochloric  acid  in  alcoholic  solution,  and 
distilling  the  product  with  steam  ;  it  melts  at  20°,  boils  at  159 — 160° 
(27  mm.),  and  is  only  sparingly  soluble  in  water,  but  readily  in  ether 
and  alcohol,  The  oxime ,  Ci0H9NO3,  crystallises  in  colourless  needles, 
melts  at  94 — 96°,  and  is  readily  soluble  in  alcohol,  ether,  benzene, 
hydrochloric  acid,  and  soda,  but  only  sparingly  in  water  or  light 
petroleum. 

Furilphenylhydrazone ,  C4H3OCOC (N’2HPh),C1H30,  crystallises  from 
boiling  light  petroleum  in  orange-yellow  needles,  melts  at  82 — 83°, 
and  is  readily  soluble  in  alcohol,  ether,  and  benzene,  but  only 
sparingly  in  light  petroleum  and  boiling  concentrated  hydrochloric 
acid. 

Furilphenylosazone ,  C4H30,C(N2HPh)-C(N2HPh),C4H30,  prepared 
by  treating  furil  with  phenylhydrazine  (2  mols.)  in  alcoholic  acetic 
acid  solution,  crystallises  from  alcohol  in  yellowish  needles,  melts  at 
184°,  and  is  very  sparingly  soluble  in  alcohol  and  light  petroleum,  but 
more  readily  in  ether  and  benzene  ;  it  is  only  very  slowly  acted  on  by 
hot  hydrochloric  acid. 

ct-Furiloxime,  CjoH-NCh,  is  formed,  together  with  small  quantities 
of  the  /3-oxime,  when  furil  is  treated  with  hydroxylaminc  hydro¬ 
chloride  in  alcoholic  solution  at  the  ordinary  temperature.  Tt  crys¬ 
tallises  from  a  mixture  of  benzene  and  light  petroleum  in  colourless 
needles,  melts  at  160°,  decomposes  at  about  200°,  and  is  only  sparingly 
soluble  in  water  and  light  petroleum,  but  very  readily  in  most  other 
solvents.  When  warmed  with  dilute  hydrochloric  acid,  it  is  changed 
into  furil.  The  fi-oxime ,  C!0H7NO4,  is  formed  when  furil  is  heated  at 
100°  with  an  alcoholic  solution  of  hydroxylamine  hydrochloride 
(1  mol.),  but  a  considerable  quantity  of  furil  remains  unchanged.  It 
separates  from  water  in  crystals,  melts  at  97 — 98°,  and  is  readily 


1246 


abstracts  of  chemical  papers. 


soluble  in  alcohol,  ether,  and  benzene,  but  only  sparingly  in  water 
and  licht  petroleum ;  it  dissolves  in  soda,  and  is  decomposed  by  boil¬ 
ing  hydrochloric  acid.  The  a-dioxime,  Ci0H6N2O4,  prepared  by  treat¬ 
ing  furil  with  excess  of  hydroxylamine  hydrochloride  as  described  in 
the  case  of  the  a-oxime,  crystallises  from  hot  water  in  colourless 
needles  containing  1  mol.  H20,  and  loses  its  water  of  crystallisation 
at  100°,  the  anhydrous  substance  melting  at  166 — 168°.  It  is  very 
readily  soluble  in  alcohol  and  ether,  but  only  sparingly  in  benzene, 
light  petroleum,  and  water ;  it  dissolves  freely  in  soda,  and  is  de¬ 
composed  by  boiling  hydrochloric  acid.  The  (3-dioxime,  CioHgNaO*. 
is  obtained  when  the  anhydrous  a-dioxime  is  heated  with  alcohol  at 
150 — 160°  ;  it  separates  from  a  mixture  of  ether  and  light  petroleum 
in  crystals,  melts  at  188 — 190°  with  partial  decomposition,  and  is  only 
moderately  easily  soluble  in  ether.  F.  S.  K. 

Synthesis  of  Tetraphenylthiophen.  By  J.  H.  Ziegler  ( Ber .,  23, 
2472 — 2476). — The  author  has  previously  prepared  tetraphenyl- 
ethylene  by  the  action  of  sulphur  on  diphenylme thane  (compare 
Abstr.,  1888,  596).  Further  experiments  with  benzene-derivatives 
containing  a  CH3-  or  CH2-group  have  shown  that  the  benzene  nucleus 
only  reacts  with  great  difficulty,  and  in  exceptional  circumstances. 
Tetraphenylthiophen  is  prepared  by  heating  phenylaceticacid  (2  mols.) 
with  sulphur  (1  mol.)  for  six  hours  at  260" ;  the  product  is  dissolved 
in  benzene,  and,  on  the  addition  of  alcohol,  it  crystallises  in  white 
needles  melting  at  181 — 182°.  The  same  compound  is  also  obtained 
from  deoxybenzoin  by  heating  with  sulphur  as  above.  By  the  action 
of  concentrated  nitric  acid  on  tetraphenylthiophen,  a  tetranitro- 
derivative  is  formed.  Benzophenone,  azobenzene,  and  triphenyl- 
methane  do  not  react  with  sulphur  at  300°.  The  author  points  out 
that  in  cases  where  sulphur  combines  with  the  benzene  nucleus  there 
is  always  a  basic  group  present,  and  this  he  regards  as  the  reason  for 
the  combination  taking  place  ;  the  difference  in  behaviour  of  diphenyl- 
methane  and  triphenyl  methane  towards  sulphur  tells,  he  considers, 
strongly  in  favour  of  his  view.  The  author  confirms  the  conclusions 
of  Pfitzinger  and  Grattermann  regarding  the  constitution  of  dehydro- 
thiotoluidine.  J.  B.  T. 

Orientation  of  4  :  6-Diehlorometaxylene,  and  on  some 
Derivatives  thereof.  Bv  A.  Claus  and  Gf.  Runschke  ( J .  pr.  Chem. 
[2],  42,  110 — 126). — The  authors  have  decided  the  orientation  of  the 
chlorine-atoms  in  the  dichlorometaxylene  (m.  p.  68°)  described  by 
Claus  and  Burstert  (this  vol.,  p.  1105).  They  did  not  succeed  in 
obtaining  a  durene  from  it  by  Fittig’s  reaction,  but  a  dinitro- 
derivative  (see  below)  can  be  obtained,  which,  by  conversion  into  the 
amido-derivative  and  oxidation,  is  converted  iuto  a  dichlorometa- 
xyloqninone,  whose  properties  show  it  to  be  a  para-compound ;  this 
is  conclusive  evidence  that  the  dinitro-derivative  is  a  para-compound, 
and  as  2  and  5  are  the  only  possible  para-positions  in  a  metaxylene 
[1  :  3],  the  chlorine-atoms  must  have  the  positions  4:6.  It  is  hoped 
that  a  general  method  of  orientation  may  be  deduced  from  the  above 
considerations. 
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Nitro- 4  :  G-dichlorometaxylene,  obtained  by  nitrating  4  :  6-dichloro- 
metaxylene  with  fuming  nitric  acid  in  glacial  acetic  acid  at  the 
ordinary  temperature,  and  repeatedly  crystallising  from  alcohol, 
forms  transparent  crystals,  measurements  of  which  are  given ;  it 
melts  at  118 — 119°,  and  is  insoluble  in  the  usual  solvents.  An 
isomeric  nitro-compound  has  been  obtained  under  somewhat  different 
conditions  ;  it  melts  at  106°  (uncorr,). 

Ami  do- 4  :  G-dichlorometaxylene  is  obtained  by  pouring  an  alcoholic 
solution  of  the  nitro-compound  little  by  little  into  a  solution  of 
stannous  chloride  in  strong  hydrochloric  acid  and  warming  for 
3 — 4  hours  on  the  water-bath ;  the  stannochloride  crystallises  on  cool¬ 
ing  and  may  be  decomposed  by  aqueous  potash.  It  forms  colourless 
needles,  which  soon  become  coloured,  melts  at  85°  (uncorr.),  and 
dissolves  in  the  usual  solvents.  Its  hydrochloride  and  platinochloride 
have  been  obtained.  The  amido-derivative  corresponding  with  the 
nitro-derivative  melting  at  106°  melts  at  72°  (uncorr.). 

2  :  G-DinitroA  :  G-dichlorometaxylene  is  prepared  by  adding  the 
dichloroxylene  part)  in  small  quantities  to  a  mixture  (5  parts)  of 
1  part  of  faming  nitric  acid  (sp.  gr.  T52)  and  2  parts  of  sulphuric 
acid,  and  pouring  the  mixture  into  water  after  a  day ;  it  separates 
in  yellow  flocks,  which  are  washed  with  hot  alcohol  to  dissolve  the 
nitro-derivative.  It  crystallises  from  chloroform  in  pale-yellow 
cubes,  melts  at  223°  (uncorr.),  and  dissolves  freely  in  chloroform  and 
glacial  acetic  acid.  When  it  is  suspended  in  alcohol  and  acted  on 
with  stannous  chloride,  it  yields  2  :  5-diamido-4 :  6-dichlorometaxylene. 
This  crystallises  in  dazzlingly  white  prisms  or  needles  when  pure, 
but  the  crystals  are  generally  yellowish  or  rosy;  it  melts  at  176° 
(uncorr.)  ;  the  hydrochloride ,  sulphate,  and  platinochloride  are  described. 

Dichlorometaxyloquinone  is  obtained  by  oxidising  the  diamido- 
compound  in  dilute  glacial  acetic  acid  solution  with  dilute  aqueous 
chromic  acid;  it  crystallises  in  large,  pretty,  sulphur-yellow  leaves 
which  melt  at  178°  (uncorr.),  sublime,  and  dissolve  in  the  usual 
solvents.  By  reduction  with  stannous  chloride  it  yields  dichloro- 
metaxyloquinol  (dichlorodimethylquinol)  [Mej  :  CLj  :  (OH)a  = 
1  :  3  :  4  :  6  :  2  :  5],  which  crystallises  in  slender,  colourless  needles 
melting  at  224°  (uncorr.),  and  soluble  in  the  usual  solvents. 

2  :  5-DibromoA  :  G-dichlorometaxylene  is  formed  when  4  :  6-dichloro¬ 
metaxylene  is  treated  with  bromine  (4  atoms)  and  iron  in  glacial 
acetic  acid  for  some  days  and  water  added.  It  crystallises  from 
ether,  benzene,  Ac.,  in  long,  brilliant,  white,  silky  needles  which  melt 
at  230°  (uncorr.),  and  can  be  sublimed.  If  only  2  atoms  of  bromine 
are  employed,  the  same  dibromo-compound  is  formed  and  half  the 
dichloro-compound  remains  unchanged.  A.  G.  B. 

Dibromoxylenes  and  Dichloroxylenes,  and  their  Transfor¬ 
mations  by  means  of  Sulphuric  Acid.  By  E.  Koch  (7>V.,  23, 
2318 — 2321). — Solid  dibromoxylenc  [Jle3  :  Bra  =  1  :  4  :  2  :  5],  when 
heated  with  concentrated  sulphuric  acid  at  215°,  yields  a  liquid 
isomeride  boiling  at  260 — 205°,  probably  [1:4:2:  3].  Under 
similar  circumstances  the  solid  1:2:4:  5-eom pound  yields  the 
isomeric  1:2:3:  4-compound,  boiling  at  275 — 280°. 
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By  the  action  of  chlorine  and  iodine  on  cold  metaxylene,  two 
dichlorinated  derivatives  are  obtained.  One  is  a  solid,  melting  at 
68‘5°  and  boiling  at  223 — 224°.  When  treated  with  methyl  iodide 
and  sodium,  it  yields  durene,  and  has  therefore  the  formula 
[Me2  :  CI2  =  1  :  3  :  4  :  6].  By  treatment  with  chiorosulphonic  acid 
it  yields  a  sulphonic  acid  of  the  formula  [Me2  :  Cl2  :  S03H  = 
1  :  3  :  4  :  6  :  2],  The  sodium  salt  forms  white  plates,  the  potassium 
salt  white  needles,  and  both  are  soluble  in  water ;  the  calcium  and 
barium  salts  form  brilliant,  white  plates,  only  sparingly  soluble  in 
water.  The  amide  forms  small  plates  melting  with  decomposition 
above  250°.  The  other  dichlorometaxylene  is  a  liquid  solidifying  at 
—  20°  and  boiling  at  221 '5°.  It  is  convertible  into  prehnitene  and 
has  therefore  the  formula  [Me2  :  Cl2  =  1  :  3  :  2  :  4].  The  sulphonic 
acid  has  the  formula  [Me2  :  Cl2  :  S03H  =  1  :  3  :  2  :  4  :  6].  The 
potassium  and  sodium  salts  form  brilliant  needles  very  soluble  iu 
water,  the  calcium  and  barium  salts  very  sparingly  soluble,  shining 
plates.  The  amide  forms  small,  white  plates  melting  with  decom¬ 
position  above  300°.  The  constitution  of  the  sulphonic  acids  was 
determined  by  means  of  the  metaxylcnesulphonamides  which  they 
yield  when  treated  with  zinc-dust  and  ammonia.  When  the  solid 
dichloroxylene  is  heated  with  strong  sulphuric  acid  at  220°,  about 
12  per  cent,  is  changed  into  the  liquid  isomeride. 

Dibromodichloroxylene  [Me2  :  Cl2  :  Br2  =  1  :  3  :  2  :  4  :  5  :  6],  ob¬ 
tained  by  the  action  of  bromine  on  cold  dichloroxylene,  crystallises 
from  acetic  acid  in  brilliant,  silky  needles  melting  at  215°,  and 
scarcely  soluble  in  alcohol. 

Dinitrodichloroxylene  [Me2  :  Cl2  :  (N02)2  =  1:3:2:4:5:6],  ob¬ 
tained  by  adding  dichloroxylene  to  a  warm  mixture  of  nitric  and 
snlphuric  acids,  crystallises  from  alcohol  in  brilliant,  pale-yellow 
needles  melting  at  155°. 

Dinitrodichloroxylene  [1  :  3  :  4  :  6  :  2  :  5],  obtained  as  above  from 
the  corresponding  dichloroxylene,  crystallises  from  acetic  acid  and 
alcohol  in  short,  hard  prisms  melting  at  215°. 

Tetrachlorometaxxjlene,  formed  together  with  symmetrical  dichloro¬ 
metaxylene  when  metaxylene  is  chlorinated,  crystallises  from  acetic 
acid  in  flexible  needles  melting  at  212°. 

A  solid  dichlororthoxylene  is  formed  in  small  quantity  in  addition  to 
a  liquid  isomeride  when  orthoxylene  is  chlorinated.  It  crystallises 
from  alcohol  in  long,  hard  needles  melting  at  73°.  C.  F.  B. 

Laurenes.  By  E.  Uhlhokn  ( Ber .,  23,  2346 — 2349). — On  distil¬ 
ling  camphor  with  zinc  chloride,  a  considerable  quantity  of  liquid  is 
obtained,  boiling  at  180 — 200°,  which  is  known  to  be  a  mixture  of 
various  hydrocarbons.  From  the  fraction  boiling  at  183 — 184'5°, 
derivatives  of  ethylxylene  [hie  :  Me  :  Et  =  1  :  2  :  4]  are  obtained. 
The  portion  boiling  at  188—190°  yields  derivatives  of  ethylxylene 
[Me  :  Me  :  Et  =  1  :  4  :  5].  The  intermediate  fraction  boiling  at 
185 — 187°  in  all  probability  consists  of  ethylxylene  [Me  :  Me  :  Et  = 
1:3:  4],  From  the  portions  boiling  at  190 — 192°,  a  mixture  of  the 
barium  sulphonates  of  the  first  two  ethylxylenes  is  obtained,  together 
with  a  resinous,  amorphous  salt.  The  various  compounds  serving  for 
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identification  were  in  all  eases  compared  with  synthetical  specimens. 
These  results  are  in  accordance  with  the  observations  of  Armstrong 
and  Miller  (compare  Abstr.,  1884,  43).  J.  B.  T. 

Propylxylenes.  ByE.  Uhlorx  ( Per .,  23,  2349 — 2351). — Propyl- 
orthoxylene  [Me  :  Ale  :  Pra  =  1 : 2  :  4]  is  prepared  from  bromorthoxylene 
and  propyl  bromide ;  it  boils  at  209°  and  does  not  solidify  at  —20.  The 
sulphonic  acid  crystallises  in  slender  needles.  The  barium  sulphonate, 
(CuH15S03)2Ba  +  34H-0,  forms  nodular  crystals.  The  magnesium 
salt,  (CnH15S03)2AIg  +  5H20,  crystallises  in  plates.  The  sodium  sul¬ 
phonate,  CnHi5SO;|Na  +  H20,  is  deposited  in  lustrous  prisms. 
Propylortkoxylenesulphonamide  crystallises  in  needles  melting  at 
123 — 124°.  The  sidphanilide  forms  interlaced  needles  and  melts  at 
213 — 214°.  Tribromopropylorthoxylene  is  obtained  in  long,  white 
needles  melting  at  48°. 

Propylmetaxylene  [Me  :  Ale  :  Pr*  =  1:3:4]  boils  at  208 — 208’o° 
and  remains  liquid  at  — 20.  The  sulphonic  acid  crystallises  in  groups 
of  needles.  The  barium  salt ,  (CnH15S03)>Ba  -f  2H20,  forms  needles; 
the  magnesium  salt,  (CiiH15S03)2Mg  +  5H20,  is  deposited  in  thin, 
colourless  plates;  the  sodium  salt,  CnH15S03Na  4-  4lH20,  crystallises 
in  long,  transparent  needles.  Propylmetaxylenesidphonamide  is  ob¬ 
tained  in  needles  melting  at  102°.  The  sidphanilide  melts  at  180 — 182°. 
The  trinitro-  and  frt’&romo-derivatives  crystallise  in  needles,  and  melt 
at  110°  and  39°  respectively. 

Propylparaxylene  [Ale  :  Ale  :  Pra  =  1:4:5]  boils  at  206 — 207°, 
and  does  not  solidify  at  — 20°.  The  sidphonic  acid  crystallises  in 
needles.  The  barium  salt  forms  anhydrous,  lustrous  tables.  The 
sodium  salt,  CnHi5S03!Sra  +  14H20,  is  readily  soluble  in  water,  and 
is  deposited  in  lustrous  needles.  Propylparaxylenesulphonamide  crys¬ 
tallises  in  thin  plates  melting  at  124'5°.  The  sidphanilide  is  obtained 
in  rhombic  crystals  melting  at  215 — 216°.  The  trinitro-derivative 
melts  at  85°,  and  the  tribromo-compoitnd  at  49°  ;  both  crystallise  in 
needles. 

Isopropylm  eta  xylene  [Ale  :  Ale  :  Pr^  =  1:3:4]  is  prepared  by 
treating  paraisocymene  with  bromine  and  methyl  bromide  successively  ; 
it  boils  at  194 — 195°.  The  sulphonic  acid  crystallises  in  prisms.  The 
barium  sulphonate  is  readily  soluble  in  water,  and  is  deposited  in  spear- 
shaped  needles.  The  sodium  sulphonate,  CnH^SCbNa  +  4H20,  forms 
long,  slender  needles.  The  svlphonamide  melts  at  163° ;  the  sidphanilide 
at  207°;  the  tribromivated  derivative  at  201°;  and  the  trinitro - 
derivative  at  182°  ;  all  four  compounds  crystallise  in  needles. 

3.  B.  T. 

Orthocyanobenzyl  Chloride.  By  A.  W.  Day  and  S.  Gabriel 
(Per.,  23,  2478 — 2489). —  It  is  well  known  that  ortho-derivatives  of 
benzonitrile,  containing  a  hydroxyl-group  in  the  side  chain,  readily 
undergo  rearrangement,  with  formation  of  the  group  -CKNH-O-.  The 
same  property  is  shown  by  the  corresponding  mercaptan-deriva¬ 
tives.  Orthocyanobenzyl  thiocyanate,  CN-C«Hi-CHj*SCN,  is  prepared 
by  boiling  orthocyanobenzyl  chloride  with  an  alcoholic  solution 
of  potassium  thiocyanate  for  about  two  hours;  on  pouring  the  solu¬ 
tion  into  water  an  oil  separates,  which  solidifies,  and,  after  some  time, 
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is  purified  by  washing  with  water  and  dilute  alcohol  ;  15’5  grams 
of  eyanobenzyl  chloride  yield  16 — 17  grams  of  the  thiocyanate.  The 
compound  crystallises  from  dilute  alcohol  in  colourless  needles  melt¬ 
ing  at  86°.  By  the  action  of  concentrated  hydrochloric  acid  on  the 
thiocyanate  at  180°,  thiophthalide  is  obtained;  it  has  previously  been 
prepared  by  Graebe  (compare  Abstr.,  1889,  140)  by  the  action  of  an 
alkaline  hydrogen  sulphide  on  nitrosophthalimidine,  and  has  the  second 

CO 

of  the  proposed  formula?,  namely,  C6H4<|Q-y-  )>S  (see  below).  Cyano- 

benzyl  thiocyanate  is  dissolved  in  concentrated  sulphuric  acid,  and 
the  solution  heated,  first  at  30 — 50°,  and  finally  at  60 — 70°  ;  on  pour¬ 
ing  into  water  and  adding  ammonia,  an  oily  liquid  separates  and 
solidifies  on  cooling.  It  is  soluble  in  alcohol  and  ether,  and  crystal¬ 
lises  from  light  petroleum  in  small,  white  needles  melting  at  6'2°,  and 
becoming  brown  on  exposure  to  air.  This  compound  affords  a  striking 
instance  of  tautomerism ;  it  reacts  both  as  orthocy anobenzyl  mercaptan , 

C27-C6H4-CHySH,  and  as  thiophthalimidine ,  C6H4<^H>S.  The 

same  substance  is  also  obtained  by  the  action  of  the  calculated 
quantity  of  alcoholic  potassium  hydrosulphide  on  orthocyanobenzyl 
chloride ;  after  remaining  for  an  hour  the  liquid  is  treated  with 
hydrochloric  acid,  the  alcohol  removed,  and  the  compound  pre¬ 
cipitated  with  ammonia  from  an  aqueous  solution  (see  below).  By 
the  action  of  sodium  hydroxide  on  this  compound,  ammonia  is  elimi¬ 
nated,  and  thiomethyl benzoic  acid  is  formed,  which  yields  thio¬ 
phthalide  on  boiling  with  water. 

Derivatives  of  Thiophtiialimidtxe. — In  the  following  reactions 
the  compound  C8H7NS  behaves  as  if  it  were  thiophthalimidine.  The 
platinochloride,  (0511,278)2,  ELPtClo  crystallises  in  orange-yellow 
prisms.  The  picrate  is  deposited  in  slender  needles.  The  hydro¬ 
chloride  dissolves  very  readily  in  water,  and  is  partly  decomposed 
on  evaporating  the  solution  ;  it  crystallises  in  white  needles.  The 
hydriodide  is  obtained  in  colourless  needles,  which  decompose  at  100°. 

Methylthiophthalimidine,  C6 II4 <C )> ,  is  prepared  by  dissolv¬ 
ing  thiophthalimidine  in  excess  of  methyl  iodide:  after  remaining  for 
1 — 2  hours  the  crystals  of  thiophthalimidine  hydriodide  are  sepa¬ 
rated,  and  the  residue  distilled  in  a  current  of  steam  ;  on  extracting 
the  distillate  with  ether,  and  evaporating  the  latter,  a  yellow,  basic 
oil  remains,  which  decomposes  on  heating.  The  yield  is  one-third  of 
the  theoretical.  The  hydrochloride,  C8H6Me*27S,HCl,  is  stable  at  100°; 
the platinochloride  forms  a  sparingly  soluble,  brownish-yellow,  crystal¬ 
line  powder;  the  picrate  crystallises  in  yellow  needles.  The  constitu¬ 
tion  of  the  base  is  shown  by  the  formation  of  thiophthalide  and 
methvlamine  on  heating  it  with  concentrated  hydrochloric  acid  at 
180 — 190°  for  five  hours. 

In  the  following  reactions  the  compound  C8H7NS  behaves  like 
orthocyanobenzyl  mercaptan.  Methyl  orthocyanobenzyl  sulphide , 
CX’CoBVCITySMe,  is  formed  by  the  action  of  methyl  iodide  on  an 
alkaline  solution  of  the  mercaptan  ;  it  is  a  pale-yellow,  viscid  liquid, 
boiling  at  278°  under  a  pressure  of  757  mm.,  and  does  not  show  basic 
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properties  ;  by  the  action  of  concentrated  hydrochloric  acid  at 
100°,  ammonia  is  eliminated,  and  methijlbenzylsulphide-orthocarboxtjUc 
odd,  COOH'CoHvCHvSMe,  is  formed.  Diorthocyan  obenzyl  disulphide , 
CN-CgHi’CH^Sa'CHyCsHvCN,  is  prepared  by  the  action  of  potassium 
ferroc}Tanide  on  an  alkaline  solution  of  the  mercaptan.  It  crystal¬ 
lises  from  alcohol  in  long  prisms  which  melt  at  124°.  On  heating  it 
with  concentrated  hydrochloric  acid  at  160°,  ammonia,  sulphuric  acid, 
and  thiophthalide  are  formed  ;  it  is  probable,  however,  that  in  the  first 
instance,  a  dicarboxylic  acid,  COOH’C6HyCH2*S2'CH2-C6H4-COOH, 
is  produced,  and  that  this  decomposes  into  thiophthalide,  water,  and 
oxygen. 

In  addition  to  the  compound  C8H7XS  (see  above),  a  substance  of 
the  formula  C16H10S3  is  formed  by  the  action  of  excess  of  alcoholic 
potassium  hydrosulphide  (3 — I  mol.  proportions)  on  orthocyano- 
benzyl  chloride  (comp,  this  vol.,p.  1221).  The  compound  is  deposited 
in  small,  flat  needles,  which  appear  brown  by  transmitted  light,  and 
have  a  metallic  dark-green  tint  in  reflected  light;  it  is  very  sparingly 
soluble  in  ordinary  media,  but  may  be  recrystallised  from  nitro¬ 
benzene.  With  concentrated  sulphuric  acid,  a  magenta  colour  is 
obtained,  and  on  adding  water  the  compound  is  precipitated 
seemingly  unchanged.  The  same  substance  is  formed  by  the  action 
of  alcoholic  potassium  hydrosulphide  on  thiophthalimidine. 

Diorthocyan-odibenztjlamine,  (CX^CgHt’CHa^XH,  is  prepared  by  dis¬ 
solving  ortbocyanobenzyl  chloride  in  a  10  per  cent,  alcoholic  solution 
of  ammonia;  after  remaining  for  about  six  days  at  the  ordinary  tem¬ 
perature,  the  crystals  which  form  are  separated,  washed  with  alcohol, 
and  decomposed  with  sodium  hydroxide.  It  crystallises  from  water 
in  slender  needles,  melts  at  125°,  and  is  readily  soluble  in  alcohol. 
The  hydrochloride  is  deposited  iu  needles ;  the  platinochloride  forms  a 
yellowish-red,  crystalline  powder.  On  evaporating  the  ammoniacal 
mother  liquors  obtained  in  the  preparation  of  the  above  base,  crystals 
of  orthocyanobenzylamine  hydrochloride  are  deposited  ;  this  com¬ 
pound  has  already  been  described.  J.  13.  T. 

Benzoyl-derivatives  of  Acetonitrile.  By  E.  v.  Meyer  (J.  pr. 
Cdiem.  [2],  42,  267 — 269). — Monobenzoylacetonitrile  or  cyauaceto- 
phenone  is  obtained  from  imidobenzoyleyanomethyl  (Abstr.,  1888, 
683)  by  shaking  it  with  hydrochloric  acid.  The  precipitate,  on  solu¬ 
tion  in  ethyl  acetate  and  addition  of  light  petroleum,  forms  snow-wliitc 
needles  melting  at  80'o — 81°,  and  agrees  in  all  its  properties  with 
the  cyanacetophenone  described  by  Haller  (Abstr.,  1S89,  473). 

If  a  mixture  of  acetonitrile  and  benzoic  chloride  be  treated  with 
sodium  in  ethereal  solution,  dibe.nzoylacetonitrilo,  CBz2H-CN, is  formed, 
together  with  methane,  sodium  cyanide,  and  other  organic  sodium 
salts  The  pi'ecipitate,  after  washing  with  ether,  is  dissolved  in  water, 
the  solution  extracted  with  ether,  and  acidified  with  sulphuric  arid. 
The  voluminous  precipitate  is  then  reery  stall  bod  from  alcohol,  and 
forms  silky  needles  melting  at  156*.j°.  It  readily  yields  a  silver  salt. 
Towards  alkalis  it  is  exceptionally  stable,  but  it  is  decomposed  on 
warming  with  moderately  dilute  sulphuric  acid,  with  formation  of 
carbonic  anhydride,  acetophenone,  benzoic  acid,  and  ammonia.  On 
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warming  the  silver  salt  with  methyl  iodide,  a  compound  was  obtained, 
crystallising  from  ethyl  acetate  in  lustrous  needles  which  melted  at 
214°,  and  were  insoluble  in  dilute  ammonia.  The  quantity  was,  how¬ 
ever,  too  small  to  determine  whether  it  was  the  methyl  ether, 
CBzjMe-CIf. 

Further  investigation  is  also  necessary  to  determine  whether  di- 
benzoylacetonitrile  has  the  constitution  assigned  to  it  above,  as  its 
properties  agree  equally  well  with  the  formula  OH'PhCiCBz'CN. 

H.  Gr.  C. 

Tricyanides.  By  F.  Krafft  and  G.  Koenig  (Her.,  23,  2382 — 
2388  ;  compare  Abstr.,  1S89,  G96). — Methyl  diphenyl  tricyanide  is  best 
prepared  by  pouring  the  product  obtained  from  the  action  of 
aluminium  chloride  on  benzonitrile  and  acetic  chloride  into  ice-cold 
water,  and  distilling  the  insoluble  portion  in  a  current  of  steam  ;  the 
residue  is  finely  ground,  treated  with  dilute  sodium  hydroxide  solu¬ 
tion,  washed  with  water,  and  recrystallised  from  alcohol. 

Diphenyltricyanocarbnxylic  acid,  C3N3Ph2.COOH,  is  obtained  by 
boiling  methyldi phenyl  tricyanide  for  12  to  15  hours  with  potassium 
permanganate  in  alkaline  solution ;  the  product  is  filtered  hot,  the 
manganese  precipitate  boiled  with  water,  and  the  solution,  when  nearly 
cold,  treated  with  hydrochloric  acid.  The  acid,  wdiich  separates  as  a 
voluminous  precipitate,  crystallises  from  dilute  alcohol  in  slender, 
thin,  lustrous  prisms  melting  at  192°  with  decomposition.  The 
potassium  salt  crystallises  in  long,  slender,  lustrous  needles,  very 
sparingly  soluble  in  water.  Hydrogen  diphenyl  tricyanide,  C3N3HPh2, 
is  obtained  by  heating  the  carboxylic  acid  at  about  192°  ;  it  melts  at 
75°,  boils  at  205°  at  9  nun.,  and  is  readily  soluble  in  dilute  alcohol. 

Caprylic  chloride ,  GHu'COCl,  is  prepared  by  the  action  of  phos¬ 
phorus  pentachloride  on  caprylic  acid  at  0°;  it  boils  at  83°  at  15  mm. 
Heptyl  diphenyl  tricyanide,  C3N3(C7H5)Ph2,  is  obtained  by  the  action 
of  aluminium  chloride  on  benzonitrile  and  caprylic  chloride  ;  it 
crystallises  from  alcohol  in  lustrous  leaves  melting  at  2S’’,  and  boiling 
at  274 — 275°  under  a  pressure  of  15  mm. 

Nonylic  chloride,  CjHn’COCl,  is  formed  from  nonylic  acid  and 
phosphorus  pentachloride;  it  is  a  colourless  liquid,  boiling  at  98° 
under  a  pressure  of  15  mm.  ;  on  exposure  to  moist  air  it  slowly 
undergoes  decomposition.  Octyl  diphenyl  tricyanide,  C3N3(C8H,7)Ph2,  is 
prepared  from  nonylic  chloride;  it  is  purified  by  recrystallisation  from 
alcohol,  melts  at  43°,  and  boils  at  2S4 — 285°  under  a  pressure  of  15  mm. 

Capric  chloride,  CsHlg'COCl,  is  obtained  from  capric  acid  ;  it  boils  at 
114°  under  a  pressure  of  15  mm.,  and  rapidly  decomposes  on  exposure 
to  air.  Nonyl  diphenyl  tricyanide,  C3N3(CgHi9)Pii2,  is  formed  from 
capric  chloride  ;  it  may  be  crystallised  from  alcohol  ;  it  melts  at  about 
38°,  and  boils  at  292 — 294°  under  a  pressure  of  15  mm.  A  comparison 
of  the  melting  points  of  this  series  of  tricyanides  with  those  of  the 
normal  fatty  acids  shows  the  same  regularity.  The  melting  points 
of  tricyanides  obtained  from  acids  with  an  even  number  of  carbon- 
atoms  follow  a  curve,  and,  in  the  case  of  the  whole  series,  they  rise  and 
fall  periodically  from  member  to  member.  In  contrast  to  this,  the 
boiling  points  steadily  rise  with  increasing  molecular  weight. 
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Methyl  diparatoluyl  tricyanide ,  C3X3Me(C6H4Me)2,  is  prepared  from 
paratoluonitrile  aud  acetic  chloride  ;  it  is  very  sparingly  soluble 
in  alcohol,  but  crystallises  from  isobutyl  alcohol  iu  small,  lustrous 
needles  melting  at  150°,  aud  boiling  at  245°  under  a  pressure  of 
15  mm.  ;  the  yield  is  large. 

The  chlorides  of  the  bibasic  acids  condense  to  form  tricyanide-deriva- 
tives  in  a  similar  manner  to  those  of  the  monobasic  acids.  Ethylene 
tetrayhenyl  hexacyanide,  CaNaPhvCHvCHvCsNsPhj,  is  obtained  from 
benzonitrile  and  succinic  chloride  by  heating  with  aluminium  chloride 
on  the  water-bath  for  several  days;  the  product  is  washed  with  ice- 
cold  water,  and  extracted  several  times  with  ether;  after  evapora¬ 
tion,  the  residue  is  dissolved  in  nitrobenzene,  and,  on  cooling,  it 
crystallises  in  slender,  lustrous  plates  which  melt  about  245°. 

J.  B.  T. 

Action  of  Benzoic  Chloride  on  Sodium  Cyanamide  in  the 
Presence  of  Ether.  By  W.  Buddecs  ( J .  pr.  Chem.  [2],  42, 
82 — 109), — Gerlieh  (this  Journal,  1870,  ii,  196)  did  not  succeed  in 
producing  benzoyl cyauamide  by  the  action  of  benzoic  chloride  on 
sodium  cyanamide  in  molecular  proportion,  and  in  ethereal  solution. 
The  author  finds  that  sodium  cyauamide  (2  mols.)  acts  on  benzoic 
chloride  (1  mol.)  in  ether  with  the  formation  of  sodium  benzoyl- 
cyanamide,  cyanamide,  and  sodium  chloride. 

Benzoylcyanamide ,  XHBz’CX,  is  obtained  from  the  sodium  com¬ 
pound  by  the  action  of  mineral  acids;  it  melts  at  126°,  at  the  same 
time  becoming  yellow,  and  decomposing  with  the  formation  of 
benzonitrile,  carbonic  anhydride,  and  dicyanodiamide  ;  it  is  not  pre¬ 
cipitated  from  its  metall  ic  compounds  by  organic  acids,  so  that  sodium 
acetate  solution  easily  dissolves  it ;  its  solution  iu  water  is  strongly 
acid,  and  its  metallic  compounds  are  neutral.  Benzoylcyauamide  is 
not  polymerised  by  heat,  either  by  itself  or  in  liquids  of  high  boiling 
point;  when  heated  with  au  alcohol,  it  yields  the  corresponding  benzoate 
and  cyanamide.  The  metallic  compounds  of  benzoylcyanamide  are 
easily  soluble  in  water  and  alcohol,  except  the  silver  compound.  The 
barium  compound ,  Ba(XBz'C><)2,H20,  when  heated,  decomposes  into 
benzonitrile,  carbonic  anhydride,  and  barium  cyanamide;  the  sodium, 
potassium,  ammonium ,  copper  (with  2  mols.  H20),  lead,  and  silver 
compounds  arc  also  described. 

The  product  of  the  action  of  sodium  cyanamide  on  benzoic  chloride 
in  molecular  proportion,  dissolved  in  ether,  after  being  washed,  first 
with  ether  and  then  with  water,  leaves  a  yellow  mass,  which  contains 
two  isomeric  compounds  of  the  formula  (CtHjNj)*.  The  other  pro¬ 
ducts  formed  by  this  treatment  arc  carbonic  anhydride,  hydrogen 
cyanide,  benzonitrile,  cyanamide,  sodium  chloride,  dibenzoylcyanamide, 
and  asymmetrical  dibenzoylcarbamide. 

The  asymmetrical  dibenzoylcarbamide,  XBz2CO'XLI2,  is  produced  by 
the  action  of  waiter  on  the  dibenzoylcyanamide  contained  in  the  residue 
left  on  evaporating  the  j'ellow  ethereal  solution  ;  it  crystallises  from 
alcohol  iu  slender,  white  needles  which  melt  at  197°,  whereas 
symmetrical  dibenzoylcarbamide  melts  at  210°. 

The  compounds ,  (C7li4X2).r,  left  iu  the  yellow'  mass  after  treatment 
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with  water,  are  recrystallised  from  phenol,  when  one  of  them 
separates  in  the  form  of  brilliant,  long,  yellow  needles;  the  other 
crystallises  from  the  mother  liquor  in  short,  well-formed,  hexagonal 
and  rhombic  prisms.  From  about  800  grams  of  sodium  cyanamide, 
20  to  30  grams  of  the  needles  and  5  grams  of  the  prisms  were  obtained. 
These  compounds  do  not  melt  at  360°,  but  sublime  unchanged  at  a 
red  heat;  they  are  unchanged  even  by  prolonged  heating  with  fuming 
nitric  acid  ;  they  are  insoluble  in  the  usual  solvents,  but  dissolve  iu 
liquids  of  high  boiling  point,  such  as  phenol,  aniline,  nitrobenzene, 
quinoline,  and  benzonitrile. 

Gerlich  ( loc .  cit .)  obtained  a  substance  by  the  dry  distillation  of 
tribenzoylmelamine,  which  he  termed  pseudotriphenylmelamine,  and 
to  which  he  ascribed  the  formula  (C7IT6N2)j-.  The  author  believes 
that  this  substance  is  identical  with  those  described  above,  and  that 
Gerlich’s  formu’a  is  uu-ong.  The  investigation  of  these  substances  is 
being  continued.  A.  G.  B. 


Orthamidobenzyl  Alcohol.  By  IT.  G.  Soderbaum  (Ber.,  23, 
21S3 — 2187  ;  compare  Soderbaum  and  Widman,  this  voh,  p.  178). — 
When  phenomethyldihydroketometadiazine  is  oxidised  with  chromic 
acid  in  glacial  acetic  acid  solution,  it  is  converted  into  7-methylbenzoyl- 
enecarbamide  (m.  p.  234°),  identical  with  the  compound  prepared  by 
Abt(  Abstr.,  1889, 009) from  orthamidomethylbenzamide  and  carbamide. 
This  same  substance  is  also  formed  wrhen  phenomethyldihydroketo- 
thinmetadiazine  is  oxidised  writh  potassium  permanganate. 

Phenoethyldikdometadiazine  (7 -ethylbenzoylenecarbamide), 


pn/O'f 
^^XH-CO  5 


can  be  obtained  by  oxidising  phenoethyldihydrothiometadiazine  with 
potassium  permanganate  and  decomposing  the  crystalline  potassium 
salt  produced  in  this  way  with  acetic  acid.  It  crystallises  from 
boiling  alcohol  in  colourless  needles  or  plates,  melts  at  195°,  and 
resembles  the  corresponding  methyl-derivative  in  its  behaviour  with 
solvents;  its  solution  in  alcoholic  potash  shows  a  bluish-violet 
fluorescence.  F.  S.  K. 


Action  of  Chromyl  Dichloride  on  Cymene.  By  G.  Errera 
( Gazzetta ,  19,  528 — 532  ;  compare  Abstr.,  1880,  407  ;  1SS1,  423 — 581 ; 
1SS4,  312). — When  the  product  of  the  action  of  chromyl  dichloride 
on  cymene  is  decomposed  vritb.  vmter,  two  isomeric  compounds,  having 
the  formula  C6H4iMe'C3H80.  are  obtained  ;  one  of  these  combines  vTith 
the  hydrogen  sulphites,  and  appears  to  be  identical  with  Richter  and 
Schiichner’s  paramethylhydrocinnamaldehyde  (Abstr.,  1S84,  1342), 
but  does  not  form  crystals  on  prolonged  exposure  to  the  air  ;  its 
aldehydic  character  is,  however,  showrn  by  its  conversion  into  an 
alcohol ,  CeHAlelCaHfj’OH,  by  the  action  of  nascent  hydrogen.  This 
alcohol  boils  at  237 — 239°,  and  yields  with  hydrochloric  acid  the  cor¬ 
responding  chloride,  C6H+Me'C3H6Cl.  boiling  at  225 — 230°  ;  the  latter, 
on  being  boiled  wTith  acetic  acid  and  silver  acetate,  is  converted  into 
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the  acetate,  CeH^Ie’CaHvOAc,  which  boils  at  240 — 245°;  by  treatment 
with  alcoholic  potash,  the  unsatn rated  hydrocarbon,  C6H4Me-C3H6, 
boiling  at  198 — 200,  is  formed.  This  hydrocarbon  appears  to  be 
identical  or  isomeric  with  the  a-paratolyl propylene  previously  de¬ 
scribed  by  the  author  (Abstr.,  1885,  055). 

The  other  isomeride  boils  at  222 — 220°,  and  does  not  combine  with 
the  hydrogen  sulphites  ;  a  somewhat  unstable  phenylhydrazone  of  this 
substance,  CsH^le-CsHsiN/.tlPh,  melting  at  75°,  a  nitro-derivative, 
AXb'C6H3Me*C3H60,  melting  at  about  60°,  and  the  phenylhydrazine 
compound  of  the  latter,  NOrC6H35Ie*C3H5:N3HPh,  melting  at 
127 — 128J,  have  also  been  prepared.  S.  B.  A.  A. 

Action  of  Chlorine  on  Catechol  and  Orthamidophenol. 

By  T.  Zixcke  and  F.  Kuster  (Her.,  23,  2200 — 2225). — It  has  been 
previously  shown  (this  vol.,  p.  754)  that  77-hexachlorohydroxy- 
pentenecarboxylic  acid,  on  oxidation,  gives  a  ketone  (m.  p.  92°) 
isomeric  with  the  ketone  (m.  p.  dl°)  obtained  from  the  correspond¬ 
ing  /37-acid  (Abstr.,  1888,  1278)  in  like  manner;  the  course  of 
the  reaction  depends,  however,  on  the  nature  of  the  oxidising 
agent  employed,  as  will  be  seen  from  the  experiments  described 
below. 

yy-HexachloroJcetopentene  (m.  p.  92°)  is  obtained,  together  with 
about  an  equal  quantity  of  a  compound  of  the  composition  C1uC1,o03Hs, 
when  77-hexachlorohydroxypentenecarboxylic  acid  (m.  p.  186°)  is 
oxidised  with  chromic  acid  in  the  manner  previously  described  in 
the  case  of  the  isomeric  aeid  (m.  p.  111°).  The  hot  solution  is 
diluted  with  water,  and  the  two  oxidation- products,  which  are  preci¬ 
pitated,  separated  by  rccrystallisation  from  benzene,  in  which  the 
ketone  only  is  moderately  easily  soluble.  77-Hexachloroketopentene 
is  precipitated  in  crystals,  together  with  traces  of  a  substance  melt¬ 
ing  at  173°,  when  chlorine  is  passed  into  a  warm  aqueous  solution  of 
the  77-acid  ;  the  yield  is  almost  theoretical.  It  is  also  formed  when 
the  77-acid  is  oxidised  with  chlorine  in  dilute  acetic  acid  solution,  or 
with  sodium  hypochlorite  and  glacial  acetic  acid,  but  oih'  bye- 
prod  nets  are  also  obtained  in  these  reactions. 

77-Hexachloroketopentene  forms  large,  colourless,  transparent, 
monosymmetric  crystals,  a-.b  :  c  —  0G0339  :  1  :  073795,  /3  —  64°  43', 
melts  at  92°,  and  boils  at  148°  (75  mm.),  and  at  235'5°  (7405  mm.)  ; 
it  sublimes  in  plates,  is  readily  volatile  with  steam,  and  has  an  odour 
recalling  that  of  camphor  and  chloroform;  it  is  readily  soluble  in 
benzene,  chloroform,  and  ether,  crystallises  well  from  alcohol  and 
glacial  acetic  acid,  and  separates  unchanged  from  boiling  concen¬ 
trated  nitric  acid  in  colourless  needles,  it  does  not  react  with 
hydroxylamine,  but  it  gradually  combines  with  aniline  in  cold 
benzene  solution,  yielding  a  brown,  amorphous  substance;  it  is 
slowly  acted  on  by  sodium  carbonate  in  alcoholic  solution,  yielding  a 
resinous  substance,  which  is  precipitated  on  the  addition  of  an  acid. 
Alkalis  convert  it  into  resinous  acids,  even  at  the  ordinary  tempera¬ 
ture  ;  in  the  cold,  a  very  small  quantity  of  pentaehloropentolic  acid 
(pentachlorobutenccarboxylio  acid,  Abstr.,  1888,  1278)  and  larger 
quantities  of  an  unstable  isomeric  acid  are  produced. 
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77 -Pentnchlorobromoketopeniene,  C5Cl5BrO,  is  formed  when  an  aque¬ 
ous  solution  of  the  77-acid  (10 — 15  grams)  is  heated  with  bromine 
(25 — 30  grams)  and  liydrobromic  acid  (20  grams)  until  no  further 
action  takes  place,  but  part  of  the  acid  remains  unchanged  ;  the  ketone, 
which  is  deposited  from  the  cold  solution  in  crystals,  is  separated  by 
filtration,  treated  with  light  petroleum  to  free  it  from  the  un¬ 
changed  acid,  and  the  clear  solution  evaporated.  It  is  best  pre¬ 
pared  by  heating  the  77-acid  with  a  slight  excess  of  the  theoretical 
quantity  of  sodium  hypobromite  in  glacial  acetic  acid  solntiou,  the 
product  being  purified  in  the  manner  just  described.  It  is  also 
formed  when  the  /37-acid  is  oxidised  with  bromine  or  sodium  hypo¬ 
bromite,  a  /37-ketone  of  the  composition  CsCl5BrO  not  being  obtained 
under  these  conditions;  it  is  best  prepared  from  the  /37-acid  by 
heating  it  at  100°  in  sealed  tubes  for  1—1^  hours  with  bromine 
(5  parts)  and  water  (5  parts).  The  ketone  obtained  from  the  /ky-acid 
by  oxidation  with  chlorine  is  identical  with  the  compound  (m.  p.  31°) 
obtained  by  oxidation  with  chromic  acid  (Abstr.,  1888,  1278),  and  the 
formation  of  a  77-ketone  could  not  be  detected  under  these  condi¬ 
tions. 


Pentachlorobromoketopentene  forms  monosymmetric  crystals, 
a  :  b  :  c  —  0‘fi0930  :  1  :  0’7o765,  ft  =  G4°  57P,  identical  in  appearance 
with  those  of  the  hexacliloro-compound ;  it  melts  at  102°,  its  sp.  gr.  is 
2‘159  at  15°,  and  it  has  an  odour  like  that  of  the  hexachloroketone, 
which  it  also  resembles  very  closely  in  chemical  behaviour.  It  dissolves 
in  well-cooled  soda,  yielding  the  sodium  salt  of  an  unstable  acid  of  the 
composition  C5CliBrCOOH  and  a  stable  compound  which  seems  to 
be  a  mixture  of  pentacliloropentolic  acid  (m.  p.  127°)  aud  bromo- 
tetrachloropeutolic  acid  ;  its  behaviour  with  sodium  carbonate  and 
hydroxylainine  is  the  same  as  that  of  the  hexachloroketone,  but  it 
is  not  acted  on  by  hydrocyanic  acid,  and  it  is  not  converted  into  the 
corresponding  /3y-kctone  on  heating,  decomposition  taking  place  at  the 
temperature  required.  Its  constitution  is  expressed  by  the  formula 


CBr-CCl2 

CC1-CC1, 


>co. 


When  /37-hexacliloroketopentene  is  heated  at  290 — 300°,  it  is 
partially  converted  into  the  77-ketone,  the  latter,  under  the  same  con¬ 
ditions,  undergoing  transformation  into  the  /37-compound  ;  when  the 
/37-ketone  is  heated  with  hydrochloric  acid  and  manganese  dioxide 
at  120°  in  sealed  tubes,  it  is  almost  completely  converted  into  the 
isomeride. 


cocci, 

77- Odochloropentene,  H  >CC12  (this  vol.,  p.  755),  crystallises 

bbJ  'blyJo 


from  light  petroleum  in  thick,  colourless  prisms,  melts  at  41°,  boils  at 
283°,  and  is  readily  soluble  in  the  ordinary  solvents ;  it  is  not  acted 
on  by  alkalis,  and  it  is  only  very  slowly  destroyed  by  concentrated 
nitric  acid. 


77- Hexachloro-oc-hydrocrypentene  cyanide ,  I 


CCbCCh 


CC1-CC1, 


>C(OH)-CN,  is 


obtained  when  the  77-ketone  is  treated  with  potassium  cyanide  in 
■well -cooled  alcoholic  solution,  and  the  salt  thus  produced  decomposed 
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■with  dilute  hydrochloric  acid.  It  crystallises  from  hot  light  petro¬ 
leum  in  colourless  needles,  melts  at  128°,  and  decomposes  at  about 
150°  into  ketone  and  hydrogen  cyanide;  it  is  readily  soluble  in 
alcohol,  ether,  chloroform,  benzene,  and  light  petroleum,  and  it  seems 
to  crystallise  unchanged  from  hot  concentrated  nitric  acid,  but  it  is 
decomposed  by  warm  water,  warm  dilute  hydrochloric  acid,  and 
boiling  acetic  anhydride.  It  dissolves  unchanged  in  dilute  alkalis, 
yielding  the  corresponding  alkaline-derivative,  and  it  is  not  converted 
into  a  hydroxy-acid  when  boiled  with  10  per  cent,  soda,  or  when 
heated  with  hydrochloric  or  sulphuric  acid  in  alcoholic  solution. 
The  acetyl-devi  vative,  C6C16(OAc)'CN,  prepared  by  heating  the 
cyanide  with  acetic  chloride  at  120 — 130°,  crystallises  from  benzene 
in  large,  colourless,  hexagonal  prisms,  melts  at  96 — 97°,  and  is  decom¬ 
posed  by  boiling  alkalis,  water,  and  dilute  hydrochloric  acid,  being 
converted  into  the  ketone. 

CCl  *  CO 

The  amide ,  H  )>C(OH)-CONH2,  is  formed,  with  evolution 

L>  (_>  1  ’  L;  Lv  1 2 

of  hydrogen  chloride,  when  77-hexachloroketopentene  is  warmed  for 
a  short  time  with  concentrated  sulphuric  acid.  It  separates  from 
ether  in  long,  colourless  needles,  melts  at  198 — 200°  with  decompo¬ 
sition,  and  is  very  readily  soluble  in  alcohol  and  ether,  and  moderately 
easily  in  benzene,  but  only  sparingly  in  light  petroleum  ;  it  crystal¬ 
lises  unchanged  from  dilute  hydrochloric  acid  and  from  concentrated 
nitric  acid,  and  it  dissolves  in  alkalis  with  evolution  of  ammonia. 

Pentad  dor  opentolamide,  CCbiCChCCliCCbCO’KHn,  is  formed 
when  77-hexachloroketopentene  is  dissolved  in  benzene,  the  solution 
saturated  with  anhydrous  ammonia  in  the  cold,  and  kept  for  12  hours 
at  the  ordinary  temperature  (compare  this  vol.,  p.  755).  It  separates 
from  a  mixture  of  ether  and  light  petroleum  in  compact  crystals,  and 
from  a  mixture  of  benzene  and  light  petroleum  in  quadratic  plates  or 
prisms,  melts  at  116°,  and  is  readily  soluble  in  ether,  benzene,  and 
alcohol,  but  more  sparingly  in  light  petroleum;  it  dissolves  in  hot 
dilute  soda  with  evolution  of  ammonia,  and  on  acidifying  the 
solution,  pentachloropentolic  acid  (m.  p.  127°)  is  precipitated  in 
crystals. 

The  compound  of  the  composition  C5CI5H2N2O  (compare  this  vol., 
p.  755),  which  is  obtained  by  treating  /^y-hexachloroketopentene  with 
ammonia  under  the  same  conditions  as  those  described  in  the  case  of 
the  77-ketone,  crystallises  from  a  mixture  of  ether  and  light  petroleum 
in  large,  colourless  prisms,  from  hot  benzene  in  rhombic  plates  melting 
at  118°,  and  from  hot  water  in  long  needles  melting  at  127°.  It  is 
readily  soluble  in  alcohol  and  ether,  but  only  moderately  easily  in 
benzene,  and  sparingly  in  light  petroleum;  it  dissolves  in  alkalis, 
yielding  a  solution  which  has  a  strong  odour  of  carbylamine,  but  it  is 
not  acted  on  by  boiling  acetic  anhydride,  acetic  chloride,  nitrous  acid, 
or  warm  concentrated  sulphuric  acid.  Phosphoric  chloride,  at 
180 — 190°,  converts  it  into  a  very  unstable,  crystalline  substance 
which  contains  phosphorus,  and  which  is  reconverted  into  the  original 
compound  wheu  treated  with  water.  F.  S.  K. 
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Alkylation  of  Formanilide,  By  W.  J.  Comstock  ( Ber .,  23, 
2274 — 2275). — Silver  formanilide  reacts  very  readily  with  an  ethereal 
solution  of  iodine,  giving  formopariodoanilide,  C7HsNOI,  and  also  with 
methyl  iodide,  yielding  methylisoformanilide,  NPhlCH’OMe.  Since 
sodioformanilide  reacts  with  methyl  iodide  to  form  methylformanilide, 
it  must  have  the  constitution  NPhXa*CHO  ;  silver  formanilide,  on  the 
other  hand,  must  have  the  constitution  NPhICELOAg. 

When  dry  silver  succinimide  is  treated  with  methyl  iodide,  an  oil, 
which  boils  at  about  the  same  temperature  as  methylsuccinimide,  is 
obtained  ;  this  compound,  unlike  methylsuccinimide,  combines  with 
aniline  in  the  cold,  yielding  a  solid  basic  product. 

A  full  account  of  the  author's  experiments  will  be  published  in  the 
American  Chemical  Journal.  F.  S.  K. 

Phenylorthobenzylenediamine  and  Paratolylorthobenzylene- 
diamine.  By  H.  G.  Soderbaum  and  O.  Widman  (Ber.,  23, 
2187 — 2195). — Orthamidohenzylparaloluidine, 

N  Hy  CfiH4-  C  HyNH  •  C6H4!Me, 

can  be  obtained  by  reducing  the  corresponding  nitro-compound  with 
zinc-dust  and  glacial  acetic  acid  ;  it  crystallises  from  alcohol  in  thin, 
quadratic  plates,  melts  at  SOo°,  and  is  readily  soluble  in  benzene, 
chloroform,  and  alcohol,  but  almost  insoluble  in  light  petroleum.  The 
tfiW/yZ-derivative,  NlJAc-CsUyCHyNAc’CsHiMe,  prepared  by  boiling 
the  base  with  acetic  anhydride,  crystallises  in  colourless  plates,  melts 
at  185 — 186°,  and  is  sparingly  soluble  in  ether  and  hot  alcohol. 

The  authors  tried  repeatedly  to  prepare  the  paratolylbenzylene- 
ethenylamidine  described  by  Lellmann  and  Stickel  (Abstr.,  1886,  793), 
but  without  success ;  when  the  acetyl-derivative  of  orthonitrobenzyl- 
paratoluidine  (m.  p.  65°)  is  reduced  with  tin  and  hydrochloric  acid 
iu  glacial  acetic  acid,  as  described  by  Lellmann  and  Stickel,  it  yields 
very  small  quantities  of  a  substance  which  is  difficult  to  purify,  so 
that  the  supposed  amidine  is  most  probably  nothing  but  impure 
orr.hamidobenzyltoluidine. 

OrthamidohenzylacetoparatoluidirJe ,  NHyCsHyCHvNAc’CehLhle,  is 
obtained  when  pure  nitrobenzylacetoparatoluidide  is  treated  with  zinc- 
dust  and  hydrochloric  acid  in  cold  alcoholic  solution.  It  separates 
from  alcohol  in  colourless  crystals,  melts  at  99°,  and  is  very  readily 
soluble  in  cold  benzene  and  vs  arm  alcohol,  but  more  sparingly  in  light 
petroleum.  When  heated  with  concentrated  hydrochloric  acid  at  100°, 
it  is  converted  into  orthamidobenzylparatoluidine  (in.  p.  80'5°). 

Orthamidobenzylaniline ,  X HyCsHi'CH/NHPh,  can  be  prepared  by 
heating  orchonitro benzyl  chloride  with  aniline  and  reducing  the 
product  with  zinc-dust  and  acetic  acid  ;  it  crystallises  from  alcohol 
and  benzene  in  colourless  needles  or  prisms  melting  at  81 — 82°. 

Orthaniidobenst/lbenzoj/laiiilide,  XLL’CeHyCIL’XBzPh,  is  obtained 
when  orthonitrobenzylbenzoylanilide  is  reduced  with  zinc-dust  and 
acetic  acid.  It  crystallises  from  alcohol  in  short  needles,  melts  at 
115°,  and  is  identical  with  the  compound  (m.  p.  114"5°)  described  as 
phenylbenzylenebenzenylamidine  by  Lellmann  and  Stickel  (loc.  cit.). 
The  ace/yZ-derivative,  C^hLoNsCb,  prepared  by  boiling  the  base  with 
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acetic  anhydride,  separates  from  warm  alcohol,  in  which  it  is  readily 
soluble,  in  colourless  crystals  melting  at  164 — 165°.  F.  S.  K. 

Derivatives  of  Orthoparadinitrophenylphenylhydrazine. 

By  C.  Willgerodt  and  B.  Hermann  ( J .  pr.  Chew.  [2],  42,  126 — 133). 
— The  authors  have  determined  tlie  molecular  weights  of  nitronitroso- 
and  dinitroso-azobenzene  by  Kaoult’s  method,  and  have  thus  con¬ 
firmed  their  constitutions  as  derivatives  of  azobenzene  (Abstr.,  1SS9, 
1160). 

Pa ratrinitroazobenzeve,  N 0/ C6H ,  •  X/  Ca  H  3  (  X02)2  [X02  :  N  =  4:1, 
and  (X02)2:  N  =  4  :  2  :  1],  is  obtained  by  mixing  dinitropbenylphenyl- 
hydrazine  or  orthoparadiniti-oazobenzene  with  fuming  nitric  acid  (sp. 
gr.  1*52) ,  warming  the  mixture  on  the  water-bath,  and  pouring  it  into 
cold  water;  it  crystallises  in  red  needles  which  melt  at  170° (uncorr.), 
and  dissolve  in  hot  organic  solvents,  but  not  in  water.  With  fuming 
nitric  acid  and  chromic  acid,  it  yields  an  oxidation-product,  agreeing 
with  Klinger  and  Zuurdeeg’s  paratrinitroazoxybenzene  (this  vol., 
p.  761),  hut  it  melts  at  133'',  not  130  —  1 37° ;  this  confirms  the  con¬ 
stitution  of  this  trinitroazobenzene. 

Orthoparntetranitroazobenzene,  obtained  by  further  nitrating  para- 
trinitroazobenzene,  crystallises  in  beautiful  orange  tables,  which  melt 
at  222°  (uncorr. ),  and  are  insoluble  in  water,  sparingly  soluble  in 
alcohol  and  ether,  and  freely  soluble  in  benzene,  glacial  acetic  acid, 
and  chloroform. 

Trinitronitrosoa zobev zene  is  prepared  by  heating  nitronitrosoazoben- 
zene  with  fuming  nitric  acid  and  adding  water ;  it  forms  crystals 
which  melt  at  224°  (uncorr.),  and  dissolve  sparingly  in  hot  water,  hot 
alcohol,  and  ether,  but  freely  in  glacial  acetic  acid,  benzene,  and 
chloroform.  Its  constitution  is  uncertain. 

Dinifrodinitrosoazobenzene  is  obtained  by  warming  dinitrosoazoben- 
zene  [1:2:4]  with  fuming  nitric  acid  for  some  time,  and  adding 
water.  It  crystallises  in  short,  yellow  needles  which  melt  at  23S°. 

When  dinitrophenylphcnylhydrazine  (2  grains)  is  dissolved  in 
chloroform  and  acted  on  by  bromine  (0’63  gram),  white  needles  melt¬ 
ing  at  242 J  are  obtained  on  subsequent  evaporation  of  the  chloroform 
and  crystallisation  of  the  residue.  The  analysis  of  these  crystals 
leaves  the  composition  in  doubt,  save  that  the  substance  is  a  mono- 
brominated  derivative.  When  excess  of  bromine  is  used,  crystals 
which  melt  at  lOO3  are  obtained  ;  this  also  is  of  uncertain  composition, 
but  is  certainly  a  dibrominated  derivative;  the  same  substance  is 
produced  by  acting  on  dinitroazobenzene  with  excess  of  bromine,  so  it 
must  almost  certainly  be  a  dinitrodibromazobenzene.  A.  (J.  B. 

Derivatives  of  Diphenylhydrazine  and  Methylphenylhydr- 
azine.  By  R.  Staeiei.  (Auvalen,  258,  242 — 2bJ). — Diphenyl¬ 

hydrazine,  prepared  by  the  method  described  by  Fischer  (Avnalm, 
190,  179),  and  purified  by  distillation  under  reduced  pressure, 
crystallises  from  light  petroleum  in  well-defined,  monoelinic  plates, 
melts  at  34‘5°,  and  boils  at  about.  220°  (40  to  fit)  mm.).  It  combines 
only  slowly  with  the  ordinary  sugars  in  alcoholic  solution  at  the  ordi- 
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nary  temperature,  but  the  reaction  takes  place  more  quickly  on 
warming,  sparingly  soluble,  crystalline  hydrazones  being  formed. 

Glucosediphenylhydrazone ,  C6Hi205!N2Ph3,  is  prepared  by  boiling 
glucose  with  diphenylhydrazine  in  aqueous  alcoholic  solution  for  two 
hours ;  the  alcohol  is  evaporated  almost  completely,  ether  added  to 
precipitate  the  hydrazone,  and  the  process  repeated  with  the  mother 
liquors;  the  yield  is  about  75  per  cent,  of  the  theoretical.  It  crystal¬ 
lises  from  hot  water  in  small,  colourless  prisms,  melts  at  161 — 162°, 
and  is  x'eadily  soluble  in  hot  water  and  alcohol,  but  almost  insoluble  in 
ether,  benzene,  and  chloi'oform ;  it  reduces  Fehling’s  solution  on 
boiling,  and  it  is  decomposed  into  its  constituents  by  concentrated 
hydrochloric  acid.  The  formation  of  this  compound  can  be  very 
conveniently  employed  for  the  detection  of  dextrose  in  presence  of 
levulose. 

Maiinosediphenylhydrazone ,  CsH1205!N2Ph2,  prepared  in  like  manner, 
crystallises  in  small,  colourless  prisms,  melts  at  155°,  and  resembles 
the  preceding  compound  in  its  properties. 

Galactosediphenylhydrazone ,  C6H12Os!N2Ph2,  crystallises  from  hot 
water  in  colourless  prisms,  melts  at  157°,  and  resembles  the  hydrazones 
described  above  in  its  behaviour  with  solvents. 

Rhamnosediphenylhydrazone ,  CsH1201!N’2Ph!,  crystallises  from  hot 
water  in  colourless  needles  melting  at  134°. 

Furfur  aldehyde  diphenylhydrazone ,  CjhLjO’CHiNtjPhs,  obtained  by 
treating  the  aldehyde  with  the  base,  crystallises  from  dilute  alcohol 
in  yellowish  needles,  melts  at  90°,  and  is  readily  soluble  in  alcohol  and 
ether,  but  only  sparingly  in  benzene,  and  insoluble  in  water ;  it 
dissolves  in  concentrated  sulphuric  acid,  and  in  hydrochloric  acid 
yielding  a  red  solution,  which  turns  dirty  brown  after  a  long  time, 
whereas  the  solution  in  glacial  acetic  acid  retains  its  red  colour. 

S alley laldehyde  diphenylhydrazone ,  OH,C6H1-CH!N2Ph2,  prepared  in 
like  manner,  crystallises  from  hot  80  per  cent,  alcohol  in  colourless 
needles,  melts  at  138'5°,  and  is  readily  soluble  in  ether  and  alcohol, 
but  almost  insoluble  in  water. 

Diphenylthiocarbazinic  acid ,  XPlvNH*CS*SH,  is  deposited  in  well- 
defined  golden  prisms  when  a  solution  of  diphenylhydrazine  in  carbon 
bisulphide  is  allowed  to  evaporate  at  the  ordinary  temperature;  it 
melts  at  109°  with  decomposition,  is  rather  unstable,  and  is  insoluble 
in  water,  but  readily  soluble  in  alcohol,  ether,  chloroform,  and  acetone. 
It  dissolves  unchanged  in  cold  dilute  soda,  and  in  its  alcoholic  solu¬ 
tion  silver  nitrate  produces  a  yellow,  mercuric  chloride  a  violet-red, 
and  ferric  chloride  a  deep  red  precipitate.  On  distillation,  it  is  decom¬ 
posed  into  carbon  bisulphide,  hydrogen  sulphide,  and  diphenylamiue. 

Fimethxyldiphenylthiocarbazide ,  CS(NH-NPhi\le)3,  is  obtained  when 
methylphenylhydrazine  is  heated  with  carbon  bisulphide  for  three 
hours  at  100°.  It  separates  from  dilute  alcohol  in  colourless  crystals, 
melts  at  about  168°  with  decomposition,  and  is  readily  soluble  in 
alcohol,  but  insoluble  in  water ;  it  is  not  acted  on  by  boiling  dilute 
soda,  bnt  is  completely  decomposed  by  warm  concentrated  hydro¬ 
chloric  acid.  F.  S.  K. 
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Isomeric  Oximes.  By  II.  Goldschmidt  ( Ber 23,  2163 — 2180  ; 
compare  this  vol.,  p.  251). — Methylanisaldoxime , 
OMe-C6H4-CH:N-OMe, 

is  obtained  when  anisaldoxime  (m.  p.  61°)  is  treated  with  sodium 
methoside  and  methyl  iodide  in  methyl  alcoholic  solution  at  the  ordi¬ 
nary  temperature.  It  crystallises  from  light  petroleum  in  transparent, 
seemingly  quadratic  plates,  melts  at  43°,  boils  at  240°  (724  mm.),  and 
has  a  peculiar,  agreeable  odour;  it  is  very  readily  soluble  in  alcohol, 
ether,  and  benzene,  but  more  sparingly  in  light  petroleum.  oSTo  pre¬ 
cipitate  is  produced  when  hydrogen  chloride  is  passed  into  its  alcoholic 
solution,  whereas  those  alkyl -derivatives  of  aldoximes  in  which  the 
alkyl  is  directly  combined  with  nitrogen  always  give  a  precipitate, 
and,  moreover,  when  heated  with  hydriodic  acid  it  yields  ammonia, 
but  not  methylamine ;  these  reactions  prove  that  the  methyl-group  is 
in  direct  combination  with  oxygen. 

Isoanisilaldoxime,  prepared  by  Beckmann’s  method  (this  vol., 
p.  1121),  melts  at  133°,  and  can  be  converted  into  the  isomeride  by 
heating  it  for  a  short  time  above  its  melting  point. 

Carbanilidoisoanisaldoxime ,  OilcCGI^'C  HiX-Q-CO'NHPh,  is  pre¬ 
cipitated  in  yellowish  plates,  when  phenylcarbimide  is  added  to  an 
ethereal  solution  of  isoanisaldoxi,me.  It  melts  at  80°  with  decom¬ 
position,  and,  like  other  carbanilido-derivatives  of  isoaldoximes,  is 
very  unstable;  it  decomposes  spontaneously  into  diphenylcarbamide, 
anisonitrile,  carbonic  anhydride,  and  water,  and  when  treated  in 
benzene  solution  with  a  little  hydrogen  chloride  it  is  converted  into 
the  much  more  stable  isomeride  melting  at  82°  (compare  Goldschmidt, 
luc.  cit.). 

Methylisoanisaldoxime ,  OMe'CeH^CHIX'OMc,  can  be  obtained  in 
small  quantities  as  follows: — Isoanisaldoxime  is  treated  wdtli  the 
theoretical  quantity  of  sodium  cthoxide  and  then  with  an  alcoholic 
solution  of  silver  nitrate ;  the  silver  salt,  which  is  precipitated  in  a 
colourless  condition  but  rapidly  darkens,  is  washed  consecutively 
with  alcohol  and  ether,  treated  with  methyl  iodide  in  cold  ethereal 
solution,  and  after  some  hours  the  clear  solution  evaporated.  It  can 
also  be  obtained,  together  with  another  compound,  which  seems  to  be 

the  methyl-derivative  of  the  constitution  OMe'CeBVCH*^.^^.  ,  by 

treating  anisaldoxime  with  sodium  methoxidc  and  methyl  iodide;  the 
two  compounds  are  separated  by  distillation  with  steam.  It  is  a 
colourless  oil,  distils  unchanged  at  245°  when  pure,  and  is  volatile 
with  steam.  No  precipitate  is  produced  on  passing  hydrogen  chloride 
into  its  ethereal  solution.  When  kept  for  some  hours  with  dilute 
hydrochloric  acid,  when  treated  with  sodium  hydrogen  sulphite,  or 
when  boiled  with  a  trace  of  iodine,  it  is  converted  into  the  solid 
isomeride  (m.  p.  43°). 

Nenzylanisaldoximc,  prepared  by  treating  anisaldoxime  with  sodium 
cthoxide  and  benzyl  chloride,  melts  at  47°  (compare  Beckmann, 
loc.  c/.t.)  ;  when  warmed  with  hydriodic  acid,  it  yields  benzyl  iodide,  so 
that  its  constitution  is  expressed  by  the  formula 

ojic-c«ii,-c]i:n-oc,ii7. 
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Benzyl isoanisaldoxime,  melting  at  10C‘5°  (compare  Beckmann,  Joe. 
cit.),  gives  benzyl  amine  when  heated  with  hydriodic  acid  ;  it  has,  there¬ 
fore,  the  constitution  OMe,C6H4-CH<[?  • 

XH  *  O7  H  7 

Isometanitrobenzald oxime ,  NO^CeHvCHiN-OH,  can  be  prepared  by 
passing  hydrogen  chloride  into  an  ethereal  solntion  of  metanitrobenz- 
aldoxime  (m.  p.  118 — 119°),  and  decomposing  the  hydrochloride 
obtained  in  this  way  with  sodium  carbonate.  It  crystallises  from  !, 
ether,  in  which  it  is  only  sparingly  soluble,  in  colourless  needles 
melting  at  116 — 118°. 

Ccirhanilidometanitrobenzaldoxime ,  CuH]  ,T4304,  prepared  by  treating 
the  oxime  with  phenylcarbimide  in  ethereal  solution,  crystallises  from 
alcohol  in  yellowish  needles,  melts  at  105°,  and  is  readily  soluble  in 
alcohol  and  ether. 

CarbaniJidometanitroisobenzaldoxime ,  Ci4HnN304,  prepared  in  like 
manner  from  the  isoaldoxime,  crystallises  in  small  needles,  melts  at 
75°  with  decomposition,  and  is  only  sparingly  soluble  in  ether ;  it 
decomposes  spontaneously,  and  when  hydrogen  chloride  is  passed  into 
its  ethereal  solution,  it  is  converted  into  the  isomeride  (m.  p.  105°). 

MethylmetanitroisobenzaJdoxime,  NOs-C6H4-CH<(^.^  ,  is  formed 

together  with  small  quantities  of  the  isomeride  (m.  p.  69°)  when 
metanitroisobenzaldoxime  is  treated  with  sodium  methoxide  and 
methyl  iodide  at  the  ordinary  temperature ;  the  whole  is  submitted  to 
distillation  with  steam  to  separate  the  isomeride,  the  residue  rendered 
alkaline,  extracted  with  ether,  and  the  ethereal  solution  evaporated. 

It  crystallises  in  yellow  prisms,  melts  at  117°,  and  is  only  moderately 
easily  soluble  in  alcohol  and  ether ;  hydrogen  chloride  precipitates 
from  its  ethereal  solution  a  colourless  salt,  and  when  heated  with 
hydriodic  acid  it  gives  methylamine. 

Methylmetanitroisobenzaldoxime,  NO-rCeHpCHlISr'OMe,  can  be  ob¬ 
tained  by  treating  the  silver-derivative  of  the  isoaldoxime,  prepared 
by  precipitating  a  solution  of  the  sodium-derivative  with  silver  nitrate, 
with  methyl  iodide  in  ethereal  solution  at  the  ordinary  temperature. 

It  crystallises  from  ether,  alcohol,  and  benzene  in  almost  colourless 
needles,  melts  at  69°,  and  is  more  sparingly  soluble  in  ether  and 
benzene  than  the  isomeride  (m.  p.  63 — 03'5°)  which  has  been  pre¬ 
viously  prepared  by  Gabriel  ( Ber .,  15,  3061)  ;  that  the  kwo  compounds 
are  not  identical  was  proved  by  a  crystallographic  examination. 

J3enzylmetanitroisobenza.ldo.vi me,  N02'C6HVCH<(,^  ^  ^  ,  prepared  by 

treating  the  isoaldoxime  with  sodium  ethoxide  and  benzyl  chloride, 
crystallises  from  hot  alcohol  in  yellow  plates  or  needles,  melts  at  148°, 
and  is  sparingly  soluble  in  cold  ether  and  alcohol.  It  is  decomposed 
by  hydriodic  acid  with  liberation  of  benzylamine,  and  when  hydrogen 
chloride  is  passed  into  its  ethereal  solution  a  colourless  precipitate  is 
produced.  The  benzyl- derivative  of  metanitrobenzaldoxime  was  not 
obtained  in  a  pure  condition. 

Methylcuminaldoxime ,  CfiII4Pr*CH'N'01\Le,  prepared  from  cumin- 
aldoxime  (m.  p.  58°),  is  a  colourless  liquid  boiling  at  245 — 246° 
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(705  mm.)  ;  tlie  corresponding  benzyl-derivative  is  a  non-volatile 
oil. 

Tsocuminaldoxbne,  C„)H13NO,  crystallises  from  ether  in  small,  colour¬ 
less  prisms,  melts  at  112°,  and  is  more  sparingly  soluble  in  ether  than 
cuminaldoxime.  The  carbanilido-deriv&tive, 

C6HjPr-CH:N-0-CO-NHPh, 


crystallises  in  small  needles  melting  at  103°  with  decomposition. 

The  author’s  experiments  show  conclusively  that  both  oximes  and 
iso-oximes  can  form  alkyl-derivatives  of  the  constitution  X'CHiN'OR; 
this  fact  proves  that  Beckmann's  view  of  the  isomerism  of  oximes  is 
not  correct.  The  author  agrees  with  Hantzsch  and  Werner  (this  vol., 
p.  348),  that  the  two  forms  arc  stereochemicallv  isomeric,  and  have 
,  .  .  X-CH  ,  X-CH 

the  constitution  if  and  if  respectively:  since  the  carb- 
RO-B  is -OR  1  J 


anilido-derivatives  of  the  iso-oximes  are  much  more  readily  converted 
into  nitriles  than  the  corresponding  derivatives  of  the  normal  oximes, 
the  liydrogen-atom  and  the  CO-NHPh-group  must  be  nearer  together 
in  the  iso-  than  in  the  normal  compounds ;  it  follows,  then,  that  carb- 
anilido-  and  carbanilidoiso-benzaldoxime  have  the  constitution 


PlrCH  ,  Ph-CH 
1 1  and  1 1 

XHPh-COOX  X-O-CO-NHPh 


respectively,  and  the  aldoximes  themselves  are  analogously  constituted, 
a  conclusion  which  is  in  accordance  with  Hantzsch  and  Werner’s 
view. 

Carbanilidoisobenzaldoxime  is  not  converted  into  the  isomeride  by 
pure  phenylcarbimide  ;  the  intramolecular  change  previously  observed 
must  therefore  have  been  due  to  some  impurity,  probably  hydrochloric 
acid.  The  intramolecular  change  observed  by  Beckmann  (Zac.  cit.) 
which  takes  place  when  benzaldoxime  is  treated  with  phenylcarbimide, 
is  probably  due  to  the  same  cause. 

That  phenylcarbimide  is  a  very  suitable  agent  for  determining  the 
constitution  of  compounds  such  as  the  isomeric  oximes,  is  proved  by 
the  above  experiments,  and  V.  Meyer’s  statement,  that  it  is  prone  to 
bring  about  intramolecular  change,  is  not  correct.  F.  S.  K. 


Stereochemical  Isomerism  of  Asymmetrical  Monoximes. 

By  A.  Hantzsch  ( Ber .,  23,  2322 — 2325). — This  isomerism  is 
shown  to  be  due  to  the  asymmetry  of  the  molecule.  A  list  of  com- 

X-CW  x-OY 

pounds  of  the  general  formula  ^  (j  and  "  f(  nn)  which  exhibit 


1 1 

N-OIP 


the  isomerism  is  then  given.  In  these  X  and  Y  are  displaced  by  the 
groups  C6H5,  C4H3S  (from  thiophen),  C4H30  (from  furfuran), 
UH4C1(p),  C«H4Me(p),  C6li4-OMe(p),  II,  OH,  CO,  COOH,  and 
CNOH.  The  displacement  of  X  or  Y  by  an  alcoholic  radical,  such  as 
methyl,  appears  to  prevent  the  occurrence  of  stereochemical  isomerism. 

C.  V.  B. 

Isomeric  Oximes  of  Unsymmetrical  Ketones  and  the  Con¬ 
figuration  of  Hydroxylamine.  By  K.  Auwkks  and  V.  ilijvKit 
{Ber.,  23.  2403 — 211*0). — The  researches  of  the  authors  on  the 
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oximes  of  bromo-  and  chloro-benzophenone  (compare  this  vol., 
p.  1144),  together  with  the  recent  investigations  of  Hantzsch 
and  Werner  on  the  oximes  of  unsymmetrieal  ketones,  have  shown 
that  the  isomerism  of  these  compounds,  and  also  of  the  benzil- 
oximes,  cannot  be  explained  by  any  assumption  of  structural  dis¬ 
similarity.  The  real  reason  must  therefore  be  sought,  either  in  the 
nitrogen  itself,  or  in  the  nature  of  the  hydroxylamine-group.  Hantzsch 
and  Werner  have  advanced  the  former  hypothesis,  whilst  the  authors 
consider  the  latter  to  be  the  true  explanation.  Assuming  the  correct¬ 
ness  of  the  theories  of  Yan’t  Hoff  and  Wislicenus  regarding  the 
arrangement  of  atoms  in  space,  the  combined  effect  of  the  attraction 
of  the  nitrogen  and  oxygen  on  the  hydroxylic  hydrogen  of  hydroxyl- 
amine  would  cause  it  to  be  in  a  plane  different  from  that  occupied  by 
the  remaining  atoms  in  the  molecule.  This  hypothesis  suffices  to 
explain  all  observed  facts;  unsymmetrieal  oximes  would  therefore 

a  a 

exist  in  two  forms,  C!NO  and  CIN’O.  The  difference  between  this 

b  b  jx 

theory  and  that  of  Hantzsch  and  Werner  is  shown  by  the  two  formulae 
OH  H 

CIZN  and  C— N— 6. 

(H.  &  W.)  (A.  &.  M.) 

The  formation  of  oximes  by  the  action  of  nitrous  acid  is  readily 
accounted  for  on  the  ground  of  its  being  a  substituted  bydroxylamine  ; 
moreover,  the  fact  that  no  case  of  geometrical  isomerism  has  ever 
been  observed  in  the  azo-,  azoxy-,  and  imido-compounds  tells  in  favour 
of  this  theory.  On  the  other  hand,  the  authors  point  out  that  no 
optically  active  hydroxylamine-derivatives  have  yet  been  prepared, 
although  their  existence  is  indicated  by  this  hypothesis;  the  same 
objection  may,  however,  be  urged  against  the  theory  of  Hantzsch 
and  Werner.  J.  B.  T. 

A  Second  Benzoinoxime.  By  A.  Werner  (Ber.,  23,  2333 — 
2336). — The  benzoinoxime  hitherto  known,  melting  at  151°,  has 
always  been  prepared  with  the  aid  of  heat.  When,  however,  a  solution 
of  hydroxylamine  hydrochloride  (1  mol.)  is  added  to  benzoin  (1  mol.), 
in  minute  crystals,  suspended  in  dilute  alcohol,  the  mixture  neu¬ 
tralised  with  sodium  carbonate,  a  solution  of  sodium  hydroxide  (1  mol.) 
then  added,  and  the  whole  allowed  to  remain  for  several  days  at  the 
ordinary  temperature,  the  benzoin  slowly  dissolves,  and  if  the  mixture 
is  now  poured  into  water  and  the  whole  acidified  with  acetic  acid,  it 
turns  milky,  and  a  substance  separates  which  after  a  day  or  two 
gradually  solidifies  to  a  mass  of  crystals;  these,  when  washed  with 
ether,  dissolved  in  alcohol,  and  reprecipitated  with  -water,  yield  a  new 
(3 -benzoinoxime  in  white  needles  melting  at  95 — 99°.  By  Raoult’s 
method  it  was  shown  that  both  this  and  the  ordinary  a-oxime  have 
the  formula  CuHi3N02.  The  new  oxime  is  decomposed  into  benzoin 
and  hydroxylamine  when  heated  with  alcoholic  hydrochloric  acid,  and 
it  can  be  converted  into  the  a-isomeride ;  this  is  best  effected  by  boiling 
it  with  dilute  alcohol  containing  a  little  alkali.  C.  F.  B. 
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Amidoximes.  By  P.  Hochheim  ( Inaugural  Dissertation ,  Chem. 
Centr 1S9<>,  i.  939). — Anisylnitrile ,  C7H70‘CN,  prepared  from  copper 
e\ ankle  and  diazoanisyl  hydrochloride  solution,  boils  at  255 — 256°. 
Anisylamidoxime ,  C7H70*C(NOH)*NH2,  melting  point  122°,  is  prepared 
from  the  nitrile  by  the  action  of  hydroxylamine.  Its  solution  is 
coloured  blood-red  by  ferric  chloride;  with  Fell  ling’s  solution,  it  forms 
a  dirty-green  copper  salt,  and  it  reduces  ammonia  silver  solution;  the 
hydrochloride  melts  at  108°,  the  platinochloride  at  196°,  and  the  copper 
salt,  C,H,0-C(N0-Cu-0H)-NH„  at  212°. 

NO 

Anisylazoximeethenyl,  C7H70‘C<^_  j-^C.Me,  melting  at  110°,  is 

prepared  from  the  amidoxime  by  the  action  of  acetic  anhydride  or 
acetic  chloride.  With  bromine,  a  inonobrominated  compound  and  a 
dibrom-additive  compound  are  obtained,  the  former  melting  at  75° 
and  the  latter  at  110°.  With  succinic  anhydride,  anisylamidoxime 
forms  anisylazoximepropenyl- ix- carboxylic  acid, 

C7n70-C<^J>C*CH2CH,-C00H  +  H20, 

which  softens  at  128°,  and  melts  at  131°.  The  lead  salt  was 
analysed.  Ch lo ra la » isyln midoxi me,  C7H7O,C(NOH)(NH2),C2tI01sO, 
is  prepared  by  heating  its  components  together;  it  melts  at  139°. 

Anisylimidoximecarbonyl,  C7H70*C<J\^- jj)>CO,  melting  point  195°,  is 

prepared  from  anisylamidoxime  and  ethyl  chlorocarbonate.  The 
corresponding  thio-com pound  is  prepared  by  heating  the  amidoxime 
with  carbon  bisulphide;  it  melts  at  125 — 126°.  Anisylur amidoxime , 
C7H70,C(N0H)-NH-C0NH2,  melting  at  136°  with  decomposition,  is 
prepared  from  anisylamidoxime  hydn 'chloride  and  potassium  cyanate. 
Auisylphenyluramidoxima ,  G7H70-C(N0H)‘NH,C0,NHPh,  prepared 
by  the  action  of  phenyl  isocyanate  (carbanil),  melts  at  136°,  and  is 
converted  by  the  action  of  acetic  anhydride  and  sodium  acetate  into 
anisylazoximeethenyl,  whilst  glacial  acetic  acid  converts  it  into  di- 
phenylcarbamide  and  anisylamidoxime.  Phenyl  thioc.ai  bimide 
combines  with  anisylamidoxime,  forming  a  compound  of  the  formula 
C-5H12N3SO,  which  the  author  has  provisionally  named  anhydro  •luisyl- 
phenylthi our  amidoxime.  With  mercuric  oxide,  only  diphenylthiocarb- 
amide  could  be  obtained  from  it;  with  nitric  acid  a  dinitro-denvative, 
melting  at  206°,  is  obtained.  J.  W.  L. 

Constitution  of  Eurhodine,  Induline,  and  Allied  Dyes.  By 

F.  K ou KM anx  ( Her.,  23,  2416 — 2454). — (Jiiinoiieimides  and  Amido- 
quhvmes. — On  treating  a  dilute  solution  of  the  sodium-derivative  of 
tetrahydroxyqninone  with  an  orthophcnyldiamine  salt,  and  adding 
acetic  acid,  a  compound  separates  in  greenish-brown  crystals;  it  B 
the  analogue  of  the  tolucneazine  prepared  by  Nietzki  and  Kehrmann 
(compare  Abstr.,  1887,  473,  and  1888,  263),  and  has  the  formula 

°6H*<£h>C6(01I)30  [N  :  NH-0  =  2:3:5].  It  is  very  sparingly 

soluble  in  organic  solvents,  and  rapidly  oxidises  on  exposure  to  air, 
forming  dihydroxyquinonephenazine  ;  it  dissolves  in  dilute  mineral 
vo u.  Lvrn.  4  'i 
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acids  with  a  dark  olive-green  colour.  By  careful  oxidation,  the 
corresponding  rhodizonic  acid-dcrivative  is  obtained,  insoluble  in 
ammonia,  but  soluble  in  alkaline  hydroxides  with  a  violet-blue  colour. 
Chloroparadihydroxyquinone  reacts  with  orthophenylenediamine  in  a 
similar  manner  ;  after  purification,  the  product  crystallises  from  glacial 
acetic  acid  in  concentric,  garnet-red  needles  ;  it  has  the  formula 

C6Hi<XH>C6HC1(OH)°  [Cl  :  H  :  O  :  OH  =  1  :  4  :  5  :  6], 


and  is  a  feeble  acid,  uniting  with  alkaline  hydroxides  and  carbonates 
to  form  reddish-yellow,  soluble  salts.  The  compound  also  combines 
with  acids,  but  the  salts  are  very  unstable,  and  are  entirely  dissociated 
on  adding  water.  With  concentrated  sulphuric  acid,  a  dirty-green 
colour  is  produced,  which  changes  to  reddish-brown  on  dilution.  The 
hydrochloride  crystallises  in  long,  brownish-red  needles.  This  com¬ 
pound  is  undoubtedly  analogous  to  the  dihydroxyphenazine  prepared 
by  O.  Fischer  and  Hepp  (compare  this  vol.,  p.  800).  Dichloropara- 
dihydroxyqninonc,  nitroparadihydroxyquinone,  and  certain  allied 
hydroxyquinones  do  not  condense  with  orthophenylenediamine,  toluyl- 
enediamine,  or  naphthalenediamine,  but  simply  combine  to  form  the 
respective  salts,  which  may  be  recrystallised  without  decomposition, 
a-Naphthenrhodol  is  prepared  by  warming  sodium  hydroxynaphtha- 
quinonc  with  an  orthophenylenediamine  salt,  in  presence  of  acetic 
acid;  the  product  is  purified  by  treatment  with  sodium  hydroxide 
solution,  and  the  salt  decomposed  with  acetic  acid;  it  crystallises 
from  glacial  acetic  acid  in  needles,  and  is  identical  with  the  com¬ 
pound  obtained  by  Fischer  and  Hepp  (loc.  cit.)  from  amido- 
1  :  2-naphthaphcnazine  ;  the  formula  should  therefore  be 

c^<nh>c“h’°, 


instead  of  C6H4<^>C10H5-OH. 


a-Amidonaphthaphcnazine  is  pre¬ 


pared  bv heating  acoucentrated  alcoholic  solution  of  hydroxynaphtha- 
quinone  and  orthophenylenediamine  hydrochloride  in  molecular 
proportion  on  the  water-bath  for  15  minutes.  The  solution  becomes 
red,  and  solidifies  to  a  mass  of  slender,  red  needles  of  the  liydro- 

_N 

chloride;  the  free  base,  C6H4<(.^ is  liberated  by  the 


action  of  ammonia;  it  has  previously  been  obtained  by  Fischer  and 
Hepp  (loc.  cit.)  from  benzeneazonaphthylaminc  and  orthophenylene¬ 
diamine.  The  formation  of  this  compound  proves  definitely  that, 


apart  from  possible  tautomerism,  hydroxynaphthaquinoneimide  is 
represented  by  the  formula  C10BsO(OH) (NH)  [0  :  OH  :  NH  = 
1:2:4].  J.  B.  T. 


Two  Stereochemically  Isomeric  Derivatives  of  Furfurald- 
oxime.  By  A.  Werner  (Ber.,  23,  2336 — 2339). — Furfurakloxime 
was  converted  into  its  benzyl-derivative  by  the  method  of  Japp  and 
Klingemann.  The  product  crystallised  in  small  plates  melting  at  88°. 
When  boiled  with  hydriodic  acid,  no  benzyl  iodide  is  formed,  but  when 
the  mixture  is  heated  atlS0°,  a  small  amountof  benzy  lamine  is  obtained. 
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CH'C  H  O 

The  formula  of  the  benzyl-derivative  is,  therefore,  0<T  l  4  • 

J  ’  ’  vNCH2Ph 

This  is  confirmed  by  its  synthesis  from  furfuraldehyde  and  /3-benzyl- 
hydroxylamine ;  the  latter  being  prepared  from  the  benzyl-derivativd 
of  isobenzaldoxime,  melting  at  1 10°  (which  was  incidentally  shown 
by  Iiaoult’s  method  to  have  a  molecular  weight  corresponding  with 
C  ph  1  ° 

the  formula  0<^ p^)’  ^y  neutralising  it  in  aqueous  solution 


with  soda.  When  the  above  benzyl-derivative  of  furfuraldoxime  is 
dissolved  in  ether,  and  hydrogen  chloride  passed  in,  and  the  hydro¬ 
chloride  thus  formed  is  treated  with  soda,  an  isomeric  benzyl-derivative 
is  obtained,  which  crystallises  from  ether  in  long,  shining  needles 
melting  at  G5°.  These,  when  allowed  to  remain,  lose  their  trans¬ 
parency,  and  are  converted  into  the  isomeric  modification  melting  at 
88°.  It  is  said  to  be  a  case  of  geometrical  isomerism,  C.  F.  B. 


Oxazolines.  By  S.  Gabriel  and  T.  Hevmanx  (Ber.,  23,  2493 — 
2502). — Bromethylbenzamide  is  rapidly  dissolved  in  hot  water,  the 
equivalent  quantity  of  sodium  hydroxide  immediately  added,  and 
the  solution  distilled  in  a  current  of  steam ;  the  distillate  is  extracted 


with  ether,  and  on  evaporation,  p-phenyloxazoline , 


CHyO 

CHyN 


^>CPh,  is  ob¬ 


tained ;  it  is  a  colourless,  strongly  refractive  liquid,  boiling  at 
242 — 243°,  and  is  miscible  with  alcohol,  ether,  and,  to  a  less  degree, 
with  water.  The  yield  is  50  per  cent,  of  the  theoretical.  The  same 
compound  is  also  formed  by  the  action  of  dilute  aqueous  sodium 
hydroxide,  or  alcoholic  potash,  on  bromethylbenzamide. 

The  picrate  is  deposited  in  yellow  needles  melting  at  177°.  The 
platinochloride  crystallises  in  orange-yellow  needles.  The  dichromate , 
(C9H9N02)2, H2C i'o07,  forms  yellowish-red  needles;  the  ferrocyanide  is 
precipitated  as  a  yellowish-green,  crystalline  powder.  On  warming 
phenyloxazoline  with  excess  of  bydrobromic  acid,  bromethylbenz¬ 
amide  is  regenerated;  but  if  the  base  is  in  slight  excess,  and  the  solu¬ 
tion  is  boiled  for  some  time,  amidoethyl  benzoate  hydrobromide , 
OBz-CH2CH2'NH2,HBr  (m.  p.  142— 143°),  is  produced;  it  is  also 
obtained  by  boiling  bromethylbenzamide  with  water  ;  its  constitu¬ 
tion  is  shown  by  the  formation  of  benzoylglycol  by  the  action  of 
potassium  nitrite;  this  compound  has  been  previously  described 
(compare  Abstr.,  1889,  1134)  as  hydroxyethylbenzamide, 


OH-CH2-C11.,-NHBz, 


but  the  above  results  show  this  to  be  incorrect.  With  an  equivalent 
quantity  of  hydrochloric  acid,  phenyloxazoline  yields  fi-amitloefhyl- 
benzoate  hydrochloride,  crystallising  from  alcohol,  on  the  addition  of 
ethyl  acetate,  in  flat  needles  which  melt  at  133 — 135°.  With 
excess  of  hydrochloric  acid,  the  oxazolinc  yields,  /3- chi orethylbenzamide, 
CH2ChCHo-NHBz,  crystallising  from  light  petroleum  or  water  in 


needles  melting  at  102°. 
fia-Methytyhenyloxazoline, 


CHMc-0 
CH-  —  N 


>CPh, 


is  obtained 


from 


4  q  2 
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/3-bromopropylbenzamide  by  methods  similar  to  those  employed  for 
the  preparation  of  phenyloxazolinc,  and  also  by  the  action  of  alcoholic 
potassium  hydrosulphide;  it  is  a  clear,  colourless  liquid,  boiliug 
at  243  —  244°  under  a  pressure  of  750  mm.  The  platinorhloride  is 
orange-yellow  ;  the  picrate  melts  at  167°;  the  chromate  is  precipitated 
as  an  oil  which  quickly  crystallises ;  the  ferrocyanide  forms  a 
greenish-yellow,  crystalline  powder.  With  excess  of  hydrobromie 
acid,  the  oxnzoliue  is  reconverted  into  /3-bromopropylbenzamide. 
With  excess  of  hydrochloric  acid,  fi-chloropropiylbenzamide, 

CHMeCl-CHyNHBz, 

is  formed,  crystallizing  from  light  petroleum  in  small  needles,  melting 
at  72 — 73°.  fi-amidopropnjl  benzoate  hydrobromide, 

NHyCHyCHMe’OBz.HBr, 

is  prepared  by  boiling  an  aqueous  solution  of  /^-bromopropyl- 
benzamide,  or  a  mixture  of  the  oxazoline  hydrobromie  acid  in 
molecular  proportion ;  it  crystallises  from  glacial  acetic  acid  iu 
colourless  needles  melting  at  132 — 133°.  On  heating  this  compound 
with  potassium  hydroxide,  /3-b.ydroxypropylbenzamide  (m.  p.  92 — 93°) 
is  formed.  No  corresponding  reaction  of  amidoethyl  benzoate  was 
obserred.  With  potassium  nitrite,  benzoylpropylcue  glycol  is  ob¬ 
tained.  The  free  base  is  prepared  by  adding  an  alkali  to  the  hydro- 
bromide  :  it  is  a  colourless,  viscid  liquid,  readily  miscible  with  water. 
The  picrate  crystallises  in  flat  needles  melting  at  1S8 — 1S90.  The 
platinochloride  is  deposited  from  hot  water  iu  flat  yellowish  needles. 
»-Methyloxazoline  picrate  has  previously  beeu  prepared  {Joe.  cit .),  the 
yield  is  slightly  larger  if  bromethylamine  hydrobromide  is  boiled  for 
15  minutes  with  an  equal  weight  of  acetic  anhydride,  and  treated 
with  a  solution  of  sodium  picrate.  The  product  obtained  on  boiling 
this  compound  with  water  is  the  picrate  of  amidoethyl  acetate , 
NHvCH-rCH/OAe,  not  hydroxyethylacetamide  as  previously  stated. 

J.  B.  T. 


Tetraphenyltetracarbazone.  By  J.  Culmann  (Annalen,  258, 
235 — 242). — The  compound  (m.  p.  137°)  prepared  by  Hess  (Abstr., 
18SG,  547)  by  treating  bromacetophenone  with  phenylhydrazine  has 
the  molecular  formula  C2eH24N4,  as  is  proved  by  molecular  weight 
determinations  in  benzene  solution ;  the  experiments  described  below 


show  that  it  has  most  probably  the  constitution 


CHa'CPh'.N'NPh 

CHyCPhiN-NPh 


and  it  is  named  tetraphenyltetracarbazone  by  the  author,  the  term 
tetracarbazone  being  applied  to  the  ring  C4H4N4. 

When  tetraphenyltetracarbazone  (1  part)  is  dissolved  in  a  satu¬ 
rated  ice-eold  alcoholic  solution  (5  parts)  of  hydrogen  chloride,  it  is 
converted  into  a  compound  of  the  composition  C-.3HlkN?,  aniline,  and 
small  quantities  of  a  base  of  the  composition,  CWHPN3.  After 
keeping  for  10  minutes,  the  solution  is  poured  into  ice-cold  water,  the 
precipitate  separated  by  filtration,  washed  with  cold  alcohol  to  free 
it  from  resinous  products,  and  the  residue  crystallised  from  hot 
alcohol. 
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The  compound  of  the  composition  C22Hi8N2  separates  from  the 
alcoholic  solution,  on  cooling,  in  yellow  needles,  melts  at  116°,  and 
decomposes  at  a  higher  temperature  ;  it  is  insoluble  in  u’ater,  but 
moderately  easily  soluble  in  hot  alcohol  and  glacial  acetic  acid.  It  is 
probably  the  phenylhydrazine-deri vative  of  diphenacyl,  as,  on  oxida¬ 
tion  with  potassium  dichromate  and  sulphuric  acid,  it  yields  a  large 
quantity  of  benzoic  acid,  and  when  warmed  with  30  per  cent,  sul¬ 
phuric  acid  it  is  decomposed  into  dibenzoylethane  (phenacylaceto- 
phenone),  identical  with  the  compound  (m.  p.  144°)  obtained  by 
Claus  and  Werner  (Abstr.,  1887,  827)  and  named  diphenacyl  by 
Kraft  and  Paal  (Abstr.,  1889,  147)  ;  a  substance,  melting  at  229°, 
the  composition  of  which  was  not  determined,  is  also  formed  in  very 
small  quantities  in  this  decomposition. 

The  base  of  the  composition  C22HnX3  is  gradually  deposited  from 
the  acid  alcoholic  mother  liquors  obtained  in  the  decomposition  of 
tetraphenyltetracarbazone,  in  the  form  of  the  hydrochloride, 

c22h„n3,hci. 

This  salt  crystallises  from  hot  dilute  hydrochloric  acid  in  colourless, 
slender  needles,  melts  above  300°,  and  is  moderately  easily  soluble  in 
hot  alcohol  and  water.  The  nitrate  crystallises  in  plates.  The  free 
base  is  an  orange-yellow,  amorphous  compound,  and  lias  perhaps  the 

constitution  JjH.Cph:N>^Ph. 

All  attempts  to  prepare  the  two  decomposition- products  of  tetra¬ 
phenyltetracarbazone  synthetically  from  diphenacyl,  or  its  dihydr- 
azone,  were  unsuccessful.  F.  S.  K. 

Thiophenylmethylpyrazolone.  By  A.  Miciiaelis  ( Ber .,  23. 
2476 — 2478). — The  compound  obtained  by  the  action  of  phenyl- 
hydrazine  on  ethyl  thioaeetoaeetate  (compare  this  vol.,  p.  582)  has 
the  formula  C2oH1602N4S,  instead  of  CooHjjOjKiS  as  stated,  and  is 
identical  with  the  thiophenylmethylpyrazolone  described  by  BncliVa 
and  Sprague  (compare  this  vol.,  p.  796).  J.  B.  T. 

Aromatic  Mercury  Compounds.  By  A.  Miotiaeus  and  J. 
Rarin'EESON'  (Ber.,  23,  2342 — 2346). — Mereurodimethylaniline  chloride , 
HgCl-C«H4*NMe2,  is  prepared  by  mixing  alcoholic  solutions  of 
mercuric  chloride  and  mereurodimethylaniline  ;  the  compound  is  im¬ 
mediately  deposited  in  white,  lustrous  plates  melting  at  225°  with 
decomposition;  it  is  soluble  in  chloroform,  and  in  cold  dilute  hydro¬ 
chloric  acid,  from  which  it  is  precipitated  unchanged  by  sodium 
carbonate  ;  it  is  decomposed  into  its  components  on  warming  with 
dilute  acid.  The  same  compound  may  be  obtained  by  treating  a 
benzene  solution  of  mereurodimethylaniline  with  hydrochloric  acid. 
Mereurodimethylaniline  bromide,  HgHr*C«lIyN^le2,  is  prepared  in  a 
manner  similar  to  the  chloride,  and  melts  at  220a.  The  iodide , 
Hgl-CsHyNMcj,  crystallises  in  colourless  plates  melting  at  195°. 

Paramercurodianisoil,  Hg(C0HyOMe)2,  prepared  from  parabrom- 
anisoi'l,  crystallises  from  benzene  in  slender,  white  needles  melting  at 
2023,  is  readily  soluble  in  chloroform,  and  sublimes  when  carefnlly 
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heated ;  the  yield  is  about  40  per  cent.  Mercuranisoil  chloride, 
HgChCgHyOMe,  is  obtained  in  the  same  mauner  as  the  dimethyl- 
aniline-derivative ;  it  crystallises  in  colourless,  lustrous  plates  melting 
at  239°.  The  corresponding  bromide ,  HgBr-CfiEG-OMe,  melts  at 
1S7° ;  and  the  iodide ,  HgTC6H4-OMe,  at  227°.  Mercuranisoil 
acetate ,  OAc-Hg'CfiHyOMe,  is  formed  by  treating  mercurodianisoil 
with  glacial  acetic  acid  ;  it  crystallises  from  alcohol  in  needles  melt¬ 
ing  at  176-5°.  Mercuranisoil  oxide  0(Hg-CfiH4-0Me)2,  is  prepared  by 
warming  any  one  of  the  above  haloid  compounds  with  sodium  carbo¬ 
nate  solution  ;  the  white  powder  which  is  obtained  on  cooling  is 
washed  with  water,  and  recrystallised  from  alcohol;  it  is  deposited  in 
small,  white,  slender  needles  melting  at  177°;  it  is  very  sparingly 
soluble  in  water,  but  dissolves  readily  in  warm  sodium  carbonate 
solution.  The  aqueous  solution  has  an  alkaline  reaction,  but  it  does 
not  combine  with  carbonic  anhydride  on  exposure  to  the  air. 

J.  B.  T.  . 

A  Product  of  the  Condensation  of  Ethyl  Cyanacetate  and 
Benzaldehyde.  By  J.  T.  Garrick  (J.  pr.  Chem.  [2],  42,  159 — 
160).— In  the  presence  of  sodium  ethoxide  (0'2  gram  of  sodium), 
benzaldehyde  (5  grams)  and  ethyl  cyanacetate  (5  grams)  readily 
undergo  condensation,  brilliant  crystals  of  the  empirical  composi¬ 
tion  C12HuX02  separating  out.  An  oily  product  is  also  formed,  but 
it  has  not  been  investigated. 

The  condensation-product  is  decomposed  with  difficulty  by  strong 
sulphuric  or  nitric  acid  ;  when  heated  with  strong  hydrochloric  acid 
at  150°,  it  yields  benzaldehyde  and  carbonic  anhydride.  Aqueous 
alkalis  decompose  it  in  the  cold  with  formation  of  benzaldehyde. 
Alcoholic  methylamine  forms  with  it  a  compound,  (C20Hi2N20.;)2N]de  ; 
alcoholic  ammonia  has  a  similar  action;  aqueous  ammonia  dissolves 
it,  and  acids  precipitate  a  nitrogenous  substance  from  the  solution. 

A.  G.  B. 

Vanillin  from  Rosa  canina.  By  Schxeegans  (J.  Fhami.  [5], 
22,  115  ;  from  J.  Pharm.  Jdlsass-Loth.,  1890,  97). — The  powdered 
seeds  are  extracted  by'  means  of  ether  ;  part  of  the  ether  is  separated 
by'  distillation,  and  the  residue  is  agitated  with  hydrogen  sodium 
sulphite  solution  saturated  with  sulphurous  anhy'dride.  To  the 
aqueous  solution,  treated  repeatedly  with  ether  to  remove  fatty  com¬ 
pounds,  is  next  added  excess  of  dilute  sulphuric  acid  ;  the  sulphurous 
anhydride  set  free  is  removed  by  a  current  of  air,  and  ether  is  again 
added  to  extract  a  brown  oil  which,  after  some  days,  becomes  a  mass 
of  crystals.  These  crystals,  decolorised  by'  charcoal,  give  the  charac¬ 
teristic  reactions  of  vanillin;  the  yield  is  exceedingly  small,  only 
about  1  in  10,000.  J.  T. 

Constitution  of  Quinone.  By  J.  U.  Nef  (J.  pr.  Chem.  [2],  42, 
161 — 1SS). — It  has  been  shown  by'  Stenhouse  (this  Journ.,  1870,  p.  8) 
that  chloranilic  acid  is  readily  converted  into  the  ethyl  salt, 
C<,Cl202(0Et)2,  by  treating  silver  chloranilate  with  ethyl  iodide.  This 
compound  has  all  the  properties  of  a  quinone,  and  must  contain  the  ethyl- 
groups  combined  with  the  oxygen,  as  otherwise  its  constitution  would 
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lie  represented  by  the  formula  in  which  case 

it  must,  on  reduction,  take  up  four  atoms  of  hydrogen.  Experiment 
has,  however,  shown  that,  under  these  circumstances,  two,  and  only 
two,  atoms  of  hydrogen  can  be  to.kcn  up,  the  compound  formed  being 
ethyl  hydrochloranilate ,  C6Cl,(OH)2(OEt)2,  which  has  previously  been 
prepared  by  Kehrmann  (this  vol.,  p.  136).  It  is  not  attacked  by 
sodium  amalgam,  even  when  digested  with  it  for  six  hours  on  the 
water-bath,  and  is  converted  on  boiling  with  acetic  anhydride  into  the 
diaeetyl-compound,  C6Cl2(OAc)2(OEt)2.  which  crystallises  from  alcohol 
in  colourless,  four-sided  prisms  melting  at  172°,  and  volatilising 
without  decomposition. 

Vuicetylchloranilic  acid,  CgC1202(0Ac)2,  is  readily  obtained  by  adding 
an  ethereal  solution  of  acetic  chloride  to  silver  chloi'anilate  suspended 
in  ether  free  from  alcohol  and  water.  It  crystallises  from  ether  or 
anhydrous  benzene  in  yellow  needles,  melts  at  1S2T>°,  and  distils 
unchanged.  Its  alcoholic  solution  speedily  undergoes  decomposition 
in  presence  of  traces  of  water. 

These  results  show  conclusively  that  chloranilic  acid  contains  two 
hydroxyl-groups.  It  is,  however,  somewhat  surprising  that  the 
hydrogen-atoms  cannot  be  removed  by  oxidation,  and  it  would  appear 
possible  that  the  two  pairs  of  hydroxyl-gronps  in  hydrochloranilic  acid 
have  a  different  value.  If  such  were  the  case,  we  should  then  get  two 
different  paradichlorodimethoxydiethoxybenzenes  by  the  ethylation  of 
dimethyl  hydrochloranilate,  and  by  the  methylation  of  diethyl  hydro¬ 
chloranilate  respectively,  whereas  it  is  found  that  one  and  the  same 
compound  is  obtained  in  both  cases.  This  crystallises  in  long,  colourless 
needles  which  melt  at  103°,  and  are  very  soluble  in  organic  solvents. 
On  oxidation,  it  gives  a  mixture  of  methyl  and  ethyl  ehloranilates. 

By  the  action  of  bromine  in  dry  carbon  bisulphide  solution  on  silver 
chloranilate,  dibromodichlorotetraketohexamethylene  is  formed,  the 
following  reaction  taking  place  : — 


cic< 


CO-C(OAg) 

C(OAg)-CO 


>CC1  +  2Br2  =  gr>C< 


CO-CO.  Cl 

CO-CO^^Br 

-f-  2AgBr. 


That  the  bromine  does  not  simply  take  the  place  of  the  silver  with 
formation  of  a  bromoxyl-derivative  is  proved  by  the  fact  that  the 
same  compound  is  obtained  by  the  action  of  chlorine  on  silver  brom- 
anilate.  JDibromodichlorotetraketokexametkylene  crystallises  in  pale- 
yellow,  flat,  hygroscopic  needles,  which  when  heated  quickly  in  small 
quantities  sublime  unchanged,  but  commence  to  decompose  at  110° 
when  slowly  heated.  Its  solution  in  carbon  bisulphide  has  a  slight 
green  fluorescence.  It  does  not  give  characteristic  compounds  with 
pheny lhydrazine  or  orthodiamidotoluene,  and  is  very  readily  decom¬ 
posed  by  water,  with  evolution  of  carbonic  anhydride  and  formation 
of  pcnlamethylene-derivativcs.  On  reduction  with  sulphurous  acid, 
it  is  reconverted  into  chloranilic  acid. 

OO-PO 

Tetrachlorotetrahetohexamethylene ,  C12C<|qq.qq^>CC12,  is  obtained 
in  a  similar  mauncr  by  the  action  of  chlorine  on  silver  chloranilate. 
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and  crystallises  in  long,  pale-yellow  needles,  which  are  net  reduced  to 
chloranilic  acid  by  the  action  of  sulphurous  acid.  The  chlorine-atoms 
are  therefore  more  firmly  combined  than  the  bromine-atoms. 

no-no 

Tetrabromotetraketohexamethylene,  BroC^^Q.QQ^CBr..  To  pre¬ 
pare  this  compound,  silver  bromanilate  is  treated  with  bromine  in  the 
manner  already  described.  It  crystallises  in  flat,  pale-yellow  needles, 
which  cannot  be  sublimed  without  decomposition,  even  when  quickly 
heated.  When  water  is  poured  on  to  it,  a  vigorous  effervescence 
takes  place,  carbonic  anhydride  being  evolved,  and  a  compound 
having  the  composition  C5Br303H  remaining  in  solution,  which  is 
identical  with  the  compound  described  by  Hantzseh  as  tribromotri- 
ketopentamethylene  (Abstr.,  18*8,  1100).  It  behaves,  however,  as 
a  monobasic  acid,  and  the  author  therefore  regards  it  as  tr  ibr  orally  dr- 
CO-CBr 

oxydiketodihydre pentene,  £  ^OOH.  He  further  believes  that 

tetrabromotetraketohexamethvlene  is  always  the  first  intermediate 
product  in  the  formation  of  pentamethylene-derivatives  from  the 
anilic  acids ;  that  it  has  not  previously  been  isolated  is  due  to  the  fact 
that  the  reaction  has  been  carried  out  in  aqueous  solution,  in  which 
this  compouud  is  immediately  decomposed.  A  tetrabromotetraketo- 
hexamethylene  has  indeed  been  described  by  Hantzseh,  but  according 
to  the  author,  this  is  a  mixture  of  tribromohydroxydiketodihydi'o- 
pentene  and  unaltered  bromanilic  acid. 

Tetrachlnrotetraketohexamethylene  is  also  decomposed  by  water, 
forming  the  corresponding  trichlorhydroxydiketodihydropentene. 
As  an  intermediate  pro  duct,  tetrachlorhvdroxvdiketopentamethylene- 
carboxylic  acid  is  probably  formed,  but  could  not  be  isolated  ;  the 
autbor  doubts,  therefore,  whether  the  stable  compouud  described  by 
Hantzseh  under  that  name  (this  vol.,  p.  131)  has,  in  reality,  the  con¬ 
stitution  assigned  to  it. 

These  results  show  that  there  is  no  necessity  for  assuming  tauto- 
merism  in  the  chloranilic  acids,  as  in  its  salts  the  metal  is  in  no  case 
directly  combined  with  a  carbon-atom. 

When  quinone  is  treated  with  1  mol.  of  bromine  in  chloroform 
solution,  it  is  converted  into  quinone  dibromule.  C6H402Br2.  This 
crystallises  in  fiat,  yellow  needles,  which  have  a  greenish  surface 
lustre,  and  melt  at  8nJ.  It  has  a  slight  quinone-like  odour,  and  is 
converted  by  boiling  water  into  monobromoquinone,  and  on  treatment 
with  zinc-dust  and  acetic  acid,  a  train  forms  quinone.  This  compound 
was  obtained  nine  years  ago  by  Sarauw  (Abstr.,  1SS1,  1135).  who. 
however,  on  account  of  its  somewhat  peculiar  behaviour,  regarded  it 
as  an  isomeric  dibromoquinol. 

If  to  a  chloroform  solution  of  quinone,  2  mols.  of  bromine  be  added. 
quinone  tetrabromide ,  C6H403Br4,  is  obtained.  This  is  a  colourless  and 
odourless  cou  pound,  which  is  very  sparingly  soluble  in  all  ordinary 
solvents,  becomes  yellow  at  110',  and  evolves  hydrogen  bromide 
rapid’y  at  170 — 175°.  On  boiling  with  aqueous  alcohol,  it  is  con¬ 
verted  into  a  mixture  of  equal  parts  of  meta-  and  para-dibromoquinone. 
On  reduction  with  zinc-dust  and  acetic  acid,  it  is  also  reconverted 
into  quinone. 
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The  formation  of  a  dibromide  and  tetrabromide  follows  naturally 

f’H  PTT 

from  Fit  tig’s  fonnnla  for  quinone,  CO<^h:qH>CO,  but  net  from 

the  peroxide  formula.-  Tbeir  formation  can  also  be  explained  bv 

XU-Cll 

Claus’  diagonal  formula,  CO\  2><T,  /CO,  bnt  if  this  were  correct. 

nch*ch/ 

the  anilic  acids,  such  as  chloranilic  acid,  the  formula  of  which  would 
CCl-(OH)C 

then  be  /  /CO,  should  readily  pass  into  derivatives  of 

'C(0H)‘C1C' 

_ CC1-CO 

diquinoyl,  CO<  _ >CO,  whereas,  all  attempts  to  effect  this 

change  have  been  without  success.  H.  G.  C. 


Stereochemically  Isomeric  Oximes  of  Paratolyl  Phenyl 
Ketone.  By  A.  Hantzsch  ( Ber .,  23,  2325 — 2332). — Auwers  (this 
vol.,  p.  503)  was  able  to  obtain  but  one  oxime  of  paratolyl  phenyl 
ketone,  OH-XiCPh-CgH^Me.  The  author  finds  that  the  product  ob¬ 
tained  by  his  methods  is  in  each  case  a  mixture  of  two  isomeric  oximes 
which  can  be  isolated  by  dissolving  the  mixture  in  acetic  acid,  and 
fractionally  precipitating  them  by  the  careful  addition  of  water. 
That  which  comes  down  first  melts  at  154",  and  is  termed  the 
a-variety.  The  /3-isomeride  melts  at  115 — 116°.  and  is  much  more 
soluble  in  all  solvents  except  water.  Raoult's  method  shows  that 
both  have  the  formula  CuHVXO,  so  that  this  is  a  case  of  true 
isomerism,  and  not  of  polymerism.  The  /3-  cannot  be  converted  into 
the  a-variety,  but  it  is  remarkable  that  the  a-varietv  is  converted 
into  the  /J-  (of  lower  melting  point)  wheu  it  is  heated  at  14'/  wirh 
hydroxvlamine  hydrochloride  in  alcohol  and  water.  When  treated 
with  benzyl  chloride  and  sodium  ethexide  in  alcoholic  solution,  the 
two  varieties  behave  differently.  The  a-oxime  yields  a  benzvl-deriva- 
tive,  CeHAIe'CPhiX-O'C H2Ph,  crystallising  from  alcohol  in  well- 
formed,  long,  brilliant  prisms,  which  melt  at  r5"\  and  dissolve  verv 
easily  in  ether  and  very  sparingly  in  alcohol.  The  /?- oxime  yields, 
although  less  easily,  a  stereochemical  isomeride,  which  separates  ironi 
alcohol  as  an  oil  that  very  slowly  solidifies  in  spherical  aggregates  of 
small  needles.  It  melts  at  45 — 47',  and  is  only  sparinglv  soluble  in 
alcohol.  It  is  easily  convertible  into  the  a-isomeride  melting  at  85°  ; 
for  example,  by  dissolving  it  in  ether  and  passing  hydrogeu  chloride 
into  the  solution. 


We  have  thus  two  series  of  derivatives  of  stereochemically 


paratolyl  phenyl  ketones : 


Ph-C-aH.Me 

X-OH 


and 


Ph-C-CsHAIe 

il 

HO-X 


isomeric 
with  the 


following  melting  points  : — 


Oximes.  lieczvl-derivative  of  oxiir.es. 

a .  1 541  85° 

/3 .  115—110°  4-5— 4  V 

C.  F.  B. 
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Formation  of  Racemic  Acid  by  the  Oxidation  of  Unsaturated 
Acids.  By  0.  Doerner  (Jier.,  23,  2372 — 2377 ;  compare  this 
vol.,  pp.  176,  1007). — The  author  has  previously  prepared  2'  :  4'-di- 
carboxylie  acids  of  the  quinoline  series  by  the  oxidation  of  2'  :  4'- 
cinnamenylquinolinecarboxylic  acids ;  the  disruption  of  the  molecule 
takes  place  at  the  position  of  the  donble  bond  in  the  cinnamcnyl- 
group,  C6HyCH:CH.  If  this  reaction  were  a  general  one,  certain 
other  unsaturated  acids  containing  the  same  gronp  should  yield 
fumaric  or  maleic  acids,  which,  in  the  presence  of  potassium  per¬ 
manganate,  would  be  converted  into  racemic  and  mesotartaric  acids 

C  #  7 

respectively. 

Cinnameuylacrylic  acid,  CHPh'.CH-CHiCH’COOH  (.10  grams),  is 
neutralised  with  potassium  hydroxide,  and  the  solution,  diluted  to 
2  litres,  is  cooled  to  2 — 3°,  and  a  solution  of  potassium  perman¬ 
ganate  (15  grams)  in  water  (2  litres)  at  the  same  temperature  is 
gradually  added  ;  the  solution  smells  strongly  of  benzaldehyde ;  it  is 
allowed  to  remain  for  two  or  three  hours,  and  is  then  filtered,  and 
concentrated  to  about  one-sixteenth  its  bulk  ;  on  adding  hydrochloric 
acid  to  the  solution,  a  considerable  evolution  of  carbonic  anhydride 
takes  place,  and  benzoic  acid  is  precipitated;  this  is  separated,  and 
the  filtrate  treated  with  excess  of  ammonia  and  calcium  chloride. 
The  insoluble  mixture  of  calcium  salts  thus  obtained  is  now  dissolved 
in  hydrochloric  acid,  diluted,  boiled,  and  treated,  first  with  excess  of 
ammonia,  and  then  with  excess  of  acetic  acid,  the  solution  is  quickly 
filtered,  and  ou  cooling  calcium  racemate  crystallises  out;  from  this 
the  free  acid  and  various  other  salts  were  prepared.  No  trace  of 
mesotartaric  acid  could  be  detected.  Piperic  acid,  oxidised  in  the 
same  maimer,  yields  piperonal  and  piperonylic  acid,  together  with 
carbonic  anhydride,  racemic  and  oxalic  acids.  This  result  is  an 
additional  proof:  of  the  correctness  of  the  formula 

CH2<Q>C6HyCH:CH-CH:CH-COOH, 

for  piperic  acid.  Acetaldehyde,  carbonic  anhydride,  oxalic  and 
racemic  acids  are  obtained  from  sorbic  acid,  which  should,  therefore, 
probably  be  represented  by  the  formula  CHMelCH-CHlCH-COOH. 

No  fumaric  acid  was  observed  in  any  of  these  experiments,  so  that 
the  question  of  its  formation  as  an  intermediate  product  remains  an 
open  one.  J.  B.  T. 

Stereochemically  Isomeric  Oximes  of  Phenyl  Thienyl 
Ketone  and  Phenylglyoxylic  Acid.  By  A.  Haxtzsch  (Her.,  23, 
2332 — 2333). — Phenyl  thienyl  ketoxime,  OII'NiCPlrQiH3>S,  exists  in 
two  isomeric  modifications,  a  more  soluble,  melting  at  91 — 92°,  and 
a  less  soluble,  melting  at  113 — 114°. 

The  cxime  of  phenylglyoxylic  acid,  OH’NlCPlrCOOH,  exists  in  a 
less  soluble  stable  form,  melting  at  145°,  and  in  a  more  soluble  un¬ 
stable  form,  melting  at  125°,  which  can  be  converted  directly  into  the 
other  variety.  C.  F.  B. 
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Gallic  Acid,  Tannin,  and  Oak-tannin.  By  C.  Butting  er 
V  nna/eu,  258,  252 — 200). — When  sodium  is  gradually  added  to  an 
alcoholic  solution  of  anhydrous  gallic  acid,  a  blue  colour  is  produced 
where  the  metal  comes  in  contact  with  the  liquid,  but  the  colour  soon 
disappears  again,  and  a  basic  salt  of  gallic  acid  is  deposited.  An 
alcoholic  solution  of  tannin,  under  the  same  conditions,  gives  first  a 
greenish-blue  coloration  and  then  a  yellowish  precipitate,  the  tannin 
being  converted  into  gallic  acid. 

When  sodium  is  added  to  a  boiling  amyl  alcoholic  solution  of 
anhydrous  tannin,  the  portions  of  the  liquid  in  contact  with  the 
metal  are  coloured  greenish-blue,  and  then  a  yellowish  precipitate  is 
produced,  part  of  the  tannin  being  converted  into  an  amyl-derivative 
and  part  of  it  decomposed  into  gallic  acid. 

The  acetyl-derivative  of  oak-tannin  under  the  same  conditions  is 
decomposed  into  acetic  acid,  oak-tannin,  and  the  amyl-derivative  of 
the  last-named  compound.  In  ethyl  acetate  solution,  tannin  and 
tannin-derivatives  of  this  ethereal  salt  are  formed,  together  with 
small  quantities  of  gallic  acid.  F,  S.  Iv. 

Constitution  of  Benzene.  Reduction-products  of  Phthalic 
Acid.  By  A.  v.  Baeier  (Anualen,  258,  145 — 210;  compare  this 
vol.,  pp.  875  and  1130,  and  Abstr.,  1880,  1170). — Phthalic  acid,  on 
reduction  with  sodium  amalgam,  gives  various  hydroplithalic  acids 
which,  just  as  is  the  case  with  the  liydroterephthalic  acids,  behave 
like  unsaturated  compounds  of  the  fatty  series  ;  the  theory  of  both 
classes  of  compounds  must,  therefore,  be  based  on  the  same  prin- 
ci  pies. 

As  the  author  has  recently  (Per.,  23,  1272)  had  an  opportunity 
of  stating  his  present  views,  the  constitution  of  benzene  is  not  dis¬ 
cussed  in  this  paper,  except  in  so  far  that  he  replies  to  the  criticisms 
of  Ladenburg  (this  vol.,  p.  881),  and  gives  an  explanation,  omitted 
from  the  address  delivered  at  the  Ivekule  festival,  of  the  changes 
which  take  place  in  the  process  of  substitution. 

According  to  Kekule,  the  formation  of  a  substitution-product,  such 
as  bromobenzene,  is  preceded  by  the  formation  of  an  additive  com¬ 
pound  (benzene  dibromide),  from  which  the  final  product  is  formed 
by  the  elimination  of  hydrogen  bromide,  the  double  linking  being  at 
the  same  time  regenerated.  Since  the  simultaneous  formation  of 
both  an  ortho-  and  a  para-compound  in  processes  of  this  nature  could 
not  be  explained  in  accordance  with  Kekule’s  benzene  formula,  which, 
moreover,  did  not  account  for  the  complete  symmetry  (formation  of 
only  one  ortho-compound)  of  the  true  benzene-derivatives,  other 
formula),  namely,  those  of  Claus  and  Armstrong,  were  suggested  : 
fonuulte  which  would  explain  all  substitution  phenomena. 

Kekule’s  view  has,  however,  now  been  proved  to  be  correct  experi¬ 
mentally;  tcrephthalic  acid,  on  reduction,  yields  a  paradilndro- 
additive  product,  A2;S  diiiydroterephthalic  acid,  the  ethyl  salt  of 
which  is  reconverted  into  ethyl  terephthalate  on  exposure  to  the  air 
(compare  Baeycr  and  Herb,  this  vol.,  p.  1130).  The  recent  study  of 
the  behaviour  of  muconie  acid  on  reduction  (compare  Baeycr  and 
Jtupe,  ibid.,  p.  S75)  has  also  shown  that  Kekule’s  formula,  which 
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before  this  time  afforded  an  explanation  of  the  formation  of  ortho¬ 
additive  products  only,  can  now  account  for  the  formation  of  para- 
additive  compounds,  and,  consequently,  also  of  para-eliminations. 

After  replying-  to  some  remarks  of  Clans  (Abstr.,  1889,  1061),  and 
elaborating  at  some  length  the  theory  of  the  hydrotereplithalic  acids, 
the  author  proceeds  to  discuss  the  constitution  of  the  hydrophthalic 
acids  described  below. 


It  will  be  proved  beyond  all  doubt  that  the  hexahydrophthalic 
acids  contain  the  two  carboxyl-groups  in  the  ortho-position ;  this 
must,  therefore,  also  be  true  as  regards  the  tetra-  and  di-hydro-acids, 
which  bear  the  same  relation  to  the  hexahydro-compounds  as  an 
nnsaturated  does  to  a  saturated  fatty  acid. 

According  to  the  theory  advanced  in  the  case  of  the  hydrotere- 
phthalic  acids  there  may  exist,  exclusive  of  enantiomoi-phous  forms, 
11  position-isomeric  and  4  geometrically  isomeric  hydrophthalic 
acids;  7  of  these  isomerides,  namely,  1  dihydro-,  4  tetrahydro-,  and 
2  hexahydro-acids  have  already  been  prepared.  The  system  of  nomen¬ 
clature  employed  for  these  compounds  is  the  same  as  that  used  for 
the  hydrotereplithalic  acids  (Abstr.,  1889,  1176),  the  formula  of  the 


hexahydro-acid, 


c5  ,C<x 
a  2c<h> 
\C/  x 


numbered  as  shown,  being  the  one  to 


which  all  the  others  refer. 

The  only  dihydrophthalic  acid  yet  known  resembles  the  dihydro- 
terephthalic  acids  in  its  behaviour  with  reagents,  and  is  probably  the 
A2:4  acid,  but  until  the  other  isomerides  have  been  prepared  its 
constitution  must  remain  undecided. 

The  acid  described  below  as  A2  tetrahydroplithalic  acid  has  a  con¬ 
stitution  analogous  to  that  of  A1  tetrahydroterephthalic  acid,  which 
it  resembles  in  many  respects,  especially  in  being  stable  towards 
boiling  soda. 

The  constitution  of  the  acids  described  as  A1,  A4,  and  A3  tetra- 
hydrophthalic  acid  respectively  is  discussed  below;  it  may,  however, 
be  here  remarked  that  the  conversion  of  the  A1  into  the  A2  acid  by 
hot  potash  is  a  change  analogous  to  the  conversion  of  citraconic  into 
itaconic  acid  by  boiling  water,  as  may  be  seen  by  studying  the  consti¬ 
tutional  formulas  of  the  four  compounds.  A  comparison  of  their 
properties  and  behaviour  shows  the  relationship  between  the  A1  acid 
and  citraconic  acid  on  the  one  hand,  and  the  A2  acid  and  itaconic  acid 
on  the  other,  still  more  plainly,  and  affords  further  evidence  that  the 
double  binding  in  the  aromatic  acids  is  really  in  the  A1  and  A2  position 
respectively. 

On  comparing  the  properties  of  the  hexahydrophthalic  acids 
described  below  with  those  of  the  hexahydroterephthalic  acids,  it 
will  be  seen  that  in  both  cases  the  more  sparingly  soluble  and 
higher-melting  compound  is  stable  towards  hydrochloric  acid,  whereas 
the  more  readily  soluble  and  lower-melting  acid  undergoes  intra¬ 
molecular  change  into  the  other  form  when  treated  with  the  halogen 
acid;  this  is  also  true  in  the  case  of  hexahydro-  and  isohexahydro- 
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mel litie  acids.  The  more  readily  soluble  modification  of  hexahydro- 
terephthalic  acid  has  been  previously  compared  with  maleic  acid,  and 
the  more  sparingly  soluble  with  fumaric  acid,  but  no  proof  has  yet 
been  given  that  the  two  carboxy-groups  in  the  unstable  form  are 
really  situated  on  the  same  side  of  the  ring;  that  this  is  so  as  regards 
the  unstable  form  of  hexahydrophthalic  acid  can,  however,  be  shown, 
but  it  is  necessary  first  to  prove  that  the  two  carboxy-groups  arc  in 
the  ortho-position. 

The  proof  that  the  carboxy-groups  of  hexahydrophthalic  acid  arc 
in  the  ortho-position  is  afforded  by  the  fact  that  the  acid  is  obtained 
by  reducing  the  A1  tetrahydro-acid,  which  from  its  resemblance  to 
dimcthyhnalei'c  acid  (pyrocinchonic  acid)  and  methylmalcic  acid 
(citraconic  acid),  and  from  its  giving  adipic  acid  on  oxidation,  must 
contain  ortho-carboxyl -groups.  Further,  since  only  one  hexahydro¬ 
phthalic  acid  yields  an  anhydride  (hexahydroisophthalic  acid  and 
iiexahydrotcrephthalic  acid  do  not),  this  particular  one  must  contain 
the  two  carboxy-groups  in  the  ortho-position;  the  complete  analogy 
in  the  behaviour  of  hexahydrophthalic  acid  and  diruethy Isuccinic 
acid  also  shows  that  the  former  is  an  ortho-derivative. 

The  fact  that  the  carboxyl -groups  in  hexahydrophthalic  acid  are  in 
(he  ortho-position  is  a  new  proof  of  the  incorrectness  of  the  prism 
formula,  in  accordance  with  which  they  should  be  in  the  meta-  or 
para- position. 

Xow,  if  the  constitution  of  the  two  hexahydrophthalic  acids  is 
studied  with  the  aid  of  Kekule’s  atom-models,  it  will  be  seen  that  in 
one  case  the  two  carboxyl -groups  are  on  the  same  side  (maleinoid 
form),  in  the  other  on  different  sides  (fumaroid  form)  of  the  ring. 
Assuming  that  the  readily  soluble  unstable  acid  is  represented  by 
the  maleinoid  formula,  it  should  give  an  anhydride  more  readily  than 
the  isomeride ;  experiment  has  shown  that  this  is  the  case.  According 
to  Wislicenus’  hypothesis,  the  fumaroid  acid  should  not  form  an 
anhydride,  but,  as  it  does  so,  it  must  follow  that,  owing  to  greater 
“  spannung,”  this  anhydride  will  be  less  stable  than  that  of  the 
maleinoid  acid,  as  will  be  seen  by  studying  the  molecule- models  of 
the  two  compounds;  this  conclusion  is  also  in  accordance  will) 
observed  facts,  as,  on  heating,  the  fumaroid  is  converted  into  the 
maleinoid  form. 

These  arguments  show  that  the  more  sparingly’  soluble  liexahy’dro- 
phthalic  acid  is  the  fumaroid,  and  the  readily  soluble  acid  tlic 
maleinoid  modi fication. 

Tbe  explanation  of  the  difference  in  behaviour  between  fumaric 
acid  and  the  fumaroid  hexahydrophthalic  acid,  as  regards  anhydride 
formation,  is  given  by’  an  examination  of  tbe  molecule-models  of  the 
two  compounds. 

According  to  Van’t  II oil’s  theory’,  hexahy’drophthalic  acid  mnv 
exist  in  an  active  and  in  an  inactive  modification,  as  it  contains  two 
asymmetric  carbon-atoms;  a  consideration  of  the  constitutional 
formula!  of  the  two  acids  will  show  that  the  maleinoid  is  the  optically 
inactive  modification,  whilst  the  fumaroid  acid,  although  actually' 
inactive  is,  just  like  racemic  acid,  composed  of  two  active  modifications, 
which,  however,  have  not  yet  been  separated  from  one  another. 
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Diliydrophthalic  acid  cannot  be  obtained  by  the  method  previously 
described  by  Baeyer  (Abstr.,  1887,  370),  as  a  mixture  of  isomeric 
tetrahydro-acids  and  a  variable  quantity  of  a  hexahydro-acid  is 
formed  under  these  conditions.  On  reducing  pbthalic  acid  with 
sodium  amalgam  in  cold  sodium  carbonate  solution  exactly  as 
described  by  Graebe  and  Born  ( Annulm ,  142,  330),  a  mixture  of 
dihydro-  and  tetrahydro-acids  is  produced  ;  when  plithalic  acid  is 
suspended  in  water,  and  treated  with  sodium  amalgam,  it  is  very 
quickly  reduced,  but  plithalide  and  other  compounds  are  formed. 

Dihydrophthalic  acid ,  CgH;,04,  can,  however,  be  prepared  by  dis¬ 
solving  pbthalic  anhydride  (60  grams)  and  crystalline  sodium 
carbonate  (120  grams)  in  water  (420  grams)  at  the  ordinary  tempera¬ 
ture,  and  adding  3  percent,  sodium  amalgam  (250  grams)  ;  as  soon  as 
the  whole  of  the  amalgam  is  decomposed,  the  solution  is  saturated  with 
carbonic  anhydride,  and  a  further  quantity  (250  grams)  of  amalgam 
added,  the  process  being  repeated  until  1500  grams  have  been 
employed.  In  about  five  daj^s’  time  reduction  is  complete,  the 
reaction  being  at  an  end  when  the  lead  salt  of  the  acid  obtained  is 
readily  soluble  in  50  per  cent,  acetic  acid.  The  decanted  solution  is 
slightly  acidified  with  dilute  hydrochloric  acid,  filtered,  mixed  with 
excess  of  dilute  sulphuric  acid,  the  precipitated  acid  separated  by 
filtration,  and  recrystallised  from  hot  water;  the  yield  of  the  pure 
product  is  about  85  per  cent,  of  the  anhydride  employed.  It  sepa¬ 
rates  from  water  in  well-defined,  asymmetric  crystals,  melts  at  215° 
when  quickly  heated,  and  is  readily  soluble  (1  in  16)  in  boiling,  but 
only  sparingly  (1  in  208)  in  cold  water;  its  solution  in  sodium  carb¬ 
onate  quickly  decolorises  potassium  permanganate.  The  normal 
alkaline  salts  cannot  easily  be  obtained,  as,  when  a  neutral  solution  is 
evaporated  over  sulphuric  acid,  crystals  of  the  acid  salt  are  deposited  ; 
the  potassium  hydrogen  salt  and  the  sodium  hydrogen  salt  crystallise 
in  plates.  The  barium  salt  is  more  readily  soluble  in  hot  than  in 
cold  water;  the  barium  hydrogen  salt  crystallises  in  plates,  and  is 
more  sparingly  soluble  than  the  normal  salt.  The  calcium  salt 
crystallises  in  needles,  and  is  sparingly  soluble,  the  calcium  hydrogen 
salt  in  colourless  plates,  and  is  readily  soluble  in  water.  The  methyl 
salt,  C6H6(COOMe)2,  prepared  by  passing  hydrogen  chloride  into  a 
methyl  alcoholic  solution  of  the  acid,  boils  at  about  250°.  When  the 
acid  is  warmed  with  phosphoric  chloride,  it  is  converted  into  pbthalic 
anhydride.  It  will  be  seen  from  the  above  that  the  description  of 
this  dihydro-acid  and  its  salts  given  by  Graebe  and  Born  ( loc .  cit.)  is 
not  quite  accurate  in  some  respects. 

Dihydrophihalic  acid  dihydrob rumide,  CsHioBr2Ch,  is  obtained  when 
the  dihydro-acid  is  heated  at  100°  for  10  hours  with  an  aqueous  solu¬ 
tion  of  hydrogen  bromide  saturated  at  0°.  It  separates  from  dilute 
hydrobromic  acid  in  plates  melting  at  215°,  and  from  water  in  crystals 
melting  at  200°,  which  contain  1  mol.  ELO  ;  it  is  moderately  stable 
towards  potassium  permanganate,  and  is  converted  into  hexahydro- 
phthalic  acid  on  reduction  with  zinc  and  acetic  acid,  a  fact  which 
proves  that  the  two  bromine-atoms  are  not  in  the  ortho-position  to 
one  another. 

Dihydrophthalic  acid  dibromide ,  CbHVBr204,  is  formed  when  the 
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arid  is  exposed  to  the  vapour  of  bromine  in  the  dark,  and  the 
\  ellowish  product  washed  with  sulphurous  acid,  it  separates  from 
hot  dilute  alcohol  in  crystals,  melts  at  185°,  and  decomposes  on  pro¬ 
longed  heating  at  100° ;  it  is  oxidised  by  potassium  permanganate, 
but  not  so  quickly  as  dihydrophthalic  acid,  into  which  it  is  converted 
on  reduction  with  zinc-dust  and  acetic  acid.  The  methyl  salt,  pre¬ 
pared  by  brominating  methyl  dihydrophthalate,  crystallises  from 
methyl  alcohol  in  prisms,  and  melts  at  119°. 

All  attempts  to  convert  dihydrophthalic  acid  into  isomeric  com¬ 
pounds  were  unsuccessful  ;  it  is  very  stable,  and  is  only  slowly  acted 
on  by  alkalis  and  acids.  It  is  the  only  reduction-product  of  phthalic 
acid  which  does  not  give  an  anhydride  when  treated  with  acetic 
chloride;  it  dissolves  freely  in  warm  acetic  chloride,  and  on  evapo¬ 
rating  the  solution  there  remains  a  colourless,  gum-like  mass  which 
is  completely  soluble  in  sodium  carbonate  ;  when  heated  alone  it  is 
converted  into  phthalic  anhydride  and  benzoic  acid,  but  when  warmed 
with  phosphorus  oxychloride,  it  yields  an  anhydride  melting  at  about 
120°,  the  constitution  of  which  has  not  yet  been  determined. 

A2  Tetra h yd rop hthalic  acid  is  formed,  together  with  small  quantities 
of  the  A4  tctrahydro-ncid,  when  phthalic  anhydride  (5  grams)  and 
crystalline  sodium  carbonate  (10  grams)  are  dissolved  in  water 
(35  c.c.),  3  per  cent,  sodium  amalgam  added,  and  the  mixture  boiled 
until  the  amalgam  is  completely  decomposed  ;  the  solution  is  then 
slightly  acid i lied  with  hydrochloric  acid,  filtered  after  some  time, 
mixed  with  excess  of  dilute  sulphuric  acid,  the  precipitated  acid 
separated  by  filtration,  and  washed  with  the  least  possible  quantity 
of  water.  The  A2  tetra  hydro-acid  can  also  be  obtained  by  reducing 
the  dihydro-acid  described  above  iu  like  manner  (compare  Abstr., 
1SS7,  370),  but  a  larger  quantity  of  the  A4  tetrahydro-compound  is 
produced  than  in  the  reduction  of  phthalic  acid.  The  dry,  finely- 
divided  crude  product  is  treated  with  acetic  chloride  (34  parts),  the 
mixture  kept  for  1 — 2  days  at  the  ordinary  temperature,  and  the 
insoluble  A4  acid  separated  by  filtration;  the  solution  of  the  A* 
anhydride  is  evaporated,  moisture  being  excluded,  the  residue 
dissolved  in  ether,  and  the  solution  shaken  with  concentrated 
potassium  carbonate,  until  it  ceases  to  colour  the  alkali  yellow,  in 
order  to  free  it  from  traces  of  the  dihydro-acid  ;  the  filtered  ethereal 
solution  is  then  evaporated,  and  the  residue  recrystallised  from  water. 
The  A2  acid  thus  prepared  still  contains  small  quantities  of  a  more 
readily  soluble  acid,  from  which  it  can  be  separated  either  by  recrystal- 
lisation  from  water,  or  by  fractional  precipitation  from  its  alkaline 
solution,  the  pure  tetrahydro-acid  being  deposited  first  in  well-defined 
crystals.  It  melts  at  215°  when  quickly  heated,  and  is  sparingly 
soluble  (L  in  114  at  10°)  in  water;  it  combines  with  bromine  (vapour), 
yielding  a  saturated  bromide  melting  at  about  225°.  The  methyl  salt 
is  a  colourless  oil,  which  forms  with  bromine  a  crystalline  bromide 
melting  at  73 — 74°,  and  also  an  oily  compound. 

'  A2  Tetrahydrophthulic  acid  is  very  stable,  and  is  not  changed  by 
boiling  concentrated  alkalis;  on  oxidation  with  potassium  perman¬ 
ganate  in  sodium  carbonate  solution,  it  seems  to  yield  a  more  com¬ 
plex  acid,  which  is  then  decomposed  into  succinic  acid,  smaller 
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quantities  of  oxalic  acid,  and  an  acid  which  may  possibly  be  glntaric 
acid.  The  anhydride ,  prepared  as  described  above,  crystallises  front 
ether  in  prisms,  melts  at  78 — 79°,  and  is  reconverted  into  the  acid  by 
hot  water.  When  the  acid  is  heated  at  its  melting  point,  it  is  con¬ 
verted  into  the  anhydride,  but  at  the  same  time  the  anhydride  of'  the 
A1  tetra hydro-acid  is  formed. 

A1  Tetrahyd roph thalic  acid  is  most  conveniently  obtained  by  heating 
the  A2  tetrahydro-acid  (50  grams),  pre pared  as  described  above,  for 
about  half  an  hour  at  220 — 230°  in  a  small  retort,  until  water  ceases  to 
be  eliminated  ;  the  brown,  crystalline  powder  is  then  dissolved  in  hot 
water,  and  the  solution  evaporated  on  the  water-bath  in  a  tared  dish 
until  the  weight  of  the  residue  is  42  grams.  In  this  way  the  A1  tefra- 
hydro-acid  can  be  sepaiated  from  all  the  other  acids,  as  it  alone  is 
converted  into  its  anhydride  at  100°.  The  anhydride  is  then  dis¬ 
solved  in  etheiy  the  solution  shaken  with  concentrated  potassium 
carbonate,  filtered,  and  partial ly  evaporated  ;  the  crystalline  product 
which  is  deposited  on  cooling  is  extracted  with  cold  light  petroleum, 
the  extract  evaporated,  and  the  residual  anhydride  recrystallised  from 
ether.  It  forms  large  plates,  melts  at  74°,  and  is  insoluble  in  cold, 
but  soluble  in  hot,  water,  being  thereby  converted  into  the  acid  ;  it  is 
readily  volatile  at  100°,  a  property  which  can  be  made  use  of  to  test 
its  purity. 

A1  Tetrahydrophthalic  acid  is  very  readily  soluble  in  water,  from 
which  it  separates  slowly  in  large,  well-defined,  monosymmetric, 
efflorescent  crystals  containing  1  mol.  H^O  ;  the  damp,  crystalline 
substance  melts  at  a  temperature  below  100°,  being  converted  into 
the  anhydride,  but  the  dry  acid  melts  at  120°,  also  with  elimination 
of  water.  It  is  identical  with  the  fetrahydrophthalic  acid  (m.  p. 
i)G — 100°)  obtained  by  the  slow  distillation  of  hydromellitic  acid 
( Annalen ,  166,  344)  ;  when  hydromellitic  acid  is  heated  quickly,  in 
small  quantities  at  a  time,  it  gives  an  oily  anhydride,  which  is  pro¬ 
bably  identical  with  the  anhydride  of  A:1  tetrahydrophthalic  acid. 

The  anhydride  of  the  A1  tetrahydro-acid  resembles  symmetrical 
dimethylmaleio  anhydride,  not  only  in  appearance,  but  also  in  being 
eii-dly  formed  from  the  arid;  both  anhydrides  show,  moreover,  a  great 
similarity  in  their  behaviour  with  reagents,  and  both  aie  volatile  at 
100J.  Concentrated  hydrobromic  acid  at  100°  and  bromine  in  the 
cold  have  no  action  on  either  of  the  two  compounds,  although  the 
anhydride  of  the  A1  acid  is  acted  on  by  bromine  at  100°,  substitution, 
and  not  simple  addition,  takes  place.  The  acids  themselves  also  show 
a  similar  behaviour;  pyroeinchonic  acid  is  reduced  to  dimethyl- 
succinic  acid  by  sodium  amalgam  at  100°,  A1  tetrahydrophthalic  acid 
being  converted  into  the  hexahydro-acid  under  the  same  conditions. 
The  methyl  salts  of  both  acids  combine  very  readily  with  bromine. 
The  great  resemblance  between  these  two  acids  and  their  derivatives, 
and  the  great  stability  of  tartrophthalic  acid  (Annalen,  166,  35b),  are 
facts  which  show  that  the  A1  tetrahydro-acid  has  doubtless  the  con¬ 
stitution  assigned  to  it  above;  this  view  is  confirmed  by  its  behavionr 
on  oxidation.  A1  Tetrahydrophthalic  acid  in  sodium  carbonate  solu¬ 
tion  is  oxidised  to  adipic  acid  by  3  per  cent,  potassium  permanganate, 
but  it  is  much  more  slowly  acted  on  than  any  other  hydrophthalic  or 
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h y d rote rcph tli alic  acid,  because  it  does  not  contain  a  tertiary  hydro¬ 
gen-atom  ;  it  is  also  less  readily  oxidised  than  dimethylmaleic  acid, 
because  an  “internal  pressure”  (compare  Ber.,  23,  1281)  strengthens 
the  double  binding.  It  undergoes  intramolecular  change  under  the 
influence  of  potash  at  a  high  temperature,  being  converted  into  the 
A2  tetrahydro-acid,  but  it  is  not  changed  when  boiled  with  very  con¬ 
centrated  soda,  owing  to  the  insolubility  of  the  sodium  salt. 

Methyl  A1  tetrahydrophthalate ,  prepared  by  passing  hydrogen  chloride 
into  a  methyl  alcoholic  solution  of  the  A1  anhydride,  is  an  oil,  and 
combines  readily  with  bromine  in  ethereal  solution,  yielding  a  crystal¬ 
line  substance  which  consists  of  two  dibromides,  one  of  which  is  readily 
soluble  in  cold  light  petroleum,  and  crystallises  therefrom  in  plates 
melting  at  83 — 84°,  the  other  crystallising  from  a  mixture  of  ether 
and  light  petroleum  in  needles  melting  at  123 — 124°.  These  two 
compounds  are  doubtless  substitution-products  of  the  maleinoid  and 
fumaro'id  acids  ;  on  reduction  with  zinc-dust  and  acetic  acid,  they  both 
yield  methyl  A1  tetrahydrophthalate.  The  dibromide  of  the  acid  cannot 
be  formed  directly,  but  it  can  be  obtained  by  hydrolysing  the  di¬ 
bromide  of  the  methyl  salt  with  hydrobromic  acid  at  100°;  it  is  a 
crystalline  powder  sparingly  soluble  in  water,  and  on  reduction,  it  is 
converted  into  the  A1  tetrahydro-acid. 

A4  ci8trai,s  Tetrahydrophthalic  acid  is  best  prepared  by  treating  the 
crude  product,  obtained  by  the  reduction  of  the  dihydro-acid  with 
sodium  amalgam,  with  acetic  chloride,  as  described  in  the  purification 
of  the  A2  acid,  and  after  washing  the  residue  with  ether,  crystallising 
it  from  water,  in  which  it  is  very  sparingly  soluble.  It  crystal¬ 
lises  in  plates,  melts  at  21o— 218°,  and  resembles  the  fumaroid  hexa- 
hydrophthalic  acid  very  closely,  from  which  it  can  be  distinguished 
by  the  fact  that  it  decolorises  potassium  permanganate  momentarily; 
when  exposed  to  the  vapour  of  bromine,  it  gives  a  saturated  bromide. 
The  methyl  salt  melts  at  39 — 40°,  and  yields  a  dibromide  which  crys¬ 
tallises  from  methyl  alcohol  in  plates  melting  at  116 — 117°.  The 
anhydride  is  obtained  when  the  acid  is  boiled  for  a  long  time  with 
acetic  chloride  ;  it  crystallises  from  ether  in  needles  and  melts  at 
140°. 

The  very  complete  resemblance  in  physical  properties  between  the 
A1  tetrahydro-acid  and  its  anhydride  with  the  fumaro'id  hexahydro- 
acid  and  its  anhydride  renders  it  highly  probable  that  both  acids  con¬ 
tain  the  group  COOH’CITUHCOOIi,  from  which  it  follows  that  the 
tctrahydro-compound  must  be  either  a  A3  or  a  A4  derivative.  Hut 
since,  judging  from  the  behaviour  of  the  analogously  constituted 
A2  tetrahydroterephthalic  acid,  the  A3  tetrahydrophthalic  acid  should 
undergo  intramolecular  change  on  boiling  with  soda,  the  fact  that  the 
acid  described  as  A4  tetrahydrophthalic  acid  is  stable  under  these  con¬ 
ditions  is  evidence  that  it  has  the  constitution  assigned  to  it. 

A3  Tetrahydrophthalic  acid  is  deposited  in  needles  when  the  an¬ 
hydride  of  the  A1  acid  is  heated  for  2^  hours  at  210 — 220°,  the  oily  pro¬ 
duct  extracted  with  boiling  water,  and  tho  solution  concentrated  by 
evaporation.  It  melts  at  174°,  is  readily  soluble  in  water,  anti  is  dis¬ 
tinguished  from  all  other  hydrophthalic  acids  yet  prepared  by  its 
von.  i.vin.  4  r 
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instability  towards  soda;  when  boiled  therewith  for  a  short  time,  it  is 
converted  into  a  sparingly  soluble,  crystalline  acid  melting  at  208°, 
which  consists  of  a  mixture  of  the  A2  and  A4  tetrahydro- acids ;  these 
two  compounds  can  be  separated  by  treating  the  finely-divided  mix¬ 
ture  with  acetic  chloride.  As,  further,  the  A2  acid  on  heating  is 
partially  converted  into  the  A1  anhydride,  the  double  binding  can  be 
shifted  successively  from  the  A1  to  the  A3,  A2,  and  A1  position. 

The  author  explains  the  formation  of  A3  tetrahydroplithalie  acid 
from  the  A4  compound  by  assuming  that,  on  beating  the  fumai’o'id 
A4  anhydride,  it  is  not  only  converted  into  the  maleinoid  modification, 
but  that  the  double  binding  shifts  from  the  A4  to  the  A3  position; 
arguing  from  the  behaviour  of  fumaroid  hexahydrophthalic  acid,  the 
product  should  be  the  maleinoid  A4  acid,  but  the  fact  that  it  readily 
undergoes  intramolecular  change  when  treated  with  soda  renders  it 
improbable,  judging  by  previous  experience,  that  it  is  simply  the 
maleinoid  form  of  the  stable  fumaroid  acid,  so  that  it  has  most  prob- 
ablv  the  constitution  assigned  to  it. 

Fumaroid  hexahydrophthalic  acid ,  C8H,?04,  has  been  previously  pre¬ 
pared  (Ber.,  4,  276)  by  reducing  the  A1  tetra hydro-acid  obtained  by 
the  distillation  of  hydropyromellitic  acid.  It  can  also  be  obtained 
by  reducing  the  dihydrobromide  of  the  dihydro-acid,  but  it  is  best 
prepared  by  reducing  the  hydrobromide  of  crude  tetrahydroplithalie 
acid  with  sodium  amalgam  in  ice-cold  sodium  carbonate  solntion ;  the 
product  is  purified  by  treating  it  with  a  solution  of  potassium  per¬ 
manganate  at  the  ordinary  temperature  until  the  coloration  remains 
permanent  for  lo  minutes.  It  crystallises  from  water  in  plates  very 
like  the  crystals  of  hexahydroterephthalic  acid  in  appearance,  and  it 
separates  from  acetone  in  long,  monosymmetric  needles  ;  it  is  more 
sparingly  soluble  in  water  (1  in  464  at  20°)  than  any  of  the  other 
hydrophthalic  acids  yet  prepared.  It  begins  to  melt  at  215°  when 
quickly  heated,  and  is  completely  liquefied  at  221°.  Taking  the  melt¬ 
ing  point  to  be  215°,  the  following  four  acids,  namely,  fumaroid  hexa- 
hydro-,  A2  and  fumaroid  A4  tetrahydro-,  and  dihydro-phthalic  acid 
have  the  same  melting  point.  It  distils  unchanged  when  quickly 
heated,  but  on  prolonged  heating  at  a  temperature  above  its  melting 
point,  water  is  eliminated,  and  it  is  partially  converted  into  the  an¬ 
hydride  of  the  maleinoid  acid;  its  solution  in  hot  sodium  carbonate 
gradually  decolorises  potassium  permanganate,  but  no  action  takes 
place  in  the  cold.  The  calcium  salt  is  characterised  by  being  very 
sparingly  soluble.  The  methyl  salt,  C8H10O4i\Ie2,  melts  at  33",  and  is 
moderately  easily  soluble  in  light  petroleum.  The  anhydride ,  CnHi0Ch, 
prepared  by  warming  the  acid  with  acetic  chloride,  crystallises  from 
ether  in  long  needles  and  melts  at  140°.  When  the  acid  is  warmed 
with  bromine  (2  mols.)  and  phosphoric  chloride  for  six  hours,  it  is  con¬ 
verted  into  a  syrup  which,  on  reduction  with  zinc-dust  and  acetic 
acid,  yields  a  sparingly  soluble  acid  resembling  the  A2  tetrahydro-aeid, 
and  some  readily  soluble  products,  but  the  A1  tetrahydro-acid  is  not 
obtained.  The  anliydride  shows  a  like  behaviour. 

Maleinoid  hexahydrophthalic  acid  is  obtained  when  the  anhydride  of 
the  fumaroid  acid  is  heated  for  seven  to  eight  hours  at  210 — 220°, 
the  pr  >duct  dissolved  in  water,  the  solution  evaporated  to  dryness, 


ORGANIC  CHEMISTRY. 


1283 


and  tlio  residual  acid  treated  with  potassium  permanganate  in  alka¬ 
line  solution  until  a  permanent  coloration  is  produced.  Tt  crystallises 
from  water,  in  which  it  is  more  readily  soluble  than  the  isomeride,  in 
four-sided  prisms,  sinters  together  at  about  182°,  and  melts  at  192°. 
It  behaves  like  the  fumaro'id  acid  with  potassium  permanganate,  and 
when  heated  with  concentrated  hydrochloric  acid  at  180°,  it  is  recon¬ 
verted  into  the  fumaro'id  modification.  The  barium  salt  and  the  zinc 
salt  are  more  sparingly  soluble  in  hot  thau  in  cold  water.  The  an¬ 
hydride  is  formed  when  the  acid  is  heated  to  its  melting  point ;  it  boils 
at  145°  (18  mm.)  and  melts  at  32°. 

When  A1  tctrahydrophthalic  acid  is  reduced  with  sodinm  amalgam, 
a  mixture  (m.  p.  183°)  of  the  two  hexahydro-acids  is  obtained,  but 
the  two  compounds  cannot  easily  be  separated  by  recrystallisation 
from  water.  This  fact  explains  why  the  hexahydro-acid  obtained  by 
the  reduction  of  the  A1  tetrahydro-acid  with  sodinm  amalgam  is  quite 
different  in  appearance  from  that  obtained  by  reducing  the  same 
compound  with  hydriodic  acid  (compare  Anualen,  166,  350). 

F.  S.  K. 

The  Constitution  of  Benzene.  By  A.  Claus  (J.  pr.  Ghem.  [2], 
42,  260 — 267). — A  reply  to  Baeyer's  last  publication  on  the  same 
subject  (preceding  abstract),  and  chiefly  of  a  personal  uatnre. 

H.  G.  C. 

Symmetrical  Alkylisophthalic  Acids.  By  0.  Doebner  ( Ber 
23,  2377 — 2381). — The  formation  of  uvitic  acid  from  pyruvic  acid  is 
due  to  the  decomposition  of  part  of  the  pyruvic  acid  into  acetalde¬ 
hyde  and  carbonic  anhydride,  and  to  the  subsequent  condensation  of 
the  aldehyde  with  the  remaining  acid.  If  some  other  aldehyde  is 
emploj'ed,  corresponding  homolognes  of  uvitic  acid  are  obtained;  the 
reaction  probably  takes  place  in  two  stages : — 3COMe,COOH  -f 

R-CHO  =  RC<^.^^^^>C-CO-COOH  +  3HsO  +  IB;  by  the 

action  of  barium  hydroxide  on  this  hypothetical  intermediate  pro¬ 
duct,  oxalic  acid  is  eliminated,  and  the  symmetrical  acid 

C6H3R-(COOH), 

is  produced. 

Ethyl isophthalic  acid ,  C6H3Ft(COOH) ,,  is  prepared  by  boiling 
crystallised  barium  hydroxide  (120  grams)  with  pyruvic  aci.l 
(50  grams)  and  propaldehyde  (16  grams)  for  eight  hours  in  a 
reflux  apparatus  ;  the  product  is  Altered  whilst  hot,  and  (lie  residue 
boiled  out  several  times  with  water;  the  combined  Alt  rates  arc  then 
evaporated,  and  excess  of  hydrochloric  acid  added  ;  the  precipitate, 
when  treated  with  hot  water  and  crystallised  from  dilute  alcohol, 
forms  colourless  plates  which  melt  at  263 — 2G  4°,  and  at  higher 
temperatures  sublime  with  partial  decomposition.  It  is  readily 
soluble  in  alcohol,  ether,  benzene,  and  glacial  acetic  acid,  but  veiy 
sparingly  in  water,  and  is  insoluble  iu  light  petroleum.  The  salts  of 
the  alkali  metals  and  the  calcium ,  barium,  and  may  ties  in  m  silts 
readily  dissolve  in  water;  the  lea  I,  copper,  and  silrcr  sails  are 
less  solnble.  The  calcium  salt  yields  ethylbenzene  on  heating. 

Isuproptj lisophtha l ic  achl ,  Ccll;jF1^(COOll)3,  is  formed  from  iso- 
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butaldehyde  and  pyruvic  acid  in  a  manner  similar  to  the  ethyl-deriva¬ 
tive,  which  it  closely  resembles;  it  crystallises  from  dilute  alcohol  or 
acetic  acid  in  colourless  plates  melting  at  275 — 276°. 

Isobutijlisophthalic  acid ,  CiHg-CsH^COOH^,  is  obtained  from  iso- 
valeraldehyde ;  it  crystallises  in  colourless,  lustrous  plates  which  melt 
at  260°. 

P henylisop htha lie  acid ,  C6H3Ph(COOH)2,  is  prepared  from  benz- 
aldehvde  and  pyruvic  acid  ;  it  is  more  sparingly  soluble  than  the 
preceding  compound,  but  may  be  crystallised  from  glacial  acetic  acid  ; 
it  melts  above  310°.  The  barium  salt  dissolves  very  sparingly  in  hot 
water.  Diphenyl  is  obtained  on  heating  the  calcium  salt.  The  con¬ 
stitution  of  the  above  compounds  is  proved  by  the  fact  that  isobutvl- 
isophthalic  acid  yields  trimesic  acid  on  oxidation.  J.  B.  T. 

Derivatives  of  Phenyl  Salicylate  (Salol).  By  W.  Knebel 
(J.pr.  Ghem.  [2],  42,  158). — Phenyl  nitrosalicylate, 

NOa-C»H3(OH)*COOPh, 

is  obtained  when  nitric  acid  is  dropped  into  a  warm  solution  of  phenyl 
salicylate  in  glacial  acetic  acid  ;  it  forms  lustrous  needles  melting  at 
150°,  sparingly  soluble  in  alcohol,  more  freely  in  glacial  acetic  acid.  On 
hydrolysis,  it  yields  metanitrosalicylic  acid  (m.  p.  222°)  and  phenol; 
when  heated  with  strong  ammonia,  it  yields  nitrosalicylamide. 

Phenyl  d (nitrosalicylate  is  obtained  by  heating  the  glacial  acetic  acid 
solution  of  phenyl  salicylate  with  nitric  acid  (sp.  gr.  T52)  for  some 
time  on  the  water-bath  ;  it  crystallises  in  needles  which  melt  at  183° 
and  arc  soluble  in  glacial  acetic  acid. 

Phenyl  trinitrosalicylate,  obtained  when  phenyl  salicylate  is  added 
to  nitric  acid  of  sp.  gr.  T52,  crystallises  in  silvery  scales  melting  at 
100°  and  easily  soluble  in  alcohol.  A.  0.  B. 

Derivatives  of  Paratolylglycin.  By  C.  A.  Bischoff  and  A. 
Hausuokfer  ( Per .,  23,  1997 — 2002). — Paratolylglycin, 

C6H4Me-NH-CH2*COOH, 

is  readily  obtained  in  quantity  by  heating  chloracetic  acid  and  para- 
toluidine  with  sodium  acetate,  and  recrystallising  the  product  from 
hot  water.  In  an  attempt  to  convert  it  into  paraditolyl-ay-diketo- 
piperazine,  it  was  heated  first  at  110 — 120°  and  subsequently  at  200°, 
the  product  washed  with  ether,  recrystallised  from  alcohol,  and  boiled 
with  ammonia  to  remove  any  unaltered  glycin.  The  product  was, 
however,  found  to  be  paratolylglydnimide,  NH(CO,CH2-NH'C6H4’Me)2, 
melting  at  208 — 210°.  It  is  probable  that  the  anhydride  is  first 
formed,  and  that  this  is  converted  by  ammonia  into  the  imide.  The 
latter  is  very  stable,  not  being  decomposed  by  boiling  acids  and  alkalis. 
If,  however,  paratolylglycin  is  heated  at  230 — 250°  instead  of  the 
lower  temperature  mentioned  above,  it  is  converted  into  paraditolyl- 
oy-diketopiperazine,  which,  after  recrystallisation  from  acetic  acid, 
melts  at  254°.  By  the  action  of  acetic  anhydride,  paratolylglycin 
yields  a  compound  melting  at  219 — 222°,  the  composition  of  which 
has  not  yet  been  determined. 
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Varatohjlphenyl-a.y-diketopiperazine,  C,JI  4Me-N <C qq. q ]j  )>NPh,  is 

obtained  by  heating  bromacetylpbenylglycin  with  paratoluidine  and 
sodium  acetate.  It  forms  colourless  needles  melting  at  220 — 221°, 
and  insoluble  in  alkalis.  An  attempt  was  made  to  obtain  an 
isomeric  piperazine  by  the  action  of  aniline  on  ckloracetoparatoluklide, 
but  the  compound  formed  was  fonnd  to  be  chloroacetotoluidide , 
C6H4Me-NH*CO-CH2Cl,  which,  on  treatment  with  aniline  and 
sodium  acetate,  yields  phenyhjlycinparatoluidide, 

C«H4ile-NH-COCH,-NHPh, 

melting  at  165°. 

By  the  action  of  paratoluidine,  chloracetic  acid,  and  sodium  acetate, 
paratolyliniidodiacetic  acid ,  C6H4Me-iV (C  HyCOOH)2,  is  formed,  but 
decomposes  so  readily  that  it  could  not  be  obtained  pure.  On  treat¬ 
ment  with  toluidine,  it  yields  the  monotnluidide  melting  at  222°,  and  a 
substance  which  is  probably  the  impure  ditoluidi.de.  The  first  com¬ 
pound  may  also  be  obtained  from  paratolylglycintoluidide  and  chlor¬ 
acetic  acid.  H.  G.  C. 


Derivatives  of  Orthotolylglycin.  By  C.  A.  Bisciioff  and  A. 
Hausdorfer  (Ber.,  23,1991 — 1996). — Orthotolylglycin  is  converted  by 
the  method  previously  given  (Abstr.,  1889,  1011)  into  orthoditolyl-a.y- 

d  ike  top  iperaz  in  e,  C6  H  Ale-  A  <(  q  q  H4ile,  the  yield  obtained 

being  63'6  percent.  Abenius  and  Widman  were  unable  to  obtain  any 
piperazine  in  this  manner.  By  the  action  of  the  gases  evolved  from 
arsenious  oxide  and  nitric  acid  on  this  compound  dissolved  in  cooled 
sulphuric  acid,  a  substance  is  obtained,  mixed  with  other  bye-products, 
which  does  not  give  Liebennann’s  reaction,  and  appears  to  have  the 

constitution  NO/Ce^Me'N^^Q^^^N-CeHjMe'XCb.  It  is  purified 

by  extraction  with  boiling  chloroform  and  recrystallisation  from 
acetic  acid,  and  melts  at  253 — 251°.  If  the  sulphuric  acid  is  net 
cooled,  two  other  compounds  are  formed,  neither  of  which  givts 
Liebermann’s  reaction;  they  have  the  formulae  CtsHicNsOts  and 
Ci8H16N5Ob,  and  melt  at  262 — 265°  and  over  300°  respectively. 

Orthotolylimidodiaeetic  acid,  C6ll4Me*N(CH...-C0011)2,  is  prepared 
by  boiling  tolylglvcin  (1  mol.)  with  chloracetic  acid  (1  mol.),  sodium 
carbonate  (If  mols.),  and  a  little  water  in  a  rellux  apparatus.  It 
separates  from  a  mixture  of  alcohol  and  light  petroleum  iu  Instrons, 
white  crystals,  which  melt  at  158 — 1623  with  decomposition,  and  arc 
insoluble  in  water,  dilute  hydrochloric  acid,  alkalis,  and  light  petro¬ 
leum,  sparingly  soluble  in  ether,  more  readily  in  alcohol  and  chloro¬ 
form.  On  treatment  with  toluidine,  it.  yields  the  mono-  and  di-totnididr, 
the  first  of  which  forms  crystals  melting  at  146 — J43J,  whilst  the 
second  melts  at  149 — 150°.  The  monotolnidide,  unlike  the  corre¬ 
sponding  compound  in  the  phenyl-gronp,  does  not  yield  a  piperazine 
on  boiling  with  acetic  anhydride,  but  is  converted  into  diorthot ol ylcurb- 
amule,  UO(NH-U7H;)a. 
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Phenylorthotolyl-zy-diketopiperazine, 

was  obtained  by  Abenins  by  the  action  of  aniline  on  cliloracetyl- 
orthotolylglycin,  It  may  also  be  obtained  by  heating  orthotolnidine 
witli  cliloracetylplienylglycin  and  sodium  acetate.  H.  G.  C. 

Compounds  of  Glycuronic  Acid.  By  F.  Kulz  (Zeit.  Biol.,  27, 
247 — 258). — Phenylglycuronic  acid,  CgHuPhO,,  was  prepared  in  tlie 
following  way: — Animals  were  dosed  with  phenol,  and  the  urine, 
which  was  of  a  dark  tint,  collected  and  evaporated  on  the  water-bath 
to  a  thin  syrup.  A  mixture  of  1  litre  of  ether,  500  c.c.  of  90  per 
rent,  alcohol,  80  c.c.  of  sulphuric  acid  (concentrated  sulphuric  acid 
and  water  in  equal  parts)  was  repeatedly  shaken  with  this  until  no 
more  lasvorotatory  substance  passed  into  solution.  The  ether  and 
alcohol  were  distilled  off  from  the  extract,  the  residue  carefully 
neutralised  with  barium  hydroxide,  the  barium  sulphate  filtered 
off,  and  the  filtrate  precipitated  first  with  lead  acetate  and  then  with 
basic  acetate;  the  precipitate  prodneed  by  the  jatter  was  well  washed, 
suspended  in  water,  and  decomposed  with  hydrogen  sulphide,  the  lead 
sulphide  filtered  off,  and  the  excess  of  gas  driven  off  from  the  filtrate 
by  gentle  heat.  On  evaporation  of  this  solution  to  a  thin  syrup, 
it  deposited  crystals  of  phenylglycuronic  acid,  which  were  dis¬ 
solved  in  warm  water,  the  solution  decolorised  by  animal  charcoal, 
and  the  crystals  once  more  obtained  on  evaporation  were  purified  by 
repeated  recrystallisation.  The  crystals  were  long  needles,  resem¬ 
bling  asbestos,  burnt  without  residue,  sublimed  slowly  below  100°, 
were  charred  at  lO0°,  and  melted  approximately  at  148°.  Their 
solution  was  kuvorotatory  and  reduced  Fehling’s  solution.  Their 
barium  salt  could  not  be  prepared  in  a  crystalline  form,  but  the 
potassinm  and  sodium  salts  crystallised  from  an  aqueous  solution.  A 
3  per  cent,  aqueous  solution  of  the  acid  was  distilled  with  sulphuric 
acid  for  three  hours;  it  became  yellow;  the  distillate  contained 
phenol;  the  residue  still  reduced  Fehling’s  solution  powerfully,  and 
was  dextrorotatory  ;  barium  glycuronate  was  prepared  from  it  by  the 
method  of  Schmiedeberg  and  Meyer  ( Zeit .  physiol.  C'hem.,  3,  44‘2). 

The  preparation  of  the  following  compounds  of  glycuronic  acid  was, 
mufatis  mutandis ,  the  same  as  that  just  described. 

Q uinol/j lycuronic  acid  is  lmvorotatory,  and  non-crystalline.  Its 
barium,  potassinm,  and  sodium  salts  are  also  non-crystalline.  On 
distillation  with  sulphuric  acid,  quinol  was  found  in  the  distillate, 
and  glycuronic  acid  in  the  residue. 

Resorcinolglycvronic  acid  is  lcevorotatory,  crystalline,  and  reduces 
Fehling’s  solution  ;  its  barium  salt  was  also  obtained  in  a  crystalline 
form.  On  distillation  with  sulphuric  acid,  benzoic  acid  was  found  in 
the  distillate,  glycuronic  acid  in  the  residue. 

Thymolghjcuronic  acid  is  laevorotatory,  crystalline,  and  non-reducing. 
Its  barium  salt  was  crystallised.  On  distillation  with  sulphuric  acid, 
very  small  quantities  of  thymol  were  obtained  in  the  distillate. 
Thymol  appears  to  be  to  a  great  extent  decomposed  by  sulphuric  acid, 
yielding  an  oil  which  smells  like  thymol.  Glycuronic  acid,  as  in  the 
previous  cases,  was  found  in  the  residue. 
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Turppntinegly curonic  acid  has  been  noted  in  the  urine  of  patients 
by  previous  observers.  It  is  amorphous,  hevorotatory,  soluble  in 
water  and  in  alcohol,  soluble  with  difficulty  in  ether.  The  barium, 
potassium,  sodium,  and  silver  salts  are  amorphous.  The  acid  only 
reduces  Fehling’s  solution  after  prolonged  boiling.  On  distillation 
with  sulphuric  acid,  the  residue  contained  glycuronic  acid,  and  the 
distillate,  oil  of  turpentine.  W.  D.  H. 

So-called  Anilinetrisulphonic  Acid.  By  C.  L.  Jackson  and  G. 
T.  Hartshorn  {Her.,  23,  2143).— The  acid  previously  described  as 
anilinetrisulphonic  acid  (Abstr.,  18S8,  1093)  has  now  been  found  to 
be  anilinesulphonic  acid  (sulphanilic  acid).  F.  S.  K. 

Nitrocymenesulphonic  Acids.  By  G.  Err  era  ( Gazzetta ,  19, 
533 — 545).  —  Xitro-oL-cymenesnlphonic  acid ,  II S  0  v  C6  H  AI  elV  A  02 
[2:1:4:  6],  Cymene  from  camphor  (100  grams)  is  dissolved  in 
concentrated  sulphuric  acid  (3  vols.)  ;  on  cooling,  the  solution  sepa¬ 
rates  into  two  layers,  the  lower  of  which  is  rejected  ;  a  solution  of 
nitric  acid  (58  grams,  sp.  gr.  =  1*51)  in  an  equal  volume  of  concen¬ 
trated  sulphuric  acid  is  gradually  mixed  with  the  residue,  the  mass 
being  meanwhile  kept  cold;  it  is  then  heated,  diluted,  neutralised 
with  barium  carbonate,  and  concentrated.  Nodules  of  barium  nitro- 
a-cymenesulphonate  are  deposited,  and  when  recrystallised  form 
nodules  consisting  of  yellow  or  reddish  needles,  or  thin  plates  con¬ 
taining  1  mol.  H20,  and  only  slightly  soluble  in  cold  water.  The 
mother  liquor  eventually  settles  into  a  viscid  mass.  The  magnesium 
salt  forms  white,  crystalline  nodules  containing  5  mols.  H30  ;  the 
solutions  of  both  barium  and  magnesium  salts  are  coloured  red  by 
the  light. 

The  acid  is  prepared  from  the  barium  salt ;  it  is  a  heavy,  brown 
liquid  which  sets  into  a  crystalline  mass  when  kept  for  some  time 
over  sulphuric  acid  in  a  vacuum,  but  deliquesces  on  exposure  to  the 
air.  Both  the  acid  and  its  salts  deflagrate  when  heated  to  200°, 
leaving  a  mass  of  spongy  carbon;  this  occurs  even  in  presence  of 
water. 

Nitro-oc-cymenesulphunamidc ,  S  0>  N  H  r  Cc  H  gMe  P  r  •  N  O  >  [2:1:4:  G]. 
— The  barium  salt  of  the  preceding  acid  is  dehydrated  at  170°,  heated 
with  phosphoric  chloride,  and  the  viscid  product  thrown  into  water  ; 
the  chloride  of  the  acid  radicle  separates  in  the  form  of  a  heavy,  oily 
liquid  which  combines  energetically  at  the  ordinary  temperature  with 
a  saturated  solution  of  ammonia;  on  cooling  and  roerystallising  the 
product  from  dilute  alcohol,  the  amide  is  obtained  in  micaceous  scales 
melting  at  138 — 139°,  and  readily  soluble  in  alcohol  and  in  hot 
water. 

Amido-u-cymenesulphonic  acid,  HSOyCfillsHePrNIIj  +  H-0 

[2:1:4:  0],  is  prepared  by  reducing  nitro-a-cymenesulphonic  acid 
with  ammonium  sulphide.  It  crystallises  from  boiling  water  in  hard, 
brittle,  brilliant,  pale-yellow  prisms  containing  1  mol.  ll-O;  when  its 
solution  is  rapidly  cooled,  it  forms  tables  or  a  white  powder.  When 
heated  on  platinum-foil,  it  chars  and  decomposes  without  melting. 
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The  salts  which  this  acid  forms  with  the  alkalis  and  alkaline  earths 
are  all  extremely  soluble  in  water. 

Chloro-oL-cymenesnlphonic  acid,  HS03'C6H2MePrCl  ['2:1  :  4  :  6],  is 
prepared  by  a  modification  of  Sandmeyer’s  reaction  ;  the  powdered 
amido-acid  is  suspended  in  a  boiling  solution  of  cuprous  chloride  in 
hydrochloric  acid,  and  a  current  of  nitrous  acid  passed  in  until 
solution  is  complete.  The  barium  salt  forms  very  thin,  colourless 
plates  containing  3  mols.  H20.  Bromo-u-cymenesnljphonic  acid  is 
obtained  like  the  chlorinated  derivative.  The  barium  salt  contains 
only  1  mol.  H20.  On  heating  chlorocvmenesulphonic  acid  at  ISO0 
with  fuming  hydrochloric  acid,  and  distilling  the  product  in  a  current 
of  steam,  the  distillate  contains  drops  of  a  chlorocymene,  which,  on 
oxidation  with  nitric  acid  fsp.  gr.  =  P29),  yields  needles  of  meta- 
chloroparatolnic  acid,  C6H3MeCl*COOH  [1:6:  4],  melting  at 
106 — 197°.  The  chlorocymene  must,  therefore,  have  the  constitution 
[Me  :  Pr  :  Cl  =  1  :  4  :  6]  (Ahstr.,  1887,  37  ;  1889,  495)  ;  this,  in 
conjunction  with  the  circumstance  that  in  Sandmeyer’s  reaction, 
chlorine  takes  the  position  of  the  amidogen,  and  that  a-cymene- 
sulphonic  acid  forms  the  starting  point  of  the  above  compounds, 
establishes  the  constitutions  ascribed  to  them.  Amidocymenesulpho- 
nic  acid  is  thus  isomeric  with  Widman’s  cymidinesnlphonic  acid, 
HS03-C6H2MePr-]STH2  [2:1  :  4  :  5]  (Abstr.,  iSS6,  470),  from  which 
it  differs  in  only  slowly  giving  up  its  water  of  crystallisation  even  at 
120 — 130°,  whilst  the  latter  becomes  anhydrous  at  110 — 115°  ;  barium 
cymidinesulphonatc,  moreover,  crystallises  with  2-^  mols.  H20. 

It  was  mentioned  before  that  the  mother  liquor  from  the  barium 
nitro-a-cymenesulplionate  congeals  to  a  viscid  mass  ;  this  mass  con¬ 
tains  barium  salts  too  impure  to  crystallise.  By  treatment  with 
magnesium  sulphate,  yellow  prisms  of  a  magnesium  salt, 

[C6H2MePr(N02)-S03]2Mg  +  6H20, 

were  isolated.  Prom  this  a  barium  salt  containing  5  mols.  H20,  and 
crystallising  in  yellow  plates,  was  prepared.  These  substances  are 
salts  of  an  isomeric  nitrocymenesulplionic  acid  which  is  now  under 
investigation.  S.  B.  A.  A. 

Formation  of  Aeid  Chlorides  by  the  Action  of  Sulphonic 
Monochloride.  By  G.  Carrara  (Gazzetta,  19,  499— 504).— In  view 
of  the  discordant  observations  of  this  reaction  by  Knapp  (Zeit.  fur 
Ghem.,  1869,41),  Armstrong  (this  Journal,  1871,  173),  Beckurts  and 
Otto  (Abstr.,  1879,  229),  Spica  (Abstr..  1881,  602),  Paternoand  Canzo- 
neri  (Abstr.,  1S81, 593), and  by  the  author,  the  action  of  sulphonic  mono- 
cliloridc  on  chlorocymene  was  investigated.  Amounts  corresponding 
respectively  with  1  and  2  mols.  of  the  former  to  1  mol.  of  the  latter 
were  maintained  at  98 — 1003  until  the  evolution  of  hydrogen  chloride 
had  almost  ceased,  the  product  treated  with  excess  of  hot  water, 
washed,  and  dried  at  100°.  In  both  experiments,  the  product  consists 
of  c h  1  orocy m en es u  1  pli on i e  chloride,  CmH12ChS02Cl,  but  the  yield  from 
the  double  proportion  of  sulphonic  chloride  is  more  than  five  times  as 
great  as  that  from  the  single  quantity.  This  difference  is  attributed 
to  a  secondary  action  of  sulphonic  chloride  on  the  chlorocymene- 
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sulphonic  acid  first  formed.  To  confirm  this  view,  the  acid  was 
directly  treated  with  sulphonic  chloride,  and  a  yield  of  SO  per  cent, 
of  the  acid  chloride  obtained.  The  equation  C^H^Cl-SOo-OH  + 
SOuCl-OH  =  C|„HnCl,SO»Cl  +  H2S04  therefore  affords  a  more 
probable  representation  of  the  formation  of  the  acid  chlorides  than 
that  given  by  Beckurts  and  Otto  ( loc .  cit.).  The  author  confirms 
Paterno  and  Canzoneri’s  observation  that  bromocymenesulphonic 
chloride  is  not  affected  by  the  action  of  water,  but  is  converted  into 
the  sulphonic  acid  by  boiling  with  alcohol.  It  is  found,  however, 
that  if  the  solutions  of  acid  chloride  and  alcohol  are  only  heated 
together  for  li  hours,  and  allowed  to  evaporate  spontaneously,  a 
deposit  of  white,  pointed,  prismatic  crystals  of  an  ethyl  salt , 
CioH,jCl,S03Et,  forms  after  a  few  days.  The  crystals  melt  at  42 — 43°, 
and,  unlike  the  sulphonic  acid,  only  dissolve  very  partially  in  water 
after  prolonged  boiling,  a  portion  passing  over  with  the  steam  ;  they 
dissolve  in  ether  and  benzene,  and  volatilise  with  decomposition  at 
about  110 — 120°.  The  presence  of  this  intermediate  compound 
explains  the  conversion  of  the  acid  chloride  into  the  sulphonic  acid, 
which,  probably,  takes  place  in  two  stages  as  follows  : — 

(1.)  C10H12Cl-SO2Cl  +  EtOH  =  CI0H12Cl-SO3Et  +  HC1 
(2.)  C10H12Cl-SO3Et  +  HoO  =  CiuH12C1-S03H  +  EtOH. 

S.  B.  A.  A. 


Dibenzamide.  By  F.  Krafft  (Her.,  23,  2389 — 2393).— Dibenz- 
amide  is  prepared  by  treating  benzoic  chloride  (10  grams)  with 
benzonitrile  (30  grams)  and  aluminium  chloride  (16  grains)  for  some 
time  at  100°;  the  solid  product  is  treated  first  with  water,  then  with 
dilute  alcohol,  and  finally  with  dilute  sodium  hydroxide  solution  ;  the 
insoluble  residue  consists  of  kyapheniue.  Ou  adding  excess  of  hydro¬ 
chloric  acid  to  the  alkaline  filtrate,  a  precipitate  is  formed,  which  is 
purified  by  dissolving  in  warm  alcohol  and  adding  water ;  the  yield 
is  fairly  large.  Dibenzamide  crystallises  in  lustrous  needles  melting 
at  147 — 148°;  on  distillation,  even  under  reduced  pressure,  it  decom¬ 
poses  into  benzonitrile  and  benzoic  acid. 

Benzoic  acid  and  benznmide  are  produced  by  boiling  dibenzamide 
for  a  day  with  a  large  excess  of  water.  Dilute  acids  act  in  the  same 
way,  only  more  rapidly.  Dibenzamide  readily  dissolves  in  cold 
dilute  sodium  hydroxide  solution,  and  is  precipitated  unchanged  by 
the  immediate  addition  of  hydrochloric  acid  ;  but  if  the  alkaline  solu¬ 
tion  is  allowed  to  remain  for  some  time,  benznmide  and  sodium 


benzoate  are  formed  (compare  Bath  and  Senhofer,  Abstr.,  18/0,  41/). 

Sodium  dibenzamide  may  be  prepared  by  digesting  dibenzamide 
with  sodium  wire  in  anhydrous  ether  for  1 — 2  days.  »S 'tlcer  <lil>niz- 
aviide,  NAgBz2,  is  obtained  as  a  flocculent,  crystalline  precipitate  on 
adding  a  cold,  aqueous  solution  of  silver  nitrate  to  an  aunnoniaeal 
solution  of  dibenzamide  in  alcohol.  Ethyl  benzoate  and  benznmide 
are  formed  on  boiling:  dibenzamide  with  alcohol  for  some  time. 

°  .1.  B.  T. 


Benzenesulphoneorthamidobenzamide  and  its  Anhydride. 
By  E.  Fiuxke  (./.  pr.  Chem.  [2],  42,  271— 272).— Benzenesulphone- 
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orthamidobenzamide  is  readily  obtained  by  the  action  of  benzene- 
sul phonic  chloride  on  orthamidobenzamide,  and  crystallises  from 
benzene  or  hot  water  in  white  needles  melting  at  166°,  On  warming 
with  concentrated  hydrochloric  acid,  it  yields  a  hydrochloride , 
Ci3H12X2S03,HC],  crystallising  in  white  needles.  The  free  base 
readily  passes  into  the  anhydride,  which  crystallises  from  alcohol  in 
white\ieedles  melting  at  145 — 146°,  and  scarcely  soloble  in  hot  water. 
It  also  forms  salts  in  which  one  atom  of  hydrogen  is  displaced  by 
metal,  and,  on  warming  with  potash  and  methyl  iodide  in  alcoholic 
solution,  yields  the  compound  C^HsiMeXaSOo,  crystallising  in  needles 
which  melt  at  116°.  H.  G.  C. 


Diphenyl  acetylenediureine  and  some  of  its  Derivatives.  By 

A.  Angeli  ( Gazzettn ,  19,  563—5(1$). — Sehift  (Abstr.,  1877,  S85)  and 
Franchimont  and  Klobbie  (Abstr.,  18b!>,  125)  have  examined  the 
action  of  urea  and  nreides  on  the  diketones  and  dialdehydes  of  the 
fatty  acids;  the  author  has  now  extended  those  experiments  to  some 
members  of  the  aromatic  group. 

J) vphevy laeetylenedi u rdne,  C55H,,0.,X1,  is  prepared  by  heating  a 
mixture  of  benzile  with  3  times  its  weight  of  carbamide  at  220°  for 
about  15  minutes.  The  portion  of  the  product  insoluble  in  hot  alco¬ 
hol  is  crystallised  from  glacial  arctic  acid.  It  forms  a  white,  silky 
powder  which  does  not  melt  at  81u°.  When  heated  on  platinuum 
foil,  it  gives  oft'  white  fumes  and  melts  to  a  dark  mass.  It  is  in¬ 
soluble  in  water  and  in  benzene,  but  readilj'  soluble  in  boiling  glacial 
acetic  acid,  and  slightly  in  hot  alcohol.  It  dissolves  in  concentrated 
sulphuric  acid,  and  is  reprecipitated  unchanged  on  dilution.  It 
yields  no  salts,  and  is  insoluble  in  alkaline  liquids  ;  with  ammoniacal 
silver  nitrate,  a  black  precipitate  is  obtained  consisting  chiefly  of 
reduced  silver.  It  is  formed  by  the  condensation  of  2  mols.  of  carb¬ 


amide  with  1  of  beuzile,  and,  probably,  has  the  constitution 

_  XH-Ph(>XHv  ^  T  .  j,  ,  .  . 

CO<  f  >tU.  It  only  torrns  one  acetyl-aenvative. 

^XH-PhC’Xhr  J  J 


ChsH^XjCLA&j,  which  crystallises  in  spherical  tufts  of  pale-violet 
needles,  melting  with  decomposition  at  260  ;  it  is  insoluble  in  water, 
and  only  slightly  soluble  in  alcohol.  The  solutions  in  ethyl  acetate 
and  in  acetic  acid  are  colourless  by  transmitted  iiglit,  but  exhibit  a 
very  marked  violet  fluorescence  ;  the  hot  alcoholic  solution  is  decom¬ 
posed  by  potash,  with  separatiou  of  the  original  diureine. 

When  the  diureine  is  heated  with  sodium  acetate  and  acetic  an¬ 


hydride  for  eight  hours  at  240°,  a  substance  is  formed  ha viug  the  com¬ 
position  C15H12X2O.  The  solutions  of  this  compound  in  acetic  acid 
and  in  ethyl  acetate  likewise  exhibit  a  violet  fluorescence.  It  is  in¬ 
soluble  in  water  and  in  benzene.  It  is  probably  a  product  of  decom¬ 
position  of  the  acetjd-derivative,  and  is  either  identical  or  polymeric 

XH-CPh 

with  the  compound  CO<[,^  jd p^-  The  diacety  1-derivative  seems 


to  have  the  constitution  CO<( 


NH-CPlrSAc 

XH-CPlrXAc 


>co. 


S.  B.  A.  A. 
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Note. — The  term  “  ureine  ”  is  used  by  Frauchimont  aud  Ivlobbie 
to  denote  that  class  of  urcules  in  which  each  NH-group  is  attached 
to  a  hydrocarbon  residue  and  neither  lies  between  two  CO-groups  ; 
such  u  re  id  es  yield  diuitro-derivatives  (Abstr.,  1869,  125). 

Monophenylthiocarbamide  and  Imidothiocarbamates.  By 

A.  Bkktkam  (Inaugural  Dissertation,  Chem.  Centr .,  1890,  i,  939 — 941). 
— Methyl  hnidophenylthiocarbamate,  XHPh*C(NH)*SMe,  melting  at 
71  ,  is  prepared  by  the  action  of  methyl  iodide  on  monophenyl- 
thioc-arbninide,  as  hydriodide,  from  which  the  free  base  is  obtained 
by  the  action  of  sodium  carbonate  and  extraction  with  ether;  the 
hydroiodide  melts  at  147°.  It  forms  two  sulphates,  2C8H,0X2S,H2S01 
and  Cs,H„1X..S,H>S01,  both  melting  at  171°;  the  nitrate  melts  at  113°; 
the  acetate  at  115°;  the  picrate  at  175°;  the  platiuochloride  at  184°. 
For  the  determination  of  the  constitution  of  the  base  the  following 
reactions  were  made.  By  means  of  dry  distillation,  it  was  decomposed 
into  aniline,  methyl  mercaptan,  and  an  unknown  compound.  Heated 
with  carbon  bisulphide  at  140 — 150°,  auiliue,  hydrogen  thiocyanate, 
and  phenylthiocarbimide  were  obtained.  When  heated  with  dilute 
sulphuric  acid  at  160°,  the  base  yields  methyl  phenylthiocarbamate, 
X  H  Ph-CO’SMe,  melting  at  84 — S5°,  from  which  the  coustitutiou  of 
the  base  is  proved.  With  methyl  iodide,  the  base  forms  an  additive 
compouud  melting  at  1S4°  which,  with  sodium  carbonate,  yields  a  new 
base,  methyl  imidomethylphenylthiocarbamate,  XPhMc-(J(NH)-SMe. 
If  this  base  is  heated  with  dilute  sulphuric  acid  at  160°,  methyl 
methyl  phenylthiocarbamate,  XPhMe‘C0‘8-Me,  is  formed  melting  at 
54°,  which  proves  the  constitution  of  the  new  imido-base.  This  base 
is  an  oil,  aud  the  picrate  melts  at  139°.  With  carbon  bisulphide,  it 
forms  hydrogen  thiocyanate,  methyl  mercaptan,  phenylthiocarbimide 
aud  another  substance  melting  at  84^.  Methyl  iodide  reacts  with 
methyl  imidomethylphenylthiocarbamate  with  formation  of  an  addi¬ 
tive  compouud,  the  hydriodide  of  methyl  methylimulomethylphcnyl- 
thiocarbaraate,  from  which  the  free  base,  ArPhMe‘C(XMe)'SMe,  is 
obtained  by  the  action  of  sodium  carbonate.  This  base  is  an  oil,  the 
hydriodide  of  which  melts  at  184°,  the  picrate  at  126°,  and  the 
platiuochloride  at  174°.  Heated  with  carbon  bisulphide  at  1GU°,  the 
base  yields  phenylthiocarbimide,  aud  methyl  methylphmyldithiocarb- 
amate,  XPhMe-CS'SMe,  melting  at  88°.  With  sulphuric  acid,  methyl 
methylpheuylthiocarbamate  is  again  obtained. 

Methyl-symmetrical-diphenylthiocarbamide  and  methyl  iodide  com¬ 
bine  with  formation  of  the  hydriodide  of  methyl  phenylimidomethyl- 
phenylthiocarbamate,  from  which  the  free  base  may  be  obtained. 
With  carbon  bisulphide,  it  forms  methyl  methylphenyldithiocarb- 
amate. 

Ethyl  iodide  unites  with  monophenylthiocarbamide  yielding  the 
compounds  corresponding  with  those  which  it  forms  with  methyl 
iodide;  ethyl  imulophenylthiocarbamate,  NHPlrC(XH)'SEt,  is  an  oil; 
the  hydriodide  melts  at  103°,  and  the  picrate  at  190°.  Ethyl  iodide 
combines  with  it,  forming  ethyl  imidoct  hy  Iphcnylt  h  ioca  rbum  ate, 
XPhEt*C(NH)*SEt ;  the  picrate  melts  at  170°.  If  this  is  heated 
with  ethyl  iodide,  it  forms  ethyl  ethylimidoethylphenyUkiocarbamate, 
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XPhEt-C(NEt)-SEt,  an  oil  which  boils  at  273°  with  slight  decom¬ 
position;  the  picrate  melts  at  96°,  the  platiuochloride  at  135°. 

Ethylene  bromide  reacts  with  monophenylthiocarbamide  with 
formation  of  the  compound  ClfiH]gK)S,  which  is  probably  ethylene 
imidophenylthiocarbamate.  The  hydrobromide  melts  at  214°,  the 
free  base  at  139°,  the  hydrochloride  at  218°,  the  platinochloride  at 
150°,  and  the  picrate  at  190°.  If  the  base  is  heated  above  139°, 
ethylene  mercaptan  separates,  from  which  it  appears  that  the  base  is 
an  imidocarhainate.  If  heated  with  carbon  bisulphide,  hydrogen 
thiocvanate,  ethyl  mercaptan,  aniline,  and  an  unrecognisable  com¬ 
pound  are  produced. 

The  halogens  decompose  the  above  compounds,  oxidising  the  thio- 
alcohol  group  to  the  sulphonic-acid  group,  and  convert  the  remainder 
into  a  dihalogen-  and  then  into  a  trihalogen-carbamide,  the  latter 
yielding  a-trihalogeu  auiliue.  Methyl  imidophenylthiocarbamate  is 
converted  by  bromine  into  methylsulphonic  acid,  tribromaniline,  tri- 
bromophenylcarbamide,  and  dibromophenylcarbamide. 

J.  W.  L. 

Preparation  of  Aromatic  Sulphides  and  of  Thioxanthone. 

By  J.  H.  Ziegler  ( Ber 23,  24G9 — 2472). — By  the  action  of  diazo- 
eom pounds  on  sodium  phenyl  mercaptan,  corresponding  sulphides  are 
obtained.  The  reaction  is  best  carried  out  at  a  temperature  of 
GO — 70°,  in  order  toavoid  the  formation  of  explosive  diazo-derivatives. 
The  phenyl  sulphides  from  diazo-ortho-  and  para-toluene,  and  diazo- 
2-naphthalene,  are  viscid  liquids  boiling  at  290 — 310°.  Phenyl- 
1  -naphthyl  sulphide  crystallises  in  plates  melting  at  49°.  Para-acet - 
amiclodiphenyl  sulphide,  from  paradiazoacetanilide,  is  deposited  from 
water  in  xvhite  crystals  melting  at  144°.  The  free  base  is  obtained  by 
hydrolysis;  it  crystallises  from  alcohol  in  brownish  needles  melting 
at  97°.  Diphenylsidphideorthocarboxylic  acid  is  prepared  by  the 
action  of  alkalis  on  the  product  obtained  from  sodium  phenyl  mer¬ 
captan  and  diazohenzoic  acid  ;  it  is  deposited  from  benzene  in  white 
plates,  which  melt  at  1G5'5°.  On  treatment  with  concentrated  sul¬ 
phuric  acid,  the  compound  dissolves  with  a  very  characteristic  light- 
green  fluorescence,  and,  on  pouring  into  cold  water,  thioxanthone  is 
precipitated  ;  it  is  best  purified  by  sublimation.  It  crystallises  in 
almost  colourless  needles  melting  at  207°,  and  boiling  at  371 — 373° 
under  a  pressure  of  715  mm.  It  is  readily  soluble  in  benzene,  glacial 
acetic  acid,  and  carbon  bisulphide,  and  is  not  acted  on  by  hydroxyl- 
amine  or  phenylhydrazine.  J.  B.  T. 

Methyl -derivatives  of  Indole.  By  C.  Zatti  and  A.  Ferratixi 
(Tier.,  23,  2302 — 2307). — When  indole  or  a-inethylindole  is  heated 
with  methyl  iodide,  the  hydriodide  of  trimethyldibydroquinoliue  is 
formed,  and  not  of  dimethyldihydroquinoline  as  Fischer  and  Steche 
thought  (Abstr.,  138S,  298).  When  the  base  derived  from  this  is 
heated  -with  methyl  iodide,  the  same  trimethyldihydroquinoline 
hydriodide,  CI2H15X,HI,  melting  at  253°,  is  again  obtained.  At  the 
same  time,  however,  a  more  soluble  salt,  of  the  composition 
C14Hi9X,HI,  is  also  formed,  the  reaction  taking  place  according  to  the 
equation  20]2H15N  -+-  2  Ale  I  =  Ci2H!3Me2N,HI  -f  CnIIisNjHI.  Tri- 
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methyldihydroquinoline  is  heated  for  three  hours  at  100°  in  a 
sealed  tube,  with  excess  of  methyl  iodide ;  the  contents  of  the  tube, 
after  evaporation  of  the  methyl  iodide,  are  washed  with  ether  and 
separated  by  fractional  crystallisation  from  alcohol  into  trimethyldi- 
hydroquinoline  lrydriodide  and  the  penta-inethyl  compound,  which  is 
perhaps  the  methiodide  compound  of  tetramethyldihydroquinoline. 
This  is  a  pale-red,  crystalline  powder  melting  at  169°,  dissolving 
easily  in  water  and  alcohol,  bn t  not  in  ether  and  ethyl  acetate.  Potash 
liberates  the  base,  which  is  a  colourless  oil  soluble  in  ether,  and 
turning  red  in  the  air.  It  dissolves  easily  in  dilute  acids,  and  is  pre¬ 
cipitated  from  a  strong  hydrochloric  acid  solution  by  ferric  chloride. 
The  platinochloride  forms  pale-yellow  needles. 

The  trimethyldihydroquinoline  has  the  constitution  C<jH6Me3i^ 
[Me3  =  1'  :  3’  :  4',  A  =  3'  :  4  ]  ;  that  of  the  pentamethyl-derivative  is 
not  yet  determined.  C.  F.  B. 

Nitrosoindole.  By  C.  Zatti  and  A..  Ferratini  {Bpt..  23,  2299 — • 
2302). — To  a  cooled  solution  of  indole  (3  grams)  in  90  per  cent, 
acetic  acid  (100  grams),  a  concentrated  solution  of  sodium  nitrite 
(2  grams)  is  added,  and  the  liquid  poured  into  ice  and  water.  The 
red  precipitate  is  dried  over  sulphuric  acid  and  treated  with  ethyl 
acetate;  part  dissolves,  and  part  does  not.  The  insoluble  portion  is 
dissolved  in  acetone,  decolorised  with  animal  charcoal,  and  precipi¬ 
tated  with  light  petroleum.  By  this  means  brilliant,  small,  yellow 
crystals  (1*3  gram)  melting  with  decomposition  at  171 — 172°  are 
obtained.  These  are  insoluble  in  water,  ether,  light  petroleum,  and 
benzene,  but  easily  soluble  in  warm  acetoue.  In  acids  they  dissolve 
with  partial  decomposition,  and  give  reddish  solutions,  which  deposit 
reddish  precipitates  when  diluted  with  water.  With  strong  potash, 
they  give  a  red  solution,  which  deposits  a  red  precipitate  when  acidi¬ 
fied.  They  show  all  the  nitroso- reactions,  explode  gently  when  ignited, 
yield  Liebermann’s  colouring  matters  with  phenol  and  sulphuric 
acid,  and  again  form  indole  when  reduced.  All  the  reactions  agree 

ri  [_r_ 

with  the  formula  CH<W  ^  for  true  nitrosoindole,  but 

the  high  melting  point  leads  one  to  suspect  that  it  is  a  polymeride. 

That  part  of  the  original  precipitate  which  dissolves  in  ethyl 
acetate  is  identical  with  Xencki’s  nitroso-product,  obtained  by  treat¬ 
ing  a  saturated  aqueous  solution  of  indole  with  fuming  nitric  acid. 
It  appears,  however,  not  to  be  a  true  nitrosamine.  C.  F.  B. 

Synthesis  of  S-Indolecarboxylic  Acid.  By  C.  Zattt  and  A. 
Ferratini  (Ber.,  23,  2290 — 229S). — To  prepare  this  acid,  indole  (5 
grams)  is  heated  for  three  to  four  hours  at  230 — 250°,  and  finally  to 
300°  with  sodium  (1  gram)  in  a  small  retort  through  which  a  current 
of  carbonic  anhydride  is  passed.  Alcohol  is  then  added  to  remove  the 
excess  of  sodium,  the  excess  of  alcohol  evaporated,  and  the  residue 
distilled  with  steam,  so  as  to  drive  over  the  unaltered  indole;  the 
sodium  salt  of  /3-indolecarboxylic  acid  rtflnains  in  the  solution.  The 
acid  is  precipitated  on  acidifying  the  liquid,  dissolved  in  sodium 
carbonate,  again  liberated,  and  then  purified  by  dissolving  it  in  ethyl 
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acetate  and  precipitating  it  with  light  petroleum.  Its  properties 
agree  with  those  formerly  described,  except  that  when  pure  it  melts 
at  218°,  and  not  at  214°.  A  very  small  quantity  of  the  a-acid  is  also 
formed  in  this  reaction. 

/3-Indolecarboxylic  acid,  unlike  the  a-acid,  yields  no  imine-an- 
hydridc  when  heated  with  acetic  anhydride,  but  forms  a  mixed  an¬ 
hydride  of  /3-indolecarboxylic  and  acetic  acids,  C8HfiN*CO-(>COMc. 
It  will  be  remembered  that  an  analogy  to  this  exists  among  the 
pyrroline-derivatives ;  the  a-carboxylic  acids  of  this  series  yield  imine- 
anbydrides,  whilst  the  /3-acids  do  not.  C.  F.  B. 

Constitution  of  Apiole  and  its  Derivatives.  By  G.  Ciamtciax 
and  P.  Silber,  (Per.,  23,  2283 — 2295). — Apionileglyoxylic  ( Apione - 

l-etonic)  acid ,  COOH*CO-C6H(OMe)2<Q>CH2,  is  formed,  together 

with  apiolic  acid,  when  isoapiole  is  oxidised  with  alkaline  perman¬ 
ganate,  and  is  obtained  on  acidifying  the  solution,  filtering  it  from 
precipitated  apiolic  acid,  and  extracting  the  filtrate  with  ether. 
It  is  soluble  in  water,  ether,  acetic  acid,  and  boiling  benzene,  and 
crystallises  from  water  in  long,  yellowish  needles,  which  have  no 
definite  melting  point,  but  decompose  between  160°  and  172°.  It 
combines  with  phenylhydrazine  hydrochloride,  and  its  silver  salt 
forms  a  white,  crystalline  precipitate. 

When  isoapiole  is  dissolved  in  alcohol  and  reduced  with  sodium,  a 
dihydroapinle ,  Ci2H1604,  is  formed,  and  is  precipitated  when  the  solu¬ 
tion  is  diluted  with  water.  It  melts  at  35°,  and  boils  at  292°, 
dissolves  in  ether,  benzene,  light  petroleum  and  alcohol,  and  with 
strong  sulphuric  acid  gives  first  a  yellow  and  then  a  red  solution.  In 
addition  to  this  substance,  a  phenol-like  compound,  C6H2Pr(01\Ie)>‘0H, 
is  formed,  and  can  be  obtained  from  the  alkaline  filtrate  by  evapo¬ 
rating  the  alcohol  and  extracting  tbe  residue  with  ether.  It  forms 
a  rather  thick,  yellowish  liquid,  boiling  at  277 — 278°  under  atmo¬ 
spheric  pressure,  and  at  16S°  under  3G  mm.  It  is  soluble  in  aqueous 
alkalis,  but  not  in  solutions  of  alkaline  carbonates.  It  dissolves 
slightly  in  warm  water,  and  the  solution  gives  a  brown  precipitate 
with  ferric  chloride.  When  heated  with  methyl  iodide  and  potash, 
tbe  hydroxyl  is  converted  into  metlioxyl,  but  some  secondary  changes 
also  occur. 

By  the  action  of  bromine  on  isoapiole,  Ginsberg  obtained  a  tri- 
bromisoapiole ;  when  this  is  boiled  in  alcoholic  solution  with  zinc- 
dust,  monobrornisoapiole,  C]2H13Br04,  is  formed.  This  crystallises  from 
alcohol  in  needles,  melts  at  51°,  and  dissolves  in  alcohol  and  ether, 
but  not  in  water,  and  with  concentrated  sulphuric  acid  gives  a 
brown  solution.  Iaoapiole  dibromide ,  CH2iO2lC6H(OMe)2,03H6Br2, 
can  be  obtained  by  treating  a  cooled  ethereal  solution  of  isoapiole 
with  bromine  until  a  yellow  colour  appears.  It  crystallises  from 
light  petroleum  in  rhombic  plates  which  melt  at  75°,  and  are  decom¬ 
posed  when  boiled  with  water  or  alcohol,  hydrobromic  acid  being 
formed.  Alien  treated  with  zinc-dust  in  alcoholic  solution,  an  oily 
product,  apparently  different  from  isoapiole,  is  obtained.  Ginsberg’s 
tribromisoapiole  is  probably  the  dibromide  of  monobromisoapiole. 
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Apionol  must  have  the  formula  CcH2(OH)4  [(OH4)  =  1  :  2  :  3  :  4], 
because  it  is  atetrahydroxybenzene,  and  is  different  from  the  symmetri¬ 
cal  1:2:4:  5-tetrahydroxybenzene  of  Xietzki  and  Schmidt,  and  its 
tetramethyl-derivative  is  different  from  the  1:3:4;  5-tetrn.methoxy- 
benzene  described  by  Will.  In  confirmation  of  this,  the  authors  have 
shown  that  the  dinitroapione  obtained  by  nitrating  apione  has  the 
nitro-groups  in  the  ortho-positions,  for  the  diamido-compound  which 
it  yields  when  reduced  reacts  readily  with  ortho-diketones  forming 
azines.  Dinitroapione ,  C9H,N2Os,  obtained  by  pouring  an  acetic  acid 
solution  of  apione  into  cooled  nitric  acid  and  diluting  the  solution 
with  water,  crystallises  from  alcohol  in  brilliant,  yellow  needles 
melting  at  117 — 118°.  By  reducing  it  with  tin  and  hydrochloric 
acid,  adding  excess  of  potash,  and  extracting  with  ether,  lUamidoapione , 
C9H12jSt204,  was  obtained  ;  it  crystallises  from  ether  in  faintly 
yellowish  prisms  melting  at  119°,  and  dissolving  in  water  to  a 
yellow  solution;  this  reduces  gold  and  platinum  chlorides,  gives  a 
green  and  then  a  reddisli-brown  colour  with  ferric  chloride,  and 
itself  decomposes  with  deepening  of  colour  when  heated.  The 
hydrochloride  forms  colourless,  the  pic  rate ,  yellow  needles.  With 
acetic  anhydride,  it  yields  tetra cetyhhamidoapione,  C,,Ub04(XAc,).,, 
which  crystallises  from  alcohol  in  colourless  needles  melting  at  133°. 
When  treated  with  diacetyl  and  with  benzile,  azines  are  obtained 

» 

which  have  respectively  the  formulae  C9H904<\  iff  and 

X — C  .A  le 

_ CPh 

C9H604<^  J4p|  ,  and  the  melting  points  17G°and  222°.  They  both 

crystallise  in  yellow  needles,  and  the  latter  gives  a  deep  violet-rod 
coloration  with  strong  sulphuric  acid.  Dinitrotetramcthylapumul , 
C6(0Me)4(lNr02)2,  obtained  by  pouring  an  acetic  acid  solution  of tetra- 
methylapionol  into  cooled  nitric  acid,  and  diluting  with  water, 
crystallises  from  alcohol  in  yellow  crystals  melting  at  92r’,  soluble 
in  alcohol,  ether,  and  acetic  acid,  insoluble  in  water  and  alkalis. 

Apionol  having  the  formula  given  above,  apione  must  have  one  of 

the  two  formulas  C6H2((XMe).<ff q>CII2  =  [(OMe)2  :  (02CH2)  = 
1  :  2  :  3  :  4  ;  or  1  :  4  :  2  :  3]. 

Having  regard  to  the  above  formula  of  apionol,  and  to  flic  analogy 
between  apiole  and  safrole,  it  is  evident  that  apiole  must  have  one  of 

the  two  formula)  C6H(C3H5)(OMe)2<( y>CH2 

[C3H5  :  (OMe>,  :  (02CII2)  =  1  :  2  :  3  :  4  :  5  ;  or  1  :  2  :  5  :  3  :  tj. 

And,  as  in  the  reduction  of  isoafrolc  (this  voh,  p.  90b),  the  oxygen  in 
the  para-position  to  the  allyl-group  is  the  one  which  is  lost  ;  lieueo 
the  phenol-compound  obtained  by  reducing  isoapiole  has  one  ol  the 
two  formula)  C6H2(C3I  r7)((),\le)2-0  II '  [(’aI  l7  :  (0,Me);.  :  ()  1 1  = 
1  :  2  :  3  :  ■>  ;  or  1  :  2  :  5  :  3  ].  The  corresponding  trimet  boxy-com¬ 
pound  can  only  have  one  formula  [O3II7  :  (OMe);)  =  1  :  2:3:  |  ; 

it  is  not,  however,  identical  with  the  compound  obtained  by  reducing 
Will’s  asarone,  CtjII2(C3H5)(OMe)3,  probably  —  1  :  2  :  4  :  5. 
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The  C3H5-group  in  apiole  is  probably  allyl  ;  in  isoapiole,  propenyl  ; 
and  this  is  the  cause  of  the  isomerism  of  these  two  substances. 

C.  F.  B. 

Trimetliylphenylmethane.  By  If.  Sexkowski  (Be?-.,  23,  2412 — 
2420). — Trimethylphenylmethane  has  previously  been  obtained  ;  it  is 
best  prepared  by  treating  benzene  (3  parts)  with  isobutyl  chloride 
(1  part)  and  aluminium  chloride  (1  part)  for  two  days,  the  tempe¬ 
rature  never  being  allowed  to  exceed  4°.  The  product  is  poured  into 
a  mixture  of  ice  and  water  and  distilled  in  a  current  of  steam,  the 
distillate  is  washed,  fractionated,  and  the  portion  boiling  at  167 — 168° 
treated  with  bromine  in  direct  sunlight;  after  further  washing,  the 
product  is  finally  distilled  over  sodium.  The  pure  hydrocarbon 
boils  at  167 — 167'5°;  the  yield  is  70  per  cent,  of  the  theory.  Tri- 
methylplienylmethane  dissolves  in  excess  of  nitric  acid,  and  on  pouring 
the  product  into  water  and  fractionating  the  oil  which  separates,  two 
isomeric  nitro-compounds  arc  obtained  ;  they  are  probably  ortho-  and 
para-derivatives,  although  there  is  no  direct  proof.  Orthonitrophenyl - 
trimethylmethane,  CMej-CsHVXCh,  is  a  yellow,  viscid  liquid,  of  sp. 
gr.  T074  at  15° ;  it  boils  at  247'4 — 248'4°  under  a  pressure  of 
737'S  mm.,  and  is  miscible  with  ether,  alcohol,  or  benzene,  Orth- 
amidophemyltrimethylm ethane,  Gile3-C3H4-NH;,  is  obtained  by  the 
reduction  of  the  nitro-compound  with  tin  and  hydrochloric  acid  ;  it  is 
a  colourless,  oily,  strongly  refractive  liquid,  of  sp.  gr.  09769  at  15° ; 
it  boils  at  233 — 235°,  and  becomes  coloured  on  exposure  to  air.  The 
sulphate  is  sparingly  soluble  in  water,  from  which  it  crystallises  in 
plates.  The  hydrochloride  is  deposited  in  small  needles.  The 
nitrate  crystallises  in  needles,  and  dissolves  most  readily  in  water. 
The  platinochloride  is  obtained  as  an  insoluble,  yellow,  crystalline 
precipitate.  All  these  salts  remain  unchanged  on  exposure  to  air. 
The  acetyl-derivative,  CMe3-C6H4.NHAc,  crystallises  from  benzene  in 
radiating  groups  of  long  needles  melting  at  159°. 

Paranitrophenyltrimethylmefhane  crystallises  from  alcohol  in  yellow 
needles  melting  at  30°,  and  boiling  at  274  6 — 275°  under  a  pressure 
of  737‘S  mm.  Paramidopheny Ur im ethyl 'methane  resembles  the  ortho- 
compouud ;  it  boils  at  239'4 — 240'4°  under  a  pressure  of  739‘2  mm., 
and  has  a  sp.  gr.  of  0'9525  at  15°.  The  sulphate  crystallises  from  water 
in  long,  colourless,  lustrous  needles  ;  the  nitrate  is  readily  soluble  ;  the 
hydrochloride  and  platinochloride  crystallise  from  water  in  needles. 
The  acetyl-derivative  is  deposited  from  benzene  in  loug,  flat  needles 
melting  at  172°.  Both  the  ortho-  and  para-amines  give  a  yellow 
colour  with  ferric  chloride. 

Paratertianylmtylbenzenesulphonic  acid ,  CMe3*C6HVS03H,  is  pre¬ 
pared  by  treating  the  hydrocarbon  with  fuming  sulphuric  acid  at 
ordinary  temperatures ;  it  is  a  very  hygroscopic,  white,  crystalline 
powder,  melting  at  62 — 63°  ;  it  appears  to  be  the  only  snlphonation- 
product.  The  potassium  salt ,  CMe3,C6Hi,S03K  +  H20,  is  sparingly 
soluble  in  cold  water,  and  crystallises  in  plates.  The  calcium  salt, 
(CioH13,S03)oCa  +  4H20,  is  deposited  from  water  in  plates.  Para- 
tertiaryhutylphenol,  CMe3'C6H4-OH,  is  prepared  by  fusing  the  potassium 
snlphonate  with  potassium  hydroxide;  it  may  also  be  obtained  from 
the  amido-derivative  by  means  of  the  diazo-reaction.  It  is  a  white, 
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crystalline  powder,  melting1  at  98'D0,  and  boiling  at  238 — 239°  under 
a  pressure  of  737  mm.  ;  it  sublimes  at  about  100°,  and  forms  long 
needles,  readily  soluble  in  alcohol,  ether,  and  alkalis  ;  it  has  an 
odour  resembling  that  of  Russian  leather.  The  methoxy-derivatire, 
CTMe3'C6l  1  i'OMe,  is  obtained  by  the  action  of  methyl  iodide  on  the 
potassium  phenoxide:  it  isa  colourless  liquid  of  sp.  gr.  0  9439  at  15°, 
and  boils  at  22 L '4 — 222  4°  under  a  pressure  of  730'5  mm.  The  ethoxy- 
derivative,  CMeyCfiHj’OEt,  closely  resembles  the  preceding  compound  ; 
it  boils  at  233 — 233'6J  under  a  pressure  of  7o0'5  mm.,  and  has  a 
sp  gr.  of  09331  at  15°. 

Tertiary  dibui ylbencene,  C6H4(CMe3)2,  is  separated  from  the  higher* 
boiling  fractions  obtained  during  the  purification  of  tertiary  butyl-' 
benzene  ;  it  is  readily  soluble  in  alcohol,  and  is  deposited  in  long 
crystals  melting  at  70°,  and  boiling  at  235 — 235'5°  under  a  pressure 
of  736'5  mm. 

Tertiary  tributylbenzene,  C6H3(CMe3)3,  is  formed  together  with  the 
previous  compound  ;  it  crystallises  from  alcohol  in  scales  melting  at 
128°,  and  boiling  at  291 — -292°  under  a  pressure  of  736' 6  mm.  A 
liquid  hydrocarbon  boiling  about  227 — 230°  is  also  formed  in  small 
quantity.  J.  B.  T. 

Carbazoledisulphonic  Acid.  By  J.  Bechhold  (Ber.,  23,  2144 
— 2146). — Pure  carbazoledisulphonic  acid,  CI2H7N(S03H)>,  can  be 
prepared  in  the  following  manner: — Carbazole  is  warmed  for  a  short 
time  with  sulphuric  acid  of  sp.  gr.  1'84,  the  product  poured  into 
water,  the  solution  neutralised  with  barium  carbonate  and  evaporated. 
The  mixture  of  barium  mono-  and  di-sulphonate  obtained  in  this 
way  is  purified  by  repeatedly  dissolving  it  in  water  and  reprecipitating 
with  alcohol,  but  it  caunot  be  obtained  in  crystals  ;  on  decomposi¬ 
tion  with  sulphuric  acid,  it  yields  the  free  acids  in  the  form  of  a  gela¬ 
tinous  precipitate,  which  is  almost  insoluble  in  alcohol,  but  soluble 
in  water.  When  the  crude  acid  mixture  is  dissolved  in  water,  and  a 
3  per  cent,  solution  of  potassium  permanganate  gradually  added 
until  a  permanent  coloration  is  produced,  all  impurities  are 
destroyed,  and  the  filtered  solution,  on  evaporation,  yields  the  salt 
Cl2H7X(S03K)2  in  yellowish  crystals.  The  free  disulphonic  acid, 
prepared  by  decomposing  a  concentrated  solution  of  the  potassium 
salt  with  hydrofluosilicic  acid,  adding  a  little  alcohol,  and  evapo¬ 
rating  the  filtered  solution,  crystallises  in  colourless  needles,  and 
decomposes  at  a  high  temperature,  but  without  melting.  When  the 
potassium  salt  is  heated  with  concentrated  hydrochloric  acid  at  200°, 
it  yields  pure  carbazole.  F.  S.  K. 

Benzidine.  By  H.  Scitiff  and  A.  Vaxxi  ( Chem .  (lenfr.,  1890,  i, 
941 — 942;  from  A’ Orosi,  13,  1). — By  the  action  of  dicthylbouzidino 

(1  mol.)  and  phthalic  anhydride  (1  mol.),  phthalyldiethylbenzidinc , 
n a, v  pi,  n  tx 

C6Hi<  1 6  \  is  obtained.  It  forms  small,  yellow  crystals^ 

which  melt  at  250°  with  decomposition.  It  is  slightly  soluble  in  cold 
alcohol,  but  almost  insoluble  in  water,  ether,  and  chloroform,  or  in  cold 
acids,  or  caustic  alkalis.  If  allowed  to  remain  with  alcoholic  potash  for 
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some  time  at  ordinary  temperatures,  potassium  diethylbenzvUne- 
phthalate  is  formed,  from  which  the  free  acid  may  be  obtained  by  the 
action  of  hydrochloric  acid  ;  it  is,  however,  not  very  stable. 

Tetrethylbenzidine  (1  mol.)  and  phthalic  anhydride  (2  mols.)  com¬ 
bine  together  directly  to  form  tetrethiflbenzidinephthalic  acid, 
C3bH36N,06.  It  is  a  white  powder,  readily  soluble  in  alcohol  and 
chloroform,  insoluble  in  water,  ether,  and  light  petroleum.  If  the 
alcoholic  solution  is  boiled  for  a  short  time,  or  if  it  is  treated  with 
alkalis  in  the  cold,  decomposition  sets  in.  Hydroxylamine  and 
phenylhydrazine  do'not  react  with  it. 

Ethyl  chlorocarbonate  reacts  with  benzidine,  forming  benzidioe- 
diuretiiane,  COOEt-NH*C6H4-C6H4-NH-COOEt,  which  melts  at  230°.  It 
forms  colourless  needles,  insoluble  in  water,  sparingly  soluble  in 
ether  and  light  petroleum,  readily  in  boiling  alcohol.  Alcoholic 
ammonia  partially  converts  it  into  benzidinesemiurethane.  By  boil¬ 
ing  it  with  aniline,  it  is  converted  into  benzidine,  alcohol,  and 
diphenylcarbamide ;  by  boiling  it  with  pure  benzidine,  it  forms 
benzidine,  alcohol,  and  probably  a  polymeride  of  benzidinecarbanrde. 
These  reactions  do  not  take  place  in  alcoholic  solution. 

When  benzidine  (2  mols.)  and  ethyl  chlorocarbonate  (2  mols.) 
react,  benzidinediurethane,  benzidine  hydrochloride,  and  a  consider¬ 
able  quantity  of  benzidinesemiurethane  hydrochloride 

COOEt-NH*C6H4-C6H4*XH2,HCl, 

are  formed.  The  free  urethane  is  obtained  from  the  hydrochloride 
by  treatment  with  sodium  carbonate.  It  is  an  amorphous,  grey 
powder,  melting  at  90°,  readily  soluble  in  alcohol,  sparingly  in  boiling 
water.  The  acetate  dissolves  in  acetic  acid,  alcohol,  and  light 
petroleum,  but  is  almost  insoluble  in  wmter  and  ether.  With 
salicylaldehyde,  it  forms  the  compound 

COOEt-NH-C6H4-C6H4-N:CH-C6H4-OH, 

readily  soluble  in  light  petroleum,  sparingly  in  ether;  it  melts  at 
17U°.  It  is  insoluble  in  potassium  hydroxide  ;  it  gives  no  reaction 
with  ferric  chloride.  With  glyoxal,  it  forms  the  compound 

COOEt-NH-C13H8-NH-CH(OH)-CH(OH)-NH*CJ2H9-NH*COOEt. 

This  is  a  yellow  powder,  which  is  soluble  in  alcohol,  and  decomposes  on 
exposure  to  the  air.  The  following  condensation-products  are  obtained 
with  benzidine  and  aldehydes.  Salicy Ibenzidine,  C^HgjS’ofCvHyOH)^ 
crystallises  from  boiling  benzene  in  lustrous,  colourless  needles,  which 
melt  at  264°  ;  they  become  yellowish  when  exposed  to  the  air.  Meta- 
vitrobenzylidenebenzuline,  CisH^fCTHyNOj)?,  separates  from  boiling 
benzene  in  small,  orange-yellow  crystals,  sparingly  soluble  in  water, 
and  meliing  at  234°.  Cumylidenobenzidine,  C13H9N2(CioHi2).j,  forms 
lustrous  plates,  which  melt  at  2(18°.  Acetaldehyde  forms  a  compound 
which  may  be  considered  as  amidophevylenequinaldine , 

X — CMe 

NH3-C6H4-CsH3<cli:(;H  +  |H20. 

It  is  a  white  powder,  nearly  insoluble  in  the  usual  solvents,  sparingly 
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soluble  in  chloroform.  Isobutylenebenzidine,  C,2HBN2(C4TIS)2,  readily 
soluble  in  li<>ht  petroleum,  melts  at  230°  with  decomposition. 
( E  nan  thy  Udeuehenzi, line ,  C12H8N2(CiHu)2,  forms  small,  white  crystals 
melting  at  112 — 115°,  and  readily  soluble  in  light  petroleum. 

Tolidine  forms  analogous  compounds  with  aldehydes;  cumylidene - 
tolidine ,  C12UsMe2N2(Ci0H12)2,  crystallises  from  a  mixture  of  alcohol 
and  light  petroleum  in  needles;  it  melts  at  1,52°.  Cinnamylidene- 
tuhdine,  Ci2U6Ale2N2(CflHg),,  crystallises  from  light  petroleum;  it 
melts  at  213  —  214°.  Furotolidine ,  Cl2H6lMc2'S'2(C5H40)2,  crystallises 
from  light  petroleum  in  lustrous,  gold  plates  ;  it  melts  at  192°.  The 
author  finds  that  benzidine  is  sparingly  soluble  in  boiliug  water, 
1  part  dissolving  in  106*5  parts.  J.  W.  L. 

Isomerism  in  the  Stilbene-group.  By  P.  Walden  and  A. 
Kernbaum  ( Ber .,  23,  1958  — 1961). — It  has  been  shown  by  Bisehoff 
(Abstr.,  18SS,  1094)  that  orthonitrostilbene  forms  two  isomerides, 
corresponding  with  fumaric  and  maleic  acids.  The  authors  find  that 
paranitrostilbcnc,  obtained  by  the  action  of  alcoholic  potash  on  para- 
nitrobenzyl  chloride,  also  forms  two  geometrical  isomerides.  The 
one  crystallises  in  pale-yellow  needles  which  melt  at  280 — 285°,  and 
are  readily  soluble  in  hot  acetic  acid,  aniline,  acetone,  and  ethylene 
bromide,  sparingly  in  alcohol,  ether,  chloroform,  and  benzene.  The 
second  isomeride  crystallises  in  reddish-yellow  needles  melting  at 
210 — 216°,  and  is  less  soluble  than  the  first  compound  in  ether  and 
alcohol,  but  dissolves  more  readily  in  acetone,  benzene,  and  chloro¬ 
form.  II.  G.  C. 

Contributions  to  the  Theory  of  Six-membered  “  Rings.”  By 

E.  Bamberger  ( Anvalen ,  257,  1 — 55). — The  investigations  of  the 
author  and  his  pupils  on  the  reduction  of  the  amines  and  phenols  of 
naphthalene  in  boiling  amyl  alcohol  solution  by  means  of  sodium 
(Abstr.,  1888,  159,  599,  712*  959  ;  1889,  715,  71 7,  737,  782,  888,  691, 
892,  1000,  1198;  this  vol.,  pp.  506,  508,  627,  631)  show  that  in  every 
case  four  atoms  of  hydrogen  are  taken  np  asymmetrically,  that  is,  are 
added  on  to  one  of  the  rings  and  not  distributed  between  the  two. 
The  effect  of  reduction  on  the  properties  of  the  substance  depends 
entirely  on  the  distribution  of  the  added  hydrogen-atoms  :  “nticyclie  ’ 
derivatives,  which  contain  both  the  substituent  and  t  he  added  hydro¬ 
gen-atoms  in  the  same  nucleus,  react  like  fatty  aminos  or  alcohols, 
whilst  “  aromatic  ”  derivatives,  which  contain  the  substituent  in  one 
and  the  added  hydrogen  atoms  in  the  second  nucleus,  exhibit  the 
aromatic  characters  of  the  parent  substances,  hut  in  a  more  marked 
degree,  the  properties  of  ar.-tetrahydro-a-naplithylumine,  for  example, 
approximating  more  to  those  of  aniline  than  to  those  of  a-naphthyl- 
amine. 

Dealing  with  “  aromatic  ”  tetrahydro-componnds,  the  author  cites 
the  following  evidence  to  prove  that  the  peculiar  properties  which 
distinguish  derivatives  of  naphthalene  from  those  of  benzene  disappear 
on  hydrogenation.  An  aqueous  solution  of  1  : 4-naplithyIenodiii'.ninc 
sulphate  to  which  sodium  acetate  and  aniline  hydrochloride  have  been 
added,  becomes  reddish-brown  on  treatment  with  potassium  dieliromate, 
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and  gives  a  dirty  brown,  flocculent  precipitate.  ar.-Tetrahydro-l  :  4- 
naphthylenediamine,  when  oxidised  under  similar  conditions,  behaves 
like  paraphenylcncdiamine  in  forming  an  indamine  and  a  saffranine. 
Tetrcihydronaphtb’ndamine  is  precipitated  in  glistening,  bronze- 
green  crystals  on  the  addition  of  salt  to  its  green  aqueous  solution, 
and  exhibits  all  the  characters  of  an  indamine  ;  when  boiled  with  dilute 
acid,  it  decomposes  intotetrahydio-2-nnphthaqninoue,  which  is  volatile 
with  steam,  and  is  readily  recognised  by  its  pungent  odour.  Again, 
an  acidified  solution  of  1  :  4-naphthylenediamine  containing  hydrogen 
sulphide,  when  treated  with  feme  chloride,  gives  a  dull,  dark-brown, 
flocculent  precipitate,  the  liquid  becoming  yellowish-brown.  ar.- 
Tetrahydro-l  :  4-naphthylenediamine,  on  the  contrary,  behaves  like 
paraphenylenediamine  under  these  conditions,  and  is  converted  into  a 
thioninc.  Tetrcihydronaphthathionine  crystallises  in  lustrous,  slender, 
dark-violet  needles  showing  a  metallic  lustre,  and  readily  dyes  silk 
and  wool  producing  a  dark-violet  shade.  Further,  the  dichlorodi- 
imidesof  1  : 4-naphthylenediamine  and  paraphenylcncdiamine  differ  in 
the  colours  they  give  with  aromatic  bases,  and  comparison  shows  that 
the  colours  obtained  with  tetrahydro-1 :  4-naphthylenedichlorodiimide 
under  similar  conditions  resemble  those  from  the  latter  rather  than 
those  from  the  former.  ar.-Tetrahydro-l  :  4-naphthylenedichlorodnmide, 
CioHmChTCOa,  crystallises  from  ether  in  long,  silky,  yellowish-white 
needles,  melts  at  GS°,  is  sparingly  soluble  in  water,  bat  readily  in  the 
usual  organic  solvents,  and  gives  a  violet  colour  when  warmed  with 
an  alcoholic  aniline  solution  and  hydrochloric  acid,  and  an  ernerald- 
grecn  with  dimethylaniline. 

As  evidence  that  naphthalene  compounds  on  conversion  into  “aroma¬ 
tic  ”  tetrabydro-derivatives  lose  their  specific  naphthalene  characters, 
the  author  adduces  the  following  examples  amongst  others.  The  naph- 
thols  yield  alky] -derivatives  when  heated  at  150°  with  alcohol  and 
hydrochloric  acid  (Liebermann  and  Hagen,  Abstr.,  1S82, 1212),  but  the 
“  aromatic  ”  tetrahydronaphthols,  like  phenol  and  most  of  its  homo- 
lognes,  are  not  acted  on  under  similar  conditions.  The  naphthols  can 
readily  be  converted  into  naphthyl  sulphates  (Hietzki,  Abstr.,  18S2, 
736),  but  the  “aromatic”  tetrahydronaphthols  resemble  phenol  in 
not  forming  sulphates,  a-  and  /3-Naphthaquinone  react  with  phenyl- 
hydrazine  forming  hydrazones  (Ziucke,  Ber.,  18,  78(3,  footnote),  but 
ar.-tetrahydro-a-naphthaqninone,  under  like  conditions,  is  reduced  to 
ar.-tetrahydro-a-naphthaquinol,  the  resemblance  to  ordinary  quinone 
being  further  marked  by  the  close  similarity  in  crystalline  character’, 
volatility,  colour,  odour,  &c. 

The  alteration  in  properties  involved  in  the  reduction  of  naphthalene- 
derivatives  to  “  aromatic  ”  tetrahydro- bases  is  strikingly  shown  by 
the  marked  resemblance  in  properties  of  ar.-tetrahydro-a-naphthyl- 
amine  to  1:2:  3-orthoxylidine,  and  of  ar.-tetrahydro-a-naphthol  to 
1:2:  3-orthoxyleuol. 

With  reference  to  “alicyclie”  reduction,  it  is  already  known  that 
“  alicyclic  ”  tetraliydro-derivativcs  have  all  the  characters  of  fatty 
amines  or  alcohols;  the  author,  in  this  connection,  points  out  that  the 
properties  of  ac.-tetrahydro-/J-naphthylamine  and  ac. -tetrahydro- /3- 
liaphthol  are  identical  with  those  which  /3-amido-  or  /1-hydroxy- 
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orthodiethylbenzene  would  bo  expected  to  have,  and  further  shows  that 
ao.-tetrahydro-/J-naphthylaininc  closely  resembles  the  known  phenvl- 
ethylaminc  in  properties,  the  similarity  being  especially  marked  in 
the  case  of  the  nitrites  of  the  two  compounds,  which  can  be  crystal¬ 
lised  from  boiling  water,  and  when  decomposed  arc  converted, 
with  elimination  of  ammonia,  into  unsaturated  hydrocarbons,  the 
former  yielding  dihvdronaphthulene  (Bamberger  and  Miiller,  Abstr., 
1S8S,  712),  the  latter  cinnamene  (Fileti  and  Pieeini,  Abstr.,  1879, 
922). 

The  consideration  of  these  points  leads  to  the  deduction  of  the 
following  laws  : — 

I.  In  naphthalene,  and  those  of  its  derivatives  in  which  each  of  the 
eight  carbon  atoms  is  united  with  a  monad  radicle,  two  carbon  sys¬ 
tems  are  present,  neither  of  which  exists  as  a  benzene-ring,  but 
is  converted  into  one  when  the  second  takes  up  four  atoms  of 
hydrogen. 

II.  The  effect  of  the  addition  of  four  atoms  of  hydrogen  to  either 
of  the  two  carbon  systems  of  naphthalene  and  its  derivatives  is 
to  cause  that  system  to  assume  the  properties  of  an  open  (fatty) 
chain. 

III.  Tetrahydrogenation  in  the  naphthalene  series  results  in  the 
product  reacting  as  if  it  were  a  benzene-derivaiive  with  a  fatty  side- 
chain.  The  hydrogenated  system  assumes  the  fatty,  and  the  non- 
hydrogenated  the  benzene  functions. 

Graphically,  the  reduction  of  a-naphthylamine  can  be  represented 
as  follows,  the  chain  with  arrow-beads  indicating  a  ring  with  tatty 
functions  : — 


In  connection  with  the  first  law,  the  author  discusses  the  various 
formulas  hitherto  proposed  for  naphthalene,  and  discards  them  as 
inadequate,  since  they  all  fail  to  give  expression  to  the  view  that  a 
ring  system  which  is  similar  to  benzene  becomes  identical  with  it  by 
reduction. 

As  an  investigation  of  napbtbalenc-derivativcs  with  the  object  of 
accumulating  experimental  evidence  of  the  change  in  the  character  of 
.the  rings  could  hardly  lead  to  any  satisfactory  result,  the  author  has 
employed  a  compound  with  dissimilar  rings,  choosing  quinoline  lor 
this  purpose — the  assumption  being  made  that  the  atomic  arrange¬ 
ment  and  distribution  of  valency  corresponds  exactly  in  quinoline 
and  naphthalene. 

On  reduction,  quinoline  exhibits  the  properties  of  an  alkylated 
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aniline,  the  pyridine  ring  which  takes  np  the  four  hydrogen-atoms 
assuming  the  character  of  a  side-chain  : — 


CII3 
CJI2 

N  Nil 

Quinoline.  Tetralijdroquinoline. 

As  evidence  nf  this  change  in  properties,  the  author  quotes  the 
resemblance  of  kairoline  (l'-metliyltetrahydroquinoline)  to  dimethyl- 
aniline  (Feer  and  Koenigs,  Ber.,  18,  2389),  the  intramolecular  change 
of  the  nitrosamine  of  tetrahydroquinoline  into  3-nitrosotetrahydro- 
quinoline  (Ziegler,  Abstr.,  1888,  609),  and  the  fact  that  tetrahydro¬ 
quinoline,  unlike  quinoline  but  like  dimethylauiline,  forms  a  conden¬ 
sation  compound  with  benzaldeliyde  analogous  to  leuco-malachitc- 
gieen  (Einhorn,  Ber.,  19,  1243).  Further,  the  action  of  diazcbenzene- 
snlphonic  acid  on  tetrah vdroquinoline  forms  sulphophevylaaotetra - 
hydroqwHoline,  Ci5H,5N:,803,  which  crystallises  in  dark  steel-blue 
needles  with  a  metallic  lu  tre,  dis-olves  in  aqueous  soda  with  a  dai  k- 
red  colour,  and,  on  reduction  with  stannous  chloride,  is  converted 
into  Ziegler’s  3-amidotetrahvdroqninoline  (loc.  eit.).  Tetrahydroiso- 
quinoline,as  anticipated,  does  not  form  azo-dyes  under  these  conditions, 
and  closely  resembles  benzylamine  in  its  properties. 

Substituted  quinolines  behave  as  quinoline  does  on  reduction. 
Ziegler’s  3-amidotetrahydroquinoline,  unlike  3-amidoqninoline,  ex¬ 
hibits  the  characters  of  a  true  plienylenediamine  ;  thus,  it  gives  the 
indamine  and  saffraniue  reactions  when  oxidised  in  the  presence  of 
aniline  hydrochloride,  fotms  dyes  of  the  character  of  tolylene-blue 
and  tolylene-red  when  treated  with  metapheuvlenediamine  and  potas¬ 
sium  dichromate,  of  the  character  of  indoanilines  with  phenols  and 
potassium  dichromate,  and  of  metliylene-blue  with  hydrogen  sulphide 
and  ferric  chloride.  2-  and  4-hydroxyquinoline  do  not  give  dyes  when 
heated  with  phthalic  anhydride  and  zinc  chloride,  but  their  tetra- 
liydro-derivatives,  like  metamidophenol,  arc  converted  under  these 
conditions  into  rhodamines ,  which  closely  resemble  ordinary  rliod- 
amine  in  properties,  except  that  they  produce  less  blue  shades  on 
silk  and  wool.  It  is  further  pointed  out  that  the  conversion  of  the 
methiodide  of  1-hydroxykairoline  (1-hydroxytetrahydro-l '-methyl- 
quinoline)  into  1-methoxykairoline  by  treatment  with  caustic  alkali 
(Fischer  and  Kolin,  Ber.,  19,  1049;  Kohn,  Trans.,  1886,  501) 
corresponds  with  the  conversion  of  the  methiodide  of  dimethyl- 
orthamidophenol  into  methoxydimethylorthamidobenzene  under 
similar  conditions  (Griess,  Abstr.,  1S80,  637),  since  the  “ring”  con¬ 
taining  the  nitrogen-atom  has  only  the  configuration,  and  not  the 
essential  properties  of  a  (pyridine)  ring. 

Xaphthaquinolines,  generally,  do  not  react  with  diazo-eompounds. 
Of  the  hydrogenated  bases  examined,  py.-tetrahydro-a-  naphtha- 
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reacts  as  an  alkylated  benzylamine,  and  does  not  give  azo-dyes  but 
diazoamido -derivatives  by  the  action  of  diazo- compounds. 

Returning  to  the  discussion  of  naphthalene  formulae,  it  is  pointed 
out  that  the  Claus  formula  is  based  on  the  supposed  asymmetry  of  the 
naphthalene  molecule  ( Ber .,  9,  590,  160G  ;  10. 1303).  No  valid  evidence 
of  this  asymmetry  has  been  adduced,  aud  as  a  further  argument  for  the 
symmetry  of  the  molecule,  the  author  shows  that  2  :  2’-dihydroxynaph- 
thalene,  like  /3-naphthol,  is  readily  etherified  by  digestion  with  alcohol 
and  sulphuric  acid  on  a  water-bath.  Prom  a  consideration  of  the 
three  laws  already  quoted  ( v .  supra)  and  the  symmetry  of  the  mole¬ 
cule,  the  author  is  led  to  extend  Armstrong’s  and  v.  Raeyer’s  concep¬ 
tion  of  the  benzene  molecule  (Trans.,  1SS7,  264;  Annalen,  245,  128) 
to  naphthalene,  and  to  assign  to  the  latter  the  symbol — 


Such  a  symbol  represents  naphthalene  as  composed  of  two  similar 
carbon -systems,  neither  of  which  is  identical  with,  although  similar  to, 
a  benzene  ring.  The  effect  of  hydrogenation  on  the  molecule,  and 
conversion  of  one  of  the  systems  into  a  ring  identical  with  that  of 
benzene,  is  represented  by  the  graphic  equation — 


Ha 


+  4H  = 


II 3 


The  remainder  of  the  paper  is  devoted  to  a  discussion  of  this 
formula,  and  the  extension  of  the  conception  to  more  complex  ring- 
compounds,  such  as  anthracene  and  phenantlirene.  W.  P.  W. 

Characteristics  of  the  Hydrogenation  Process.  By  E.  Bam¬ 
berger  and  P.  Lf.xgfeld  (Ber.,  23,  1124 — 1137). — ur.-Tetrahydro-a- 
naphtliol  does  not  give  a  ti-ace  of  tetraliydronaphthyl  sulphate  when 
treated  with  concentrated  sulphuric  acid  in  the  cold,  of  tetraliydro- 
naphtliyl  ethyl  ether  when  heated  with  an  equal  weight  of  39  per 
cent,  hydrochloric  acid  and  three  times  its  weight  of  absolute  alcohol 
for  7 — 8  hours  at  150°,  or  of  dinaphthyl  ether  when  boiled  with 
24  times  its  weight  of  dilute  sulphuric  acid  (1  :  1),  and  differs  there- 
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fore  from  a-naphthol  in  all  these  reactions.  With  sodium  nitrite  and 
concentrated  sulphuric  acid,  it  gives  a  brownish-red  colour,  which, 
after  the  addition  of  water  and  caustic  soda,  becomes  yellowish-green, 
whilst  it  gives  no  colour  reaction  either  with  bleaching  powder  or 
with  ferric  chloride,  thus  resembling  1:2:  3-orthoxylenol. 

ar.-Tetrahydro-/3-naphthol  is  not  etherified  by  heating  with  concen¬ 
trated  sulphuric  acid  and  absolute  alcohol  on  a  water-bath  for  seven 
hours,  and  does  not  form  a  trace  of  tetrahydronaphthyl  sulphate  when 
treated  with  concentrated  sulphuric  acid  in  the  cold. 

ar.-Tetrahydro-x-naphthaquiuone,  C10HjOO-.,  can  be  prepared  from  ar.- 
tetrahydro-a-naphthylamine  by  oxidation  with  sodium  dichromate 
and  dilute  sulphuric  acid  on  the  lines  of  Nietzki’s  quinone-process, 
the  yield  amounting  to  20  per  cent,  of  the  theoretical.  It  closely 
resembles  quiuone  in  odour,  volatility,  colour,  lustre,  solubilitv, 
crystalline  character,  &c.  ;  melts  at555J  (that  is,  within  half  a  degree 
of  orthoxyloquinone),  and  is  reduced  to  ar.-tetrahydro-a-naphtha- 
quinol  by  treatment  with  phenylhydrazine. 

ar.-Tetrahydro-z-naphthaquinol,  Ci0H10(OH)j,  may  be  obtained  by 
digesting  ar.-tetrahydro-a-naphthaquinone  for  48  hours  with  sulphur¬ 
ous  acid  at  the  ordinary  temperature  of  the  air,  boiling  the  colourless 
aqueous  solution  for  a  few  minutes,  and  finally  extracting  with  ether. 
It  closely  resembles  quinol  in  properties,  crystallises  in  aggregates  of 
slender,  colourless  prisms,  sublimes  without  decomposition  in  beauti¬ 
ful  needles,  melts  at  172 — 172'5°,  and  is  soluble  in  the  ordinary 
organic  solvents  and  in  hot  water.  By  careful  oxidation  with  potassium 
dichromate  in  the  cold,  it  can  be  converted  into  the  quinhydrone ; 
further  oxidation  results  in  the  formation  of  ar.-tetrahydro-a-naphtha- 
quinone. 

ar.-Tetrahydro-a-naphthylamine  resembles  a-naphthylamine  rather 
than  aniline  in  forming  an  amidoazo-  instead  of  a  diazoamido-com- 
pound  on  treatment  with  diazo-compounds.  ar.-Amidocizotetrahydro - 
a-naphthalene ,  Ci0H11,N2-C|oHio‘NH2,  is  obtained  by  the  action  of  amyl 
nitrite  (1  mol.  prop.)  on  the  tetrahydro-base  (2  mol.  props.),  or  by 
diazotising  a  mixture  of  the  tetrahydro-base  (1  mol.  prop.)  and  ils 
hydrochloride  (1  mol.  prop.)  with  sodium  nitrite  (1  mol.  prop.).  It 
crystallises  from  alcohol  in  orange-red,  lustrous  needles,  melts  at 
141°,  and  is  readily  soluble  in  benzene,  chloroform,  ether,  light 
petroleum  and  boiling  alcohol,  insoluble  in  water.  W.  P.  . 

Action  of  Sulphurous  Anhydride  on  Nitroso-compounds. 

By  M.  Sc jim IDT  (J.  pr.  Ghern.  [2],  42,  lhO — 1’>7). — Acetone  and 
amidosulphonic  acid  are  produced  when  sulphurous  anhydride  acts  on 
acetoxime,  CMe/.NOH,  in  aqueous  solution. 

a-Nitroso-/l-naphthol  and  /1-nit roso-a-naphthol  both  give  amido- 
sulphonic  acids  when  sulphurous  anhydride  is  passed  into  their 
alcoholic  solutions  or  when  they  arc  dissolved  in  sodium  hydrogen 
sulphite  and  the  solution  decomposed  by  hydrochloric  arid  ;  but 
a-nitroso-a'-naphthol  does  not  give  a  similar  result. 

The  amidonaphtholsnlphonic  acid  from  a-nit roso-/l-nnphthol  crys¬ 
tallises  in  colourless  needles  (with  -J  mol.  HsO),  which  gradually 
become  red ;  it  is  insoluble  in  the  usual  solvents,  but  dissolves  in 


1306 


ABSTRACTS  OF  CHEMICAL  PAPERS. 


sodium  acetate  and  hot  sodium  hydrogen  sulphite  solutions ;  the  latter 
solution  has  a  blue  fluorescence.  The  acid  is  easily  oxidised,  reduc¬ 
ing  ammoniacal  silver  solutions. 

The  amidosulphonic  acid  from  /3-nitroso-a-naphthol  crystallises  in 
stellate  groups  of  needles  (with  1^  mols.  H20)  ;  in  properties  it  re¬ 
sembles  the  other  acid.  A.  G.  B. 

aa-Dithionaphthol.  By  L.  Grosjeax  (Ber.,  23,  2370 — 2371  ; 
compare  Abstr.,  18S9.  715). —  aa-Dithionaphthol,  ClnlIs(SH)o,  is 

prepared  by  treating  sodium  aa-naphthylencdisulphonate  (10  parts) 
with  phosphorus  pentachloride  (14  parts),  and  pouring  the  product 
into  a  mixture  of  210  parts  of  dilute  sulphuric  acid  (1  :  2  5)  and  35 
parts  of  zinc-dust.  When  the  reduction  is  completed,  the  insoluble 
portion  is  separated,  washed,  dried,  and  extracted  with  ether.  After 
evaporation  of  the  ether,  the  residue  is  purified  by  distillation,  and 
crystallisation  from  alcohol,  from  which  it  is  deposited  in  lustrous 
plates  melting  at  ISO — 181°,  and  boiling  at  210°  under  a  pressure  of 
15  mm.  The  compound  is  very  sparingly  soluble  in  ether,  light 
petroleum,  or  toluene;  the  alcoholic  solution  gives  a  deep-yellow  pre¬ 
cipitate  with  lead  acetate;  in  the  dry  state  it  is  not  acted  on  by  air, 
but  in  alkaline  solution  it  readily  oxidises  with  formation  of  a  white 
powder  soluble  in  aniline ;  on  adding  hydrochloric  acid,  this  is  preci¬ 
pitated  unchanged,  and  remains  solid  at  220°. 

Benzoyldithionaphlhol ,  C10Hr>(SBz)2,  is  prepared  by  the  action  of 
benzoic  chloride,  and  is  deposited  from  alcohol  in  lustrous  crystals 
melting  at  152 — 153°.  The  aec/y£-derivative,  C10H6(SAc)2,  is  obtained 
by  means  of  acetic  chloride ;  it  separates  from  alcohol  in  colourless 
crystals  melting  at  llU°.  J.  B.  T. 

Thio-derivatives  of  Aromatic  Amines.  By  O.  Kym  (Ber.,  23, 
2458 — 2468  ;  compare  Abstr.,  1889,  51). — Benzoylthio-(i-dinaphthyl- 
C  H 

amine,  S^^tt  s)>XBz,  is  prepared  by  heating  thio-/3-dinaphthyl- 

amine  with  benzoic  anhydride  at  210° ;  the  product  is  treated  with 
aqueous  sodium  hydroxide,  and  purified  by  dissolving  in  benzene;  on 
the  addition  of  light  petroleum  or  alcohol  to  this  solution,  it  crystal¬ 
lises  out  in  groups  of  almost  colourless  needles,  melting  at  196 — 197°. 
It  dissolves  sparingly  in  alcohol  or  ether,  and  is  insoluble  in  light 
petroleum. 

c  u 

Metliylthio-ji-dinaplithylamine ,  S<(730TTS>NALe,  is  obtained  by 

heating  thio-/3-dinaphthylamine  with  methyl  iodide  and  methyl 
alcohol  at  15U°;  after  repeated  crystallisation  from  benzene,  it  is 
deposited  in  lemon-yellow  plates,  or  slender  needles,  melting  at 
284 — 285°.  It  is  readily  soluble  in  toluene,  but  more  sparingly 
in  benzene  and  alcohol.  With  concentrated  sulphuric  acid,  a  violet 
colour  is  gradually  produced,  which  instantaneously  changes  to  deep 
blue  on  the  addition  of  nitric  acid.  The  same  compound  is  also 
formed  on  heating  sulphur  with  methyl-/3-dinaphthylamine  at  240°, 
or  by  treatment  with  a  benzene  solution  of  sulphur  mono-  or  di¬ 
chloride  at  ordinary  temperatures.  No  dithio-derivative  could  be 
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isolated  in  these  experiments.  The  raethyl-/3-dinaphthylamine  em¬ 
ployed  melted  constantly  at  123 — 124°,  instead  of  13y — 140°,  as  given 
by  Ris  (compare  Abstr.,  1888,  57). 

C  H 

Ethylthio-ft-dinaphthylamine ,  S<^|^>NEt,  is  prepared  from  tliio- 

/3-dinaphthylamine  by  the  action  of  ethyl  iodide,  and  from  ethy  1-/3- 
dinaphthylamine  by  the  action  of  sulphur  mono-  and  di-chlorides.  It 
crystallises  from  benzene  in  small  tufts  of  bright-yellow  needles 
melting  at  212 — 213°,  and  resembles  the  methyl-derivative  in  general 
properties. 

C  H 

ThiopJienyLa.-naphthyla.mine,  6>NH,  is  obtained  on  heating 


phenyl-a-naphthylaraine  with  sulphur  at  240°;  the  product  is  treated 
with  benzene,  and  on  reerystnllisation  from  alcohol,  it  is  deposited  in 
small,  yellow,  lustrous  plates  melting  at  137 — 138°.  It  gives  a  deep 
blue  colour  with  concentrated  sulphuric  acid,  which  changes  to  red 
on  adding  nitric  acid. 

By  heating  crude  thiophenyl-a-naphthylamine  with  recently-reduced, 
finely-divided  copper  at  28(3°  for  three  hours,  pJtenyl-a-naphtJiylcarb - 


a:ole, 


C.oH 


6>nh, 


is  formed 


it  crystallises  from  dilute  alcohol  in 


small,  pale,  yellowish -green,  lustrous  plates,  melts  at  225°,  and  is 
readily  soluble  in  glacial  acetic  acid,  benzene,  or  alcohol,  but  insoluble 
in  light  petroleum. 

Thiophenyl-fi-naphthylamine ,  S  ^>NH,  is  prepared  from 


phenyl-/3-naph  thy  famine  and  sulphur;  it  crystallises  from  dilute 
alcohol  in  tufts  of  lustrous,  light-yellow  needles,  melting  at  17S0,  and 
resembling  the  isomeric  compound  described  above  in  general 
properties.  With  concentrated  sulphuric  acid,  it  gives  a  deep-blue 
colour,  changing  to  deep-violet  on  the  addition  of  nitric  arid.  No 
carbazole-derivativc  could  be  obtained,  as  the  compound  may  be 
distilled  over  heated  copper  without  undergoing  any  change. 

C  H 

MethylthiophenyL/3-naphthylain ine,  S 1  j  j  6^>Nj\Ie,  is  formed  by 


the  action  of  methyl  iodide  on  thiophenyl-/i-naphthylamine ;  it  crystal¬ 
lises  from  a  mixture  of  benzene  and  alcohol  in  groups  of  pale, 
yellowish-green  needles,  melting  at  132 — 133°.  With  concentrated 
sulphuric  acid,  it  gives  a  deep-blue  colour  which  is  not  altered  by 
nitric  acid.  J.  R-  T. 


Cyanamines,  a  New  Group  of  Dyes.  By  O.  N.  Witt  (/>Vr.,  23, 
2247 — 2252).  The  dye  called  naphthol-violet,  which  was  first  prepared 
by  the  authorand  Meldola  (Trans.,  1881,  37)  simultaneously,  by  treating 
nitrosodimethylaniline  hydrochloride  with  /1-naphthol,  is  a  mixture  ol 
several  compounds  which  have,  however,  one  property  in  common, 
namely,  that  when  viewed  by  artificial  light  they  appear  red.  The 
magenta-red  dye  obtained  by  Nietzki  and  Otto  (Abstr.,  1888,  i)- 1*0)  from 
/3-naphthol  and  quinonedichlorimidc  seems  to  be  homogeneous,  and 
has  probably  the  constitution  assigned  to  it  by  him. 

When  the  free  bases  of  these  two  dyes  arc  warmed,  they  become 
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insoluble  in  ether,  and  are  finally  converted  into  substances  of  quite 
different  appearance;  when  redissolved  in  acids,  these  new  compounds 
both  give  dyes  which  have  a  greenish-blue  shade,  even  when  viewed 
by  artificial  light.  Other  dyes  of  the  same  group  as  naphthol- 
violet,  such  as  the  violet  obtained  from  methyldihydroxynaphthalene, 
show  a  like  behaviour,  and  the  reaction  is  probably  a  general  one. 
The  author  gives  the  name  “cyanamine”  to  this  class  of  new  dyes. 

The  cyanamine ,  02«H2;Kd02,  formed  from  Meldola’s  /l-nnphthol- 
violct  is  best  obtained  by  heating  the  freshly-prepared  dye  with  an 
alcoholic  solution  of  calcium  hydroxide  for  I  to  H  hours.  The 
crystalline  base  is  separated  by  filtration,  washed  with  alcohol  and 
water  consecutively,  then  extracted  with  boiliDg  alcohol,  the  residue 
dissolved  in  dilute  hydrochloric  acid,  aud  the  base  precipitated  from 
the  boiling  solution  by  ammonia.  It  crystallises  from  chloroform  in 
blackish-brown  plates,  and  is  insoluble,  or  almost  insoluble,  in  most 
ordinary  solvents  except  chloroform,  its  solution  being  of  a  reddish- 
violet  shade.  It  dissolves  in  concentrated  acids  yielding  brownish- 
orange,  and  in  dilute  acids  yielding  blue  solutions.  The  sulphate 
separates  from  alcohol  in  shining  green  scales,  the  hydrochloride , 
C26H36NjOCt2,  in  plates  or  prisms  of  the  same  colour  ;  both  compounds 
are  readily  soluble  in  water,  by  which  the}'  are  partially  converted 
into  violet  basic  salts.  The  base  is  oxidised  by  chromic  acid  to  a  new 
violet-blue  dye,  the  base  of  which  is  orange-red,  and  dissolves  in  ether 
yielding  a  yellow,  fluorescent  solution. 

The  constitution  of  the  cyanamine  base  is  probably  expressed  by 
the  formula — 

4  Q  2'  4'  1  Q.yr  4 

. Nlle2* C6HVN /  \CmH5‘N /  "  \NMe/OH. 

i' 

F.  S.  K. 

Constitution  of  Diphenyl-  and  Phenylnaphthylamine-Blue. 

By  A.  Hausdokfek  {Her.,  23,  1961 — 1966). — Diphenylamine-blue  was 
prepared  according  to  Schoop’s  method  (Zeit.  angew.  Chem .,  1887, 
215),  by  heating  diplienylamine  with  oxalic  acid  at  130 — 132°,  ex¬ 
tracting  the  product  with  boiling  water,  heating  with  alcohol,  and 
precipitating  with  hydrochloric  acid.  It  forms  a  brownish-red  powder, 
which  is  soluble  in  hot  aniline  and  nitrobenzene,  less  so  in  hot  acetone, 
acetic  acid,  and  alcohol.  It  dissolves  in  alcoholic  potash  forming 
a  brownish-red  solution,  from  which  the  colouring  matter  is  reprecip’- 
tated  by  acids.  It  also  dissolves  in  sulphuric  acid,  and  is  reprecipitated 
by  water  in  blue  flocks.  After  recrystallisation  from  acetic  acid,  it 
gave  numbers  agreeing  with  the  formula  CCl(C6H4'N’HPh)3.  In 
support  of  this  formula  is  the  fact  that  it  is  readily  converted  into  a 
leneo-base  on  reduction,  which  on  oxidation  with  chloranil  again  forms 
the  original  colouring  matter.  Moreover  it  is  identical  with  the  blue 
obtained  from  pararosaniline,  the  so-called  triphenylpararosaniline. 

When  phenyl-a-napbthylamine  and  oxalic  acid  are  heated  together 
in  a  similar  manner,  the  corresponding  phenyl-a-naphthylamine-blue, 
CClfCfiHj-NHrCioH,)  is  formed.  It  is  readily  soluble  in  aniline,  more 
sparingly  in  acetone,  acetic  acid,  and  alcohol,  and  separates  according 
to  the  nature  of  the  solvent  and  the  concentration,  as  a  bluish-violet 
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or  dark  brownish-red  powder,  and  was  once  obtained  from  acetone  in 
crystals  having  a  bronze  lustre.  It  is  also  readily  converted  into  a 
lenco-base. 

Carbazole-blue  probably  has  a  similar  constitution,  but  it  was  not 
found  possible  to  obtain  this  compound  sufficiently  pure  for  analvsis. 

H.  G.  C. 


Derivatives  of  a-  and  /3-Naphthylglycin.  By  C.  A.  Bisciioff 
and  A.  Hausdorfer  ( Ber .,  23,  2003— 2009). — As  already  stated  by 
Bischoff  and  Nastvogel,  a-naphthylglycin.  cannot  by  simple  heating  be 
converted  into  a-dinaphthyl-ay-diketopiperazinc, 

(Abstr.,  1889,  1015).  The  latter  may,  however,  be  obtained  bv  heating 
a  mixture  of  a-naphthylglycin  and  acetic  anhydride  in  molecular 
proportion.  It  crystallises  from  a  mixture  of  alcohol  and  acetic  acid 
in  lustrous  plates  melting  at  275°,  and  is  identical  with  the  compound 
obtained  by  Abenins  (this  voh,  p.  269)  from  chloraeetonapht halide. 
By  the  action  of  alkalis,  the  ring  appears  to  be  split,  and  the  acid 
CloII1,NH-CH/CO,X(CIOH7)-ClTyCOOH  formed. 

oc-Naphthylimidodiacetic  acid,  CioHyX  (CHVCOOlI)n,  is  obtained  by 
heating  together  a-naphthylglycin,  monacetonaphthalide,  and  chlor- 
acetic  acid,  and  crystallises  from  benzene  with  benzene  of  crystallisa¬ 
tion,  which  is  given  off  at  100°.  Both  the  acid  containing  benzene 
and  that  dried  at  100°  melt  at  133 — 133'5°.  It  is  readily  soluble  in 
alcohol,  chloroform,  and  acetic  acid,  sparingly  in  benzene  and  light 
petroleum.  By  the  action  of  a-naphthylamine,  it  is  converted  into 
the  mono-  and  di-naphthalide  melting  at  197 — 199°  and  200 — 202°  re¬ 
spectively. 

ft- Dinaphthyl-a.'j-diketopipri'azine  is  obtained,  unlike  the  a-com pound, 
by  simply  heating  /3-naphthylglycin  in  a  current  of  hydrogen  at  220c'. 
It  forms  colourless,  very  lustrous  plates,  which  only  decompose  above 
360°,  and  are  insoluble  in  the  ordinary  solvents.  As  with  the  a-com- 
pound,  the  ring  appears  to  be  split  with  alkalis.  The  same  piperazine 
may  be  obtained  by  dissolving  /j-naphthylglycinnapht  halide  in  amyl 
alcohol,  adding  first  the  theoretical  quantity  of  sodium,  then  the 
corresponding  quantity  of  ethyl  ehloracctate,  and  boiling  for  several 
hours. 

When  /3-naphthylamine,  chloracctic  acid,  and  sodium  acetate  arc 
heated  together,  the  chief  product  is  the  extremely  stable  ft- naj  hlhyl- 
amine  salt  of  /?-naplithylglycin,  already  described  by  Julies  (Abstr., 
1889,  1199).  If,  however,  /1-uaphthylglycin  be  neutralised  with 
sodium  carbonate  in  aqueous  solution,  and  the  requisite  quantity  of 
chloracctic  acid,  also  in  aqueous  solution, gradually  added  with  constant 
stirring,  and  the  whole  heated  at  UO — 150°,  ft-uaphthylimidiidiacvtic. 
acid,  C,«H7*X(CH2-COOH)?,  is  formed.  This  separates  ns  a  white  pre¬ 
cipitate  which  decomposes  at  182°,  and  is  soluble  in  alkalis,  alcohol, 
and  acetone,  sparingly  in  ether  and  chloroform,  and  insoluble  in  benzene 
and  light  petroleum.  H.  G.  C. 
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Derivatives  of  Lapachic  Acid.  By  E.  PatekxO  and  G.  AIinuxni 
( Gazz .,  19,  GOI — 623). — Pnterno  (Abstr.,  1883,  210)  found  that  when 
the  red  solution  of  an  alkaline  lapachate  is  treated  with  zinc-dust  it 
becomes  bright  yellow,  and  on  precipitation  with  hydrochloric  acid 
yields  a  compound  crystallising  in  colourless  needles,  which  rapidly 
absorb  oxygen  and  pass  into  lapachic  acid.  The  authors  find  that 
even  when  all  the  operations  are  conducted  in  an  atmosphere  of 
hydrogen,  the  coraponnd  precipitated  by  hydrochloric  acid,  although 
white  at  first,  rapidly  darkens;  the  ethereal  solution,  moreover,  on 
distillation  yields  a  blackish  oil,  the  aqueous  extract  of  which  deposits 
on  cooling  the  unstable  needles  mentioned.  The  composition  of  this 
substance  was  determined  b}'  drying  the  original  ethereal  solution 
with  calcium  chloride,  and  aeetylating  it  in  a  current  of  carbonic 
anhydride.  The  product  is  the  triacetyl-derivative  of  a  trihydroxy- 
amylenenaplithalene,  Ci5H13(0 Ac)3 ;  it  crystallises  from  alcohol  in 
long,  colourless  prisms,  which  melt  at  169°,  and  are  insoluble  in 
water.  It  slowly  dissolves  in  a  dilute  solution  of  potash,  and  hydro¬ 
chloric  acid  reprecipiWes  lapachic  acid  from  the  solution. 

Diacetylhi/droisolapachone  and  Isnlapavhone.— When  lapachic  acid 
is  heated  with  excess  of  sodium  acetate  and  acetic  anhydride,  the 
diacetyl-derivative  of  an  unstable  quinol,  C15HuO(OAc)2,  crystallises 
out  in  needles  melting  at  131  — 132°;  on  carefully  hydrolysing  this 
substance  in  a  reducing  atmosphere,  and  dissolving  the  product  in 
ether,  a  colourless  solution  is  obtained  which  rapidly  oxidises  on 
desiccation,  and  is  converted  into  a  quinone  isomeric  with  lapachic 
acid  and  lapaehone.  The  authors  term  this  substance  isolapach^ne. 
It  crystallises  in  orange  needles  melting  at  140 — 141°,  and  it  may  be 
reconverted  into  the  preceding  diacetyl-derivative  by  reduction  and 
acetylation. 

.  Diacetylhydrolapachon-e. — When  an  alcoholic  solution  of  lapaehone 
is  reduced  with  an  equal  weight  of  sodium,  and  the  precipitate  formed 
by  hydrochloric  acid  taken  up  with  ether  in  a  reducing  atmosphere, 
the  solution  leaves  on  distillation  a  black  oil  which  partly  resinilies 
on  standing  ;  if  the  solution  is  directly  acetylated,  a  diacetyl-derivative, 
C15HI4(OAc)2,  is  formed,  which  crystallises  from  alcohol  in  colourless 
cubes,  melts  at  161°,  and  is  slightly  soluble  in  cold  alcohol,  ether,  &c. 

Lapachic  acid  does  not  yield  an  oxime  or  hydrazone  when  treated 
by  ordinary  methods;  an  oxime ,  Ci5H1402IN0H,  crystallising  in 
greenish-yellow  prisms  may,  however,  be  obtained  by  treating  a  cold 
alcoholic  solution  of  lapachic  acid  with  twice  its  weight  of  hydroxyl- 
amine  hydrochloride  and  an  equivalent  quantity  of  sodium  carbonate, 
the  mixture  being  allowed  to  remain  for  three  or  four  days.  The 
hydrazone ,  Ci5Hu02lN2PhH,  may  be  obtained  by  dissolving  the  acid 
directly  in  phenylhydrazine,  heating  to  120°,  and  allowing  it  to 
remain  for  a  few  days.  It  cry  stall  ses  from  alcohol  in  tufts  of  brick- 
red  needles  which  melt  at  lu8 — 109°,  and  are  only  slightly  soluble  in 
ordinary  solvents. 

Lapaehone  readily  forms  a  monoxime ,  which  crystallises  from 
alcohol  in  silky,  orange-yellow,  pointed  prisms,  and  melts  at 
168  o — 169'5°.  The  benzoyl-derivative ,  CiSHuO!NOBz,  forms  golden- 
yellow  plates,  melting  at  180 — 181°.  On  reducing  the  oxime  with 
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tin  and  hydrochloric  acid,  the  solution  successively  acquires  a  brown 
and  a  decp-violct  colour,  and  contains  lapachone  together  with  a 
substance  crystallising  in  yellow  needles  and  melting  at  about  110°. 
The  hytlraznne  forms  orange-yellow  needles,  which  melt  at  188 — 189° 
and  dissolve  sparingly  in  alcohol,  ether,  or  acetic  acid,  and  moderately 
in  benzene.  On  reducing  an  acetic  acid  solution  with  sodium 
amalgam,  a  blood-red  solution  is  obtained,  but  no  definite  compound 
could  be  isolated. 

The  substance  obtained  by  Paterno  in  red  crystals  (bine  by  trans¬ 
mitted  light)  by  treating  lapachone  with  acetic  anhydride  and  sodium 
acetate,  has  the  composition  G^ILsO.*,  and  is  probably  an  anhydride  of 
lapachone  or  of  one  of  its  isomerides  ;  it  is  a  very  stable  compound,  and 
is  generally  resin ified  by  the  reagents  which  have  any  action  on  it. 
The  constitution  of  the  above  compounds  is  discussed  at  some  length; 
the  authors  consider  that  lapachic  acid,  lapachone,  and  isolapachone 
are  probably  derivatives  of  a-naphthaquinone,  and  have  respectively 
the  structure  represented  by  the  formulae  I,  11,  III. 


0 

O 

O-CHPrP 

X''/'  ,C.n, 

/YVn-v 

")CHPrj3 

\A/0H 

\A/° 

O 

o 

o 

I. 

ii. 

III. 

Determinations  of  the  molecular  weights  of  nearly  all  the  sub¬ 
stances  described  were  made  by  Kaoult’s  method.  S.  B.  A.  A. 

/3-Dinaphthylcarbamide  Chloride  and  /3-Tetranaphthylcarb- 
amide.  By  B.  Kuhn  and  X.  Landau  (Her.,  23,  2161 — 2162). — A 
reply  to  Kym  (this  voh,  p.  993),  in  which  the  authors  give  details  of 
their  experiments  on  the  interaction  of  carbonyl  chloride  and 
/Ldinnphthylamine  in  benzene-toluene  solution  at  the  ordinary  tem¬ 
perature  (compare  Kym,  this  vol.,  p.  633,  and  Kuhn  and  Landau, 
this  voh,  p.  63-t). 

/LTetranaphthylcarbamide  melts  at  287 — 288°,  not  at  167 — 169°, 
as  previously  stated.  F.  S.  K. 

Dinaphthyl  Sulphides  and  Dinaphthyl  sulph  ones.  By  F. 

Khafkt  (Per.,  23,  2364 — 2369;  compare  Abstr.,  1889,  715). — 
/3/I-Dinaplithylsulphonc,  (Ci„H7)2S02,  is  prepared  by  oxidising 
/d/d-di naphthyl  sulphide  (m.  p.  151°)  with  a  mixture  of  glacial  acetic 
acid  and  potassium  dichromate  dissolved  in  dilute  sulphuric  acid  ;  it  is 
identical  with  the  compound  obtained  by  Stenhonse  and  Groves  from 
naphthalene  and  sulphuric  acid  (compare  this  journal,  1876  ii,  517). 
It  may  be  distilled  under  reduced  pressure  without  undergoing  de¬ 
composition.  ax-JX  naphthyl  sulphuxide ,  (CjolLV^O,  is  formed  by 
gently  warming  aa-dinaphthyl  sulphide  (3  parts),  dissolved  in 
glacial  acetic  acid  (250  parts),  with  a  solution  of  potassium  dichro¬ 
mate  (3  parts)  in  dilute  (1  :  3)  sulphuric  acid  (20  parts)  and  glacial 
acetic  acid  (100  parts)  ;  it  is  deposited  from  alcohol  in  white  crystals, 
melting  at  164'5°,  and  is  probably  identical  with  the  sulphoxido 
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(m.  p.  162°)  obtained  by  Ekstrand  from  naplithylene  dinaphthyl 
sulphoxide  (compare  Abstr.,  1885,  170),  and  also  with  the  “sul- 
plione  ”  (m.  p.  166°)  prepared  by  Leiikart  from  aa- dinaphthyl 
sulphide  (compare  Abstr.,  this  yob,  p.  603).  cuz-Dinaphthyl- 
sulphone,  (Ci0H7)oSO.,  is  formed  by  oxidation  of  the  corresponding 
sulphide  (1  part)  dissolved  in  glacial  acetic  acid  (100  parts),  with 
potassium  dichromate  (3  parts),  dilute  (l  :  3)  sulphuric  acid  (15 
parts),  and  glacial  acetic  acid  (20  parts);  it  crystallises  from  alcohol, 
and  melts  at  187°.  afi-Vinaphthyl  sulphide,  (Cir,H7),S,  is  obtained 
by  heating  an  intimate  mixture  of  equivalent  parts  of  a-bromo- 
napbthalene  and  the  lead  salt  of  /3-naphthyl  hydrogen  sulphide  at 
200 — 240°  for  about  six  hours  ;  the  product  is  treated  Avith  carbon 
bisulphide  after  purification ;  it  crystallises  from  dilute  alcohol  in 
lustrous  plates  which  melt  at  60 — 61°,  and  boil  at  290—291°  under 
pressure  of  15  mm.  a/3- Dinaphthylsulphone,  (CioH7)2S02,  is  pre¬ 
pared  by  the  oxidation  of  the  sulphide;  it  melts  at  1 22*5 — 123°,  and 
is  identical  with  the  “  a-sulphone  ”  obtained  by  Stenhouse  and 
Groves  ( loc .  cit.).  J.  B.  T. 


Chrysene.  By  E.  Bambergee  and  C.  Burgdorf  (Ber.,  23,  2433 — 
2446;  compare  Abstr.,  1885,  1069). — Tbe  close  analogy  which  has 
been  shoAvn  to  exist  between  the  derivatives  of  phenanthraquinone 
and  chrysoquinone  has  led  the  authors  to  endeavour  to  prepare  the 
two  unknoAvn  acids  in  the  chrysene  series,  corresponding  with  di- 
phenic  acid  and  phenylbenzoic  acid  respectively.  The  diphenic  acid 
analogue  could  not  be  obtained,  as  the  oxidising  agents  employed 
invariably  attacked  the  naphthalene  nucleus  as  Avell  as  the  carbonyl- 
group.  Chrysoquinone  is  prepared  by  boiling  cbrysene  (50  grams) 
Avith  glacial  acetic  acid  (1  kilo.)  and  gradually  adding  chromic 
anhydride  (100  grams)  dissolved  in  glacial  acetic  acid  (1  kilo.);  the 
operation  should  last  8 — 10  hours;  the  yield  is  96 — 97  per  cent,  of  the 
theory.  Potassium  permanganate  acts  more  readily  on  chrysene, 
phthalic  acid  being  the  sole  product.  On  distilling  chrysoquinone 
over  soda-lime,  a  complicated  mixture  was  obtained,  from  AArhich  no 
definite  compound,  except  chrysene,  could  be  isolated.  This  result  is 
opposed  to  the  observations  of  Graebe,  and  of  E.  Schmidt,  who  pre¬ 
pared  phenylnaphthalene  (m.  p.  104 — 105°)  in  this  manner.  The 


preparation  of  clirysoketone, 


c6h4 

C.oHe 


>CO,  has  already  been  described 


(lor.  cit.)  ;  it  melts  at  132,5°,  not  at  130°  as  stated,  and  crystallises 
from  alcohol,  on  the  addition  of  water,  in  thin,  lustrous,  golden 
needles  ;  by  fusion  and  subsequent  cooling,  thick,  orange-red  prisms 
are  obtained  ;  both  forms  belong  to  the  rhombic  system,  the  difference 
in  appearance  is  due  to  pleichroism. 

On  heating  chrysoquiuone  with  10  parts  of  potassium  hydroxide 
at  225  —  230°  for  an  hour,  an  acid  is  formed,  crystallising  from 
benzene  in  silvery-white,  lustrous  plates  which  melt  at  186'5° ;  it 
readily  dissolves  in  all  the  ordinary  sohmnts  except  water,  and  is 
not  acted  on  by  dilute  sulphuric  acid  at  200°.  It  yields  clirysoketone 
by  treatment  with  concentrated  sulphuric  acid.  This  compound, 
Avhich  the  authors  call  chrysenic  acid ,  is  either  naphthylbenzoic 
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acid,  CioH,-C6H4-COOH,  or  phenylnaphtlioic  acid,  C10H6PlrCOOH ; 
it  is  also  obtained  by  tbe  fusion  of  chrysoketone  with  potassium 
hydroxide.  All  attempts  to  prepare  tbe  corresponding  hydrocarbon 
were  unsuccessful.  Tbe  barium  salt,  CsjH-^OjBa  +  H20,  crystallises 
iu  stellate  clusters  of  silvery,  lustrous  needles. 

A  second  acid,  isochrysenic  acid ,  is  formed  by  boiling  clirysoketone 
with  alcoholic  potash  for  8 — 10  hours,  it  is  very  soluble  and  extremely 
difficult  to  purify ;  on  distillation  with  calcium  hydroxide,  it  yields  a 
hydrocarbon  which  crystallises  from  alcohol  in  lustrous,  silvery-white 
plates  melting  at  181*5°. 

Nitroclirysene  may  be  readily  prepared  by  warming  a  mixture  of 
finely-divided  chrysene  (10  grams)  with  10  parts  o t  glacial  acetic  acid, 
and  nitric  acid  (4*5  grams)  of  sp.  gr.  1*415,  for  several  hours  on  the 
water-bath.  Amidochrysene,  CihHu*X H2,  is  obtained  by  tbe  action  of  tin 
and  hydrochloric  acid  on  a  boiling  glacial  acetic  acid  solution  of  nitro- 
clirysene  ;  it  is  precipitated  by  alkalis  from  its  salts  as  a  white,  crystal¬ 
line  powder  melting  at  I99a.  It  quickly  becomes  coloured  on  exposure 
to  air,  and  its  solutions  exhibit  an  intense  blue-violet  fluorescence.  A 
dark-red  dye  is  formed  by  the  action  of  diazobenzenesulphonic  acid  on 
amidochrysene.  The  platiiwhloride  is  a  yellow,  crystalline  substance. 
Tbe  sulphate  and  hydrochloride  are  very  sparingly  soluble. 

J.  B.  T. 

Camphene  Glycol  and  Tetrahydric  Alcohol  from  Limonene. 
By  Gf.  Wagner  (tier.,  23,  ‘2307 — 2318). — It  is  first  stated  that  a  sub¬ 
stance  containing  an  ethylene  linking  loses  this  when  oxidised  with 
alkaline  permanganate  and  adds  on  two  hydroxyls,  and  this  principle 
is  then  used  to  determine  tbe  existence  of  ethylene  bonds  in  certain 


terpenes. 

Campliene  contains  one  ethylene  linking,  for  it  takes  up  two 
hydroxyl-groups  and  forms  a  glycol.  A  solution  of  campliene  in  the 
smallest  possible  quantity  of  benzene  was  poured  into  a  large  quantity 
of  1  per  cent,  permanganate  solution  and  shaken  until  tbe  pink  colour 
disappeared.  Tbe  mixture  was  then  allowed  to  remain,  and  tbe  clear 
alkaline  liquid  finally  drawn  off  from  tbe  brown  precipitate  in  a 
current  of  carbonic  anhydride,  and  tbe  residue  washed  with  water. 
This  was  twice  repeated.  Tbe  alkaline  solutions  were  saturated  with 
carbonic  anhydride  and  repeatedly  extracted  with  benzene.  The 
benzene  was  evaporated,  the  residue  saturated  with  potash  and  ex¬ 
tracted  with  ether,  the  ether  extract  evaporated,  and  the  residue  re¬ 
crystallised  from  benzene.  It  was  camphene  glycol,  C1,1ll.,.(<>Il)i,  ami 
formed  prismatic  needles  of  tbe  monoe'inic  system,  which  sublime 
above  1U0°  and  melt,  seemingly  with  slight  decomposition,  at  192  . 
It  dissolves  easily  in  ether,  alcohol,  carbon  bisulphide,  mid  chloroform, 
less  easily  in  benzene.  With  acetic  anhydride,  it  yields  only  a  small 
quantity  of  a  diacetyl-derivative,  secondary  reactions  apparently 
laking  place.  It  readily  loses  water,  especially  when  heated  with 
dilute  hydrochloric  acid  ;  a  solid  substance,  apparently  isomeric  with 
camphor,  CloliieO,  distils  over  with  water,  and  when  allowed  to  re¬ 
main  liquefies  and  becomes  acid.  It  smells  like  camphor,  but  lias 
marked  aldehydic  properties,  reducing  silver  nitrate,  Ac.  Its  con¬ 
stitution  is  at  present  undetermined. 

VOL.  lvi ii.  4  t 
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Limonene  contains  two  ethylene  linkings,  for  it  takes  up  four 
hydroxyl-groups.  A  1  per  cent,  permanganate  solution  was  run 
slowly  into  a  mixture  of  carvene  and  water,  the  mixture  being  con¬ 
tinually  shaken,  and  finally  allowed  to  remain.  The  solution  was 
filtered,  the  filtrate  extracted  with  benzene,  and  distilled  with  water 
after  the  addition  of  some  magnesium  sulphate  to  prevent  decomposi¬ 
tion.  The  residue  was  concentrated  and  extracted  with  ether.  A 
substance  was  thus  obtained  which,  after  recrystallisation  from 
benzene,  formed  fine,  brilliant,  interwoven  needles  melting  at 
191*5 — 192°.  It  is  limonetrol,  a  tetrahydric  glycol,  Ci0H,6(OH)4.  It 
dissolves  easily  in  water,  and  has  a  faintly  sweet  taste. 

The  paper  contains  some  general  remarks  on  the  oxidation  of 
saturated  and  nnsaturated  compounds,  and  attention  is  called  to  the 
fact  that  benzene-derivatives,  when  oxidised,  behave  like  saturated, 
and  not  like  unsaturated,  fatty  derivatives.  C.  F.  B. 

Terpenes  and  Ethereal  Oils.  By  0.  Wallach  (Annalen,  258, 
319 — 339  ;  compare  this  vol.,  p.  169). — Further  experiments  have 
shown  that  cineolic  acid  (Abstr.,  1838,  1205)  has  the  composition 
CioH,605  previously  assigned  to  it.  Thewef7i//Z  salt,  C8H140  (COOMe)2, 
melts  at  31°.  The  anhydride ,  Ci0HuOj,  is  obtained  when  the  acid  is 
warmed  with  acetic  anhydride  ;  this  crystallises  from  a  mixture  of 
benzene  and  light  petroleum  in  long  needles,  melts  at  77 — 78®,  and 
boils  at  157®  under  a  pressure  of  12 — 13  mm.  ;  it  is  very  soluble  in 
chloroform  and  benzene,  and  is  reconverted  into  the  acid  by  boiling 
water. 

When  cineolic  acid  is  subjected  to  dry  distillation,  it  is  decomposed 
into  carbonic  anhydride,  water,  a  monocarboxylic  acid  of  the  compo¬ 
sition  CgH^Os,  and  a  neutral  liquid  ;  cineolic  anhydride  under  the 
same  conditions  is  decomposed  quantitatively  into  carbonic  oxide, 
carbonic  anhydride,  and  the  same  neutral  compound  as  that  obtained 
from  the  acid.  The  neutral  compound  is  separated  from  small  quan¬ 
tities  of  anhydride  by  distillation  with  steam;  it  boils  at  173 — 174° 
and  has  the  molecular  formula  C8H140,  as  was  proved  by  analysis  and 
by  a  vapour  density  determination.  It  has  a  penetrating  odour  very 
like  that  of  amyl  acetate,  its  sp.  gr.  is  0*8530  at  20°,  and  its  refractive 
power  is  =  1*44003.  It  combines  readily  with  bromine  and  with 
halogen  acids,  and  is  decomposed  by  potassium  permanganate  in  the 
cold,  yielding  carbonic  anhydride  and  an  unstable  acid,  but  it  does  not 
decolorise  a  sulphurous  acid  solution  of  magenta;  it  combines  with 
phenyl  hydrazine  yielding  an  oil,  and  it  forms  a  crystalline  compound 
with  sodium  hydrogen  sulphite.  Its  molecular  refraction  is  3S*93, 
calculated  for  the  formula  C8H140,  from  the  data  given  above  ;  em¬ 
ploying  Conrady’s  values,  the  molecular  refraction  of  C8H,40"|=  — 
38*72,  whereas  that  of  C8H„0'r  =  37*9  and  of  C*H„0'p  =  39*65. 

Metahydroxylen  e,  C8H.ic,  is  obtained,  together  with  a  liquid  boiling 
at  280 — 285°,  which  seems  to  be  a  polymeride  thereof,  when  the  com¬ 
pound  of  the  composition  ChH,40  is  heated  with  zinc  chloride  at 
90 — 95°;  it  is  a  liquid  of  sp.  gr.  0*8275  at  20°,  boils  at  132 — 134®, 
and  has  an  odour  of  xylene ;  its  refractive  power  is  —  1*4675.  It 
resembles  the  tei  penes  in  many  respects,  and  like  them  combines 
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readily  with  halogens  and  halogen  acids ;  on  oxidation  with  dilute 
nitric  acid  and  potassium  permanganate  consecutively,  it  yields  an 
acid  which  seems  to  be  isophthalic  acid.  When  carefully  treated 
with  ice-cold  concentrated  nitricacid,  ityields  nitrometaxyteiie,  which 
was  identified  by  converting  it  into  metaxylidine ;  diacetyhneta- 
.ry lidine,  CJ4:iMe2-NAc2,  separates  from  light  petroleum  in  well-defined 
crystals,  melts  at  60°,  and  is  readily  soluble  in  benzene.  Meta- 
hydroxylene  can  also  be  converted  into  dinitrometaxylene  (m.  p. 
00 — 9T)  and  trinitrometaxylene  (m.  p.  180 — 182°)  by  treating  it. 
with  a  mixture  of  concentrated  sulphuric  acid  and  nitric  acid,  first  in 
the  cold  and  then  at  100°;  the  dinitro-compound  was  identified  In- 
reducing  it  to  nitroxvlidine  (m.  p.  123°)  and  converting  the  latter 
into  its  acetyl-derivative  (tn.  p.  115 — 116°). 

The  formation  of  metax}'lene  from  cineole  in  the  manner  described 
above  might  be  considered  as  evidence  in  favour  of  the  view  that 
cineole.  and  the  terpenes  generally,  contain  two  side-chains  in  the 
meta-position,  especially  as  metaxylene  has  been  previously  obtained 
from  pinene  by  Tilden  (Trans.,  1884,  416).  The  foil  owing  arguments 
show,  however,  that  this  is  not  the  case,  and  that  the  above  series  of 
reactions  can  be  best  explained  by  assuming  that  cineole  has  the  con¬ 


stitution  CMe 


CH2*CH2. 

-O - XCPr,s  assigned 


^ - w - *  uo.,.£uv.v,  to  it  by  Richter  and  ac- 

xch2*ch/ 

cepted  by  Briilil.  For,  granting  that  cineole  has  this  constitution  and 
that  its  oxidation  to  cineolic  acid  is  a  reaction  analogous  to  that 
which  is  generally  assumed  to  take  place  in  the  formation  of 
camphoric  acid  from  camphor,  the  constitution  of  cineolic  acid  mav 
,  ,  ,  ,  ,  CH2.CPr*(COOHK  ‘ 

be  represented  by  the  formula  (COOH)'^’  ™IS  view 


would  explain  the  formation  of  an  anhydride  and  the  conversion  of 
cineolic  acid  into  a  monocarboxyl ic  acid  with  evolution  of  carbonic 

CHo-ClV-CO 


> 


anhydride.  An  anhydride  of  the  constitution  j  O 

CHcCMc'CO 

might  be  decomposed  into  carbonic  oxide,  carbonic  anhydride,  and 

.  .  CHeCPFK  ^  T  .  , 

an  unstable  compound  of  the  constitution  i  i  X J ,  which  might 

GHeCMe / 

then  undergo  an  intramolecular  change,  analogous  to  that  which  is 
supposed  to  take  place  in  the  formation  of  a  pinacoline.  and  be  con¬ 
verted  into  a  ketone  of  the  constitution  CJlPr^.'CJPCHs'COMc.  A 
ketone  of  this  nature  would  probably  have  the  properties  possessed 
by  the  compound  CgH^O,  and  it  might  be  easily  converted  into 
metahydroxylene  by  the  elimination  of  1  mol.  I  PO.  The  synthesis 
of  the  compound  C8Hi40  from  a  ketone  of  the  above  constitution  will 
be  attempted.  F.  8.  K. 


Pinene.  By  O.  Wataacit  ( Annnlen ,  258,  343 — 347). —  It  has 
been  previously  shown  (Abstr.,  1889,  1069)  that  pinene  nitroso- 
cliloride  is  decomposed  by  aniline  in  accordance  with  the  equation 
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C10H, e-NOCl  +  2CgH6-^H2  —  H20  4-  HC1  +  NbPh/CsHgNH^  + 
C)oH16.  Tlie  hydrocarbon  obtained  in  this  way  has  now  been  found 
to  be  chemically  pure,  inactive  pinene ;  it  boils  at  155 — 156°,  its 
sp.  gr.  is  0858  at  20°,  and  its  refractive  power  ?iD  =  1 ‘46553  at  21°. 
It  remains  inactive  even  when  treated  with  hydrogen  chloride,  a  fact 
which  is  more  noteworthy  since  the  inactive  pinene  obtained  in  otter 
ways  becomes  laworotatory  under  these  conditions  (compare  Abstr., 
1889,  1071)  and  probably  consists,  therefore,  of  equal  parts  of  dextro- 
and  lsevo-pinene.  Inactive  pinene  combines  readily  with  nitrosyl 
chloride  yielding  the  same  products  as  the  active  modifications, 
namely,  a  crystalline  nitrosochloride  and  pinole  (compare  Wallach 
and  Otto,  this  vol.,  p.  169). 

A  liquid  base  of  the  composition  C|()H|6*XH2  is  obtained  when 
uitrosopineue  is  treated  with  zinc  and  glacial  acetic  acid  or  with 
a  mixture  of  liydriodic  acid  and  glacial  acetic  acid;  it  boils  at 
207 — 208:i  (at  98 — 99°  under  a  pressure  of  22  to  23  mm.)  and  has 
an  odour  recalling  that  of  borneol.  The  hydrochloride  melts  at 
221 — 222°,  and  the  benzovl-derivative  at  116°  ;  the  sulphate  crys¬ 
tallises  well.  The  investigation  of  this  base  is  being  continued. 

F.  S.  K. 

So-called  Massoyene.  By  0.  Wallach  (Aunalen,  258,  340 — 
34-3)  — The  author  has  examined  a  sample  of  massoy-bark  oil  obtained 
from  the  same  source  as  the  oil  investigated  by  Woy  (this  vol.,  p.  638)  ; 
he  finds  that,  Woy’s  “massoyene”  is  not  a  new  terpene  but  a  mixture 
of  various  compounds,  from  which  lie  isolated  pinene.  F.  S.  K. 

Constituents  of  the  Bark  of  Nerium  oleander.  By  E. 
Pieszczek  {Arch.  Phurrn .,  228,  352 — 361). — By  treating  the  bark 
with  light  petroleum,  a  liquid  fat  and  a  wax-like  crystalline  com¬ 
pound  were  extracted,  which  will  be  described  later.  The  bark 
was  then  extracted  with  alcohol,  the  solution  distilled  to  remove  most 
of  the  alcohol,  and  filtered  to  remove  a  remnant  of  fat  and  a  caou¬ 
tchouc-like  deposit.  After  several  days,  nodular  aggregates  of  almost 
colourless,  microscopic  crystals  formed.  On  recrystallisation  from 
dilute  alcohol,  the  substance  was  obtained  as  an  almost  colourless, 
soft,  cry st a  line  mass,  insoluble  in  water,  light  petroleum,  ether,  and 
chloroform,  easily  soluble  in  alcohol.  On  warming  with  dilute  hydro¬ 
chloric  acid,  it  gives  the  glucose  reaction  with  copper  solution,  so  that 
it  is  a  glucoside.  The  alcoholic  solution  is  not  precipitated  by  tannin, 
platinic  chloride,  mercuric  chloride,  iodised  potassium  iodide, 
Nessler’s  reagent,  lead  acetate,  or  ammonia.  It  melts  at  171°,  then 
decomposes  with  separation  of  carbon,  and  burns  with  a  smoky  flame. 
It  dissolves  in  concentrated  sulphuric  acid  to  a  reddish-brown  solu¬ 
tion,  not  essentially  changed  by  bromine  vapour.  Jtosaginin  is  pro¬ 
posed  as  the  name  of  the  compound.  It  is  exceedingly  poisonous, 
resembling  strychnine  in  its  action.  The  mother  liquor  from  the 
rosaginin  contained  neriin,  a  glucoside  identical  with  the  compound 
obtained  by  Sclnniedeberg  from  the  leaves  of  the  same  plant. 

Small  quantities  of  a  volatile  oil  of  disagreeable  odour  and  a 
crystalline,  fluorescent  compound  were  also  obtained.  J.  T. 
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Myrrh.  By  0.  Kohler  (Arch.  Pharm.,  228,  291— 313).— The 
raw  material  consists  of  gum,  resin,  and  an  ethereal  oil.  The  portion 
soluble  in  water,  bnt  insoluble  in  alcohol,  amounting  to  57  to  59  per 
cent,  of  the  whole,  is  a  gum  of  the  carbohydrate  formula,  C6H]005,  as 
shown  by  analysis  and  the  formation  of  levulinic  acid  when  heated 
with  hydrochloric  acid.  The  part  soluble  in  alcohol  is  a  mixture  of 
several  resins,  the  greater  portion  of  which  is  a  soft  resin,  C^H^Os. 
containing  three  displaceable  hydroxyl -groups,  and  is  soluble  in  ether. 
There  are  also  present  two  bibasic  acids,  CiSHwOsand  C26H.j209  respec¬ 
tively.  The  ethereal  oil,  7  to  8  per  cent,  of  the  whole,  was  found  to 
consist  mainly  of  the  compound  C10HuO.  By  doubling  the  formula  of 
one  of  the  acids,  the  three  resinous  constituents  are  seen  to  have  each 
26  atoms  of  carbon  in  their  molecule,  and  the  chief  difference  between 
them  is  probably  due  to  oxidation.  J.  T. 


Damascenine  from  Nigella  damascena,  L.  By  A  Schneider 
(J.  Pharm.  [5],  22,  58 — 61 ;  from  Pharm.  CentralhaUe ,  21,  173). — 
The  crushed  seeds  of  this  plant  are  extracted  with  benzene,  this  is 
agitated  with  dilute  hydrochloric  acid,  and  the  alkaloid  is  precipitated 
by  excess  of  sodium  hydroxide  and  filtered  off.  A  further  crop  is 
obtained  by  treating  the  filtrate  with  chloroform,  extracting  this  with 
dilute  hydrochloric  acid,  and  precipitating  with  sodium  hydroxide. 
The  product  is  purified  by  dissolving  it  in  absolute  alcohol  and  evapo¬ 
rating  over  sulphuric  acid  in  a  vacuum,  when  a  thick,  brownish- 
yellow,  fluorescent  liquid  is  left  which  gives  large  crystals  of  an  alka¬ 
loid,  damascenine,  when  placed  in  a  freezing  mixture.  These  crystals  are 
dried  between  blotting-paper  in  the  cold,  as  the  heat  of  the  hand  melts 
them.  The  yield  is  about  01  per  cent.  Xigella  saliva  and  Ar.  arvensi >• 
do  not  appear  to  contain  the  alkaloid.  The  crystals  are  slightly 
yellow,  with  a  bluish  fluorescence  and  a  narcotic  odour;  their  reaction 
is  alkaline;  they  melt  at  27°  and  recrystallise  on  cooling.  The  fused 
compound  forms  a  yellowish,  feebly  fluorescent  oil  of  sp.  gr.  1*01,  and 
gives  a  greasy  stain  on  paper  which  disappears  on  beating.  It 
boils  at  16S°,  but  emits  vapours  at  the  ordinary  temperature.  The 
alkaloid  is  insoluble  in  cold  water,  slightly  soluble  in  hot  water, 
easily  soluble  in  alcohol,  chloroform,  methyl  alcohol,  carbon  bisulphide, 
benzene,  light  petroleum,  and  in  the  fatty  oils.  All  these  solutions 
have  a  blue  fluorescence,  which,  in  the  case  of  benzene,  is  perceptible 
with  1  :  200,000.  Damascenine  dissolves  readily  in  dilute  acids. 
These  solutions,  which  are  not  fluorescent,  yield  amorphous  precipi¬ 
tates  with  the  ordinary  reagents  of  the  alkaloids.  A  characteristic 
reaction  is  the  beautiful  reddish-violet  colour  produced  by  long 
contact  of  the  alkaloid  with  excess  of  concentrated  nitric  acid. 


Damascenine  hydrochloride  is  obtained  by  adding1  concentrated  hydro¬ 
chloric  acid  to  a  solution  of  the  alkaloid  in  absolute  alcohol,  and  then 
adding  ether  until  the  precipitate  formed  just  ceases  to  dissolve  on 
shaking.  On  standing,  the  salt  crystallises  out.  The  crystals  melt  al 
121”.  The  nitrate  and  sulphate  are  prepared  in  a  similar  manner. 
Analysis  of  the  alkaloid  points  to  the  formula  C.J  1  ir,NOf>.  T. 
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Ferrocyanid.es  of  the  Alkaloids.  By  H.  Beckurts  (Arch. 
Pharm 228,  347 — 352). — According  as  the  decomposition  of  the 
alkaloid  salts  by  potassium  ferrocyanide  takes  place  in  neutral  or 
acid  aqueous  solutions,  the  resulting  alkaloid  ferrocyanide  is  normal 
or  acid.  The  acid  ferrocyanides  are  prepared  by  dissolving  the 
alkaloid  iu  concentrated  hydrochloric  .acid,  and  adding  the  least 
possible  excess  of  a  concentrated  aqueous  solution  of  potassium  ferro¬ 
cyanide ;  the  resulting  precipitate  is  washed  and  dried.  The  following 
acid  ferrocyanides  were  produced.  Atropine  salt,  CnH^NOsjEEFeCeNg; 
amorphous  powder,  soluble  in  water  and  potassium  ferrocyanide  solu¬ 
tion,  insoluble  iu  alcohol  and  ether.  Quinine  salt,  C;oH2>NsOj,H4FeC6N6 ; 
greenish,  amorphous  powder,  soluble  in  much  water  and  in  potassium 
ferrocyanide  solution,  insoluble  in  alcohol,  ether,  and  chloroform. 
Quinidine  salt;  yellowisb-white,  crystalline  powder,  sparingly  soluble 
in  water,  insoluble  in  chloroform,  alcohol,  and  ether.  Cinchonine  salt; 
orange  -yellow,  crystalline  powder,  sparingly  soluble  in  water,  insoluble 
in  alcohol,  ether,  and  chloroform.  Cinchonidine  salt;  reddish-yellow, 
crystalline  powder,  sparingly  soluble  in  water.  Cocaine  salt, 

(C17H21N04)2,H4FeC6N6; 

white,  amorphous  powder,  easily  soluble  in  excess  of  potassium  ferro¬ 
cyanide  solution,  sparingly  soluble  in  water,  insoluble  in  alcohol  and 
ether.  Coniine  salt ;  amorphous,  white  powder.  Hydrastine  salt ; 
white,  amorphous,  sparingly  soluble  powder.  Morphine  salt;  white, 
crystalline  powder,  easily  soluble  in  water;  becomes  pale-blue  in  the 
air.  Narceine  salt;  bluish-white,  crystalline  powder,  somewhat  spar¬ 
ingly  soluble  in  water.  Narcotine  salt;  bluish-white,  crystalline, 
voluminous  powder,  easily  soluble  in  water.  Pilocarpine  salt;  white, 
crystalline  powder,  easily  soluble  in  water.  Sparteine  salt;  white, 
crystalline  powder,  easily  soluble  in  water.  Strychnine  salt ;  white, 
crystalline  powder  with  a  bluish  shade,  insoluble  in  cold  water 
and  alcohol,  decomposed  by  hot  water  with  separation  of  hydrogen 
ferrocyanide.  Brucine  salt;  white,  microscopic,  prismatic  crystals 
which  quickly  turn  blue  in  the  air;  dilute  solutions  gradually  deposit 
lai'ge,  white  prisms.  J.  T. 

Reduction-products  of  Quinoline.  By  E.  Bamberger  and  F. 
Eengfeld  (Per.,  23, 1138 — 1158). — When  tetrahydroquinoline  hydro¬ 
chloride  (3  grams)  is  heated  with  liydriodic  acid  (sp.  gr.  =  1-9; 
(16  grams)  and  red  phosphorus  (1*75  grams)  at  230°  for  3— 4  hour,-, 
a  product  is  obtained  consisting  of  55  per  cent,  of  decahydroquinoline 
and  8  per  cent,  of  hexahydroquinoline,  together  with  about  0'25  per 
cent,  of  a  hydrocarbon,  possibly  propylhexamethylene,  and  a  third 
base  which  has  not  yet  been  examined  and  is  not  volatile  with  steam. 
To  separate  it  into  its  constituents,  the  product  is  rendered  alkaline 
and  submitted  to  steam  distillation  until  the  distillate  comes  over 
neutral  and  gives  no  colour  with  potassium  dichromate  or  ferric 
chloride  in  acid  solution.  The  distillate  is  acidified  with  hydrochloric 
acid,  extracted  with  ether  to  remove  the  insoluble  hydrocarbon, 
evaporated  to  a  small  bulk,  rendered  alkaline,  and  the  separated  bases 
dissolved  in  ether.  The  ethereal  solution,  on  evaporation,  leaves  au 
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oil  from  which  the  deeuhydro-base  is  separated  by  extraction  with 
very  weak  acetic  acid,  the  hexahydro-base  remaining  undissolved. 

Dccuhydruquinoline,  C9NHi7,  is  best  purified  by  distillation  under 
the  ordinary  pressure.  It  crystallises  from  water  or  light  petroleum 
in  thin,  colourless  prisms,  melts  at  48  2 — dS'S",  boils  at  204°  (therm, 
iu  vapour)  under  714  mm.  pressure,  has  a  very  intense  basic  odour 
extremely  like  that  of  coniine,  and  readily  absorbs  carbonic  anhvdride 
from  the  air.  It  is  very  volatile  even  with  ether  vapour,  sublimes  at 
the  ordinary  temperature  in  lustrous  aggregates  of  needles,  is  not 
only  very  soluble  in  the  ordinary  organic  solvents,  but  also  in  water, 
dissolves  sparingly  in  alkalis,  gives  no  colour  reactions  with  potassium 
dichromate,  ferric  chloride,  or  diazo-eompouuds,  and  in  physiological 
action  resembles  piperidine.  Its  aqueous  solution  has  a  strong 
alkaline  reaction.  The  salts,  which  are  anhydrous,  crystallise  well, 
and  for  the  most  part  are  readily  soluble  in  water  forming  neutral 
solutions.  The  hydrochloride ,  C9XH17,HC1,  crystallises  in  small, 
colourless,  lustrous,  rhombic  tables,  melts  at  275‘5 — 270°,  and  is  verv 
soluble  in  alcohol  and  water  ;  the  aurochluride ,  C9NHn,HAuCh,  forms 
small,  golden-yellow  needles,  melts  at  96°,  and  is  soluble  in  alcohol 
and  chloroform,  sparingly  soluble  in  cold  water,  and  insoluble  in 
benzene  and  light  petroleum  ;  the  platinochloride,  (C9XHi7)2,H2PtClrt, 
crystallises  in  lustrous,  orange-red,  thick  prisms,  melts  at  207 — 207’d° 
with  decomposition,  and  is  readily  soluble  in  water,  insoluble  in 
alcohol,  chloroform,  benzene.  Ac. ;  the  hydriodide ,  C9NH17,HI,  forms 
long,  silky  needles,  melts  at  253°,  and  is  somewhat  less  soluble  in 
water  than  the  hydrochloride;  the  hydrogen  sulphate  crystallises  in 
very  soluble,  fiat  needles,  and  the  pierate  in  yellow  needles.  The 
ace/y /-derivative,  C9NH16Ac,  is  a  colourless,  viscid  oil,  dissolves 
readily  in  the  ordinary  solvents,  including  water,  and  does  not  com¬ 
bine  with  bromine;  the  tewcoi/Z-derivative,  09XH1613z,  crystallises  in 
lustrous,  white  needles,  melts  at  44°,  and  is  readily  soluble  in  the 
ordinary  organic  solvents,  sparingly  soluble  in  water.  The  nitros- 
amiue ,  C9XH16-XO,  is  a  yellow,  viscid  liquid  which  dissolves  readily 
in  concentrated  acids  and  the  ordinary  organic  solvents,  sparingly  in 
water,  gives  a  grass-green  colour  when  mixed  with  phenol  and  sulph¬ 
uric  acid  and  subsequently  treated  with  alkali,  and  regenerates  the 
base  when  hydrogen  chloride  is  passed  into  its  ethereal  solution.  The 
dmzoumd/o -com  pound,  C9XH16‘XVPh,  crystallises  from  ether  in  flat, 
lustrous  tables  resembling  crystals  of  alloxan,  from  alcohol  in  stellate 
groups  of  silver-white  needles,  melts  at  78'G°,  dissolves  readily  in  the 
ordinary  organic  solvents,  and  yields  phenol  and  deeahydroquiuolinc 
with  the  evolution  of  nitrogen  when  warmed  with  mineral  acids.  4  he 
phenylthiocarh amide ,  C9XH16-C!S-XHPh,  crystallises  from  chloroform 
in  beautiful,  rhombic  tables,  melts  at  i34  o' ,  and  is  readily  soluble  in 
chloroform,  alcohol,  and  benzene,  sparingly  soluble  in  ether,  and 
almost  insoluble  in  water  and  light  petroleum;  the  jiheiiylcarhamiih, 
C9NH, 6-COX  If  Pli,  crystallises  from  alcohol  in  lustrous,  silvery 
needles,  melts  at  148°,  and  in  solubility  resembles  the  thio-conipound. 
Tlie  decahydroyuinulyldiihiocarhumute,  C9X J 1  n/CS-SII ,CyXJ  ln<  forms 
lustrous,  white,  fiat  needles,  melts  at  120c,  dissolves  readily  in  alcohol, 
chloroform,  benzene,  aud  hot  water,  sparingly  in  ether  and  cold 
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water,  is  not  decomposed  by  prolonged  boiling  with  alcohol,  and 
yields  the  thiuram sulphide,  C9NHi6-CS'S2*SC‘C9NH16,  on  treatment  in 
alcoholic  solution  with  iodine. 

II exahy  dr  oqui  noline ,  C9NH13,  is  a  colourless,  viscid  liquid,  boiling 
at  220°  under  720  mm.  pressure.  It  lias  a  neutral  reaction,  resembles 
quinoline  in  odour,  is  readily  soluble  in  the  ordinary  organic  solvents, 
sparingly  soluble  in  water,  gives  brown  flocks  when  treated  with 
potassium  dichromate  or  ferric  chloride  in  acid  solution,  and  is  con¬ 
verted  into  a  bright-red  azo-dye  by  the  action  of  diazobenzene- 
snlphonic  acid.  In  physiological  action  it  resembles  quinoline  more 
closely  than  decahydroquinoline.  The  hydrochloride ,  C9N1I13,HC1, 
forms  white,  silky  needles,  melts  at  170°,  and  is  readily  soluble  in 
alcohol  and  water,  sparingly  soluble  in  hydrochloric  acid;  the  hydro - 
bromide  crystallises  in  long,  silky  needles. 

The  hydrocarbon  formed  in  the  reduction  of  tetrahydroquinoline,, 
and  provisionally  regarded  as  jrropylhexamethylene,  is  a  colourless, 
mobile  liquid  of  pleasant  aromatic  odour,  boiling  at  146 — 148°  (therm, 
in  vapour)  under  720  mm.  pressure.  W.  P.  W. 

Bromo-derivatives  of  Quinoline.  By  A.  Claus  and  A.  "Welter 
(J.  pr.  Chem.  [2],  42,  236 — 247  ;  see  also  this  vol.,  p.  173). — 1  :  4 '-Di- 
bromoquinoline. — To  prepare  this  compound,  1-bromoqninoline  is  con¬ 
verted  by  Clans  and  Toruier’s  method  (Abstr.,  1888,  163)  into  the 
additive  compound,  C9NH6Bi\HBr, Br2,  a  red,  crystalline  mass  which 
melts  at  70°  with  decomposition.  On  heating  this  compound  in  a 
retort  at  200°  for  4 — 6  hours,  a  mixture  of  hydrobromides  and  free 
bromoquinolines  sublimes,  which  is  treated  with  soda  and  distilled  in 
a  current  of  steam,  and  the  1  :  4'-dibromoquinoline  separated  from  the 
solution  of  the  distillate  in  hydrochloric  acid  by  fractional  precipitation 
with  water.  On  reciystallisation  from  alcohol,  it  forms  silky  needles 
which  melt  at  101 — 102°  (uncorr.),  and  aie  readily  soluble  in  ether, 
alcohol,  and  chloroform. 

1  :  4'-Dibromoqninolinc  may  also  be  obtained  from  1-nitroquinoline 
by  acting  on  it  with  bromine  in  hydrobromic  acid  solution,  and 
heating  the  additive  product  in  a  retort  at  200°.  Its  hydrochloride , 
C9MH3Br2,HCl,  forms  large,  well-developed  prisms  which  melt  at 
141 — 142°,  are  not  stable  in  the  air,  and  are  decomposed  by  alcohol 
and  water.  The  sulphate  melts  at  206°,  the  chromate  at  158°  with 
decomposition,  whilst  the  platinochloride  remains  unaltered  at  280°, 
but  blackens  at  a  higher  temperature. 

Nitro- 1  :  4' -dihromcquinoliue,  CgNH^Br^NOo,  is  obtained  by  the 
action  of  a  mixture  of  sulphuric  and  nitric  acids  on  the  foregoing 
ompound.  It  is  very  sparingly  soluble  in  alcohol,  readily  in  ether, 
chloroform,  and  concentrated  mineral  acids,  crystallising  out  unaltered 
from  the  latter.  Its  platinochloride  forms  short,  six-sided  prisms.  On 
reduction,  it  yields  amido  l  :  41  -dibromoquinoline,  CgNHjBiyA  H2,  which 
crystallises  in  small,  colourless  needles  melting  about  170°,  readily 
soluble  in  alcohol,  ether,  chloroform,  and  even  in  hot  water.  It 
assumes  an  intense  red  coloration  when  acted  on  by  hydrogen 
chloride.  The  hydrochloride  crystallises  in  long,  red  needles  melting 
at  214 — 215°,  and  the  platinochloride  in  beautiful,  yellow  needles. 
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1:4:  4 ' -Tribromoquinoline,  C9NlI4Br3. — This  compound,  which  was 
formerly  described  as  7-tribromoqni  noline,  is  the  most  frequent  pro¬ 
duct  of  the  further  bromination  of  quinoline.  Its  constitution  has 
been  ascertained  by  its  synthetical  formation,  the  manner  of  which 
will  be  described  in  a  later  paper.  It  is  best  prepared  by  heating 
4'-bromoquinoline  with  bromine  and  water  at  130 — 150°,  substitution- 
products  being  thus  almost  exclusively  formed.  To  isolate  the 
1:4:  4'- tribromoquinoline,  the  product  is  distilled  in  a  current  of 
steam,  and  the  different  distillates  fractionally  precipitated  from  their 
hydrochloric  acid  solution  by  water;  the  higher  brominated  products 
first  separating,  and  then  the  tribromo-eomponnd.  On  recrystallisa¬ 
tion  from  alcohol,  it  melts  constantly  at  167°  (uncorr.),  and  is  readily 
soluble  in  ether  and  chloroform,  and  in  concentrated  acids.  If  it  be 
dissolved  in  concentrated  nitric  acid,  reprecipitated  by  water,  and 
again  reerystallised  from  alcohol,  it  forms  long,  silky  needles  melting 
at  160 — 17l>°.  It  volatilises  with  difficulty  in  a  current  of  steam, 
sublimes  without  decomposition,  and  is  not  acted  on  by  methyl  iodide 
at  140°.  Its  hydrochloride  forms  silvery  scales  which  are  decomposed 
by  water,  alcohol,  and  dilute  acids.  The  plat inochlo ride  has  also  been 
prepared.  On  oxidation,  the  base  is  completely  converted  into  bromine, 
carbonic  anhydride,  nitrogen,  and  water  ;  it  is  unaltered  by  dilute 
boiling  aqueous  potash.  Alcoholic  potash  and  concentrated  aqueous 
potash  at  230 — 250°  attack  it,  the  bromiue  being  apparently  displaced 
by  hydroxyl. 

By  the  action  of  a  mixture  of  sulphuric  and  fuming  nitric  acids, 
preferably  at  100°,  it  yields  a  mixture  of  two  nitro-derivatives,  which 
may  be  separated  bv  taking  advantage  of  the  difference  in  their  solu¬ 
bility  in  alcohol.  The  first  compound  remains  as  a  green,  pulverulent 
mass  when  the  product  of  the  reaction  is  extracted  with  alcohol,  and  it 
is  also  insoluble  in  ether,  dilute  and  concentrated  mineral  acids,  but  it 
crystallises  from  chloroform  in  beautiful,  six-sided  tablets,  or  prisms, 
which  melt  at  215 — 216°.  O11  reduction  with  alcoholic  hydrochloric 

acid  and  stannous  chloride,  it  yields  the  stannochloride  of  the  corre¬ 
sponding  atnido-componnd,  C9NH3Ur3\hT  II2,lISn(Jl3,  crystallising  in  red 
prisms  or  needles,  which  on  successive  treatment  with  hydrogen 
sulphide  and  soda,  yield  the  free  base.  The  latter  may  be  extracted 
with  ether,  and  the  residue  remaining  on  evaporation  washed  with  a 
little  water,  and  crystallised  from  alcohol.  Thus  obtained,  it  forms 
yellow,  plastic  needles  melting  at  196  ,  scarcely  soluble  in  hot  water, 
readily  in  alcohol,  ether,  and  chloroform.  Its  hydrochloride  is  very 
unstable,  and  forms  blood-red  prisms,  and  the  jdatinochloride  forms 
yellow  or  red,  four-sided  tablets  or  prisms  which  are  decomposed  by 
water. 

The  second  nitro-1  :  4  :  4,-tribrornoqninoline  is  obtained  from  the 
alcoholic  extract,  and  crystallises  in  small,  white,  silky  needles  which 
quickly  become  yellow  or  green,  ft  melts  at  195°. 

The  residue  in  the  retort,  after  distilling  the  product  of  the 
reaction  of  bromine  on  1-broinoquinoliue  in  a  current  of  steam,  yields 
on  solntion  in  hydrochloric  acid,  and  fractional  precipitation  with 
water,  a  ietrabroninqninoline ,  C9NJ[3Bti.  which  crystallises  in  slender, 
white  needles  melting  at  197 — 193°.  It  does  not  appear  to  form  salts. 
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In  the  more  volatile  portions  of  the  steam  distillate  4  :  4'-dibromo- 
quinoline  was  also  identified.  H.  Gf.  G. 

Conversion  of  the  Homologues  of  Indole  into  Quinoline- 
derivatives.  By  G.  Maoxaxini  (Gazzetta,  19,  509 — 577;. — Methyl- 
quinoline. —  When  metiiylketole  is  heated  in  a  sealed  tube  with 
concentrated  hydrochloric  acid  for  6  to  7  hours  at  220 — 230°,  and  the 
product  is  freed  from  hydrochloric  acid,  steam  distilled,  made  alkaline, 
and  redistilled,  a  mixture  of  aniline  with  another  basic  compound 
passes  over.  The  new  base,  when  pure,  boils  at  250°,  and  has  a 
strong'  odour  of  quinoline.  It  is  a  tertiary  base,  and  does  not  yield 
a  nitroso-derivative  with  potassium  nitrite  and  sulphuric  acid.  The 
J/J»/uitaoc/iZonVZ£,,(CiolNrH9).j,H2PtClc,aud  the  aurochloride,  CioNlI^HAuCh, 
are  well  crystallised  salts. 

Chloroquinaldiue,  CioNHbCl,  is  prepared  by  gradually  adding  chloro¬ 
form  to  a  mixture  of  methylketole  and  sodium  ethoxide.  The 
action  is  very  violent,  the  product  being  partially  resinified,  but  heat 
must  be  applied  to  complete  the  reaction.  The  pure  base,  obtained 
by  decomposing  the  picrate,  crystallises  from  dilute  boiling  alcohol 
in  very  slender,  thin,  white  needles,  melts  at  71—  72°,  and  smells 
strongly  of  quinoline.  It  shows  feeble  basic  properties  ;  the  p latino- 
chloride  crystallises  in  orange  needles  ;  the  picrate  is  a  sparingly 
soluble  salt,  which  crystallises  in  yellow  needles,  and  melts  at  about 
223°  with  decomposition. 

It  romoqu  in  aldine  is  prepared  in  a  manner  analogous  to  the 
chlorinated  derivative,  and  has  very  similar  properties;  it  crystallises 
from  alcohol  in  white  ueedles,  and  melts  at  78°  ;  the  picrate  crystal¬ 
lises  in  monoelinie,  colourless  needles,  a  :  b  :  c  —  0’90992  :  1  :  0’G2391, 
ft  —  64°  31' 33"  ;  faces  observed  (110),  (001),  (111).  It  melts  into 
a  black  liquid  at  224 — 225°.  When  bromoquinaldine  is  heated  with 
hydriodic  acid  and  amorphous  phosphorus  for  5 — 6  hours  at  180°,  it 
loses  bromine,  and  a  base  is  left  which  smells  strongly  of  quinaldine, 
and  forms  a  picrate  melting  at  1 91°  and  a  methiodide  melting  at 
lp5° ;  the  latter  gives  a  carmine  coloration  with  a  concentrated  solu¬ 
tion  of  potash,  exactly  like  the  quinaldine  methiodide  obtained  by 
Doebner  and  Miller  (Abstr.,  18S4,  183).  The  base  is  probably 
quinaldine,  but  no  analysis  was  made,  on  account  of  want  of 
material. 

Ch lorolep idin e ,  C10XHhCl,  isomeric  with  chloroquinaldiue  and  with 
Knorr’s  chlorolepidine  (Abstr.,  1SS7,  159),  is  obtained  by  the  action 
of  chloroform  on  scatole ;  it  crystallises  from  dilute  boiling  alcohol 
in  silky  needles  melting  at  54 — 55’2°  ;  the  picrate  is  a  very  sparingly 
soluble,  yellow  compound,  melting  at  208— 203'5°;  the  aurochloride 
melts  at  163‘5 — 1(>4  5°. 

Bromolepidiue,  obtained  by  the  action  of  bromoform  on  scatole, 
melts  at  58'5 — 59'5°,  and  its  properties  are  analogous  to  those  of  the 
previous  bases  ;  the  picrate  melts  with  decomposition  at  214 — 215°. 
The  author  considers  his  chloroquinaldiue  and  chlorolepidine  to  be 
3'  :  2'-  and  3'  :  4'-chloromefchvlquinolines  respectively. 

S.  B.  A.  A. 
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The  Halogen  Alkyloxides  of  Orthohydroxyquinoline  and  Para- 
hydroxyquinoline.  By  A.  Ciaus  and  H.  Howrrz  (J.pr.  Chew.  [2], 
42,  222 — 232). — Lippmann  and  Fleissner,  in  their  investigation  ot' 
the  action  of  methyl  iodide  on  orthohydroxyquinoline,  came  to  the 
conclusion  that  the  reaction  does  not  proceed  in  the  normal  manner, 
but  that  a  molecular  compound  of  wethoxyquinoline  hydriodide  and 
hydroxyquinoline  methiodide,  C9NH6(Oiie),HI  +•  C9NH6(0  H),Mel, 
is  formed,  as  on  treatment  with  alkali  they  found  that  only  half  of 
the  iodiue  was  readily  removed,  a  compound  being  formed  to  which 
they  gave  the  formula  CI9H20N2021.  The  authors  have  repeated  these 
experiments,  and  find  the  additive  compound  is  readily  obtained  b}' 
heating  orthohydroxyquinoliue  and  methyl  iodide  in  a  sealed  tube  at 
100°  without  any  solvent.  It  crystallises  from  water  in  lustrous, 
yellow  tablets  of  the  composition  C9XH6(OH)MeI  +  H20,  and  has  all 
the  properties  mentioned  by  Lippmann  and  Fleissner.  The  corre¬ 
sponding  chloride  was  also  prepared  from  the  iodide  by  treat¬ 
ment  with  silver  chloride,  and  its  molecular  weight  ascertained  by 
Raoult’s  method.  This  agreed  with  the  simple  formula  given  above, 
and  not  with  the  double  formula  of  Lippmann  and  Fleissner.  It 
would,  therefore,  appear  that,  on  treatment  with  alkalis,  2  mols. 
of  the  methiodide  must  take  part  in  the  reaction  in  the  following 
manner : — 


HO-C9NH6MeI  +  HOC9NH6MeI  =  H0-C9XH6Me*0*C9NH,lIeI. 

In  confirmation  of  this  supposition  the  authors  find  that  hydriodic 
acid  reconverts  this  iodide  into  the  original  methiodide,  and  that  with 
hydrochloric  acid  it  yields  a  mixture  of  the  methiodide  and  methyl 
chloride  in  molecular  proportion, whereas, if  Lippmanu  and  Fleissner’s 
supposition  were  correct,  the  hydrochloride  of  the  compound 
CijjHajN-^OjI  should  have  been  formed. 

Lippmann  and  Fleissner  also  state  that  methyl  iodide  converts  this 
iodide  into  a  new  compound  of  the  formula  (JjiH3aN..02Is  +  2H20, 
whereas,  according  to  the  authors’  views,  this  should  consist  of 
a  mixture  of  hydroxyquinoline  methiodide  and  methoxyquinoliue 
methiodide.  The  fractional  crystallisation  of  the  product  from  water 
has  shown  that  such  is  really  the  case,  the  above-mentioned  com¬ 
pounds  having  both  been  isolated  and  compared  with  the  compounds 
obtained  directl}-  by  the  usual  reactions.  Orthcmethoxvquinoliue 
methiodide,  MeO’C9NH6MeI  +  H20,  crystallises  in  pale-yellow,  lusl  rous 
prisms,  which  lose  their  water  of  crystallisation  at  1U0°,  become  red 
at  120c,  and  melt,  with  complete  decomposition,  at  100  .  It  does  not 
lose  hydrogen  iodide  on  treatment  with  potash  in  the  cold. 

Parahydroxyquinoline  also  combines  with  methyl  iodide,  forming  a 
methiodide,  H0’C9NH6Mcl,H20,  which  crystallises  from  water  in 
reddish-yellow  prisms.  These  lose  their  water  of  crystallisation  at 
100°,  and  commence  to  decompose  at  225—230°.  from  alcohol  it 
crystallises  in  greenish-yellow,  anhydrous  plates.  The  correspond  mg 
‘parahydroxyquinoline  rnethochluride,  HO'C9XIJ6McCI,  is  obtained  b> 
treating  the  iodide  with  silver  chloride,  and  crystallises  Irom  water 
in  large,  yellowish  prisms,  which  also  contain  1  mol.  1120.  Unlike 
the  ortho-compounds,  these  substances  readily  lose  all  the  halogen 
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on  treatment  even  with  ammonia,  the  compounds  formed  being  at 
present  under  examination.  H.  Gr.  C. 

Acid  Derivatives  of  Orthamidoquinoline.  By  Gr.  M.  Kyritz 
(Arch.  Pharm .,  228,  362 — 373). — Satisfactory  results  in  the  prepara¬ 
tion  of  an  orthonitroquinoline  and  its  derived  amido-quinolines  can  be 
obtained  with  commercial  quinoline  (coal-tar  quinoline)  when  it  is 
freed  from  its  homologues  by  fractional  distillation  and  conversion 
into  the  zinc  double  salt.  The  quinoline  is  then  nitrated  and  freed 
from  para-  and  meta-nitroquinoline  by  partial  fractional  precipitation 
and  recrystallisation  from  alcohol.  The  nitroquinoline  is  reduced 
with  stannous  chloride  and  hydrochloric  acid,  the  resulting  base  set 
free  by  the  addition  of  sodinm  hydroxide,  and  distilled  over  with  steam 
from  a  metallic  retort,  when  a  greater  yield  is  obtained  than  if  a 
glass  retort  is  employed.  The  base  is  precipitated  from  the  distillate 
with  picric  acid,  and  the  picrate  is  decomposed  by  means  of  potassium 
hydroxide,  taken  up  in  ether,  neutralised  with  sulphuric  acid,  freed 
from  ether  by  evaporation,  again  set  free  by  sodium  hydroxide,  and 
distilled  off.  Scaly,  white  plates  of  orthamidoquinoline,  CgNH6-NH2 
are  thus  obtained,  which  melt  at  67°.  Acetorthamidoquinoline , 
CgNH6'XHAc,  is  produced  by  heating  the  amido-compound  with 
acetic  anhydride  for  20  hours  on  the  oil-bath.  The  brown  mass 
poured  into  hot  water,  heated  with  animal  charcoal,  and  filtered, 
gives  long,  white  crystals  which  melt  at  102'5°.  Acetic  chloride,  and 
also  glacial  acetic  acid,  yields  the  same  result.  The  compound  has 
a  bitter  taste,  is  very  soluble  in  05  per  cent,  alcohol,  also  in  ether, 
benzene,  and  chloroform.  In  cold  water  it  is  sparingly  soluble;  in 
hot  water  it  is  relatively  easily  soluble.  At  a  temperature  above 
300°,  it  distils  without  decomposition. 

Phth'dylnrthanrtdoquiuoUiie ,  CgXH6,X!(CO)2lC6H.J,  is  produced  by 
the  action  of  phthalic  anhydride  on  the  amido-base.  At  85°  to  8^°  the 
mixture  suddenly  froths  up  ;  it  is  then  heated  at  130°  for  T2  hours,  the 
excess  of  phthalic  anhydride  is  removed  by  means  of  benzene, 
the  dried  residue  dissolved  in  hot  alcohol,  decolorised  by  animal 
charcoal,  and  set  to  crystallise.  The  phthalyl  compound  forms  small, 
white  crystals,  which  melt  at  22 7‘5°.  It  is  almost  insoluble  in  cold 
and  hot  water.  Alcohol  dissolves  it  on  long  boiling;  hot  chloroform 
and  ether  dissolve  it  somewhat  easily ;  in  cold  ether  it  is  almost 
insoluble.  Warmed  with  sulphuric  acid,  it  is  decomposed  into  its  con¬ 
stituents.  Its  boiling  point  is  above  200°.  J.  T. 

Regularities  in  the  Oxidation  of  Quinoline-derivatives.  By 
W.  v.  Miller  ( Ber .,  23,  2252 — 2273). — The  behaviour  of  various 
alkyl -derivatives  of  quinoline,  on  oxidation  with  chromic  acid  in  warm 
dilute  sulphuric  acid,  has  been  examined,  and  is  described  below  ; 
from  the  results  obtained  by  the  author  and  many  others  the  follow¬ 
ing  general  conclusions  may  be  drawn  : — 

All  methyl-  and  ethyl-quinoline-derivatives  in  which  the  alkyl 
radicle  is  situated  in  the  pyridine  nucleus  are  oxidised  by  chromic 
acid  to  the  corresponding  quinolinecarboxylic  acid  ;  longer  side 
chains  are  also  converted  into  the  carboxyl-group. 
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When  there  are  two  methyl-groups  in  the  pyridine-rino-,  the  radicle 
in  the  4'-positiou  is  most  readily,  that  in  the  a-position  less  readily 
oxidised;  3' :  4'-dimethylquinoline,  for  example,  is  converted  into 
3  -mcthylcinehoninic  acid. 

A  methyl -group  in  the  pyridine  ring  is  less  readily  oxidised  than 
one  situated  in  the  benzene  nucleus  ;  this  is  also  true,  even  when  the 
side  chain  in  the  pyridine  ring  is  the  longer  of  the  two,  provided  it  is 
in  the  2'-position. 

Of  two  alkyl  radicles,  both  of  which  are  in  the  pyridine  ring,  the 
one  of  higher  molecular  weight  is  the  more  readily  oxidised. 

When  two  methyl-groups  are  present  in  the  pyridine,  and  one  in 
the  benzene  nucleus,  the  latter  is  oxidised  first;  2'-ethyl-3'-methvl-3- 
toluquinoline  forms  an  exception  to  this  rule  (see  below). 

A  methyl-group  in  the  ortho-position  in  the  benzene  nucleus  is 
not  so  readily  oxidised  as  the  same  radicle  in  the  para-position. 

It  seems,  therefore,  that  as  regards  methyl-groups,  the  order  of  sta¬ 
bility  is  as  follows : — a-,  /?-.  7-,  ortiio-, meta-,  and  para-  (  =  2', 3',  4',  1,2, 3), 
the  radicle  in  combination  with  the  nitrogen-atom  being  the  most 
readily  oxidised.  When  a  carboxyl-group  is  present  in  one  nucleus,  a 
saturated  side  chain  in  the  other  ring  is  only  oxidised  with  difficulty. 

‘S'-Methylcinchoninic  acid,  CiiH3X02.  is  formed  when  3' :  4'-dimethyl- 
quiuolinc  is  oxidised  with  chromic  acid.  It  crystallises  from  water 
in  colourless,  microscopic  plates,  melts  at  254°,  and  is  readily  soluble 
iu  hot  water,  but  only  moderately  easily  in  alcohol,  and  insoluble  in 
ether,  benzene,  and  light  petroleum;  on  distillation  with  soda-lime,  it 
yields  3  -methylquinoline. 

Orthutoluquinaldine  hydrochloride  crystallises  in  colourless  needles, 
the  picrate,  CnHnN,C6tl3N30:,  in  golden  plates,  and  the  nitrile, 
CuUnN,HN02,  in  needles;  when  the  base  is  oxidised  with  chromic 
acid,  it  is  converted  into  quinaldineortlioearboxylic  acid  (m.  p.  151J). 

BenzylidenequinolineS-carboxylic  acid,  CjbH13N02,  prepared  by  belt¬ 
ing  quinaldineparacarboxylic  acid  with  bcnzaldchyde  at  130 — 150°, 
in  presence  of  zinc  chloride,  crystallises  from  hot  dilute  acetic  acid  in 
yellow  needles,  melts  at  2641',  and  is  insoluble  in  most  ordinary 
solvents  except  hot  dilute  alcohol,  acetic  acid,  and  alkalis;  on  oxida¬ 
tion  with  chromic  acid,  it  yields  a  yellow,  crystalline  acid,  Cnll^NCh, 
which  turns  brown  at  2G5°,  and  melts  at  275 — 2fc>U°  with  decomposi¬ 
tion. 

Quinaldine- 3  :  4' -di carboxylic  acid,  C^HgNCh,  was  obtained  as  a 
colourless  powder  by  heating  acetaldehyde  with  paramidobenzoic  acid 
and  pyruvic  acid  in  alcoholic  solution.  It  softened  at  about  200°, 
but  had  no  definite  melting  point;  when  heated  it  yields  quinaldine. 
The  copper  salt,  CioihNthCu,  is  crystalline. 

Bthylquinoline- 3  :  4'  -dicarhoxylic  acid,  C^HnNO^  prepared  in  like 
manner  from  propaldehyde,  is  a  colourless,  amorphous  powder. 

When  metatolu quinaldine  is  oxidised  with  chromic  acid,  it  is  con¬ 
verted  into  quinaldine-2-cai  boxylic  acid  (m.  p.  2St°);  paratoln- 
quinaldine,  under  the  same  conditions,  yields  quinaldine-3-carhoxylic 
acid  (m.  p.  250°),  the  platinochloride  o f  which  has  the  composition 

(CuH9N02)2.H,PtClB  +  4H20. 

4'- Alethyl-S-toluquinuline ,  formed  by  the  condensation  of  para- 
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toluidine  with  acetone  and  paraformaldehyde,  is  an  agreeably  smell¬ 
ing  oil,  boiling  at  273 — 274°;  the  platinochloride,  { CuHnN)2,H2PtCls 
+  2H20,  crystallises  from  concentrated  hydrochloric  acid  in  needles, 
and  melts  at  238°.  When  the  base  is  oxidised  with  chromic  acid,  it 
is  converted  into  a  methylquinolineearboxylie  acid,  CnH9N02,  and  a 
very  small  quantity  of  another  acid,  which  was  not  analysed.  The 
former  crystallises  from  hot  water  in  needles,  melts  at  250 — 270° 
with  decomposition,  and  yields  lepidine  on  distillation  with  soda- 
lime. 

3-Methyl-2' -ethylcinchoninic  acid,  Ci3H]3N02,  obtained  by  the  con¬ 
densation  of  paratoluidine  with  propaldehyde  and  pyruvic  acid, 
crystallises  from  hot  alcohol  in  microscopic  plates,  sinters  together  at 
242",  and  melts  at  244 — 248°  with  decomposition;  it  is  sparingly 
soluble  in  cold  water  and  alcohol,  but  readily  in  hot  alcohol.  The 
harivm  salt,  (C,3Hi2N02)2Ba,  crystallises  from  water  in  yellow  plates; 
the  silver  salt,  C]3Hi2N02Ag,  is  gelatinous.  The  hydrochloride  crystal¬ 
lises  in  long  needles.  When  the  acid  is  distilled,  it  yields  2'-ethyl- 
3-toluqninoIine,  identical  with  the  base  obtained  by  Harz  (Abstr., 
1886,201).  The  compound  of  the  composition  Ci3H13NO  ( loc .  cit.) 
is  the  aldehyde  of  3-methyl-2'-ethylquinoline-3'-earboxylie  acid. 

When  2'-ethyl-3-toluquinoline  is  oxidised  with  chromic  acid,  it  is 
converted  into  a  resinous  acid  melting  at  about  235°,  which,  on 
distillation  with  soda-lime,  yields  2'-ethylqninoline.  j 

2' -JtJthyl-S' -methylqninoHne-1- carboxylic  acid,  C13H13iN02,  is  formed  |: 
by  the  oxidation  of  2'-ethyl-l  :  3'-dimethylquinoline.  It  separates 
from  hot  alcohol  in  crystals,  melts  at  215 — 216°,  and  is  only 
sparingly  soluble  in  hot  water,  but  more  readily  in  hot  alcohol.  The 
barium  salt,  (Ci3H12N02)2Ba  +  -2-H20,  crystallises  in  plates,  and  is 
moderately  easily  soluble  in  water.  When  the  acid  is  distilled  over  j 
soda-lime,  it  yields  2'-ethyl-3'-methylquinoline  (m.  p.  55 — 56°). 

3:2':  3 '-Trimethylqui noline,  Ci2H13N,  the  condensation-product  of 
tiglic  aldehyde  and  paratoluidine,  separates  from  light  petroleum  in 
large,  nodular  crystals,  melts  at  86 — 87°,  and  boils  at  285° ;  it  is 
readily  soluble  in  ether,  but  only  sparingly  in  benzene  and  light 
petroleum,  and  insoluble  in  water.  The  platinochloride, 

(C12HI3N)n,H2PtCl6  +  2H20, 

crystallises  in  brown  plates,  the  chromate  in  orange-red  plates,  and 
the  picrafe  in  yellow  plates,  melting  at  212°  with  decomposition.  The 
hydrochloride  and  the  sulphate  are  very  readily  soluble  in  water,  but 
the  nitrate  is  more  sparingly  soluble.  On  oxidation,  the  acid  is  con¬ 
verted  into  2'  :  3'-dimethylqninoline-3-earboxylie  acid,  Ci2HnN02  ; 
this  compound  crystallises  in  needles,  sinters  together  at  258°, 
melts  at  270°  with  decomposition,  and  yields  2'  :  3r-dimethylquinoline 
(m.  p.  67 — 68°)  on  distillation  with  soda-lime. 

1:3:  3' •Trimethyl-2’ -ethylquinoline,  Cuff^X,  can  be  obtained  by 
the  condensation  of  asymmetric  metaxylidine  with  propaldehyde. 

It  crystallises  from  hot  alcohol  in  plates,  melts  at  621",  boils  at 
2913,  and  is  volatile  with  steam  ;  it  is  readily  soluble  in  ether, 
benzene,  and  light  petroleum,  but  more  sparingly  in  alcohol.  The 
picrate,  CuHnN,06bl3N307,  crystallises  from  hot  alcohol  in  yellow 
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noodles;  the  platinnchloride,  (CuH,7X),.HjPtCl6.  nitrate,  sulphate,  and 
dichromate  are  crystalline.  The  hydrochloride,  C|4HI7X,HC1  +  3H,0 
crystallises  in  colourless  needles.  The  methiodide,  CuHl7X,M~eI,' 
crystallises  in  yellowish  needles,  and  is  soluble  in  hot  water  and' 
alcohol.  The  mfro-derivative,  C,4HlfiX’X02.  crystallises  from  aleohol 
in  needles,  melts  at  90°.  and  is  readily  soluble  in  ether,  benzene  and 
licrht  petroleum,  but  only  sparingly  in  water.  The  dmtfro-eompound. 
Cl4Hl5X(X02)7,  crystallises  from  hot  alcohol  in  colourless  plates,  and 
melts  at  152'5°.  The  snlphonic  acid,  C14H,fiXS03H,  crystallises  in 
small,  colourless  needles,  and  is  sparingly  soluble  in  water. 

Ethyltrhnethyltetrahydroquinoline,  CUH21X,  prepared  by  reducing 
the  base  just  described,  is  an  oil  boiling  at  287 — 2S9°  ;  it  forms  an 
acetyl-  and  a  nifroso-derivative.  The  pier  ate,  CuHo^CeHsXA)-  melts 
at  146°.  '  . . 

3  :  3' -Dimethyl-2' -ethyl quinoline-l-carboxylic  acid,  C)4H15XO>,  is 
formed  when  the  ethyltrimethyl  base  is  oxidised  with  chromic  acid  • 

it  separates  from  alcohol  in  colourless  crystals,  melts  at  182 _ 183° 

and  is  readily  soluble  in  alcohol  and  water,  but  sparingly  in  benzene 
and  chloroform,  and  insoluble  in  ether ;  on  distillation  with  soda- 
lime,  it  is  converted  into  3  :  3'-dimethyl-2'-ethylquinoline  (compare 
Harz,  loc.  cit .).  F.  S.  K. 


Action  of  Phenylhydrazine  on  Pyrocinchonic,  a-Dichloro- 
symmetrical-dimethylsuccinic,  and  a-Dichloropropionic  An¬ 
hydrides,  and  on  Pyrocinchonic  Chloride.  By  K.  Otto  and  G. 
Holst  (J.  pr.  Ghem.  [2],  42.  65 — 81;  compare  Abstr.,  1887,  669). — 
'When  solutions  of  pyrocinchonic  anhydride  (1  mol.)  and  phenyl¬ 
hydrazine  (2  mols.)  in  a  little  benzene  are  mixed,  phenylhydrazine 
T  .  MeOCO-XH'XHPh 

pyrocinchonylphemjlhydrazmate,  y^Q.QQQ.yjq  -XHPIT 1S  Proclucec*  as 


a  bulky  precipitate,  which  dries  to  a  white,  crystalline  powder,  but 
cannot  be  recrystallised  (see  below)  ;  dilute  hydrochloric  acid  decom¬ 
poses  it  into  phenylhydrazine  hydrochloride  and  pyrocinchonic 
anhydride.  When  it  is  heated  at  110 — 120°,  it  decomposes  into  water, 
phenylhydrazine,  and  a  substance  which  melts  at  129°;  the  latter, 
ft-pyrocinchonylphenylhydrazine,  is  most  easily  obtained  by  dissolving 
the  phenylhydrazinate  in  hot  dilute  alcohol ;  on  cooling  the  solution, 
the  new  substance  crystallises  out. 

_  .  .  MeOCO-XH 

fi-Pyrocmchonylphenylhydrazine,  ^  jj  ^  yyph’  ^or:ms  beautiful, 


yellow,  monosymmetrieal  prisms  (crystallography  given),  which 
melt  at  129°,  and  are  insoluble  in  water,  but  soluble  in  most  other 
solvents.  Its  constitution  is  settled  by  the  close  analogy  which  its 
preparation  bears  to  that  of  Hotte’s  /3-phthalylpheny  I  hydrazine 
(Abstr.,  1887,  669).  Hbtte,  however,  did  not  obtain  a  phmylh ydrazitie 
ft-phthalylphenylhydrazinate ,  so  to  complete  the  chain  of  evidence 
the  author  lias  prepared  this  substance;  it  separates  from  a  hot 
alcoholic  solution  as  a  white,  prismatic,  crystalline  powder. 

a-Pyrocinchonylphenylhydrazine,  )>X‘XHPh,  is  prepared  by 

AleG'OU  .  ■ 
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mixing  cooled  ethereal  solutions  of  pyrocinchonic  chloride  (1  mol.), 
prepared  by  the  action  of  phosphoric  chloride  on  pyrocinchonic 
anhydride  and  phenylhydrazine  (3  mols. ;  compare  Pickel,  Abstr., 
1886,  545).  The  precipitate  thus  obtained  is  washed  with  warm 
water  and  crystallised  from  dilute  alcohol  ;  it  forms  soft,  yellow 
needles,  melts  at  187°,  and  is  soluble  in  hot  alcohol  and  benzene. 

When  phenylhydrazine  (4  mols.)  acts  on  a-dichloro-symmetrical- 
dimethylsuccinic  anhydride  (1  mol.),  phenylhydrazine  hydrochloride, 
nitrogen,  benzene,  and  /i-pyrocinchonylphenylhydrazine  are  formed. 
This  reaction  is  remarkable,  because  Otto  and  Beckurts  (Abstr.,  1SS">, 
753)  could  only  obtain  very  little  pyrocinchonic  acid  by  the  action  of 
"molecular”  silver  on  dichlorodimethylsuccinic  acid. 

a-Dichloropr  op  ionic  anhydride,  obtained  by  acting  on  the  acid  with 
phosphorus  trichloride,  is  a  colourless  liquid  boiling  about  200°,  of 
peculiar  odour,  and  exciting  a  copious  How  of  tears. 

A  propionyl phenylhydrazine,  Cide(N2HPh)'CO-NH,NHPh,  is  formed 
when  phenylhydrazine  (8  mols.)  acts  on  a-dichloropropionic  anhydride 
(1  mol.),  a  phenylhydrazine  residue  taking  the  place  of  both  chlorine- 
atoms  ;  it  crystallises  in  nearly  white,  lustrous  plates  melting  at  163°, 
and  is  soluble  in  hot  water,  alcohol,  ether,  and  benzene. 

A.  G.  B. 

Coniceines.  By  E.  Lellmann  ( Bcr 23,  2141 — 2142). — All  the 
tin  •ee  methods  described  by  Hofmann  (Abstr.,  1885,  401)  for  the  pre¬ 
paration  of  a-conice'ine  yield  different  products.  The  base  obtained 
by  treating  conhydrine  with  hydrochloric  acid  is  probably  a-coniceine ; 
the  compounu  formed  by  the  action  of  hydviodic  acid  on  conhydrine 
the  author  names  c-coniceine,  and  that  obtained  by  treating  bromo- 
coniine  with  sulphuric  acid,  7-coniceine. 

a-Coniceine  boils  at  15S°,  is  very  hygroscopic,  has  a  sp.  gr.  of 
0'S93,  and  forms  a  deliquescent  hydrochloride;  its  picrate  melts  at 
224°  and  its  auroehloride  at  196 — 198°  with  previous  decomposition. 

b-Coniceine  boils  at  158°,  is  not  hygroscopic,  and  has  a  sp.  gr.  of 
0'89?0  ;  it  is  kevo-rotatory  (  —  7°  48'),  a.nd  its  hydrochloride  is  stable 
in  the  air.  The  picrate  melts  at  226°,  and  the  auroehloride  at  207° 
with  slight  decomposition ;  the  platiuochloride  is  moderately  easily 
soluble. 

e-Coniceine  boils  at  150 — 151°  and  is  not  hygroscopic  ;  it  is  dextro¬ 
rotatory  (42°),  and  its  hydrochloride  is  very  deliquescent.  The 
melts  at  2^3 — 224°,  and  the  auroehloride  at  17e>°,  seemingly  without 
decomposition;  the  platinochloride  is  very  readily  soluble. 

F.  S.  K. 

Strychnine.  By  H.  Beckurts  (Arch.  Pharm.,  228,  313—325). — 
The  strychnine  employed,  prepared  from  commercial  nitrate,  crystal¬ 
lised  in  anhydrous,  four-sided  prisms,  which  melted  witu  blackening 
at  265°.  If  the  temperature  be  raised  quickly,  the  melting  point 
appears  to  be  considerably  higher.  Several  analyses  were  made,  the 
results  agreeing  best  with  the  formula  C2,ld22N202.  Laurent  (Annalen, 
69,  14)  has  shown  that  the  action  of  bromine  on  an  aqueous  solution 
of  strychnine  hydrochloride  converts  it  into  bromostryebnine,  which 
is  precipitable  by  ammonia  as  a  white,  crystalline  compound. 
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a- Monohrom ostrychnine,  C2,ns,BrN.>0,/is  obtained  by  adding  bromine 
(2  atoms)  in  the  form  of  bromine-water  to  a  solution  of  strychnine 
liydrobromide  (1  mol.),  and  then  precipitating  with  ammonia.  By  slow 
evaporation  of  the  alcoholic  solution  of  this  precipitate,  well-formed, 
rhombic  plates  are  obtained  which  melt  at  222°,  and  are  only  very 
slightly  soluble  in  water,  slightly  soluble  in  ether,  and  easily  in 
chloroform,  benzene,  and  alcohol.  The  aqueous  solution  has  an 
alkaline  reaction  and  a  very  bitter,  persistent  taste.  Its  colourless 
solution  in  concentrated  sulphuric  acid  gives  a  momentary,  lio-ht-blue 
coloration  ou  the  addition  of  potassium  dichromate.  The  aqueous 
solution  gives  precipitates  with  tannin,  potassium  mercury  iodide, 
phosphotungstic  acid,  phospliomolybdic  acid,  potassium  chromate, 
and  platinum  chloride.  Monobromostryclmine  hydrochloride. 
C2iH2lBrN202,HCl,  and  the  corresponding  liydrobromide,  nitrate,  and 
sulphate,  the  latter  with  7  mols.  H20,  are  easily  obtained  in  crystal¬ 
line  forms. 

a-Monohromostrychnine  methiodide ,  C2iH21BrN202,MeI,  is  obtained  by 
warming  an  alcoholic  solution  of  a-monobromostrychnine  with  excess 
of  methyl  iodide  for  several  hours  on  the  water-bath.  The  white, 
pearly,  crystalline  lamince  arc  sparingly  soluble  in  alcohol,  ether,  chlo¬ 
roform,  and  water ;  on  heating,  they  are  charred  without  melting. 
The  action  of  light  turns  them  yellow,  and  they  do  not  give  the  strych¬ 
nine  reaction  with  sulphuric  acid  and  potassium  dichromate.  The 
corresponding  hydroxide,  C2iH2lBrN202,Me0H  4-  4H20,  is  obtained  in 
slender,  white  needles  on  digesting  the  methiodide  compound  -with 
excess  of  silver  oxide  for  a  short  time  on  the  water-bath,  and  filtering 
off  the  silver  iodide  formed  ;  it  chars  at  260°  without  melting,  is  readily 
soluble  in  water  and  dilute  alcohol,  becomes  yellow  on  exposure  to 
light,  and  gives  a  very  changeable,  violet  coloration  with  sulphuric 
acid  and  potassium  dicliromate. 

Mononitrohromostrychnine,  C2iH2o(N02)BrN202,  is  prepared  by  gradu¬ 
ally  adding  5  grams  of  monobromostryelinine  nitrate  dried  at  105s 
to  50  grams  of  concentrated  sulphuric  acid  cooled  by  a  freezing  mix¬ 
ture.  After  three  days,  the  dark-yellow  liquid  is  poured  into  5  litres 
of  water,  and,  after  cooling,  supersaturated  with  ammonia.  The 
yellow,  flocculent  precipitate,  recrystal lised  from  alcohol,  gives  pale- 
yellow  prisms,  which  on  heating  intumesce  and  coke,  dissolve  easily 
in  acetone  and  dilute  alcohol,  but  with  difficulty  in  chloroform,  ben¬ 
zene,  and  water.  With  sulphuric  acid  and  potassium  dicliromate,  the 
compound  gives  the  strychnine  reaction.  The  base  does  not  give 
well-crystallised  salts  with  acids.  The  liydrobromide  and  hydro¬ 
chloride  are  yellow  and  amorphous.  With  platinic  chloride,  the 
base  dissolved  in  hydrochloric  acid  gives  a  yellow,  crystalline  precipi¬ 
tate  of  the  platinocliloridc,  [C2iH2oBr(K'02)N20]2,ll2f)tCic,  which  is 
sparingly  soluble  in  alcohol. 

Amidobrom  ostrychnine ,  C2iH20Br(XH2)N2O2,  is  produced  by  heating 
a  hydrochloric  solution  of  the  corresponding  nitro-derivative  for  some 
hours  with  tin-foil  on  the  watcr-batli ;  the  dissolved  tin  is  removed  by 
hydrogen  sulphide  and  the  amido-componud  precipitated  by  ammonia. 
On  recrystallising  from  alcohol  of  sp.  gr.  0'93,  small,  brownish  needles 
are  obtained.  The  compound  is  only  slightly  soluble  in  chloroform, 
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acetone,  and  ether ;  the  solutions  quickly  decompose.  It  softens  at 
140°  and  melts  at  180°  to  a  brown  liquid.  The  solutions  in  acidified 
water  also  quickly  decompose.  The  yellow  platinochloride  soon 
becomes  violet  on  exposure  to  air.  J.  T. 

Brucine.  By  H.  Beckurts  (Arch.  Pharm.,  228,  326 — 330). — 
Laurent  has  described  a  monobromobrucine,  but  the  author  did  not 
succeed  in  obtaining  it  by  the  method  given.  If  bromine- water  is  added 
to  an  aqueous  solution  of  brncine  hydrobromide  in  the  proportion  of 
2  atoms  of  bromine  to  1  molecule  of  the  salt,  a  precipitate  appears  which 
is  first  violet,  then  brown,  and  finally  pure  yellow  ;  it  has  the  formula 
CaH^bToChBiv  This  compound  dissolved  iu  dilute  alcohol,  has  an 
alkaline  reaction ;  in  the  air  it  gradually  forms  an  intense,  red  syrup. 
At  150°  it  evolves  bromine,  becoming  brown,  and  at  higher  tempera¬ 
tures  it  chars.  The  aqueous  solution  of  the  compound  has  an  acid 
reaction,  and  on  concentration  white  or  brownish  plates  of  brncine 
hydrobromide,  CaaHogAkO^HBr  +  obLO,  crystallise  out.  The  mother 
liquor  on  evaporation  gives  a  residue  which  appears  to  be  dibromo- 
brncine,  C23H21Br2N20.i.  10  grams  of  brucine  treated  with  200  grams 

of  chlorine-water  dissolved,  but  gave  uo  crystalline  product  on 
evaporation  ;  the  deep-red,  amorphous,  dry  residue,  dichlorobrucine , 
C23H2iC121S,20.4,  is  insoluble  in  ether,  chloroform,  benzene,  and  absolute 
alcohol.  If  a  mixture  of  brucine  and  stryclmine  is  treated  with 
chlorine- water,  the  former  goes  into  solution  as  dichlorobrucine,  and 
the  residue  of  stryclmine  salt  will  then  give  the  strychnine  reaction 
with  sulphuric  acid  and  potassium  dichromate.  J.  T. 

Stereochemistry  of  Nitrogen.  By  C.  A.  Bisciioff  ( Her .,  23, 
1967 — 1972). — It  is  generally  assumed  that  in  the  case  of  a  compound 
containing  three  radicles  combined  with  a  trivalent  nitrogen -atom,  no 
isomerides  can  exist.  The  author  believes,  however,  that  it  is  possible 
such  isomerides  may  be  found  where  the  radicals  combined  with  the 
nitrogen-atom  become  more  complex,  in  which  case,  judging  from  his 
experience  in  the  succinic  acid  group,  the  various  isomerides  would 
not  so  readily  pass  one  into  the  other.  He  further  points  out  that 
an  isomeric  metliyldiphenylamine  has  already  been  described  by 
Girard,  Vogt,  and  Bardy,  which  Beilstein  (Uandbuch,  2,  255),  on 
account  of  the  theoretical  impossibility  of  an  isomeric  methyldiplienyl- 
amine,  regards  as  plienyltolnidine.  The  physical  constants  of  the 
compound  do  not  agree  well  with  this  supposition,  and  a  further 
investigation  of  the  matter  is  therefore  necessary. 

A  second  group  of  nitrogen  compounds  in  which  isomerides  may 
possibly  exist,  contains  those  in  which  the  nitrogen-atom  is  combined 
with  carbon  by  double  or  triple  linkage.  In  this  case,  as  already 
frequently  stated,  the  isomerism  is  due  to  the  fact  that  the  mutual 
approximation  of  the  doubly-linked  atoms  hinders  the  freedom  of 
rotation.  The  third  group,  quite  distinct  from  both  the  foregoing,  is 
that  of  the  hydroxylamine-derivatives. 

According  to  the  author’s  ideas,  the  nitrogen-atom  may  be  graphic¬ 
ally  represented  in  a  similar  manner  to  the  carbon-tetrahedron  by  a 
quadratic  pyramid;  in  its  compounds,  as,  for  instance,  ammonium 
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chloride,  the  four  liydrogeu-atoms  are  situated  at  the  four  corners  of 
the  base,  and  the  chlorine-atom  at  the  apex.  The  direction  of  the 
valency  at  the  apex  makes,  with  that  of  each  of  the  valencies  at  the 
base,  an  angle  of  120°.  In  hydroxylamine,  one  atom  of  hydrogen  is 
regarded  as  situated  at  the  apex,  and  the  remaining  atoms  of  hydro¬ 
gen  and  the  oxygen-atom  at  the  base.  Isomerides  can  then  be  formed 
by  the  substitution  of  the  hydrogen  at  the  apex  or  one  of  those  at 
the  base  by  monovalent  radicles.  When,  as  in  the  case  of  the  oximes, 
two  hydrogen-atoms  are  replaced,  three  isomerides  are  possible,  in 
which  either  both  the  hydrogen-atoms  at  the  base  are  replaced, 
or  the  hydrogen-atom  at  the  apex  and  one  of  those  at  the  base.  If 
the  pentavalent  nitrogen-atom  passes  into  a  tri valent  atom,  as  when 
ammonium  chloride  loses  hydrogen  chloride,  the  three  hydrogen- 
atoms  rearrange  themselves  symmetrically,  the  directions  of  the  three 
remaining  valencies  then  forming  with  one  another  an  angle  of  120°. 

H.  Gr.  C. 

Stereochemical  Studies  in  the  Piperazine-group.  By  C.  A. 

BiscnOFF  ( Ber .,  23,  1972—1976). — The  object  of  the  researches  of 
the  author  and  his  pupils  on  the  mixed  carbon  and  nitrogen  rings  is 
eventually  to  ascertain  under  what  conditions  the  formation  of  closed 

Cx 

chains  of  the  general  formula  A'Ny^^^N'B  takes  place,  A  and  B 

representing  monovalent  radicles,  and  x  and  y  the  number  of  carbon- 
atoms  between  the  two  nitrogen-atoms.  In  the  present  paper,  only 
the  case  where  x  =  y  ~  2  is  discussed,  that  is,  the  formation  of  the 
members  of  the  piperazine-group. 

Starting  with  the  assumption  that  the  valencies  of  the  carbon-atom 
make  with  one  another  an  angle  of  109°  28',  and  those  of  the  triva- 
lent  nitrogen-atom  120°,  it  is  found  that  tw70  spacial  configurations  of 
the  piperazine  skeleton  arc  possible,  namely  : — 


NH 


NH 


/I 

/I 

c  c 

i  i 

c  c 

1  1  > 
c  c 

<u 

\l 

1/ 

NH 

HN 

I. 

II. 

the  conditions  of  equilibrium  being  more  favourable  in  the  second 
case.  The  results  given  in  some  of  the  following  abstracts  appear  to 
show7  that  isomerides  corresponding  with  these  formnhn  do  exist. 
Moreover,  it  is  found  that  the  nature  of  the  radicals  A  and  l>  exerts 
an  influence  on  the  relative  facility  with  w'hich  ono  form  passes  info 
the  other,  and  also  appears  to  determine  wdiethcr  ring-loruial  ion  takes 
place  or  not.  Thus,  whilst  ethylene-derivatives  readily  condense  with 
all  primary  amido-bascs  to  form  piperazines,  the  propylene-deriva¬ 
tives  do  not  behave  in  a  similar  manner,  and  orthotoluidme  does  not 
form  a  closed  chain  under  circumstances  in  which  paralolnidiuc  and 
aniline  readily  do  so. 
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The  influence  of  the  alkyl-groups  may  also  be  observed  in  the 
closed  chains  containing  an  oxygen-atom  in  the  ring,  especially  as 
regards  the  ease  with  which  they  are  attacked  by  potash. 

The  action  of  nitrous  acid  on  the  piperazines  does  not  always  take 
place  in  the  same  manner,  compounds  being  formed  which  in  some 
cases  give  Liebermann’s  reaction,  and  in  others  not,  whilst  in  certain 
cases  the  action  is  chiefly  an  oxidising  one.  An  important  difference 
between  the  piperazine-  and  piperidine-derivatives  is  that,  in  the 
former,  hydrogen  is  never  removed  by  oxidation  without  oxygen 
being  substituted  for  it.  H.  G\  C. 

Diphenylpiperazine.  By  C.  A.  Bischoff  and  C.  Trapesoxzjaxz 
( Her .,  23,  1977 — 1981). — The  preparation  of  diphenylpiperazine  has 
already  been  described  (Abstr.,  1SS9,  1010).  Nitrous  acid  acts  on 
diparamethoxydiphenylpiperazine, 

^feO-C6Il4-N<^;‘.cH!>X'C6Hl'OMe) 

(Joe.  cit.')  with  formation  of  three  compounds,  the  first  of  which  crys¬ 
tallises  in  reddish-yellow  needles  melting  at  150 — 155°,  the  second, 
in  brownish-black  needles  melting  at  155°,  and  the  third,  in  red  plates 
melting  at  215 — 220°.  The  first  two  give  Liebermann’s  reaction,  but 
not  the  third. 

When  phenetidine  hydrochloride  (34  grams)  is  treated  with 
ethylene  bromide  (18  grams),  sodium  carbonate  (34  grams),  and 
water  (200  grams),  besides  diparaethoxydiphenylpiperazine,  the 
secondary  base,  ethylene  diparciethoxydiphenyldiamine, 

C2H4(NH-C6H4-OEt)2, 

is  obtained.  It  crystallises  from  a  mixture  of  ether  and  alcohol  in 
colourless  plates  melting  at  98°,  and  on  further  treatment  with 
ethylene  bromide  yields  the  above  diparaethoxydiphenylpiperazine. 
This  melts  at  218 — 223°,  and  by  the  action  of  nitrous  acid  yields 
mononitrosodiparaethoxydiphenylpiperazine,  C20H25N3O3,  melting  at  S0°, 
and  decomposing  at  170°,  and  a  compound,  C20H24N4O6,  which  forms 
yellowish-red  needles  melting  at  120 — 130°. 

An  attempt  was  made  to  obtain  a  piperazine  from  propylene 
bromide  by  the  action  of  aniline  and  sodium  carbonate,  but  without 
success.  H.  G.  C. 

Diphenyl-a-/-  and  ac-diketopiperazines.  By  C.  A.  Bischoff 
and  A.  Hausdoefer  (Per.,  23,  1987 — 1991). — The  phenylglycin  re¬ 
quired  for  the  preparation  of  diphenyl-oey-diketopiperazine  was  ob¬ 
tained  by  Hausdorfer’s  method  (Abstr.,  1SS9,  1013),  which  gives  a 
better  yield  than  that  proposed  by  Rebuffat  ( Gazzetta ,  20,  122). 

pTT  ,p(") 

Diphenyl-a7-diketopiperazine,  P1iN<qq  )>NPli,  is  only  acted 

on  by  the  gaseous  mixture  of  oxides  of  nitrogen  evolved  from  ar- 
senions  oxide  and  nitric  acid,  the  quantity  of  substance  obtained  being 
then  only  small  and  difficult  to  purify.  By  the  oxidation  of  this 
piperazine,  the  authors  obtained  results  agreeing  exactly  with  those 
of  Abenius  (this  vol.,  p.  525). 
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The  compound  obtained  as  a  bye-product  on  heating  ethoxyphenyl- 
glycin  (Abstr.,  1880,  1012)  when  heated  with  acetic  anhydride 
gives  a  diparaethoxyphenyldiketopiperazine,  which  is  not  identical 
with  the  «7-com pound  previously  obtained,  and  is  probably  the 
•  PIT  -Pf)  1  J 

ar-compound,  EtO-CGH4-K<CH^CQ>N-CGHi-OEt.  It  forms  colour- 

loss,  lustrous  tablets  melting  at  177 — 178°. 

pTT  ,pp 

Diphenyl-ar-diketopiperazine,  PhN<^H'_C0>NPh,  is  acted  on 

by  nitrons  acid  with  formation  of  a  golden-yellow  compound  melting 
at  93°.  It  has  the  formula  CIGRuN202  or  C1GH12N202,  and  contains 
therefore  no  more  nitrogen  and  oxygen  than  the  original  piperazine. 
It  is  at  present  undergoing  further  investigation.  H.  G.  C. 

Ortho-  and  Para-ditolylpiperazines  and  /3-Dinaphthylpiper- 
azine.  By  C.  A.  BiscHOFFand  A.  Hausdorfer  ( Per .,  23,  1981 — 1986). 

CHvCHo  y 

—  Ortlioditohj Ipiperazi ne,  CGH1Me'N<^H^-H-^>N-CGHiMe,  is  obtained 

in  the  same  manner  as  diphenylpiperazine,  the  yield  in  this  case  being 
the  worst  of  any  in  the  piperazine -group,  ethylcneditolylamine  being 
obtained  as  a  bye-product  in  the  reaction.  Ortkoditolylpiperazine 
melts  at  109 — 171°,  and  yields  on  treatment  with  nitrogen  trioxide  in 
sulphuric  acid  solution  a  compound,  CiALoNiCh  or  C!tjHi8X404,  melt¬ 
ing  at  282°,  which  does  not  show  Liebermann’s  reaction. 

P araditolylpiperazine  is  much  more  readily  prepared  than  the  ortho- 
compouud,  and  is  best  crystallised  from  chloroform.  It  melts  at  187°, 
and  is  converted  by  nitrons  acid  into  a  compound  crystallising  in  red 
prisms  and  melting  at  175°,  which  gives  Liebermann’s  reaction. 

CHvCEL> 

fi-Dinaphthylpiperazine,  C10H,*X  <  ^  jj2.Qj^2>N*Ci0H7,  obtained 

from  /?-naphthylamine,  sodium  carbonate,  and  ethylene  bromide, 
forms  colourless  crystals  melting  at  228'.  As  a  byc-product,  the 
compound  ethylenedi-ft-naphthyldiamine,  C2H,(NH-Ci0H-)2,  is  obtained  ; 
this  forms  colourless,  lustrous  plates  or  needles  which  melt  at 
149 — 150°.  H.  G.  C. 

Hydrastine :  a  Correction.  By  M.  Heim  (Per.,  23,  2169). — 
The  compound  (m.  p.  166 — 169°)  obtained  by  Freund  and  Rosenberg 
(compare  this  vol.,  p.  533)  from  methylhydrastine  methiodide  by  the 
action  of  alkalis,  has  the  formula  C20H22Ou,  not  C^HonOa  as  given. 
F.  Schmidt  prepared,  by  the  same  method,  a  compound  of  the 
formula  CboH^Cb  ;  the  difference  is  possibly  caused  by  the  manner 
of  drying,  the  one  being  done  at  ordinary  temperatures,  (be  other  at 
100°.  '  J.  B.  T. 

Conversion  of  Tropidine  into  Tropine.  By  A.  Ladexiiurc. 
(Per.,  23,  2225;  compare  this  vol.,  p.  1107). — Further  experiments 
have  shown  that  the  base  obtained  by  treating  tropidine  with  hydro- 
bromic  acid  in  the  cold  is  identical  with  tropine.  F.  S.  lv. 
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Influence  of  Muscular  Work,  Hunger,  and  Temperature  oil 
the  Exhalation  of  Carbonic  Anhydride.  By  V.  Grandis  ( Ghent . 
Gentr .,  1890,  i,  1069  ;  from  Arch,  ltalien  de  Biologie,  12). — Experi¬ 
ments  with  dogs  gave  the  following  results: — 

1.  More  carbonic  anhydride  is  exhaled  during  muscular  work  than 
when  the  animal  is  at  rest,  whatever  the  conditions  as  regards  food 
are. 

2.  When  both  fasting  and  tired,  the  animals  exhaled  less  carbonic 
anhydride  than  under  normal  conditions,  although  for  the  first  few 
hours  after  work  the  amount  exhaled  was  greater. 

3.  The  weight  of  the  animal  decreases  much  more  rapidly  after 
exercise  than  when  fasting,  six  hours’  exei’cise  causing  as  great  a  loss 
of  weight  as  when  the  animal  fasted  for  four  days. 

4.  If,  after  a  seven  days’  fast,  the  animal  is  fed  with  double  the 

usual  amount  of  food,  it  regains  its  weight  in  three  or  four  days,  but 
this  cannot  be  accomplished  with  animal  food  only.  The  breathing 
is  less  rapid  during  fasting,  as  also  is  the  heart’s  action,  especially  in 
a  warm  atmosphere.  J.  W.  L. 

Glycogen  in  the  Liver  and  Muscles.  By  E.  Hergexhahk 
( Zeit .  Biol.,  27,  215 — 227). — The  conclusions  from  seven  series  of 
experiments,  which  are  given  with  full  analytical  details  and  charts 
of  results,  are  the  following-: — 

1.  The  liver  glycogen  dwindles  in  hens  after  six  days’  inanition  to 
very  small  quantities  (O'O  to  0-09S  gram ;  compare  Prausnitz,  this 
vol.,  p.  810). 

2.  The  muscle  glycogen,  on  the  other  hand,  after  the  same  period, 
is  still  present  in  considerable  amount,  although  varying  between 
wide  limits  (0-053  to  1'5S  grams). 

3.  At  the  end  of  the  period  of  abstineuce,  the  store  of  muscle- 
glycogen  in  all  the  experiments  preponderated. 

4.  On  the  administration  of  cane-sugar,  the  liver  glycogen  soon 
shows  a  great  increase;  the  muscle  glycogen  shows  no  important 
rise  until  12  hours  after  the  feeding. 

5.  As  is  shown  graphically  by  curves,  about  six  hours  after  the 
administration  of  cane-sugar  as  food,  the  liver  glycogen  has  increased 
so  much  that  it  equals  in  amount  the  muscle  glycogen.  Later  on,  its 
amount  exceeds  that  in  the  muscles,  the  time  when  this  occurs  vary¬ 
ing  with  the  dose  ;  for  instance,  with 

10  grams  of  cane-sugar,  in  15  hours. 

20  „  „  20  „ 

30  „  „  26  ., 

6.  The  maximum  of  the  liver  glycogen  occurs  earlier  when  the" 
dose  of  sugar  is  small ;  for  instance, 
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Quantity  of  canc-sngar 
given. 

Maximum  of  liver- 
glycogen  appeared  in— 

Average  amount  of  the 
maximum. 

10  grams 

12  hours 

1  '625  grams 

20  „ 

16  „ 

1 -9S0  „ 

30  „ 

20  ,, 

3  ‘OSO  yy 

7.  The  maximum  of  the  muscle  glycogen  is  independent  of  the 
amount  of  sugar  administered,  and  appears  12  to  24  hours  after  the 
food  is  given. 

8.  As  a  rule,  the  maximum  of  the  liver  glycogen  is  somewhat 
greater  than  that  of  the  muscle  glycogen,  but  both  are  proportional 
to  the  amount  of  cane-sugar  given. 

9.  The  difference  of  time  in  the  occurrence  of  the  two  maxima  is 

lessened  by  increasing  the  amount  of  cane-sugar  given.  It  vanishes 
with  a  dose  of  30  grams.  W.  D.  H. 

Formation  of  Glycogen  in  Muscle  with  an  Artificial 
Circulation.  By  E.  Kulz  (Zeit.  Biol.,  27,  237 — 246). — Previous 
observers  have  stated  that  a  liver  freshly  removed  from  the  body 
continues  to  form  glycogen  from  dextrose  dissolved  iu  blood  arti¬ 
ficially  pumped  through  the  organ.  In  the  present  research,  similar 
experiments  were  made  with  the  muscles  of  the  lower  extremities  of 
dogs.  These  were,  after  the  death  of  the  animal,  kept  at  the  body 
temperature,  and  after  an  experiment  lasting  five  or  six  hours  were 
still  found  excitable  and  contractile  when  tested  with  an  electric 
stimulus.  A  measured  quantity  of  blood  was  pumped  through  each 
limb  in  some  experiments,  but  that  passed  through  one  limb  had  a 
known  quantity  of  dextrose  or  cane-sugar  dissolved  in  it;  at  the  end 
of  the  experiment  the  amounts  of  glycogen  in  each  limb  were  esti¬ 
mated  and  compared  with  one  another  ;  the  amount  of  sugar  left  in 
the  blood  was  also  estimated.  In  other  experiments,  the  control  limb 
was  not  subjected  to  an  artificial  circulation,  but  the  glycogen  in  it 
was  estimated  immediately  after  death.  In  a  third  series  of  experi¬ 
ments,  the  estimations  were  made  not  for  the  entire  limbs,  but  for 
individual  muscles  of  the  limbs.  The  third  series  is  regarded  as 
unsatisfactory;  the  corresponding  muscles  of  the  two  sides  were 
practically  equal  iu  so  far  as  their  glycogen  was  concerned,  or  if  any 
difference  at  all  occurred,  the  control  muscle  contained  the  more 
glycogen.  The  muscles,  however,  did  not  respond  to  the  electric 
current,  and  so  may  be  regarded  as  dead.  Death  does  not  occur  so 
soon  when  the  whole  limb  is  left  intact,  and  the  results  of  experi¬ 
ments  conducted  on  this  plan  are,  therefore,  regarded  as  more  trust¬ 
worthy.  Here  it  was  found  (except  in  two  instances  where  the 
differences  are  so  small  as  to  come  within  the  limits  of  experimental 
errors)  that  the  limb  through  which  the  blood  containing  sugar  had 
been  pumped  contained  the  greater  amount  of  glycogen.  This  is 
regarded  as  evidence  that  the  muscles  have  in  themselves  the  power 
of  producing  glycogen  from  sugar,  and  arc  not  merely  dependent  on 
the  liver  for  their  supply  of  glycogen.  W.  D.  11. 
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Phloridzin  Diabetes.  By  F.  Moritz  and  TV.  Prausnitz  (Zeit. 
Jiiol .,  27,  81 — 118). — J.  v.  Mering  ( Verhandl .  d.  V  and  VI  Congress 
inn.  Med.,  Zeit.  Min.  Med.,  14,  405  ;  16,  431)  has  discovered  in 
phloridzin  an  agent  by  means  of  which  diabetes  can  be  artificially 
produced  in  animals.  Phloridzin  is  a  glucoside,  which,  by  boiling 
with  an  acid,  is  decomposed,  yielding  a  sugar  phlorose,  which  is 
almost  identical  with  dextrose,  and  phloretin,  which,  by  the  action  of 
caustic  alkali,  is  split  into  phloroglucinol  and  phloretic  acid.  The  con¬ 
stitution  of  phloridzin  is  not  known  with  certainty ;  phloretic  acid, 
however,  is  the  acid  of  an  aromatic  alcohol,  and  phloroglucinol  is  a 
trihydric  aromatic  alcohol  or  phenol.  It  is  probable  that  phloridzin 
contains  free  aromatic  hydroxyl-groups.  It  therefore  was  necessary 
in  the  course  of  the  investigation  to  determine  the  amount  of  ethereal 
hydrogen  sulphate  in  the  urine  in  addition  to  the  sugar.  The  results 
of  these  experiments  and  others  bearing  on  the  influence  of  the  drug 
on  metabolism  and  other  points  may  be  thus  stated  : — 

The  phloridzin  used  was  pure  ;  it  yielded  phloretin  which  crystal¬ 
lised  in  needles  melting  at  226 — 230°,  thus  differing  fi'om  that  origin¬ 
ally  described  by  Stas  (Annalen,  30,  200),  which  crystallised  in 
plates  melting  at  180°.  A  simple  reaction  for  phloridzin  is  the  red 
colour  produced  on  evaporating  it  with  a  few  drops  of  a  solution  of 
vanillin  in  alcohol,  and  a  little  hydrochloric  acid.  Iron  chloride 
gives  a  brown  coloration  with  solution  of  phloridzin.  Neither  of 
these  tests,  however,  can  be  used  for  its  identification  in  feces,  as 
they  are  not  characteristic.  Phloridzin  may  be  best  detected  and 
estimated  by  the  yield  of  sugar  produced  after  hydrolysis  with  sul¬ 
phuric  acid.  The  absorption  of  phloridzin  in  the  alimentary  canal 
appears  to  be  rapid  and  complete.  After  feeding  an  auimal  on  the 
drug  in  doses  of  1  gram  per  kilo,  of  body  weight,  it  is  not  recog¬ 
nisable  in  the  feces.  For  a  space  of  two  days  on  the  average  after 
the  administration  of  the  drug,  the  urine  contains  a  substance  which 
gives  a  brown  coloration  with  ferric  chloride.  The  urine  also  contains 
an  increased  quautity  of  ethereal  hydrogen  sulphates  on  the  day  of 
the  dose,  and  the  succeeding  day ;  the  increase  is  so  marked  that  it  is 
only  explicable  on  the  grounds  that  part  of  the  phloridzin  given  is 
combined  in  the  urine  as  a  sulphate.  The  following  table  represents 
the  result  of  an  experiment  on  a  dog,  bearing  out  this  statement : — 


Sulphuric  acid. 

Date. 

As  normal  sul¬ 
phate  (a). 

As  ethereal 
sulphate  ( b ). 

a  :  b. 

Remarks. 

24th  Nov.  . 

0-69 

mm 

1:0-2 

Normal. 

4th  Dec.  . 

0'S5 

IBssS 

1  :  013 

Normal. 

6th  Dec.  . 

0-21 

1:2-0 

G  gr.  of  phloridzin  given. 

7th  Dec.  . 

0-06 

■■ 

1  :  0  -34 

The  excretion  of  phloridzin,  and  the  accompanying  glycosuria, 
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appears  to  be  completed  within  the  second  day  after  its  administra¬ 
tion.  The  total  quantity  of  sugar  in  the  nrine  is  far  greater  than  can 
he  accounted  for  by  the  phlorose  derived  from  the  drug  itself ;  it  is  a 
form  of  sugar  which  completely  disappears  under  the  influence  of 
yeast,  and  is  thus  dextrose,  doubtless  mixed  with  phlorose. 

Phloretin  also  causes  glycosuria,  hut  not  so  mai’kedly  as  does 
phloridzin.  Phloroglucinol  and  phloretic  acid  do  not  produce  this 
result.  Phloridzin  diabetes  is  analogous  to  the  most  severe  form  of 
human  diabetes  ;  it  occurs  whatever  the  diet  may  he :  meat,  carbo¬ 
hydrate,  or  fat,  or  mixtures  of  these,  or  wheu  no  food  is  given  at  all. 
The  excretion  of  sugar  begins  about  three  hours  after  the  drug  has 
been  given,  rises  quickly  to  a  maximum,  and  as  rapidly  falls;  this 
corresponds  to  the  rate  of  absorption  and  excretion  of  the  drug.  The 
percentage  sugar  contents  of  the  urine  varies  greatly.  A  minimum 
of  6  per  cent,  and  a  maximum  of  13*5  per  cent,  were  observed.  It 
varies  with  the  amount  of  phloridzin  given,  and  also  with  the  amount 
of  food  taken.  In  this  latter  particular  an  increase  of  meat  in  the 
diet  produces  a  more  marked  effect  than  an  increase  of  the  carbo¬ 
hydrates  :  this  is,  probably,  dependent  on  the  slower  absorption  of 
starch.  If  one  calculates  the  maximal  amount  of  sugar  theoretically 
possible  from  the  food,  after  allowing  for  the  carbon  discharged  as 
urea,  it  is  found  that  the  quantity  of  sugar  in  the  urine  is  much  less, 
but  in  the  case  of  meat  diet  is  greater  than '  in  the  case  of  starchy 
foods.  The  output  of  sugar  during’  hunger  and  during  a  fatty  diet 
is  very  great,  relatively  much  greater  than  when  carbohydrates  and 
meat  are  taken.  The  destructive  metabolism  of  protei'd.s  during  an 
abundant  meat  diet  is  only  slightly  increased  by  phloridzin ;  this  is 
very  different  from  what  occurs  during  inauition,  then  the  nitro¬ 
genous  output  may  be  twice  that  of  the  normal  ;  the  increase  is  not 
so  marked  when  fat  is  given  as  during  absolute  abstinence  from  food ; 
carbohydrate  food  lessens  the  increase  still  more.  W.  D.  H. 

Phloridzin  Diabetes.  By  E.  Kulz  and  A.  E.  Winoirr  (Zdt. 
Biol.,  27,  181 — 214). — J.  v.  Alering,  in  his  researches  on  this  subject 
(see  preceding  abstract),  has  administered  phloridzin  to  animals  after 
varying  periods  of  inanition.  He  believes  that  these  periods  are 
sufficiently  long  to  enable  the  animal  to  get  rid  of  all  its  glycogen, 
and  as  the  amount  of  sugar  in  the  urine  is  greater  than  that  derivable 
from  tbe  drug,  concludes  that  the  source  of  the  sugar  must  in  these 
cases  be,  for  the  greater  part,  the  proteids  of  the  body.  Although  in 
his  last  published  papers,  v.  tiering  admits  the  presence  of  a  small 
amount  of  glycogen  in  the  animals  killed  after  phloridzin  poisoning, 
he  does  not  consider  that  this  is  sufficient  to  cause  him  to  alter  his 
original  conclusions.  The  present  research,  undertaken  before  the 
appearance  of  v.  Alering’s  last  paper,  had  for  its  chief  object  the 
ascertaining  of  tbe  fact  whether  the  animals,  after  long  abstinence 
from  food  and  dosing  with  phloridzin,  are  absolutely  glycogen  five. 
It  was  found  that  they  were  not  ;  the  quantity  of  glycogen, 
especially  in  the  muscles,  being  so  great  as  in  the  authors  opinion  to 
considerably  invalidate  v.  Mering’s  position.  A  large  number  of 
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experiments  on  different  species  of  animals  are  recorded  with  great 
fulness,  and  analytical  details  are  succinctly  tabled. 

Minor  points  to  be  noted  are  the  facts  that  phloretin  (except  in 
hens)  causes  diabetes,  though  not  so  powerfully  as  phloridzin ;  and 
that  frogs  do  not  suffer  from  glycosuria  after  the  administration  of 
either  drug. 

The  paper  concludes  with  some  polemical  remarks  regarding  the 
method  of  glycogen  estimation  used  by  v.  Mering.  \V\  D.  H. 


Chemistry  of  Vegetable  Physiology  and  Agriculture. 


Silicic  Acid  as  a  Culture  Medium  for  Organisms.  By  W, 

Kuhne  ( Zeit .  Biol.,  27,  172 — 179). — Silicic  acid  prepared  from  water 
glass  by  the  addition  of  hydrochloric  acid,  and  dialysed  until  free  from 
acid  and  sodium  chloride,  coagulates  after  a  time,  especially  on  the 
addition  of  sodium  chloride.  The  solution  found  best  for  the  purpose 
was  one  of  sp.  gr,  1'02,  containing  3'4  per  cent,  of  anhydrous  silicic 
acid.  After  a  few  days,  this  sets  to  a  clear,  transparent  jelly.  This 
mixed  with  nutritive  substances  (meat  extract,  deuteroalbumose,  &c.), 
and  sterilised  by  heating  in  metallic  vessels  at  1G0 — 170u,  is  recom¬ 
mended  as  a  culture  medium  for  micro-organisms.  W  D.  H. 

Occurrence  of  Boron  in  the  Vegetable  Kingdom  and  its 
Physiological  Meaning.  By  E.  Hotter  ( Lamlw .  Versuchs-Stat.,  37, 
437 — 458). — A  large  number  of  ashes  of  fruits,  leaves,  and  twigs  of 
fruit  trees  and  portions  of  other  plants  were  tested  for  boron.  1  to 
1*5  grams  of  the  ash  was  dissolved  in  4  per  cent,  hydrochloric  acid 
(10 — 15  c.c.)  and  tested  with  turmeric  paper;  if  the  result  was  un¬ 
certain  or  negative,  a  larger  quantity  of  ash  was  tested  with  sulphuric 
acid  and  ethyl  alcohol.  Boric  acid  was  found  in  the  ashes  of  all  the 
fruits  which  were  examined;  other  ashes  contained  less. 

In  order  to  ascertain  the  physiological  action  of  boron  in  plants, 
water- culture  experiments  were  made  with  Bisum  sativum  and  Zea 
Metis.  When  much  boron  is  taken  up  by  the  plant,  the  chlorophyll 
is  destroyed,  and  consequently  the  process  of  assimilation  stopped  ; 
and  the  root  dies.  When  the  amount  of  boron  in  the  nutritive  solu¬ 
tion  is  increased,  the  plant  becomes  still  less  healthy ;  writh 
1  gram  per  litre  the  dry  pi'oduee  is  very  slight.  Free  boric 
acid  is  more  prejudicial  than  the  alkali  salts.  Different  kinds  of 
plants  are  differently  affected  by  the  same  amount  of  boron  ;  peas 
were  much  less  able  to  resist  its  action  than  maize.  The  distribution 
of  the  boron  was  nearly  equal  in  the  healthy  and  unhealthy  organs. 

N.  H.  J.  M. 

Composition  of  the  Ash  of  Tobacco  Leaves.  By  J.  M.  van 

Bejimelen  (Land.  Vers  ucks- St  at.,  37,  409 — 436)- — According  to 
Nessler,  Schloesing,  and  others,  tobacco  will  burn  wrell  w'hich  is  rich 
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in  organic  potassium  salts.  Too  much  potassium  nitrate  is  injurious ; 
potassium  chloride  is  also  injurious,  and  calcium  and  magnesium 
chlorides  still  more  so,  owing  to  their  fusibility  and  the  consequent 
encasing  of  unburnt  organic  matter.  Of  organic  substances,  too  much 
fat  and  too  much  albumin  neutralise  the  good  effect  of  organic 
potassium  salts.  It  is  of  importance  that  the  albuminoids  and  carbo¬ 
hydrates  should  be  sufficiently  decomposed  in  the  curiug. 

Ash  analyses  are  given  of  tobacco  from  Java,  Mexico,  Japan, 
Hungary,  and  Virginia.  The  results  show  that  leaves  of  the  best 
quality  contain  1*2  to  15  per  cent,  of  mineral  matter  (silica  excluded), 
not  much  chlorine  and  sulphuric  acid,  no  soda,  or  very  little,  and 
much  potash,  lime,  and  magnesia  in  combination  with  organic  acids; 
that  in  the  ash,  not  only  the  relation  between  the  carbonates  and  the 
chlorides  and  sulphates  (C03 :  Cl  4-  S03)  is  high  (not  under  7),  but 
also  that  the  relation  between  the  potash  and  chlorides  and  sulphates 
(K  :  Cl  +  S03)  is  uot  under  2. 

Tobacco  which  burns  badly  either  contains  an  excess  of  chlorine 
and  sulphuric  acid  over  the  amount  of  potash,  or  else  the  amount  of 
potassium,  compared  with  that  of  chlorine  and  sulphuric  acid,  is  low, 
owing  to  the  potash  being  partially  replaced  by  soda.  It  is  important 
to  determine  how  far  lime  may  replace  potash.  The  total  amount  of 
ash  iu  the  best  tobacco  of  different  countries  varies  only  slightly,  and 
as  the  amount  of  chlorine,  sulphuric  acid,  and  soda  is  small,  it  is  not 
improbable  that  lime,  magnesia,  and  potash,  as  organic  salts,  can 
replace  one  auother  within  certain  limits.  N.  H.  J.  M. 

Loss  of  Nitrogen  in  Acid  Fodders.  By  F.  W.  Woll  ( Landw . 
Versuchs-Stcit.,  37,  466 — 469). — A  reply  to  Kellner  and  Sawano  (this 
vol.,  p.  546).  Although  acid  clover  and  other  Legumiuosa)  lose 
nitrogen  by  dissociation  of  ammonium  salts  in  drying,  it  has  been 
shown  that  such  a  loss  either  does  uot  take  place  at  all,  or  is  only  very 
slight  in  the  case  of  the  acid  fodders  poorer  in  nitrogen,  as  for 
instance,  green  maize.  In  this  case,  the  loss  of  nitrogen  is  due  to  the 
action  of  ferments.  N.  II.  J.  M. 

Composition  of  Soils.  By  J.  M.  van  Beumelen  ( Laiulu- .  Versuchs- 
Stat.,  37,347 — 373;  compare  this  vol.,  pp.  S22,  823,  832). — In  the 
soils  examined  by  the  author,  namely,  sea  mud,  arable  land,  and 
volcanic  arable  land  (Sumatra  and  Java),  it  was  found  that  tho 
amount  of  humus  in  relation  to  that  of  the  clay,  was  greatest  in 
freshly  deposited  mud  ;  the  heavy  clay  contained  30  per  cent,  of  silica 
and  alumina,  and  6*9  per  cent,  of  humus  ;  the  lighter  day,  17  per  cent, 
of  silica,  and  3*2  per  cent,  of  humus.  The  percentage  of  nitrogen  in 
humus  varied  from  4*5  to  7  per  ceut.  The  humus  contains  absorbed 
mineral  matter,  especially  alkaline  bases,  which  are  of  considerable 
impoi’tance  for  the  fertility  of  the  soil.  The  fertility  of  soil  also 
depends  on  the  state  of  humification  of  the  organic  matter,  l'itscb’s 
experiments  ( Landw .  Versuchs-Stat.,  26,  1)  show  that  Gramlean  s 
conclusions  with  regard  to  his  so-called  maticre  noire  were  erroneous. 

The  volcanic  clay  contained  more  colloidal  silicates  than  ordinary 
clay,  and  was  also  more  readily  decomposed  by  hydrochloric  acid  and 
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by  dilute  aqueous  potash.  Ordinary  clay  contains  more  silicates 
decomposable  by  sulphuric  acid. 

With  regard  to  the  alkaline  bases  in  the  colloidal  silicates  and 
hnmates,  it  is  suggested  that  the  lime  in  the  silicate  is  only  in 
the  most  readily  soluble  portion  ;  or  else  that  dilute  hydrochloric 
acid  can  extract  lime  from  the  colloidal  silicates  without  decomposing 
them.  The  amount  of  potash  is  greater  in  sea  and  river  clay  than  in 
volcanic  clay.  The  heavy  sea  clay  contained  1  per  cent,  of  potash ; 
the  lighter  clay  0*4  per  cent.  Magnesia  is  less  strongly  combined  in 
the  colloid  silicates  and  hnmates  than  potash,  but  more  strongly  than 
lime. 

The  percentage  of  phosphoric  acid  (soluble  in  nitric  acid)  in 
manured  or  unmannred  arable  land  is  generally  between  0'25  and 
O' 10,  except  when  the  soil  contains  much  chalk  or  sand,  when  it  may 
be  only  0’05.  1ST.  H.  J.  M. 

Causes  of  Fertility  of  the  Forest-land  of  Deli  (Sumatra)  and 
Java  for  Tobacco,  and  of  the  Decrease  of  Fertility.  By  J.  M. 

VAX  Bemmelen  ( Landic .  Versuc-hs-Stat.,  37,  374 — 408). — The  causes 
of  the  fertility  for  tobacco  of  the  volcanic  clay  of  Deli  are  the  fresh 
forest  soil,  its  loose  texture,  the  amount  of  humus  it  contains,  and 
probably  also  the  basic  composition  of  the  silicates.  The  frequency 
of  rain  during  the  period  of  growth  of  the  tobacco  plant  is  also 
favourable.  The  cause  of  decrease  of  fertility,  which  does  not  seem 
to  be  due  to  exhaustion  of  the  soil,  requires  investigation.  The  crops 
are  still  sufficiently  large,  but  the  quality  of  the  leaves  is  inferior. 
It  is  suggested  that  the  composition  of  the  humus  has  changed,  and 
that  the  soil  has  lost  its  looseness  of  texture.  The  author  suggests 
that  the  fertility  might  be  restored  by  occasionally  re-establishing 
the  forests  for  a  time.  N.  H.  J.  M. 

Loss  of  Nitrogen  during  the  Fermentation  of  Nitrogen¬ 
ous  Organic  Matters  and  the  Means  for  its  Prevention.  By  H. 

v.  Krause  ( Chem .  Centr.,  1890,  i,  1065 — 1060;  from  Journ.  Landivirth- 
schcift,  38, 1-68). — The  decomposition  and  loss  of  nitrogen  sustained  by 
cow- dung  was  investigated,  and  the  effect  of  the  addition  of  several 
substances  was  determined.  Superphosphate  added  in  quantities  of 
from  0'5  to  5'0  per  100  of  the  dung,  proved  to  be  an  excellent  means 
of  preventing  decomposition.  Similar  quantities  of  “  superphosphate- 
gypsum  ”  appear  to  assist  rather  than  to  retard  the  decomposition, 
but  it  nevertheless  possesses  considerable  retentive  power  for 
ammonia. 

Additions  of  kainite,  from  0*5  to  15'0  per  100  of  dung,  assisted 
materially  in  preventing  loss  of  ammonia  when  the  dung  was  allowed 
to  lie  for  short  periods  of  time  only  ;  when  kept  in  heap  for  protracted 
periods,  considerable  losses  of  ammonia,  however,  took  place.  Peat, 
when  used  in  quantities  from  0'5  to  10'0  per  100  of  the  dung, 
assists  the  decomposition,  and  considerable  loss  of  nitrogen  occurred. 
When  added  in  much  larger  quantities,  its  power  of  absorbing 
ammonia  becomes  of  value,  and  is  useful  where  the  urine  is  allowed 
to  remain  with  the  solid  excrements.  The  addition  of  “  basic  phos- 
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phate  ”  assisted  tlic  fermentations,  and  a  very  considerable  loss  of 
ammonia  occurred.  Lastly,  experiment  showed  the  importance  of 
keeping  the  air  from  the  dung,  and  that  consequently  less  loss  of 
ammonia  occurs  in  the  case  of  the  dung  being  allowed  to  accumulate 
in  the  stalls  thau  when  it  is  regularly  removed  to  a  separate  dung- 
heap.  J.  W.  L. 


Analytical  Chemistry. 


Apparatus  for  the  Estimation  of  Nitrogen  in  ^Ammonium 
Salts.  By  W.  Hextschel  (Her.,  23,  2402 — 2403). — The  method  is 
based  on  the  decomposition  of  ammonium  salts  by  sodium  hypobro- 
mite.  The  apparatus  consists  of  an  outer  vessel  similar  to  those  em¬ 
ployed  in  V.  Meyer’s  vapour-density  apparatus ;  it  contains  a  small 
quantity  of  methyl  alcohol,  and  is  closed  by  a  rubber  stopper. 
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through  this  passes  a  short  bent  tube,  the  ends  of  which  are  cut  at  an 
acute  angle.  The  inner  vessel  AA  contains  the  sodium  hypobromite 
solution,  and  is  closed  by  a  doubly  bored  rubber  stopper.  The 
delivery  tube  BB  is  bent  at  one  end  into  a  hook,  on  which  is  sus¬ 
pended,  by  a  piece  of  platinum  wire,  the  tube  C  ;  this  tube  contains 
a  little  mercury  and  a  weighed  quantity  of  the  ammonium  compound 
under  examination.  Through  the  second  hole  of  the  stopper,  a  bent 
glass  rod  passes  easily,  so  that  it  may  be  freely  turned.  D  is  a 
capillary  tube.  The  details  of  working  are  as  follows  : — The  appara¬ 
tus  is  heated  by  boiling  the  alcohol  for  about  half  an  hour ;  when 
bubbles  cease  to  appear  at  D,  the  tube  C  is  released  by  means  of  the 
bent  rod,  and  allowed  to  drop  into  the  liquid  in  AA.  An  immediate 
evolution  of  nitrogen  takes  place,  which  displaces  an  equal  volume  ot 
air  ;  the  inaction  is  completed  in  a  few  minutes.  No  special  correc¬ 
tion  is  needed  in  measuring  the  mixture  of  air  and  nitrogen. 

J.  B.  T. 

Source  of  Error  in  the  Estimation  of  Sulphuric  Acid. 

By  E.  v.  Meyer  (/.  pr.  C'hem.  [2],  42,  270). — The  author  points  out 
that  in  the  evaporation  of  large  quantities  of  liquids  on  the  water- 
bath,  a  not  inappreciable  amount  of  sulphuric  acid  may  be  absorbed 
from  the  gases  given  off  by  the  combustion  of  the  coal-gas  used  for 
heating,  which  is  never  free  from  sulphur.  Experiments  made  with 
distilled  water  free  from  sulphuric  acid  showed  that  in  evaporating 
2  litres  in  a  porcelain  basin  to  50  c.c.  (which  occupied  six  hours),  an 
amount  of  sulphuric  acid  equal  to  0'01462  gram  S03  was  absorbed. 
In  another  experiment  1  litre  of  pure  water  was  evaporated  in  a 
platinum  basin  over  a  small  Bunsen  flame  to  50  c.c.  (the  time  occu¬ 
pied  being  L2  hours);  in  this  case  the  amount  of  sulphuric  acid  found 
corresponded  with  0‘0106  gram  S03.  H.  G.  C. 

Oxidation  of  Sulphides  by  the  Electric  Current.  By  E.  F. 

Smith  (J?er.,  23,  2276 — 2283). — The  substance  to  be  examined  was 
fused  with  caustic  potash  in  a  nickel  crucible,  which  was  connected 
with  one  end  of  an  electric  cii’cuit,  whilst  a  platinum  wire  dipping  into 
the  fused  mass  was  connected  with  the  other.  In  the  circuit  were 
also  interposed  an  ammeter,  for  measuring  the  strength  of  the 
current,  an  apparatus  for  reversing  the  direction  of  the  current,  and 
a  variable  resistance.  Bather  more  than  OT  gram  of  the  substance 
was  generally  used  with  20 — 40  grams  of  caustic  potash,  and  the 
current  was  allowed  to  run  for  10  to  20  minutes,  at  a  strength  of 
1 — 2  amperes ;  it  was  often  found  advantageous  to  reverse  the  current 
occasionally.  The  crucible  and  its  contents  were  finally  treated  with 
water,  the  solution  filtered  from  insoluble  oxide,  acidified,  and  the 
sulphuric  acid  iu  it  estimated  in  the  usual  manner.  It  was  found 
that  iu  the  case  of  blende,  ZnS  ;  cinnabar,  HgS  ;  galeua,  PbS  ;  silver- 
glance,  Ag2S  ;  molybdenum-glance,  MoSj ;  stibnite,  Sb3S3 ;  orpiment, 
As2S3 ;  jamesonite,  Sb2S5Pb2 ;  euargite,  AsS4Cu3 ;  stephanite,  Rb2S8Agio; 
kobellite,  (BiSb)2S5Pb2 ;  fahlerz,  (SbAs^S^CuoHgoFeZn)* ;  tin 
pyrites,  SnS4Cu2Fe ;  pyrrhotite,  FenSi2 ;  and  marcasite,  FeS2,  all  the 
sulphur  was  oxidised  to  sulphuric  acid  by  treatment  in  the  manner 
described  above,  hut  not  more  than  half  the  sulphur  in  copper-glance, 
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Cu2S,  could  be  tlms  oxidised,  while  to  effect  the  complete  oxidation 
of  iron  pyrites,  FcS2,  it  was  found  necessary  to  add  an  equal  weight 
of  copper  oxide,  and  use  a  current  of  4  amperes.  C.  F.  B° 

Blowpipe  Test  for  Mercury.  By  T.  Charlton  (Chem.  News,  62, 
41—42). — After  the  snblimatc  is  obtained  in  Johnstone’s  method 
for  testing  for  mercury  (Abstr.,  1SS9,  797),  the  author  recommends 
dropping  a  little  iodine  into  the  tube;  when  volatilised,  this  imme- 
liately  gives  the  characteristic  mercuric  iodide  if  any  mercury  is 
present,  whilst  the  inconvenience  caused  by  the  washing  away  of  sub¬ 
limate  by  the  use  of  acid  is  obviated.  D.  A.  L. 

Reactions  of  Arsenic.  By  G.  Loop  (Chem.  Centr.,  1S90,  i,  1078 
— 1079;  from  Apotheker  Zeitung,  5,  263). — The  author  recommends 
hypophosphorous  acid  as  the  best  reagent  for  arsenic,  as  described  by 
J.  Thiele  (this  vol.,  p.  1193).  Arsenic  is  only  precipitated  from 
the  strongly  hydrochloric  acid  solution  by  heating.  10  c.c.  of  hydro¬ 
chloric  acid,  if  heated  for  several  hours  with  0T — 0"2  gram  of 
calcium  hypophosphite,  will  show  the  presence  of  arsenious  oxide  if 
001  milligram  be  present.  Of  glycerol,  sulphuric  acid,  phosphoric 
acid,  5  c.c.  with  10  c.c.  of  concentrated  hydrochloric  acid  is  a  suit¬ 
able  quantity;  of  calcium  phosphate,  sodium  phosphate,  or  tartar 
emetic,  0‘5  gram  in  10  c.c.  of  hydrochloric  acid,  is  sufficient.  In  the 
case  of  bismuth  subnitrate,  it  should  be  previously  freed  from  nitric 
acid  by  gentle  heating,  or  by  dissolving  an  equal  weight  of  the  hypo- 
phosphite  with  it  in  hydrochloric  acid.  Of  liq.  ferri  sesq.  3  c.c.  in 
10  c.c.  of  hydrochloric  acid  is  decolorised  with  Bettendorf’s  reagent, 
and  then  0'2  gram  of  the  hypophosphite  added.  Antimony  oxy- 
sulphide  is  dissolved  by  hydroehloinc  acid  and  potassium  cliloratc, 
filtered  through  glass  wool,  and  heated  with  hypophosphite  for  several 
hours  on  the  water-bath.  J.  W.  L. 

Quantitative  Estimation  of  Vanadium  and  the  Separation  of 
Vanadic  Acid  from  Phosphoric  Acid.  By  K.  Holversciieit 
(Inaugural  Dissertation,  Chem.  Centr.,  1890,  i,  977 — 978). — By  the 
application  of  Rosenheim’s  iodometric  method  (Annalcn,  251,  197),  the 
author  finds  that  vanadic  acid  may  be  rapidly  and  exactly  determined, 
after  first  precipitating  it  as  barium  or  lead  vanadale.  The  subs! unco 
is  dissolved,  and  the  vanadic  acid  precipitated  with  barium  chloride 
or  lead  acetate.  The  precipitate  is  boiled  with  hydrochloric  acid  and 
potassium  bromide,  and  the  liberated  bromine  determined  volmuctri- 
cally  with  potassium  iodide.  In  the  absence  of  substances,  such  as 
molybdic  acid,  which  are  reduced  by  sulphurous  acid  or  hydrogen 
sulphide,  the  vanadic  acid  may  also  be  determined  by  first  reducing 
it  with  one  of  these  agents,  the  excess  being  then  boiled  off,  and  tlu* 
vanadium  tetroxide  determined  by  potassium  permanganate.  If  the 
vanadic  acid  has  been  precipitated  as  barium  or  lead  vanadale, 
the  metal  must  first  be  separated  before  titrating  with  potassium 
permanganate.  For  the  determination  of  vanadic  acid  and  phosphoric 
acid  when  they  occur  together,  the  vanadic  acid  is  lirsl  reduced  lo 
tetroxide  with  sulphurous  acid,  and  aft  er  expelling  the  excess  of  I  ho 
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latter,  the  phosphoric  acid  may  be  precipitated  with  molybdic  acid 
and  filtered  off.  If  the  amount  of  vanadic  acid  is  large,  the  precipita¬ 
tion  of  the  phosphoric  acid  should  be  executed  rapidly  at  55 — 60°, 
using  a  considerable  excess  of  molybdic  acid  ;  or  the  vanadic  acid 
may  first  be  determined  in  the  solution  by  boiling  with  hydrochloric 
acid  and  potassium  bromide,  the  liberated  bromine  being  then  deter¬ 
mined  volumetrically ;  the  phosphoric  acid  is  detevmiued  by  evapora¬ 
ting  the  solution  with  a  little  sulphuric  acid  to  dryness,  the  residue 
is  taken  up  with  water,  the  vanadic  acid  reduced  with  sulphurous 
acid,  and  the  phosphoric  acid  precipitated  with  molybdic  acid,  as 
above  described.  If  the  alkalis  are  to  be  determined,  the  substance, 
dissolved  in  acetic  acid,  is  treated,  at  boiling  heat,  with  lead  acetate, 
and  the  lead  vanadate  filtered  off,  the  alkalis  being  then  determined 
in  the  filtrate.  J.  W.  L. 

Detection  and  Estimation  of  Lactic  and  Butyric  Acids  in 
Wines.  By  E.  Mach  and  K.  Portele  ( Landxo .  Versuchs-Stat.,  37, 
305 — 323). — Owing  to  heavy  rainfalls  and  consequent  flooding  of 
wine-districts  in  South  Tyrol,  the  grapes  often  become  covered  with  a 
thin  crust  of  mud.  This  contains,  besides  clay,  a  considerable 
amount  of  calcium  and  magnesium  carbonates,  which  neutralise  much 
of  the  acid  of  the  grapes,  and  give  rise  to  lactic  and  butyric  fermen¬ 
tation.  The  resulting  wine  blackened  when  exposed  to  air,  and  could 
only  be  used  for  making  inferior  brandy.  The  mud-crust  may,  how¬ 
ever,  be  almost  entirely  removed  by  immersing  the  grapes  for  a  few 
minutes  in  2  or  3  per  cent,  sulphuric  acid;  they  are  afterwards  washed 
in  running  water.  Determinations  of  alcohol,  total  acid,  volatile  acids, 
potassium  hydrogen  tartrate,  glycerol,  ash,  and  ash  constituents  were 
made  at  different  periods,  in  samples  of  wine  prepared  (a)  after 
washing  the  grapes  with  acid  ;  ( b )  without  washing  the  grapes,  and 
letting  the  must  ferment  with  the  skins  ;  (c)  same  as  (6),  but  the 
must  was  drawn  off,  allowed  to  settle,  and  again  drawn  off ;  (d)  same 
as  (c),  but  the  must  was  treated  with  sulphuric  acid  (l'S3  grams  per 
litre).  The  results  of  the  analyses  are  given  in  tables.  Acetic, 
butyric,  and  lactic  acids  were  determined  in  samples  (a),  (b),  and  (c). 
The  results  show  that  the  wine  prepared  from  the  grapes  washed  with 
acid  was  free  from  butyric  and  lactic  acids,  whilst  the  greater  part  of 
the  small  amount  of  acid  in  (5)  consists  of  lactic  acid. 

Detection  and  Estimation  of  Butyric  Acid  in  Presence  of  Acetic  Acid. 
— 500  c.c.  of  wine  is  distilled  until  125  c.c.  remains;  the  residue  is 
diluted  to  its  original  bulk,  and  again  distilled  until  125  c.c.  remains. 
This  is  repeated  four  times,  and  the  free  acid  in  the  united  distillates 
determined  by  titration  -with  soda  or  with  baryta.  If  soda  has  beeu 
used,  the  neutralised  distillate  is  evaporated  down,  treated  with  dilute 
sulphuric  acid,  and  steam  distilled,  and  the  distillate  neutralised  with 
baryta.  The  solution  is  so  far  evaporated  down  that  it  will  solidify 
when  cold,  after  -which  it  is  treated  with  absolute  alcohol  (10  parts). 
The  barium  butyrate  dissolves,  whilst  the  acetate  remains  almost 
entirely  undissolved.  The  salts  are  separated  by  filtration  and  washing 
with  absolute  alcohol.  The  aqueous  solutions  of  the  salts  are  treated 
with  sulphuric  acid,  steam  distilled,  and  the  acid  determined  by  titra- 
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tion  with  soda.  In  order  to  ascertain  whether  the  separation  was 
complete,  the  neutralised  solutions  are  evaporated  down  and  treated 
with  alcohol  and  sulphuric  acid;  a  trace  of  impurity  is  easily  detected 
by  the  odour  of  ethyl  salt. 

detection  and  Estimation  of  Tiactic  Acid. — 500  c.c.  of  wine  is  just 
neutralised  with  soda,  some  pumice  powder  added,  and  the  whole 
evaporated  to  dryness  in  a  dee])  dish  on  a  water-bath,  with  fre¬ 
quent  stirring.  The  residue  is  rubbed  in  a  mortar,  moistened  with 
dilute  sulphuric  acid,  and  shaken  three  times  with  ether  (200  c.c.).  The 
united  ether  extracts  are  carefully  evaporated  down  in  an  Erlenmeyer 
flask,  the  residue  washed  with  water  into  a  deep  dish,  treated  with  au 
equal  volume  of  alcohol,  and  slightly  heated  for  a  long  time  with 
freshly  precipitated  lead  carbonate,  until  effervescence  ceases.  It  is 
then  digested  for  three  or  four  hours,  filtered,  and  washed  with  95  per 
cent,  alcohol.  The  filtrate  is  decomposed  by  hydrogen  sulphide, 
filtered,  heated  on  a  wafer-bath  to  remove  excess  of  hydrogen 
sulphide,  and  distilled  until  one  quarter  remaius.  It  is  theu  diluted 
to  its  original  bulk  and  again  distilled,  and  this  is  repeated  until  the 
distillate  is  neutralised  by  not  more  than  05  c.c.  of  normal  soda  solu¬ 
tion.  The  lactic  acid  in  the  residue  is  determined  by  titration.  The 
results  thus  obtained  are  too  high,  owing  to  the  presence  of  malic 
acid.  The  neutralised  solution  is  therefore  evaporated  to  dryness, 
and  the  sodium  lactate  dissolved  out  by  absolute  alcohol  (sodium 
malate  being  insoluble).  After  evaporation  of  the  alcohol,  the  residue 
is  treated  with  dilute  sulphuric  acid,  and  extracted  three  times  with 
ether.  The  residue  from  the  ether  is  digested  with  lead  carbonate, 
and  the  acid  afterwards  liberated  as  before.  The  solution  of  acid  is 
divided  into  two  parts,  the  one  being  used  for  the  titration,  and  the 
other  converted  into  zinc  salt,  to  determine  its  purity. 

Palm’s  method  (Abstr.,  1887,  307)  was  tried,  and  although  it 
answered  well  for  the  detection  of  lactic  acid,  it  was  found  to  be 
unsatisfactory  as  a  quantitative  method.  N.  H.  J.  hi. 

Quantitative  Estimation  of  Uric  Acid  in  Human  Urine.  By 

W.  Camerer  (Zeit.  Biol.,  27,  153 — 171). — The  method  adopted  for 
the  estimation  of  uric  acid  consists  in  estimating  the  nitrogen  in  the 
precipitate  of  uric  acid  produced  by  silver  nitrate  (Abstr.,  1889, 
1040)  ;  Salkowski  and  after  him  Ludwig,  however,  decompose  the 
precipitate  produced  by  silver  nitrate  with  sulphuretted  hydrogen 
or  sodium  sulphide  and  weigh  the  uric  acid  as  such.  Cumerer’s 
simpler  method  has  certain  disadvantages.  Some  authors  have  stated 
that  a  loss  of  uric  acid  is  unavoidable ;  this  is  found  to  be  more 
marked  in  urines  than  in  solutions  of  pure  uric  acid  ;  it  is  inde¬ 
pendent  of  the  concentration,  and  is  apparently  duo  to  imperfect 
filtering ;  it  was  found  that  the  error  was  so  small  as  to  be  negligible, 
if  Schleicher  and  Schull’s  filters  were  used.  Another  objection  is 
that  silver  nitrate  precipitates  from  urine  not  only  uric  acid,  but 
certain  substances  of  the  xanthine  group.  A  number  of  comparative 
experiments  were  therefore  made,  the  uric  acid  being  estimated  belli 
by  the  author’s  method  and  by  Ludwig’s  method.  The  latter  was 
found  to  be  by  no  means  a  simple  process,  and  the  difficulties  are 
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pointed  out  aud  improvements  in  the  methods  of  filtration,  &c., 
suggested.  The  results  in  two  analyses  by  the  two  methods  were 
identical;  in  the  remaining  nineteen  analyses,  Ludwig’s  method  gave 
the  lower  result,  the  percentage  difference  varying  from  5‘9  to  16*7, 
the  mean  being  10'9.  In  order  to  avoid  the  lengthy  and  trouble¬ 
some  method  proposed  by  Ludwig,  it  is  recommended  that  the 
quantity  of  uric  acid  present  be  calculated  from  the  quantity  as 
found  by  the  author’s  method,  as  in  the  following  example  :  The 
silver  precipitate  of  150  c.c.  of  the  diluted  urine  yielded  14'39  milli¬ 
grams  of  nitrogen,  or  9‘6  per  100  c.c.  9'6  X  3  =  2$‘8  =  the 
quantity  of  uric  acid  by  Camerer’s  method.  The  quantity  found  by 
Ludwig’s  method  was  26‘0.  Taking  the  mean  percentage  difference 
as  11  instead  of  10‘9,  the  true  amount  of  uric  acid  can  be  calculated 
from  Camerer’s  number,  thus — 2810  —  (28'S  x0Tl)=25'6,  which 
is  nearly  the  same  number  as  that  obtained  by  direct  analysis.  If 
several  analyses  be  made,  and  the  mean  taken,  the  results  as  shown 
in  a  table  are  practically  identical  in  those  obtained  by  calculation 
and  by  experiment. 

The  physiological  deductions  from  the  experiments  recorded 
coincide  very  closely  with  those  of  Schultze  (this  vol.,  p.  280),  the 
following  being  the  average  numbers  obtained  from  patients  suffering 
from  gout : — 


Diet.. 

Urea 

nitrogen. 

Uric  acid 
nitrogen. 

Total 

nitrogen. 

Uric  acid 
nitrogen. 

Mixed  diet  with  alcohol. 

100 

2  -36 

100 

mm 

Mixed  diet  with  mineral 
water  instead  of  alcohol 

100 

1*9 

100 

K9 

Some  analyses  are  also  given  of  the  urine  from  three  patients 
suffering  from  febrile  complaints  ;  the  most  marked  point  noted  ap¬ 
pears  to  be  the  large  quantity  of  xanthine  compounds  excreted;  that 
is  the  difference  in  the  uric  acid  by  Ludwig’s  method,  and  that  by 
the  author’s  method  is  greater  than  the  normal  mean. 

\Y.  D.  H. 

Estimation  of  Fat  in  Milk  in  Dairies.  By  O.  Langkopf 
(Chem.  Ceiitr.,  1890,  i,  981- — 982;  from  Pharm.  Zeit.,  35,  225). — The 
author  recommends  the  Soxhlet’s  method  by  means  of  the  areometer, 
and  that  of  de  Laval  by  means  of  the  lactocrite.  The  latter  is 
carried  out  as  follows:  10  c.c.  of  milk  is  heated  with  10  c.c.  of  a 
mixture  of  acetic  acid  (95  vols.)  and  sulphuric  acid  (5  vols.)  in  a 
test  tube  on  the  water-bath  for  7 — 8  minutes.  The  test  tube  is 
closed  by  an  india-rnbber  stopper  carrying  a  glass  tube  20  cm.  long. 
By  this  means  the  casein  is  completely  dissolved  and  the  fat  floats  to 
the  surface.  The  whole  of  the  contents  of  the  test  tube  are  trans¬ 
ferred  to  a  small  metal  capsule,  into  which  is  then  pushed  a  glass 
tube,  so  wide  at  the  base  that  it  exactly  fits  into  the  capsule,  the 
liquid  contents  being  thus  forced  up  into  the  glass  tube.  The  latter 
is  thick  walled,  having  but  a  narrow  bore,  and  the  column  of  liquid 
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thus  becomes  a  long  one;  it  is  also  graduated  in  such  a  manner  that 
each  division  is  equivalent  to  one-tenth  per  cent,  of  butter  fat.  For 
the  better  separation  of  the  separated  fat,  these  tubes  are  fixed  into  a 
centrifugal  apparatus,  which  is  worked  for  ten  minutes  at  a  rate  of 
COOO — 7000  revolutions  per  minute.  J.  W.  L, 

Examination  of  Oils,  Fats,  &c.  By  T.  T.  P.  B.  Warren  (Ghem. 
Xeivs.,  62,  27 — 2S,  51,  and  75). — These  substances  may,  according 
to  the  author,  be  divided  into  three  classes  as  regards  their  behaviour 
with  sulphur  chloride  : — Those  which  are  not  acted  on,  those  which 
yield  a  magma  completely  soluble  in  carbon  bisulphide,  aud  those 
which  yield  a  magma  only  partially  soluble  in  that  solvent.  When 
the  sulphur  chloride  acts,  hydrogen  chloride  is  evolved,  and  the 
sulphur  combines  with  the  nil  residue. 

Animal,  fish,  and  solid  vegetable  oils  and  fats,  aud  also  the  fatty 
aeids  of  fluid  vegetable  oils,  do  not  yield  products  with  sulphur 
chloride  insoluble  in  carbon  bisulphide,  but  the  fluid  vegetable  oils  do, 
and  therefore  the  latter  can  be  readily  separated  from  the  former  by 
this  means.  The  proportion  of  insoluble  magma  produced  from  a 
fluid  vegetable  oil  is  reduced  by  oxidation  and  therefore  by  treatment 
with  ozonised  air,  or  by  keeeping  in  air,  or  by  hot  pressing  as  com¬ 
pared  with  cold  extraction,  &e.  Therefore  the  more  readily  oxi- 
disable  oils  can  be  separated  from  the  less  readily  oxidisable  oils  by 
treatment  first  with  ozonised  air,  then  with  sulphur  chloride,  then 
with  carbon  bisulphide.  Olive  oil  is  the  most  stable  oil  as  regards 
oxidation;  whilst  oils  such  as  poppy,  walnut,  linseed,  rape,  and 
cotton  oil  oxidise  rapidly,  with  the  result  (besides  the  diminution  in 
the  amount  of  the  insoluble  magma)  that  their  viscosity  is  increased 
and  their  iodine  absorption  reduced,  which  may  be  estimated  and 
taken  as  a  measure  of  the  oxidation.  Sulphur  chloride  has  com¬ 
paratively  little  effect  either  on  the  weight  or  on  the  iodine  absorption 
of  the  indifferent  oil  and  fats.  The  total  weight  of  magma  should  be 
ascertained  in  all  cases. 

As  an  example  of  a  separation  on  the  author’s  plan  : — An  olive  oil 
adulterated  with  lard  and  cotton-seed  oil  would,  after  treatment  with 
sulphur  chloride,  yield  the  lard  oil  to  carbon  bisulphide;  but  both  the 
lard  oil  and  the  altered  cotton-seed  oil  would  bo  removed  by  this 
solvent  by  treating  the  adulterated  olive  oil  first  with  ozonised  air 
and  then  with  sulphur  chloride.  Lubricating  lard  oil  compounded 
of  animal  fat  and  cotton-seed  oil,  or  of  cotton-sccd  stearin  and  animal 
fat,  or  oleomargarin  adulterated  with  cotton-sccd  olein,  can  ho 
separated  and  detected.  The  action  of  sulphur  chloride  on  the  oils 
attacked  by  it  is  modified  in  mixtures  of  such  oils,  inasmuch  as  the 
more  susceptible  oil  interferes  with  the  action  on  the  other;  in 
mixtures  of  castor  and  rape  oils  for  instance,  the  former  absorbs  most 
of  the  sulphur  chloride,  leaving  much  of  the  latter  oil  unnttacked. 
The  author  points  out  that  the  oleic  and  stearic  acids  separated  from 
oils,  <fce.,  behaving  differently  with  sulphur  chloride,  when  recon¬ 
verted  into  glycerides,  yield  products  having  the  same  distinctive 
characteristics  as  the  original  oils  or  fats;  which  seems  to  indicate 
a  chemical  difference  in  these  oleic  and  stearic  acids. 
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Iodine  tests  must  be  made  with  great  uniformity,  should  proceed 
for  24  hours  at  the  same  temperature  in  a  warm  dark  room  with 
precautions  against  the  escape  of  iodine  or  other  volatile  matter. 
Hubl’s  reagent  is  most  safely  made  up  as  required.  D.  A.  L. 

Colorimetric  Method  for  Estimating  Tannin  in  Barks.  By 

S.  J.  Hinsdale  (Ghem.  News ,  62,  10). — Material  containing  15  to  10 
per  cent,  of  tannin  is  used  in  quantities  of  0‘8  gram  per  500  c.c.  of 
water,  and  five  drops  of  the  extract  is  Heated  with  5  c.c.  of  a  mixture 
of  0'04  gi’am  potassium  ferricyanide  and  1'5  c.c.  of  liquor  ferri 
rhloridi  solution  in  500  c.c.  of  water;  after  a  minute,  20  c.c.  of  water 
is  added,  and  within  three  minutes  the  colour  is  compared  with  that 
produced  simultaneously  and  under  exactly  similar  circumstances 
Horn  a  definite  number  of  drops  of  a  standard  solution  containing 
0'04  gram  of  pure  tannin  in  500  c.c.  of  water ;  then  the  number  of 
drops  of  the  standard  producing  the  same  shade,  correspond  with  the 
percentage  of  tannin  present  in  the  material.  To  avoid  extremes  in 
shades,  extracts  of  materials  containing  more  than  10  per  cent,  are 
made  more  dilute,  and  those  with  less  than  1”5  per  cent,  stronger. 

D.  A.  L. 

Estimation  of  Tannin  by  means  of  Iodine.  By  A.  Moullade 
(J.  PJtarm.  [5],  22,  15.3 — 150).  —  Carbon  bisulphide  is  used  as  indi¬ 
cator  in  place  of  starch,  and  it  is  necessary  to  standardise  the  solution 
of  iodine,  and  to  make  the  assays  under  similar  conditions.  The 
iodine  solution  may  contain  5  20  grams  of  iodine  and  7‘6  grams  of 
potassium  iodide  per  litre  ;  this  is  standardised  by  means  of  a  recently- 
prepared  solution  of  pure  and  dry  tannin,  1‘0  :  1000  water;  a  10  per 
cent,  solution  of  hydrogen  sodium  carbonate  is  also  required.  10  c.c.  of 
tannin  solution,  about  20  c.c.  of  the  sodium  carbonate  solution,  10  c.c.  of 
water,  and  2  to  3  c.c.  of  carbon  bisulphide  are  placed  in  a  flask  and 
iodine  solution  is  run  in  until  the  last  drop  gives  a  violet  or  rose  tint  to 
the  bisulphide.  If  10'5  c.c.  of  iodine  has  been  used,  a  second  assay  is 
made,  in  which  10  c.c.  is  run  in  at  once  ;  if  this  is  not  sufficient,  a  third 
assay  is  made,  running  in  10‘3  c.c.,  which  gives  the  colour,  say;  then 
a  fourth  assay,  using  10‘2  c.c.,  and  giving  no  colour,  indicates  that 
10’3  c.c.  of  iodine  measures  10  c.c.  of  the  tannin  solution.  The  astrin¬ 
gent  substances  to  be  assayed  are  treated  in  the  same  way,  and  their 
contents  in  astringent  acids  can  be  expressed  in  terms  of  pure  tannin. 
The  assay  should  not  contain  more  than  1‘5  grains  of  tannin  per  litre. 
To  10  c.c.  of  the  solution,  30  c.c.  of  the  sodium  carbonate  solution  is 
added,  the  10  c.c.  in  excess  being  employed  to  largely  saturate  the 
astringent  acids  present,  and  the  titration  is  made  directly  without 
filtration.  To  ascertain  the  real  amount  of  tannin  iu  a  solution,  the 
assay  is  repeated  on  another  portion  from  which  the  tannin  has  been 
removed  by  treatment  with  skin.  The  method  is  applicable  to  all 
astringent  substances,  even  to  wine.  In  the  case  of  wine,  all  interfer¬ 
ing  compounds  are  practically  eliminated  as  follows : — The  assay  is 
first  made  on  10  c.c.  of  the  wine  ;  then  50  c.c.  of  the  wine  is  mixed  with 
50  c.c.  of  a  solution  of  gelatin  (1  :  1000),  and  20  c.c.  of  the  filtrate  is 
taken  for  a  new  assay.  The  difference  between  the  volumes  of  iodine 
required  iu  the  two  cases  measures  the  tannin  in  the  wine.  J.  T. 
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Colorimetric  Method  for  Estimating  Morphine  in  Opium 
Preparations.  By  S.  J.  Hinsdale  ( Chem .  News ,  62,  77—78).— 
Various  dilutions  of  officinal  opium  tincture  with  alcohol,  3  :  1,  2  :  2, 
I  :  3,  are  prepared,  and  a  single  drop  of  each  is  treated  with  about 
5  c.c.  of  fresh  ferrieyanide  mixture  (0'04  gram  of  potassium  ferri- 
cyanide,  1*5  c.c.  of  liquor  ferri  chloridi,  500  c.c.  of  water),  in  about  a 
minute  15  or  20  c.c.  of  water  is  added,  and  the  colour  observed;  for 
examination,  opium  preparations  are  treated  in  a  similar  manner,  and 
the  shade  produced  compared  with  the  standard.  D.  A.  L. 

Determination  of  Morphine  in  Opium.  Bv  G.  Look  (Chem. 
Centr.,  1890,  i,  1082;  from  Apotheker  Zeitung,  5,  271). — The  author 
recommends  the  following  method  : — 5  grams  of  the  finely-ground 
opium  is  carefully  rubbed  with  water  and  diluted  to  78  c.c.  At  the 
end  of  1  to  2  hours,  during  which  the  mixture  is  shaken  frequently, 
GO'S  c.c.,  corresponding  with  4  grams  opium,  is  filtered  off,  0'2  gram  of 
oxalic  acid  is  added,  and  at  the  end  of  half-aii-hour,  5'2  c.c.  of  potash 
(1:2)  is  added,  the  mixture  well  shaken,  and  16*5  c.c.  filtered 
through  a  dry  filter  into  an  Erlenmeyer  flask  of  30  c.c.  capacity,  this 
quantity  corresponding  with  1  gram  of  opium,  5  grams  of  ether,  free 
from  alcohol,  is  added,  and  the  mixture  shaken  briskly  for  10  minutes 
in  the  closed  flask.  The  excess  of  ether  is  volatilised  by  blowing  a 
current  of  air  into  the  flask,  after  which  the  separated  morphine  is 
collected  on  a  filter,  and  washed  with  water  saturated  with  ether. 
The  morphine  on  the  dried  filter  may  be  transferred  back  to  the 
portion  remaining  in  the  flask,  and  the  weight  of  the  whole  obtained 
by  drying  until  the  weight  of  the  flask  and  contents  is  constant.  In 
the  case  of  tincture  of  opium,  50  c.c.  is  used  for  each  experiment,  and 
of  opium  extract  2'5  grams  is  a  suitable  quantity,  the  remaining 
operations  being  the  same  as  above  described.  J.  AV.  L. 

Testing  Aeetanilide.  By  E.  Ritsert  (J.  Pharm.  [5],  22, 21 — 23 ; 
from  Pharm.  Zeit.,  35,  306). — After  drying  for  two  hours  at  105°, 
the  melting  point  should  be  114°,  This  may  be  raised  or  lowered  by 
the  presence  of  acetotoluidides.  The  following  arc  tests  for  pure 
acetanilide: — O'l  gram  is  boiled  by  portions  in  2  c.c.  of  concentrated 
hydrochloric  acid;  after  cooling  and  the  addition  of  one  or  two 
drops  of  chlorine- water,  the  liquid  takes  a  beautiful  blue  tint.  The 
aqueous  solution  of  acetanilide  should  not  have  an  acid  reaction  ;  on 
boiling  the  solution  and  adding  a  few  drops  of  ferric  chloride  .solu¬ 
tion,  a  deep  reddish-brown  colour  should  be  produced  ;  this  disappears 
on  adding  a  mineral  acid.  If  to  a  boiling  aqueous  solution  of  acet¬ 
anilide  (1  :  30)  a  drop  of  potassium  permanganate  solution  (O'l  :  100) 
is  added,  the  rose  colour  ought  to  persist  five  minutes  at  least,  and 
should  not  become  yellow  on  boiling  afresh.  Finally,  the  acetanilide 
should  leave  no  solid  residue  when  heated  to  redness.  •!.  T. 

Estimation  of  Pyridine  Bases  in  Gas-liquor.  By  W.  Kin/.ki, 
(Chem.  Centr.,  1890,  i,  94G;  from  Pharm.  OrntralhaUe,  31,  239 — 242). 
— The  author  bases  his  method  on  the  fact  that  pyridine  mercuric 
chloride  is  completely  decomposed  into  pyridine  and  mercuric  chloride 
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by  boiling  the  aqueous  solution  for  some  time,  the  pyridine  being 
precipitated.  The  mereurauimonium  chloride  which,  in  the  case  of 
gas-liquors,  would  be  formed  at  the  same  time  is  much  more  stable, 
becoming  slowly  converted  into  basic  mercury  compounds  and  ammo¬ 
nium  chloride.  J.  W.  L. 

New  Reactions  of  Albumins.  By  C.  Reichi.  ( Monatsh .,  11, 
155 — 1G5). — The  author  has  previously  (Abstr.,  1889,  1092)  called 
attention  to  the  colour  reactions  obtained  by  treating  the  albuminoids 
with  alcoholic  benzaldchyde  or  salicylaldeliyde  in  presence  of  dilute 
sulphuric  acid  and  ferric  sulphate,  and  has  now  elaborated  his  pre¬ 
vious  experiments  and  extended  them  to  other  aromatic  aldehydes. 

Reaction  with  Benzaldehyde. — The  blue  condensation-product  ob¬ 
tained  on  mixing  egg-albumin,  benzaldehyde,  dilute  sulphuric  acid, 
and  ferric  sulphate,  gives  an  absorption-band  in  the  spectrum  near 
D  ;  apparently  it  is  a  compound  of  a  base  with  sulphuric  acid,  for, 
on  adding  an  alkali  to  the  solution,  the  blue  colour  disappears  with 
formation  of  a  brownish-white  precipitate,  which  dissolves  in  acids, 
again  forming  a  blue  or  bluish-green  solution.  The  precipitate  dis¬ 
solves  in  alkalis,  yielding  a  yellow  solution.  The  ferric  sulphate 
plays  the  part  of  an  oxidising  agent,  since  dilute  nitric  acid,  mercuric 
oxide,  and  other  substances  which  readily  part  with  their  oxygen, 
may  be  substituted  for  it.  This  reaction  of  albnmin  appears  to  be 
due  to  the  scatole-group  contained  in  it,  since  scatole  itself  gives  a 
bluish-violet  coloration  when  similarly  treated. 

Reaction  with  S at icyl aldehyde. — When  the  solid  albuminoid  is 
moistened  with  a  0'5  per  cent,  alcoholic  solution  of  salicylaldeliyde, 
the  alcohol  allowed  to  evaporate,  and  the  substance  treated  with 
a  little  dilute  sulphuric  acid  containing  ferric  sulphate,  coloured  pro¬ 
ducts  arc  formed.  Egg-albumin  and  blood-albumin,  blood-fibrin,  and 
casein  give  a  bluish-violet;  legumin,  a  brownish-violet;  vegetable 
fibrin,  a  brownish-yellow  ;  and  sheep’s-wool  and  skin,  violet-blue  com¬ 
pounds.  After  some  time,  the  solid  mass  dissolves,  forming  a  solu¬ 
tion  having  the  same  colour.  The  bluish-violet  solution  obtained 
from  egg-albumin  shows  an  absorption-band  in  the  spectrum  between 
C  and  D,  and  contains  a  base  which  may  be  precipitated  by  alkalis. 
In  order  to  recognise  albumin  in  solution  by  this  test,  the  liquid  is 
mixed  with  a  drop  of  the  alcoholic  solution  of  the  aldehyde,  an  equal 
volume  of  concentrated  sulphuric  acid  added,  cooled,  without  shaking, 
and  finally  a  few  drops  of  ferric  sulphate  are  poured  in.  According  to 
the  strength  of  the  solution,  a  blue  or  violet  zone  is  sooner  or  later 
formed.  Salicylaldeliyde  gives  a  similar  blue  or  violet  solution  when 
treated  with  scatole.  The  oil  from  Spiraia  uhnarin  gives  the  same 
reactions  with  the  albuminoids  as  salicylaldeliyde,  but  the  colour  is 
not  so  intense. 

Reaction  xvith  Anis aldehyde. — Egg-albumin,  vpgetable-albumin  and 
casein  give  a  violet  coloration  ;  blood-albumin  and  sheep’s-wool,  a 
violet-red;  blood-fibrin,  a  blue;  legumin,  a  brownish-violet  colora¬ 
tion.  The  violet  solution  from  egg-albumin  gives  an  absorption-band 
between  D  and  F.  Alkalis  precipitate  a  base  which  is  apparently  a 
scatole  compound. 
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Reaction  with  Vanillin ,  Piperonal,  Cinnamaldehyde,  and  Furfur¬ 
al  dehyde. — All  these  substances  give  coloured  products  with  the 
albuminoids  and  similarly  coloured  products  with  scatole. 

The  aromatic  aldehydes,  in  presence  of  sulphuric  acid  and  ferric 
sulphate,  give  coloured  condensation-products  with  phenols,  but 
these  have  an  acid  character,  and  unite  with  bases  to  form  new 
coloured  compounds.  It  consequently  follows  that  in  albumin  it  is 
the  scatole-group  which  furnishes  the  coloured  compounds  above 
described.  The  production  of  these  substances  forms  not  only  a 
very  delicate  test  for  albumin,  but  may  be  used  conversely  as  a  test 
for  the  presence  of  aldehydic  compounds  in  wood,  in  resins,  and  in 
ethereal  oils.  G.  T.  11. 

Analysis  of  Peptones.  By  G.  Brctlasjts  (Chew.  Gentr .,  1890, 
i,  1084;  from  Revue  Internal.  Scientif.,  3,  1G7). — Insoluble  nitro¬ 
genous  substances:  6  grams  of  the  substance  is  treated  with  water, 
diluted  to  500  c.c.,  allowed  to  settle  for  two  days,  the  clear  liquid 
decanted,  the  insoluble  portion  washed  by  decantation,  and  weighed 
on  a  tared  filter  after  drying  at  105°.  Coagulable  albumin:  10 
grams  of  the  substance  is  treated  with  300  c.c.  of  water,  and, 
after  clearing,  150  c.c.  is  filtered  off  and  heated  to  boiling.  The 
precipitated  albumin  is  washed  by  decantation  and  weighed  on 
a  tared  filter,  after  drying  at  105°.  Album ose :  5  grams  of  the  sub¬ 
stance  is  boiled  in  200  c.c.  of  water,  filtered,  and  100  c.c.  of  the 
filtrate  is  evaporated  to  about  10  c.c.  and  100  c.c.  of  a  saturated 
solution  of  ammonium  sulphate  added.  The  precipitate  obtained  is 
washed  with  a  cold  saturated  solution  of  ammonium  sulphate,  trans¬ 
ferred  to  a  tared  filter,  dried  at  105°,  and  weighed.  The  adhering 
ammonium  sulphate  is  then  washed  off  with  500  c.c.  of  water,  its 
amount  determined  by  an  estimation  of  the  sulphuric  acid,  and  the 
amount  of  precipitated  albumin  thus  obtained  by  difference.  For  the 
nitrogen  determinations,  Kjeldahl’s  method  is  employed. 

J.  W.  L. 

Analysis  of  Peptones.  By  A.  Debater  (Ghent.  Gentr.,  1890,  i, 
1084 — 1085  ;  from  Revue  Internal.  Seientif.,  3,  108). — The  author 
considers  the  method  of  precipitating  the  albumose-pcptone,  as 
recommended  by  G.  Bruylants  (preceding  abstract),  inaccurate,  since 
mucilage  is  precipitated  by  ammonium  sulphate  solution.  He  recom¬ 
mends  the  following  method  for  the  complete  analysis  of  peptones  : — 
Mucilage :  1 — 2  grams  of  peptone  is  treated  with  water  and  precipi¬ 
tated  with  Mayer’s  potassium  mercury  iodide  solution  (49  801  grams 
potassium  iodide,  13'546  grams  mercuric  chloride,  1000  e.e.  water), 
filtered,  washed,  concentrated  to  a  few  c.c.,  saturated  solution  of 
ammonium  sulphate  added,  and  the  mixture  heated  to  boiling,  whereby 
the  mucilage  is  precipitated.  The  precipitate  is  washed  by  decanta¬ 
tion,  then  with  ammonium  sulphate,  and,  lastly,  rapidly  with  cold 
water;  the  double  iodide  is  separated  with  boiling  alcohol,  and  the 
mucilage,  with  adhering  ammonium  sulphate,  is  weighed.  The 
ammonium  sulphate  is  determined,  and  its  weight  deducted.  Albu- 
mose  peptone  :  1 — 2  grams  of  peptone  is  treated  with  5  c.c.  of  water, 


1352 


ABSTRACTS  OF  CHEMICAL  PAPERS. 


tlie  mucilage  and  albumose  precipitated  with  ammonium  sulphate, 
and  the  precipitate  weighed,  from  which  is  deducted  the  weight  of 
mucilage  and  ammonium  sulphate.  Peptone:  1 — 2  grams  of  sub¬ 
stance  is  dried  in  a  vacuum  at  60°,  whereby  the  substance  swells  up, 
and  is  then  washed  with  95  per  cent,  alcohol.  The  residue  is  dis¬ 
solved  in  a  few  c.c.  of  water,  and  an  excess  of  sodium  phospho- 
tungstate  added.  The  precipitate,  consisting  of  mucilage,  albumose, 
and  peptone,  is  weighed  on  a  tared  filter.  It  is  then  incinerated,  and 
the  weight  of  the  ash,  as  also  the  weights  of  the  mucilage  and 
albumose,  deducted  from  that  of  the  whole  precipitate,  the  difference 
being  peptone.  Unchanged  substances ,  consisting  of  amido-bases,  fatty 
acids,  and  amido-acids,  are  determined  in  the  alcoholic  extract. 
Taurine,  dextrose,  and  glycogen  are  insoluble  in  alcohol,  and  are 
determined  by  the  difference  betAveen  the  determined  substances  and 
100.  The  Avater,  mineral  matters,  and  insoluble  substance  are 
determined  according  to  Bruylants’  method  ( loc .  cit.).  The  author 
adds  the  following  analyses  : — 


Peptone  from 
albumin  of 
cleaned  meat. 

Peptone  from 
egg-albumin. 

Peptone  prepared 
directly  from 
meat. 

Peptone  . 

37  -675 

34  -700 

25-857 

Albumose  . 

31  300 

53  -350 

15  '964 

Mucilage. . . . . . 

— 

— 

9  826 

Unchanged  products. .... 

5-525 

5*930 

29  972 

Mineral  matters . 

8-285 

1  -025 

19-386 

Water  . 

10  -250 

4-625 

— 

Insoluble . . 

9-9G5 

3-980 

— 

J.  W.  L. 


Quantitative  Estimation  of  Furfural  dehyde  and  of  Penta- 
glucoses  (Pentoses).  By  A.  Gunther  and  B.  Tollens  (Per.,  23, 
1751 — 1752). — The  method  of  estimating  furfuraldehyde  by  precipi¬ 
tating  Avitli  ammonia  as  hydrofurfuramide  does  not  yield  very 
trustAvorthy  results,  and  the  authors  propose  instead  to  estimate  it  by 
titration  Avitli  phenylhydrazine,  employing  aniline  acetate  as  indicator, 
Avhicli  gives  results  accurate  to  1 — 2  per  cent.  They  have  also 
improved  the  process  of  distilling  pentaglucoses  (pentoses)  Avitli 
hydrochloric  acid,  so  that  the  quantity  of  furfuraldehyde  obtained  is 
constant,  and  by  estimating  the  latter  they  are  therefore  enabled  to 
determine  the  quantity  of  pentaglucoses  (pentoses)  present. 

Pure  arabinose  and  xylose  yield  about  50  per  cent. ;  cherry  gum, 
15  per  cent. ;  gum  arabie,  14  per  cent. ;  and  Avheat  and  oat  straAV, 
13  per  cent,  by  Aveiglit  of  furfuraldehyde.  On  the  other  hand,  starch 
and  sugar  only  yield  \ ^  per  cent.,  and  ivory-nut  shavings,  about 
1  per  cent.  Glycuronic  acid,  liOAvever,  yields  about  46  per  cent. 

H.  G.  C. 


1353 


General  and  Physical  Chemistry. 


Dispersion  of  Carbon  Compounds.  By  P.  Barbier  and  L.  Roux 
(Com/jt.  rend.,  Ill,  18" — 1S3;  compare  Abstr.,  1889,  865,  this  vol., 
p.  1031). — Measurements  of  the  refractive  and  dispersive  powers  of 
simple  and  mixed  ethers  of  the  methane  series  show  that  the  disper¬ 
sive  power  and  the  specific  dispersive  power  increase  with  the  molecular 
weight,  but  are  practically  the  same  for  all  isomerides  containing  the 
same  quantity  of  carbon.  The  introduction  of  CH2  into  the  molecule 
raises  the  specific  molecular  dispersive  power  by  about  82.  In  the 

equation  - fc^M  =  a,  the  value  of  a  is  —  6'443,  and  of  b  +  0'5790 ; 

in  the  equation  (B  —  /3)^~^  =  K,  fi  =  0  6626  and  K  =  — 114. 

In  methyl  allyl,  ethyl  allyl,  and  propyl  allyl  ethers,  the  dispersive 
power  and  specific  dispersive  power  remain  practically  constant,  and 
do  not  increase  with  the  molecular  weight.  Comparing  these  ethers 
with  others  containing  the  same  number  of  carbon  atoms,  it  is  seen 
that  the  dispersive  power  increases  as  the  proportion  of  hydrogen 
diminishes. 

In  the  case  of  methyl  benzyl,  ethyl  benzyl,  propyl  benzyl,  isobutyl 
benzyl,  and  amyl  benzyl  ethers,  the  dispersive  power  diminishes  as 
the  molecular  weight  increases,  but  the  addition  of  CB2  produces  a 
variation  in  the  specific  molecular  dispersion  equal,  as  in  the  methane 
series,  to  about  8’2.  For  the  series,  in  the  first  equation,  a  =  +40’S7, 
and  b  —  +0'5S34 ;  in  the  second  equation,  (3  =  0,  and  K  about  4’4. 

In  all  cases  the  specific  molecular  dispersive  power  of  the  ethers  is 
equal  to  the  sum  of  the  dispersive  powers  of  the  two  alcohols  from 
which  they  have  been  formed,  minus  the  dispersive  power  of  the 
water  eliminated.  C.  H.  B. 

Dispersive  Power  of  Acids  of  the  Acetic  Series.  By  P. 

Barbier  and  Ij.  Roux  ( Gmnpt .  rend..  Ill,  235 — 236). — The  dispersive 
power  of  acids  of  the  acetic  series  increases  with  their  molecular 
weight.  Formic  acid  is  an  exception,  if  the  dispersive  power  B  is 
alone  considered,  but  the  exception  disappears  in  the  case  of  the 
specific  dispersive  power.  The  dispersive  powers  of  isomerides  arc 
practically  the  same,  but  the  values  arc  highest  in  the  ease  of  the 
normal  acids.  The  differences  between  the  successive  values  ol  the 
specific  molecular  dispersive  powers  arc  practically  constant,  and 
equal  to  78,  so  that  the  variation  of  the  specific  dispersive  power 
may  be  represented  as  a  function  of  the  molecular  weight,  thus, 

=  a,  in  which  a  =  — 11,515,  b  =  0‘5625.  rl  lie  relation 

between  the  dispersive  power  and  the  molecular  volume  is  the  same  ns 
in  the  case  of  the  corresponding  alcohols  (this  \oh,  p.  1034),  the 
values  of  the  constants  being  (3  =  -fO‘6393,  K  =  — -1'08. 

C.  II.  B. 

4  y 
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Dichromate  Cell.  By  Gendron  ( Dingl .  polyt.  J.,  275,  68 — 70). — 
This  cell,  in  which  potassium  or  sodium  dichromate  forms  the  de¬ 
polarising-  fluid,  is  capable  of  yielding  a  powerful  current  for  a 
lengthened  period.  The  area  of  its  electrodes  is  large  in  proportion 
to  the  capacity  of  the  cell  ;  the  internal  resistance  is  small,  the 
electrodes  being  placed  parallel,  and  as  closely  to  one  another  as  is 
practicable.  The  zinc  plates  are  readily  exchanged  without  the 
necessity  of  interrupting  the  current,  the  fluid  can  be  kept  at  a 
constant  level,  whilst  the  spent  liquor  is  removed  from  the  lower  part 
of  the  cell  by  the  aid  of  an  automatic  arrangement  of  valves,  full 
details  and  drawings  being  given  in  the  original.  D.  B. 

Theory  of  Secondary  Batteries.  By  F.  Streintz  and  G. 
Neumann  (Ann.  Phys.  Ghem.  [2],  41,  97 — 112). — Streintz,  in  a 
former  paper  (this  vol.,  p.  315),  showed  the  electromotive  behaviour 
of  the  plates  of  a  secondary  cell  on  charging  and  discharging.  The 
authors  now  endeavour  to  fix  the  chemical  reactions  which  take 
place  at  the  same  time,  and  for  this  purpose  investigate  the  difference 
of  potential  exhibited  by  various  lead  compounds  with  respect  to  an 
amalgamated  zinc  plate.  The  compound  was  pressed  into  two  strong 
glass  vessels,  one  provided  with  a  platinum,  the  other  with  a  bright 
lead  electrode.  The  zinc  plate  was  immersed  in  dilute  sulphuric  acid, 
and  connection  made  with  the  substance  by  means  of  a  woollen 
thread,  moistened  with  the  acid.  The  lead  or  platinum  electrode  was 
connected  with  one  pair,  the  zinc  plate  with  the  other  pair  of 
quadrants  in  a  sensitive  electrometer.  When  the  same  result  was 
obtained’ with  lead  as  with  platinum,  it  was  concluded  that  the  con¬ 
duction  was  metallic ;  when  otherwise,  electrolytic.  The  lead 
compounds  investigated  were  the  oxides  Pb20,  PbO,  Pb304,  PbCb; 
the  hydroxides  Pb(OH)2,  PbO(OH)2;  and  the  sulphate.  The  per¬ 
oxide  was  the  only  substance  that  showed  metallic  conduction,  and 
in  general  the  difference  of  potential  against  zinc  increased  in  the 
case  of  the  oxides  and  hydroxides  with*  the  quantity  of  oxygen  they 
contained. 

The  authors  formulate  their  conclusions  as  follows  : — The  pheno¬ 
mena  in  a  secondary  cell  are  sufficiently  explained  by  the  behaviour 
of  metallic  lead,  its  sulphate,  and  its  peroxide,  together  with  the 
gaseous  ious,  oxygen  and  hydrogen.  On  discharging,  the  metallic 
surface  of  the  negative  plate  is  converted  into  sulphate,  which  passes 
in  part  into  peroxide  ;  whilst  the  peroxide  of  the  positive  plate  is 
superficially  converted  into  sulphate.  On  charging,  the  sulphate 
disappears,  from  both  plates,  and  finally  the  negative  plate  consists 
entirely  of  lead  and  absorbed  hydrogen,  the  positive  plate  of  pure 
peroxide.  (Compare  Frankland,  this  vol.,  p.  842.)  J.  W. 

Electrical  Properties  of  Semi-permeable  Walls.  By  W. 
Ostwald  ( Zeit .  physikal.  Ghem.,  6,  71 — 82). — A  semi-permeable 
material  is  looked  on  as  one  which  allows  the  passage  through  it  of 
the  solvent,  but  not  of  the  dissolved  salt.  The  permeability  of  any 
given  material  does  not,  however,. depend  on  the  nature  of  any  given 
salt  as  a  whole,  but  on  that  of  each  of  its  ions.  Ferrocyanide  of 
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copper  is  permeable  by  potassium  chloride,  because  it  allows*  the 
passage  of  both  the  potassium  and  chlorine  ions,  not  by  barium 
chloride,  because  it  will  not  allow  the  passage  of  the  barium,  and  not 
by  potassium  sulphate,  because  it  will  not  allow  the  passage  of  the 
S04  ions. 

If  a  solution  the  ions  of  which  cannot,  pass  through  a  semi-per¬ 
meable  material,  be  submitted  to  electrolysis,  the  electrodes-  being 
separated  by  a  semi-permeable  wall,  the  latter  will  itself  act  as  a 
metallic  electrode.  Two  glasses  were  filled  with  normal  copper 
sulphate  solution,  and  connected  by  a  [J-tube,  the  ends  of  which  were 
covered  with  parchment  paper.  The  (J-tube  was  filled  with  normal- 
potassium  ferrocyanide,  so  that  a  layer  of  copper  ferrocyanide- formed 
on  the  paper,  and  a  current  was  then  passed  from  one  glass  to-  the 
other.  After  a  time,  copper  was  found  deposited  on  the  parchment 
paper  in  the  glass  which  contained  the  positive  electrode.  The 
mechanism  of  the  process  appears  to  be  that  the  positively-charged 
copper  ions  come  in  contact  with  the  ferrocyanide  film,  through 
which  they  cannot  pass,  and  therefore  here  give  up  their  charges,  and 
are  deposited  in  the  metallic  state.  The  same  thing  happens  to  the 
negative  FeCy6  ions  at  the  other  side  of  the  film.  These,  by  loss  of 
an  equivalent  of  negative  electricity,  become  converted- into  the  triad 
ferricyanide  ions.  At  the  other  film,  the  potassium  ions,  which  can 
permeate  the  copper  ferrocyanide,. pass  through  and  unite  with  the 
SO4  ions  of  the  copper  sulphate,  and  so  establish  electrical  equi¬ 
librium. 

This  view  of  the  peculiar  behaviour  of  semi-permeable  materials 
towards  different  ions  affords  an  explanation  of  the  fact  noticed  by 
Becquerel  that  when  a  tube  containing  copper  nitrate  solution  is 
placed  in  a  solution  of  sodium  sulphide,  a  deposition  of  copper  takes 
place  in  the  interior  of  the  tube.  In  this  case,  the  copper  sulphide 
first  formed  allows  the  passage  of  the  X03,  but  not  of  the  copper  ions. 
The  X03  ions  coming  in  contact  with  the  sodium  sulphide  bring 
about  the  following  change  — 

2N03  +  2Xa->  S  =  2Xa  X03  +  K,  S>. 

2(— )  4(+)  4(-)  2(+)  2(-)  2(  +  )  2(-). 


If  the  positive  and  negative  charges  are  counted,  it  will  be  seen  that 
there  are  six  negative  and  four  positive  before,  and  four  negative  and 
four  positive  after  the  reaction.  The  negative  charges  set  free 
comhiue  with  the  positive  charges  of  the  copper  ions  on  the  other  side 
of  the  film,  and  the  metal  is  thus  deposited. 

The  author  shows  that  many  elect rophysiological  phenomena  arc 
explained  by  the  above  facts  with  regard  to  semi-permeable  materials, 
as  that  of  the  secondary  resistance  of  albumin  noticed  by  Dubois- 
Reymond  (Monatsber.  Bari.  Alcail.,  1*60,  81 0).  The  iaet  that  (lamp 
membranes  may,  under  circumstances,  act  as  perfect  insulators  is  also 
thus  explained.  *-’■ 


Difference  of  Potential  between  two  Dilute  Solutions  of 
Binary  Electrolytes,  lly  AI.  Planck  l'hys.  {'Ivin.  1  40, 

561 — 576). — In  a  former  paper  (this  vol.,  p.  677),  the  author  culeu- 

4  y  2 
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lated  the  difference  of  potential  for  the  case  of  two  solutions  contain¬ 
ing  the  same  electrolyte  in  different  proportions.  The  integration  of 
the  differential  equations  for  the  general  case  of  two  solutions  con¬ 
taining  different  electrolytes  is  the  subject  of  this  communication. 
The  existence  between  the  two  solutions  of  a  limiting  layer  of  small 
but  still  finite  thickness  is  assumed.  Different  values  for  the  differ¬ 
ence  of  potential  are  found  according  to  the  way  in  which  the 
concentration  is  supposed  to  alter  within  the  intermediate  layer. 
The  author  shows,  however,  that  in  a  very  short  time  a  state  of 
stability  will  be  reached  in  which  the  total  concentration  (sum  of  the 
concentrations  of  the  positive  or  negative  ions)  will  vary  within  the 
layer  as  a  linear  function  of  the  distauce.  This  consideration  is 
sufficient  to  make  the  above  problem  uniquely  soluble,  supposing  the 
electrolytes  to  be  completely  dissociated.  A  comparison  of  the  cal¬ 
culated  values  for  the  difference  of  potential  with  NTernst’s  experi¬ 
mental  numbers  shows  a  satisfactory  agreement.  J.  W. 

Electrical  Resistance  of  the  Alloys 'of  Ferro  manganese  and 
Copper.  By  E.  L.  Nichoj.s  (Amer.  J.  Sci.  [3],  39,  471 — 477). — 
The  resistance  of  alloys  of  ferro-manganese  and  copper  was  deter¬ 
mined  at  20°  and  10U°,  the  object  being  to  investigate  the  change  of 
resistance  with  change  of  temperature  between  these  limits.  In  the 
course  of  these  experiments,  it  was  found  that  a  number  of  the  alloys 
had  the  remarkable  property  of  decreasing  in  resistance  each  time 
that  they  were  subjected  to  a  change  of  temperature,  an  alloy  con¬ 
taining  80‘82  per  cent,  of  copper  and  19T2  per  cent,  of  ferro-man¬ 
ganese,  when  heated  and  cooled  through  the  above  range  of  80°, 
diminishing  in  resistance  with  each  operation,  the  diminution  being 
still  perceptible  at  the  er.d  of  the  seventh  cycle.  On  being  then 
raised  to  a  red  heat  and  allowed  to  cool,  a  still  more  marked  diminu¬ 
tion  in  the  resistance  of  the  above  alloy  was  found  to  have  taken  place. 
The  temperature  coefficient  of  this  alloy  was  positive,  and  continued 
to  increase  as  the  heating  and  cooling  process  was  repeated.  With 
an  alloy  consisting  of  70'6o  parts  of  copper  and  29-35  parts  of  ferro¬ 
manganese,  a  similar  behaviour  was  observed.  After  being  brought 
into  a  condition  of  stability  such  that  further  heating  and  cooling 
through  a  range  of  80°  had  but  little  permanent  effect  upon  its  con¬ 
ductivity,  it  still  showed,  when  hard  drawn,  an  appreciable  negative 
coefficient.  It  was  then  annealed  three  times  at  red  heat,  specific 
resistance  and  coefficient  being  determined  for  the  range  of  21F  to 
100°  after  each  annealing.  The  results  were  as  follows : — 


Condition. 

Specific  resistance. 

Coefficient. 

20°. 

100°. 

20°. 

Rather  hard . , 

46  TO 

45  -99 

46-09 

-0-000024 

Once  annealed . . 

45  TO 

45  T8 

45  -09 

+  0-000021 

Twice  annealed . 

44  -07 

44  '33 

44  -06 

+  0  000068 

Thrice  annealed  . . 

42  76 

43'58 

42  -74 

+  0  -000192 
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A  number  of  similar  alloys  showed,  when  hard  rolled,  a  coefficient 
very  near  to  zero,  sometimes  positive,  sometimes  negative.  After 
annealing  at  300°  to  400°,  a  well-defined  negative  coefficient,  after 
annealing  at  a  red  heat,  a  still  larger  positive  coefficient,  was  pro¬ 
duced.  It  was  found  that  the  positive  coefficient  produced  by  annealing 
could  be  reduced  again  by  rolling  the  alloy. 

The  relation  of  composition  to  the  temperature  coefficients  was 
determined.  With  10  per  cent,  of  ferro-manganese,  the  change  of 
resistance  is  less  than  1  per  cent,  for  100°.  Alloys  containing  from 
15  to  20  per  cent,  of  ferro-manganese  have  exceedingly  small 
coefficients,  the  coefficient  at  18  per  cent,  being  practically  zero.  As 
above  shown,  the  coefficient  may  be  made  to  undergo  a  considerable 
alteration  by  varying  the  temper  of  the  metal.  The  marked  influence 
of  temper  upon  the  conductivity  of  these  alloys  renders  it  difficult  to 
determine  the  precise  law  of  the  change  in  specific  resistance  with 
the  composition.  It  would,  however,  appear  from  the  results  that 
the  resistance  increases  nearly  in  direct  proportion  to  the  percentage 
of  ferro-manganese.  H.  G. 

Conductivity  of  Distilled  Water.  By  W.  Ostwald  {Ann.  Phys. 
Chem.  [2],  40,  735 — 7 37). — The  author  contends,  as  against  Pfeift'er, 
that  the  electrical  conductivity  of  distilled  water  is  in  great  measure 
due  to  the  presence  of  carbonic  anhydride  in  solution,  which  can  only 
be  removed  by  distillation  over  a  considerable  quantity  of  a  base,  b}r 
preference  lime.  J.  W. 

Behaviour  of  Mannitol  towards  Boric  Acid.  By  G.  Maonanini 
{Zeit.  physikal.  Chem.,  6,  58 — 7d). — It  is  well  known  that  some 
action  takes  place  between  boric  acid  and  mannitol  when  in  solution, 
and  the  assumption  has  been  made  that  the  twro  combine  to  form 
ethereal  salts.  In  order  to  test  this  view,  the  author  has  determined 
the  conductivity  of  solutions  of  boric  acid  containing  different 
amonnts  of  mannitol.  The  apparatus  used  was  that  described  by 
Ostwald  (Abstr.,  1889,  4),  and  the  molecular  conductivities  /<■'„  and  //' » 
of  boric  acid  and  of  mannitol  were  calculated  on  the  assumption  that 
in  each  case  the  conductivity  was  due  solely  to  the  presence  of  one 
of  the  two  substances. 

The  molecular  conductivity  of  boric  acid  is  found  to  be  enormously 
increased  by  the  addition  of  mannitol,  the  increase  being  greater  the 
larger  the  amount  of  mannitol  added.  One  must  therelorc  assume, 
since  mannitol  is  a  non-conductor,  that  some  electrolyte  is  formed  in 
the  solutions,  increasing  in  amount  with  the  mannitol  added.  It 
further  appears  that  the  molecular  conductivity  of  boric  acid  in  the 
presence  of  mannitol  decreases  with  rising  dilution,  a  behaviour 
which  is  opposed  to  that,  of  all  other  electrolytes.  One  may,  however, 
assume  in  this  case  that  the  compound  of  boric  acid  and  mannitol 
first  formed  is  subject  to  hydrolysis,  and  therelorc  will  bo  decomposed 
by  the  addition  of  water.  The  decomposition  ot  the  elect  rol\ to  u  ith 
increasing  dilution  then  explains  the  decrease  in  the  conductivity 
which  takes  place.  This  view  is  further  supported  by  the  lurt  that, 
solutions  containing  a  large  proportion  of  mannitol  behave  noimull^ 
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up  to  a  certain  dilution,  the  conductivity  regularly  increasing;  but  a 
maximum  is  after  a  time  reached,  and  a  decrease  then  sets  in,  no 
doubt  due  to  the  fact  that  the  hydrolytic  has  become  greater  than  the 
electrolytic  dissociation. 

Application  of  the  Guldberg-Waage  theory  leads  to  the  conclusion 
that  a  compound  of  boric  acid  and  mannitol  is  formed  in  the  above 
solutions,  containing  3  molecules  of  the  former  to  1  molecule  of  the 
latter.  The  amount  formed  at  constant  temperature  is  a  function  of 
the  amounts  of  water,  boric  acid,  and  mannitol,  and  may  be  deter¬ 
mined  with  respect  to  the  last  two  substances  in  accordance  with  the 
laws  of  chemical  equilibrium,  since  the  electrical  conductivity  of  a 
solutiou  containing  different  amounts  of  boric  acid  and  mannitol  in 
the  same  amount  of  water  varies  in  accordance  with  the  same  laws. 

Other  sub.-tances  containing  hydroxyl  groups  are  found  to  increase 
the  conductivity  of  boric  acid  solution.  Dulcitol  was  examined,  but 
a  simple  relation  was  not  found  in  this  case.  Measurements  are  also 
given  for  solutions  of  tartaric  and  boric  acids,  which  lead  to  the  con¬ 
clusion  that  these  form  at  least  one  compound  with  one  another. 

H.  C. 

Effects  of  the  Silent  Discharge.  By  P.  Scdutzenberger 
(Covqit.  rend.,  Ill,  14 — 18;  compare  this  vol.,  691,  692,  and  961). — 
The  apparatus  employed  consisted  of  a  vertical  discharge  tube,  with 
armatures  of  acidulated  water.  The  lower  end  of  the  tube  was  drawn 
out  and  connected,  by  means  of  a  semi-capillary  copper  tube,  with  a 
horizontal  glass  tube  l-3  m.  in  length  and  10  mm.  in  diameter,  con¬ 
taining  0'3  m.of  pumice  and  phosphoric  anhydride,  0'25  m.  of  pumice 
and  sulphuric  acid,  0"25  m.  of  moist  potash-pumice,  and  0'25  m.  of 
spongy  platinum.  The  spongy  platinum  was  kept  at  a  dull  red  heat, 
in  order  to  remove  the  last  traces  of  oxygen  from  the  combustible 
gases  used  in  the  experiments. 

A  current  of  gas  was  passed  slowly  through  the  apparatus,  and  was 
subjected  to  the  action  of  the  discharge.  Under  these  conditions,  the 
gas  in  the  annular  space  through  -which  the  discharge  passed  was 
continually  renewed,  and  the  gaseous  products  were  carried  forward 
into  the  collecting  apparatus,  which  contained  phosphoric  anhydride  to 
absorb  the  water,  and  potash  to  absorb  the  carbonic  anhydride. 

A  slow  current  of  carbonic  oxide  -was  passed  through  the  apparatus 
for  six  hours  without  any  discharge ;  there  -was  no  alteration  in  the 
weight  of  the  collecting  apparatus.  Four  experiments  were  made  with 
the  discharge,  from  02  to  0'3  gram  of  solid  matter  being  condensed  in 
each  case.  In  three  experiments  this  product  was  deep  brownish- 
black,  and  in  one  It  was  pale-browu  in  colour.  It  -was  only  very 
partially  soluble  in  water,  and  the  brownish-yellow  solutions  were 
very  feebly  acid.  The  proportion  of  hydrogen  did  not  exceed  0‘2  to 
0‘3  per  cent.,  and  the  ratio  of  carbon  and  oxygen  was  C4  :  03  in  one 
case,  and  C3  :  04  in  another. 

A  soluble  and  acid  product  obtained  by  renewing  the  gas  in  the 
apparatus  at  the  end  of  every  three  hours  only  had  the  composi¬ 
tion  C,  42 T  ;  H,  1‘4  ;  O,  56'5  per  cent. ;  whilst  -when  the  water  and  car¬ 
bonic  acid  -were  absorbed  every  half  hour,  the  results  were  as  fol¬ 
lows  : — 
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C  per  cent. 

47-23 

45-02 

45-00 


H  per  cent. 

0-4S 

0-60 

0-59 


0  per  cent, 

52-24 

54-33 

_*_1 


The  longer  the  action  of  the  discharge  on  the  same  quantity  of  gas, 
the  greater  the  proportion  of  hydrogen  and  oxygen  in  the  condensed 
product.  The  solubility  and  acidity  increase  with  the  time  of  action, 
and  the  ratio  between  the  carbonic  anhydride  formed  and  the  con¬ 
densed  product  diminishes  up  to  a  certain  limit.  In  four  experiments 
in  which  the  gas  was  continually  renewed,  the  ratio  of  the  weight  of 
the  condensed  product  to  the  weight  of  the  carbonic  anhydride 
formed  was  139,  T3S,  1*39,  1'35,  whilst  the  continued  action  of  the 
discharge  on  one  and  the  same  mass  of  gas  gave  a  ratio  of  2"2  after 
an  hour,  and  2'5  to  2  6  after  four  days.  The  ratio  of  the  oxygen  and 
hydrogen  in  the  condensed  product  is  not  the  same  as  in  water;  there 
is  an  excess  of  oxygen.  From  the  composition  of  the  condensed  pro¬ 
duct  and  the  weight  of  gaseous  carbonic  anhydride  formed  at  the 
same  time,  it  follows  that  only  about  half  the  oxygen  required  to 
produce  the  carbonic  anhydride  has  been  obtained  from  the  condensed 
carbonic  oxide,  and  hence  oxygen  must  have  been  derived  from 
external  sources.  Moreover,  the  oxygen  introduced  from  without  is 
more  than  could  exist  in  combination  with  the  hydrogen  (also  derived 
from  external  sources)  in  the  form  of  water. 

If  a  current  of  pure  and  dry  nitrogen  is  passed  through  the  appa¬ 
ratus,  and  is  subjected  to  the  action  of  the  discharge,  there  is  no  alter¬ 
ation  in  the  weight  of  the  absorbing  apparatus,  and  hence  it  follows 
that  the  elements  of  water  do  not  pass  through  the  glass  in  a  com¬ 
bined  condition,  and,  moreover,  do  not  pass  through  cracks  or  pores 
in  the  glass.  It  would  seem  that  the  oxygen  and  hydrogen  pass 
separately  through  the  glass  by  a  kind  of  electrolytic  transportation, 
and  are  detected  only  when  they  come  in  contact  in  the  annular  spaco 
with  fome  substance,  such  as  acetylene,  which  can  combine  with  the 
oxygen,  or  carbonic  oxide,  which  combines  with  both  oxygen  and 
hydrogen.  C.  H.  13. 


Influence  of  a  Magnetic  Field  on  the  Electrical  Resistance 
of  Gases.  By  A.  Wnz  (Compt.  rend.,  Ill,  2G4 — 2GG).— A  magnetic 
field  has  no  influence  on  the  silent  discharge  in  gases  ;  its  e  fleet  in  the 
case  of  a  Geisslcr  tube  must  be  attributed  to  the  special  construction 
of  the  tube,  and  the  state  of  rarefaction  of  the  gas  which  it  contains. 
Such  tubes  seem  to  behave  like  condensers,  and  the  effect  of  a  magnet 
may  be  attributed  to  an  alteration  in  their  electrical  capacity. 

J  C.  H.  13. 


Heats  of  Formation  of  Amides.  By  Bkkthki.ot  and  Form 
(Compt.  rend..  Ill,  144-  14G). — The  last  column  gives  the  heat  of 
formation  from  the  solid  acid  and  the  ciystallinc  base  with  elimina¬ 
tion  of  water. 
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Molecular  heat  of  combus¬ 
tion. 

Heat  of 
formation 
from  ele¬ 
ments. 

Heat  of 
dissolution 
at  14—14-5°. 

Const,  vol. 

Const,  press. 

Acetamide  .... 

283-0 

283  *1 

72-9 

-1-S5 

-  5-0 

Propionamide. . 

433  6 

436  -0 

SS  -4 

-0-97 

— 

Benzamide  .... 

851  -9 

852-3 

49-3 

-  5-6 

Succinimide  -  ■  • 

439  -3 

439  -2 

110-5 

-23-1 

Acetanilide  .... 

1010-1 

101G-8 

52-1 

+  13-9 

Benzanilide  ... 

1582  "2 

1583  7 

22-1 

MB 

+  7-1 

The  formation  of  the  anilides  develops  more  heat  than  the  forma¬ 
tion  of  the  corresponding  amides,  a  result  which  explains  their 
greater  stability  in  contact  with  water,  the  difference  being  in¬ 
creased  because  the  heats  of  formation  of  the  ammonium  salts  are 
greater  than  those  of  the  aniline  salts.  C.  H.  B. 


Heats  of  Formation  of  Sugars.  By  Berthelot  and  Matignon 
( Conipt .  rend.,  Ill,  11 — 14). — 


Mol.  wt. 

Heat  of 
combus¬ 
tion,  1 
gram. 

Molecular  beat  of  com- 
bustiun. 

Heat  of 
formation. 

Const,  vol. 

Const,  press. 

Erythrol  . 

122 

4117-6 

502-6 

+  219-6 

Arabinosc . 

150 

3714  -0 

557  1 

+  2o9 *4 

Xvlose . 

150 

3739  -9 

560-7 

+  255-8 

Raffinose  . . 

504 

4020  -0 

2026  1 

— 

+  775-3 

Inosite  (racemic),. 

ISO 

3676  ‘8 

661  ‘8 

— 

+  31S-0 

Inosite  (inactive). . 

ISO 

- - * 

666  -5 

— 

+  313-3 

The  heat  of  formation  of  dextrogyrate  and  of  lsevogyrate  inosite  is 
316‘2  Cal.,  from  which  it  follows,  that  the  inactive  inosite  contains 
a  reserve  of  energy. 

Heat  of  dissolution  of  erythrol  at  24°,  —  5'54  Cal.  Heat  of  dis¬ 
solution  of  anhydrous  raffinose  at  18T°,  +  8’38  Cal. ;  of  hydrated 
raffinose  at  17*7°,  — 9'72  Cal. 

Differences  between  Heats  of  Formation. 


Methyl  alcohol  (liquid)  and  glycol  (liquid) .  +113  Cal. 

Glyercol  (crystallised)  and  erythrol  (crystallised)  +114  ,, 

Erythrol  (crystallised)  and  mannitol  (crystallised)  +113x2  ( 

Ethyl  alcohol  and  glycol .  +41*5  Cal. 

Propyl  alcohol  and  glycerol  . .  +42  7  X  2  Cal. 

Butyl  alcohol  and  erythrol  ........  +43*6  x  3  ,, 
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From  the  last  tliree  numbers  it  will  be  seen  that  the  heat  of  sub¬ 
stitution  of  hydroxyl,  OH,  for  hydrogen,  H,  increases  in  proportion  to 
the  hydricity  of  the  alcohol.  They  also  represent  the  difference 
between  the  heat  of  fixation  of  CH3  (about  156  Cal.)  and  CHOH 
(about  113  Cal.).  C.  H.  B. 

Heats  of  Combustion  of  Sulphur  Compounds.  By  Bek- 
thelot  and  Mationon  ( Compt .  rend.,  Ill,  9— 11).— Determinations  of 
the  heats  of  combustion  of  carbon  compounds  containing  sulphur 
have  hitherto  been  somewhat  unsatisfactory,  owing  to  the  difficulty  of 
ensuring  complete  oxidation  of  the  sulphur.  If,  however,  the  com¬ 
pound  is  burnt  in  a  calorimetric  bomb  filled  with  oxygen  under  a 
pressure  of  25  atmospheres,  the  oxidation  of  the  sulphur  is  complete 
and  instantaneous  (compare  this  vol.,  p.  1462).  If  the  compouud 
contains  very  little  hjdrogen.  the  addition  of  camphor  is  necessary. 


Heat  of 
com  bas¬ 
tion, 

Ii  gram. 

Molecular  heat  of  com¬ 
bustion. 

1 

Heat  of 
formation. 

Const,  vol. 

Const,  press. 

7970-1 

669 -5 

1 1  I  _ 

-  14-9 

3030  *G 

3S5-0 

335  "7 
398-1 

+  185-7 
-  22-6 

Carbon  bisulphi  le  (liquid) 

5217  0 

396-4 

Heat  of  formation  of  gaseous  carbon  bisulphide,  —  27‘0  Cal. 

C.  H.  B. 

Stability  of  Salts  alone  and  in  presence  of  Water:  Aniline 
Salts.  By  Berthelot  (Compt.  rend.,  Ill,  135 — 144). — Aniline  Sul- 
pJiate  : — Jlolecular  heat  of  dissolution  (284  grams)  at  24°,  —  4'63Cal.; 
heat  of  neutralisation  of  aniline  by  one  equivalent  of  sulphuric  acid, 
4-  8  63  Cal.  The  heat  of  dissolution  of  aniline  is  given  by  the  equa¬ 
tion  Q  =  — (/ — 11-9)00447  Cal.,  and  hence  the  neutralisation  of  one 
molecule  of  dissolved  aniline  by  an  equivalent  of  diliue  sulphuric 
acid  develops- +9 ‘21  Cal.,  a  number  5  3  Cal.  lower  than  the  corre¬ 
sponding  value  for  ammonia.  The  difference  between  the  heats  ot 
formation  of  the  two  solid  salts  from  dissolved  base  and  acid  is 
43  Cal.,  and  from  gaseous  constituents  51  Cal.  The  addition  of 
an  equivalent  of  sulphuric  acid  to  a  molecule  of  aniline  sulphate 
absorbs  —0  81  Cal.roiy  as  in  the  ease  of  sodium,  potassium,  anil  am¬ 
monium,  the  heat  of  formation  of  the  acid  sulphate  is  lower  than  that; 
of  the  normal  salt.  Amexcessof  aniline  produces  no  sensible  thermal 
disturbance,  a  fact  which  shows  that  combination  between  the  base 
and  the  acid  is  very  nearly,  if  not  quite,  complete.  Nevertheless, 
aniline  sulphate  hr  solution  undergoes  slight  dissociation,  especially 
when  heated,  tire  extent  of  dissociation,  although  small,  being  dis¬ 
tinctly  greater  than  in  tile  case  of  ammonium  sulphide. 

Thermochemical  measurements  show  that  sodium  hydroxide  com¬ 
pletely  displaces  aniline  from  its  sulphate  even  in  presence  of  an 
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excess  of  aniline.  Ammonia  also  displaces  the  aniline,  but  in  this 
case  there  is  a  slight  division  of  the  acid  between  the  bases,  a  result 
due  to  the  partial  dissociation  of  the  two  sulphates  in  solution. 

Aniline  Nitrate  and  Chloride. — These  salts  stand  in  precisely  the 
same  relation  to  the  corresponding  ammonium  salts  as  does  aniline 
sulphate  to  ammonium  sulphate.  Tn  the  case  of  both  bases,  the  heats 
of  formation  of  the  nitrate  and  chloride  from  the  acid  and  base  are 
the  same. 

Aniline  acetate  lias  not  been  isolated  in  the  solid  state.  The  addi¬ 
tion  of  acetic  acid  to  an  equivalent  quantity  of  aniline  at  24°  develops 
+  1*53  Cal.,  and  if  it  is  assumed  that  the  heat  of  fusion  of  the  acetic 
acid  is  the  same  as  that  of  aniline  acetate,  the  heat  of  formation  of 
this  salt  from  gaseous  constituents  is  +  10'1  Cal.  The  heat  of  for¬ 
mation  of  the  ammonium  compound  is  +  S'4  Cal.  greater,  and  hence 
the  combination  of  aniline  with  acetic  acid  is  much  less  complete 
than  with  the. acids  previously  mentionod.  A  solution  of  aniline  and 
acetic  acid  in  equivalent  proportions  gives  a  further  development  of 
+  T41  Cal.  on  addition  of  a  second  equivalent  of  acetic  acid,  and 
+  0'73  Cal.  with  a  second  equivalent  of  aniline.  In  solution,  therefore  : 

jSfH-Ph  +  HO  Ac  .  develops  +  3'8  Cal. 

N H,Ph  -r  2HOAo  . .  ,,  +5-2  „ 

2NH2Ph  +  HOAc  ....  „  +4  8  „ 

Aniline  Benzoate. — Aniline  and  benzoic  acid,  when  gently  heated 
together  in  equivalent  proportions,  yield  a  homogeneous  liquid  which 
crystallises  on  cooling  and  dissolves  completely  in  water.  If  the 
solution  is  concentrated  by  evaporation,  it  deposits  crystals  of  benzoic 
acid,  and  the  dissociation  of  the  salt  is  practically  complete.  The 
heat  of  dissolution  of  the  crystalline  product  is  — 4‘79  Cal.,  and  from 
this  and  the  heat  developed  by  the  action  of  sodium  hydroxide 
it  follows  that  the  action  of  the  liquid  aniline  on  the  solid  acid 
develops  +  2‘7  Cal.  The  heat  of  formation  of  the  benzoate  from 
gaseous  constituents  would  be  +  11'3  Cal.,  and  the  difference,  5*7, 
between  this  number  and  the  value  for  the  ammonium  salt  is  nearly 
the  same  as  in  the  case  of  the  nitrates.  The  formation  of  the  solid 
salt  from  dissolved  acid  and  base  is  +  9’8  Cal.,  or  5  Cal.  higher 
than  in  the  ease  of  the  acetate.  It  follows  that  though  the  salt 
partially  dissociates  on  solution,  the  dissociation  is  much  less  than  in 
the  case  of  the  acetate. 

The  crystalline  product  spolcen  of  as  aniline  benzoate  is  really  a 
mixture  of  crystals  with  an  oily  substance,  and  if  the  crystals  are 
separated  by  repeated  pressing  between  filter  paper,  they  are  found 
to  have  the  composition  of  the  acid  benzoate,  PliNH,,2C-H#0>. 

C.  H.  B. 

Equilibrium  and  Reciprocal  Displacements  between  Volatile 
Organic  Bases.  By  Berthelot  ( Compt .  rend.,  Ill,  289 — 296;  com¬ 
pare  preceding  abstract). — Piperidine  is  alkaline  to  litmus,  and  when 
treated  with  water,  heat  is  developed  in  gradually  increasing  quantity; 
CSH„N  +  1|H>0  develops  +  B6  Cal.;  +  3H,Ch  +23  Cal.;  +  9H30, 
+  3  5  Cal. ;  +  300H..O,  +  6'46  Cal.  These  results  indicate  the  formation 
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of  a  partially  dissociated  hydrate,  and  in  this  respect  piperidine  resem¬ 
bles  trimethylamine.  The  tertiary  bases,  in  (act,  show  in  a  well  marked 
degree  that  power  to  combine  with  the  elements  of  water  which 
characterises  the  quaternary  bases.  This  fact  has  to  be  taken  into 
account  in  determinations  of  the  heats  of  neutralisation  of  these 
compounds. 

C5HnX  diss.  +  IICI  diss.  develops  +1332  Cal.;  C5H(1N  liq.  + 
HC1  gas  =  C5H12XC1  solid,  develops  +38  2  Cal. ;  C5H„X  gas  +  HC1 
gas  =  C5H12XC1  solid,  develops  +40  Cal.  These  numbers  are  of  the 
same  order  of  magnitude  as  the  corresponding  numbers  for  the 
ammonium  compounds. 

CsIInX  diss.  +  4H2S04  diss.  develops  +10  5  Cal.;  C5HnX  diss.  + 
H2S04  diss.  develops  +1+3  Cab  As  in  the  case  of  pyridine  and  the 
alkali  metals,  the  heat  of  formation  of  the  normal  salt  is  greater  than 
that  of  the  hydrogen  salt. 

Both  piperidine  and  ammonium  salts  are  slightly  dissociated  in 
solution,  and  there  is  reciprocal  displacement  to  a  certain  extent  when 
the  salts  are  mixed.  CaH,,X  diss.  +  XH,C1  diss.,  develops  +  0+ 
Cal.  and  CSH,,XHC1  diss.  +  XH3  diss.  absorbs  — 0+5  Cal.,  the  sum 
of  the  two  differences  being  practically  identical  with  the  difference 
between  the  heats  of  neutralisation. 

The  author  is  unable  to  confirm  Colson’s  statement  (this  vol.,  p.  1368) 
that  piperidine  displaces  calcium  from  calcium  chloride.  On  the 
contrary,  the  thermal  disturbances  show  that  sodium  hydroxide  and 
calcium  hydroxide  displace  piperidine  almost,  if  not  quite,  completely, 
from  solutions  of  its  hydrochloride,  and  freshly  precipitated  calcium 
hydroxide  readily  dissolves  in  strictly  equivalent  proportions  in  a 
solution  of  piperidine  hydrochloride.  If  the  piperidine  has  been 
exposed  to  the  air  and  has  absorbed  carbonic  anhydride,  then  it  pre¬ 
cipitates  calcium  salts,  and  if  carbonic  anhydride  is  passed  into  a 
solution  of  calcium  chloride  containing  piperidine,  calcium  carbonate 
is  precipitated. 

On  the  other  hand,  if  piperidine  is  poured  into  a  saturated  solution 
of  calcium  chloride,  a  precipitate  forms  immediately,  and  the  whole 
liquid  becomes  solid.  The  precipitate  is  not  calcium  hydroxide,  but 
re-dissolves  completely  on  addition  of  water.  Calcium  nitrate  and 
acetate  behave  similarly,  but  the  precipitate  with  the  chloride  requires 
the  greatest  quantity  of  water  to  dissolve  it,  and  in  this  case  also  the 
development  of  heat  is  greatest.  It  is  probable  that  these  precipitates 
are  compounds  of  the  chloride  or  oxychloride  with  piperidine,  ana¬ 
logous  to  the  ammoniacal  compounds  of  calcium  and  other  metals. 
Piperidine  also  precipates  barium  chloride,  but  only  from  a  saturated 
solution,  and  without  decomposing  it,  the  piperidine  exerting  a.  de¬ 
hydrating  action  similar  to  that  of  hydrochloric  acid.  Like  ammonia, 
however,  piperidine  precipitates  magnesium  salts. 

Pyridine. — The  data  are  ns  follows  : — 

C5H5N  liquid  +  220FJ..O  at  22°  .  develops  +  2‘12  Cal. 

CsH5N  diss.  +  HCI  diss .  ..  „  +5+  „ 

C5H5N  diss.  +^H2S04  diss . .  ,»  +7T  „ 

C5H5N  liq.  +  ilLSCh  diss .  +'+22  „ 

C5HlX.’H2S0f  +  AH2SO, .  absorbs  +  0*87  „ 
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The  first  two  values  agree  with  Colson’s  determinations  : — 

C5H6N  diss.  +  NH4C1  diss .  develops  O'O  Cal. 

CsHjN,HCl  diss.  +  NH3diss....  „  +73  „ 

Ammonia  displaces  pyridine  almost  completely,  but  there  is  some 
evidence  of  a  division  of  the  acid,  due  to  dissociation  of  the  ammonium 
salt,  as  in  the  case  of  aniline. 

The  addition  of  pyridine  to  calcium  chloride  solution  develops  a 
small  quantity  of  heat  (0‘ 12  Cal.),  but  there  is  no  precipitate.  If, 
however,  carbonic  anhydride  is  passed  into  the  liquid,  calcium  carb¬ 
onate  is  precipitated,  a  reaction  which  does  not  take  place  in  the  case 
of  aniline. 

In  the  case  of  piperidine  and  pyridine,  there  is  some  division  of 
hydrochloric  acid,  but  the  greater  part  remains  in  combination  with 
the  first  base. 

Aniline. — The  heats  of  formation  of  the  salts  of  aniline  are  almost 
identical  with  those  of  the  salts  of  pyridine,  and  when  aniline  is  added 
to  a  solution  of  pyridine  hydrochloride  there  is  a  partial  displacement 
of  the  pyridine.  Pyridine  displaces  aniline  from  its  sulphate  to  a 
considerable  extent,  although  not  completely.  In  no  case,  in  fact,  is 
displacement  by  pyridine  complete,  the  distribution  of  the  acid  being 
determined  by  the  degree  of  dissociation  of  the  two  salts. 

C.  H.  B. 

Boiling  Points  of  Substances  are  a  Function  of  their 
Chemical  Nature.  By  M.  Wildermann  (Per.,  23,  1468 — 1470,  and 
2146  — 2151  ;  compare  this  vol.,  p.  941). — The  author  quotes  further 
instances  in  support  of  the  law  given  in  his  previous  paper  with 
regard  to  the  boiling  points  of  substances.  Objection  is  raised  to  the 
view  recently  put  forward  by  Guldberg  (this  vol.,  p.  1043)  that  the 
ratio  T/T„  where  T  is  the  absolute  boiling  point  and  Tj  the  absolute 
critical  temperature,  is  practically  constant;  from  which  it  also 
follows  that  the  ratio  T/T'  of  the  two  boiling  points  at  the  pressures 
n  and  np  will  be  constant  for  substances  the  critical  pressures  of  which 
do  not  greatly  differ.  It  was  shown  by  the  anthor  in  the  paper  above 
quoted,  that  the  relation  of  boiling  point  to  pressure-  is  a  function  of 
the  chemical  nature  of  a  substance.  The  above  ratio  T/T'  cannot 
therefore  be  the  same  function  of  the  pressure-  for  substances  of 
different  chemical  nature,  so  that  even  if  such  substances  have  equal 
critical  pressures,  the  values  for  the  ratio  T/T'  will  not  be  equal. 

H.  C. 

Determination  of  the  Vapour  Pressures  of  Solutions.  By 

G.  Charpy  ( Oompt .  rend.,  Ill,  102 — 103). — The  solution  is  placed  in 
a  large  test  tube,  the  upper  part  of  which  contains  a  small  condensa¬ 
tion  hygrometer.  The  space  above  the  liquid  is  allowed  to  become 
saturated  with  the  vapour  of  the  solvent,  the  process  being  accelerated, 
if  necessary,  by  reducing  the  pressure,  and  the  dew  point  is  de¬ 
termined.  If  the  law  of  the  variation  of  the  vapour  pressure  of  the 
solvent  is  known,  the  vapour  pressure  of  the  solution  at  the  tempera¬ 
ture  of  the  experiment  can  be  readily  calculated.  The  accuracy  of  the 
determination  is  greater,  the  feebler  the  pressure  that  has  to  be 
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measured.  This  method  is  applicable  to  the  case  of  solutions  which 
attack  mercury,  and  which,  therefore,  could  not  be  introduced  into  a 
barometric  tube.  C.  H.  B. 

Some  Vapour-density  Determinations.  By  A.  Krause  and  V. 
Meyer  (Zeit.  physikal.  Chan.,  6.  5 — 0). — The  method  described  by 
Demnth  and  Meyer  (this  vol.,  p.  440)  for  determining  the  vapour 
density  of  a  substance  below  its  boiling  point  is  found  to  be  still 
applicable  when  other  gases  such  as  air,  nitrogen,  or  even  carbonic 
anhydride  are  used  in  place  of  hydrogen  to  fill  the  vaporising  bulb  of 
the  apparatus.  The  vaporisation  is  then  much  slower,  hut  determi¬ 
nations  of  the  vapour  densities  of  xylene  at  40°,  and  of  paranitro- 
toluene  at.  33°,  below  their  boiling  points,  in  air  and  in  carbonic 
anhydride,  show  that  perfectly  accurate  results  are  obtained.  The 
above  gases  may  therefore  be  employed  in  cases  where  hydrogen 
cannot  be  used,  but  it  is  preferable  to  use  the  latter  in  all  cases  where 
possible. 

Using  the  Dumas  method,  Cahours  found  that  the  theoretical 
vapour  density  of  acetic  acid  is  first  reached  at  ‘250°.  The  authors 
find  that  by  their  method  the  theoretical  vapour  density  can  be 
reached  at  about  160°.  The  results  obtained  weie  as  follows  : — 


Temp. 

Krause  and  Meyer. 

t 

Cahours. 

Temp. 

i 

Krause  and  Meyer.  | 

Cahours. 

H 

"  i 

2-67  2  *G0  1 

2-51  242  ! 

2  -28  2  -26 

3  20 
2-90 

100° 

190 

2  12  2  IS 

2  *14  2  07  1 

i 

2-48 

2-30 

The  theoretical  number  is  2'U8. 

Iodine,  according  to  T roost,  at  the  temperature  of  boiling  sulphur, 
already  shows  dissociation  when  under  a  reduced  pressure.  No  sign 
of  dissociation  was,  however,  found  by  the  authors  when  iodine  was 
allowed  to  vaporise  at  the  above  temperature  in  the  presence  of  a 
large  excess  of  air.  An  experiment  performed  with  sulphur  at  the 
same  temperature,  and  in  an  atmosphere  of  nitrogen,  gave  a  vapour 
density  corresponding  with  S7.  This  is  looked  upon  as  accidental,  as 
the  vapour  density  is  not  constant  at  these  temperatures.  II.  G. 

Osmotic  Experiment.  By  W.  Ngrnst  (Z«7.  physikal.  Chem.,  6, 
37 — 40). — If  we  have  two  solutions  in  the  same  solvent  of  different 
concentrations,  separated  by  a  layer  of  a  second  liquid  in  which  the 
solvent  is  soluble,  but  not  the  dissolved  substance,  the  liquid  will  act 
as  a  semi-permeable  material,  allowing  the  passage  of  the  solvent 
from  the  solution  of  less  to  that  of  greater  concentration,  but  not 
allowing  the  passage  of  the  dissolved  substance.  This  is  shown  to  he 
the  case  with  solutions  of  benzene  in  ether  separated  from  one  another 
bv  a  membrane  saturated  with  water.  U.  C. 

Role  of  Solid  Substances  in  Chemical  Equilibrium.  By 

A.  Horstman'N  {Zeit.  physikal.  Chem.,  6,  I — I). — It  is  a  matter  of 
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common  experience  that  the  relative  amount  of  a  solid  substance 
exercises  no  influence  on  chemical  equilibrium,  or,  as  it  is  usually 
expressed,  the  active  mass  of  a  solid  substance  appears  to  be  constant. 
Thus  when  carbonic  anhydride  is  in  contact  with  a  mixture  of  calcium 
carbonate  and  lime,  although  seeming'y  the  mixture  should  absorb  a 
greater  quantity  of  carbonic  anhydride,  the  greater  the  amount  of 
lime  present,  this  is  not  found  to  be  the  case,  the  tension  of  the  gas 
being  independent  of  the  proportion  of  the  two  solids  in  the  mixture. 
This  fact  has  not  hitherto  been  satisfactorily  explained,  but  Van’t 
Hoff’s  recent  views  with  regard  to  the  existence  of  solid  solutions 
(this  vol.,  p.  1044)  now  open  out  a  way  for  such  an  explanation. 

Two  solid  substances,  A  and  B,  will,  as  a  rule,  form  with  one 
another  two  saturated  solutions,  the  one  containing  a  small  quantity 
of  B  in  a  large  quantity  of  A,  and  the  other  a  small  quantity  of  A 
in  a  large  quantity  of  B.  Under  these  circumstances,  equilibrium 
will,  within  very  wide  limits,  be  independent  of  the  proportion 
of  the  two  solids.  In  the  case  of  calcium  carbonate  just  considered, 
one  may  assume  that  there  are  two  solutions,  one  containing  aCaO  in 
100CaCO;i,  and  the  other  5CaCO:i  in  lOOCaO,  where  a  and  b  are 
both  small  quantities.  According  to  a  well  known  thermodynamic 
principle,  the  tension  of  carbonic  anhydride  above  these  two  solutions 
must  be  the  same,  and  this  will  remain  constant  as  long  as  the  two' 
solid  solutions  are  present  at  the  same  time,  whatever  be  the 
relative  amounts  of  the  solid  substances  ;  for  the  addition  or  removal, 
of  carbouic  anhydride  can  only  alter  the  amounts  of  the  two  solutions,, 
but  not  their  composition,  and  hence  the  tension  also  remains; 
unaltered.  The  tension  will  only  become  variable  when  the  quantity 
of  one  of  the  constituents  is  so  small  that  only  one  of  the  two" 
solutions  can  be  formed.  H.  C. 

Affinity  Coefficients  of  Alkyl  Halogen  Compounds  and  of 
Amines.  By  N.  Mexschctkix  ( Zcit .  physikal.  Ghem.,  6,  41 — 57). — 
In  a  former  paper  (Abstr.,  1«8S,  901),  the  author  has  shown  that  the 
nature  of  the  solvent  exercises  a  very  material  influence  on  the 
velocity  of  the  chemical  reaction  there  studied.  In  order  to  submit 
this  influence  to  a  further  examination,  the  velocity  of  the  action  of 
triethylamine  on  ethyl  iodide  in  various  neutral  and  chemically 
indifferent  solvents  was  determined.  The  following  table  gives  the 
comparative  values  of  the  velocities  in  different  solvents,  that  in 
benzyl  alcohol  being  taken  as  100  (the  greatest  velocity)  : — 


Hydrocarbons. 

Hexane . 

0‘ 13 

Xvlene  . 

2*2 

0T7 

Benzene  . 

4'4 

Halogen  C 

'omponnds. 

Propyl  chloride . 

.,  4’0 

Bromobenzene . 

20-3 

Chlorobenzene . 

.  174 

a-Bromonapbthalene . . 

84-9 

Ethers. 

Ethyl  isoamyl  ether. 

0-47 

Phenetoi'l . 

16-0 

Ethyl  ether  . 

0-57 

Aniso’il . 

30-3 
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Ethereal  Salts. 

Isobutyl  acetate . 

43 

Ethyl  benzoate . 

, 194 

Ethyl  acetate . . 

16-7 

Alcohols. 

Isobutvl  alcohol . 

19*4  ! 

Allyl  alcohol  . 

, . .  32-5 

Ethyl  alcohol . 

27-5  | 

Methyl  alcohol  . . . . . 

. . .  38-0 

Kelones. 

Acetone . 

Acetone  t'14‘5  vol). 

4  o‘7 

Acetophenone . 

. .  97-3 

Water  (0-o  vol.) .... 

669 

The  velocity  is  least  for  the  hydrocarbons  and  ethers ;  then  come 
the  ethereal  salts  and  alcohols,  and  lastly  the  ketones,  for  which  the 
velocity  is  greatest.  Comparing  members  of  the  same  homologous 
series,  it  is  evident  that  the  velocity  is  most  retarded  by  compounds 
of  highest  molecular  weight.  Unsaturated  compounds  appear  to 
assist  the  reaction,  and  this  is  especially  noteworthy  in  the  case  of 
aromatic  compounds.  The  velocities  for  the  haloid  compounds  are 
greater  than  those  for  the  hydrocarbons,  and  bromine  gives  higher 
values  than  chlorine. 

The  velocity  of  the  action  of  propyl  iodide  on  triethylamine  in 
different  solvents  was  also  studied.  The  numbers  obtained  are  smaller 
than  those  for  ethyl  iodide,  but  a  very  similar  relation  is  observed 
among  them.  The  peculiar  influence  of  the  solvents  in  these  cases 
justifies  the  conclusion  that  solutions  in  organic  solvents  are  not  mere 
mixtures,  but  that  a  distinct  specific  attraction  exists  between  the 
solvent  and  dissolved  substance.  H.  C. 

Distribution  of  Hydrogen  Sulphide  between  the  Metals  of 
two  Dissolved  Salts.  By  G-.  Chksxeau  ( Compt .  rend..  Ill,  269— 
271). — Hydrogen  sulphide  was  added  to  a  solution  containing  lead 
nitrate  and  copper  nitrate  in  equal  molecular  proportions.  Direct 
experiments  showed  that  in  the  case  of  both  salts  incomplete  or  exact 
precipitation  yields  always  a  mouosulphide.  The  division  of  the 
hydrogen  sulphide  between  the  two  metals  takes  place  in  the  direc¬ 
tion  indicated  by  the  thermochemieal  data.  Copper  is  precipitated 
more  rapidly  than  lead,  and  the  composition  of  the  precipitate  varies 
continuously  with  the  proportion  of  hydrogen  sulphide.  The  ratio 
of  copper  to  lead  also  varies  with  the  time  during  which  the  three 
compounds  remain  in  contact  it  first  decreases,  attains  a  minimum 
after  a  few  minutes,  and  then  gradually  increases.  C.  11.  B. 

Berthollet’s  Laws.  By  A.  Colson  (Compt.  rend.,  Ill,  103— 10b). 
—Pyridine,  aniline,  and  nicotine  give  no  precipitate  with  solutions 
of  calcium  salts,  and  hence  are  exceptions  to  one  of  the  laws  of 
Berthollet.  The  heat  of  neutralisation  of  diisobutylaniine  is  practi¬ 
cally  the  same  as  that  of  calcium  hydroxide,  and,  like  the  latter,  the 
amine  precipitates  magnesium  hydroxide,  but  is  expelled  from  its 
salts  by  potassium  hydroxide.  Now  if  doable  decomposition  depends 
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on  affinity,  and  not  on  the  nature  of  the  base,  the  salts  of  diiso- 
butylamine  should  not  he  decomposed  by  pyridine,  aniline,  or  nico¬ 
tine,  and  the  author  found  that  the  sulphate  and  chloride  are  not 
decomposed,  after  first  proving  that  the  solubility  of  the  amine  in 
water  is  not  affected  by  the  presence  of  the  other  bases  mentioned. 

Organic  and  inorganic  bases  may  be  divided  into  two  groups,  the 
one  being  comparable  to  the  alkalis,  and  the  other  to  feebler  metallic 
bases,  the  ratio  established  for  one  acid  holding  good  as  a  general 
rule  for  all  the  others.  When  an  alkaline  base  and  a  feeble  base  are 
simultaneously  in  presence  of  the  same  acid,  the  affinity  of  the  alka¬ 
line  base  alone  seems  to  be  active,  and  the  salts  of  the  strong 
base  are  not  decomposed  by  the  feeble  base,  whatever  be  the  nature 
and  solubility  of  the  bases,  provided  that  they  form  soluble  salts. 
In  other  words,  Bcrthollet’s  laws  do  not  hold  good.  From  a  thermo- 
clmmical  point  of  view,  this  fact  may  be  stated  approximately  in  the 
following  terms  :  When  two  bases,  by  their  separate  union  with  the 
same  acid,  develop  vn-y  different  quantities  of  heat,  the  salts  formed 
with  the  greater  development  of  heat  are  not  decomposed  by  the 
feebler  ba=e,  whatever  may  be  the  direction  of  the  interaction  indi¬ 
cated  by  Berthol  let’s  laws.  C.  H.  B. 

^Reactions  of  Organic  Bases.  By  A.  Colson  ( Compt .  rend,,  111, 
266 — 2 1 >8). — Piperidine  precipitates  calcium  from  solutions  of  its 
soluble  salts,  although  the  heat  of  formation  of  piperidine  chloride, 
+  13  Cal.,  is  less  than  that  of  calcium  chloride,  4-14  Cal.  Moreover, 
the  heat  of  formation  of  piperidine  chloride  in  any  state  is  less  than 
that  of  ammonium  chloride,  and  yet  ammonia  does  not  precipitate 
solutions  of  calcium  chloride. 

Pyridine  displaces  aniline  from  solutions  of  its  chloride,  although 
the  heat  of  formation  of  aniline  chloride  is  greater  than  that  of 
pyridine  chloride.  The  result  cannot  he  attributed  to  the  formation 
of  a  pyridine  dihydrochloride,  for  the  latter  is  unstable  in  presence  of 
water,  and  its  beat  of  formation  is  very  small. 

It  would  seem  that  in  these  cases  Berthollet’s  laws  hold  good,  but 
the  ordinary  thermochemical  laws  do  not,  and  the  author  concludes 
that  for  bases  of  the  same  order,  Berthollet’s  laws  are  time,  whatever 
the  direction  of  change  indicated  by  the  thermochemical  data. 

C.  H.  B. 

New  Principle  of  Determining  Molecular  Weights.  By  W. 

Nernst  (Zeit.  physikal.  Chem.,  6,  16 — 36). — It  has  been  shown  by 
Van’t  Hoff  and  Tammamn  that  iso-osmotic  solutions  have  equal  vapour 
tensions.  Regarding  the  process  of  dissolution  as  equivalent  to  that 
of  vaporisation  (Nernst,  this  vol.,  p.  3),  the  tensions  of  different 
solutions  towards  any  particular  solvent  will  be  subject  to  the  same 
law.  Hence  if  two  iso-osmotic  aqueous  solutions  are  shaken,  say,  with 
carbon  bisulphide,  the  latter  will  remove  equal  quantities  of  water 
from  each.  If  the  osmotic  pressures  of  the  solutions  differ,  that  of 
lower  osmotic  pressure  will  part  with  more  water  than  that  with  the 
hi'diev.  But  since  the  osmotic  pressure  of  a  solution  changes  with 
the  amount  and  the  nature  of  the  dissolved  salt  which  it  contains,  the 
amount  of  water  or  other  solvent  which  passes  from  the  solution  into 
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tlie  carbon  bisulphide  or  other  liquid  will  vary  as  the  dissolved  salt 
varies.  The  osmotic  pressure  being  also  dependent  on  the  molecular 
weight  of  the  dissolved  substance,  there  will  obviously  be  a  relation 
between  this  latter  and  the  amount  of  solvent  which  will  be  dissolved 
out  of  the  solution  by  some  second  liquid.  This  relation  can  be 
determined  from  thermodynamical  considerations,  and  may  be  formu¬ 
lated  as  follows:  The  relative  decrease  in  solubility  towards  some 
second  liquid  which  a  solvent  undergoes,  owing  to  the  addition  of 
some  foreign  substance,  is  as  the  number  of  molecules  of  the  dissolved 
foreign  substance  to  the  number  of  molecules  of  the  solvent.  Hence 
if  n  is  the  number  of  foreign  molecules  dissolved  in  100  mols.  of  the 
solvent,  and  a  and  a  the  solubilities  of  the  pure  solvent  and  of  the 
solution,  ( a  —  a)ja  —  n/100.  This  law  was  tested  and  found  to  be 
correct  for  solutions  of  various  substances  in  valeric  acid  and  ether,  the 
second  liquid  used  in  each  case  being  water.  The  amount  of  valeric 
acid  dissolved  out  by  the  water  was  determined  in  each  case  by  titra¬ 
tion,  and  the  amount  of  ether  by  taking  the  specific  gravities  of  the 
aqueous  solutions.  If  x  is  the  number  of  grams  of  a  substance  of 
molecular  weight  M  dissolved  in  100  gram  mols.  of  the  solvent, 
n  =  JI jx,  and  we  thus  have  a  method  of  determining  the  molecular 
weight  of  the  dissolved  substance  by  measuring  the  solubility  of  its 
solution  in  some  second  solvent. 

If  a  mixture  of  two  liquids,  such  as  ether  and  water,  is  cooled  to  a 
sufficiently  low  temperature,  one  of  them,  in  this  case  the  water,  will 
begin  to  freeze.  The  point  at  which  this  will  take  place  will  be  that 
corresponding  to  the  reduction  in  the  freezing  point  of  water  caused 
by  the  addition  of  the  ether.  If  in  the  ether  a  third  substance  is 
dissolved  which  is  not  soluble  in  water,  then,  in  accordance  with  the 
law  stated  above,  the  solubility  of  the  ether  in  the  water  will  be 
lessened,  and  hence  the  freezing  point  of  the  aqueous  solution  will 
rise  If  f0  is  the  freezing  point  of  a  solution  of  pure  ether  in  water, 
and  t  the  freezing  point  after  the  addition  of  a  foreign  substance  of 
molecular  weight  M,  m  grams  of  the  latter  being  dissolved  in 
100  grams  of  ether,  then  tj(t0  —  t)  =  74m/100M.  The  method  can, 
therefore,  be  used  to  determine  an  unknown  molecular  weight,  and 
experiments  are  quoted  which  demonstrate  its  correctness.  Solutions 
other  than  those  of  ether  and  water  may,  of  course,  be  used,  if  they 
fulfil  the  above  necessary  conditions.  H.  C. 
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Carbon  an  Impurity  in  Hydrogen  affecting  Deteiminations 
of  its  Atomic  Weight.  By  E.  W.  Mori.ky  {Am it.  (Hum.  J.,  12. 
460—463). — All  commercial  varieties  of  zinc,  including  the  purest 
zinc  obtainable  from  the  manufacturers  of  pure  chemicals,  when  dis¬ 
solved  in  dilute  acids,  give  hydiogen  containing  carbon  compounds, 
which  are  converted  into  carbt  nic  anhydride  on  passing  the  gas  over 
hot  copper  oxide.  The  hydrogen  obtained  by  the  electrolj  sis  of  an 
VOX..  LYIII.  4  s 
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alkaline  hydroxide  is  likewise  contaminated,  unless  care  is  taken  to 
remove  the  carbonate  present  by  precipitation  with  barium  hydrox¬ 
ide.  The  bearing  of  these  facts  on  the  determination  of  the  atomic 
weight  of  hydrogen  is  obvious,  since  hydrogen  containing  carbon 
compounds  will  have  too  high  a  specific  gravity  ;  and  when  weighed 
and  burned,  and  the  resulting  water  weighed,  the  atomic  weight  of 
hydrogen  will  appear  to  be  too  large. 

The  only  known  satisfactory  method  of  obtaining  pure  hydrogen 
for  atomic  weight  determinations  is  by  the  electro^sis  of  dilute 
sulphuric  acid.  The  author,  by  this  method,  has  succeeded  in  obtain¬ 
ing  hydrogen,  at  the  rate  of  from  10  to  20  litres  per  honr,  in  which 
there  is  no  carbon,  no  sulphur  ;  in  which  there  is  presumably  no 
oxygen,  and,  finally,  in  which  the  resulting  nitrogen  is  too  small  to 
be  detected  by  a  process  which  shows  the  presence  of  one-hundredth 
of  a  c.c.  of  nitrogen  in  a  litre  of  hydrogen.  G.  T.  JVL 

Atomic  Weight  of  Oxygen.  By  W.  A.  Noyes  (Amer.  Chem.  ,7., 
12,  44-1 — 460;  compare  Abstr.,  1888,  411,  047,  and  649). — In  a 
previous  paper  (Abstr.,  1889,  672),  the  author  expressed  the  opinion 
that  some  undiscovered  source  of  constant  error  existed  both  in  his 
and  in  Cooke’s  determinations  of  the  atomic  weight  of  oxygen. 
Further  experiments,  however,  now  show  that  such  cannot  be  the 
case,  and  that  the  atomic  weight  lies  very  close  to,  and  is  probably 
very  slightly  less  than,  the  value  15‘896  (mean  of  24  determinations). 
The  apparatus  used  was  the  same  in  principle  as  that  employed  in 
his  previous  experiments  ( loc .  tit.)  ;  the  hydrogen  was  obtained  bv 
the  electrolysis  of  a  solution  containing  15 — 20  per  cent,  of  sulphuric 
acid,  and  every  precaution  was  taken  to  remove  impurities  from  it, 
and  to  prevent  leakage  in  the  apparatus.  The  author  has  shown 
that  these  two  objects  were  attained. 

Experiments  made  with  the  desire  of  substituting  lead  chromate, 
manganese  dioxide,  or  litharge  for  the  copper  oxide  gave  unsatisfac¬ 
tory  results;  although,  in  the  case  of  manganese  dioxide,  one  deter¬ 
mination,  after  necessary  corrections  for  retained  water  had  been 
allowed,  gave  the  value  15'904.  This  result  may  be  regarded  as 
confirmatory  of  those  obtained  when  the  author  employed  copper 
oxide.  ^  G.  T.  iM. 

Density  of  Nitrogen  and  Oxygen  according  to  Regnault,  and 
the  Composition  of  the  Air  according  to  Dumas  and  Bous- 
singault.  By  A.  Ledcc  ( Compt .  rend.,  Ill,  262 — 264). — If  the 
composition  of  the  air  by  weight  is  calculated  from  the  known  com¬ 
position  by  volume  and  the  densities  of  oxygen  and  nitrogen  as 
given  by  Regnault,  the  numbers  obtained  are,  oxygen  23*58,  nitrogen 
76'42.  According  to  Dumas  and  Boussingault  the  numbers  are, 
oxygen  23*0  (22'9 — 23'1)  and  nitrogen  77'0.  The  author  considers 
that  this  difference  is  most  probably  due  to  small  errors  in  Regnault’s 
numbers,  namely,  1T0563  for  oxygen  and  0'97137  for  nitrogen. 
Dumas  found  oxygen  =  1T057  and  nitrogen  =  0'972.  Some  pre¬ 
liminary  determinations  of  the  density  of  nitrogen  by  the  author  gave 
values  between  0'972  and  0'973.  G.  H.  B. 
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Rhombic  Sulphur  from  Hydrogen  Sulphide.  By  P.  B.  Ahrexs 
(Ber.,  23,  2708). — When  pyridine  or  picoline  is  saturated  with 
hydrogen  sulphide  and  allowed  to  remain  in  open  or  loosely  closed 
vessels,  sulphur'  gradually  separates  out  in  small,  lustrous  crystals, 
consisting  of  rhombic  octahcdra.  Those  from  picoline  are  larger,  but 
less  sharply  developed  than  those  from  pyridine.  It  is  probable' that 
hydrogen  sulphide  first  unites  with  the  base  forming  an  unstable 
additive  compound,  which  is  gradually  decomposed  by  the  oxygen  of 
the  air  with  separation  of  sulphur ;  the  latter  first  remains  dissolved 
in  the  base,  but  soon  separates  out  in  the  crystalline  form*  This 
view  is  confirmed  by  the  fact  that  the  pyridine  bases  ahvavs  contain 
water  after  the  sulphur  has  separated  H.  C.  C. 

Action  of  Sulphurous  Anhydride  on  Metals.  By  J.  Uhl  (Ber.,. 
23,  2151 — 2154). — Pure  palladium  foil  decomposes  pure  dry  sulphur¬ 
ous  anhydride  at  a  moderately  high  temperature  in  accordance  with 
the  equation — Pd  +  3SCL  =  PdS  +  2S03.  The  action  ceases, 
however,  after  a  short  time  owing,  probably,  to  the  fact  that  the 
metal  becomes  coated  with  sulphide.  Platinum  behaves  like  palla¬ 
dium  under  the  same  conditions,  but  gold  decomposes  the  gas  into 
sulphuric  anhydride  and  sulphur. 

When  copper  is  heated  in  a  stream  of  sulphurous  anhydride,  h  is 
converted  into  cuprous  sulphate  and  cuprous  sulphide,  a  small 
quantity  of  a  colourless  sublimate  being  also  formed  ;  if  the-  product 
is  treated  with  water  to  dissolve  the  sulphate,  and  the-  dried  residue 
containing  copper  sulphide  is  heated  in.  a  stream  of  hydrogen 
evolution  of  hydrogen  sulphide  takes  place.  It  was  also  found 
that  freshly  prepared,  well  dried  copper  sulphide  is  decomposed  by 
hydrogen  atadidl  red  heat  with  evolution  of  hydrogen  sulphide; 
after  about  15  minutes,  the  presence  of  metallic  copper  can  be 
observed,  and,  on  further  heating,  a  considerable  quantity  of  the 
sulphide  is  reduced.  This  fact  proves  that  the  method  at  present 
employed  for  the  estimation  of  copper,  namely  ignition  of  the 
sulphide  in  a  stream  of  hydrogen,  cannot  yield  accurate-  results. 

When  silver  is  heated  in  a  stream  of  sulphurous  anhydride,  it  is 
converted  into  sulphate  and  sulphide,,  a  very  small  quantity  of 
sulphuric  anhydride  being  also  formed.  Cadmium,  under  the  same- 
conditions,  is  converted  into  the  sulphate  and  sulphide  ;  the  sulphide 
is  not  decomposed  on  ignition  in  a  stream  of  hydrogen.. 

Mercury  and  bismuth  are  not  acted  on  by  sulphurous  anhydride  at 
a  moderately  high  temperature,  but  magnesium  glows  vividly  in  tin- 
gas,  even  when  only  gently  heated,  yielding  the  sulphate,  sulphite, 
and  sulphide.  Antimony  is  converted  into  the  orange  trisulphido 
and  trioxide  on  ignition  in  sulphurous  anhydride  ;  aluminium,  zinc, 
nickel,  and  cobalt  seem  to  be  partially  converted  into  the  sulphides. 

If.  8.  K. 

Expansion  of  Silica.  By  H.  Lit  Crate  lieu  (Compt.  reml.,  Ill, 
123  —  12G). — The  following  results  were  obtained  with  (1)  a  brick  <>! 
tridymite  obtained  by  treating  a  brick  of  quartz  at  1000°,  (2)  chal¬ 
cedony  heated  at  150CP ;  sp.  gr.  2*  1 G,  (3)  calcined  quartz.  1  In 
numbers  represent  the  elongation  in  mm.  per  luO  inm. : 
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15°, 

95°.  130°. 

170°. 

245°. 

270°.  3G0°. 

4S0°. 

570°. 

590°. 

(1.) 

o-o 

0TG  0-22 

0-42 

OG2 

—  — 

0-95 

— 

1-02 

(2.) 

o-o 

0*06  — 

0-20 

1-23 

—  1-29 

— 

— 

— 

(3.) 

o-o 

—  — 

— 

— 

0-20  — 

— 

0-35 

— 

600°. 

650°. 

700°. 

900°. 

990°. 

1050P. 

(1.)  - 

— 

1-09 

1-07 

— 

1-05 

(2.)  - 

1-40 

— 

— 

— 

153 

(3.)  0-41 

— 

— 

— 

0-45 

— 

Between  130°  and  170°,  the  tridymite  suddenly  expands,  the 
elongation  being  about  O’ 15  per  cent.,  and  this  seems  to  correspond 
with  the  point  of  transformation,  130°,  observed  by  Mallard.  Tri¬ 
dymite  shows  a  maximum  expansion  at  about  750J,  a  phenomenon 
which  has  not  previously  been  observed  for  any  other  substance. 
Between  170°  and  245°,  calcined  chalcedony  also  shows  a  sudden 
elongation  of  1  per  cent.,  the  exact  temperature  at  which  this  takes 
place  being  210°.  It  would  follow  from  this  transformation  that  this 
variety  of  silica  cannot  be  regarded  as  amorphous.  Calcined  quartz 
expands  continuously  as  the  temperature  rises,  but  the  value  of  the 
elongation  at  1000u  is  much  lower  than  for  any  other  variety  of 
silica,  and  is  intermediate  between  that  of  porcelain  and  that  of  glass; 
it  follows  therefore  that  when  heated  to  a  high  temperature  in 
presence  of  a  small  quantity  of  bases  and  suddenly  cooled,  quartz  is 
really  converted  into  amorphous  silica.  C.  H.  B. 

Reduction  of  Oxygen  Compounds  by  Magnesium,  By 

C.  Winkler  (iter.,  23,  2G42 — 2GGS  ;  see  also  this  voh,  pp.  331, 451, 
093). — When  a  spiral  of  magnesium  ribbon  is  ignited  and  plunged 
into  carbonic  anhydride,  it  continues  to  burn  brightly,  although  in  a 
somewhat  altered  manner,  a  slight,  crackling  noise  being  heard,  whilst 
the  burning  particles  of  magnesium  are  projected  agaiust  the  sides 
of  the  vessel.  The  magnesia  is  coloured  more  or  less  grey  from 
the  presence  of  a  little  carbon,  which  is,  however,  only  foimed 
in  very  small  quantity,  carbon  monoxide  being  the  chief  product. 
It  is  probable  that  the  heat  evolved  by  the  burning  magnesium 
dissociates  the  carbonic  anhydride  into  carbon  monoxide  and  oxygen, 
the  latter  then  uniting  with  the  magnesium  vapour  with  explosive 
violence,  and  causing  the  above-mentioned  scattering  of  the  burning 
particles. 

If  a  compact  mass  of  magnesium  ribbon  be  gently  heated  in  a  glass 
tube,  and  carbonic  anhydride  passed  over  it,  the  surface  becomes 
rough,  and  covered  with  a  greyish-black  mixture  of  carbon  and 
magnesium  carbide,  and  carbon  monoxide  is  found  in  the  gas.  At  a 
full  red  heat,  the  magnesium  ribbon  bursts  into  flame,  burning  with 
an  intense  light,  and  forming  a  mixture  of  magnesia  and  charcoal. 
Magnesium  ware  under  the  same  conditions  does  not  ignite,  but  becomes 
coated  with  magnesium  carbide ;  magnesium  pow'der,  on  the  other 
hand,  causes  formation  of  carbon  monoxide  below'  a  red  heat,  and 
complete  decomposition  at  a  low'  red  heat. 

That  magnesium  can  also  cause  the  reduction  of  alkaline  curb- 
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onatcs  lias  been  shown  by  Pliipson  [Chon.  News,  9,  219),  and  by 
the  author  (this  vol.,  p.  331).  In  the  instances  already  investigated, 
the  metal  formed  is  volatile,  and  it  was,  therefore,  interesting  to  see 
whether  the  carbonates  of  the  alkaline  earths  exhibit  a  similar 
behaviour.  It  was  found  that  when  1  mol.  of  calcium  carbonate  was 
heated  with  3  atoms  of  magnesium  in  powder,  complete  reduction  look 
place  at  a  red  heat,  with  incandescence.  The  product  on  treatment 
with  hot  water  and  acids  gave  off  hydi'ogen  contaminated  with  other 
unpleasant  smelling  gases.  If  only  2  atoms  of  magnesium  are 
employed,  the  products  are  quicklime,  charcoal,  and  magnesia,  whilst 
1  atom  of  magnesium  gives  quicklime,  carbon  monoxide,  and  mag¬ 
nesia.  The  carbonates  of  strontium  and  barium  behave  in  a 
similar  manner,  except  that  the  reaction  is  much  more  violent.  An 
attempt  was  made  to  obtain  the  carbon  formed  in  the  last  reaction 
in  a  crystalline  condition  by  fusing  the  product  with  an  excess  of 
aluminium.  The  dark-coloured  metallic  mass,  however,  on  treatment 
with  acids,  left  a  black  residue  consisting  of  amorphous  carbon  and 
small  crystals  of  barium  aluminate. 

Burning  magnesium  ribbon  or  wire  is  at  once  extinguished  when 
plunged  into  carbon  monoxide.  If  the  gas  be  passed  over  the  same 
form  of  magnesium  at  a  red  heat,  it  only  becomes  coated  with  mag¬ 
nesium  carbide.  Tiie  powder,  however,  burns  at  a  red  heat  with  a 
dull  glow,  forming  a  black,  friable  product,  consisting  apparently  of 
a  mixture  of  magnesia  and  charcoal.  On  treatment  with  acids,  this 
leaves  a  sooty  powder,  which,  however,  in  this,  as  in  all  the  above 
cases,  contains  considerable  quantities  of  magnesium.  That  the  latter 
is  chemically  combined  is  shown  by  the  fact  that  it  is  not  attacked  by 
concentrated  hydrochloric  acid.  On  ignition,  it  is  slowly  converted 
into  magnesia,  and  quantitative  measurements  of  the  amount  of  the 
latter  led  to  the  impossible  formnla  J\lgC10.  It  is,  therefore, 
probably  a  mixture  of  magnesium  carbide  and  charcoal,  and,  more¬ 
over  always  contains  impurities  derived  from  the  vessel  in  which  the 
reduction  is  carried  out.  Attempts  were  made  to  obtain  a  definite 
compound  Mg2C  by  heating  the  two  substances  in  the  required  pro¬ 
portions  in  a  current  of  hydrogen,  and  by  heating  1  mol.  of  calcium 
carbonate  with  5  atoms  of  magnesium.  In  both  cases,  however,  only 
a  partial  reaction  takes  place;  the  product  undoubtedly  contains 
magnesium  carbide,  and  gives  off  unpleasant  smelling  gases  on  treat¬ 
ment  with  acids. 

The  researches  of  Wohler  (Annalen,  107.  137,  3G9),  Gen tlicr  (J.pr. 
Chem.,  95, 424),  Phipson  ( Pror .  J'oy.  Soc.,  13,  21  7),  and  Parkinson  (this 
Jonrn.,  1867,  128)  have  shown  the  strong  tendency  of  silicon  lo  unite 
with  magnesium,  and  it  was,  therefore,  thought  advisable  to  inves¬ 
tigate  the  compounds  thus  formed  before  examining  the  action  of 
magnesium  on  silica.  Wohler  obtained  a  eomponnd  to  which  lie  gave 
the  formula  Mg^Sb,  whilst  Ceuther  obtained  a  similar  compound 
of  the  composition  Mg6Si3.  The  author  heated  together  magnesium 
|i  and  silicon  in  a  current  of  hydrogen  in  the  proportions  required  by 
*\  the  latter  formula,  and  also  in  the  proportion  required  by  the  formnl  i. 
Mg2Si.  Both  products  were  very  similar,  the  former  having  a 
slightly  reddish  tinge,  whilst  the  latter  is  coloured  pure  greyish- 

i 
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blue.  Both  readily  lose  magnesium  on  ignition,  and  the  author 
believes  that  the  true  compound  is  Mg.Si, and  that  the  other  compounds 
obtained  are  formed  from  it  by  loss  of  magnesium.  Both  compounds 
evolve  spontaneously  inflammable  hydrogen  silicide  with  hydrochloric 
acid  of  sp.  gr.  1‘190,  but  if  dilute  acid  be  employed,  the  gas  is  not  as  a 
rule  spontaneously  inflammable.  A  portion  of  the  silicon  passes  at 
the  same  time  into  Geuther’s  hydrated  silicon  oxide,  Si3H20s,  and  pos¬ 
sibly  also  into  silicoformic  auhydride,  Si2H203,  and  silicone,  ShEUCb. 
Dilute  sulphuric  acid  behaves  in  a  manner  similar  to  dilute  hydro¬ 
chloric  acid,  but  the  concentrated  acid  is  reduced  to  sulphurous  acid 
and  sulphur.  With  hydrofluoric  acid,  it  yields  hydrogen  only,  and  is 
not  completely  dissolved,  as  it  becomes  coated  with  insoluble  magne¬ 
sium  fluoride.  It  is  not  attacked  by  aqueous  potash,  but  is  readily 
decomposed  by  a  solution  of  ammonium  chloride,  according  to  the 
equation :  2Mg2Si  +  SFfHjCl  fl-  3H20  =  4MgCl2  +  Si2H203  +  8NH* 
4-  GH2.  Magnesium  silicide  also  decomposes  the  salts  of  many 
heavy  metals,  with  precipitation  ef  the  metal,  and  even  with  neutral 
•solutions  of  alkaline  chlorides  it  yields  hydrogen  on  boiling,  the  solution 
becoming  alkaline.  The  formation  of  hydrogen  must  be  secondary, 
and  due  to  the  previous  formation  of  the  alkali  metal. 

The  action  of  magnesium  powder  on  silica  has  been  recently  inves¬ 
tigated  by  Gattermann  (Abstr.,  1SS9,  342).  The  author  in  his 
experiments  employed  very  finely  ground  quartz.  When  mixed  with 
2  atoms  of  magnesium  powder,  the  reaction  is  extremely  violent, 
even  when  only  small  quantities  are  employed,  and  the  product  is 
never  homogeneous,  showing  in  some  places  the  blue  magnesium 
silicide,  and  in  others  the  browm  silicon.  If  to  the  mixture  an  equal 
weight  of  magnesia  be  added  before  heating,  the  reaction  proceeds 
•quite  quietly.  The  product  obtained  without  magnesia,  when 
powdered  and  again  heated  in  hydrogen,  assumes  a  pure  brown 
■colour,  and  scarcely  evolves  any  hydrogen  silicide  with  hydrochloric 
acid,  whence  it  appears  that  not  only  magnesium,  but  also  mag¬ 
nesium  silicide,  can  reduce  silica  to  silicon.  If,  therefore,  1  mol.  of 
silica  be  heated  with  1  atom  of  magnesium,  silicon  alone  is  formed, 
the  reaction  proceeding  much  more  quietly.  From  this  it  would  also 
appear  probable  that  a  silicon  monoxide  SiO  does  not  exist. 
Powdered  silicates  are  also  reduced  at  a  red  beat  by  magnesium 
powder  in  the  same  manner  as  silica  itself. 

When  titanium  dioxide  (1  mol.)  is  heated  with  magnesium  powder 
(2  atoms)  at  a  red  beat  in  a  current  of  hydrogen,  reduction  takes 
place  with  incandescence.  The  product  must  he  allowed  to  cool  in 
an  atmosphere  of  hydrogen,  as  otherwise  it  readily  catches  fire  in  the 
air.  After  remaining  for  a  night  under  glacial  acetic  acid,  it  is 
partially  dried  at  a  moderate  heat,  and  then  completely  in  a  current 
of  hydrogen  at  150°.  A  brown  powder  is  thus  obtained,  which  con¬ 
tains  uo  metallic  titanium,  but  a  lower  oxide  of  the  metal,  mixed  with 
magnesium  in  the  form  of  magnesium  titanate.  From  the  quantity 
of  oxygen  taken  up  on  beating  the  reduction  product,  it  appears 
probable  that  the  reaction  takes  place  according  to  the  equation 
2Ti02  -)-  Mg  =  TiO  +  MgTi03.  If,  however,  the  quantity  of  mag- 
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ijfsinm  lie  decreased,  products  are  obtained  Laving  the  colours  of  the 
other  low  er  oxides  of  titanium. 

All  attempts  to  prepare  a  compound  of  magnesium  and  titanium 
have  been  without  success.  A  compound  of  titanium,  hydrogen,  and 
oxygen  has,  however,  been  obtained  in  the  following  manner. 
Titanium  dioxide  (1  mol.)  was  heated  with  magnesium  powder 
(4  atoms)  in  a  current  of  hydrogen.  After  cooling  in  the  hydrogen 
atmosphere,  the  product  was  covered  with  water  in  a  flask,  and 
hydrochloric  acid  passed  in  drop  by  drop,  until  present  in  excess, 
almost  pure  hydrogen  being  evolved.  The  compound  in  suspension  is 
collected,  washed  with  hydrochloric  acid,  alcohol,  and  ether,  and  dried 
over  sulphuric  acid  in  a  vacuum.  It  forms  a  black  powder,  which  is 
not  attacked  b}’  a:ids,  and  evolves  hydrogen  on  treatment  with  aqueous 
potash,  but  remains  unchauged  in  appearance.  When  heated  by  itself, 
it  also  gives  off  hydrogen  without  change  of  appearance,  and  on  igni¬ 
tion  in  air  forms  titanic  anhydride;  the  compound,  however,  still 
contains  magnesium,  probably  as  magnesium  titanate.  If  in  the 
numbers  obiaiued  on  analysis  the  correction  be  made  for  a  quantity 
of  the  latter  compound  corresponding  with  the  magnesium  found,  the 
composition  of  the  remainder  is  found  to  be  Ti3H04.  The  decomposi¬ 
tion  by  heat  would  then  be  represented  by  the  equation  Ti3H04  = 
Ti304  +  H. 


13y  the  action  of  magnesium  (2  atoms)  on  zirconium  dioxide  (1  mol.) 
at  a  red  heat  in  a  current  of  hydrogen,  a  black  product  was  obtained 
which  readily  takes  fire  in  the  air,  and  which,  after  separating  from 
unaltered  magnesium,  appears  to  have  the  composition  ZrO,  com¬ 
plete  reduction  to  the  metal  not  taking  place.  Zirconium  monoxide 
may  also  be  obtained  bv  heating  zirconium  dioxide  (1  mol.)  and 
magnesium  (1  atom).  It  is  a  deep-black  powder,  which  readily 
undergoes  oxidation  forming  titanium  dioxide. 

When  zirconium  dioxide  and  magnesium  are  heated  in  the  propor¬ 
tion  of  1  mol.  of  the  former  to  4  atoms  of  the  latter,  and  the  product 


treated  just  as  described  above  under  titanium,  a  black  compound  is 
obtained,  which,  like  the  titanium  compound,  is  unacted  on  by  acids, 
but  evolves  hydrogen  on  treatment  with  aqueous  potash.  On  heating 
it,  the  flame  of  burning  hj'drogen  is  first  seen,  and  then  incandescence 
takes  place,  the  dioxide  being  formed.  From  the  analysis,  it  appears 
that,  on  the  assumption  that  the  magnesium  found  is  present  as 
zirconate,  the  new  compound  has  the  formula  Zr3ll304.  On  heating 
by  itself,  it  also  evolves  hydrogen,  the  reaction  being  possibly  as 
follows : — Zr3H304  =  3ZrO  +  H20  +  H. 

The  hydrogen  evolved  when  the  reduction  product  is  treated  with 
hydrochloric  acid  contains  a  small  quantity  of  an  impurity,  which, 
from  its  general  behaviour  and  peculiar  odour,  is  probably  hydrogen 
zircon ide.  <-1, 


Beryllium.  13y  G.  Kituss  and  II.  Mokaiit  (7jV/\,  23,  2552  2.»;>G). 
— The  authors  have  redetermined  the  atomic  weight  of  beryllium. 
Beryllium  oxide,  purified  as  previously  described  (this  vol.,  p.  047), 
was  converted  into  the  sulphate,  BcS04  +  41I20,  and  weighed 
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quantities  of  this  salt,  most  carefully  purified  by  recrystallisation, 
were  reconverted  into  the  oxide  by  ignition.  The  average  of  14  deter¬ 
minations  gave  4'514  as  the  equivalent,  or  9'02S  as  the  atomic  weight 
of  beryllium  (0  =  15'96)  ;  when  0  =  16,  the  atomic  weight  is  O' 05, 
an  even  smaller  value  than  that  found  by  Awdejew.  These  results 
show  that  the  impurity  to  which  the  yellowish-green  colour  of  con¬ 
centrated  acid  solutions  of  beryllium  chloride  is  due  (loc.  tit.)  has 
caused  the  results  of  previous  atomic  weight  determinations  to  come 
out  too  high  ;  the  nature  of  this  impurity  is  being  investigated. 

F.  S.  K. 

Action  of  Metallic  Cadmium  on  the  Halogen  Cadmium 
Salts:  Cadmium  Sub-hydroxide  and  Sub-oxide.  By  H.  N. 

Morse  and  H.  C.  Jones  (Amer.  Ghent.  J.,  12,  438 — 493). — When 
anh3’drous  cadmium  chloride,  contained  in  a  long-necked  flask  of  hard 
glass,  is  heated  to  the  fusing  point  in  a  vacuum  or  in  an  atmosphere 
of  nitrogen  wi th  an  excess  of  metallic  cadmium,  the  molten  salt 
Huickly  assumes  a  fine  garnet-red  colour,  which  is  not  intensified  by 
further  heating.  On  cooling,  the  solidified  mass  has  a  greyish-white 
colour  and  a  cleavage  resembling  that  of  talc  or  brucite ;  under  the 
microscope,  it  appears  homogeneous  and  free  from  metal ;  on  analysis, 
it  gives  numbers  which  very  closely  approximate  to  those  required  by 
the  formula  CdiCh.  The  new  substance  is  a  powerful  reducing 
agent,  and  on  heating  fuses  to  a  red  liquid,  which  breaks  up  into 
metal  and  cadmium  chloride ;  it  is,  perhaps,  not  a  definite  chemical 
compound,  but  a  solution  of  cadmous  chloride  in  cadmic  chloride  ; 
and  this  view  is  supported  by  its  behaviour  towards  water. 

Anhydrous  cadmium  bromide,  on  similar  treatment,  behaves  like 
the  chloride,  and  gives  a  substance  of  the  formula  Cd4Br7 ;  cadmium 
iodide  appears  to  give  a  compound  Cd^I^  (=  Cdl  +  llCdI2).  The 
properties  of  both  these  substances  closely  resemble  those  of  the 
above  described  chloride,  and  all  three  compounds,  ’when  treated  with 
water,  yield  the  ordinary  halogen  salts  of  cadmium  which  dissolve  ; 
a  small  quantity  of  hydroxide,  which  renders  the  water  turbid  ;  and 
heavy,  transparent,  highly-lustrous,  crystalline  substances,  which 
rapidly  lose  their  crystalline  appearance,  and  change  to  a  ’white, 
amorphous  powder,  which  is  cadmous  hydroxide. 

Cadmous  hydroxide,  CdOH,  is  a  strong  reducing  agent.  It  dissolves 
in  dilute  acids,  yielding  with  nitric  acid,  oxides  of  nitrogen  ;  with 
other  acids,  free  hydrogen.  When  gently  heated,  it  loses  water,  and 
forms  a  heavy,  yellow  powder,  which,  under  the  microscope,  is  found 
to  consist  of  small,  translucent  crystals,  and  on  analysis  gives 
numbers  corresponding  with  the  formula  Cd20.  Cadmous  oxide ,  on 
further  heating,  breaks  up  into  a  mixture  of  the  normal  oxide  and  the 
metal,  the  mixture  having  a  distinctly  green  colour.  G.  T.  M. 

Crystallised  Basic  Cupric  Nitrate.  By  G.  Kousseau  ( Compt . 
rend.,  Ill,  38 — 40).— The  trihydrate  Cu2X03  +  3H20  was  heated 
with  fragments  of  marble  in  sealed  tubes  at  temperatures  varying 
between  180°  and  330°  for  a  time  varying  from  24  to  48  hours. 
Small,  thin,  bluish-green  tables  crystallised  out,  identical  with  the 
rhombic  plates  obtained  by  Bourgeois  (this  vol.,  p.  714).  With  the 
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hexahydrate  Cu2XO^  +  6H20,  magnificent,  transparent,  green 
prisms,  as  mucli  as  5  cm.  long,  were  obtained.  They  are  monocliuic, 
and  arc  identical  with  the  crystals  which  Wells  and  Pen  field 
described,  but  which  Bourgeois  was  unable  to  obtain  by  their  method 
( loc ,  eft.).  Under  all  conditions,  and  with  either  hydrate,  the 
crystallised  basic  nitrate  has  the  composition  ascribed  to  it  by  Ger- 
hardt,  3  C  u  0 ,  C  u  2  X  0  ? ,  II 2  0 ,  and  hence  it  would  seem  that  the  basic 
nitrate  of  Berthelot  and  Graham,  3Cu0,X,05.IL0,  does  not  exist. 

C.  H.  B. 

Mercuricobaltammonium  Salts.  By  G.  Vortmaxx  and  E. 
Borsbach  (i»cr.,  23,  2803 — 2806;  compare  this  vol.,  p.  13). — 
On  adding  a  strongly  alkaline  solution  of  potassio-mercuric  iodide 
(Kessler’s  reagent)  to  luteocobalt  chloride,  the  compound 
Co2X,2H;2(Hg-OH)jT4(OH)2,  is  obtained  as  a  voluminous,  fioccnlent. 
light  brown  precipitate,  insoluble  in  Avater,  but  sparingly  so  in  acids. 
A  red.  crystalline  powder  Avith  the  formula  Co2N]2H33(HgI)3I6  is 
formed  on  adding  mercuric  iodide  solution  (4  mols.)  and  sodium 
hydroxide  (4  mols.)  to  luteocobalt  chloride  (l  mol.).  On  treating 
this  compound  Avith  sodium  hydroxide,  the  luteo-salt  dissoh'es. 
and  the  bright  red  residue  consists  of  Co2X12Hs2(HgI)4l6 ;  the  same 
substance  is  also  formed  by  the  action  of  a  large  excess  of  sodium 
hydroxide  on  a  mixture  of  luteocobalt  chloride  and  mercuric 
iodide. 

Co2X,0H  20  (Hgl)i(Hg  •OH)6T6  is  obfained  as  a  j'cIIoav  precipitate  on 
adding  a  little  sodium  hydroxide  solution  to  a  mixture  of  purpurco- 
cobalt  chloride  and  potassio-mercuric  iodide;  it  is  sparingly  soluble 
in  acids,  more  readily  in  potassium  iodide,  and  is  also  formed  on 
digesting  the  double  salt  of  purpureocobalt  chloride  and  potassio- 
mercuric  iodide  Avith  sodium  hydroxide. 

On  adding  1 — 2  c.c.  of  a  10  per  cent,  solution  of  sodium  hydroxide 
to  roseocobaltdccamine  chloride  (1  gram),  and  potassio-mercuric 
iodide,  a  salt  Avi  th  the  formula  Co2XUlH27(HgT)3I6  is  formed.  With 
about  5  c.c.  of  the  alxwe  solution  of  sodium  hydroxide,  the  com¬ 
pound  Co2X10H26(HgI)iI6  is  precipitated;  Avhilst  AA'ith  a  large  excess 
of  sodium  hydroxide,  a  substance  with  the  formula 
Co2X1(iH26(HgI)4I4(OH)2 

is  obtained  as  a  velloAvish-broAvn  poAvder. 

Co2X8HI8(HgOH)6I6  is  the  011I3'  compouud  Avliich  could  be  obtained 
from  pnrpureocobaltoctamine  chloride. 

On  treating  roseocobaltoctamine  chloride  AA'ith  potassio-mercuric 
iodide  and  an  equal  amount  of  sodium  hydroxide  (10  per  cent, 
solution),  a  brown  precipitate  of  Co2XsiI2i(Hgl)ile  is  formed,  soluble 
in  nitric  acid  or  hydrochloric  acid.  With  l'fi—2  parts  of  sodium 
hydroxide,  Co2X8H2fl(Hgl)4l6  is  obtained  ;  its  colour  is  reddish  brown. 
A  brown  compound  Avith  the  formula  Co2X^II..,i(l  lgl  ,Uli(G  1  lb,  is 
formed  by  the  action  of  .a  large  excess  of  sodium  hydroxide. 

J.  It.  T. 

Action  of  Potassium  and  Sodium  Arsenates  on  Metallic 
Sesquioxides.  By  0.  Lefevre  ( Oompt .  rend..  111.  30-  38 ;  emnpnre 
this  vol.,  p.  362). — Alumina. — Potassium  metarsenate  with  0  to  7  per 
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cent,  of  the  oxide  yields  a  pyroarsenate,  2  Al203,3  As2Oo,  in  small, 
colourless,  transparent  prisms,  which  have  longitudinal  extinctions 
and  two  very  widely  separated  axes.  With  more  than  7  per  cent,  of 
alumina,  the  product  is  an  arsenate,  2Al203,3K20,3As205,  analogous  to 
the  phosphate  formed  under  similar  conditions  ;  it  crystallises  in 
colourless,  striated  lamelke,  with  longitudinal  extinctions.  The 
addition  of  20  per  cent,  of  potassium  chloride  to  the  mixture  pro¬ 
motes  the  crystallisation  of  this  compound,  but  a  higher  proportion 
yields  an  almost  amorphous  product. 

Potassium  pyroarsenate  and  orthoarsenate,  with  sufficient  potas¬ 
sium  chloride  to  give  a  fluid  mass,  yield  only  amorphous  products. 

Sodium  metarsenate  yields  the  compound  2A1203,3As205,  but  with 
more  than  8  per  cent,  of  alumina  the  compound  2Al203,3Na20,3As20j 
is  also  obtained,  and  the  latter  is  the  sole  product  if  about  20  per  cent, 
of  sodium  chloride  is  present.  It  forms  transparent  lamellm  with 
longitudinal  extinctions.  With  a  large  proportion  of  sodium  chloride, 
or  with  the  pyro-  and  ortho-arsenate,  the  results  are  similar  to  those 
obtained  with  the  potassium  salts. 

Chromic  Oxide.— The  results  are  precisely  similar  to  those  obtained 
Avith  alumina,  and  the  products  arc  2Cr203,3As205,  which  forms  trans¬ 
parent,  green  prisms,  sometimes  elongated,  sometimes  flattened,  Avith 
oblique  extinctions  ;  2Cr203,3 K20, 3 As205,  Avhich  separates  in  macled, 
transparent,  green  prisms,  which  sIioav  longitudinal  extinctions  and 
are  probably  monoclinic;  and  2Ci\.03,3Xa20,3As205,  Avhich  crystallises 
in  transparent,  green,  rhomboidal  dodecahedra. 

Ferric  Oxide. — Potassium  metarsenate  and  about  7  per  cent,  of  the 
oxide  yield  the  pyroarsenate,  K2Q,  F e203,2 As2Ob,  in  colourless,  trans¬ 
parent,  rhombic  prisms,  Avhich  act  strongly  on  polarised  light. 
Sodium  metarsenate  yields  the  salt,  Xa20,Fe203,2As203,  in  greenish, 
transparent  prisms.  In  other  respects,  the  results  are  analogous  to 
those  obtained  with  alumina  and  chromic  oxide.  The  compound 
2Fe203, 3 K20,3 As206  forms  large,  greenish,  strongly  macled  lamellae, 
and  the  compound  2Fe203,3Na>0,3As205  forms  transparent,  green, 
monoclinic  prisms.  C.  H.  B. 

Chromiodates.  By  A.  Berg  (Compt.  rend..  Ill,  42 — 43). — The 
author  has  previously  described  (Abstr.,  1887,  776)  chromiodic  acid 
and  its  potassium,  sodium,  ammonium,  and  lithium  salts,  the  potas¬ 
sium  compound  being  identical  with  the  product  obtained  by  Blom- 
strand  (this  vol.,  p.  107).  He  has  also  prepared  several  other  salts. 
Magnesium  chromiodafe,  obtained  in  somewhat  broAvnish-red,  crystal¬ 
line  crusts  by  treating  magnesium  oxide  or  carbonate  with  excess  of 
chromic  acid,  and  then  adding  tAVo  molecular  proportions  of  iodic 
acid  for  each  molecular  proportion  of  magnesium  oxide.  Cobalt 
chromiodate,  obtained  in  a  similar  manner,  has  a  similar  appearance, 
but  if  kept  for  a  long  time  over  sulphuric  acid,  it  loses  water,  and 
yields  a  violet-broAvn,  crystalline  poAvder.  Nickel  chromiodate  is 
obtained  in  a  similar  manner  in  Avell-developed,  brOAvnish -yellow 
crystals,  Avhich  seem  to  contain  3  mols.  H20.  The  silver  salt  cannot 
be  obtained  in  the  same  Avay,  because  silver  iodate  separates.  Silver 
nitrate  is  dissolved  in  nitric  acid,  and  chromic  anhydride  (1  mol.)  is 
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added.  Silver  chromate  separates,  and  powdered  iodic  acid  (1  mol.) 
is  then  added,  and  the  liquid  boiled  until  the  chromate  is  changed  into 
the  paler  ehromiodate,  which  is  washed  with  alcohol  and  recrystallised 
from  boiling  nitric  acid.  It  forms  a  brilliant,  crystalline,  bright-red 
powder  of  the  composition  AgOCr02*0T02,  and  is  only  slightly 
attacked  by  cold  water,  but  is  rapidly  decomposed  by  boiling  water. 
The  copper  salt  is  obtained  in  the  same  way,  and  is  very  soluble  in  boiling 
nitric  acid,  from  which  it  separates  in  yellowish-brown,  soft  crystals 
on  cooling.  Slow  concentration  of  the  nitric  acid  solution  yields 
larger  crystals,  and  if  they  are  gently  heated  they  lose  water  and 
acquire  a  cinnabar-red  colour.  \\  hen  exposed  to  air,  the  copper  salt 
absorbs  water  anti  decomposes,  and  if  treated  with  water  it  at  once 
splits  up  into  chromic  acid  and  cupric  iodate.  C.  H.  B. 

Double  Phosphates  of  Tin,  Titanium,  and  Copper.  By  L. 

Ouvrard  (Compt.  rend..  Ill,  177 — 179;  compare  this  vol.,  p.  1055). — ■ 
Titanium  dioxide,  with  a  large  excess  of  potassium  metaphosphate,  yields 
cubo-octahcdrons  of  the  phosphate  TiG2,P20;„  identical  with  those 
obtained  by  Hautefeuille  and  Alarerottet  by  the  action  of  phosphoric 
acid.  With  a  higher  proportion  of  titanic  oxide,  the  phosphate 
K20,4Ti02,3P20s  is  obtained  in  small,  highly  refractive,  almost  cubic 
crystals,  isomorphous  with  the  corresponding  sodium  salt.  Potassium 
pyrophosphate  or  orthophosphate  yields  a  basic  salt,  K20,2  Li02,  P2Oa, 
in  biaxial  crystals,  probably  monoclinic,  but  closely  resembling  regular 
octahedra.  With  other  proportions  of  titanic  oxide,  acicular  crystals 
of  rutile  -are  obtained,  and  these  crystals  are  formed  instead  of  the 
double  phosphate  if  an  excess  of  potassium  chloride  is  present. 
Sodium  metaphosphate  gives  the  phosphate  described  by  Wunder, 
Xa20,4TiO2,3P20s,  in  highly  birefractive  rhombohedra  of  91°  22',  with 
diagonal  extinctions.  The  phosphate  obtained  by  Knap  under  these 
conditions,  TiOa,P2Os,  was  also  obtained,  and  with  other  proportions, 
acicular  crystals  of  rutile  were  formed,  but,  contrary-  to  the  statement 
of  Rose,  no  anatase.  Sodium  pyrophosphate  or  orthophosphate  yields 
the  salt  6Na20,3Ti02,4P20s,  in  macled,  striated  prisms,  with  longi¬ 
tudinal  extinctions. 

Stannic  oxide,  with  potassium  metaphosphate,  yields  the  salt 
K20,4Sn02,oP205,  isomorphous  with  the  corresponding  titanium  com¬ 
pound.  No  cassiterite  is  obtained.  Potassium  pyrophosphate  or 
orthophosphate  yields  crystals  of  the  salt  K20,2Sn02,P20r,  similar  to 
those  of  the  analogous  titanium  compound,  but  more  highly  hirefrac- 
•tive.  With  sodium  metaphosphate,  the  author  obtained  the  salts 
iNa.0,4Sn0*3P«0,  and  Na20,Sn02,P205,  described  by  Wunder,  and 
-Su02,P20s,  described  by  Knop,  but  not  the  salt  2Sn02,PA„  obtained 
•by  the  latter. 

t Chipric  oxide  or  carbonate,  with  potassium  rnetaphospliate,  yields 
large,  greenish -blue,  probably-  monoclinic  lamella?  of  the  sail 
K20,8Cu0,3P205.  Potassium  pyrophosphate  yields  the  compound 
K20,2Cu0,P205,  iu  pale-blue  crystals  with  oblique  extinctions.  Potas¬ 
sium  orthophosphate  yields  the  same  salt  together  with  some  crystals 
of  cuprite  if  the  proportion  of  cupric  oxide  is  considerable.  .  hodium 
metaphosphate  yields,  as  Wallroth  has  already-  stated,  dichroie  prisms, 
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probably  mouoclinie,  of  tbe  salt  3Na20,3Cu0,2P205.  With  an  excess 
of  cupricoxide,orwith  sodium  pyrophosphate,  tbe  salt  Na20,2Cu0,P,03 
is  obtained  in  prisms  with  oblique  extinctions.  Sodium  orthophos¬ 
phate  produces  a  mixture  of  cupric  and  cuprous  oxides,  together  with 
amorphous  matter. 

Titanic,  stannic,  and  cupric  oxides  are  characterised  by  double 
phosphates  of  the  formula)  Na20,4M02,3P205  and  6Na20,3M02,4P203. 

C.  H.  B. 

Arsenovanadic  Acids.  By  C.  Friedheim  and  W.  Schmitz-Dujioxt 
( Ber .,  23,  2600 — 260S  ;  compare  this  vol.,  p.  1066). — The  compound 
prepared  by  Berzelius  by  oxidising  vanadyl  arsenate,  V204,2As203  + 
3ELO,  with  nitric  acid,  is  identical  with  the  vanadium  arsenate 
obtained  by  Fernandez,  and  has  not,  therefore,  the  composition 
2V20s,3Ap205  assigned  to  it  by  Berzelius. 

Vanadium  arsenate,  V205,As203  4-  10H2O,  is  also  formed  when  a 
concentrated  solution  of  arsenic  acid  is  boiled  with  excess  of  vanadic 
hydrate.  It  gradually  loses  some  of  its  water  of  crystallisation  on 
exposure  to  the  air,  and,  when  kept  over  sulphuric  acid  or  heated  at 
100°,  about  9  mols.  of  water  are  eliminated  ;  it  is  converted  into 'the 
anhydrous  salt  at  about  440°  without  decomposition,  but  aqueous 
solutions  of  a  certain  concentration  are  decomposed  at  100°  with 
elimination  of  vanadic  hydrate  ;  it  separates  from  nitric  acid  in 
crystals  containing  2  mols.  H20. 

Compounds  of  the  general  formula  2R',0,2V205,3As205  can  be  ob¬ 
tained  by  dissolving  the  carbonates  of  the  metals  R'COs  in  excess  of 
vanadium  arsenate  and  evaporating  the  solution  over  sulphuric  acid. 
The  following  orange-red,  crystalline  salts  wore  prepared  in  this  way. 

2Zn0,2V205.3Asa05  +  23H20, 

2Ca0,2Vo05.3As.,05  +  21H20, 

2  S  r  0 , 2  V20  5,3  As205  +  20Ha.O. 

The  crystalline  salts  of  the  composition  2Mg0,2V205,3As205  + 
23H20and  2(NH4).20,2V205,3  As203  +•  4H20  were  prepared  by  treating 
magnesinm  and  ammonium  vanadate  respectively  with  excess  of 
arsenic  acid. 

The  compounds 

Zn0,V,05,As205  +  6|H20, 

Cu0,V205,As»05  -f-  4ELO, 

Co0,V205.As205  +  9H,0, 
ldg0,V205,As205  +  10H2O 

were  also  obtaiued  by  treating  the  normal  vanadates  with  arsenic  acid 
and  by  various  other  methods. 

The  salt  5(XR4)20,2V205,4As205  +  19H20,  described  by  Ditte,  has 
no  existence,  but  the  compounds  (VH4)20,2V205, As205  -j-  5H20  and 
K20,2V20s,As20s  +  5H20  can  be  easily  prepared  in  various  ways  ; 
both  substances  crystallise  in  microscopic  needles,  and  lose  the  whole 
of  their  water  at  100°.  F.  S.  K. 
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Thiovanadates.  By  G.  Kruss  and  K.  Ohnjiais  ( Her .,  23,  2547 — 
2552). — Ammonium  thiovanadate ,  (NH4)3VS4,  is  deposited  in  crystals 
when  hydrogen  sulphide  is  passed  for  several  hours  into  an  ice-cold 
saturated  solution  of  ammonium  metavanadate  in  ammonium  hydrate 
of  sp.  gr.  U'898,  and  the  dark-violet  solution  obtained  in  this  way  is 
kept  for  some  days.  It  can  be  more  conveniently  prepared  by  adding 
a  solution  of  ammonium  liydrosulpliide  to  a  solution  of  potassium 
metavanadate  or  sodium  pyrovanadate ;  after  a  comparatively  short 
time,  ammonium  thiovanadate  sepazates  from  the  solution  in  rhombic 
czystals,  a  :  b  :  c  =  0-9325  :  1  :  1  742,  similar  in  appearance  to  those 
of  potassium  permanganate  ;  its  sp.  gr.  is  1  (3202. 

Ammonium  pyroxyhexatkiovanadate ,  (NH4)3Ar2S60,  is  formed  when 
hvdi-ogen  sulphide  is  passed  into  a  solution  of  ammonium  meta¬ 
vanadate  in  ammonium  hydrate  of  greater  sp.  gr.  than  0‘89S ;  on 
keeping  the  i‘ed  solution  for  some  months  at  a  low  temperature,  a 
considerable  quantity  of  the  salt  is  deposited  in  ci-ystals.  It  is  rather 
darker  in  colour  than  the  normal  salt  described  above,  and  its  sp.  gr. 
is  1‘7155. 

The  corresponding  potassium  salt,  K4V2S80  +  3H*0,  can  be  pre¬ 
pared  by  ti“eatizig  an  ice-cold  solution  of  potassium  vanadate  in 
potash  of  sp.  gr.  T472  with  hydrogen  sulphide  in  absence  of  air; 
after  a  long  time,  the  salt  separates  fi-om  the  solution  in  crystals 
resembling  those  of  freshly-prepared  potassium  permanganate;  it 
has  a  sp.  gr.  of  2T443.  When  carefully  heated  at  150  ,  it  is  eon- 
vei-ted  into  the  anhydrous  salt,  but  if  heated  too  quickly,  it  melts  to 
a  cherry-red  liquid,  and,  on  continued  heating,  is  decomposed  with 
libei'ation  of  sulphur. 

A  salt  of  the  composition  K8V4S,202  +  3JLO  is  obtained  in  lai*ge 
crystals  when  the  mother  liquors  fi'oni  the  preceding  compound  are 
evapoi’ated  over  phosphoric  anhydride  ;  its  sp.  gr.  is  2‘1195. 

Several  double  salts,  or  mixtures  of  potassium  and  ammonium 
thiovanadate,  were  pi*epared  by  treating  a  solution  of  potassium 
vanadate  in  potash  with  hydrogen  sulphide,  and  then  mixing  it  under 
different  conditions  with  a  solution  of  ammonium  thiovanadate  in 
ammonium  hydrosulphide;  the  analyses  of  these  mixtures  showed  that 
they  contained  the  normal  ammonium  salt,  and  most  probably  also 
the  normal  potassium  salt  K3VS4. 

Sodium  orthoxytrithiovavadate ,  Na3VS30  -f  5H20,  is  deposited  in 
crystals  when  a  solution  of  sodium  hydrate  of  sp.  gr.  1'122  (30  ex.) 
is  saturated  with  liydi’ogen  sulphide,  mixed  with  an  aqueous  solution 
(6  c.c.)  of  sodium  pyrovanadate  (3  grams),  and  hydrogen  sulphido 
passed  through  the  ice-cold  mixtui’e  for  four  hours  ;  it  forms  small, 
dark  reddish-brown,  veiy  deliquescent  crystals,  and  gradually  loses 
the  whole  of  its  water  when  heated. 

Sodium  orthoxy thiovanadate,  lSa3VS03  +  1011.0,  is  precipitated  as 
an  oil  when  freshly-prepared  sodium  hydrosnlphide  is  added  to  a  boiling 
solution  of  sodium  pyrovanadate,  the  mixture  boiled  lor  a  short  time, 
and  the  ice-cold,  filtered  solution  treated  with  alcohol  (3  vols.)  ;  alter 
being  l’epeatedly  washed  with  cold  alcohol,  it  solidifies  jto  a  mass  of 
Orange- red  crystals.  It  melts  at  IB5,  and  its  sp.  gr.  is  l  it  27. 

D  J  l-\  S.  K. 
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Rhodium  Nitrites.  By  E.  Leidi6  (Compt.  rend..  Ill,  10G — 109). 

_ A  solution  of  rhodium  chloride  or  of  rhodium  potassium  chloride 

is  slightly  acidified  with  hydrochloric  acid,  diluted  until  it  contains 
not  more  than  5  grams  of  rhodium  per  litre,  heated  to  boiling,  and 
mixed  with  successive  small  quantities  of  potassium  nitrite  until  the 
solution  is  decolorised,  and  a  slight  turbidity  appears.  The  liquid  is 
allowed  to  cool,  and  the  crystals  which  separate  are  washed  with  cold 
water  and  dried  at  105°. 

The  potassium  rhodium  nitrite  thus  obtained,  Rh2(N02)6,6KH02, 
forms  white,  microscopic  crystals  which  do  not  act  on  polarised  light  ; 
it  is  almost  insoluble  in  cold  water,  only  slightly  soluble  in  boiling 
water,  and  quite  insoluble  in  alcohol,  in  a  solution  containing  an 
excess  of  potassium  nitrite,  and  in  a  30  per  cent,  solution  of  potas¬ 
sium  chloride,  or  a  50  per  cent,  solution  of  potassium  acetate.  It  is 
slowly  decomposed  by  cold  concentrated  mineral  acids,  and  more 
rapidly  on  heating.  With  hydrochloric  acid,  it  yields  the  double 
chloride  Rh2Cl6.6KCl  4-  3 FLO,  obtained  by  Claus,  but  if  this  is 
treated  with  potassium  chloride,  it  is  converted  into  the  salt 
Rh2Cl6l4KCl,  which  is  more  stable,  and  which  is  the  only  double  salt 
formed  by  the  crystallisation  of  a  mixed  solution  of  potassium  and 
rhodium  chlorides. 

The  sodium  salt  is  analogous  in  composition,  and  is  prepared  in  a 
similar  manner,  but  the  solution  must  be  mixed  with  an  equal  volume 
of  alcohol  of  90°.  It  forms  white,  somewhat  bulky  crystals,  which 
act  on  polarised  light.  It  dissolves  in  2*5  parts  of  water  at  17°,  and 
in  1  part  of  boiling  water,  but  is  insoluble  in  alcohol.  An  aqueous 
solution  of  the  salt  does  not  give  the  ordinary  reactions  of  rhodium  ; 
it  yields  no  precipitate  with  sodium  hydroxide  or  carbonate,  and  with 
potassium  or  ammonium  hydroxide  or  carbonate  no  precipitate  of 
rhodium  oxide  is  formed,  but  the  insoluble  potassium  rhodium  or 
ammonium  rhodium  nitrite  separates.  Hydrogen  sulphide  or  sodium 
sulphide  will,  however,  precipitate  rhodium  sulphide,  slowly  in  the 
cold,  more  rapidly  on  heating.  The  sodium  salt  is  readily  attacked 
by  mineral  acids,  especially  on  heating,  and  with  hydrochloric  acid  it 
yields  the  chloride  Rh2Cl6,GNaCl  4-  18H20. 

The  ammonium  salt  cannot  be  prepared  directly  in  consequence  of 
the  ready  decomposition  of  ammonium  nitrite,  but  it  is  obtained  by 
adding  ammonium  chloride  to  a  solution  of  the  sodium  salt.  It 
separates  in  white,  microscopic  crystals  which  have  no  action  on 
polarised  light.  In  solubility  and  behaviour  towards  acids  it  is  pre¬ 
cisely  similar  to  the  potassium  salt  ;  with  hydrochloric  acid,  it  yields 
the  salt  Rh2Cl6,GNHiCl  4-  3H20. 

The  barium  salt,  Rh2(N02)6,3Ba(N02)2  4*  12H20,  is  obtained  in  the 
same  way  as  the  sodium  and  potassium  compounds,  and  separates  in 
somewhat  bulky,  white  crystals,  soluble  in  50  parts  of  water  at  16°, 
and  in  6'5  parts  of  boiling  water.  The  crystals  have  no  action  on 
polarised  light.  With  hydrochloric  acid,  the  salt  yields  a  mixture  of 
rhodium  and  barium  chlorides,  which,  however,  will  not  form  a 
double  salt,  and  if  the  barium  is  precipitated  by  sulphuric  acid,  the 
rhodium  chloride  can  be  obtained  quite  free  from  alkaline  chlorides. 
A  solution  of  barium  rhodium  nitrite  behaves  towards  potassium 
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and  ammonium  salts  like  the  double  sodium  nitrite;  with  sodium 
hydroxide  or  carbonate,  a  precipitate  of  the  corresponding  barium 
compound  is  obtained,  but  all  the  rhodium  remains  in  solution  in  the 
form  of  the  double  sodium  salt. 

The  insolubility  of  potassium  rhodium  nitrite  can  be  utilised  for 
the  preparation  of  pure,  rhodium,  its  separation  from  other  metals 
of  the  platinum  group,  and  its  quantitative  estimation. 

G.  II.  B. 

Double  Salts  of  Rhodium.  By  K.  Secbert  and  K.  Kohbu 
(Her.,  23,  2550-2561).- — Potassium  rhodium  chloride,  Rb,ClR,4KCl 
+  2H20,  is  deposited  in  deep-red  crystals  when  spongy  rhodium 
(1  part)  is  fused  with  potassium  chloride  (2  parts)  in  a  stream  of 
chlorine,  and  the  filtered  aqueous  solution  of  the  product  evaporated 
under  reduced  pressure.  If  the  mother  liquors  are  then  saturated 
with  hydrogen  chloride  to  precipitate  the  potassium  chloride  and  the 
filtered  solution  again  evaporated,  a  new  salt  is  obtained  in  dark-red, 
sparingly  soluble  crystals,  which  become  cloudy  and  lighter  in  colour 
when  kept  over  phosphoric  anhydride,  and  have  then  the  composition 
Rh,Cle,6KCl  +  311,0. 

Sodium  rhodium  sulphite ,  4R]iS03,GXa2S0;}  +  9H,0,  is  obtained 
when  a  solution  of  rhodium  chloride  is  heated  for  some  time  with 
excess  of  sodium  hydrogen  sulphite,  the  precipitate  washed  with  cold 
water  and  dried  over  phosphoric  anhydride.  It  is  only  very  sparingly 
soluble  in  hot  water,  but  it  dissolves  freely  in  nitric  acid  with  evolution 
of  sulphurous  anhydride. 

Sodium  rhodium  sulphate  has  been  previously  obtained  by  Bunsen 
(Annalen,  146,  265),  by  heating  the  sulphite  just  described  with  con¬ 
centrated  sulphuric  acid  ;  it  has  the  composition  Rhs(S04)3,Na2S04- 

F.  S.  K. 

Iridium  Phosphorus  Bromides.  By  Gf.  Geisexhfimfr  (CompK 
rend.,  Ill,  40 — 41).- — 1  gram  of  hydrated  iridium  dioxide  is  mixed  with 
10  grams  of  bromide,  and  phosphorus  tribromide  added  gradually 
until  the  whole  mass  becomes  solid.  The  tube  is  then  sealed  and 
heated  for  two  to  three  hours  at  150°;  the  hydrobromie  acid  is 
allowed  to  escape,  the  tube  is  re-sealed  and  then  heated  for  24  hours 
at  300°.  A  deep-red  liquid  is  thus  obtained  which  solidifies  in  confused 
red  and  yellow  crystals.  The  tube  is  now  heated  in  a  vertical  posi¬ 
tion  for  two  to  three  hours  at  100°.  and  is  gradually  inverted  in  order 
to  separate  the  liquid  from  the  red  crystals,  which  are  washed  with 
boiling  carbon  bisulphide;  they  arc  red  needles  and  have  the  compo¬ 
sition  Ir3Brfi,6PBr3. 

When  treated  with  water  they  are  partially  attacked  .and  yield 
an  acid  solution  and  a  black  substance  with  a  red  lustre,  which  is 
soluble  in  water  with  difficulty  and  has  the  same  composition  as  the 
original  crystals.  If  the  compound  is  heated  with  phosphorus  tri¬ 
bromide  in  sealed  tubes  at  200°  it  yields  the  compound  ltyi?r«,  (  I’Bi': 
in  black  crystals,  and  it  follows  that  excess  of  the  tribmmide  should 
be  avoided  in  the  preparation  of  the  first  substance. 

Attempts  to  obtain  a  bromine  compound  analogous  to  Ir.JV  !  <» 
gave  negative  results.  When  the  bromide,  Ir2R#Brj.i,  is  heated  in 
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sealed  tubes  -with  bromine,  it  yields  phosphorus  pentabromide  and 
the  compound  Ir2P4Br18.  A  mixture  of  phosphorus  pentabromide,  the 
compound  Ir2P6Br2j,  and  phosphorus  oxychloride  behaves  in  a  similar 
manner.  If  the  chloride  IroPaClw  is  heated  at  300°  with  PBr3,  it 
yields  only  a  mixture  of  the  chloride  Ir2P6Cl24,  the  bromide  IiyP4Br,8, 
and  phosphorus  chlorobromide.  If,  however,  a  mixture  of  the 
bromide  Ir2P6Br24,  phosphorus  pentabromide,  and  phosphorus  tri¬ 
chloride  is  heated,  a  compound  Ir2Br8,4PCl3  is  obtained,  and  this 
indicates  the  possible  existence  of  a  perbromide. 

The  difficulty  experienced  in  preparing  the  higher  bromides  is  prob¬ 
ably  due  partly  to  the  reducing  action  of  the  phosphorus  tribromide, 
observed  by  Lindet  in  the  cause  of  gold  phosphorus  perbromide,  and 
partly  to  the  instability  of  phosphorus  pentabromide. 

The  iridium  phosphorus  chlorides  and  bromides  differ  in  that  the 
most  stable  chloride  has  the  composition  Ir2P6Cl24,  and  the  most  stable 
bromide  the  composition  Ir2P4Brlfi. 

The  author  has  analysed  the  acid  Ir2Bre,6H3P03  and  its  potassium 
and  lead  salts.  C.  H.  B. 


Mineralogical  Chemistry. 


Artificial  Production  of  Boracite  in  the  Wet  Way.  By  A.  de 

Gramont  ( Compt .  rend.,  Ill,  43 — 44).- — 1  part  of  sodium  borate,  2  parts 
of  magnesium  chloride,  and  a  small  quantity  of  water  are  heated  in 
sealed  tubes  at  275 — 280°.  The  product,  after  being  separated  by 
levigation  from  the  amorphous  magnesium  borate,  is  a  white,  crys¬ 
talline  powder,  which  scratches  glass.  It  consists  of  microscopic 
birefractive  tetrahedra,  cubo-tetrahedra,  and  pyramidal  tetrahedra, 
sp.  gr.  =  2'S9,  that  of  the  natuial  mineral  being  2'90.  The  compo¬ 
sition  of  the  product  agrees  closely  with  that  of  natural  boracite  and 
is  as  follotvs  : — MgO,  27‘26;  B203  (calc.),  63’86 ;  Cl,  7*71 ;  Mg,  2’60  = 
101-43.  C.  H.  B. 

Normal  Aluminium  Sulphate.  By  P.  M.  Delachaklonny 
( Compt .  rend..  Ill,  229 — 231). — The  author  has  examined  some  finely- 
crystallised  specimens  of  native  aluminium  sulphate  from  Bolivia. 
They  -were  covered  with  a  white,  amorphous  crust,  but  the  interior 
consisted  of  translucent,  prismatic  crystals  of  the  composition 
A12(S04)3  +  I6H20,  and  are,  therefore,  identical  in  their  degree  of 
hydration  with  the  artificial  product  (Abstr.,  1884,  820). 

C.  H.  B. 

Meteoric  Iron  from  Magura,  Hungary.  By  Berthelot  and 
Fkiedel  {Compt.  rend.,  Ill,  290 — 300). — The  meteoric  iron  examined 
weighed  280  grams,  and  was  obtained  from  Magura,  in  Arva, 
Hungary.  In  order  to  ascertain  -whether  it  contained  any  diamonds, 
it  w7as  repeatedly  treated  with  aqua  regia,  and  the  matter  remaining 
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11  ml  is  solved  was  treated  with  nitric  acid  and  potassium  chlorate.  After 
combustion  of  the  graphitic  acid,  there  was  left  a  small  quantity  of  a 
white,  crystalline  powder,  which  scratched  rubies.  It  did  not  dis¬ 
appear  on  treatment  with  ammonium  fluoride  and  sulphuric  acid,  and 
did  not  burn  when  heated  under  such  conditions  that  small  fragments 
of  diamond  burnt  away  completely.  Optical  examination  ancf  deter¬ 
mination  of  the  sp.  gr.  showed  that  the  substance  had  all  the  pro. 
perties  of  quartz.  C  H  B 

Mineral  Waters  of  Cransac  (Aveyron).  By  A.  Carnot  ( Compt . 
rend,..  Ill,  192 — 195). — These  springs  rise  in  the  Valley  of  Cransac 
below  the  outcrop  of  beds  of  coal  surmounted  by  carbonaceous  schists 
containing  pyrites.  They  do  not  rise  from  any  great  depth,  but  must 
be  regarded  as  rain  water  which  has  come  in  contact  with  mineral¬ 
ising  strata  comparatively  near  the  surface.  The  following  table  gives 
the  quantities  of  the  various  compounds  per  litre  : — 
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1-3240 

1  -4S63 
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Carbonates  are  present  in  very  small  quantities,  but  sulphates  exist 
in  large  proportions.  The  sulphuric  acid  is  doubtless  derived  from 
pyrites,  but  the  iron  has  been  almost  entirely  removed  by  the  passage 
of  the  water  over  magnesium  limestones.  The  nitrates  are  probably 
derived  from  ammonium  compounds  produced  from  the  coal  by  the 
action  of  the  subterranean  fires  which  are  known  to  occur  in  the 
district.  C.  II.  Ih 
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Organic  Chemistry. 


Hydrates  of  Gases.  By  Villard  ( Gompt .  rend.,  Ill,  "02 — 305). 
— Propane  was  purified  from  air  and  hydrogen  by  liquefying  the  gas 
and  then  opening  the  reservoir  at  the  top.  The  air  and  hydrogen 
escaped,  and  when  the  liquid  propane  had  risen  to  the  aperture, 
the  pressure  inside  the  apparatus  was  made  to  coincide  with  the 
atmospheric  pressure,  and  the  aperture  was  sealed  up. 

In  order  to  obtain  the  propane  hydrate,  part  of  the  tube  must  be 
momentarily  cooled  below  0°;  crystals  separate  and  continue  to  form 
at  temperatures  higher  than  0°,  until  all  the  liquid  propane  lias  dis¬ 
appeared.  The  tension  of  dissociation  of  the  hydrate  at  0°  is  about 
1  atraos.,  but  it  can  be  preserved  indefinitely  under  suitable  pressure 
at  temperatures  below  S' 5°.  At  8*5°,  it  decomposes,  whatever  the 
pressure,  and  this  temperature  is  not  altered  by  the  presence  of  air. 
It  is  noteworthy  that,  in  the  methane  series,  the  critical  temperature 
of  the  formation  of  the  hydrates  is  lower,  the  higher  the  molecular 
weight  of  the  hydrocarbon. 

Carbon  fluorides  form  hydrates  under  similar  conditions,  the 
critical  temperatures  being  as  follows  :  carbon  tstrafiuoride,  +204°; 
carbon  difluoride,  +  10'5°;  methylene  fluoride,  +17*6  ;  and  trifluoro- 
methane,  +21'8°.  C.  H.  B. 


Hydrates  of  Haloid  Alkyl  Salts.  By  Villard  (Compt.  rend.. 
Ill,  1S3 — 185). — The  hydrates  were  formed  uuder  the  same  condi¬ 
tions  as  the  hydrate  of  methyl  chloride  (Abstr.,  1888,  644  and  897). 
The  hydrate  of  ethyl  fluoride  can  he  kept  under  pressure  at  the 
ordinary  temperature  for  many  hours  ;  hydrate  of  methyl  fluoride 
decomposes  at  13*8°;  hydrate  of  ethyl  chloride  forms  acicular  crystals, 
*2  or  3  mm.  long,  which  decompose  at  5°,  even  under  a  pressure  of 
2  atmos..  and  the  hydrate  of  methyl  iodide  also  decomposes  at  4'8°. 

The  following  tables  give  the  tension  in  atmospheres  of  the  hydrates 
of  the  alkyl  fluorides. 


t°  .... 

p  .... 

t°  .... 

p  .... 


0° 

0*7 


(T 

2-1 


Hydrate  of  Ethyl  Fluoride. 

2°  3-7°  5'2°  12-5° 

0-9  3-0  13  4 

Hydrate  of  Methyl  Fluoride. 

5-3°  8-5°  10-4°  13-2° 

3-5  5-5  7-5  12-5 


15-5°  18-0° 
5  7 


14-2°  J5-8° 

15  *0  19-5 

C.  H.  B. 


Geometrical  Isomerides  of  the  Hexamethylene  Derivatives. 
By  IT.  Sachsis  (Her.,  23,  1363 — 1370). — S  arting  from  the  hypotheses 
that  the  four  affinities  of  a  carbon  atom  are  directed  from  the  centre 
to  (lie  solid  angles  of  a  regular  tetrahedron,  and  that  two  carbon 
atoms  which  ;ne  united  by  a  single  bond  will  tend  so  to  phice  them¬ 
selves  that  the  directions  of  the  two  combining  affiuities  fall  in  one 
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and  the  same  straight  line,  the  author  comes  to  the  conclusion  that, 
although  in  rings  of  three,  four,  or  five  carbon  atoms,  the  centres  of 
the  tetrahedra  may  all  lie  in  the  same  plane,  this  is  no  longer 
possible  with  rings  containing  a  larger  number  of  carbon  atoms.  In 
the  case  of  hexa methylene,  if  the  centres  of  contiguous  carbon  atoms 
be  united  by  straight  lines,  then  a  broken  line  in  space  will  thus  be 
formed.  According  to  the  conditions  of  the  above  hypotheses,  this 
broken  line  must  consist  of  six  straight  lines,  equal  in  length,  and 
which  meet  each  other  at  angles  of  109°  28'.  These  conditions, 
which  lead  to  a  system  of  three  equations,  can  be  satisfied  by  two 
different  configurations,  which  are  found  to  re>emble  and  bear  a  very 
simple  relation  to  the  configuration  of  the  benzene  molecule  formerly 
described  by  the  author  (Abstr.,  1888,  11S1).  By  the  aid  of  the 
formula?  thus  arrived  at,  the  isomerism  which  has  been  observed  in 
the  case  of  the  hexahydromellitic  and  the  hexahydroterephthalie 
acids  may  be  easily  explained  and  represented.  H.  C. 

Nitroprussid.es.  By  Prcp’eomme  ( Compt .  rend..  Ill,  45 — 40). — 
When  an  aqueous  solution  of  an  alkaline  nitrite  and  an  alkaline 
ferricyanide  is  boiled,  the  latter  salt  is  partially  converted  into  a 
nitroprusside.  By  using  the  azosulphonates  (obtained  by  the  action 
of  sodium  nitrite  on  sodium  hydrogen  sulphite),  very  concentrated 
solutions  of  nitroprussides  can  be  obtained.  34*5  grams  of  sodium 
nitrite,  dissolved  in  150  grams  of  water  at  70,  is  mixed  with 
216  grams  of  sodium  hydrogen  sulphite  of  37  B.  and  a  solution  of 
82  grams  of  potassium  ferricyanide  in  250  grams  of  water  at  70  . 
The  mixture  is  boiled  until  evolution  of  gases  ceases,  and  the  cooled 
liquid,  which  already  contains  much  nitroprusside,  is  gradually  mixed 
with  54  grams  of  sodium  hydrogen  sulphite  of  37°  B.  The  deep  red 
liquid  thus  obtained  contains  a  very  large  quantity  of  the  nitro- 
prnsside.  With  the  same  quantity  of  nitrite,  the  yield  varies  with 
the  proportions  of  sulphite  and  ferricyanide.  The  results  are  also 
different  if  the  first  stage  of  the  operation  is  conducted  at  a  low  tem¬ 
perature.  Under  these  conditions,  if  a  sufficient  quantity  of  sulphite 
is  present,  no  nitrogen  oxides  are  evolved.  With  proportions  of 
sulphite  and  ferricyanide  slightly  different  from  those  given,  the 
solution  of  nitroprusside,  after  a  time,  deposits  white',  silky  crystals, 
only  very  slightly  soluble  in  water.  They  frequently  decompose 
whilst  in  a  moist  state  on  the  filter,  and  are  at  once  decomposed  by 
boiling  water  into  Prussian  blue  and  sulphuric  acid.  They  seem  to 
be  identical  with  the  product  obtained  by  dissolving  Prussian  blue 
iu  concentrated  sulphuric  acid. 

If  an  aqueous  solution  of  34*5  parts  of  sodium  nitrite,  L>*;>  parts 
of  sodium  thiosulphate,  aud  41  parts  of  potassium  ferricyanide  is 
boiled,  the  ferricyanide  is  gradually  converted  into  nitroprusside,  the 
yield  of  the  latter  being  greater  than  if  the  thioMilphale  were  not 
present.  The  liquid  also  deposits  a  brown  substance,  which  dissolves 
in  concentrated  hydrochloric  acid,  and  if  water  is  added  to  this  solu¬ 
tion,  Prussian  blue  is  precipitated,  and  tho  liquid  contains  ferric 
chloride. 

When  a  nitroprusside  is  added  to  the  vellow  solution  obtained  by 
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boiling  sulphur  with  sodium  hydroxide  solution  of  36°  B.,  a  beautiful 
dichroic  solution  is  obtained,  purple  by  transmitted  light,  and  blue 
by  reflected  light.  C.  H.  B. 

"Tertiary  Butyl  Carbinol.  By  M.  Freund  and  F.  Lenze  ( Ber ., 
23,  2805 — 2869). — Trimethylacetamideoxime ,  CMe3,C(NH1!)!NOH, 

is  prepared  from  triracthylacetonitrile,  and  melts  at  115 — 116°;  the 
corresponding  phenylamidine  oxidate  melts  at  192°.  Tertiary  amyl- 
amine,  CMeyCHyNH?,  is  formed  by  the  reduction  of  the  nitrile  with 
sodium  in  alcoholic  solution;  it  boils  at  82 — 83°,  and  rapidly  absorbs 
carbonic  anhydride  on  exposure  to  the  air.  The  plat ino chloride  crys¬ 
tallises  in  pale-yellow  plates;  the  nnrocMoride  is  deposited  in  lemon- 
yellow  needles.  Amylearbamide,  CMe3-CH>*NH-CO-N'H2,  is  obtained 
by  the  action  of  potassium  cyanate  ;  it  crystallises  from  ether  in  small 
needles  melting  at  145°.  Phenylamylcarb amide, 

CMeyCH./NH'CO’NHPh, 

crystallises  from  alcohol  in  white  needles,  which  melt  at  155°,  Phenyl- 
amylthiocarhamide ,  CMeyCHyNH-CS'NHPh,  melts  at  136°.  j)i- 
ami/loxamide ,  CMe3‘CH2,NH‘CO'CO\N'H*CH3,CMe3,  is  formed  by  the 
action  of  ethyl  oxalate  on  the  amine;  it  crystallises  from  ether  in 
needles  melting  at  165°.  Tertiary  butyl  carbinol ,  CMeyCHyOH,  is 
prepared  by  the  action  of  silver  nitrite  on  the  hydrochloride  of  the 
amine;  it  is  a  colourless  liquid  with  a  camphor-like  odour,  has  a 
sp.  gr.  of  0  81 22  at  20J,  boils  at  102 — 103°,  and  is  somewhat  soluble  in 
water.  During  the  preparation  of  trimethylacetonitrile,  Butlerow 
obtained  a  compound  to  which  he  gave  the  formula  CMeyNH'CHO  ; 
the  authors  have  also  observed  the  formation  of  this  substance,  but 
their  analyses  show  that  it  contains  no  oxygen.  J.  B.  T. 

Amyl  Alcohol  in  Brandy  from  different  parts  of  the  German 
Empire.  By  Sell  (Ann.  Agronom 16,  335 — 336). — The  quantity 
varied  from  0  641  to  0‘016  per  100  parts  of  ethyl  alcohol,  that  is, 
0-256— 0‘006  per  cent,  of  the  brandy  of  commerce.  J.  M.  H.  M. 

Mannitol  Hexachlorhydrin.  By  L.  Mourgues  ( Gompt .  rend., 
111,111 — 113). — Mannitol  is  heated  forseveral  hours  at  a  temperature 
not  exceeding  145°  with  seven  times  its  weight  of  phosphorus  penta- 
cliloride  containing  a  small  quantity  of  the  oxychloride.  When 
evolution  of  hydrogen  chloride  ceases,  the  phosphorus  oxychloride  is 
distilled  off  at  a  temperature  not  exceeding  145°,  and  the  syrupy 
product  is  gradually  poured  into  ice-cold  water,  and  is  then  distilled 
in  a  current  of  steam.  The  first  portion  of  the  distillate  contains  a 
mixture  of  chlorine  and  oxygen  derivatives  of  mannitol  and  mannitan, 
after  which  mannitol  hexachlorhydrin,  C6H8C16,  passes  over.  It  crys¬ 
tallises  in  odourless,  small,  white,  nacreous  leaflets,  which  melt  and 
volatise  at  137’5°.  It  boils  at  180 — 185°  under  a  pressure  of  30  mm., 
and  is  insoluble  in  water,  slightly  soluble  in  alcohol,  and  very  soluble 
in  ether,  benzene,  chloroform,  light  petroleum,  &c.  Its  sp.  gr.  is  2‘069, 
and  its  rotatory  power  in  a  benzene  solution  at  20°  is  [a]D  =  18°  32'. 

It  is  not  dissolved  by  boiling  concentrated  alkalis,  but  dissolves  in 
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hot  sulphuric  acid,  from  which  it  separates  on  cooling.  The  molecular 
weight  as  determined  by  Raoult’s  method  agrees  with  the  formula 
C6H8C16,  and  there  is  little  doubt  that  the  compound  has  the  constitu¬ 
tion  CH5C1-[CHC1]i,CH..!C1.  C.  H.  B. 

Conversion  of  Glucose  into  Sorbite.  By  J.  Meomer  ( Gompt . 
rend..  Ill,  49 — 51). — Glucose  is  dissolved  in  twice  its  weight  of  water, 
and  mixed  with  excess  of  sodium  amalgam  containing  2'5  per  cent, 
of  sodium,  great  care  being  taken  to  avoid  a  rise  of  temperature. 
The  liquid  is  acidified  with  sulphuric  acid,  neutralised  with  barium 
carbonate,  filtered,  concentrated,  and  mixed  with  alcohol,  in  order 
to  precipitate  sodium  sulphate,  and  the  concentrated  alcoholic  filtrate 
is  mixed  with  hydrochloric  acid  and  benzaldehyde.  Sorbite  separates 
in  the  form  of  its  dibenzoic  acetal.  If  the  acid  and  the  benzaldehyde 
are  not  added  in  excess,  the  acetal  separates  chiefiy  in  the  soluble  form 
(this  vol.,  p.  731),  but  if  excess  of  the  reagents  is  employed,  the 
greater  part  of  the  acetal  is  insoluble. 

If  the  glucose  is  dissolved  in  four  or  five  times  its  volume  of  water, 
and  the  sodium  hydroxide  which  is  formed  is  continually  neutralised 
by  the  addition  of  sulphuric  acid,  only  a  very  small  quantity  of  sorbite 
is  obtained.  C.  H.  B. 

Hydrogenation  of  Sorbin  and  the  Oxidation  of  Sorbite. 

By  C.  Vixcext  and  Delachaxal  (Gompt.  rend.,  Ill,  51 — 53). — If  a  33 
per  cent,  solution  of  sorbin  is  mixed  with  successive  small  quantities 
of  sodium  amalgam  containing  2  per  cent,  of  sodium,  care  being 
taken  to  avoid  a  very  great  rise  of  tempeiature,  the  sorbin  is  con¬ 
verted  into  sorbite,  which  can  be  isolated  in  the  form  of  its  dibenzoic 
acetal  after  neutralisation  with  sulphuric  acid  and  the  precipitation 
of  the  sodium  sulphate  by  alcohol. 

When  sorbite  is  oxidised  by  heating  it  with  bromine-water  at  60° 
in  a  sealed  tube,  it  yields  a  glucose  which  can  be  isolated  in  the 
form  of  a  phenylglucazone,  but  the  authors  have  not  yet  determined 
whether  it  is  dextrose  or  levulose.  C.  H.  1J. 

Optical  lsomerides  of  Grape-sugar,  Gluconic  Acid,  and 
Saccharic  Acid.  By  E.  Fischer  (l!er.,  23,  *z01L — 2624  ;  compare  this 
vol.,  pp.  4G6,  1223,  and  1230). — 1-ilannonic  acid  (arabinosecarboxylic 
acid)  can  be  partially  converted  into  the  optically  isomeric  1-glnconie. 
acid  by  heating  it  with  quinoline,  just  as  d-mannonic  acid  can  be 
transformed  to  a  certain  extent  into  gluconic  acid  ;  l-gliumiie  acid,  on 
reduction,  yields  1-glucose,  the  optical  isomcride  of  grape-sugar,  and 
both  compounds,  on  oxidation  with  nitric  acid,  arc  converted  into 
1-saccharic  acid. 

The  members  of  the  1-series  resemble  the  known  compounds  of  the 
d-series  very  closely,  and  combine  with  them  to  form  the  corre¬ 
sponding  inactive  substances,  namely  i-glucoso,  i-gluconie  acid,  and 
i-saccharic  acid. 

U Gluconic  ctctd  is  most  conveniently7  prepared  from  arabinose  in  the 
following  manner: — A  solution  of  arabinose  (50  grams)  in  warm 
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water  (55  grams)  is  treated  with  hydrogen  cyanide  (10  grams),  as 
described  by  Kiliani  (Abstr.,  1887,  2:29),  the  crystalline  amide  which 
separates  from  the  solution  in  the  course  of  three  to  eight  days  is 
boiled  with  crystalline  barium  hydroxide  (100  grams)  and  water  (250 
grains)  until  the  evolution  of  ammonia  ceases,  and  the  barium  is  then 
exactly  precipitated  with  sulphuric  acid.  On  evaporating  the  solution, 
previously  decolorised  with  animal  charcoal,  to  a  thick  syrup,  the 
greater  part  of  the  1-mannonic  acid  separates  in  the  form  of  the 
lactone;  the  mixture  is  agitated  with  a  little  96  per  cent,  alcohol, 
filtered,  and  the  residual  lactone  washed  repeatedly  with  a  little  cold 
alcohol  and  then  purified  by  recrystallisation  from  the  hot  solvent. 
The  alcoholic  filtrate  and  washings  are  evaporated  on  the  water-bath, 
the  1-mannolaetone,  which  is  deposited  in  the  course  of  one  to  two 
days,  separated  as  before,  and  the  alcoholic  liquors  again  evaporated. 
The  syrup  obtained  in  this  way  contains  the  whole  of  the  1-gluconie 
acid  and  small  quantities  of  1-mannonic  acid  ;  it  is  dissolved  in  water 
(4  parts)  and  warmed  for  an  hour  with  phenylhydrazinc  (1  part)  and 
.50  per  cent,  acetic  acid  (0’75  part)  ;  on  cooling,  a  mixture  of  the  two 
hydrazides  separates  from  the  solution  in  yellow  crystals.  This  pre¬ 
cipitate  is  separated  by  filtration,  washed  with  cold  water,  alcohol,  and 
ether  consecutively,  and  then  decomposed  with  barium  hydroxide; 
the  solution,  freed  from  phenylhydrnzine  and  barium  in  the  usual  way, 
is  decolorised  with  animal  charcoal,  concentrated  by  evaporation, 
boiled  with  calcium  carbonate  until  neutral,  and  then  treated  again 
with  animal  charcoal.  The  mixture  of  the  two  calcium  salts  which 
remains  when  the  solution  is  evaporated  is  dissolved  in  a  little  hot 
water,  and  alcohol  added  until  a  turbidity  is  produced;  on  cooling,  the 
calcium  salt  or  1-gluconic  acid  is  deposited  as  a  syrup  which  gradually 
solidifies,  and  can  then  be  obtained  in  a  pure  condition  by  recrystalli¬ 
sation  from  warm  water.  Having  once  obtained  crystals  of  the  pure 
calcium  salt,  it  is  unnecessary  to  purify  the  acid  by  means  of  its  bydr- 
azide;  the  crude  syrup  which  is  left  after  separating  the  1-manno- 
lactone  as  completely  as  possible  is  dissolved  in  water,  the  boiling 
solution  neutralised  with  calcium  carbonate,  decolorised  with  animal 
charcoal,  and  a  small  quantity  of  the  crystalline  calcium  salt  intro¬ 
duced  into  the  concentrated  solution ;  after  a  few  days,  a  large 
quantity  of  calcium  gluconate  is  deposited  in  crystals, and  the  salt  can 
then  be  further  purified  by  recrystallisation  from  warm  water.  50  grams 
of  arabinose  yield  8  to  9  grams  of  pure  calcium  1-gluconate,  together 
with  about  20  grams  of  pure  1-mannolactone. 

When  an  aqueous  solution  of  1-glucnnic  acid,  obtained  by  decom¬ 
posing  the  calcium  salt  with  the  theoretical  quantity  of  oxalic  acid,  is 
boiled,  the  acid  is  partially1’  converted  into  the  lactone,  and,  on  evapo¬ 
rating,  the  two  compounds  remain  as  a  syrup  from  which  crystals 
have  not  yet  been  obtained;  the  aqueous  solution  of  this  syrup  is 
levo-rotatory.  The  calcium  salt,  (C6Hn07):iCa,  separates  from  hot 
water  in  cauliflower-like  crystals,  similar  in  appearance  to  those  of 
calcium  d-gluconate ;  it  is  soluble  in  3  to  4  parts  of  hot  water,  and  its 
specific  rotatory  power  is  an?T°-  =  — 6’ 64°.  A  basic  salt  is  formed  when 
calcium  hydroxide  is  added  to  a  lukewarm  aqueous  solution  of  the 
neutral  salt;  on  cooling  the  filtered  solution,  it  is  deposited  in  a 
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lloecnlent  condition.  The  barium,  strontium,  and  cadmium  salts  are 
readily  soluble  in  water,  and  have  not  yet  been  obtained  in  crystals. 

The  hydrazide,  C6HuOeN2H2Ph,  crystallises  from  hot  water  in 
small,  colourless  plates  or  prisms,  and  wheu  quickly  heated  melts  at 
about  200°  with  dcc<  imposition. 

1-Glnconiu  arid  can  be  most  readily  distinguished  from  d-glnconic 
acid  by  converting  both  compounds  into  the  corresponding  lactones, 
and  then  submitting  the  solutions  to  an  optical  examination;  the  acid 
is  best,  identified  by  converting  it  iuto  1-saccharic  acid  in  the  manner 
described  below. 

1-Mannonic  acid  can  be  detected  in  presence  of  1-glnconic  acid  by 
reducing  the  sample  with  sodium  amalgam,  and  treating  with 
phenylhydrazine  the  cold,  concentrated  aqueous  solution  of  the 
sugar  produced  ;  if  1-mannose  is  present,  even  in  small  quantity,  the 
hydrazone  is  precipitated  in  crystals  in  a  few  hours’  time. 

1-Glnconic  acid  is  formed,  as  has  been  stated  above,  when  1-man- 
nonic  acid  is  heated  with  quinoline  at  140°  for  an  hour,  hut  this 
method  is  not  suitable  for  the  preparation  of  the  acid;  a  large  quantity 
of  mannonie  acid  remains  unchanged,  and  the  gluconic  acid  is  not 
easily  obtained  in  a  pure  condition.  1-Glnconic  acid,  under  the  same 
conditions,  is  partially  converted  into  1-mannonie  acid. 

i-Glucouic  acid  has  properties  similar  to  those  of  its  components  ; 
on  evaporating  its  aqueous  solution,  there  remains  a  colourless  syrup 
which  consists  of  a  mixture  of  acid  and  lactone.  The  calcium  salt, 
(C6Hu07)*Ca,  is  deposited  in  crystals  when  a  solution  of  equivalent 
parts  of  calcium  d-  and  1-glnconatc  is  slowly  evaporated  on  the  water- 
bath;  when  dried  at  10U°.  it  seems  to  contain  1  mol.  IGO.  It  is 
soluble  in  1G  to  20  parts  of  boiling  water,  and,  like  the  acid  and  the 
lactone,  is  optically  inactive.  The  hydrazidt\  t,KH,lOc,N..H.Pli.  can 
he  obtained  by  heating  the  acid  or  the  calcium  salt  with  phenyl- 
hydrazine  acetate;  it  separates  from  hot  water  in  colourless  crystals, 
melts  at  188 — 190°,  and  is  optically  inactive. 

i-Glnconic  acid  can  also  be  obtained  by  beating  i-mannnnic  acid 
with  quinoline,  but  the  change,  as  in  the  case  of  the  other  acids,  is 
only  a  partial  one. 

I -Gin  cane,  06H,.,06.  is  obtained  when  l-glncolactone  is  reduced  with 
sodium  amalgam,  and  the  solution  freed  from  sodium  salts  in  the 
usual  manner;  on  evaporating  the  alcoholic  solution  of  the  sugar, 
there  remains  a  syrup  which  gradually  crystallises.  It  is  reerystal- 
liscd  from  water,  spread  on  a  porous  plate,  then  dissolved  in  hot 
methyl  alcohol,  and  the  solution  mixed  with  alcohol  :  after  a  long 
time,  the  pure  compound  separates  from  the  somtion  in  anhydrous, 
prismatic  crystals.  It  resembles  grape-sugar  very  closely  in  appear¬ 
ance.  melts  at  141  —  14T°,  has  a  sweet  taste,  and  is  very  readily  sol n Me 
in  wator,  but  very  sparingly  in  alcohol.  It  also  resembles  grape- 
sugar  in  optical  behaviour,  and  exhibits  the  phenomenon  ot  mult i- 
rotation  ;  after  12  hours’  time,  the  rotation  has  become  constant,  Iho 
speeitic  rotatory  power  being  then  about  fin  ”  •*!  '1  • 

Plienylhydra/.ine  acetate  produces  no  precipitate  in  a  cold  aqueous 
solution  of  l-i>l ii erne,  but  on  warming,  the  separation  ol  l-phenyl- 
glueosazonc  quickly  commences. 
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l-Ghicosedipheuylhydrazone,  C6H1,OalXiPh2,  is  formed  when  a  solu¬ 
tion  of  the  sugar  iu  dilute  alcohol  is  heated  with  diphenylhydrazone 
(H  parts)  for  two  hours  at  100°.  It  crystallises  from  hot  water  in 
slender,  colourless  needles,  and  is  only  very  sparingly  soluble  in  cold 
water;  it  resembles  the  corresponding  derivative  of  grape-sugar,  and 
both  compounds  have  the  same  melting  point  (162 — 163°). 

1-Glueosc,  like  1-mannose  aucl  1-fructose,  seems  not  to  ferment  with 
yeast. 

i-Glucose  can  be  obtained  by  mixing  solutions  of  d-  and  1-glucose, 
or  by  reducing  i-gluconic  acid  with  sodium  amalgam.  It  is  a  colour¬ 
less  syrup,  very  readily  soluble  in  water,  but  only  very  sparingly  in 
alcohol,  and  it  shows  all  the  reactions  of  its  components.  It  does  not 
give  a  precipitate  with  phenylhydrazine  acetate  in  the  cold,  but  on 
warming,  i-glueosnzone  is  quickly  deposited  from  the  solution. 

i-Glticosediphenylhydrazone,  CfiH1205iXnPh=,  prepared  as  described  in 
the  case  of  the  corresponding  1-derivative,  separates  from  hot  water 
as  an  oil,  and  then  gradually  solidifies  to  a  mass  of  colourless, 
crystalline  plates  melting  at  132 — 133u. 

A  solution  of  i-glucose  enters  into  brisk  fermentation  with  yeast; 
after  keeping  the  mixture  for  24  hours  at  30°,  fermentation  is  at  an 
end,  and  the  solution  is  then  strongly  levo-rotatorv,  owing  to  the 
presence  of  1-glueose. 

l-Succharic  acid  can  be  prepared  by  oxidising  1-gluconic  acid  with 
nitric  acid.  Fur  this  purpose,  the  crude  syrup  (5  grams)  which  is 
left  after  separating  the  1-manuolactone  (see  above)  is  heated  on  the 
water-bath  with  nitric  acid  of  sp.gr.  P15  (15  grams),  the  residual 
syrup  diluted  with  water,  the  solution  evaporated  to  free  it  from 
nitric  acid,  then  neutralised  with  potassium  carbonate  and  strongly 
acidified  with  acetic  acid;  on  evaporating  to  a  thin  syrup,  the 
hydrogen  potassium  salt,  C6H9OsK,  begins  to  separate  in  crystals 
after  some  time,  and  is  purified  by  washing  it  with  cold  water  aud 
then  recrystallising  from  hot  water  with  addition  of  animal  charcoal. 
The  yield  is  25  to  3U  per  cent,  of  the  crude  gluconic  acid  employed. 
It  forms  small  needles  or  prisms,  and  is  feebly  levo-rotatory.  The 
silver  salt,  C6H808Ag>,  is  decomposed  by  boiling  water.  The  dihydr - 
azide ,  prepared  by  warming  the  acid  or  the  calcium  salt  with  phenyl¬ 
hydrazine  acetate,  crystallises  in  almost  colourless  plates,  and  melts 
at  213 — 214°  with  decomposition. 

The  potassium  hydrogen  salt  of  1-saceharic  acid  is  so  easily  recog¬ 
nised  that  its  formation  in  the  manner  described  above  affords  the 
best  test  for  1-gluconic  acid;  1-mannonic  aetd,  under  the  same  con¬ 
ditions,  does  nut  yield  a  crystalline  potassium  hydrogen  salt. 

The  potassium  hydrogen  salt  of  i- saccharic  acid  separates  in  slender 
needles  when  a  hot  aqueous  solution  uf  the  corresponding  salts  of  d- 
and  1-saccharic  acid  is  allowed  to  cool  slowly;  it  is  readily  soluble  in 
hot,  but  only  sparingly  iu  cold  water,  and  it  has  the  composition 
CfiH908K.  The  dihydrazide  of  the  acid  crystallises  in  colourless  plates, 
and  melts  at  209 — 210°  with  decomposition. 

i-Saccharic  acid  can  be  directly  obtained  by  oxidising  i-gluconic 
acid  with  nitric  acid,  and  isolating  the  product  by  means  of  its 
potassium  hydrogen  salt  in  the  manner  described  above. 
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The  potassium  hydrogen  salts  of  the  two  optically  active  sac¬ 
charic  acids  resemble  one  another  very  closely,  and  ai-e  best  dis¬ 
tinguished  or  identified  by  partially  converting  them  into  the  lactones 
by  boiling  with  a  mineral  acid,  and  then  examining  the  solutions 
optically;  the  corresponding  salt  of  i-saccharic  acid  can  be  dis¬ 
tinguished  from  the  other  two  with  a  little  practice  by  its  appearance 
simply. 

As  the  molecule  of  arabinose  is  asymmetric,  assuming  that  no 
stereometric  intramolecular  change  occurs,  there  may  be,  in  accord¬ 
ance  with  Le  Bel  and  Van’t.  Hoffs  theory,  three  isomeric  acids  formed 
by  treating  arabinose  with  hydrocyanic  acid,  namely,  two  acids  which 
with  respect  to  the  asymmetric  carbon  atom  marked  in  the  formula 

CH2(0H)-[CH(0H)]yCH(0H)-G00H 

with  an  asterisk,  possess  opposite  configurations,  and  a  third,  produced 
by  a  combination  of  the  other  two,  into  which  it  can,  theoretically,  be 
resolved.  Two  of  these  three  acids  are  represented  by  1-mannnnie 
acid  and  1-glucouic  acid,  either  of  which  may  be  the  composite 
isomeride.  Many  attempts  have  been  made  to  resolve  d-niannonic 
acid  and  d-gluconic  acid  into  two  isomerides,  but  without  success, 
although,  as  lias  been  already  shown,  they  are  mutually  convertible. 
It  seems  probable,  therefore,  that  with  reference  to  the  C*  atom, 
gluconic  acid  and  mannonic  acid  are  the  right  and  left  forms  respec¬ 
tively;  as,  however,  they  do  not  combine  together  to  forma  third 
.acid,  it  would  seem  that  such  isomeric  compounds  do  not  always 
behave  as  is  usually  supposed.  If  so,  the  observations  previously  made 
on  the  configuration  of  the  mannonic  acids,  the  mannoses,  and  tin1 
mannitols  with  regard  to  this  particular  carbon  atom  are  superfluous. 
All  experience  in  the  sugar  group  confirms  the  view  that  for  every 
optically  active  substance  there  exists  an  isomeiie  form  of  opposite 
optical  activity,  and  that  the  two  compounds  combine  together  to 
form  an  inactive  modification;  the  last  statement  seems,  however,  to 
hold  good  only  for  the  asymmetry  of  the  whole  molecule,  and  not  for 
that  of  any  single  carbon  atom.  If  if  h. 


Fucose,  an  Isomeride  of  Rhamnose.  By  A.  Gun  nu  n  ami 
B.  Tollens  (Be?-.,  23,  2  5  So — 2oSGj.— A  crystalline  sugar,  which  (he 
authors  name fuense ,  can  be  isolated  from  the  products  of  hydrolysis 
of  fuciis  by  means  of  the  hydrazono  (ni,  p.  about  170  ;  compare  this 
vol.,  p.  I  lOo)  ;  the  pure  hvdrazone  is  reconverted  into  the  sugar  by 
Fischer  and  HirschbergerV,  method,  On  evaporating  a  solution  of 
the  pure  sugar,  it  is  obtained  in  microscopic  needles  of  the  composi¬ 
tion  CaH|2Oj ;  it  is  very  readily  soluble,  has  a  sweet  taste,  and  is  lcvo- 
rotatory,  the  rotatory  power  being  — 112°  immediately  after  solution, 
bat  gradually  diminishing  to  — 77  .  On  distillation  with  hydro¬ 
chloric  acid,  it  gives  methylfnrfnrahlehyde  ;  it  reduces  alkaline  copper 
solutions,  and  shows  the  general  reactions  of  the  sugars,  L  ne 
melts  at  about  159°,  ^ 
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Trimethylenimine,  and  a  New  Synthesis  of  /3-Picoline.  By  A. 
IjADEXBURG  and  J.  Sieber  {Her.,  23,  2727 — 2731). — Trimcthylenedi- 
funine  hydrochloride  was  subjected  to  dry  distillation,  the  distillate 
treated  with  dilute  hydrochloric  acid,  and  the  solution  filtered  and 
evaporated,  so  that  a  large  quantity  of  ammonium  chloride  separated 
out.  The  residue  was  distilled  with  concentrated  aqueous  soda.,  and 
the  distillate  separated  by  fractionation  into  three  portions,  boiling 
respectively  at  GG — 70°,  140 — 143°,  and  148 — 151°.  From  the  first 
fraction,  trimethylenimine  was  separated  as  the  bismutlioiodide, 
((J3II;X,H l)a.2Bil3,  by  the  addition  of  a  dilute  solution  of  bismuth 
and  potassium  iodides.  This  salt  is  red;  when  distilled  with 
soda,  it  yields  the  fiee  base  which  boils  at.  0G — 70°,  smells  like  piper¬ 
idine,  is  very  hygroscopic,  and  mixes  with  water  and  alcohol.  The 
; ylativ  ochloridc ,  (CsHON^HoPtChi,  forms  yellow  needles  melting  at 
I0d°.  The  second  fraction  was  shown  to  contain  /3-pieoline  identical 
with  that  obtained  from  glycerine,  whilst  the  third  fraction  consisted 
of  /3'-pieoline,  identical  with  that  obtained  from  strychnine,  and  which 
ljadenburg-  has  shown  (this  vol.,  p.  1432)  to  be  different  from  the 
/i-picoline  mentioned  above.  These  substances  were  identified  by 
means  of  the  melting  points  of  their  platino  and  mcrcuro-chlorides, 
and  of  the  nicotinic  acid  which  they  yielded  when  oxidised. 

.  C.  F.  B. 

Methylnonylphenylhydrazone.  By  S.  Grimaldi  (Gazzetfa,  20, 
06— 98). — Methijluuni/lphtmylhi/ilrazone,  CflH|9*CMe!iNT2HPh,  prepared 
by  heating  methyl  nonyl  ketone  (from  oil  of  rue)  with  phenylhydrazine, 
is  a  heavy,  neutral,  orange-yellow  oil  with  an  aromatic  odour  which 
remains  liquid  at  —5°;  sp.  gr.  =  0  94473  at  0°.  It  is  insoluble  in 
water,  but  dissolves  in  ether,  carbon  bisulphide,  chloroform,  Ac.  It 
is  resinified  by  exposure  to  the  air.  It  differs  from  both  its  con¬ 
stituents  in  bavins:  no  reducing  action  on  Febling’s  solution  even 
when  heated  with  it.  S.  B.  A.  A. 

Derivatives  of  Acetylacetone.  By  A.  Combes  {Oompt.  rend..  Ill, 
272 — 274). — When  well-cooled  acetylacetone  is  gradually  mixed  with 
an  equal  molecular  proportion  of  snlphuryl  chloride,  large  quantities 
of  hydrogen  chloride  and  sulphurous  anhydride  are  evolved,  and  a 
pungent  colourless  liquid  is  obtained  which,  on  fractionation  under 
ordinary  pressure,  boils  at  15G — 158°.  It  consists  of  monochlor- 
acetylacetone  mixed  with  a  small  quantity  of  the  dichloro-derivative. 
The  liquid  is  agitated  with  a  concentrated  solution  of  cupric  acetate, 
and  the  compound  (CsiAiCLCl^Cii  separates  in  pale-green,  silky, 
slender  needles,  which  are  washed  with  alcohol.  When  this  compound 
is  dissolved  in  dilute  sulphuric  acid,  the  solution  extracted  with  ether, 
and  the  ether  evaporated,  monocliloracetvlacetone  is  obtained  as  a 
colourless,  highly  refractive  liquid  which  boils  at  156°,  and  is  insoluble 
in  water. 

The  monoohloracAylacetone  thus  prepared  has  the  constitution 
CHClAc.,  and  when  treated  with  snlphuryl  chloride,  yields  the 
dichlorinated  derivative  CCl2Ac2,  which  boils  at  87°  under  a  pressure 
of  18 — 20  nun.,  and  yields  no  metallic  derivatives.  C.  H.  B. 
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Formation  of  Glycocine  from  Chloracetic  Acid.  By  K.  Kkauc 
(Her.,  23,  *2577). —  It  is  advantageous,  in  preparing  glycocine  from 
eliloracetic  acid,  to  employ  a  very  large  excess  of  ammonium  hydrate  ; 
the  yield  is  then  about  oO  per  cent,  of  the  theoretical.  F.  S.  E. 

Alkyl  Dicyanacetates.  By  A.  Haller  ( Comnt .  rend.,  111, 
53  -50). — Ethyl  dicyanact  fate,  CHCy/COOEt,  is  obtained  by  adding 
22  grams  of  ethyl  cyanncetate  to  a  solution  of  TG  grains  of  sodium  in 
100  grams  of  absolute  alcohol,  and  saturating  the  mixture  -with 
cyanogen  chloride.  It  combines  with  a  small  quantity  of  ether,  and 
is  then  soluble  in  water  and  alcohol,  but  insoluble  in  ether,  hut  if 
dried  over  anhydrous  sodium  sulphate  aud  placed  in  a  desiccator,  it 
loses  ether,  and  is  partially  converted  into  a  gelatinous,  opaque 
mass  insoluble  in  water  and  ether,  but  soluble  in  warm  alcohol.  It 
cannot  be  distilled  without  decomposition  even  in  a  vacuum.  Its 
aqueous  solution  is  strongly  acid  and  decomposes  wlien  heated, 
evolving  carbonic  anhydride  and  hydrogen  cyanide;  with  silver  salts, 
it  gives  a  white  precipitate  soluble  in  boiling  water. 

Ethyl  dicyanaeetate  is  a  very  energetic  acid,  and  forms  salts  of  the 
type  GMCyvCOOEt.  The  sodium  salt  crystallises  from  water  in 
slender  needles,  and  from  alcohol  in  large  crystals,  very  soluble  in 
water  or  alcohol  ;  its  solutions  give  no  precipitate  with  ferric  salts, 
but  there  is  a  slight  red  coloration  which  is  not  removed  by  ether. 
The  silver  salt  is  white  and  insoluble  in  cold  water  or  alcohol,  but  dis¬ 
solves  in  boiling  water  or  alcohol,  from  which  it  separates  in  micro¬ 
scopic  prisms.  The  cupric  salt  forms  a  reddish-yellow  precipitate 
which  contains  3  mols.  H,Q,  and  is  insoluble  in  cold  water. 

Methyl  dicyanaeetate  is  obtained  in  the  same  way  as  the  ethyl  com¬ 
pound,  but  its  formation  is  always  accompanied  by  the  production  of 
a  compound,  CelUXaCb,  insoluble  in  cold  water,  alcohol,  or  ether,  but 
soluble  in  boiling  water  or  alcohol,  from  which  it  crystallises  in  white, 
lozenge-shaped  plates. 

Methyl  dicyanaeetate  is  also  a  strong  acid.  Its  sodium  salt  crystal¬ 
lises  from  water  or  alcohol  in  slender  needles  or  transparent  prisms, 
which  become  opaque  in  a  dry  atmosphere;  a  solution  of  the  salt 
gives  a  brownish-yellow,  crystalline  precipitate  with  cupric  salts.  The 
silver  salt  is  white,  and  crystallises  from  boiling  water  in  microscopic 
prisms. 

These  results  confirm  the  author's  conclusion  (Abslr..  1882,  lin'd) 
that  the  introduction  of  cyanogen  into  a  (’Ll-,  group  which  is  already 
united  to  two  other  negative  radicles  results  in  the  production  of  an 
acid  function.  The  alkyl  dicyanacetates  may  be  regarded  as  alkyl 
cyanomalonatcs  in  which  a  group  COOK  has  been  displaced  by  C.N. 

(\  II.  lb 

New  Acid  of  the  Acetic  Series.  By  E.  ( *  T:ka it-i»  O  W,*-7.  nud.. 
Ill,  305 — 307). — The  seeds  o \'  Datura  st rauionww  are  extracted  will: 
ether,  t lie  ether  distilled  off,  and  the  residue  purified  by  solution  in 
light  petroleum,  filtration,  and  distillal  ion.  A  girenishwellow  oil  is 
thus  obtained  in  quantity  amounting  to  about  25  per  coni,  nt  the  weight 
of  the  seeds.  It  is  saponified  by  lend  oxide,  and  the  dried  lead  salts  are 
treated  with  ether  to  remove  lead  oleate  and  liuoleato,  a  hicl>  are  present 
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in  considerable  quantity.  The  residue  is  decomposed  by  hydro¬ 
chloric  acid,  and  the  mixture  of  acids  is  dissolved  in  alcohol  of  85°, 
the  crystals  which  separate  being  purified  by  recrystallisation. 
Finally,  the  solution  of  the  acid  is  fractionally  precipitated  by  barium 
hydroxide,  and  the  acid  separated  from  the  barium  salt  by  treatment 
with  hydrochloric  acid,  and  purified  by  crystallisation  from  alcohol.  It 
forms  slender  needles  which  melt  at  55°,  is  s  nnewhat  soluble  in  cold 
alcohol,  very  soluble  in  boiling  alcohol,  ether,  and  light  petroleum. 
It  has  the  composition  CnH^Cb,  and  is  intermediate  between  palmitic 
and  stearic  acids,  which  it  closely  resembles,  but  its  melting  point  is 
much  lower.  The  author  proposes  to  call  it  daturic  acid.  It  is 
monobasic;  the  barium  salt  is  anhydrous  and  insoluble  in  water,  but 
crystallises  from  alcohol  in  microscopic  needles;  the  zinc  salt  is  very 
similar;  the  magnesium  salt  is  a  Iso  similar,  but  is  much  more  soluble 
in  hot  alcohol.  The  ethyl  salt,  obtained  in  the  same  way  as  ethyl 
stearate,  crystallises  from  strong  alcohol  in  slender  needles  which 
melt  at  '27°  and  at  251'  solidify  in  large  lamellae.  C.  H.  13. 

Addition  of  Chlorine  and  of  Halogen  Acids  to  Oleic  Acid 
and  Ela'idie  Acid.  By  S.  Piotkuwski  (. Her .,  23,  2531 — 2533). — 
/ lichloro stearic  acid ,  CjsHsiCbCb  is  obtained  when  the  theoretical 
quantity  of  chlorine  is  passed  into  a  chloroform  solution  of  ela'idie. 
acid  ;  it  crystallises  from  alcohol  in  nacreous  plates,  melts  at  32°,  and 
is  very  readily  soluble  in  all  ordinary  solvents  except  water.  Tin* 
calcium  salt  (C)bHSiOoCL)aCa  crystallises  from  hot  absolute  alcohol  in 
needles,  and  is  soluble  in  cold  ether,  but  insoluble  in  cold  alcohol  ; 
the  barium  salt  has  the  same  properties.  The  methyl  salt, 
CisHsaCbO-^ie,  crystallises  in  needles. 

Ghloroatearic  acid,  (JJSH3SOaCl,  can  be  prepared  by  saturating  a 
glacial  acetic  acid  solution  of  oleic  or  ela'idie  acid  with  hydrogen 
chloride  at  0°.  and  keeping  the  solution  for  three  to  four  days  at  the 
ordinary  temneratnre.  It  crystallises  from  hot  alcohol  in  slender 
needles,  melts  at  38°,  and  is  readily  soluble  in  most  ordinary  solvents 
except  water.  The  barium  salt  is  soluble  in  ether,  but  is  precipitated 
trom  the  solution  on  the  addition  of  Cold  alcohol  ;  the  calcium  salt 
shows  a  like  behaviour. 

Bromostearic  acid,  C18H3-,OaBr,  prepared  in  like  manner  from  oleic 
or  ela'idie  acid,  melts  at  41°,  and  resembles  the  corresponding 
chlorine  derivative  in  its  behaviour  with  solvents.  F.  S.  K. 

Lithium  Malonates.  By  G.  Massol(0»i;j£.  rend.,  Ill,  233 — 234). 
—  Heats  of  formation:  C3H404  +  LiOH  develops  +  12'66  Cal., 
C3H.04Li  +  LiOH  develops  +  12'87  Cal.,  C3H404  +  2LiOH  develops 
+  25-53  Cal. 

Lithium  hydrogen  malonate  forms  anhydrous,  colourless,  crystalline 
crusts  readily  soluble  iu  water;  heat  of  dissolution,  — 1’43  Cal. 

Lithium  malonate  foj’tns  hard,  white,  anhydrous,  crystalline 
masses  ;  heat  of  dissolution,  -r8-54  Cal.  The  heat  of  formation  of 
the  solid  salt  from  solid  acid  and  base  is  +33‘56  Cal.  The  following 
table  gives  the  heats  of  formation  of  the  solid  alkaline  malonates  :  — 
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Potassium.  Sodium.  Ammonium.  Lithium. 
Hydrogen  salt..  +27*87  Gal.  25*80  Cal.  22*78  Cal.  17*63  Cal. 

Normal  salt -  +48*56  41*50  „  41*00  „  33*56 

C.  H.  11.” 

Silver  Malonate.  By  G.  Massol  (Compt.  rend.,  Ill,  234—235). 
— Silver  malonate,  obtained  by  double  decomposition,  is  an  anlivdrous, 
slightly  yellowish-white,  crystalline  powder  consisting  of  sdender, 
microscopic  needles  in  stellate  groups.  It  blackens  when  exposed  to 
light,  and  when  heated,  burns  with  vivid  deflagration,  leaving  a 
residue  of  metallic  silver.  It  is  only  slightly  soluble  in  water;  heat 
of  dissolution  at  20°,  —9*8  Cal.  The  heat  of  formation  of  the  pre¬ 
cipitated  salt  from  dissolved  silver  nitrate  and  potassium  malonate  is 
+  9*83  Cal.,  from  the  dissolved  acid  and  precipitated  silver  oxide. 
+  18*84  Cal.  These  numbers  are  lower  than  the  corresponding* 
values  for  silver  oxalate.  C.  H.  B. 

Conversion  of  Maleic  Acid  into  Fumaric  Acid.  By  Z.  H. 

Skraup  (Monatsh.,  11,  323—325). —  Other  acids  besides  the  halogen 
acids  and  nitric  can  convert  maleic  into  fumaric  acid  ;  their  action  is 
proportional  to  their  acid-streugth.  The  electrical  conductivity  has 
a  distinct  influence,  though  not  in  any  simple  proportion,  on  the  rate 
of  change;  in  this  respect,  strong  hydrochloric,  nitric,  and  sulphuric 
acids  act  unequally.  The  presence  of  lithium  and  ammonium 
chlorides  accelerates  the  action  of  hydrochloric  acid. 

Parahromobenzyl  maleate  is  not  changed  when  heated  for  some 
hours  at  200°,  or  with  alcohol  at  150°,  unless  the  latter  contains  iodine 
or  acetic  acid.  Silver  maleate  and  parahromobenzyl  bromide  yield 
parahromobenzyl  maleate  (in.  p.  80  ')  only,  when  heated  in  ether  at  its 
boiling  point;  but  at  15tP,  a  small  quantity  of  parahromobenzvl 
fumarate  (m.  p.  115°)  is  also  formed. 

In  absence  of  water,  parahromobenzyl  maleate  is  changed  into 
fumarate  at  the  ordinary  temperature  by  hydrochloric  acid,  and  at 
higher  temperatures  by  nitric  acid  and  sulphuric  acid,  the  last  acting 
less  readily  than  nitric  acid. 

It  is  pointed  out  that  malic  acid  may  he  an  intermediate  product 
in  the  change  of  maleic  into  fumaric  acid.  The  subject  is  being 
further  investigated.  A.  G.  B. 

Symmetrical  Trimethyl enetricarboxylic  Acid.  By  E.  Bi  cun  ki; 
and  H.  W itt R R  (Her.,  23,  2583 — 2585). — The  further  investigation  of 
the  acid  (m.  p.  220°)  which  is  obtained  from  the  additive  product  of 
ethyl  fumarate  and  ethyl  diazoacetate  (compare  Abstr.,  1888,  1274) 
has  shown  that  it  is,  as  was  supposed,  symmetrical  trimei  hylenetri- 
oarboxylic  acid.  It  is  not  reduced  by  sodium  amalgam  even  on 
boiling,  and  it  is  unchanged  by  concentrated  hydrobromie  acid,  both 
in  the  cold  and  at  100°;  as  cis-1  :  2-trimethyleiicdicarboxylio  ncid, 
prepared  by  Conrad  and  Guthzcits  method,  is  also  unchanged  by 
concentrated  hydrobromie  acid  at  the  ordinary  temperature,  the 
readiness  with  which  1  :  l-trimcthylenediearboxylic  arid  is  decom¬ 
posed  by  hydrobromie  acid  cannot  he  looked  on  as  a  general  property 
of  polycarboxy-dcri  vatives  of  trimethylune. 
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The  acid  described  as  propargylenetetracarboxylic  acid  by  Schacherl 
(Abstr.,  1885,  1125)  is  1 : 1  :  2  :  3-trimetliylenetetracarboxylic  acid. 
Methyl  trimethylenetetracarboxylate,  CaH2(COOMe)4,  is  obtained  when 
methyl  bromofnmarate  is  treated  with  ethyl  sodiomalonate ;  it  sepa¬ 
rates  from  ether  in  compact  crystals,  melts  at  85°,  boils  at  205 — 215° 
under  a  pressure  of  15  mm.,  and  on  hydrolysis  it  gives  Sehacberl’s 
propargylenetetracarboxylic  acid.  The  last-named  compound  is  not 
acted  on  hv  potassium  permanganate  in  alkaline  solution,  and  when 
heated  qnickly  to  19G  — 198°,  it  is  converted  into  trimcthylenetricarb- 
oxylicaeid  (m.  p.  220°)  with  evolution  of  carbonic  anhydride. 

F.  S.  K. 

Acids  of  the  Sugar  Group.  By  E.  Fischer  (Ber.,  23.  2625 — 2628). 
— d-Glncolaotone  is  obtained  in  crystals  when  an  aqueous  solution  of 
pure  gluconic  acid,  prepared  by  decomposing  the  calcium  salt  with 
oxalic  acid,  is  evaporated  to  a  syrup,  and  then  kept  over  sulphuric 
acid  for  8  — 14  days  ;  it  can  be  purified  by  repeated  recrystallisation 
from  warm  water,  but  it  still  shows  a  slight  acid  reaction.  Jt  melts 
at  about  130 — 135°,  has  a  sweet  taste,  and  is  very  readily  soluble  in 
hot  alcohol;  its  specific  rotatory  power  is  [a]0  =  6b'2,  but  in  the 
course  of  24  hours  the  rotatory  power  gradually  diminishes  owing  to 
partial  conversion  into  the  acid. 

Gluconic  acid  seems  to  be  very  feebly  levo-rotatory,  but  the  solution 
quickly  becomes  dextro-rotatory,  owing  probably  to  the  formation  of 
lactone;  a  like  behaviour  is  also  exhibited  by  d-mnnnonic  acid,  as 
lias  been  previously  shown.  On  the  other  hand,  the  rotatory  power 
of  solutions  of  many  lactones  of  this  group  gradually  changes  as  they 
are  partially  converted  into  the  acids,  and  it  would  seem  that  the  so- 
called  bi-rotation  of  the  saccharoses  is  due  to  a  similar  cause;  in 
aqueous  solution,  they  are  gradually  converted  into  hydrated  com¬ 
pounds  which  possess  a  rotatory  power  different  from  that  of  the 
anhydrous  compound.  All  observations  seem  to  show  that  anhydrous 
grape-sugar,  for  example,  dissolves  in  water  as  the  compound 
C6H,20B,  which  is  then  gradually  transformed  into  the  heptaliydric 
alcohol,  C6Hu07,  the  rotatory  power  becoming  constant  only  when  the 
change  is  complete. 

Calcium  1-mannonate,  (CfiHH07)2Ca  -f  3H20,  can  be  obtained  in 
crystals  by  boiling  an  aqueous  solution  of  pure  1-maunolactone  for  half- 
an-hour  with  pure  calcium  carbonate,  evaporating  the  filtered  solution 
to  a  small  volume,  and  adding  alcohol  to  the  hot  solution  in  such 
quantities  that  it  remains  clear ;  the  syrupy  calcium  sub.  which  sepa¬ 
rates  on  cooling  slowly  solidifies  when  rubbed  with  a  glass  rod,  and  a 
crystal,  introduced  into  a  concentrated  aqueous  solution  of  the  salt, 
causes  the  crystallisation  of  the  whole.  It  forms  slender  needles, 
loses  its  water  at  lu0°,  and  is  readily  soluble  in  warm,  but  only 
moderately  easily  in  cold,  water. 

Arabov  ic  acid  phenylhy  dr  azide,  C5H905-N2H2Ph,  is  precipitated  in 
yellowish  crystals  when  a  moderately  concentrated  solution  of  the 
acid,  lactone,  or  calcium  salt  is  heated  with  phenylhydrazine  and 
50  per  cent,  acetic  acid  for  14  hours  at  100°.  It  crystallises  from  hot 
water  in  colourless  plates,  and  melts  at  215°  with  decomposition  when 
quickly  heated.  , 
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Xy losecarbo.njlic  acid  con  be  prepared  by  treating  xylose  with 
hydrocyanic  acid  in  (lie  usual  manner.  The  basic  barium  salt  crys¬ 
tallises  from  hot.  water,  is  very  sparingly  soluble  in  cold  water,  and  has 
the  composition  CeHnO,Ba-OH  ;  on  decomposing  the  barium  salt  with 
the  theoretical  quantity  of  sulphuric  acid  and  evaporating  the 
solution,  there  remains  a  colourless  syrup  which  consists  of  a  mixture 
of  acid  and  lactone.  By  reducing  this  mixture  with  sodium  amalgam, 
a  sugar  is  formed,  the  osazone  of  which  is  moderately  easily  soluble  in 
hot  water,  and  differs  from  all  known  hexosazones.  F.  S.  K. 

Hydroxygluconic  Acid.  By  L.  Boutrocx  ( Compt .  rend. ,  111, 
185 — 187). — Tlxe  author  considers  that  the  acid  resembling  glyenronio 
acid  obtained  by  E.  Fischer  by  the  reduction  of  saccharic  acid  (this 
vol.,  p.  599)  is  probably  identical  with  the  hydroxygluconic  acid 
which  he  obtained  (Abstr.,  1880,  082)  by  the  action  of  a  bacterium 
on  glucose. 

Hydroxygluconic  acid,  C3H]„0:,  is  laevogyrate,  its  rotatory  power  in 
a  2  per  cent,  solution  being  _a]B  =  — 14'5°.  Its  lead  salt  forms 
small,  yellowish-white,  irregular  crystals  which  are  onlv  slightly 
soluble  in  water.  Lead  acetate,  however,  does  not  always  precipitate 
solutions  of  hydroxygluconates.  because  the  lead  salt  has  a  great 
tendency  to  remain  in  supersaturation.  Hydroxygluconic  acid 
resembles  glycuronic  acid  in  many  respects,  although  the  former  is 
laevogyrate  and  very  soluble  in  alcohol,  whilst  the  latter  is  dextro¬ 
gyrate  and  insoluble  in  alcohol.  C.  H.  B. 

Conversion  of  Thiocarbamide  into  Carbamide.  By  R.  M.w.y 
( Monatsh .,  11,  277 — 281). — This  conversion  has  not  been  directlv 
effected  hitherto.  The  author  finds  that,  the  sulphur  in  thiocarb¬ 
amide  is  directly  oxidised  to  sulphuric  acid  by  potassium  perman¬ 
ganate  in  neutral  solution,  according  to  the  equation  CHjX.8  +  0, 
=  CH4N20  +  S03;  the  quantity  of  oxygen  actually  used  falls  a  little 
■short  of  four  atoms,  but  this  is  to  he  accounted  for  by  the  fact  that 
a  small  quantity  of  the  sulphur  makes  its  appearance  ns  potassium 
thiosulphate. 

In  acid  solution,  the  above  reaction  does  not  take  place,  a  new  base 
being  formed  under  these  circumstances.  A.  (i.  B. 

Ammoniacal  Fermentation  of  Uric  Acid.  By  F.  Skstixi  and  L. 
Skstini  (Landw.  Versuchs-iStat.,  38,  157—104).-  Uric  acid,  suspended 
in  water,  may  be  kept,  for  more  than  a  year  without  undergoing  any 
change,  but  the  addition  of  a  very  small  amount  of  decomposed  urine 
causes  it  to  decompose  quickly  and  completely  in  hot  weather.  Bure 
uric  acid  (4  or  0 grains)  was  put  into  a  large  ilask  with  distilled  water 
(4orG  litres)  and  urine  (1  or  2c.c  )  added.  By  means  of  a  suet  ion  pump. 
2  litres  of  air  was  made  to  pass  through  t  ho  liquid  lour  or  live  times  a  day. 
In  another  experiment,  a  stoppered  Ilask  was  employed  ;  this  was  fre¬ 
quently  shaken  and  opened.  In  a  few  days  the  liquid  became  alkaline 
from  the  formation  of  ammonium  carbonate,  and  the  a  mount,  of 
suspended  uric  acid  diminished  until,  in  seven  or  eight  days,  it 
disappeared  entirely.  In  12  or  13  days,  the  whole  of  the  uric 
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arid  was  changed  into  ammonium  carbonate.  The  reaction  is  ex¬ 
pressed  thus:  C5II4N4Os  -f-  8HaO  +  30  —  4NH4HC03  +  C02.  In 
another  experiment,  made  at  a  temperature  of  20°,  the  uric  acid 
was  almost  all  decomposed  in  20  days,  when  the  experiment  was 
stopped.  It  was  found  that  only  a  little  more  than  half  the  total 
nitrogen  was  present  as  ammonia,  the  rest  being  in  organic  com¬ 
pounds. 

In  a  third  experiment,  with  a  temperature  of  22 — 28°,  nearly  all 
the  uric  acid  disappeared  within  seven  days.  On  the  eighth  day, 
a  part  of  the  liquid  was  taken  out,  filtered,  and  distilled.  The 
result  showed  that  about  of  the  uric  acid  was  converted  into  ammo¬ 
nium  carbonate  and  the  rest  into  carbamide.  Another  portion  of  the 
liquid,  not  filtered,  was  kept  for  eight  days  longer,  when  it  was  found 
that  the  whole  of  the  uric  acid  was  converted  into  ammonia.  It  is 
possible  that  further  investigation  may  show  that  other  componnds 
besides  carbamide  (alloxan,  for  instance)  are  formed  as  intermediate 
products.  N.  H.  J.  M. 

Presence  of  Furfural dehyde  in  Commercial  Alcohols.  By  L. 

LlNDET  (Conipt,  rend.,  111,230  —237). — The  author  has  applied  the 
aniline  acetate  test  to  a  large  number  of  commercial  alcohols,  and 
finds  that,  contrary  to  the  usual  statement,  furfuraldehyde  is  not  a 
constant  constituent.  If  the  alcohol  has  been  distilled  over  a  naked 
fire,  or  if  it  is  derived  from  grain  which  has  been  in  contact  with 
acids,  then  it  contains  furfuraldehyde;  but  if  distilled  with  steam, 
and  the  grain  has  not  been  in  contact  with  acids,  the  alcohol  is  free 
from  furfuraldehyde. 

The  following  quantities  of  furfuraldehyde  per  litre  of  alcohol 
were  found  in  various  brandies:  cognac,  0'2  c.c.  ;  cider,  0'03  c.c. ; 
cherry,  002  to  013  c.c. ;  marc,  01  to  0*4  c.c.;  and  it  is  doubtless 
produced  by  the  partial  destructive  distillation  of  the  vegetable 
matter  held  in  suspension  in  the  liquids. 

Alcohol  from  sugar,  obtained  by  the  action  of  mineral  acids,  contains 
OOG — 0*1  c.c.  of  the  aldehyde  per  litre,  even  when  distilled  with 
steam  ;  before  fermentation,  in  fact,  the  aldehyde  can  be  detected  in  the 
wort.  Pure  maize  starch,  saccharified  by  acids,  yields,  however,  only 
traces  of  furfuraldehyde.  Worts  fermented  by  diastase  contain  only 
very  small  quantities  of  the  aldehyde,  and  its  formation  is  probably 
due  to  the  action  of  lactic  acid.  In  the  case  of  beer,  the  wort  remains 
neutral,  and  no  furfuraldehyde  can  be  detected.  Molasses  brandy 
contains  0*04  to  0*05  c.c.  of  the  aldehyde  per  litre  of  alcohol,  not 
formed,  as  direct  experiments  show,  by  the  action  of  acids  on  cane- 
sugar,  but  due  to  the  addition,  in  place  of  yeast,  of  worts  in  full 
fermentation,  these  worts  having  been  prepared  from  grain  which 
has  been  in  contact  with  acids. 

Alcohol  from  beet,  artichokes,  and  potatoes,  fermented  in  absence 
of  acids,  and  distilled  by  steam,  contains  no  furfuraldehyde. 

C.  H.  B. 

Preparation  of  Thiophen.  By  L.  H.  Friedbueg  ( Ghem .  Centr., 
1890,  ii,  8;  from  J.  Amer.  Chem ,  Soc.,  12,  83 — 90). —  By  heating  a 
mixture  of  sodium  sneoinate  and  phosphorus  trisulphide,  the  author 
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has  obtained  as  much  as  50  per  cent,  of  the  theoretical  quantity  of 
thiophen.  He  recommends  that  not  more  than  155  grams  of  sodium 
succinate,  with  twice  the  weight  of  phosphorus  trisulphide,  shall  be 
employed  in  one  operation.  J,  "W.  L. 

Alteration  of  Compounds  of  the  Benzene  Series  when 
Exposed  to  Air  and  Light.  By  A.  Bidet  ( Gompt .  rend.,  Ill,  47  ; 
compare  Abstr.,  1889,  595). — Many  compounds,  including  aniline 
chloride,  sulphate,  and  nitrate,  toluidine,  resorcinol,  benzoic  chloride, 
beuzaldehyde,  nitrocinnamic  acids,  naphthol,  naphthylamine,  and 
quinoline  and  its  salts,  were  carefully  purified,  and  remained  quite 
colourless  even  after  exposure  to  air  and  light  for  several  mi  nths. 
The  purest  obtainable  commercial  samples  of  the  same  compounds 
became  decidedly  coloured  when  exposed  under  the  same  conditions, 
though  they  remained  colourless  if  kept  in  the  dark.  From  these 
results  and  his  previous  observations  (loc.  cit.),  the  author  concludes 
that  the  property  of  becoming  coloured  when  exposed  to  air  and  light 
is  not  inherent  in  pure  organic  compounds,  but  is  due  to  the  presence 
of  impurities,  the  proportion  of  which,  iu  some  cases,  may  be  very 
small  indeed.  C.  H.  B. 

Action  of  Nitrons  Anhydride  on  Various  Substances  in 
Solution  in  Carbon  Bisulphide.  By  L.  H.  Friedburg  and  J.  A. 
Mandel  ( Ghem .  Gentr.,  1890,  ii,  8 — 9  ;  from  ./.  Amer.  Ghem.  Soc .,  12, 
7 — 12). — The  nitrous  anhydride,  prepared  by  beating  arsenious 
anhydride  with  nitric  acid,  was  purified  by  passing  it  over  lead  and 
collected  in  a  cooled  receiver.  It  was  afterwards  mixed  with  carbon 
bisulphide  and  added  drop  by  drop  to  the  several  substances,  also  dis¬ 
solved  in  carbon  bisulphide.  With  benzene,  monouitro-  and  para- 
dinitro-benzene  are  formed  ;  with  phenol,  ortho-  and  para-nitrophenols 
and  nitrosopbenols  are  formed ;  with  diphenylamine,  para-nitro- 
dipbenylamine  and  ortho-  and  para-dinitro- diphenyls  mine  are  formed, 
together  with  undefined  nitroso-compounds.  Attempts  to  introduce 
sulphur  into  the  diphenyl  molecule  at  the  same  time,  by  dissolving  it 
in  the  carbon  bisulphide,  were  unsuccessful.  With  diphenyl,  nitrons 
anhydride  reacts,  with  formation  of  paranitrodiphenyl,  and  another 
substance  not  yet  investigated.  Nitrous  anhydride  docs  not  react 
with  benzonitrile  under  ordinary  pressures  ;  it  oxidises  bcnzaldehydc 
to  benzoic  acid.  With  benzoic  acid,  it  forms  nitrosobenzoic  acid, 
melting  at  114°.  Its  barium  salt,  (CgHiNO'COQ^Ba,  crystallises  with 
2  mols.  H20.  J-  W-  1J- 

Artificial  Musk.  By  A.  Baur  ( Oompt .  rend.,  Ill,  238—240).— 
Metaisobutyltoluene  is  heated  on  a  water-bath  for  24  hours  with 
five  times  its  weight  of  a  mixture  of  sulphuric  acid  and  fuming  nitric 
acid.  The  product  is  subjected  to  a  repetition  of  the  same  treatment, 
and  is  thus  completely  converted  into  trinitrobutyltulnene,  which 
crystallises  from  alcohol  in  white  needles  melting  at  90-—  9/  ,  and 
insoluble  in  water,  but  soluble  in  alcohol,  ether,  and  the  usual 
solvents.  Even  in  very  dilute  solutions  this  compound  has  a  strung 
odour  of  musk,  and  for  many  purposes  may  replace  the  natural 
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product.  The  latter,  however,  is  quite  different  in  composition  ;  it 
is  a  n on-nitrogenous  resin.  Trinitrobntyltoluene  has  no  poisonous 
effects.  It  combines  with  naphthalene  (in  the  proportion  of  2  mols. 
of  trinitrobutyltoluene  to  1  of  naphthalene),  forming  a  compound 
which  crystallises  from  alcohol  in  large,  white  lamella?  melting  at 
89 — 90° ;  when  distilled  with  water,  naphthalene  passes  over,  and 
the  trinitro-derivative  remains  in  the  retort. 

The  homologues  of  isobntyltoluene  behave  in  a  similar  manner. 
Trinitroisobutylmctaxylene,  which  forms  white  needles  melting  at 
110°,  has  an  odour  which  cannot  be  distinguished  from  that  of  tri- 
nitroisobutyltoluene.  C.  H.  B. 

Action  of  Iodide  of  Nitrogen  on  some  Organic  Compounds. 

By  R.  Lepetit  ( Gazzetta ,  20,  104 — 10S). — When  moist  iodide  of 
nitrogen  is  agitated  with  a  cold  aqueous  solution  of  phenol  contain¬ 
ing  a  few  drops  of  caustic  soda,  a  deep-blue  solution  and  a  greyish 
precipitate  are  formed,  with  copious  evolution  of  ammonia.  The 
i-olution  contains  a  mixture  of  mono-,  di-,  and  tri-iodophenols,  the 
bine  coloration  being  probably  due  to  a  small  quantity  of  some  azo- 
tised  product.  The  precipitate,  which  is  probably  identical  with 
Lautemann’s  triiodophenol,  crystallises  from  dilute  alcohol  in  colour¬ 
less  needles,  melts  at  155°,  dissolves  in  caustic  potash  and  soda 
forming  blue  solutions,  and  is  decomposed  by  concentrated  nitric  and 
sulphuric  acids  with  separation  of  iodine. 

a-  and  /3-naphthol  are  differently  affected  by  iodide  of  nitrogen  ; 
on  adding  an  alkaline  solution  of  /3-naphthol  to  the  strongly  cooled 
iodide,  a  brownish -green  precipitate  is  formed,  which  redissolves  after 
standing  for  some  time.  From  the  solution,  a  current  of  sulphurous 
anhydride  precipitates  a  moniodonaphthol  which  melts  at  94'5°,  and  is 
otherwise  identical  with  Meldola’s  orthiodonaphthol.  When  iodide 
of  nitrogen  is  added  to  /3-naphthol,  only  a  slight  deposit  of  dinaph- 
thol  is  formed. 

On  adding  a  solution  of  a-naphthol  in  caustic  soda  to  moist  iodide 
of  nitrogen,  or  vice  versa ,  a  light,  violet-black  precipitate  is  formed 
which  greatly  resembles  the  iodide  in  appearance,  but  does  not  evolve 
iodine  on  heating  or  on  treatment  with  strong  acids.  It  is  insoluble 
in  alcohol,  acetic  acid,  ether,  chloroform,  alkalis,  and  acids,  but  dis¬ 
solves  in  aniline;  on  heating,  it  partially  fuses  and  decomposes, 
leaving  a  carbonaceous  residue. 

With  iodide  of  nitrogen,  salicylic  acid  forms  a  reddish,  amorphous, 
unstable  compound  which  decomposes  with  separation  of  iodine. 
Acetone  yields  iodoform  and  a  substance  having  the  pungent  odour 
of  an  iodacetone.  With  ethyl  acetoacetate,  a  yellowish  oil  is  ob¬ 
tained  ;  diazobenzene  chloride  is  decomposed  on  addition  of  iodide  of 
nitrogen  into  benzene  and  resinous  products.  S.  B.  A.  A. 

Reduction  Products  of  Iodophenols,  By  J.  Messinger  and 
N.  Pickersgill  ( Ber .,  23,  2761— 2764). — lodotbymol  is  dissolved 
in  ether,  alcoholic  potash  added,  and  then  zinc-dust  in  successive 
small  quantities,  the  mixture  being  finally  boiled  for  two  days  in  a 
reflux  apparatus.  The  alcohol  is  evaporated  as  far  as  possible, 
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water  being  continually  added,  and  then,  on  the  addition  of  dilute 
sulphuric  acid,  a  substance  is  precipitated  which,  after  careful 
purification,  crystallises  from  dilute  acetic  acid  or  alcohol  in  small, 
white  needles  melting  at  1G0°.  It  is  dithymol , 

OH-C6H2MePi-C6H:MePr“-OH  +  2IL.O, 

probably  [Me  :  OH  :  Pra  :  CirtH130  —  1:3:4:  6],  since  it  gives  no 
nitroso-derivative  with  nitrous  acid,  as  comp  mnds  usually  do  in 
which  the  hydrogen  that  stands  in  the  para-position  to  the  hydroxyl 
is  not  replaced.  The  benzoyl  derivative,  prepared  from  dithymol  and 
benzoic  chloride,  crystallises  from  benzene  in  thick,  white  tables 
which  melt  at  209 — 210°,  and  dissolve  easily  in  benzene  and  chloro- 
form,  sparingly  in  alcohol,  ether,  and  light  petroleum.  The  acetyl 
derivative,  prepared  from  dithymol  and  acetic  anhydride,  crystallises 
from  alcohol  in  needles  which  melt  at  113 — 114°,  and  dissolve  easily 
in  alcohol,  ether,  benzene,  light  petroleum,  and  chloroform. 

C.  F.  B. 

Action  of  Hydroxylamine  on  Nitrosophenols.  By  F.  Kehr- 
MA.XN  and  J.  Messixger  (Ber.,23,  2815 — 2820). — /3-Naphthaquinone- 
dioxime  is  prepared  by  the  action  of  hydroxylamine  (2. — 3  mols.) 
on  nitroso-/3-naphthol  dissolved  in  excess  of  aqneous  soda  :  the 
reaction  proceeds  in  the  cold,  and  the  dihydroxime  is  precipitated  on 
the  addition  of  dilute  sulphuric  acid  ;  it  melts  at  180 — 181°,  and  its 
prepai’ation  in  this  manner  affords  a  ready  means  of  obtaining 
1  :  2-naphthylenediamine. 

Diquinoyltetroxime  is  formed  in  a  similar  manner  from  di- 
nitrosoresorcinol.  On  treating  with  5  parts  of  nitric  acid  of  sp.  gr. 
145,  diluting  with  ice  water,  and  adding  potassium  carbonate,  a 
potassium  salt  is  deposited  which  crystallises  from  water  in  brown¬ 
ish-yellow  needles,  and  is  being  further  investigated.  A  correspond¬ 
ing  compound  is  obtained  from  toluenetetroxime,  prepared  from 
dinitroso-orcinol  and  hydroxylamine.  Attempts  to  obtaiu  benzene 
hexoxime  were  unsuccessful. 

On  treating  paranitrosophenol  with  hydroxylamine  as  above,  and 
extracting  the  acid  solution  with  ether,  white  crystals  arc  obtained 
which  quickly  decompose,  with  the  formation  of  phenol  and  a  con  ‘ 
siderable  quantity  of  resinous  matter.  Nitrosothymol  behaves  in  a 
similar  manner  ;  on  dissolving  the  white  compound  in  aqueous  soda 
and  adding  an  equal  weight  of  some  phenol,  such  as  ercsol,  thymol,' 
phenol,  or  a-naphthol,  but  not  /J-naphthol,  an  intense  blue  colour  is 
produced,  which  turns  red  on  the  addition  of  an  acid,  and,  after  some 
time,  becomes  colourless.  The  blue  compound  could  not.  be  obtained 
in  crystals.  Bromonitrothymol  behaves  in  a  similar  manner.  1  he 
above  reactions  may  be  explained  by  assuming  that  panupiinone- 
oxime  reacts  with  hydroxylamine  as  if  it  were  a  trinitrosophenol, 
and  yields  diazopheuol  ;  bv  the  further  action  of  hydroxylamine, 
hydrogen  diazophenol,  OH-C6Hi’NH-Nir'01I  (the  white  compound), 

is  formed,  and  this  then  decomposes  into  phenol,  nitrogen,  and 
’  II?  'V 
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Desmotropy  in  Phenols.  By  J.  Heiizig  and  S.  Zeisel  ( Monafsh 
291 — 310,  311 — 322;  compare  Abstr.,  1888,  822;  1889,  247,  960). — 
For  the  ethylation  of  resorcinol,  the  latter  (100  grams)  is  dissolved  in 
absolute  alcohol  (1  litre),  potassium  hydroxide  (204  grams)  is  added, 
and  the  mixture  is  warmed  until  everything  has  dissolved  ;  ethyl 
iodide  (567  grams)  is  then  slowly  added,  and  the  warming  continued 
until  the  liquid  is  neutral,  when  more  potassium  hydroxide  and  ethyl 
iodide  are  added,  and  the  heating  continued  until  the  liquid  is  once 
more  neutral.  The  alcohol  is  now  distilled  off,  and  the  oil  pre¬ 
cipitated  with  water  and  shaken  with  ether;  the  ethereal  solution  is 
washed  successively  with  alcoholic  potash  and  water,  and  distilled. 
The  dried  residue  amounted  to  154  per  cent,  of  the  resorcinol ;  it  was 
first  fractionally  distilled  at  40  mm.  pressure. 

The  first  two  fractions  boiled,  under  the  ordinary  pressure,  at 
228 — 232“,  and  consisted  largely  of  resorcinol  diethyl  ether;  the  other 
portion  was  not  investigated.  Resorcinol  diethyl  ether,  C6Hj(OEt)2, 
crystallises  in  transparent,  colourless  prisms  which  melt  at  12*4°:  it 
boils,  at  0°  and  756  mm.,  at  234’4 — 235'2°  (corr.  ;  Barth,  235 — 236° ; 
Pukall,  228 — 230°)  ;  it  has  a  characteristic  odour,  and  gives  a  green 
colour  with  acetic  acid  and  potassium  nitrite. 

Two  isomeric  bromn-derivatives  are  obtained  by  brominating 
resorcinol  diethyl  ether  in  glacial  acetic  acid  (20  parts),  precipitating 
with  water,  and  crystallising  from  alcohol  ;  they  are  separated  by 
carefully  adding  water  to  their  solution  in  acetic  acid,  as  long  as  the 
crystals  that  separate  vary  in  melting  point.  In  this  way,  a -dibromo- 
resorcinol  diethyl  ether  is  obtained  first ;  it  crystallises  in  loug,  slender, 
colourless  prisms  which  melt  at  100 — lul°.  ft-Dibromoresnrcinol 
diethyl  ether  crystallises  in  colourless  needles,  and  melts  at  75 — 77°. 

The  remaining  fractions  were  again  fractionated  at  19  mm. ;  the 
two  chief  products  thus  obtained  boiled  at  146 — 151°  and  160 — 165° 
respectively.  The  former  of  these  is  a  dark  resin,  insoluble  in 
water,  but  soluble  iu  alkalis  to  a  red  liquid  with  a  green  fluor¬ 
escence  ;  its  aualysis  gives  numbers  which  agree,  as  far  as  carbon 
and  hydrogen  are  concerned,  with  ethylresorcinol  diethyl  ether, 
C6H3Et(OEt)2,  but  the  numbers  for  ethoxyl  do  not  agree  with  this 
formula.  It  is  probable  that  other  triethyl-derivatives  of  resorcinol 
are  also  present. 

The  fraction  boiling  at  160 — 165°  consists  of  secondary -tertiary - 
triethylresorciiiol  ethyl  ether ,  CeH^EtaO'OEt ;  it.  forms  a  thick,  yellow 
oil  with  a  somewhat  spicy  odour;  it  dissolves  in  strong  sulphuric  acid 
with  an  intense  yellow  colour,  and  is  precipitated  unchanged  by  water. 
It  is  soluble  in  most  organic  solvents. 

Secondary  -  tertiary  -  triethylresorcinol,  C6H2Et3OOH,  is  obtained 
(9  per  cent.)  when  the  above  ethyl  ether  is  heated  with  20  per  cent, 
hydrochloric  acid  in  a  reflux  apparatus  for  two  hours  ;  the  reaction 
product  is  shaken  with  dilute  potash  solution,  and  the  solution  acidified 
and  shaken  with  ether.  When  reerystallised  from  alcohol,  it  forms 
white  needles,  melts  at  183 — 185°,  and  is  soluble  in  alcohol,  light 
petroleum,  and  ether.  The  acetyl  derivative ,  C6H2Et30,0Ac,  forms 
monosymmetric  crystals  (a  :  b  ;  c  =  0'7089  :  1  :  T0243  ;  ft  =  65°  16'  24") 
melting  at  63 — 65°. 
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The  authors  doubt  the  existence  of  De  Luynes’  and  Lionet’s  “tri- 
ethylorcinol  ”  ( Compt .  rend.,  65,  213).  Pelizzari  has  privately  in¬ 
formed  them  of  the  results  of  a  research  in  which  he  has  obtained  a 
substance  agreeing  in  analysis  with  the  formula  C7HsEt>OOEt,  and 
thus  apparently  established  De  Luyne’s  and  Lionet’s  compound  ;  the 
authors,  however,  have  failed  to  obtain  it. 

The  ethylation  of  orcinol  is  conducted  similarly  to  that  of 
resorcinol  (see  above).  The  product  was  fractionally  distilled  at 
20  mm.  pressure,  and  the  following  definite  compounds  have  been 
isolated : — 

Orcinol  diethyl  ether,  C7H0(OEt)2,  constitutes  the  fraction  distilling 
at  144 — 150°  (20  mm.),  and  is  obtained  pure  by  fractionally  freezing 
the  crude  product  until  a  portion  melting  at  16 — 16*5°  is  obtained. 
It  crystallises  in  white  needles,  boils  at  250*9 — 251*9°  (corr.,  0°  and 
745  mm.),  and  is  insoluble  in  water,  but  dissolves  in  the  usual 
organic  solvents.  Dibromorciuol  diethyl  ether,  forms  long,  white 
needles  ;  it  melts  at  142 — 144°,  and  dissolves  sparingly  in  cold  glacial 
acetic  acid  and  cold  alcohol,  but  more  freely  in  hot  alcohol. 

The  fraction  boiling  at  165 — 170°  (20  mm.)  is  probably  a  mixture 
of  C7HiEt3OOEt  and  C^HjEt^OEt^,  but  neither  of  them  has  been 
isolated  from  this  fraction. 

Secondary-tertiary-triethylorcinol  ethyl  ether,  CbELELOOEt,  con¬ 
stitutes  the  fraction  which  boils  at  175 — 180°;  its  properties  are  not 
described  in  the  paper. 

Secondary-tertiury-triethylorcinol,  C7HiEt30*0H,  is  obtained  when 
the  above  ethyl  ether  is  heated  with  hydrochloric  acid  (sp.gr.  1*1) 
for  three  hours  in  a  reflux  apparatus.  The  product  is  dissolved  in 
ether  and  the  solution  shaken  with  dilute  potash  ;  the  potash  solution 
is  then  acidified  and  shaken  with  ether,  which  dissolves  the  new 
compound.  When  recrystallised  from  alcohol,  it  forms  colourless 
needles  which  melt  at  142  —144°,  and  are  insoluble  in  water.  The 
acetyl  derivative ,  C^H/EtsChOAc,  forms  colourless,  mouosymmetrie 
crystals  (a  :  b  :  c  =  0*6369  :  1  :  ? ;  fi  =  60°  8’  37”)  which  melt  at 
71 — 73°.  By  saponifying  the  acetyl-derivative  with  sodium  hydr¬ 
oxide,  it  is  reconverted  into  the  original  triethylorcinol  melting  at 
192 — 193°.  [The  authors  apparently  ignore  the  fact  that  they  have 
already  given  the  melting  point  as  142 — 144°. — -Abstractor.]  ^ 

Orcein.  By  K.  Zulkowski  and  K.  Peters  ( Monatsh .,  11,  227-— 245). 
— The  authors  have  obtained  three  distinct  colouring  matters  oy  the 
action  of  ammonia  and  air  on  orcinol,  and  find  that  the  formula* 
hitherto  given  for  orcein  are  based  upon  analyses  of  impure  products. 

50  grams  of  crystallised  orcinol  are  dissolved  in  water  (200  c.r.), 
and  ordinary  ammonia  solution  (200  c.c.)  is  added.  Iho  mixtuie  is 
put  into  a  large  flask  and  covered  with  a.  beaker.  After  some  two 
months,  the  liquid  becomes  a  thickish  magma;  this  is  transferred  to 
a  thick-walled  flask,  warmed  on  the  water-bath,  and  the  ammonia 
removed,  as  far  as  possible,  by  means  of  a  water- pn nip.  In  dro- 
chloric  acid  is  then  added  until  the  liquid  is  neutral,  and  the  resulting 
precipitate,  which  contains  all  three  colouring  matters,  is  filtered, 
washed  with  water,  and  dried  at  as  low  a  temperature  as  possible. 
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What  colouring-matter  remains  in  the  filtrate  is  thrown  ont,  after 
concentration,  by  sodium  chloride,  and  dried.  The  mixed  precipitates 
are  washed  with  ether  for  eight  days,  to  dissolve  the  yellow 
colouring-matter,  and  then  with  water  to  remove  salt,  and,  finally, 
heated  with  strong  alcohol  for  some  time  and  filtered  while  hot, 
whereby  the  orcein  is  dissolved  and  the  third  colouring-matter  left 
undissolved.  To  obtain  the  orcein,  the  alcoholic  solution  is  evapo¬ 
rated,  diluted  with  water,  again  heated,  and  allowed  to  cool  slowly, 
when  the  orcein  crystallises ;  it  is  filtered  off  and  dried  in  a  vacuum. 

Thus  prepared,  orcein,  CogHojNAb,  is  a  brown  powder,  and  only 
shows  a  metallic  lustre  when  dried  in  masses  ;  under  the  microscope 
it  is  fonnd  to  consist  of  very  small,  felted  crystals.  It  is  insoluble  in 
water,  ether,  benzene,  chloroform,  and  carbon  bisulphide,  but  dissolves 
in  acetone,  glacial  acetic  acid,  and  alcohol;  the  solution  is  carmine, 
and  becomes  bluish-violet  on  addition  of  alkalis.  Strong  sulphuric 
acid  dissolves  orcein  in  the  cold  to  a  bluish-violet  solution,  which  is 
not  precipitated,  but  is  turned  carmine  by  water. 

To  obtain  the  yellow  colouring-matter,  C2iHlsNOs,  the  ethereal 
solution  (see  above)  is  distilled,  and  the  residue  (about  15  per  cent, 
of  the  original  orcinol)  dissolved  in  hot  alcohol  and  filtered ;  the 
filtrate  is  diluted  with  water,  warmed  until  the  precipitated  colouring- 
matter  has  redissolved,  and  left  to  crystallise.  When  dry,  it  is  a 
brown  powder,  which  has  a  green  metallic  lustre,  and  consists  of  well 
formed,  deep-yellow  microscopic  prisms ;  it  is  slightly  soluble  in  hot 
water,  freely  so  in  ether  and  in  alcohol,  to  an  orange-yellow  solution, 
which  is  changed  to  deep-violet  by  alkalis.  Strong  sulphuric  acid 
dissolves  it  to  a  violet  solution. 

The  third  colouring-matter,  left  undissolved  by  the  alcohol,  is  an 
amorphous  powder,  which  is  insoluble  in  all  the  usual  solvents,  and 
hence  can  not  be  purified  for  analysis.  It  has  a  green  metallic  lustre, 
and  dissolves  in  ammonia  and  alkalis  with  a  dark  blue  colour,  which 
is  turned  onion-red  when  the  solution  is  diluted  and  acidified  ;  it 
separates  from  the  acid  solution,  after  a  time,  in  cherry-red  flocks. 
This  substance  is  possibly  identical  with  litmus,  and  is  being  further 
investigated. 

No  orcein  was  obtained  by  the  action  of  air  on  an  alkaline  solution 
of  orcinol. 

Orcein  can  be  more  quickly  prepared  by  acting  on  orcinol 
(100  parts)  with  ammonia  (6  parts)  and  hydrogen  dioxide  (35  parts)  ; 
the  two  bye- products  described  above  are  formed  in  this  case  also,  and 
the  separation  is  carried  out  in  the  same  way. 

A  colouring-matter  is  obtained  by  acting  on  resorcinol  with 
ammonia  and  hydrogen  dioxide;  it  dissolves  in  alcohol  to  a  dirty-red 
solution,  but  not  in  other  solvents;  it  resembles  the  litmus-like  sub¬ 
stance  described  above,  but  has  not  been  further  investigated. 

When  a  mixture  of  orcinol  (142  parts)  and  resorcinol  (110  parts) 
is  acted  on  by  hydrogen  dioxide  (3400  parts  of  3  per  cent,  solution ) 
in  ammonia  (7‘7  parts  of  22  per  cent,  solution)  for  some  days,  and 
the  solution  acidified,  a  precipitate  is  obtained  which  yields  a 
magenta-red  solution  when  digested  with  alcohol,  and  an  insoluble 
colouring-matter  (18  per  cent.)  similar  in  properties  to  litmus.  The 
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alcoholic  solution  contains  a  new  colouring  matter,  reso-orcein , 
C2e  11 2*)X j07 ;  tli is,  by  diluting  with  water  and  crystallising  the  solution, 
is  obtained  in  fragments,  having  a  lustre  like  bronze,  and  consisting 
of  microscopic  crystals.  Reso-orcein  differs  from  orcein  in  being 
more  soluble  in  dilute  alcohol,  and  in  the  solution  having  a  bluer 
shade  and  becoming  a  pure  blue  when  alkaline;  moreover,  it  dissolves 
with  a  brilliant  blue  colour  in  strong  sulphuric  acid.  Further  experi¬ 
ments  were  tried  to  obtain  colouring  matters  from  mixtures  of  orciuol 
and  higher  phenols,  but  with  indefinite  results.  The  whole  subject 
is  still  under  investigation,  A.  G.  B. 

Tetramethy lphl orogl ucinol.  By  A.  SpnzER  ( Bonatsh .,  11, 
287 — 290). — When  tetramethylpiiloreglucinol  (lgram;  this  vol.,  p. 
1110),  is  heated  with  40  per  cent,  hydrochloric  acid  (20  c.c.)  in  a 
sealed  tube  at  200°  for  seven  hours,  acetic,  isobutyric,  and  carbonic 
aeids,  diisopropyl  ketone,  and,  perhaps,  methyl  isopropyl  ketone  are 
obtained.  A.  G.  B. 

Reduction  of  Nitriles.  By  M.  Freund  and  P.  Imaierwahr  ( Ber ., 
23,  2S45 — 2S58). — Diphenylacetonitrile  is  dissolved  in  alcohol  and 
treated  with  2"-5  times  the  theoretical  quantity  of  sodium,  the  product 
is  distilled  in  a  current  of  steam,  the  distillate  neutralised  with  hydro¬ 
chloric  acid  and  extracted  with  ether ;  on  evaporation,  diphenyl- 
methane  is  obtained.  The  aqueous  solution  is  evaporated,  and  the 
residue  recrystallised  from  alcohol  ;  white  needles  are  deposited  on 
cooling,  which  melt  at  255°,  and  consist  of  asymmetrical  (3-diphevyi- 
rthylamine  hydrochloride ,  CHPh2*CH2*iSrH2,HCl.  It  may  also  be 
obtained  in  the  form  of  rhombic  plates.  The  platino chloride  forms  a 
pale  yellow,  crystalline  powder.  Tli e  free  base  is  a  colourless,  viscid 
liquid. 

Benzylfurf aryl,  C4OH3-CH..*CH2Ph,  is  prepared  in  a  similar  manner 
by  the  reduction  of  a-phenylfurfuracrylonitrile,  CiOHyCHiCPlvUN  ; 
it  is  a  colourless,  oily  liquid  boiling  at  241°,  and  is  readily  miscibh' 
with  alcohol,  ether,  benzene,  and  carbon  bisulphide ;  the  yield  is 
30 — 40  per  cent,  of  the  nitrile  employed.  All  attempts  to  prepale 
hydrogen,  bromine,  and  nitro-derivatives  were  fruitless,  nor  could  the 
furfuran  ring  be  eliminated  by  the  action  of  hydrochloric  acid. 

y-Farj\t,r-fi-phenylpropylamine  (/3-furfurylphenylethylamine), 

C4OH3’CH2-CHPh-CH,-NH2. 

is  obtained,  together  with  the  previous  compound,  as  a  colourless,  oily- 
liquid  boiling  at  2S2 — 283°;  it  is  miscible  with  alcohol  and  ether. 
The  hydrochloride  is  prepared  by  adding  concentrated  hydrochloric 
acid  to  the  free  base;  it  is  readily  soluble  in  water,  and  melts  at  17<* 
The  platiuochloride  forms  a  pale  yellow,  crystalline  powder,  which 
commences  to  decompose  at  150J,  aud  melts  at  17h°.  The  aurucftfori.il  • 
crystallises  in  pale  yellow-,  metallic,  lustrous  needles,  which  readily 
decompose.  The  mercurochloride  crystallises  in  white  needles  melting 
at  175°.  The  picrate  is  a  light  yellow,  crystalline  powder  melting  ai 
152°.  y-Furfur-(3-phenylpropylcarbamide, 

aOH3*CH2-CHPlrCH2-NH‘CO-Nir2> 
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is  prepared  by  the  action  of  potassium  cyanate  on  the  amine,  and  is 
deposited  from  absolute  alcohol  in  lust.ro ns  crystals  which  melt  at 
101°.  The  corresponding  phenylthioearbamide, 

C4OH3-CH2-CHPh-CH2-NH-CSNHPh, 

is  formed  by  the  action  of  phenyltliiocarhamide,  and  is  obtained  from 
alcohol  in  white  crystals  melting  at  113°.  ^-Furfur- jPphenylpropy l 
alcohol,  C4OH3,CH2>CHPh,CH2,OH)  is  a  colourless  liquid,  and  is  pre¬ 
pared  by  the  action  of  silver  nitrite  on  the  amine  hydrochloride. 

a-  Paranit ropheny If arfur acrylonitrile,  C4OH3*CH!C(CN)*C6H4,NOi,  is 
orracd  by  the  action  of  a  small  quantity  of  sodium  ethoxide  on 
paranitrobenzyl  cyanide  and  fnrfuraldehydc.  It  crystallises  from 
alcohol  in  slender  needles,  and  from  benzene  in  nodular  aggregates, 
melting  at  171 — 173°.  Attempts  to  reduce  tins  compound  were 
not  very  successful.  On  heating  amidobenzyl  cyanide  and  fnrfur- 
aldehyde  in  molecular  proportion,  a  compound  with  the  formula 
CjOlIs-CHiN^CgHyCHpCN  is  obtained,  crystallising  from  alcohol  in 
lustrous  plates  melting  at  93 — 94°  ;  on  exposure  to  the  air,  it  becomes 
red  in  colour.  a.-Paramidophenylfurfuracnjlonitrile, 

c4oh3-ch:c(CN)-c6h4-nh2, 

is  prepared  by  the  action  of  sodium  ethoxide  on  furfuraldehyde  and 
amidobenzyl  cyanide;  it  crystallises  from  alcohol  in  needles  melting 
at  111 — 112°.  The  diacetyl  derivative,  C4OH3*CH;C(CN)-C6H4'NAc2, 
is  obtained  from  diacetylamidobenzyl  cyanide  and  furfuraldehyde  in 
a  similar  manner,  and  is  deposited  from  alcohol  in  pale  yellow 
crystals  which  melt  at  203 — 204°. 

An  allylthiocarbamide,  with  the  formula 

CN-CH3-C6H4*NH-CS*NH-C3H5, 

is  formed  by  the  action  of  allylthiocarbamide  on  amidobenzyl  cyanide  ; 
on  treating  this  compound  with  furfuraldehyde,  an  insoluble  substance 
is  obtained  which  melts  at  206 — 208°,  and  has  the  formula 

c4oh3-ch:c(cn)-c6h4-nh-cs*nh-c3h#. 

Amidobenzylcyannphenylthiocarbaviide  melts  at  140 — 141°  ;  on  treat¬ 
ment  with  furfuraldehyde,  the  compound 

C4OH3-CH:C(CN)-C6H4-NH-CS*NHPh 

is  formed;  it  may  be  crystallised  from  alcohol,  and  melts  at 
159—160°. 

a.- Phenyl- (3-cinnamenyl acrylonitrile,  CHPhiCH-CHiCPlrCN,  is  pre¬ 
pared  by  the  action  of  sodium  ethoxide  on  cinnamaldehyde  and 
benzyl  cyanide  ;  it  crystallises  from  alcohol  in  slender  needles  melting 
at  118 — 119°,  and  is  insoluble  in  water.  By  the  reduction  of  this 
compound,  an  amine  is  formed  in  very  small  quantity,  but  the  chief 
product  is  diphenylbutylene,  CHPh!CH,CH2-CH2Ph,  which  is  depo¬ 
sited  from  alcohol  in  white  crystals  melting  at  39° ;  it  readily  dis¬ 
solves  in  ether  and  chloroform,  but  is  insoluble  in  water.  The 
dibromide,  CHPhBrCHBr-CH2*CH2Ph,  is  obtained  by  the  action  of 
bromine  in  the  cold,  and  crystallises  from  alcohol  in  white  needles 
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melting  at  S3°.  By  the  action  of  fuming  nitric  acid  on  the  hydro¬ 
carbon,  a  compound  is  formed  which  melts  at  191°,  and  is  probably  a 
tetravitro-derivative.  Diphevyllmtane,  CHoPlvCHo'CHeCHaPh,  is  pre¬ 
pared  by  the  reduction  of  the  misaturated  compound  with  bydriodic 
acid  and  phosphorus  at  250°;  it  is  deposited  from  alcohol  in  white 
crystals  which  melt  at  52°,  and  are  insoluble  in  water,  but  readily 
dissolve  in  chloroform  or  ether.  J.  JB.  T. 

Triphenylamine  Derivatives.  By  R.  Hekz  ( Ber .,  23,  2536 — 
2542;  compare  Heydrich,  Abstr.,  1886,  1105). — Nitrotriphenylamine , 
NPh2*C6H4'NOo,  is  formed  when  finely  divided  triphenylamine  is 
gradually  treated  with  nitric  acid  of  sp.  gr.  1’48  in  glacial  acetic  acid 
solution,  first  at  the  ordinary  temperature,  and  then  at  45 — 50°.  It 
crystallises  from  dilute  acetic  acid  in  golden  plates,  melts  at 
139 — 140°  with  decomposition,  and  is  readily  soluble  in  warm  benzene, 
ether,  glacial  acetic  acid,  &c.,  but  only  sparingly  in  water  and  cold 
dilute  alcohol.  It  dissolves  in  concentrated  sulphuric  acid  yielding  a 
dark  blue  solution,  and,  on  reduction  with  tin  and  hydrochloric  acid, 
it  is  converted  into  amidotriphenylamine,  the  hydrochloride  of  which 
crystallises  in  colourless,  sparingly  soluble  needles,  and  has  the  com¬ 
position  Ci9H16N2,HC1. 

Amidotriphenylamine  is  a  colourless,  crystalline  compound,  which 
rapidly  oxidises,  and  becomes  reddish-violet  on  exposure  to  the  air  ; 
its  acetyl  derivative,  ISPhyCgHyNH Ac,  crystallises  from  dilute  acetic 
acid  in  long  needles  melting  at  197°. 

Dinitrotriphenylamine,  NPh(C6H.j'N02)2,  is  obtained  by  nitrating 
triphenylamine  as  described  above,  but  at  a  slightly  higher  tempera¬ 
ture  (55 — 60°).  It  crystallises  from  dilute  acetic  acid  in  slender, 
yellow  needles,  melts  at  206 — 207°,  and  is  readily  soluble  in  benzene 
and  boiling  glacial  acetic  acid,  but  only  sparingly  in  ether  and  hot 
alcohol,  and  insoluble  in  water  and  cold  alcohol  ;  it  dissolves  in  con¬ 
centrated  sulphuric  acid  with  a  bluish-violet  coloration. 

Diam idotriphenylam ine,  NPh(Cf;H4*NH2)2,  prepared  by  reducing  the 
dinitro-compound  with  tin  and  hydrochloric  acid,  crystallises  from 
very  dilute  alcohol  in  colourless  needles,  and  melts  at  187°  writh  decom¬ 
position.  The  hydrochloride ,  CisHnN3,2HCl,  crystallises  in  colourless 
plates,  and  is  readily  soluble  in  water.  The  diacetyl  derivative, 

|  CjoHo^Oo,  crystallises  from  dilute  acotic  acid  in  colourless  plates, 
and  melts  at  268 — 269°. 

The  author  could  not  obtain  the  safFranine  reaction  with  triamido- 
triphenylainine  hydrochloride  and  chloranil  under  the  conditions 
described  by  Heydrich  (loc.  cit .)  ;  the  mono-,  di-,  and  tri-amido-deriya- 
tives  of  triphenylamine  all  give  deep  blue  or  violet  indu line-1  ike 
colour  reactions  when  treated  with  chloranil  in  glacial  acetic  acid 
solution  under  various  conditions.  When,  however,  a  very  small 
qnantity  (about  O’OOOo  gram)  of  triamidotriphenylamine  hydrochlor¬ 
ic  ide  is  dissolved  in  concentrated  sulphuric  acid  (5  c.c.)  containing  a 
trace  of  fuming  nitric  acid,  a  dark-green  solution  is  prod  need,  which 
becomes  deep  blue  on  warming;  on  the  gradual  addition  of  water  to 
the  well-cooled  solution,  the  colonr  changes  to  magenta-red,  and  a 
1  beautiful,  red  fluorescence  is  observed. 
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A  compound  of  the  composition  X H Ph a,2  C*H2C1  ( X 0*);,  is  deposited 
in  deep  red  needles  when  diphenylamine  (1  mol.)  is  warmed  with 
picry]  chloride  (2  mols.)  in  toluene  solution,  and  the  solvent  partially 
evaporated  ;  it  melts  at  65 — 66°  with  partial  decomposition,  is  readily 
soluble  in  all  ordinary  solvents  except  water,  and  is  decomposed  by 
boiling  dilute  potash. 

Triphenylaminetrisulphonic  acid  can  be  obtained  by  heating-  finely- 
divided  triphenylamine  with  fuming  sulphuric  acid  for  a  short  time 
at  60°;  the  sodium  salt,  N(C6H4'S03Na)3,  separates  from  alcohol  as  a 
crystalline  powder,  and  is  very  readily  soluble  in  water. 

Liphenylnaphthylamine,  Ci0H7*NPh2,  prepared  by  treating  potassio- 
diphenylamine  with  a-bromonaphthalene  in  boiling  aniline  solution, 
crystallises  from  boiling  dilute  alcohol  in  colourless  needles,  melts  at 
142°,  boils  at  335 — 34CE  (80 — 8-5  mm.),  and  is  vei-y  readily  soluble  in 
most  ordinary  warm  solvents,  but  almost  insoluble  in  cold  dilute 
alcohol,  and  insoluble  in  water;  it  dissolves  in  concentrated  sulphuric 
acid  yielding  a  light-green  solution,  and  on  warming,  a  sulphonic  acid 
is  formed.  E.  S.  K. 

Dinitrodimethylamidodiphenylamine.  By  E.  Lellmann  and 
P.  Mack  ( Der .,  23,  2739 — 2740). — If  a  concentrated  aqueous  solution 
of  dinitrochlorobeuzene  [Cl  :  (X02)2  =  1  :  2  :  4]  (1  mol.),  paramido- 
dimethylamine  hydrochloride  (1  mol.),  and  soda  (3  mols.)  is  warmed 
on  the  water-bath,  dinitrodimethylamidodiphenylamine , 

NMe2-C6H4-NH-C6H3(N02)2, 

separates  ;  it  crystallises  in  bronze-coloured  scales  melting  at  168°.  The 
hydrochloride ,  Ci4H14X404,HC1,  forms  yellow  crystals,  which  are  decom¬ 
posed  by  water.  When  it  is  reduced  with  hydrochloric  acid  and  zinc- 
dust,  a  colourless  solution  is  finally  obtained,  doubtless  containing  the 
compound  NMe2-C6H4-XH-C6H3(XH2)2.  If  the  neutral  or  slightly 
alkaline  solution  is  allowed  to  remain  in  contact  with  air,  a  blue 
colouring  matter  separates  out  at  the  surface.  C.  F.  B. 

Xylylhydrazine.  By  A.  Klauber  ( Nonatsh .,  11,  282 — 28G). — 
Sodium  a,-metaxylylhydrazivesulphonate  is  prepared  as  follows : — 
50  grams  of  finely-powdered  a-metaxylidine  hydrochloride  are  sus¬ 
pended  in  a  mixture  of  200  grams  of  water  and  40  grams  of  hydro¬ 
chloric  acid.  The  mixture  is  well  cooled,  and  a  concentrated  solution 
of  25  grams  of  sodinm  nitrite  is  poured  in  ;  250  grams  of  normal  sodium 
sulphite  is  then  added,  and  the  whole  well  shaken,  when  it  becomes 
at  first  red,  and  subsequently  light  yellow.  The  mixture  is  then 
warmed  nntil  the  precipitate  dissolves,  and  treated  with  zinc-dust  and 
acetic  acid  until  colourless,  after  which  it  is  concentrated  nntil  the  new 
salt  crystallises.  It  forms  colourless  tables  (4  mol.  H20)  which 
decompose  at  2503,  and  are  sparingly  soluble  in  alcohol  and  water. 

CL-Metaxylylliydrazine ,  C8H9X2H3,  is  obtained  as  its  hydrochloride 
when  the  above  salt  is  decomposed  by  hydrochloric  acid,  and  is  pre¬ 
pared  from  this  by  adding  an  alkali ;  it  crystallises  in  slender,  pale- 
yellow  needles  which  melt  at  85°,  and  decompose  when  distilled,  even 
in  carbonic  anhydride,  with  evolution  of  ammonia.  It  decomposes  iu 
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air  forming  oily  substances  and  ammonia.  It  is  sparingly  soluble  in 
water,  more  Ireely  in  ether,  and  very  freely  in  alcohol.  It  reduces 
Fehling’s  solution  on  warming.  In  behaviour  it  is  analogous  to 
plieuylhydrazine.  A.  G.  B. 

Orthanisamine  and  Salieylamine.  By  H.  Goldschmidt  and  H. 
W.  Ernst  (Ber.,  23,  2740 — 2740). — Orthaiiisaldoxime, 

OMe-C6H4*CH:NOH, 

was  obtained  by  warming  orthanisaldehyde  with  a  neutral  solution  of 
hydroxylaminc.  It  crystallises  from  alcohol  in  long,  white  needles 
melting  at.  92°.  Carbanilido-orthanisaldoxime , 

OMe*CsH4-CH:NO'CO'NHPh, 

is  formed  when  equal  molecular  proportions  of  the  oxime  and  phenyl 
cyanate  arc  warmed  together.  It  forms  small,  white  needles  melting 
at  105°,  and.  is  decomposed  by  alkalis. 

Orthanisamine,  OMe,C6ir4,CH2,NH2,  is  formed  by  reducing  the 
oxime  with  sodium  amalgam  and  acetic  acid.  It  is  a  colourless 
liquid  boiling  at  224°  under  724  mm.  pressure.  It  dissolves  in  most 
solvents,  and  its  aqueous  solution  is  strongly  alkaline.  It  readily 
absorbs  carbonic  anhydride  from  the  air,  solidifying  to  a  white  mass. 
The  hydrochloride ,  C8HuNO,HCI,  crystallises  from  alcohol  in  white 
prisms  which  melt  at  150°,  and  are  very  soluble  in  water.  The 
platinochloride,  (C8HnN0)2,H2PtCl6-l-2H20,  crystallises  from  water  in 
brilliant,  golden-yellow  plates  melting  at  187.  Or  than  ivy  lace  t  a  mide, 
OMe-C6H4‘CH4*CH2*NHAc,  formed  by  the  action  of  acetic  acid  on 
the  amine,  crystallises  from  alcohol  in  long,  colourless  needles  which 
melt  at  97°,  and  dissolve  also  in  ether.  Orthanisylcarbamide , 
OMe'C6H4-CH2,NH,CO-NH2,  formed  by  the  action  of  potassium 
cyanate  on  the  hydrochloride  of  the  amine,  crystallises  from  water  in 
long,  transparent  needles  melting  at  127°.  Orthunisylphenylcarbamide, 
OMe-C6H4-CH2-XH-CO-NHPh,  formed  by  the  action  of  phenyl 
cyanate  on  the  amine,  crystallises  from  alcohol  in  long,  colourless 
needles  which  melt  at  14o°,  and  dissolve  also  in  ether  and  benzene. 

Salieylamine  or  orthohydroxybenzylaminc,  OH'C6H4'CHV.NH;;,  was 
obtained  by  heating  the  hydrochloride  of  the  amine  for  several  hours 
with  concentrated  hydrochloric  acid  in  sealed  tubes  at  It 

crystallises  from  ether  ingroups  of  small  needles  which  melt  at  121  , 
have  a  smell  resembling  that  of  aldehyde-ammonia,  dissolve  in 
alkalis,  and  exhibit  both  basic  and  phenol-like  properties.  The 
hydrochloride,  C7H9N0,HCI,  crystallises  from  alcohol  in  colourless 
needles.  The  platinochloride,  (C7H9NO)2,H2PtCl6  +  211*0,  crystallises 
from  water  in  golden-yellow  needles  which  melt  with  decomposition 
at  197°.  Orthohydroxybenzijlacetamide,  OH-C8H4*NH Ac,  formed  by 
the  action  of  acetic  anhydride  on  salieylamine,  crystallises  from  ether 
in  colourless  needles  melting  at  140°.  An  attempt  to  prepare  a 
diacetyl  derivative  was  unsuccessful.  Orthohydroxybenzylcarbamidc , 
OH-C6H4-CH2-NH-CO-NH2,  obtained  from  salieyhimino  hydrochloride 
and  potassium  cyanate,  crystallises  from  alcohol  in  colourless  prisms 
melting  at  170°,  and  soluble  in  hot  water  and  alkalis.  Orlho - 
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ht/droxybenzylphenylcarbamide,  OH'CsHpOHyNIPCCbNHPk,  formed 
from  salicylamine  and  phenyl  cyanate,  crystallises  from  alcohol  in 
groups  of  small  needles  which  melt  at  155°,  and  dissolve  also  in  ether, 
benzene,  and  alkalis.  C.  F.  B. 


Oximes.  By  H.  Goldschmidt  (Ber.,  23,  2746 — 2749). — Bara- 
ditolylketoxime ,  C6H1Me,C(NOH)'C6H4Me  [CNOH  :  Me  :  Me=  L :  4:  4'], 
was  prepared  by  acting  on  paraditolyl  ketone  (obtained  from  paratoluic 
chloride,  toluene,  and  aluminium  chloride)  with  an  alkaline  solution 
of  hydroxylamine.  It  crystallises  from  alcohol  in  brilliant,  trans¬ 
parent  prisms  which  melt  at  163°.  When  heated  with  concentrated 
sulphuric  acid,  it  is  transformed  into  an  isomeric  substance  which 
crystallises  fi-om  alcohol  in  colourless  needles  melting  at  160°,  and 
differing  from  the  ketoxime  in  its  insolubility  in  alkalis.  It  was 
shown  to  be  the  paratoluidide  of  paratoluic  acid, 

C6H4Me-C(KNH-C6H4Me  [CO: Me  =  1:4,  NH  : Me  =  1:4], 


because  when  it  is  heated  at  200°  with  concentrated  hydrochloric 
acid  in  a  sealed  tube,  paratoluic  acid  and  paratoluidine  are  formed. 
It  follows  then  that  in  the  transformation  of  a  ketoxime  into  a  sub¬ 
stituted  acid  amide,  the  nitrogen  atom  takes  the  place  in  the  benzene 
ring  that  was  previously  occupied  by  the  carbon  atom. 

If  equivalent  quantities  of  phenyl  cyanate  and  the  benzyl  deriva- 
„  .  .  .  _  N’CH2Ph 

tive  or  isobenzaldoxime,  0<(  I  ,  are  dissolved  m  benzene  and 

U  id.1  b 

the  solution  boiled,  benzylphenylcarbamide,  NHPh’CO'NH'CHaPh, 
seems  to  be  formed.  But  if  the  reaction  is  allowed  to  take  place  at 
the  ordinary  temperature,  a  residue  is  obtained  when  the  benzene  is 
evaporated  which  crystallises  from  alcohol  in  white  needles  melting  at 
121,  and  having  the  composition  CuHi„N202,  that  is,  an  additive  com¬ 
pound  of  the  cyanate  and  the  oxime  derivative.  But  it  is  not  de¬ 
composed  by  boiling  with  acids  or  alkalis,  and  only  when  heated 
with  concentrated  hydrochloric  acid  in  a  sealed  tube  at  100°  is  it 
split  up,  yielding  carbonic  anhydride  together  with  benzaldehyde  and 
aniline  hydrochloride,  the  last  two  substances  crystallising  together. 
The  constitution  of  this  substance  is  as  yet  undetermined. 

C.  F.  B. 


Two  Different  Modifications  of  Paranitrobenzylisobenz- 
aldoxime.  By  R.  Behrend  and  E.  Konig  (Ber.,  23,  2750 — 2752). — 
When  /J-benzylparanitrobenzylhydroxylamine, 

NO,-C6H4'CH,-N(CHaPh)-OH, 


is  oxidised  with  ferricyanide  of  potassium,  and  the  product  crystal- 

C  H‘>Ph 

Used  from  alcohol,  benzylisoparan itro benz a Idoxim e,  O ^ ^  (j  ]q  ]gQ 

first  separates  out  in  brilliant,  yellowish  needles  melting  at  117 — 118°. 
The  mother  liquor  then  contains  a  substance  -which  crystallises 
out  in  nodular  aggregates  melting  at  93°;  this  consists  of  a 
mixture  of  equal  parts  of  benzylisoparanitrobenzaldoxime  and  para- 
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nitrobenzylisobenzaldoxime, 


n-ch2*csh1-xo2 

^OHPh 


This  compound 


cannot  be  decomposed  by  crystallisation  from  various  solvents,  but 
it  was  shown  by  Raoult’s  method  to  be  completely  dissociated  when 
dissolved  in  acetic  aeid. 

When  paranitro benzyl isobenzylaldoxime  is  prepared  from  /3-nitro- 
benzylhydroxylamine  hydrochloride  and  benzaldehyde,  a  product  is 
obtained  which  melts  at  temperatures  varying  between  105  and  1110, 
and  is  probably  a  mixture  of  two  “  physically  ”  isomeric  varieties  of 
the  oxime.  C.  F.  B. 


Constitution  of  Carbonylorthamidophenol.  By  0.  Gresslt 
and  il.  Aencki  (Mouatsh.,  11,  253 — 259  ;  compare  Abstr.,  1883,  lllu  ; 
1887,  135,  245,  477). — The  authors  have  sought  to  obtain  evidence  as 
to  whether  carbonylorthamidophenol  (oxycarbamidophenol,  hydroxy- 

methenylamidophenol)  has  the  constitution  CsHi^Q^-C’OH  or 
NH 

c6H4<_  0>CO,  by  investigating  the  changes  which  it  undergoes  in 
the  animal  system. 

When  an  aromatic  compound  contains  a  carboxyl-group,  it  passes 
through  the  animal  system  either  unchanged  or  as  compounds  of 
glyeocine.  The  homologues  of  benzene,  and  the  aromatic  alcohols, 
aldehydes,  and  acids  are  oxidised  in  the  side-chain,  and  mostly  elimi¬ 
nated  as  carbonic  anhydride.  Hydroxy-compounds,  especially  when 
they  contain  no  carboxyl  group,  and  phenols  are  eliminated  either  as 
sulphates  or  as  compounds  of  glyeurouie  aeid.  When  the  substance 
contains  no  hydroxyl  or  carboxyl  group  and  undergoes  no  oxidation 
of  the  side-chain,  a  hydrogen  atom  in  the  benzene  ring  is  displaced 
by  hydroxyl  ;  thus  benzene  is  converted  into  phenol,  indole  inlo  ind- 
oxy],  and  so  on.  From  this  it  will  be  seen  that  if  the  first  of  the 
above  formula  be  correct  carbonylorthamidophenol  should  undergo 
no  further  oxidation  in  the  animal  system,  but  should  be  eliminated 
either  as  a  sulphate  or  as  a  compound  of  glvcuronic  acid  ;  on  the 
other  hand,  if  the  second  formula  be  correct,  a  hydroxyl  group  should 
be  substituted  for  a  hydrogen  atom  in  the  benzene  ring  and  some 

NH 

such  compound  as  OH-CsHj^ _ q>CO  should  be  obtained. 

A  rabbit  received  1  gram  of  carbonylorthamidophenol  per  diem,  in 
several  doses,  and  a  dog,  of  12  kilograms  body- weight,  received 
2 — 3  grams  per  diem  in  like  manner.  When  6  grams  had  been  ad¬ 
ministered,  the  urine  was  evaporated  to  a  syrup,  acidified  with  hydro¬ 
chloric  acid  until  it  contained  10  per  cent,  of  acid,  and  heated  for  an 
hour  in  a  reflux  apparatus.  When  cold,  the  solution  was  shaken  with 
ether,  and  the  ether  extract  distilled.  The  residue  is  a  new  sub¬ 
stance,  earbonylortho-hydroxyamidophenol. 

Carbonylortho-hydroj-yamido'phenol,  CiH5N03,  crystallises  from  hot 
water  as  a  powder  consisting  of  aggregates  ot  microscopic  rhombic 
prisms;  it  is  easily  soluble  in  alcohol  and  in  alkaline  solutions,  from 
which  it  is  precipitated  by  acids,  and  slightly  in  ether.  It  dissolves  in 
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strong  sulphuric  acid  unchanged,  and  is  precipitated  on  addition  of 
water.  It,  decomposes  with  blackening  at  265°.  Its  solution  gives  a 
characteristic  red  colour  with  chloride  of  lime,  and  a  purple-red 
colour,  becoming  a  red  precipitate  after  a  time,  with  Millon’s  reagent; 
these  reactions  can  be  obtained  in  urine  itself  after  carbonylorth- 
amidophenol  has  been  administered.  Its  aqueous  solution  gives  a 
greenish  colour  with  ferric  chloride.  In  the  urine  it  mostly  existed 
as  a  sulphate,  especially,  apparently,  in  the  rabbit’s  urine;  a  little 
existed  as  a  compound  of  glycuronic  acid,  and  this  was  more  plenti¬ 
ful  in  the  dog’s  urine,  a  conclusion  arrived  at  because  a  glycuronic 
acid  compound  would  be  more  difficult  to  decompose  by  the  hydro¬ 
chloric  acid  treatment,  and  the  yield  of  carbonylortho-hydroxyamido- 
phenol  would  then  be  less,  which  was  the  case;  moreover,  the  dog’s 
urine  reduced  alkaline  copper  solution  more  strongly  than  the  rabbit’s 
urine  did. 

This  formation  of  oarbonylortho-hydroxyamidophenol  is  evidence 
in  favour  of  the  second  formula  for  carbonylortkamidophenol. 

A.  G.  B. 

Silver  Formanilide,  By  W.  J.  Comstock  and  F.  Kleeberg 
(Amer.  Chevi.  ./.,  12,  493 — 502). — This  compound  can  be  prepared 
by  dissolving  sodium  formanilide  in  50  percent,  alcohol,  and  gradually 
adding,  with  constant  stirring,  the  theoretical  quantity  of  silver 
nitrate,  in  dilute  alcoholic  solution ;  or,  more  quickly,  by  dissolving 
the  theoretical  quantities  of  formanilide  and  silver  nitrate  in  dilute 
alcohol,  and  slowly  stirring  in  the  theoretical  quantity  of  pure  sodium 
hydroxide.  When  first  precipitated,  silver  formanilide  is  an 
amorphous,  white  powder,  which  turns  grey  on  exposure  to  light.  It 
is  quite  stable  at  ordinary  temperatures,  and  has  the  constitution 
NPhlCH/OAg,  as  shown  by  its  behaviour  with  methyl  iodide. 

MethyUsoformanilide,  NPlilCH'OMe,  is  obtained  when  the  above- 
described  silver  salt  is  treated  with  methyl  iodide  dissolved  in  a 
little  ether.  The  resulting  paste,  on  remaining,  gradually  becomes 
more  fluid,  and  in  24  hours  the  reaction  is  complete.  Ether  is  then 
added,  and  the  solution  filtered  from  silver  iodide.  On  evaporating 
the  ether,  the  compound  is  obtained  as  a  heavy  oil  boiling  at 
196 — 19S°.  It  is  isomeric  with  formylmethylaniline ;  from  which, 
however,  it  is  easily  distinguished,  both  by  its  odour,  and  by  its  giving 
with  aniline  the  well-known  diphenylformamidine,  NPhlCH’NHPh. 

lodoisoformanilide  is  formed  when  finely  pulverised  silver  form¬ 
anilide  is  mixed  with  dry  chloroform  and  1  mol.  of  dry  iodine  is 
added.  Silver  iodide  immediately  forms,  and  is  filtered  off.  The 
filtrate  is  concentrated  first  on  a  water-bath;  afterwards,  in  a  current 
of  dry  air,  when  a  quantity  of  light-yellow  crystals  separates.  These 
are  washed  with  ether,  and  rapidly  recrystallised  from  ether  or 
chloroform.  The  compound  is  very  unstable,  and  rapidly  gives  up 
iodine;  water  quickly  decomposes  it.  In  all  probability,  it  has  the 
constitution  NHICH'OI.  The  melting  point  could  not  be  determined; 
but  when  slowly  heated  in  a  tube,  very  little  iodine  escapes,  and  the 
substance  melts  at  110°.  In  this  case,  however,  a  second  compound, 
the  result  of  molecular  rearrangement,  is  formed. 
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Tariodoformanilide  is  obtained  on  heating  iodoisoformanilide  for  a 
few  minutes  at  115°,  or  by  simply  adding  formic  acid  to  it.  Crystal¬ 
lised  from  water,  it  forms  white,  transparent  needles  melting  at 
109—110°. 

On  dry  distillation,  silver  formanilide  yields  symmetrical  diphenyl- 
carbamide,  carbon  monoxide,  and  metallic  silver.  G.  T.  M. 

Derivatives  of  Aromatic  Amines.  By  C.  Paal  and  G.  Ottbx 
(Ber.,  23,  2087 — 2599). — Butyric  chloride  reacts  with  sodacetanilide 
yielding  bntvranilide  ;  benzoic  chloride,  under  the  same  conditions, 
gives  henzanilide. 

Ethyl  chlorocarbonate  and  sodacetanilide  yield  ethyl  phenylcarb- 
amate  ;  ethyl  chloroiualonate  is  converted  into  ethyl  dicarbinetetra- 
carboxylate  when  it  is  treated  with  the  sodium  derivative  of  form¬ 
anilide,  acetanilide,  or  butyranilide. 

Ethyl  formanilidoacetate ,  COH'NPlrCHyCOOEt,  is  obtained  when 
a  benzene  solution  of  ethyl  chloracetate  is  treated  with  sodioform- 
anilide;  it  is  a  brown  oil,  and  boils  at  290 — 295°.  The  free  acid, 
CgH9NO:!,  prepared  by  hydrolysing  the  ethereal  salt  with  concen¬ 
trated  alcoholic  potash,  crystallises  from  hot  water  in  large,  colour¬ 
less  needles,  melts  at  123 — 124°,  and  is  readily  soluble  in  ether, 
alcohol,  glacial  acetic  acid,  and  concentrated  mineral  acids.  The 
sodium  salt,  CgHsN03Na,  is  a  crystalline,  hygroscopic  compound 
moderately  easily  soluble  in  alcohol. 

Ethyl  acetaniluloacetate ,  NPh Ac’CHyCOOEt,  is  formed  when  a 
benzene  solution  of  ethyl  chloracetate  is  treated  with  sodacet- 
anilide  ;  it  is  a  yellow  oil,  boils  at  298 — 300°,  and  solidifies  to  a  mass 
of  colourless  plates  when  cooled.  The  free  acid  (m.  p.  190 — 191)  is 
obtained  when  the  ethyl  salt  is  hydrolysed  with  alcoholic  potash  ;  it 
has  been  previously  prepared  by  Rebuffat  ( Gazz .  Chim..,  17,  231). 
The  sodium  salt,  C10Hi0NO3Na,  crystallises  from  dilute  alcohol,  and  is 
very  readily  soluble  in  water.  The  barium  salt,  (CmHioNO^oBa  + 
3H20,  crystallises  from  water  in  colourless  needles.  The  copper  salt 
is  almost  insoluble  in  water.  The  hromo-derivative, 

C6H4Br-NAc*CH2-COOH, 

prepared  by  brominating  the  acid,  crystallises  from  glacial  acetic 
acid  or  dilute  alcohol  in  colonrless  needles,  and  melts  at  I7G — 177°. 

Acetoparatoluidoacetic  acid,  CgHjMe’NAc'CHcCOOll,  can  lie  ob¬ 
tained  by  treating  ethyl  chloracetate  with  sodioparatoluidine,  and 
hydrolysing  the  product  with  alcoholic  potash.  It  crystallises  from 
hot  water  in  large  plates,  melts  at  174 — 175°,  and  is  almost  insoluble 
in  light  petroleum,  but  more  readily  in  hot  etfnd  acetate  and  alcohol. 
The  sodium  salt,  CMH,2N03Na  +  3H20,  crystallises  from  water  in 
plates,  and  is  very  readily  soluble. 

a-Eormanilidopropionic  acid,  COH’NPlrCH  M  C’COOIT,  is  obtained 
when  the  reaction  product  of  ethyl  a-bromopropionate  and  sodio- 
formanilide  is  hydrolysed  with  alcoholic  potash.  It  crystallises  from 
ether  in  large,  colourless  prisms,  and  is  soluble  in  alcohol,  ether,  and 
hot  water.  The  barium  salt,  (CioHiyNOg^Ea'  +  1I20,  is  a  crystalline 
powder  readily  soluble  in  water,  . 
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Ethyl  oL-acetanilidopropionate,  NPhAc'CHMe'COOEt,  prepared  by- 
heating  sodioacetanilide  with  a  benzene  solution  of  ethyl  a-bromo- 
propionate,  is  a  yellow  oil  boiling  at  294 — 29S°.  The  corresponding 
acid  CnH,3N03  has  been  previously  prepared  by  Nastvogel  (this  vol., 
p.  1159).  The  sodium  salt,  CuHt2N03Na  +  3H20,  is  a  crystalline 
compound  readily  soluble  in  water,  but  only  sparingly  in  alcohol. 

A  compound  which  seems  to  have  the  composition  is 

obtained  in  small  quantities  -when  sodioformanilide  or  sodacet- 
anilide  is  suspended  in  benzene,  heated  with  ethyl  a-bromisobutyrate 
for  several  hours,  and  the  oily  product  hydrolysed  with  alcoholic 
potash  ;  it  crystallises  from  dilute  alcohol  in  yellow'  needles,  melts  at 
130 — 132°,  and  is  soluble  in  mineral  acids;  it  is  not  identical  with 
hydrazobenzene.  A  small  quantity  of  the  same  substance  (m.  p. 
130 — 132°)  is  obtained  wheu  ethyl  /3-iodopropionate  or  ethyl  chlor- 
acetoacetate  is  treated  with  the  sodium  derivative  of  formanilide  or 
acetanilide  under  the  same  conditions,  and  the  product  hydrolysed 
with  alcoholic  potash.  F.  S.  K. 

Oxidation  of  Ketones  by  Potassium  Permanganate  in 
Alkaline  Solution.  By  G.  Glucksmanx  ( Monatsh .,  11,  246 — 252; 
compare  this  vol.,  p.  237). — Acetophenone  is  easily  oxidised  to 
phenylglyoxylic  acid  under  the  following  conditions  : — A  solution  of 
potassium  permanganate  (32  grams)  and  potassium  hydroxide 
(12  grams)  in  water  (1  litre)  is  gradually  added  from  a  separating 
funnel  to  acetophenone  (12  grams)  suspended  in  wrater,  with  constant 
shaking;  the  solution  must  be  kept  cool  with  ice  until  it  has  become 
colourless,  when  it  is  filtered  from  the  manganese  dioxide,  neutralised 
wdth  sulphuric  acid,  and  evaporated  on  the  wrater-bath.  The  concen¬ 
trated  solution  is  shaken  w'ith  ether  to  remove  acetophenone,  w'armed 
to  expel  the  ether  which  remains  dissolved,  and  acidified  with  sulphuric 
acid  to  separate  as  much  as  possible  of  the  benzoic  acid  which  has 
been  formed.  After  filtering,  the  filtrate  is  thoroughly  extracted  by 
ether,  and  this  ethereal  solution  evaporated  ;  the  residue  is  dissolved 
in  water,  and  shaken  with  carbon  bisulphide,  w-hich  extracts  the  rest 
of  the  benzoic  acid,  leaving  a  solution  of  phenydglyoxylic  acid,  w'hieh 
is  crystallised  in  a  vacuum.  In  two  experiments,  the  yields  wrere 
20  and  22  per  cent,  respectively  of  the  theoretical.  The  barium  salt 
and  phenylhydrazide  were  prepared  so  as  to  leave  no  doubt  as  to  the 
identity  of  the  acid. 

Peter  (Abstr.,  18S5,  764),  Claus  and  Strohmenger  ( Ber .,  19,  230), 
and  Buchka  ( Ber .,  20,  3S8)  have  failed  to  effect  the  oxidation  of 
acetophenone  to  phenylglyoxydic  acid  by  potassium  permanganate; 
this  the  author  attributes  mainly  to  the  fact  that  they'  did  not  use  an 
excess  of  acetophenone,  thus  allowing  the  phenylglyoxylic  acid  to  be 
further  oxidised. 

Buchka  and  Irish  (Abstr.,  18S7,  4S3)  used  potassium  ferricy-anide, 
but  attributed  the  formation  of  the  small  quantity  of  phenylglyoxylic 
acid  which  they'  obtained  to  a  secondary'  reaction,  and  asserted  that 
acetophenone  oxidises  according  to  Popoff’s  rule.  Claus  goes  so  far  as 
to  state  (this  vol.,  p.  769)  that  acetophenone  cannot  be  oxidised  to 
phenylgly'oxylic  acid  by  potassium  permanganate  under  any  circum- 
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stances,  and,  generally,  that  aromatic  alkyl  ketones  can  only  be 
oxidised  by  potassium  permanganate  to  ketonic  acids  when  the  benzene 
nucleus  contains  an  alkjd  group  in  the  ortho-position  relatively  to 
the  ketone  group. 

The  author  points  out  that  the  above  statements  must  now  be 
repealed;  he  suggests  that  Buchka  and  Irish  would  obtain  a  better 
yield  in  alkaline  solution,  and  that  Clans  would  succeed  in  oxidisiug 
many  ketones  to  ketonic  acids  if  he  were  to  employ  potassium  per¬ 
manganate  in  alkaliue  solution.  A.  Gr.  B. 

Isocinnamic  Acid  and  Allocinnamic  Acid.  By  C.  Lieberuaxx 
( Bcr .,  23,  2510 — 2515). — In  preparing  isocinnamic  acid  from  the 
decomposition  products  of  the  alkaloids  occurring  together  with 
cocaine  (compare  this  voh,  p.  494),  the  author  lias  discovered  a  new 
acid,  isomeric  with  isocinnamic  acid,  which  he  names  allocinnamic 
acid.  The  material  from  which  this  new  acid  was  isolated  was  a 
crude  acid  mixture  obtained  by  decomposing  the  alkaloids  with 
hydrochloric  acid  and  extracting  the  filtered  solution  with  ether ; 
this  mixture  was  first  boiled  with  dilute  alkali  to  decompose  ethereal 
salts,  then  further  treated  as  previously  described  ( luc .  cit.),  and  the 
new  acid  finally  separated  from  the  isocinnamic  acid  by  fractional 
crystallisation  from  hot  light  petroleum. 

Allocinnamic  acid ,  C9H602,  separates  from  light  petroleum  in 
colourless,  monosymmetric  crystals;  a:  b  :  c  —  1'5972  :  1  :  T03U0 ; 
ft  =  8S°  38^' ;  it  melts  at  68°,  and  is  much  more  sparingly  solu¬ 
ble  in  cold  light  petroleum  than  isocinnamic  acid,  which  it 
resembles  very  closely  in  chemical  behaviour.  The  calcium  salt, 
(CsH-Cb^Ca  +  2HoO,  prepared  by  neutralising  the  acid  with 
calcium  carbonate  and  evaporating  the  solution  at  100’,  crystallises 
in  colourless  needles,  loses  its  water  at  90°,  and  is  rather  more 
sparingly  soluble  than  calcium  isocinnamate.  The  silver  salt, 
C9H-02Ag,  is  stable  in  the  light.  The  acid  is  immediately  oxidised 
to  beuzaldehyde  by  potassium  permanganate;  when  distilled,  it  is 
converted  into  cinnamic  acid,  but  the  change  takes  place  more  slowly, 
and  rather  larger  quantities  of  cinnamene  and  carbonic  anhydride 
are  produced  than  in  the  case  of  isocinnamic  acid.  When  treated 
with  iodine  in  carbon  bisulphide  solution,  it  is  transformed  into 
cinnamic  acid,  and  bromine,  under  the  same  conditions,  converts  it 
into  cinnamic  acid  dibromide.  On  reduction  with  sodium  amalgam, 
it  gives  hydrocinnamic  acid,  but  the  change  takes  place  rather  more! 
slowly,  and  a  larger  quantity  of  amalgam  is  required  than  is  the  ease 
in  the  reduction  of  isocinnamic  acid.  It  is  partially  converted  into 
cinnamic  acid  by  concentrated  sulphuric  acid,  but  about  80  per  cent 
is  resinified. 

Both  iso-  and  allo-cinnamic  acids  aro  gradually  converted  into 
cinnamic  acid  on  exposure  to  direct  sunlight,  but  the  change  takes 
place  less  rapidly  in  the  case  of  the  allo-acid;  in  this  respect,  tho 
acids  behave  like  the  alkyl-substituted  orthocoumaric  acids  investi¬ 
gated  by  Perkin  (Trans.,  1881,  409),  the  a-compouiids  corresponding 
with  isocinnamic  acid,  and  the /3-compounds  with  cinnamic  acid.  \\  hen 
a-orthomethylcoumaric  acid  is  heated  at  90°  with  iodine  (0*1  part)  in 
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carbon  bisulphide  solution  for  five  hours,  it  is  almost  completely 
transformed  into  the  corresponding;  /3-acid  ;  the  same  change  takes 
place  when  the  a-compound  is  exposed  to  the  light  in  alcoholic 
solution. 

kocinnamic  chloride  can  be  obtained  by  treating  a  well-cooled 
solution  of  the  acid  in  light  petroleum  with  phosphoric  chloride ;  it 
is  an  unstable  oil  and  gradually  changes  into  the  chloride  of  cinnamic 
acid. 

Acid  aniline  kocinnam.ate ,  2C9Hi!0..,C6H7X,  is  precipitated  in  long, 
colourless  needles  when  light  petroleum  is  added  to  a  benzene  solu¬ 
tion  of  isocinnamic  acid  and  aniline ;  it  crystallises  unchanged  from 
boiling  water,  melts  at  83°,  and  is  only  moderately  easily  soluble  in 
cold  water. 

Isocinnamic  acid  seems  not  to  be  formed  in  the  synthesis  of  cin¬ 
namic  acid  by  Claisen’s  method  (this  vol.,  p.  891).  F.  S.  K. 

Dichlorosalicylic  Acid.  By  J.  L.  IIecht  (Amer.  Ghem.  J.,  12, 
.r,02 — o(J6). — The  author  finds  that  the  three  dichlorosalicylic  acids, 
described  by  Rogers  ( Liaug .  I)tss.  Gottingen ,  1S75),  Smith  (Her.,  11, 
1225),  and  Pauli  ( Innug .  Diss.  Gottingen ,  1878)  respectively,  until 
now  supposed  to  be  isomcrides.  are  identical,  and  yield  the  same 
dichlorophcnol,  [OH  :  C)2  =  1:2:4],  on  distillation  with  calcium 
oxide  and  sand.  The  only  known  dichlorosalicylic  acid  has  con¬ 
sequently  the  constitution  [COOH  :  OH  :  Cl2  =  1  :  2  :  3  :  5]  ;  it 
melts  at  214°.  G.  T.  M. 

Action  of  Picric  Chloride  on  Ethyl  Sodacetoacetate.  By  E. 
Dittrich  (Her.,  23,  2720 — z725). — When  ethyl  sodacetoacetate 
(lmcd.)  in  alcoholic  solution  is  treated  with  picric  chloride  (|  mol.)  and 
the  solution  evaporated,  the  residue  contains  ethyl  trinit  rophenylaceto- 
acetate,  C6H2(X02)3-CHAc’C00Kt,  as  well  as  the  sodium  derivative 
of  this  substance,  C6H2(X02)3“CXaAc-C00Et.  By  treatment  with 
water  the  former  is  unaffected,  whilst  the  latter  dissolves,  and  its 
solution  yields  ethyl  trinitrophenylncetoacetate  itself  when  treated 
with  dilute  liydrocliloric  acid.  This  substance,  when  pure,  forms 
yellow  crystals  melting  at  98°,  soluble  in  hot  alcohol,  ether,  and 
benzene.  With  alkalis,  it  gives  dark,  reddish-brown  solutions, 
from  which  dilute  acids  precipitate  the  original  substance.  It  is 
decomposed  when  its  aqueous  solution  is  boiled.  When  treated 
with  an  equivalent  quantity  of  sodium  ethoxide,  it  yields  the  above- 
mentioned  sodium  derivative,  which  is  a  reddish-brown  substance. 

If,  instead  of  -f  mol.  of  picric  chloride,  1  mol.  is  used,  a  sandy 
substance  separates  which  is  insoluble  in  most  solvents,  but  crystal¬ 
lises  from  acetic  acid  in  yellowish  needles  melting  at  205°  with 
decomposition  ;  it  is  ethyl  ditn'nitrophenylacetoacetate , 

CAc(C6II2[X02]3)2-C00Et. 

Til's  is  insoluble  in  cold  aqueous  alkalis  ;  on  warming,  solution 
takes  place,  but  the  additiou  of  acids  does  not  reprecipitate  the 
original  substance.  In  alcoholic  potash  it  dissolves,  but  when  acids 
are  added,  ethyl  triuitrophenylacetoacetate  is  precipitated,  picric 
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acid  having  been  formed.  Small  qnantities  of  a  substance  melting  at 
80°,  presumably  ethyl  ditrinitrophenylacetate,  are  also  formed.  ° 
When  a  solution  of  ethyl  trinitrophenylacetoaeetate  in  acetic  acid 
is  boiled  with  sulphuric  acid  in  a  re  dux  apparatus,  trinit  robenzyl  methyl 
ketone,  C6H2(X02)3*CHyCOAte,  is  formed.  It  crystallises  from  alcohol 
in  long,  yellowish  needles  melting  at  S'/’,  and  dissolving  in  alkalis  to 
reddish-brown  solutions,  from  which  acids  reprecipitate  the  ketone. 
With  pheny lliydrazine,  it  yields  a  condensation  product,  C|5H13XjOs, 
which  forms  brick-red  prisms  melting  at  12b"  with  decomposition. 
Only  one  of  the  nitro-groups  could  be  reduced ;  further  reduction 
being  attended  by  decomposition.  The  reduction  was  effected  by 
means  of  the  equivalent  quantity  of  stannous  chloride.  The  product 
C’9H9Xa05  when  crystallised  from  alcohol,  in  which  it  is  very  soluble, 
forms  groups  of  golden-yellow  needles  melting  with  decomposition  at 
-IT.  C.  F.  B. 


Organic  Sulphuretted  Compounds.  By  A.  Pitrgotti  (Gazzeita, 
20,  24 — 32). — Otto  ( Zeit.  fiir  Chetnie ,  3,  2b  1 )  found  that  the  action 
of  sodium  thiosulphate  on  benzyl  chloride  resulted  in  the  formation 
of  an  impure  brominated  compound  which  on  distillation  with 
sulphuric  acid  yielded  thiophenol,  toluene,  stilbene,  thiunes-al,  and 
tollalyl  sulphide.  When  a  solution  of  sodium  thiosulphate  (38  grams) 
in  water  (b8  giants)  is  heated  in  a  reflux  condenser  wit  li  a  mixture  of 
benzyl  chloride  (20  grams)  and  alcohol  (40  grains)  until  the  solutions 
intermingle,  and  the  whole  is  then  evaporated  to  diyness  on  the 
water- bath,  a  solid  is  left,  which,  after  being  purified  by  crystallisation 
from  alcohol,  forms  white,  nacreous  tables,  consisting  of  sodium  benzijl- 
thiosulphate ,  CH2PlrS203Xa.  This  compound  is  very  soluble  in  water, 
and  the  solution  gradually  decomposes  on  boiling  ;  when  heated  with 
dilute  hydrochloric  acid,  thiophenol  is  formed;  on  dry  distillation,  it 
decomposes  with  evolution  of  sulphurous  anhydride,  yielding  benzyl 
bisulphide;  on  prolonged  beating  to  100 — 105°,  it  is  decomposed  into 
benzyl  bisulphide  and  sodium  dit.hionate.  Amorphous  silmr  and 
mercury  salts  and  crystalline  barium  and  ammonium  salts  may  be 
prepared  by  double  decomposition.  On  boiling  a  diluted  alcoholic 
solution  of  the  sodium  salt  with  mercuric  chloride,  the  compound 
CH.Pb-SHgCl  is  formed. 

Beuzylthiosnlphuric  acid,  CH,PlrS203IJ,  prepared  front  the  barium 
salt  crystallises  from  ether  in  colourless  needles  and  prisms,  and  melts 
at  74 — 7o° .  It  has  a  dTt'nctly  acid  reaction,  and  is  decomposed  by 
boiling  with  water  into  thiophenol  and  sulphuric  acid. 

Chloranil  dissolvesin  the  cold  in  a  concentrated  solution  of  sodium 
thiosulphate,  and  on  evaporation  the  solution  leaves  a  blaek,  amor¬ 
phous  residue,  which  is  converted  by  b  tiling  with  hydrochloric  acid 
into  an  insoluble,  uncrystallisable,  greenish-yellow  compound  having 
approximately  the  composition  C,.(OU)2Pl(SII)3.  This  substance  is 
rendi’y  soluble  in  alkalis,  and  is  reprecipitatcd  unchanged  (mm  its 
solutions  on  addition  of  hydrochloric  acid,  it  is  sparingly  soluble  in 


acetone. 


When  diazobenzene  chloride  is 
nitrogen  is  evolved,  a  red  solution 


warmed  with  sodium  thiosulphate, 
and  a  black  oily  compound  remain- 
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ing ;  the  latter,  on  distillation  in  a  current  of  steam,  yields  a  mixture 
of  phenyl  sulphide  and  bisulphide  ;  this  is  entirely  converted  into 
benzene  sulphide  on  boiling  it  for  four  hours  and  redistilling.  From 
the  red  solution,  a  compound  having  the  composition  CsHgSNoCb  and 
probably  identical  with  Fischer  and  Romer’s  hydrazinebenzenesul ph¬ 
onic  acid  may  be  obtained.  It  crystallises  in  yellow  needles. 

When  sodium  sulphide  is  gradually  added  to  paradiazotoluene,  a 
violent  action  ensues  and  the  liquid  must  be  kept  cold  to  avoid  an  ex¬ 
plosion.  The  product  is  a  yellow  oil  which,  on  distillation,  yields  a 
crystalline  compound  containing  cresyl  parasulphide  and  parahydro- 
sulphide. 

Sodium  sulphide  has  a  similar  action  on  orthodiazotoluene,  cresyl 
orthosnlphide  and  hydrosulphide  being  formed  ;  the  former  is  a  liquid 
boiling  at  285°,  and  readily  soluble  in  chloroform,  ether,  and  carbon 
bisulpliide,  but  only  sparingly  in  alcohol  and  in  acetic  acid.  The 
mercuric  salt  of  the  hydrosulphide,  (C6H4MeS)2Hg,  crystallises  in  white 
needles,  the  ethyl  salt,  CJI4iMe-SEt,  obtained  by  converting  the  hydro¬ 
sulphide  into  a  sodium  salt  and  boiling  with  ethyl  iodide  and  alcohol, 
is  a  heavy  liquid  which  boils  at  120°,  and  has  an  odour  of  onions. 

Orthocresylethylsulphine ,  S(C6H4Me)2EtI,  prepared  by  heating 
orthocresyl  sulphide  with  ethyl  iodide,  is  an  insoluble  compound 
crystallising  in  needles  ;  orthocresylsulphone ,  S02(C6H4Me)2,  obtained 
by  oxidising  a  dilute  acetic  acid  solution  of  the  sulphide  with 
potassium  permanganate,  crystallises  in  needles  melting  at  184 — 135°. 

When  Merz  and  Weith’s  thioparatoluidine  (Abstr.,  1871,  5G6)  is 
diazotised  and  the  product  heated  with  alcohol,  it  is  decomposed  with 
evolution  of  nitrogen,  and  on  adding  water  to  the  residue,  cresyl 
orthosnlphide  is  precipitated  ;  the  constitution  of  thioparatoluidine  is, 
therefore, 


Me 

Me 

/\_ 

-s~M 

\/ 

\/ 

NIL, 

Phenyldithienyl.  By  A.  Rtxard  ( Covipt .  rend..  Ill,  48 — 49). — 
Phenyldithienyl  is  obtained,  together  with  phenylthiophen,  by  the 
action  of  sulphur  on  toluene  at  a  dull  red  heat  (this  vol.,  p.  134). 
That  portion  of  the  product  which  is  least  soluble  in  alcohol  is  ex¬ 
hausted  with  benzene,  and  the  phenyldithienyl  which  dissolves  is 
purified  by  recrystallisation  from  pure  benzene.  It  has  the  composi¬ 
tion  C4SH2PlrC4SH3,  and  forms  colourless  plates  which  melt  at  209°, 
sublime  easily,  and  are  almost  insoluble  in  alcohol,  ether,  and  light 
petroleum,  slightly  soluble  in  chloroform  or  ethyl  acetate,  and  very 
soluble  in  boiling  benzene  or  toluene.  With  isatin  and  sulphuric  acid, 
phenyldithienyl  gives  a  blue  coloration,  and  with  phenanthraquinone, 
a  green  coloration.  It  is  not  attacked  by  alkaline  or  neutral  per¬ 
manganate,  but  is  completely  oxidised  by  chromic  anhydride  in  acetic 
acid.  If  the  acetic  acid  is  previously  diluted  with  an  equal  volume 
of  water,  a  small  quantity  of  benzoic  acid  is  formed.  Tribromphenyl- 
dithxenyl ,  Ci4S2II7Br3,  is  obtained  by  treating  pheuyldithienyl  with 
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excess  of  bromine  and  leaving  it  exposed  to  the  air  until  the  hvdroeren 
bromide  and  excess  of  bromine  have  escaped.  The  residue  is  boiled 
with  alcoholic  potash,  washed  with  water,  dried,  and  crystallised  from 
carbon  bisulphide.  It  forms  white  crystals  which  melt  at  320°,  are 
almost  insoluble  in  alcohol,  benzene,  and  chloroform,  and  slightly 
soluble  in  carbon  bisulphide.  With  isatin  and  sulphuric  acid,  it  gives 
no  coloration.  Diirifrcphmyldithipiiyl  is  obtained  by  the  action  of 
ordinary  fuming  nitric  acid  and  is  purified  by  washing  it  with 
ammonium  carbonate  solution,  water,  and  alcohol.  It  forms  a  yellow 
powder  which  melts  at  273  ,is  insoluble  in  ether  and  light  petroleum, 
very  slightly  soluble  in  alcohol,  ethyl  acetate,  and  chloroform,  and 
somewhat  more  soluble  in  benzene.  It  gives  no  coloration  with 
isatin  and  sulphuric  acid,  but,  like  the  dinitrothiophens,  when  treated 
with  an  alkaline  hydroxide  in  presence  of  alcohol,  it  gives  a  red 
coloration  which  is  discharged  by  aeids.  Phen yldith u nyld i> n Iphonic 
acid,  CuSzH^SOaH);..  is  obtained  by  the  action  of  fuming  sulphuric 
acid  in  the  cold,  or  of  the  ordinary  acid  at  150C.  Its  barium  salt  forms 
colourless  crystals  very  soluble  in  water.  C.  II.  B. 

Methylation  of  the  Indoles.  By  E.  Fischer  and  J.  Meyei:  (B< r., 
23,  2628 — 2634). — It  has  previously  been  shown  by  E.  Fischer  and 
Steche  (Abstr.,  1888,  288)  that  2'-methylindole  is  converled  by 
methyl  iodide  into  a  compound,  for  which  they  found  the  formula 
CnHi3X,  and  which  from  its  behaviour  appeared  to  be  a  derivative  of 


dihydroquinoline,  having  the  formula 


TT  CH~Cali 
U  ^NMe-CH, 


They 


found  further  that  2'  :  S'-dimethylindole  also  yields  dihydroqninoline 
derivatives  closely  resembling  the  above  compound.  The  renewed 
investigation  of  the  subject  by  the  authors  has  shown  that  the  com¬ 
pound  obtained  from  2'-methylindole  and  methyl  iodide  has  the 
formula  C’jJIjsX  instead  of  CUHI3X.  and  that  it  is  identical  with  the 
compound  obtained  from  2' :  3  -dimethylindole.  It  must  therefore  be 
a.  trimethyldiliydroqninoline,  and  not,  as  previously  supposed,  a 
dimethyl  derivative. 

In  the  preparation  of  trimethyldihydroquinolinc,  the  method  pre¬ 
viously  given  was  adhered  to.  The  numbers  required  for  the  formula 
OiiHjjX  and  C)2Hi5X  do  not  differ  sufficiently  to  allow  of  any  conclu¬ 
sion  as  to  composition  being  drawn  from  the  analysis,  but  bv  the 
action  of  hydrogen  iodide  in  ethereal  solution,  the  base  yielt.s  a 
crystalline  Jiydriodi.de,  which,  from  a  determination  ot  the  iodine,  must 
have  the  formula  C-i2Hi5N,H1.  As  above  stated,  it  is  obtaine  d  in  a 
similar  manner  from  2'  :  3'-dimetliylindole,  and  may  also  be  prepared, 
although  with  greater  difficulty,  from  scatolcand  l-nmth  ylimlojc.  tbs 
reduction  with  tin  and  hydrochloric  acid,  it  readily  velds  trimoihyb 
tetrahvdroquinoline  (previously  described  as  a  dimethyl  compound*. 
This  yields  a  well-crystallised  w  ill >oJ ide,  the  analysis  ot  which  showed 
its  composition  to  be  OiaHiTN,iloI. 

The  formation  of  trimethyldiliydroqninoline  is  represented  by  the 
equation  CflH9NT  +  3CH(l  =  C\  H,  N  h  31  If.  One  ol  the  methyl 
groups  enters  as  methylene  into  t lie  indole  ring,  a  second  coi  d.toi.  e 
with  the  nitrogen,  whilst  the  third  unites  with  one  of  the  carbon 
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atoms  of  the  indole  ring.  The  methylene  group  may  either  enter 
into  the  ring  between  the  nitrogen  and  carbon  atoms,  or  between  the 
doubly-linked  carbon  atoms,  giving  a  choice  between  the  three 
formulas : — 


c,h4< 


CMeiCMe. 
NMc-CH,  ; 


C6Ui< 


CMeiCH 

XMe'CHMc 


c,h4< 


CHMc-CH 
NMe-CMe  ’ 


An  attempt  was  made  to  ascertain  which  of  these  formula)  is  correct 
by  converting  2'  :  4'-dimethylquinolinc  and  3’  :  4'-dimethylquinoline 
into  the  corresponding  trimethyltetrahydroquinolines,  and  comparing 
them  with  the  compound  obtained  by  the  reduction  of  trimethyl- 
dihvdroquinoline.  It  was  found,  however,  that  all  throe  compounds 
are  different,  that  obtained  from  2'  :  4'-dimethylquinoline  melting  40°, 
and  that  from  3'  :  4’-dimethylquinoline  59°,  lower  than  the  compound 
fioin  trimethyldihydroqninoline.  A’o  conclusion  as  to  the  position  of 
the  methyl  groups  can  therefore  be  obtained  in  this  manner. 

H.  G.  C. 

Derivatives  of  Diphenylmethane  and  Benzophenone.  By 
W.  Stakdee  and  K.  ILaase  (Her.,  23,2577 — 2570). — The  authors  give 
in  tabular  form  the  names  and  melting  points  of  the  various  nitro-, 
amido-,  acetamide-,  and  hydroxy-comp  muds  which  they  have  pre¬ 
pared  from  diphenvlmcthane  and  benzophenone  (compare  Abstr., 
1883,  99u).  '  F.  S.  K. 


Reduction  of  Nitriles.  By  XI.  Freund  and  P.  Bf.mse  (Tier.,  23, 
2859 — 2805;  compare  this  vol.,  p.  1388). —  Dibenzyl  is  prepared  by 
dissolving  a-phciivlcinnamonitrile  (30  grams)  in  alcohol,  and  gradually 
adding  sodium  (70  grams),  so  that  a  regular,  steady  evolution  of 
hydrogen  takes  place;  the  product  is  treated  with  water  and  distilled 
in  a  current  of  steam,  the  solid  portion  of  the  distillate  is  washed 
with  hydrochloric  acid,  and  crystallised  from  alcohol;  the  yield  is  75 
per  cent,  of  theory.  On  treating  the  nitrile  with  2'5  parts  of  sodium 
and  allowing  the  reaction  to  proceed  as  quickly  as  possible,  diphenyl- 
propylamine.  ClLPlrCHPh-CH2-AH2,  is  formed;  it  is  a  colourless, 
viscid  liquid  which  boils  at  315 — 317°,  and  is  miscible  with  alcoho', 
chloroform,  or  ether.  The  hydrochloride  is  deposited  from  concen¬ 
trated  hydrochloric  acid  iu  white  needles  melting  at  188 — 190°.  The 
platinoehloride  forms  pale  yellow  crystals  which  decompose  at  153°. 
The  anrochlonde  crystallises  in  golden-yellow  plates  melting  at 
144 — 145°.  The  mercurochloride  is  obtained  as  a  white,  crystalline 
powder  which  melts  at  107A  Diphenyl  propyl  carbamide, 

CH2PlrCHPh-CH2-XH-CO-NH3, 

is  prepared  by  the  action  of  potassium  eyanate  on  the  hydrochloride  ; 
it  crystallises  in  slender,  white  needles  melting  at  112°.  Diphenyl- 
propylphenyllhincarhaiiiide,  CHjPlrCHPlrCHrXH'CtvA HPh,  crystal¬ 
lises  from  alcohol  in  colourless  cubes  melting  at  129°.  Diphenylpropyl - 
o.ra mule,  C202(ATH*CH-.,CHPlrCH2Ph)2,  is  formed  by  the  action  of 
ethyl  oxalate  on  the  free  base,  and  is  deposited  from  alcohol  in  white 
crystals  which  melt  at  115 — 116'.  Diacetyldiphenylpropylamine, 
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CHiPlrCIIPh-CIL-XAr.,,  is  prepared  bv  the  action  of  sodium  acetate 
and  acetic  anhydride;  it.  crystallises  from  alcohol  in  slender,  white 
needles  melting  at  &V\  Biphenylpropyl  alcohol,  CH2Ph>CHPirCHvOIl. 
is  obtained  on  treating  the  amine  hydrochloride  with  silver  nitrite-  it 
is  a  slightly  yellow,  viscid  liquid  boiling  at  300 — 3  )2°. 

fi-Vhcnyl-y-a  n  isylp  ropy  la  mi  up,  OiIeT-cH4-CH2*CHPhCHyNH2,  is 
prepared  by  the  action  of  sodium  on  phenylanisacrylonitrile  in  alco¬ 
holic  solution  ;  it  is  a  yellow,  oily  liquid,  and  decomposes  on  distilla¬ 
tion  ;  the  hydrochloride  is  also  unstable.  The  platinochloride  crystal¬ 
lises  from  water  in  small,  yellow  needles  which  melt  at  195°  with 
decomposition.  The  anrochlnride  is  deposited  in  golden-yellow  plates 
melting  at  87°.  If  the  reduction  of  a-phenylanisacrvlonitrile  is 
eU'ected  more  slowly,  phmylanisylcthane ,  CH.-PlrClIyCgHyOMe,  is 
formed  ;  it  is  soluble  in  ether,  chloroform,  or  benzene,  and  crystallises 
from  alcohol  in  colourless  plates  melting  at  G 1  ° ;  the  yield  is  57  per 
cent,  of  the  nitrile  employed.  J.  B.  T. 

Triphenylbenzene.  By  E.  Melms  (Her.,  23,  2533 — 2530). — 
Benzoic  acid  (U  t>  gram)  is  formed  when  triphenylbenzene  (1  gram)  is 
oxidised  with  chromic  acid  in  warm  glacial  acetic  acid  solution. 

Bodecahydrotriphenylbenzene,  C24H3r„  can  be  prepared  by  heating 
triphenylbenzene  at  270  —  280°  for  10  hours  -with  hvdriodic  acid  and 
amorphous  phosphorus.  It  is  an  oil  with  an  aromatic  odour,  and  it 
gradually  solidities  in  the  cold  ;  it  is  not  acted  on  b)T  cold  concentrated 
nitric  acid,  but  on  warming  nitro-derivatives  are  formed.  It  is  con¬ 
verted  into  sulphonic  acids  by  hot  fuming  sulphuric  acid,  but  no 
action  takes  place  in  the  cold;  on  oxidation  with  chromic  acid  in 
boiling  glacial  acetic  acid  solution,  it  yields  benzoic  acid. 

Eikosihydrotriphenylbmzene,  C'2iH38,  is  obtained  as  an  oil  when  the 
reduction  of  triphenylbenzene  under  the  above  conditions  is  allowed 
to  proceed  for  32  hours. 

Tetranitrotriphenylbenzene ,  C;iHu(XO.)i,  is  formed,  together  with  an 
isomeride  melting  at  108°  (see  below),  when  triphenylbenzene  is 
nitrated  in  glacial  acetic  acid  solution.  It  crystallises  from  nitro¬ 
benzene,  aniline,  and  ethyl  benzoate  in  pale  yellow  needles,  melts 
above  370°,  and  is  only  very  sparingly  soluble  in  all  ordinary  solvents. 

The  /efmm/do-derivative,  C24HJ4(MI2)4,  prepared  by  reducing  the 
nitro-componnd  with  tin  and  hydrochloric  acid  in  glacial  acetic  acid 
solution,  crystallises  from  alcohol  in  small,  colourless  needles,  and 
melts  at  137 — 138\  The  oc/aceb//-derivative,  C’2|Ui4(XAc3)i,  is  formed 
when  the  amido-eompound  is  boiled  for  six  hours  with  sodium 
acetate  and  glacial  acetic  arid  ;  it  crystallises  in  colourless,  micro¬ 
scopic  needles,  and  melts  at  loti — 158°. 

Tetranitrotriphenylbenzene,  C24lli4(X02)4.  remains  in  the  acid  mother 
liquors  from  the  nitro-componnd  described  above,  and  is  precipitated 
on  the  addition  of  -water;  it  crystallises  from  alcohol  in  small  needles, 
melts  at  108°  wTith  decomposition,  and  is  soluble  in  ether,  alrohol, 
benzene, and  glacia  1  acetic  acid.  The  tetrumido-com  pound,  C24l  I  n(  N  1 1  ah, 
crystallises  from  dilute  alcohol  in  yellowish  needles,  melts  at  90-  -9S 
with  decomposition,  and  rapidly  darkens  on  exposure  to  the  air.  ihe 
octacetyl- derivative,  C2(ll  ( gX Ac2)4.  separates  from  dilute  acetic  acid 
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in  granular  crystals,  melts  at  142 — 143°,  and  is  soluble  in  alcohol  and 
ether. 

Triphenylbenzenedisulphonic  acid  was  prepared  by  treating  the 
hydrocarbon  with  fuming  sulphuric  acid  at  100° ;  the  barium  salt, 
C21Hi6(S03).Jla,  crystallises  from  very  dilute  alcohol  in  small,  colour¬ 
less  plates.  F.  S.  K. 

Constitution  of  Naphthalene.  By  A.  Claus  (/.  pr.  Client.  [2], 
42,  24 — 4b). — In  this  paper,  the  author  criticises  the  views  recently 
put,  forward  by  Bamberger  (this  vol.,  p.  1299);  he  admits  the  proba¬ 
bility  that  one  of  the  nuclei  in  naphthalene  is  a  benzene  ring,  and 
proceeds  to  discuss  the  structure  of  the  naphthalene  derivatives  on 
the  supposition  that  they  contain  his  “diagonal  ”  benzene  ring. 

A.  G.  B. 

Constitution  of  Dinitro-/3-naphthol.  By  E.  Loewe  ( Ber .,  23, 
2542 — 2546). — Barium  dinitro-p-nophthol,  [CmH^XC^VOJaBa  -j-H20, 
is  obtained  when  a  solution  of  potassium  dinitro-/3-naphthol,  pre¬ 
pared  as  described  by  Graebe  and  Drews  (Abstr.,  1884,  1035),  is 
treated  with  barium  chloride;  it  crystallises  in  orange  needles,  and 
loses  its  water  at  100°. 

JJiam ido- fi-uaphthol  hydrochloride ,  OH*C1oH5(NH^)2,2HC1,  prepared 
by  reducing  the  intro- compound  with  tin  and  hydrochloric  acid,  crys¬ 
tallises  in  almost  colonrless  needles  ;  the  free  base  readily  oxidises  on 
exposnre  to  the  air.  The  triacetyl  derivative,  OAc-CinH5(XHAc)2, 
crystallises  from  glacial  acetic  acid  in  small  needles,  melts  at  203°,  and 
is  sparingly  soluble  in  alcohol,  and  insoluble  in  water.  The  tribenzoyl 
derivative,  OBzCir>H5(NHBz)2,  crystallises  from  glacial  acetic  acid  in 
colonrless  plates,  melts  at  265°,  and  is  only  sparingly  soluble  in  alcohol 
and  water. 

Diamido-fS-naphthylamine  hydrochloride,  obtained  by  reducing  di- 
nitro-/!-naphthylamine  (compare  Graebe  and  Drews,  loc.  cit.)  with 
tin  and  hydrochloric  acid,  crystallises  fi*om  water  in  yellowish  needles 
which,  after  being  kept  for  a  long  time  over  soda-lime,  have  the  com¬ 
position  C10H5(XH2)3.2HC1.  The  sulphate ,  2C10Hj(NH2)3,3H2SOj,  is 
crystalline,  and  only  very  sparingly  soluble  in  boiling  water.  The 
triacetyl  derivative,  C1(iH5(XHAo)3,  crystallises  from  glacial  acetic  acid 
in  colourless  needles,  and  melts  at  28U°  with  decomposition.  The 
tribenzoyl  derivative,  C)(>1I5(XHBz)3,  crystallises  in  yellowish  needles, 
melts  at  277°,  and  is  sparingly  soluble  in  alcohol  and  water. 

Amidonaphthaphenanthrazine,  C24H15X3,  is  formed  by  the  condensa¬ 
tion  of  dinmido-/3-naphthylamine  and  phenanthraquinone  in  warm 
glacial  acetic  acid  solution.  It  separates  from  aniline  in  golden  crys¬ 
tals,  and  dissolves  in  hydrochloric  acid  with  a  reddish-brown,  and  in 
concentrated  sulphuric  acid  with  a  violet  coloration;  it  sublimes 
readily,  and  its  ethereal  solution  is  fluorescent.  The  formation  of 
this  compound  proves  that  one  of  the  nitro-groups  in  dinitro-,3- 
naphthol  is  in  the  ortho-position  relatively  to  the  hydroxyl  group. 

F.  S.  K. 

Theory  of  the  Truxillic  Acids.  By  C.  Lieberaiann  (Ber.,  23, 
2516 — 2518). — The  author  points  out  that,  assuming  that  the  truxillic 
acids  are  tetramethylene  derivatives,  and  applying  the  principles  laid 
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down  by  Baeycrin  his  discussion  of  the  constitution  of  hexamethylene 
derivatives  to  the  tctramethylene  ring,  there  are  11  theoretically 
possible  trnxillic  acids,  four  of  which  are  already  known  ;  the  con¬ 
stitution  of  the  isomerides  is  given.  F.  S.  K. 

Formation  of  Anthraquinone  under  certain  Conditions.  By 

L.  H.  Fuikduurg  ( Chem .  Ccntr.,  1890,  ii,  9;  from  J.  Amer.  Chem. 
Soc .,  12,  20 — 40) .--In  the  reaction  between  phenantliraquinone, 
a-thiotolcn,  and  concentrated  sulphuric  acid,  the  dye  formed  reacts 
with  lead  chromate,  forming  anthraquinone,  and  the  author  con¬ 
siders  it  probable  that  this  is  formed  exclusively  from  the  thiotolui, 
and  not  from  the  phenanthraquinone.  J.  W.  L. 


Benzyloxanthranol.  By  C.  Bach  ( Ber .  23,  2527 — 2530;  com- 
pare  this  vol.,  p.  1144). — Benzyloxanthranol  chloride , 


CH 

Ull^cOCeH-^’ 


is  foiuned  when  finely-divided  benzyloxanthranol  is  treated  with 
phosphoric  chloride.  It  crystallises  from  light  petroleum  in  colour¬ 
less  plates,  melts  at  95 — 102°,  and  is  soluble  in  benzene,  yielding  a 
solution  which  shows  a  blue  fluorescence ;  it  dissolves  in  concentrated 
sulphuric  acid  with  a  red  coloration,  and  it  is  readily  decomposed  by 
water. 

Benzyldihydroanthranol ,  >C6H4,  prepared  by  re¬ 

ducing  benzyloxanthranol  with  zinc-dust  and  ammonium  hydrate,  or 
with  sodium  amalgam  in  alcoholic  solution,  crystallises  from  a  mix¬ 
ture  of  benzene  and  light  petroleum  in  yellowish  needles,  decomposes 
at  150 — 140°,  and  readily  oxidises  on  exposure  to  the  air;  it  dissolves 
in  concentrated  sulphuric  acid  yielding  a  yellow  solution  which 
quickly  turns  green,  and,  when  boiled  with  dilute  acetic  acid,  it  is 
decomposed  quantitatively  into  benzylanthracene  and  water. 

c  r  c  h  ) 

Benzyla nthra nol,  C6H4<  i  ;  '  _ >C6H4,  can  be  obtained  by  treat- 

G((_)xiJ 

ing  bromobenzyleneanthrone  (bromodihydrobenzyloxanthranol)  with 
sodium  amalgam  in  cold  alcoholic  solution  ;  it  crystallises  from 
benzene  in  yellow  needles,  melts  at  183 — 184°,  is  readily  soluble  in 
alcohol,  ether,  and  glacial  acetic  acid,  and  dissolves  in  concentrated 
sulphuric  acid  with  a  yellow  coloration :  it  is  oxidised  to  benzyl- 
oxyanthranol  on  exposure  to  the  air. 

Jdthoxybensyleneanthrone,  C6H4 < q -^> ’  l,ivl,ai'c^  by  warm¬ 
ing  bromobenzyleneanthrone  with  sodium  ethoxide  in  aleolndie  solu¬ 
tion,  crystallises  from  alcohol  in  yellow  plates,  melts  at  1/1— 17o 
with  decomposition,  and  is  readily  soluble  in  ether,  alcohol,  benzene, 
and  glacial  acetic  acid;  it  dissolves  in  concentrated  sulphuric  acid 
yielding  a  blood-red  solution. 

Aviidobenzyleneanthrone,  CUH4 jp [)q [ p Precipitated  as 

an  oil,  when  anhydrous  ammonia  is  passod  into  a  benzono  solution  of 
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bromobenzvlenennthrone ;  it  separates  from  a  mixture  of  benzene  and 
light  petroleum  as  an  amorphous,  orange  powder,  melts  at  150 — 152°, 
and  dissolves  in  concentrated  sulphuric  acid  with  a  violet-red 
coloration. 

Benzylanthracene  dihydride,  C6H4<^^^7  j^^>.  is  obtained  when 

benzylanthracenc  is  reduced  with  sodium  amalgam  in  boiling  alco¬ 
holic  solution,  or  with  hydriodic  acid  and  amorphous  phosphorus  ;  it 
crystallises  from  alcohol  in  prismatic  needles,  melts  at  1 10 — 1110,  and 
dissolves  in  warm  concentrated  sulphuric  acid  with  a  dark-green 
coloration.  IT.  S.  K. 


Mesoanthramine.  By  F.  Gocdmaxx  (Ber.,  23,  2522 — 2520). — 
Mesoanthramine,  C6II4<(  <  L  r,  ^  can  be  obtained  by  heating  finely- 
divided  anthranol  at  200°  for  about  22  hours  with  concentrated 


aqueous  ammonia  (20  parts)  ;  it  is  purified  b}~  converting  it  into 
the  hydrochloride.  It  crystallises  from  cold,  dilute  alcohol  in  golden 
plates,  darkens  on  exposure  to  the  air,  and  decomposes  at  about  215° ; 
it  is  only  very  sparingly  soluble  in  boiling  water,  but  very  readily  in 
ether,  benzene,  alcohol,  and  chloroform,  the  yellow  solutions  showing 
a  green  fluorescence.  On  oxidation  with  chromic  acid  in  glacial  acetic 
acid  solution,  it  is  converted  into  anthraqninone.  The  hydrochloride, 
Ci4H;,’NH;,HCI,  crystallises  in  colourless  needles,  is  only  sparingly 
soluble  in  alcohol  and  boiling  hydrochloric  acid,  and  is  decomposed 
by  cold  water  or  on  exposure  to  the  air;  on  adding  diazobenzene- 
sulphonic  acid  to  a  cold  alcoholic  solution  of  this  salt,  a  magenta-red 
coloration  is  immediately  produced,  and  then  a  red  precipitate,  which 
is  insoluble  in  water  and  alcohol,  but  soluble  in  dilute  ammonia,  yield¬ 
ing  a  greenish-yellow  solution.  The  acetyl  derivative,  C14HvNHAe, 
prepared  by  dissolving  the  base  in  cold  acetic  anhvdride,  crystallises 
from  alcohol  in  colourless  needles,  melts  at  273 — 274°,  and  is  rather 
sparingly  soluble  in  alcohol  and  benzene;  it  is  very  stable,  and,  when 
boiled  with  alcoholic  potash,  yields  a  yellow,  crystalline  compound — 
probably  the  potassium  derivative — which,  when  treated  with  water, 
is  reconverted  into  the  acetyl  derivative. 

The  diacetyl  derivative,  Ci4HyNAc2,  obtained  by  boiling  the  base 
with  acetic  anhydride,  crystallises  from  dilute  alcohol  in  colourless 
plates,  melts  at  159°,  and  is  readily  soluble  in  most  ordinary  solvents 
except  water  j  it  is  converted  into  the  monacetyl  derivative  by  boiling 
alcoholic  potash. 

Mesoanthramine.  hydride,  Ci4Ha'NH2,  is  formed  when  mesoanthr¬ 
amine  is  boiled  with  sodium  amalgam  in  alcoholic  solution ;  it  crys¬ 
tallises  from  dilute  alcohol  in  colourless  needles,  molts  at  92°,  and  is 
readily  soluble  in  alcohol,  ether,  and  benzene.  The  hydrochloride, 
C14Hn-NH3,HCl,  crystallises  in  colourless  needles,  and  is  readily 
soluble  in  water  ;  when  an  aqueous  solution  of  this  salt  is  boiled  with 
hydrochloric  acid,  it  is  decomposed  quantitatively  into  anthracene  and 
ammonia.  F.  S.  K. 
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Rotatory  Power  of  Camphor  when  Dissolved  in  Various 
Oils.  By  P.  Cuarot  ( Govipt .  rend Ill,  231 — 2:33).— The  rotatory 
power  of  solutions  of  cam]  ill  or  in  olive  nil,  oil  of  sweet  almonds,  and 
grape-seed  oil  is  practically  proportional  to  their  concentration.  If  p  = 
the  percentage  amount  of  camphor  in  tile  solution,  and  a  the  rotatory 
power  for  D,  of  a  column  20  cm.  long,  then,  with  olive  oil,  a  =  10'  -f 
p  1°  P  ;  with  almond  oil,  a.  —  p  ;  and  with  grape-seed  oil,  a  =  36'  -f-  p. 
Saturated  solutions  contain  the  following  percentage  amounts  of  cam¬ 
phor  :  olive  oi  I,  26‘93  ;  almond  oil.  28*53  ;  and  grape-seed  oil,  28  80. 
The  molecular  rotatory  powers  of  camphor  in  solution  of  the  three 
oils  are  as  follows 

Olivo  oil.  Almond  oil.  Grape-seed  oil- 


3  per  cent .  55°  42'  56°  47'  54°  24' 

20  per  cent .  5-5  12  54  19  54  7 


'The  molecular  rotatory  power  varies  little  with  the  concentration, 
hut,  as  usual,  is  greater  in  more  dilute  solutions.  C.  H.  B. 

Combination  of  Camphor  with  Phenols.  By  E.  L£geii 
( Gompt .  rend..  Ill,  109 — 111). — Camphor  and  the  phenol  are  melted 
together  in  the  calculated  proportions  in  closed  vessels.  Under  these 
conditions,  compounds  are  formed  which  decompose  easily  under  the 
influence  of  heat,  or  when  treated  with  solvents  or  with  alkalis. 
That  definite  compounds  are  formed  is,  however,  shown  hy  the  fact 
that  the  liquid  products  contain  their  constituents  in  molecular  pro¬ 
portions,  and  that  in  those  eases  where  they  crystallise  the  composi¬ 
tion  of  the  first  crystals  is  the  same  as  that  of  the  last.  The  addition 
of  phenols  to  alcoholic  solutions  of  camphor  reduces  the  rotatory 
power  of  the  latter  to  one-half.  The  compositions  of  the  various 
products  were  determined  by  means  of  the  po  lari  meter,  and  the 
method  will  be  described  in  detail  subsequently. 

Phenol  monocamphoride ,  CsllfiChCmHicO,  is  a  colourless  liquid, 
which  crystallises  only  at  about  — 23°  ;  sp.  gr.  at  about  0°  =  T0205 ; 
[a]D  =  +20°.  Phenol  hemicamphoride,  2CsHflO,C|0HifiO,  ft  colourless 
liquid  which  does  not  solidify  at  — 50°;  sp.  gr.  at  0°  =  1‘04U; 
[a]D  =  -fl0°'5.  It  combines  with  camphor  to  form  the  mono¬ 
camphoride  ;  if  mixed  with  excess  of  phenol,  the  latter  dissolves, 
but  when  the  liquid  is  cooled  to  — 25°,  it  separates  distinctly  into 
phenol  hemicamphoride  and  phenol.  Jfesorcinol  monocamphoride, 
(’6Hfi02,CioBifiO,  foims  large,  thin,  hygroscopic,  rectangular  lamella), 
which  become  liquid  when  mixed  with  a  small  quantify  of  water, 
and  are  decomposed  by  a  large  quantity  with  separation  of  camphor. 
It  melts  at  about  29°,  but  can  remain  for  a  long  time  in  super!  usion 
at  15°;  rotatory  power  in  alcoholic  solution,  [a]n  =  -J-22'5".  Iies>r~ 
rinol  dicamphoride ,  a  syrupy,  colourless  liquid,  which  forms  largo, 
hexagonal  crystals  at0°;  sp.  gr.  at  15°  =  1'03<>(>;  [*]n  —  +2.>‘9  . 
o.-Naph1hol  camphoride ,  C|oHhO,(J101  I „;0,  is  a  slightly  coloured,  syrupy 
liquid,  which  does  not  solidify  at  — 10°,  and  is  not  decomposed  hy 
water;  sp.  gr.  at  0a  —  I  0327 ;  [ajn  —  +  10'5  .  It^  dissolves 
«-naphthol,  which  separates  in  short,  rhombic  prisms  (W  yroiiboll). 
fi-Naphthol  camphoride,  8CiolI»0,5Ui<|lIi60,  a  liquid  very  similar  to 


1428 


ABSTRACTS  OF  CHEMICAL  PAPERS. 


the  preceding  compound,  sp.  gr.  at  0°  =  1*0396  ;  [a]D  —  +  22‘5°. 
It  dissolves  /3-naphthol,  which  separates  from  it  in  somewhat  large, 
tabular  crystals.  Salicylic  camphoride ,  C7H6Cb,2C]oH!60,  a  white, 
nacreous  mass  of  long,  thin,  microscopic  needles,  which  melts  at 
nbont  0°,  and  is  only  partially  decomposed  even  by  boiling  water. 
Its  rotatory  power  in  alcoholic  solution  is  [a]n  =  +  27'3°. 

Salol  seems  to  form  a  similar  compound,  but  its  composition  has 
not  yet  been  determined.  Salol  crystallises  from  salol  camphoride  in 
bulky,  irregular  crystals  of  the  rhombic  system,  and  some  measure¬ 
ments  of  these  by  Wyrouboff  are  given.  C.  H.  B. 

Russian  Oil  of  Peppermint.  By  H.  Andres  ( Ghem .  Centr.,  1890, 
ii,  03:  from  Pharm.  Zeit.  Buss.,  29,  341 — 343). — The  oil  which  the 
author  examined  was  obtained  from  the  fresh  plant.  It  is  greenish- 
yellow;  sp.  gr.  =  0*915  at  15°;  [ar]D  =  —  17*13°.  The  principal 
distillates  are  obtained  at  160 — 165°,  173 — 175°,  203 — 206°,  and 
2<JG — 209°.  The  fraction  passing  over  between  173 — 175°  has  the 
highest  specific  rotation,  and  contains  the  terpene  CioH16  ;  sp.gr. 
=  0*8667  at  4°,  and  =  0*8571  at  20°  (water  at  4°  =  1)  ;  specific 
rotation  in  10  cm.  tube  at  20°  =  [a]D  —  — 41  ’19°.  The  tetra- 
bromideof  this  terpene  melts  at  102°  ;  [<*]D  =  — 18*71°  ;  the  inactive 
dihydrochloride,  CioH18,2HCI,  melts  at  50°;  the  nitrosyl  chloride, 
CioHifiNOCd,  melts  at  103°,  and  has  the  specific  rotation  — 205*28°. 
These  reactions,  together  with  the  properties  of  the  levorotatory 
nitrosoterpenes  melting  at  72°,  prove  the  identity  of  the  terpene  of 
oil  of  peppermint  with  the  terpenes  which  Wallach  (Abstr.,  1889, 
1069)  has  described.  The  fraction  160 — 165°  consists  of  a  mixture 
of  terpene  and  meuthene,  (J1(iHt8.  The  presence  of  the  latter  is 
proved  by  the  preparation  of  the  dibromomenthene  Ci0H18Br,>  and  the 
ch  loro  men  thy  1  C,„II13C1  (Kino  =  130—140°;  sp.  gr  =  0*9381  at  20°). 
From  the  fractions  203 — 206°  and  206 — 209°,  menthone  and  menthol 
are  obtained.  Hydroxylamine  unites  with  the  former  forming  menth- 
oxinie,  by  which  means  the  two  compounds  are  separated.  Hydro¬ 
chloric  acid  liberates  menthone  from  the  oxime  ;  it  boils  at  206 — 208°; 
sp.  gr.  =  0  8998,  20/20°;  [*]D  =  +8*04.  J.  \V.  L. 

Conversion  of  Pyrroline  into  its  Homologues.  By  M.  Denn- 
stedt  ( Ber .,  23,  2562 — 2574). —  When  a  mixture  of  the  vapours  of 
pyrroline  and  alcohol  is  passed  over  heated  zinc-dust,  a  liquid  con¬ 
sisting  of  various  homologues  of  pyrroline  is  obtained,  and  a  large 
quantity  of  ethylene  is  evolved.  The  experiment  was  carried  out  in 
the  following  manner : — A  long  glass  tube  is  bent  at  a  right  angle, 
and  the  shorter  limb  is  loosely  filled  with  copper  turnings,  in  the 
longer  limb  zinc-dust  being*  placed  in  such  a  way  that  it  forms  a 
layer  occupying  about  one-third  of  the  breadth  of  the  tube.  The 
longer  limb  is  then  heated  in  a  combustion  furnace  at  about  270 — 280°, 
and  a  mixture  of  equal  volumes  of  alcohol  and  pyrroline  dropped 
into  the  shorter  limb,  which  is  placed  vertically  and  connected  by 
means  of  a  cork  with  a  stoppered  funnel  ;  the  products  are  collected 
in  a  receiver  provided  with  a  reflux  condenser.  With  an  apparatus 
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of  this  kind,  100 — 120  c.c.  of  the  liquid  mixture  can  be  treated  with¬ 
out  renewing  the  zinc-dust. 

The  liquid  in  the  receiver  begins  to  boil  at  about  00°;  the  portion 
passing  over  below  135°  was  employed  iu  subsequent  operations;  the 
remainder,  after  repeated  fractional  distillation,  was  separated  into 
the  following  constituents,  100  grams  of  pyrroline  having  been 
employed. 

(1.)  A  liquid  (15  grams)  boiling  at  1G3 — 165°,  which  is  identical 
with  the  ethy Ipyrroline  obtained  by  Ciamician  and  Zanetti  (Abstr., 
1880,  727)  from  pyrroline  aud  ethyl  iodide. 

(2.)  A  liquid  (3  to  5  grams)  boiling  at  175—177°,  which  consists 
of  a  mixture  of  ethyl-  and  diethyl-pyrroline. 

(3.)  A  d i ethy  1  p y rro line  (S  to  10  grams)  boiling  at  185 — 1S7°, 
which,  when  heated  with  acetic  anhydride  and  sodium  acetate  at 
100°,  yields  an  «-acetyl  and  a  e-acetyl-derivative ;  the  latter  separates 
from  benzene  or  dilute  alcohol  in  monosymmetric  crystals,  melts  at 
98°,  and  boils  at  about  295 — 300°. 

(4.)  A  triethylpyrroline  (5  grams)  boiling  at  200 — 205°,  which 
yields  an  n-acetyl  and  a  e-acetyl-derivative ;  the  latter  separates 
from  alcohol  in  well-defined  monosymmetric  crystals,  melts  at  138' , 
and  boils  above  300°. 

(5.)  A  liquid  (5  grams)  boiling  at  210 — 240°,  the  nature  of  which 
has  not  yet  been  determined. 

Methyl  alcohol  and  pyrroline  give  products  analogous  to  those 
obtained  from  ethyl  alcohol  and  pyrroline  under  the  same  conditions, 
but  the  various  compounds  have  not  been  completely  separated  from 
one  another. 

When  benzene  is  heated  with  alcohol  in  the  manner  described 
above,  only  very  small  quantities  of  lngher-boiliug  hydrocarbons  are 
formed,  and  the  products  cannot  he  isolated  except  with  great  ditli- 
culty.  Phenol  under  the  same  conditions  gives  small  quantities  of  at 
least  two  ethyl  phenols  ;  aniline  reacts  both  with  methyl  and  ethyl 
alcohol,  yielding  considerable  quantities  of  methyl-  and  ethyl- 
aniline,  benzonitrile  being  also  formed  when  methyl  alcohol  is 
employed. 

When  a  mixture  of  the  vapours  of  pyridine  and  ethyl  alcohol 
is  passed  over  heated  zinc-dust,  small  quantities  of  a-ethylpyridine 
and  ay-diethylpyridine  are  formed,  but  most  of  the  pyridine  remains 
unchanged. 

Piperidine  reacts  with  alcohol  much  more  readily  than  pyridine, 
about  50  per  cent,  of  the  base  being  changed;  the  following  com¬ 
pounds  were  isolated  from  the  reaction  product (1.)  Considerable 
quantities  of  n-ethylpiperidine  boiling  at  128°.  The  / ihitumchlnrulr , 
(07H|5N):>,H2PtC]6,  forms  bright-red,  well-defined  crystals,  niching  at 
202°.  The  aurochloride ,  C7Hijl4,HAuOh,  separates  I  min  dilute  hydro¬ 
chloric  acid  in  dark-yellow  crystals,  and  molts  at  10G-— 1<>/  .  1  ho 

picrate,  C7HI5N,C6U3N307,  crystallises  from  hot  water,  and  melts 
at  163°.  _  .  .  ..  ti, 

(2.)  Very  small  quantities  of  two  liquids  boiling  at  140 — 14b' 
and  152 — 158°  respectively,  the  nature  ol  which  was  not  determined. 

(3.)  A  rather  larger  quantity  of  a  liquid  boiling  at  ldo-  1 7->  , 


1430 


ABSTRACTS  OF  CHEMICAL  PAPERS. 


which  is  a  mixture  of  two  diethylpiperidines.  The  two  compounds 
can  be  separated  by  means  of  their  pi  crates,  both  of  which  have  the 
composition  C9H19N,C6H3N’;j07  ;  the  one  crystallises  in  long  needles 
melting  at  8b — 90°,  the  other  forms  small  compact  crystals  melting 
at  10o—107o. 

(4.)  A  diethylpiperidinc  boiling  at  180 — 190°,  the  hydrochloride  ot‘ 
which  is  deliquescent;  the  auroehloride  is  an  oil,  but  the  picratc 
en’stallises  from  water  in  long,  yellow  needles,  and  melts  at  7 5 — 76J. 

F.  S.  K. 

Derivatives  of  Dihydropyrroline.  By  F.  Anderlim  ( Gazzetta , 
20,  09 — 73). — Dihydropyrroline  hydrochloride ,  described  by  Ciamician 
and  Deimstedt,  forms  a  deliquescent,  crystalline  mass,  which  decom¬ 
poses  on  heating  with  evolution  of  vapours  which  give  the  pinewood 
reaction.  It  is  decomposed  by  heating  with  concentrated  hydrochloric 
acid  at  130 — 140°,  and  is  probably  converted  in  paid  into  pyrrol ine. 
The  auroehloride ,  C4N H7,JIAuC14,  may  be  obtained  in  orange-yellow 
crystals  by  concentrating  its  solution  in  dilute  113'drochloric  acid  in  a 
vacuum,  but  it  is  partially  decomposed  when  heated  ou  the  water- 
batli.  It  melts  at  152°,  and  is  freely  soluble  in  water;  the  pic  rate  is 
a  yellow  salt,  freely  soluble  in  water  or  alcohol,  and  melts  at  15G°. 

lienzoyldihydropyrroliae. — When  dihydropyrroline  hydrochloride 
(3  grams)  is  heated  with  benzoic  chloride  (8  grams)  for  about  seven 
hours  at  110°,  the  product  is  a  brown  syrup  from  which  a  portion 
distilling  between  1G0°  and  1G10  under  a  pressure  of  about  2  mm. 
maybe  separated  by  fractionation.  This  portion  has  the  composition 
C\AH6Bz.  It  is  a  heavy,  aromatic  oil,  soluble  in  ether  but  not  in 
water;  it  dissolves  in  hydrochloric  acid  forming  a  difficultly  crys- 
tallisable  hydrochloride,  which  yields  yellow  oily  compounds  with 
platinic  and  auric  chlorides,  with  picric  acid,  and  with  the  double 
iodide  of  potassium  and  mercury  or  cadmium,  and  a  white  precipitate 
with  mercuric  chloride. 

Acetic  chloride  acts  on  dihydropyrroline  in  a  different  way  from 
benzoic  chloride,  the  products  of  the  reaction  being  a  complex  mixture 
of  various  compounds. 

Benzylhydropyrroline .  —  When  dihydropyrroline  is  treated  with 
benzvl  chloride,  and  the  solid  product  of  the  reaction  separated  and 
fractionally  distilled,  a  small  quantity  of  an  oily'  liquid  passes  over  at 
about  150°.  This  fraction  is  insoluble  in  water,  but  dissolves  in 
dilute  hydrochloric  acid.  The  auroehloride ,  C4NII6-CH2P1i,HAuC14, 
crystallises  in  yellow  needles  melting  at  111°;  it  is  very  freel}’  soluble 
in  water.  The  behaviour  of  dihydropyrroline  with  acetic  and  benzyl 
chlorides  indicates  that  several  of  the  atoms  of  hydrogen  may  he  sub¬ 
stituted  by  organic  radicles.  S.  B.  A.  A. 

Tertiary  Pyrroline  Derivatives.  By  C.  W.  Zaxetti  ( Gazzetta ,  20, 
(J4 — (59 y — l-Ethyldiacefylpyrroline.  C4NH2Ac2Et,  is  prepared  by  heating 
1-etliylpyrroline  (1  part)  with  acetic  anhydride  (10  parts)  in  a  sealed 
tube  for  seven  horns  at  250°.  From  the  product  a  heavy  oil  may  be 
extracted,  which  by  rectification  can  be  separated  into  fractions  boiling 
between  200 — 285°  and  285 — 310°  respectively.  On  distilling  the 
latter  fraction  under  a  pressure  of  29  mm.,  the  diacetyl  derivative 
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passes  over  at.  183°.  It  is  a  yellowish  oil  with  an  odour  of  bitter 
almonds,  and  solidifies  after  a  time  into  a  crystalline  mass  melting1  at 
58 — 59’;  it  is  very  soluble  in  alcohol,  ether,  benzene,  and  light  petro¬ 
leum,  but  is  less  soluble  in  water.  The  fraction  (200 — 285”)  probably 
contains  a  mixture  of  monacetyl  and  diacetyl  derivatives. 

X-Methylpyrrolketonedicarhoxylic  acid ,  C4NH.>MeCO(COOH)2.  When 
Ciamieian  and  Silber’s  1-methyldiacetylpyrroline  (Abstr.,  1877,  843) 
is  oxidised  with  potassium  permanganate  in  an  alkaline  solution,  and 
the  product  acidified  and  extracted  with  ether,  a  compound  is  obtained 
in  yellow  crusts,  which  have  a  decided  acid  reaction,  dissolve  with 
effervescence  in  solutions  of  the  alkaline  carbonates,  turn  brown  at 
100°,  and  decompose  at  165".  It  is  very  soluble  in  water,  alcohol, 
ether,  Ac.  The  acid  cannot  be  obtained  sufficiently  pure  for  analysis; 
the  .silver  salt  has  the  composition  C»H5AgN05.  By  neutralising 
the  acid  with  ammonia,  an  aqueous  solution  of  the  ammonium  salt  is 
obtained  from  which  salts  of  iron,  copper,  lead,  Ac.,  may  be  prepared. 
A  methyl  salt  is  obtained  by  heating  the  silver  salt  with  methyl  iodide. 
When  pure,  it  crystallises  from  boiling  water  in  small,  white  needles 
which  melt  at  133 — 136°,  and  turn  red  when  exposed  to  the  air.  No 
bromine  derivative  of  either  the  acid  or  the  methyl  salt  has  hitherto 
been  isolated.  S.  B.  A.  A. 


Betaines  of  Pyridine  Bases.  By  M.  Kruger  (Her.,  23,  2008- - 
2610). — Chloracetic  acid  combines  with  pyridine,  (3-picoline,  and 
ethylpiperidine  at  100°,  yielding  the  corresponding  betaine  hydro¬ 
chloride;  ethyl  ehloracetate  combines  with  the  above-named  bases  at 
the  ordinary  temperature,  the  chlorides  of  the  betaine  ethyl  salts 
being  formed. 

The  hydrochlorides  of  the  betaines  are  hygroscopic,  crystallise  well, 
and  are  readily  soluble  in  hot  alcohol,  but  insoluble  in  ether;  the 
chlorides  of  the  ethyl  salts  are  also  very  hygroscopic.  Both  classes 
of  compounds  form  platinochlorides,  Ac.,  and  are  converted  into  the 
betaines  by  moist  silver  oxide  ;  the  free  betaines  readily  lose  1  mol. 
LhO,  yielding  the  inner  anhydrides. 

P  \  ridinebotainc,  C7H7N02  +  1I20,  forms  a  crystalline  hydro- 
bromide,  nitrate,  snl phate,  and  picrate,  as  well  as  a  basic  hydrochloride 
of  the  composition  207H7N0>,HP1  -T  11-0  ;  with  chromic  arid,  it  yields 
the  compound  C7lliN03,Cr03,  and  with  silver  nitrate,  the  compound 
C7FI7N02,  AgN03.  It  combines  with  potassium  bismnthoindide  to 
form  a  bright-red,  crystalline  salt  of  the  composition  (hi  [7X()2, 1 1  Bi 1 t 
-f  2H,0,  and  when  heated  with  bromine  at  1(H.)n,  it  yields  pyridine- 


betaine  hydrobromide.  When  oxidised  with  potassium  permanganate 
and  when  distilled,  it  is  converted  into  pyridine,  but  on  reduction 
with  sodium  amalgam,  it  yields  a  base,  tin*  platinochloride  of  which 
has  probably  the  composition  (C71IhNO)2,  II  J’ttfiu.  1' ■  k.  K. 


Action  of  Methyl  Iodide  on  Pentamethyldihydropyridine. 

By  F.  Anderuni  (Gazzetta,  20,  01  04).— Unlike  most  tertiary  bases 

which  combine  with  I  mol.  of  methyl  iodide  yielding  the  iodide  of  a 
compound  ammonium,  pentamethyldihydropyridine  reacts  with  2 
mols.  of  methyl  iodide  forming  the  hydriodide  of  a  new  base,  (_  t2ll;.|N. 
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The  liydriodide  is  obtained  in  the  form  of  a  brown  syrup,  and  cannot 
be  directly  analysed;  it  may  be  converted  into  the  hydrochloride  by 
decomposing  its  aqueous  solution  with  silver  chloride;  the  hydro¬ 
chloride  gives  no  precipitate  with  platinic  chloride,  but  it  yields  an 
oily  picrate  and  an  aumchloride,  G^BLiN", HAuCU,  which  crystallises  in 
needles  and  melts  at  00  5 — 1005°.  On  treating  the  aqueous  solution 
of  the  liydriodide  with  caustic  potash  and  steam-distilling  the  oily 
product,  an  easily  oxidisable  oil  with  a  penetrating  odour  passes  over; 
this  yields  a  deliquescent  uncrystallisable  hydrochloride,  from  which 
an  oily*  picrate  and  an  aurochloride  identical  with  that  described  may 
be  obtained.  If  the  new  base  is  in  reality  a  pyridine  derivative,  as 
appears  probable,  it  would  necessarily  have  the  constitution  of  a 
heptamethyldihydropyridine.  S.  B.  A.  A. 

The  Second  /3-Picoline,  and  the  Constitution  of  Pyridine 
and  Benzene.  By  A.  Ladkxbukg  (Tier.,  23,  2G88 — 2093). — It  has 
previously  been  pointed  out  (73er.,  23,  1010)  that  the  /3-picoline 
obtained  by  Hesekiel  from  glycerol  differs  in  certain  particulars  from 
that  obtained  by  Rtdlir  from  strychnine,  and  the  author  has  therefore 
re-examined  the  compounds  from  both  sources  with  great  care,  and 
finds  that  they  are  in  fact  not  identical.  The  base  obtained  from 
strychnine  is  termed  /I'-picoline  in  the  sequel. 

In  agreement  with  previous  determinations,  the  boiling  point  of 
/3-picoline  was  found  to  be  14T5 — 142°  (uncorr.),  and  /3'-picoline 
140 — 149*5°  (uncorr.),  and  the  melting  points  of  the  mercury  double 
salts  to  be  145 — 146°  and  139 — 140°  respectively*. 

There  is  also  a  very  marked  difference  in  their  behaviour  when 
mixed  with  water.  When  the  latter  is  added  drop  by  drop  to 
/3-picoline,  no  cloudiness  is  observed  under  any  conditions;  with 
/3'-picoline,  however,  a  separation  of  an  oily  layer  soon  takes  place, 
which  disappears  on  shaking  so  long  as  the  quantity  of  water  is  small 
and  the  temperature  low.  A  mixture  of  1  vol.  of  the  base  with  3  vols. 
of  water  is  most  susceptible  to  slight  changes  of  temperature,  the 
warmth  of  the  hand  being  sufficient  to  cause  an  immediate  precipita¬ 
tion,  and  in  the  summer  the  liquid  separates  completely  into  two 
distinct  layers.  Moreover,  the  platinochlorides  of  both  bases  readily 
pass  into  the  corresponding  platinous  chlorides  on  boiling  with  water, 
which  are  also  not  identical  with  one  another,  the  /3-picoline  salt 
melting  at  240—241°,  and  that  of  /3'-picoline  at  25G — 258°. 

There  can  therefore  be  no  doubt  that  two  isomeric,  /3-picolines  exist, 
and  it  is  also  probable  that  the  same  is  true  of  nicotinic  acid, 
a-picoline,  and  a-picolinic  acid.  As  regai’ds  a-picoline,  it  may  be 
mentioned  that  the  compound  obtained  by  Weidel  from  bone  oil 
(Abstr.,  18 ^0,  268)  differs  in  certain  respects  from  that  obtained 
synthetically  by  Ladenburg  and  Lange  ( Annalen ,  247,  6).  If  this 
difference  is  confirmed,  the  existence  of  five  isomeric  monosubstituted 
pieoliues  will  have  been  proved,  which  in  turn  will  be  a  final  proof  of 
the  Korncr-Dewar  formula  of  pyridine. 

The  author  also  believes  that  the  existence  of  two  isomeric  /3-pico¬ 
lines  of  this  constitution  shows  that  Kekule’s  formula  really  demands 
the  existence  of  five  isomeric  disubstitution  products  of  benzene,  and 
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that  the  prism  formula  is  die  only  one  which  satisfies  the  laws  of 
subtitution.  This  formula  does  not,  however,  account  for  all  the 
relationships  of  benzene,  and  it  will  therefore  be  necessary  to  retain 
the  hexagonal  formula  along  with  the  prism  formula.  H.  G.  C. 


Formation  of  Lepidine  Derivatives  from  Chinine  and 
Cinchine.  Gy  W.  Koenigs  (Ber.,  23,  2009—  2070).—' When  chinine, 
obtained  by  Comstock  aud  Koenigs  from  quinine  (Abstr.,  1887,  281, 
1122),  is  allowed  to  remain  for  14  days  with  liydrobromie  acid, 
saturated  at  —17°,  1  mol.  of  methyl  bromide  is  formed,  and  hydro - 
hr  omozy  cinchine  hydrobromide ,  C^tLiBrXjO/iHBr,  separates  out.  The 
free  base  is  obtained  by  the  action  of  ammonium  carbonate,  and 
purified  by  recrystallisation  from  alcohol.  It  is  sparingly  soluble  in 
alcohol,  but  dissolves  more  readily  in  chloroform,  and  melts  indefi¬ 
nitely  at  180 — 190°.  Its  sulphate  crystallises  in  slender,  yellow,  con¬ 
centrically  grouped  needles.  When  boiled  with  alcoholic  potash,  it 
is  converted  into  the  corresponding  oxy cinchine ,  CigH-juXiO.  which  is 
purified  by  conversion  into  the  tartrate,  the  latter  being  sparingly 
soluble  in  cold  water.  Oxycinchine  is  a  yellowish,  amorphous  com¬ 
pound  which  melts  at  100 — 110Q,  is  readily  soluble  in  methyl  and 
ethyl  alcohol,  acetone,  and  chloroform,  but  could  not  be  obtained 
crystalline.  The  salts  are  for  the  most  part  readily  soluble,  and  the 
hydrochloride  may  be  crystallised  from  absolute  alcohol.  The  phitinc - 
chloride,  CwHaoNoO.HjPtCU,  crystallises  from  hot,  dilute  hydrochloric 
acid  in  yellow,  sparingly  soluble  plates. 

On  continued  boiling  with  concentrated  liydrobromie  acid,  oxyein- 
chene,  like  chinine,  is  converted  into  apocmchene,  CigU^XO*.  If, 
however,  it  be  heated  with  amraonio-zinc  chloride  and  ammonium 
chloride,  in  the  manner  described  by  Merz  and  Muller  (Abstr.,  1887, 
243),  a  totally  different  reaction  takes  place,  paramidolcp  id  in  e, 
C9XH5Me,NH:.,  being  formed.  This  is  separated  from  the  product  of 
the  reaction  by  extraction  with  water  and  dilute  soda  solution,  which 
is  in  turn  extracted  with  ether.  The  crude  base  remaining  on  evapo¬ 
ration  is  purified  by  conversion  into  the  crystalline  acid  tartrate, 
decomposing  the  latter  with  sodium  carbonate,  and  crystallising  from 
hot  water.  Paramidolepidine  is  thus  obtained  in  beautiful,  colourless 
needles  which  melt  at  108 — 170°,  and  are  readily  soluble  in  alcohol 
and  chloroform,  but  somewhat  more  sparingly  in  ether  and  hot 
water.  It  dissolves  in  dilute  mineral  acids  with  a  yellow  colour, 
which  disappears  with  an  excess  of  acid,  the  solutions  showing  a  green 
fluorescence.  When  treated  with  sodium  nitrite  and  an  alka  itie 
solution  of  stannous  chloride,  it  yields  a  compound  corresponding  in 


its  properties  to  lepidine. 

When  the  zinc  soluble  salt  of  chinine  (Abstr.,  1887,  2hl)  is  heated 
with  water  at  190 — 200  under  pressure,  it  yields,  besides  resinous 
matters,  parameth oxy  1  cj )idiue,  GgXH3^le’()M e,  which  is  purified  In- 
successive  conversion  into  the  acid  tartrate  and  the  sulphate.  I  he 
free  base,  obtained  from  the  latter  bj-  treatment  with  alkalis,  crystal¬ 
lises  from  dilute  alcohol  in  slender,  colourless  needles,  and  melts  at 
50 — 51°.  It  gives  the  quinine  reaction  with  chlorine-watcr  and 
ammonia,  the  coloration  being,  however,  of  a  grecuish-ldue  tint,  and 
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the  solution,  if  not  too  dilute,  yields  after  a  time  a  precipitate 
resembling  Prussian  blue.  The  zincochloride  crystallises  in  small, 
colourless  needles  melting  at  245°  with  decomposition,  and  the  platinn- 
r  hi  or  id  e,  (CuHnNO^hUPtCU,  forms  an  orange-yellow,  crystalline 
powder,  very  sparingly  soluble  in  hot  water,  and  melting  at  236 — 237° 
with  decomposition.  In  addition  to  paramethoxylepidine,  a  compound 
is  also  funned  in  the  above  reaction  which  appears  to  be  identical 
with  the  parahydroxylepidine  described  below'.  Paramethoxylepidine 
is  among  the  products  of  the  action  of  potash  on  quinine  and  the 
allied  alkaloids  (compare  Krakau,  Abstr.,  1885,  1081). 

Parahydroxylepidine ,  C9NH6Me-01T,  is  obtained  by  heating  para- 
methoxylepidine  with  concentrated  hydrobromic  acid.  The  diluted 
acid  solution  is  treated  with  an  excess  of  sodium  carbonate,  the  pre- 
<  ipitate  dissolved  in  caustic  soda  solution,  reprecipitated  by  carbonic 
anhydride,  and  crystallised  from  50  per  cent,  alcohol.  It  forms 
colourless  needles  which  melt  and  become  brown  at  210 — 218°,  and 
are  sparingly  soluble  in  hot  water;  the  solution  does  not  give  any 
characteristic  colour  reaction  with  ferric  chloride.  The  hydrogen 
tartrate  also  crystallises  well. 

When  cinchene  is  heated  with  water  and  acetic  acid  at  200°  for  10 
hours,  it  behaves  in  a  similar  manner  to  chinine,  and  is  converted  into 
lepidinc.  Quinine  and  cinchonine,  on  the  other  hand,  under  the 
same  conditions  only  yield  traces  of  methoxylepidine  or  lepidine, 
w  hilst  benzylidinelepidine,  C9KHyCH!CHPh,  is  readily  split  up  into 
lepidine  and  benzaldehyde.  It  is  possible  therefore  that  in  chinine 
and  cinchene,  the  carbon  atoms  next  to  the  quinoline  ring  are  also 
doubly  linked,  and  that  in  quinine  and  cinchonine  a  hydrogen  atom 
and  a  hydroxyl  group  are  combined  with  these  atoms.  This  is  not, 
However,  sufficient  by  itself  to  exphain  the  formation  of  apochinine  and 
apocinchene  ( loc .  cit.),  or  to  explain  the  fact  that  the  latter  are  so 
much  more  stable  than  the  compounds  from  which  they  are  obtained. 

h.  g.  c. 

Substitution  Products  of  Lepidine.  By  A.  Buscr  and  W. 
Koenigs  (Per.,  23,  2679 — 2688). — In  view  of  the  results  mentioned 
in  the  previous  abstract,  it  appeared  desirable  to  obtain  para-deriva¬ 
tives  of  lepidine  directly  from  the  base  itself.  From  the  results  of 
Weidel  (Abstr.,  1882.  225)  and  Georgievics  (Abstr.,  1888,  501),  it 
appeared  most  probable  that  such  compounds  would  be  obtained  by 
the  sulpbonation  of  lepidine  at  a  high  temperature,  and  it  wTas  found 
that  the  parasulphonic  acid  can  in  fact  be  thus  readily  prepared.  In 
carrying  out  the  reaction,  lepidine  (2  grams)  is  mixed  with  eight 
times  the  quantity  of  pure  sulphuric  acid,  cooling  during  the  addition, 
and  then  heated  for  half  an  hour  at  300°,  and  poured,  on  cooling, 
into  10 — 15  times  the  volume  of  absolute  alcohol.  The  separated 
sal  phonic  acid  crystallises  from  hot  wyater  in  almost  colourless,  silky 
needles,  having  the  composition  C9NH5j\le-S03H  +  H20,  the  water 
of  crystallisation  being  given  off  at  100°.  The  silver  salt  crystallises 
m  slender,  colourless  needles,  also  containing  1  mol.  of  water  of 
c’-ystallisation,  which  is  given  off  at  140°,  the  residue  assuming  a 
reddish  coloration;  the  mercuric  salt  is  a  crystalline  precipitate.  The 
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ncid  is  quite  different  from  the  lepidinesulphonic  acid  described  by 
Weidel  and  Hazura  (Abstr.,  1885,  562). 

As  the  parasulphonie  acid  is  only  slightly  attacked  by  chromic  acid, 
it  was  first  converted  into  the  benzyl! dene  compound, 

SG3H-C9XH5-CH:CHPh, 

by  heating  with  benzaldehyde,  zinc  chloride,  and  a  little  water.  This 
forms  sulphur-yellow  crystals  containing  2  rnols.  of  water  of  crystal¬ 
lisation,  which  are  given  off  at  IS0°,  the  sulphur-yellow  colour 
changing  to  orange.  To  carry  out  the  oxidation,  this  compound  is. 
dissolved  in  the  requisite  quantity  of  soda  solution,  and  a  1  per  cent, 
solution  of  potassium  permanganate  added,  until  it  is  no  longer 
decolorised  on  standing.  The  solution  is  then  boiled,  decolorised 
with  a  little  sodium  hydrogen  sulphite,  filtered,  and  acidified  with, 
nitric  acid.  The  crystals  which  separate  on  cooling  are  extracted 
with  alcohol  and  ether  to  remove  benzoic  acid,  and  rccrystallised 
from  water.  Stdphocinchonic  acid,  Ci0H7XS05  +  H20,  is  thus  obtained 
in  fascicular  aggregates  of  lustrous,  colourless  needles,  containing 
1  mol.  H20.  It  dissolves  readily  in  hot,  less  easily  in  cold  water, 
and  still  less  in  alcohol,  and  bears  the  strongest  resemblance  to  the 
/3-sulphociuchonic  acid  obtained  by  Weidel  and  Georgievics  ( loc .  cit.) 
from  a-cincbonic  acid.  On  fu-ion  with  potash,  it  yields  a  /3-hydroxy- 
cinchonic  acid  identical  with  Skraup’s  xanthochinic- acid,  and  is  there¬ 
fore  probably  a  para-compound.  This  assumption  is  also  supported 
by  the  fact  that  quinoline,  by  sulphouation  under  similar  circum¬ 
stances,  yields  an  undoubted  para-derivative.  The  acid  obtained  bv 
Weidel  differed  from  the  acid  from  benzylidinelepidinesulphonic  acid, 
inasmuch  as  it  contained  2  mols.  H20;  but  cinchonie  acid  itself 
crystallises  sometimes  with  1  mol.  and  sometimes  with  2  mols. 

H,0. 

Parahydroxylcpidine,  C9^H5Me-OH,  is  obtained  from  the  sulphouir 
acid  by  fusion  with  soda  and  a  little  water  in  the  usual  manner.  It 
crystallises  from  hot  water,  after  treatment  with  animal  charcoal,  ir 
colourless,  fascicular  aggregates  of  needles  melting  and  becoming 
brown  at  216 — 21S°,  and  identical  with  the  compound  obtained  from 
chinine  (see  preceding  abstract).  The  corresponding  paramidobypidine, 
C9NH5Me*NH2,  prepared  from  the  hydroxy-compound  by  heating  it 
with  ammonio-zinc  chloride,  is  also  identical  with  the  compound 
there  described. 

When  lepidine  and  sulphuric  acid  are  mixed  without  cooling,  and 
slowly  heated  to  300°,  a  sulphonic  acid  is  obtained  which  appears  to 
consist  of  a  mixture  of  the  above  lcpidineparasnlphonic  acid  with  an 
isomeric  acid,  probably  the  ortho-compound.  When  the  mixture  is 
fused  with  6  parts  of  potash  and  6  ports  of  soda,  the  melt  acidified  with 
sulphuric  acid,  made  slightly  alkaline,  and  distilled  in  a  current  of 
steam,  it  yields  a  greenish,  crystalline  compound  with  a  peculiar 
odour  melting  at  141°.  It  probably  consists  of  orihvhyd  nunjl' pul  in r , 
and  yields  a  platinochloride ,  (C,oIIoNO)9,JI9l'tCl(i,  crystallising  in 
orange-yellow  needles. 

Ortho-  (?)  nitrolcpidiuc  is  prepared  by  mixing  1  part  of  lepi  line 
with  1  part  of  sulphuric  acid,  and  adding,  first,  5  parts  oi  colourles% 
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fuming  nitric  acid  of  sp.  gr.  1‘525,  and  then  5  parts  of  sulphuric  acid, 
and  allowing  the  mixture  to  remain  for  12  hours;  the  liquid  is  then 
poured  into  water,  soda  added,  and  the  solution  extracted  with  benzene. 
The  oily  residue  obtained  on  evaporating  the  latter  is  treated  with  light 
petroleum,  and  the  brown  crystals  thus  formed  repeatedly  crystallised 
from  absolute  alcohol.  It  forms  lustrous,  almost  colourless  needles 
melting  at  126 — 127°,  and  sparingly  soluble  in  cold  alcohol.  Nitro- 
quinoline  is  best  prepared  iu  a  similar  manner  from  quinoline. 

H.  G.  C. 

a-Picolylethylalkine  and  its  Derivatives.  By  A.  Matzdorff 
( Ber .,  23,  27t)9 — 2713). — a-Picoline  and  propaldehyde  unite  together 
in  presence  of  water  when  heated  at  160 — 170°  under  pressure,  form¬ 
ing  a-picolt/leihylalkine,  C5XHrCHyCHEt'OH.  The  product  is  made 
alkaline,  distilled  in  a  current  of  steam,  acidified,  and  extracted  with 
chloroform,  again  made  alkaline,  and  re-extraeted  with  chloroform. 
The  second  extract  leaves  the  a-picolylethylalkine  on  evaporation  as 
a  reddish-brown  oil,  which  is  purified  by  distillation  iu  a  vacuum.  It 
forms  a  colourless  oil  which  boils  at  125 — 127°  (18  mm.),  is  readily 
soluble  in  water,  alcohol,  and  chloroform,  and  becomes  yellow  in  the 
air.  It  can  only  be  dried  by  means  of  potassium  carbonate,  as  water 
is  readily  split  off  if  potassium  hydroxide  is  used.  Th e  platinochloride, 
(C9U13NO)2,H2rtCT6,  forms  cubical  crystals  which  melt  at  154°  with 
decomposition,  and  the  aaroehb<ride,  C9HuXO,HAuCl4,  crystallises  in 
long  needles  melting  at  97'5 — 99c. 

As  mentioned  above,  a-picolylethylalkine  loses  water  in  contact  with 
potash,  the  product  formed  being  2-crotylpyridine.  In  this  manner 
it  is,  however,  always  obtained  mixed  with  a-picoline,  and  it  is 
better  to  prepare  it  by  heating  the  alkine  with  concentrated  hydro¬ 
chloric  acid  at  160 — 170°.  saturating  with  soda,  and  distilling  in  a 
current  of  steam.  Grolyl pyridine,  CjXHyCIGCHEt,  is  a  colourless, 
mobile  liquid  having  a  strong  conyrine-like  odour  ;  it  boils  at  147 — 149° 
(75  mm.),  and  is  readily  soluble  in  alcohol,  ether,  and  chloroform, 
but  almost  insoluble  in  water.  Its  platinoch  loride,  (C9HuN)2,H2PtCl6, 
crystallises  in  beautiful  needles  or  plates  melting  at  140°,  and  its 
at/roch loride,  C9H,iX,HAuC14,  iu  small  needles  which  blacken  and  melt 
at  127'5 — 130°. 

On  reduction  with  sodinm  in  alcoholic  solution,  a-picolylethylalkine 
readily  yields  the  corresponding  a-pipecolylethylalkine, 

C5NH10-CH2-CHEfOH, 

an  almost  colourless  oil  boiling  at  242 — 243°,  and  readily  soluble  in 
water,  alcohol,  and  ether.  It  does  not  yield  salts.  H.  G.  C. 

Methylethylpyridylalkine.  By  G.  Prausnitz  (Ber.,  23,  2725 — 
2726). — The  collidine,  C6NH3MeEt,  prepared  by  heating  aldehyde- 
ammonia  with  paraldehyde,  was  heated  with  formaldehyde  and  a 
H  per  cent,  soda  solution  in  sealed  tubes  for  10 — 12  hours  at 
160 — 170°.  The  contents  were  then  washed  out  with  water  and  dis¬ 
tilled  with  steam,  and  the  methylethylpyridylalkine, 

CsXHaEt-CHyCHyOH, 
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extracted  from  the  residue  with  chloroform.  It  is  a  pale  yellow  oil  of 
sp.  gr.  r06G  at  0°,  and  boils  at  147 — 149°  under  18  mm.  pressure.  It 
dissolves  easily  in  water  and  alcohol,  less  easily  in  ether.  The  plati no¬ 
di  lor  ide ,  2C9H|3NO,H2PtCl6,  forms  red,  cubical  crystals  which  melt  at 
159°  with  effervescence.  The  aurochloride  forms  brilliant,  yellow 
plates,  the  picrate  small,  very  soluble  prisms.  The  cadmio-iodide  is 
an  oil.  C.  F.  B. 

a-Picolylfurylalkine  and  a-Pipecolylfurylalkine.  By  0.  Klein 
(Ber.,  23,  2093 — 2090). — Furfuraldehyde  combines  with  a-picoline 
when  mixed  with  a  little  water  and  heated  at  140 — 15(J°  under 
pressure  for  8 — 9  hours,  no  elimination  of  water  taking  place.  The 
product  is  distilled  in  a  current  of  steam  to  remove  hydrocarbons  and 
unaltered  a-picoline  and  furfuraldehyde,  the  residue  extracted  with 
chloroform  and,  after  evaporation  of  the  latter,  distilled  under  dimi¬ 
nished  pressure.  The  base  passes  over  at  164°  under  20  mm.  pressure 
as  a  greenish  liquid,  which  solidifies  to  a  hard  yellow  cake.  On 
analysis  it  gave  numbers  agreeing  with  the  formula  CnHuN02,  and  it 
is  therefore  a-picohjlfurylalkine,  CsNH^CBvOI^OhOdlhOH;).  It  has 
a  characteristic,  not  unpleasant,  odour,  and  is  readily  soluble  in 
alcohol,  ether,  and  chloroform,  insoluble  in  water,  and  melts  at 
41 — 43°.  Its  plat  inochlo  rule ,  (Ci1H11N02)2,H2PtCl(j,  forms  brownish- 
yellow,  fascicular  aggregates  of  crystals  melting  at  100 — 102  with 
decomposition  ;  the  mercurochloride ,  CnHnN02,HHgCb,  crystallises  in 
beautiful,  iridescent  needles  melting  at  147 — 150°,  the  cadmio- 
iodide,  CuHnNOo.HCdlj,  in  yellowish-red  plates,  and  the  picrate, 
CnliiiNOsjCeHjNjOr,  in  yellow  needles  melting  at  157 — 10u°. 

When  a-picolylfurylalkine  is  treated  with  benzoic  anhydride,  it 
forms  benzoylpicolylfurylalkeine,  CuHioBzN02,  which  crystallises  in 
brown,  fascicular  aggregates  and  melts  at  47 — 49°.  Its  platinoc.Utoride , 
(Ci,H10BzNO2)2,H2PtCl6,  forms  small,  brown  needles  melting  at 
140 — 145°  with  decomposition,  and  its  mercurochloride , 

C„HwBzN02,HHgCl3, 

crystallises  from  dilute  hydrochloric  acid  in  pale  yellow  needles.  The 
corresponding  acetyl  derivative,  CiiH(0AcNOi,  could  only  be  obtained 
as  a  dark  brown  oil,  but  its  plat inochlo ride,  (CnH10AeNO2)2,l l2Pt(  l,. 
crystallises  from  water  containing  hydrochloric  acid  in  brownish 
needles  melting  at  103 — 105°,  and  its  viercurochloride, 

CllH10AcNO3,HHgClB, 

in  small,  yellow  needles  melting  at  152 — 155°  with  decomposition. 

On  reduction  with  sodium  in  alcoholic  solution,  «-pieolyllur>  1= 
alkine  is  converted  into  the  corresponding  hydro-base,  uynperolyb 
furylulkine.  This  is  a  yellowish  oil  boiling  at  218  -2:>l  (/On  rani.), 
and  118—123°  (15  mm.).  It  gradually  becomes  of  a,  darker  rolom, 
and  docs  not  yield  crystalline  salts.  *  ‘  '* 

Metanitro-a-stilbazole,  its  Reduction  Products,  and  Anisib 
idenepyridylalkine.  By  A.  Schukta.v  (Ber.,  23,  2710  -<\- 

M e tan i trobc n zal d e h y d c  was  treated  with  picoline,  (ho  mixtim  -ten  l 
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fied,  diluted  with  water,  extracted  with  ether,  and  finally  decomposed 
with  potash.  Metonitro-ob-dilbazole,  NOj,C6H4'CHICH,C6NH4,  then 
separated  in  brown  flakes  which,  when  purified  with  animal  charcoal 
and  recrystallised  from  alcohol,  formed  shining,  white  plates  melting 
at  120°,  dissolving  easily  in  alcohol,  ether,  chloroform,  and  carbon 
bisulphide,  sparingly  in  hot,  and  not  at  all  in  cold  water ;  its  solution 
is  neutral.  The  platinochloride ,  2Ci3H10X2Oj,H2PtCl6,  forms  yellow 
needles  melting  with  decomposition  at  240°.  The  mercurochloride, 
C13H1oN202,nHgCl3,  crystallises  in  groups  of  yellowish  needles  melt¬ 
ing  at  211°  with  decomposition.  The  picrate  forms  brilliant,  golden- 
yellow  plates  which  blacken  when  heated.  The  substance  also  yields 
a  bromine  additive  product  which  crystallises  from  alcohol  in  white 
needles  melting  at  145°. 

When  the  nitro-compound  is  reduced  with  tin  and  hydrochloric 
acid,  it  yields  metamido-a-st ilbazol e,  NH2,C8H4-CH!CH*C6NH4,  which 
crystallises  from  dilute  alcohol  in  yellowish  needles  melting  at  85°, 
and  when  dried  in  a  vacuum  has  the  composition  It 

is  a  di-acid  base  with  an  alkaline  reaction,  and  dissolves  sparingly 
in  water,  easily  in  alcohol,  ether,  and  chloroform.  The  platino¬ 
chloride. ,  2Ci3H]2Na,H2PtCk,H20,  forms  groups  of  very  soluble,  red¬ 
dish-yellow  needles  which  blacken  wlien  heated.  The  mercurochloride 
forms  groups  of  white  needles  very  soluble  in  water.  A  bromine 
additive  product  was  also  obtained. 

When  the  original  nitro-compound  is  reduced  with  sodium  and 
absolute  alcohol,  metamido-u-stilbazoline, 

is  obtained  as  a  strongly  alkaline,  yellow  oil  boiling  above  360°  under 
atmospheric  pressure,  and  at  200 — 205°  under  2-5  mm.  It  smells 
like  piperidine,  gives  the  nitroso-reaction  for  the  imido-group,  and 
-dissolves  in  alcohol,  ether,  chloroform,  and  hot  water.  Its  platino¬ 
chloride  forms  very  unstable,  yellow  plates.  Xo  other  crystalline 
salts  could  be  obtained. 

By  treating  picoline  with  anisaldehyde,  a nisilidenepyridyla l kin e, 
OMe,C6H4-CH!CH'05NH4,  was  obtained  in  brilliant,  white,  cetaceous 
plates,  melting  at  97°,  soluble  in  ether  and  chloroform,  and  sparingly 
in  hot  water. 

The  platinochloride,  2CuHi3NO,ILPtCl6,  forms  yellow  plates  melting 
at  184°.  C.  P.  B. 

Hydroxy- a-stilbazole  and  its  Derivatives.  By  F.  Butter 
(Ber.,  23,  2697 — 2700). — When  a-picoline  (10  grams),  salicylal- 
dehyde  (13  grains),  and  water  (7  grams)  are  heated  in  a  sealed 
tube  at  140°,  the  first  two  compounds  unite  together  directly.  The 
product  is  treated  with  hydrochloric  acid,  extracted  with  ether,  made 
alkaline,  and  distilled  in  a  current  of  steam.  The  residue  on  cooling 
deposits  the  crude  base  as  a  brown,  solid  mass,  which  is  recrystal¬ 
lised  from  dilute  alcohol  and  finally  from  water.  It  is  thus  obtained 
as  an  almost  white,  crystalline  compound  sparingly  soluble  even  in 
hot  water,  readily  in  alcohol  and  ether.  Analysis  confirmed  the 
formula  Ci3HnXO,  and  it  is  therefore  from  its  mode  of  formation 
h tj dr oxy-a.-stilh azole,  C5NH4,CH!CH*C6H4-OII.  It  is  neutral  towards 
litmus,  but  dissolves  in  acids  and  also  in  soda.  Its  platinochloride, 
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(CnHulS 0)2,  H2PtCI6,  forms  dull,  reddish-brown  needles  which  melt 
at  187 — 188°  with  decomposition,  and  its  mercurochloride  forms  radial, 
eccentric  groups  of  needles  melting  at  167 — 170°. 

When  hydroxy-a-stilbazole  (3  grams)  is  treated  with  soda  (0‘ 7 
gram)  and  ethyl  iodide  (2’3  grams)  in  aqueous  solution,  it  is  con¬ 
verted  into  ethoxy -a-stilbazole,  C5XH4-CK:CH-C6H4-OEt.  This  is  a 
yellow,  non-ery  stall  isable  oil,  which  yields  a  platinochloridc , 
(CiSH15XO)2,H2PtClc,  iis  a  reddish-yellow,  crystalline  powder  melting 
at  181 — 183°,  and  a  mercurochloride,  (0)511,5X0)2, HHgCb,  crystallising 
in  pale  yellow  needles  which  melt  at  91— 92u.  If  double  the  quantity 
of  ethyl  iodide  given,  above  be  taken,  ethoxy-x-stilbazole  ethioduP 
C5XH4-CH;CH’C6H4’OEt,EtI,  is  formed,  and  crystallises  from  hot 
dilute  alcohol  in  golden-yellow,  transparent  crystals  melting  at 
217-5°. 

Hydroxy-a-stilbazole  is  acted  on  by  bromine-water  in  hydrochloric 
acid  solution,  the  dibromide,  C5NH4-CHBrCHBr-C6H4-OH,  being 
formed  as  an  oil  which  solidifies  to  yellow,  crystalline  flocks.  On  re¬ 
duction  with  sodium  in  alcoholic  solution,  hydroxy-a-stilbazole  E 
converted  into  hydroxy-oL-stilbazoline ,  C5XH1o,CH2-CH2,C6ll.rO]rl . 
crystallising  from  light  petroleum  in  white,  arborescent  aggregates  of 
crystals  which  melt  at  93 — 91°,  and  do  not  yield  crystalline  salts. 

H.  G.  C. 

Derivatives  of  /3-Pyrazole.  By  Maqcenxe  ( Gompt .  rend.,  Ill, 
113 — 116). — An  aqueous  solution  of  nitrotartaric  acid  is  mixed  with 
a  corresponding  quantity  of  aldehyde  and  an  excess  of  ammonia. 
Heat  is  developed,  and  after  some  time  a  crystalline  mass  of  am¬ 
monium  /3-pyrazoIe-4  :  5-dicarboxylate  separates.  The  free  acid  is 
obtained  by  saturating  the  cold  ammouiacal  liquid  with  hydrochloric 
acid  ;  nitrogen  oxides  are  evolved,  and  hence  nitrotartaric  acid  has 
behaved  towards  the  alkali  as  if  it  were  the  symmetrical  dinit rou- 
ether  of  dihydroxy  tartaric  acid.  If  a  mixture  of  sodium  ilihvdi- 
oxy tartrate  and  aldehyde  is  boiled  with  excess  of  ammonia,  the 
slightly  soluble  sodium  salt  of  the  same  pyrazolocarboxylio  acid 
separates,  and  hence  it  is  clear  that  in  the  reaction  first  mentioned 
the  nitrotartaric  acid  is  first  converted  into  dihydroxy  tartaric  acid 
and  ammonium  nitrite. 

(i-Pyraz ole-4:  :  6-dicarboxylic  acid  (glyoxalinedicarboxylie  acid). 
C2X2H2(COOH)2,  is  obtained  from  formaldehyde  in  animoniaeai 
solution,  and  forms  a  white  powder  consisting  of  slender  needles  or 
microscopic  octahedra.  It  is  almost  insoluble  in  water,  and  its  salts 
with  the  alkalis  and  alkaline  earths,  although  crystal  lisa  ble,  tire  only 
slightly  soluble.  The  other  salts  are  generally  amorphous;  only  the 
mono-metallic  salts  are  well-defined.  Dry  distillation  converts  the 
acid  completely  into  /l-pyrazole  (glyoxaline). 

2-Methyl- f}-jjyr azole-4  :  5 -dicarban/hc  acid,  CjN.  Il  Me( (  001l)2  -I 
H20,  is  obtained  easily  from  ordinary  aldehyde,  ft  is  only  slightly 
soluble,  even  in  boiling  water,  but  crystal  I  ises  in  brilliant,  white 
needles,  which  begin  to  lose  water  at  about  130  ,  but  only  become 
anhydrous  at  170°.  The  mono-metallic  stilts  of  the  alkalis  mol 
alkaline  earths  arc  only  slightly  soluble,  but  crystallise  readily  in 
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anhydrons  crystals.  When  heated,  the  acid  yields  glyoxaletliyline  and 
carbonic  anhydride. 

Isobuti/lglyoxalinedicarboxylic  acid  and  pJienylglyoxalinedicarboxylic 
acid  are  obtained  in  a  similar  manner,  and  the  reaction  seems  to  be 
o-eneral  for  primary  aldehydes  of  simple  function.  Although  the 
c  mstitution  of  these  acids  shows  that  they  should  be  bibasic,  they  form 
only  mono-metallic  salts.  At  the  same  time,  the  acids  form  neither 
hydrochlorides  nor  platinochlorides,  and  hence  it  would  seem  that  the 
strongly  basic  pyrazole  nucleus  saturates  one  of  the  acid  functions. 

C.  H.  B. 

Constitution  of  Carbizines.  By  M.  Freund  and  F.  Kun  ( Ber.y 
23,  2821 — 2844). — Freund  and  Goldsmith  have  described  (Abstr., 
1888  1187)  a  series  of  compounds,  prepared  by  the  action  of  carbonyl 
chloride  on  acid  derivatives  of  phenylhydrazine,  which  they  regarded 

NH 

as  derivatives  of  the  hypothetical  carbizme  group  CO<  I  .  The 

JN 

corresponding  sulphur  compounds,  prepared  by  E.  Fischer  and 
Besthorn  (compare  Abstr.,  1888,  1091),  by  heating  phenyltliiosemi- 

N 

carbazide,  were  believed  to  have  the  formula  NPh<4i  since  they 

b’btl 

are  isomeric  with  the  substances  obtained  by  the  action  of  thio- 
carbonyl  chloride  on  acid  phenylhydrazine  derivatives.  It  is  found, 
however,  that  diplienylcarbazide  only  reacts  with  1  mol.  of  carbonyl 
chloride  or  thioc  irbonyl  chloride,  instead  of  2  mols.  as  would  be 
expected  from  the  constitution  of  the  carbizines.  Only  one  of  the 
oxygen  atoms  of  acetylphenylcarbazide  reacts  with  phosphorus  penta- 
chloride.  Contrary  to  expectation,  c irbonyl  chloride  has  no  action  on 
certain  compounds,  the  atoms  of  which  are  not  linked  in  a  ring. 
These  results  all  point  to  the  conclusion  that  acid  derivatives  of 
phenylhydrazine  are  tautomeric,  and  have  the  two  forms 

NHPlrNH-COR  and  NHPh-NiCR-OH  ; 

the  compounds  obtained  by  the  action  of  carbonyl  chloride  and  tliio- 
carbonyl  chloride  are  derived  from  the  second  form,  and  consequently 
J  NH‘N 

contain  the  complex  ^q.q It  is  proposed  to  term  the 

CHyNH  conh 

o-rnnrts  0<^  1  and  (J<  i ,,  I  biazoline  and  biazolone  respec- 

gioups  ^CHIX  r 

tively  ;  the  corresponding  sulphur  compounds, 

CONH  CS'NH  ,  CS’NH 

s<ch:n  ’  0<ch:n  ’ and  s<ch:n  ’ 


being  called  thiobiazolone,  i^-thiobiazolone,  and  dithiobiazolone. 

^  NPh-N 

FhenylazophenyltMobiazolone ,  I  ^>C*N2Ph,  is  prepared  by  the 

action  of  carbonyl  chloride  on  diphenylthiocarbazide  ;  it  crystallises 
from  alcohol  in  stellate  groups  of  golden  needles  melting  at  140°,  and 
is  insoluble  in  water,  but  readily  dissolves  in  ether,  benzene,  or  chloro- 
furm.  This  compound  is  derived,  in  all  probability,  from  the  tauto- 
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merie  form  of  the  carbazide  NHPlrN;C(SH)*NITNHPh  ;  it  may  also 
be  obtained  by  the  action  of  carbonyl  chloride  on  the  blue  dye 
NPh.N'CS*NII*NIIPh,  which  is  formed  by  the  oxidation  of  diplienyl- 
thiocarbazide. 

Phenylhydrazophenylthiobiazolone\  1  ^^C'NH-NIIPli,  is  obtained 

by  the  reduction  of  the  previous  compound  with  hydrogen  sulphide  ; 
it  crystallises  from  alcohol  in  small,  white,  interlaced  needles  melting 
at  124°,  and  is  more  readily  soluble  in  ether  or  alcohol  than  the  azo- 
derivative.  By  the  action  of  oxidising  agents,  or  of  carbonyl  chloride, 
the  azo-eompound  is  regenerated.  Experiments  with  tbiocarbonyl 
chloride  on  diphenylsulphocarbazide  were  unsuccessful. 

PhenylazopJienyldithiobiazolone ,  I  ^C*N2Ph,  is  prepared  by  the 

Ob - S 

action  of  tbiocarbonyl  chloride  on  the  above  blue  compound;  it  is 
deposited  from  benzene  in  dark-red  crystals  which  melt  at  lbO — ll>5° 
with  partial  decomposition,  and  are  readily  soluble  in  alcohol,  ether, 
chloroform,  and  glacial  acetic  acid,  but  more  sparingly  in  benzene  or 
light  petroleum.  On  reduction  with  hydrogen  sulphide, phenylhydrazo- 
NPlrN 

phenyldithiobinzolone ,  !  ^>C*NII'NIIPh,  is  formed,  crystallising 

in  brown  plates  which  melt  at  142°,  and  are  sparingly  soluble  in 
alcohol,  but  more  readily  in  ether,  benzene,  or  light  petroleum. 

NPlrN 

Phenylhydrazophenylbiazolune ,  ^^C’NIPNIIPh,  is  prepared 

by  heating  diphenylcarbazide  with  carbonyl  chloride  in  a  sealed  tube 
at  100°;  it  is  deposited  from  alcohol  or  glacial  acetic  acid  in  white 
crystals  which  melt  at  180 — 181°,  and  are  insoluble  in  benzene  and 
toluene,  but  soluble  in  ether  or  chloroform.  On  oxidation  with  ferric 

NPlrN 

chloride,  plienylazopheuylhiazolone,  ^>C'NoPh,  is  formed,  crys¬ 

tallising  from  alcohol  in  small,  yellow  plates  melting  at  108  -200  , 
By  the  action  of  tin  and  hydrochloric  acid  on  phenylhydrnzoplienvl- 
biazolone,  aniline  is  eliminated,  and  phenylamidobiazolonc {itmulophcuyl- 

carbizincarboxylic  acid),  q^>C’NII2,  is  formed. 

■^p  ^ 

Phenylazophenyl-ty-thiobiazolone,  I  ^>CKN2Ph,  is  prepared  by 

Oo  —  O 

the  action  of  thiocarbouyl  chloride  on  diphenylcarbazino  at  ■tot.)  ;  if  is 
deposited  from  glacial  acetic  acid  in  clusters  of  yellowish-red  crystals 
melting  at  170°  with  partial  decomposition,  and  is  readily  soluble  in 
all  the  ordinary  media  except  water. 

J  *  j ) 

Phenyhnethyldichlorobiazolone,\  is  prepared  by  heating 

a  mixture  of  phosphorus  pentaohloride  and  phenylmeth vlbinzolom 
(acetylphenvlcarbizine)  in  molecular  proportion  at  1  •»(>■’;  it  crystallises 
from  anhydrous  ether  in  stellate  groups  of  small,  white  needles  which 
melt  at  120 — 122°,  and  are  readily  soluble  in  benzene,  uldorotorui,  or 
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light  petroleum.  The  compound  is  slowly  decomposed  by  water  at 
ordinary  temperatures,  the  biazolone  being  regenerated.  Phenylmethyl- 
Y^-thiobiazolone  is  formed  by  the  action  of  hydrogen  sulphide  on  the 
bichloride  ;  it  has  been  previously  prepared  by  treating  aeetylphenyl- 
hydrazine  with  tliiocarbonyl  chloride.  All  attempts  to  prepare 
phcnylmethyltetrachlorobiazolone  were  fruitless.  Phenylthiocarb- 
amide  is  formed  by  the  action  of  phosphorus  pentasulphide  on 
phenylmethylbiazolone. 


Phenyhnethylimidobiazole,  CMe<^ 


N-XPh 

o-c:nh’ 


is  obtained  by  heating 


the  chlorinated  derivative  with  alcoholic  ammonia  in  a  sealed  tube 


for  3 — 4  hours  at  150° ;  it  crystallises  from  alcohol  in  small,  white 
needles  melting  at  112°,  and  is  readily  soluble  in  ether,  benzene,  or 
light  petroleum;  the  biazolone  is  regenerated  on  treatment  with  water. 
The  compound  could  not  be  obtained  byT  the  direct  action  of  ammonia 

NPlrN 

on  the  biazolone.  Phenylmethylbiazoline,  l  A>CMe,  prepared  by 

O  0-2  *  U 

the  reduction  of  the  chloro-compound  with  zinc  and  hydrochloric  acid, 
after  repeated  recrystallisations  from  alcohol,  is  deposited  in  slightly 
yellow  plates  melting  at  140°. 

Paradichlorohydrazobenzene  may  readily  be  obtained  from  paradi- 
chlorazobenzene  by  reduction  in  alcoholic  solution  ;  no  derivative  of 
carbonyl  chloride  could  be  prepared,  the  compound  being  either 


recovered  unaltered,  or  else  completely  decomposed,  according  to  the 
experimental  conditions.  Similar  results  were  observed  with  hydr- 


azotoluene,  and  also  with  the  three  compounds  obtained  by  Fries  by 
the  action  of  phenylhydrazine  on  cyanuric  chloride.  J.  B.  T. 


Quinazolmes.  By  S.  Gabriel  and  It.  Jans ex (Ber.,  23, 2S07 — 2814). 
—  Orthonitrobevzylbenzamide ,  NOvCglfrCHvNHBz,  is  prepared  by 
treating  an  aqueous  solution  of  orthonitrobenzy  lamine  hydrochloride 
(1  mol.)  with  sodium  hydroxide  (2  mols.)  and  benzene  chloride 
(1  mol.)  ;  after  some  time,  the  oil  which  forms  solidifies,  and  on  re¬ 
crystallisation  from  alcohol  the  compound  is  deposited  in  colour¬ 
less  needles  melting  at  110 — 112°.  Orthoamidobenzylbenzamide , 
NH2-C6HJ-CH2*iSTHBz,  is  formed  by’  the  reduction  of  the  nitro-com- 
pound  with  alcoholic  hydrochloric  acid  and  zinc  ;  the  product  is  treated 
with  excess  of  sodium  hydroxide,  and  extracted  with  ether;  the  residue 
remaining  after  evaporation  of  the  ether  crystallises  from  benzene  in 
needles  which  melt  at  108 — 109°  (180 — 190°  ?).  It  is  readily  soluble 
in  ether,  alcohol,  chloroform,  and  dilute  acids.  On  distillation,  it 
yields  benzonitrile,  orthotoluidine,  water,  and  phenylquinazuline, 

CH "  N 

c‘H*<iA  which  boils  above  300°,  and  crystallises  from  methyl 

alcohol  in  yellow,  rhombic  needles  melting  at  100 — 101° ;  it  is  a  feeble 
base,  and  yields  a  colourless,  crystalline  hydrochloride. 

Orlhoamidobevzylacetaviide,  XHo'CetfrCHvNHAc,  is  prepared  from 
orthonitrobenzylacetamide  by  reduction  with  zinc  and  hydrochloric 
acid  ;  it  is  readily  soluble  in  ordinary  menstrua,  and  crystallises  from 
water  in  long  needles  melting  at  112  o — lld’o0.  The  ylatinochloride 
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is  crystalline.  On  distillation,  water  is  eliminated,  and  above  300° 

CHvN  H 

ft  vieth i/ld ihydroguinazollne ,  CcH4<^  J)  ^  j  passes  over  as  a  yellow, 

viscid  liquid,  which  becomes  colourless  on  purification;  it  is  bitter 
to  the  taste,  and  the  aqueous  solution  has  an  alkaline  reaction.  The 
hydrochloride ,  crystallises  from  methyl  alcohol  in  short,  colourless 
prisms  which  remain  solid  at  250°.  The  picrate  is  deposited  from 
water  in  long  needles  which  soften  at  about  180°  and  melt  at  200°. 
Ihe  dichromate  forms  slender,  reddish-yellow  needles.  The  ylatino- 
chloride  is  obtained  in  yellow  needles. 

Orthonitrobenzylformumide,  NO/C^Ij'CHo’NH’CHO,  is  prepared  by 
boiling  orthonitrobenzy lamine  hydrochloride  with  anhydrous  sodium 
formate  and  glacial  formic  acid  for  H  hours  in  a  retiux  apparatus  ;  after 
treatment  with  water,  the  compound  is  deposited  in  compact  aggregates 
of  colourless,  lustrous  crystals  melting  at  88 — 90°.  On  reduction 
with  zinc  and  hydrochloric  acid,  it  yields  dihydroquiitazoline , 

„  „  (JHyNH  ,  .  ,  . 

which  is  a  yellow,  viscid  liquid;  its  aqueous  solution 

has  an  alkaline  reaction.  The  hydrochloride  is  deposited  from  absolute 
alcohol  in  small  crystals.  The  picrate  crystallises  from  absolute 
alcohol,  and  melts  at  about  215°,  with  previous  softening  at  200°.  The 
dichromate  and  platinochloride  are  sparingly  soluble,  and  crystalline. 

J.  I>.  T 

Dihydroquinazolines.  By  C.  Paal  and  F.  Krecke  (Her.,  23, 
2631 — 2611). — It  has  been  shown  by  Paal  and  Busch  (this  vol., 
p.  71)  that  the  formyl  compounds  of  orthonitrobenzylaniline  and  of 
orthonitrobenzyl-ortho-  and  para-toluidine  are  converted,  on  reduc¬ 
tion,  into  derivatives  of  quinazolinc.  The  authors  have,  moreover, 
examined  the  action  of  reducing  agents  on  ortkonitrobeuzvlacet- 
anilide,  and  find  that  in  this  case  also  a  quinazoline  derivative  is 
readily  formed. 

Orthonitrohenzylacetanilide ,  NOa'CeHi'CHo’NAcPh,  is  readily  ob¬ 
tained  by  boiling  orthonitrobenzylaniline  for  1- -2  hours  with  acetic 
anhydride  (compare  Lellman  and  Stick*!,  Abstr.,  1886,  793).  It 
forms  large,  transparent,  yellowish  crystals  which  melt  at.  7.>°,  ami 
are  insoluble  in  water,  sparingly  soluble  in  light  petroleum,  but 
readily  in  the  other  common  organic  solvents.  On  reduction  with 
tin  and  hydrochloric  acid  in  alcoholic  solution,  it  yields  the  stanno- 

NrJt'.Mo 

chloride  of  ‘Z-methyl-'S-jdieuyldihydroquiuazoliue,  | 

which  iseonverted  into  the  hydrochloride,  Gjgl IhN3,1I( M,  by  treatment 
with  hydrogen  sulphide  in  dilute  alcoholic  solution.  This  forms 
colourless,  transparent  crystals  containing  2  mols.  1  L(),^  readily 
soluble  in  hot  water  and  alcohol,  which  melt  at  2o6— 2->7  .  I  he 
platinochloride ,  CisHuN^HjPtUls,  crystallises  Irom  hot  alcohol  in 
lustrous,  flat,  orange  needles  which  decompose  at  223  .  !<>  obtain 

the  free  base,  the  pure  hydrochloride  is  decomposed  with  alkali,  the 
separated  oil  extracted  with  ether,  and  the  ethereal  solution  dried 
and  evaporated.  The  residual  oil  gradually  solidifies,  and  tuny  then 
be  recrystallised  from  benzene.  It  forms  rosette-shaped  groups  of 
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waxy  needles  which  melt  at  58 — G0°,  and  are  insoluble  in  water, 
moderately  soluble  in  light  petroleum,  and  readily  in  other  organic 
solvents  and  in  mineral  acids  ;  with  the  latter  it  forms  stable,  well- 
crystallised  salts. 

When  orthonitrobenzylaniline  is  reduced  with  tin  and  hydrochloric 
acid,  it  does  not  yield  the  corresponding  orthamidobenzylaniline,  but 
a  base  having  the  empirical  formula  C^H^No.  It  crystallises  from 
hot  alcohol  in  almost  colourless  needles  melting  at  81 — 83°,  insoluble 
in  water,  sparingly  soluble  in  light  petroleum,  readily  in  concentrated 
acids  and  organic  solvents,  and  unlike  orthoamidobenzylaniline  it 
does  not  yield  a  qninazoline  derivative  when  boiled  with  formic  acid. 
Its  platinnchloride  is  a  yellow,  floceulent  precipitate. 

The  above  results  agree  well  with  those  obtained  by  Lellmann  and 
Stickel  (loc.  cit.),  but  not  with  those  of  Soderbaum  and  Widman 
(this  vol.,  p.  1258).  The  latter  investigators  state  that  orthonitro- 
benzyltoluidine  and  orthonitrobenzanilide,  on  reduction,  simply  pass 
into  the  corresponding  amido-compounds;  and  do  not,  as  Lellmann 
and  Stickel  state,  undergo  condensation,  forming  a  closed  chain  of 
carbon  and  nitrogen  atoms.  Possibly  this  discrepancy  is  due  to  the 
different  methods  of  reduction  employed.  H.  G.  C. 

Oxidation  Products  of  Orthodiamines  and  Orthoamido- 
phenols.  By  0.  Fischer  and  E.  Hepp  (Her.,  23,  2787 — 2789; 
compare  Abstr.,  this  vol.,  p.  801).  —  The  authors  assigned  the 
GH  *  C*V 

formula  XH^  H  l  )>C6H4  to  the  eurhodine  obtained  from  ortho- 
CjHpC'N 

phenylenediamine  and  benzeneazo-a-naphthylamine  ;  corresponding 
compounds  have  been  prepared  from  orthophenylenediamine  and 
benzeneazoethylnaphthylamine,  and  benzeneazodimethyl  naphthyl- 

CH  ‘  ONH 

amine,  respectively.  The  imide  formula,  XH!C<(,,  ■ _  ^>C6H4, 

OflJiG'O — .N 

advanced  by  Kehrmann  (this  vol.,  p.  126G)  for  the  above  compound 
from  benzeneazo-a-naphthylamine,  is  regarded  by  the  authors  as 
being  a  tautomeric  form  of  their  own.  It  is  found  that  the  action  of 
amido-compounds  on  orthodiamines  is  not  uniform ;  amidoazo-a- 
naphthy lamine  derivatives  take  part  in  the  reactiou,  whilst  amido- 
azobenzene  derivatives  chiefly  act  as  dehydrogenating  agents  ; 
thus  diamidophenaziue  is  obtained  from  orthophenylenediamine  and 
amidoazobenzene,  whilst  triphenyldioxazine  is  formed  by  the  action 
of  orthoamidophenol  on  amidoazobenzene.  J.  B.  T. 

Fluorindine.  By  0.  Fischer  and  E.  Hepp(£<??\,  23,  2789 — 2793; 
compare  next  abstract). — The  term  fluorindine  is  applied  to  a 
class  of  compounds  formed  by  heating  azophenine,  or  almost  any 
induline  base,  and  also  by  the  action  of  orthophenylenediamine 
hydrochloride  on  diamidophenazine,  the  red  oxidation  product  of 
orthophenylenediamine. 

Fluorindine  from  Azophenine. — On  heating  azophenine  alone,  or 
with  2 — 3  parts  of  zinc-dust,  fluorindine  (diphenyUiomofluorindine) , 

C6HJ<^>C6H2<^p]i  >C6H4  [X  :  X  =  2  :  3  :  5  :  G],  is  obtained, 
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in  cantharidine-green  needles;  it  may  be  recrystallisecl  from  naph¬ 
thalene,  or  by  treatment  with  a  mixture  of  alcohol  and  benzene  for  a 
day  in  an  extraction  apparatus.  It  is  almost  insoluble  in  ether, 
toluene,  and  chloroform,  and  imparts  a  characteristic  fluorescence  to 
alcohol  ;  the  solution  is  flame-coloured  in  direct  light,  but  on  adding 
an  acid,  the  colour  changes  to  greenisli-bluo,  with  a  brown-red 
fluorescence.  No  definite  melting  point  could  be  observed,  as  the 
compound  partially  sublimes  on  heating;  the  colour  of  the  vapour  is 
blue-violet.  The  compound  is  not  acted  on  by  hydrochloric  acid  at, 
250J,  and  is  only  partially  changed  by  concentrated  hydriodic  acid  at 
200°.  Fluorindine  is  a  feeble  base,  and  consequently  its  dyeing 
powers  are  not  well  developed.  On  boiling  with  alcohol  and  an  acid, 
the  corresponding  salt  is  obtained;  most  of  the  salts  crystallise  in 
bronze,  lustrous  plates,  they  readily  undergo  dissociation,  and  are 
insoluble  in  water,  but  dissolve  sparingly  in  alcohol  with  a  blue  colour. 
The  aurochloride,  H4, H A  uCl4  +  ILO,  crystallises  in  iridescent, 

lustrous  plates. 

In  the  preparation  of  fluorindine  by  heating  azophcnine,  a  violet 
dye  is  formed  as  intermediate  product;  it  is  to  be  regarded  as  an 

induliiie  with  the  formula  CgH4<^  ^^C6H.,(yHPl])'NPh. 

Floorindixe  from  Diamidopiiexazixe. — Diamidophenazine  (4  parts) 
is  intimately  mixed  with  orthophenylaminedianiiue  (3  parts),  and 
heated  in  an  oil-bath,  first  at  173°,  then  for  10 — 15  minutes  at 
200 — 210°;  the  product  is  boiled  with  water,  and  then  with  dilute 
sulphuric  acid  ;  a  greenish  powder  remains,  from  which  the  free  base 
is  obtained  by  the  action  of  alcoholic  ammonia.  The  compound  is  very 
sparingly  soluble  in  all  menstrua,  but  by  prolonged  boiling  with  a 
mixture  of  alcohol  and  benzene  it  crystallises  f,n  slender,  greenish, 
lustrous  plates;  it  dissolves  slightly  in  alcohol  with  a  red- violet 
colour,  and  the  solution  exhibits  an  intense  brownish-red  fluorescence. 
The  general  properties  of  this  substance  resemble  those  of  the 

previous  base;  it  has  the  formula  C6H4<^!vj^Gg | )>(•$! Ii, 

and  it  is  proposed  to  term  it  Jioinojiuorindina.  In  all  probability 
it  is  derived  from  the  tautomeric  form  of  diamidophenazine, 

C6II4< C6 Ho( N H2)'.NH.  These  results  show*  that  the  lluor- 

indines  stand  in  the  same  relation  to  tri 
does  to  phenoxazine. 

Action  of  Quinones  on  Orthodiamines,  Orthonitraniline, 
and  Nitroparatoluidine.  By  .1.  Leicester  (/>Vr.,  23,  2 7'. >3  27!'b; 
compare  preceding  abstract). — Quinoncorthodiuitriunhu e, 

C6H202(NH-C6H4-X02)2  [0  :  NH  :  O  :  Nil  =  1  :  2  :  4  :  M, 

is  prepared  by  gently  boiling  quinone  with  orthonitraniline  in  glacial 
acetic  acid  solution  ;  it  crystallises  from  absolute  alcohol  in  red 
needles  melting  at  3U5°  with  decomposition. 

Quinonehomofluorindine,  obtained 


phenodioxazinc  as  plienazine 
J.  It.  T. 
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bv  heating  the  previous  compound  with  alcoholic  hydrogen  sulphide 
at  100°  in  a  sealed  tube;  colourless  crystals  are  formed  in  the  tube, 
which  immediately  become  bluish-black  on  exposure  to  air;  the  com¬ 
pound  is  deposited  from  a  mixture  of  alcohol  and  benzene  in  dark-green, 
granular  crystals,  closely  resembling  those  of  homofluorindine ;  the 
glacial  acetic  acid  solution  is  blue,  and  exhibits  an  intense  character¬ 
istic  fluorescence,  especially  on  the  addition  of  a  little  alcohol. 

Quin oneorthonitrotoluidide,  CeHaOrNH'ChHpNOa  [0  :  NH  :  0  = 
1:2:4],  the  chief  product  of  the  action  of  quinone  on  nitro. 
paratolnidine,  [Me  :  N02  :  NIL  =  1:3:4],  is  deposited  from  abso¬ 
lute  alcohol  in  aggregates  of  red  crystals,  decomposing  at  about 
300°. 

QuinonediortlwvitrotnlniJide,  CeHiO^NH^He'NO,)^  is  formed 
together  with  the  previous  compound  ;  it  corresponds  in  constitution 
to  the  nitraniline  derivative,  is  more  sparingly  soluble  in  alcohol  than 
the  previous  compound,  and  crystallises  in  bronze-coloured  plates 
which  decompose  at  140°. 

N 

Quinonejiaramethylphenazine,  C6II202<[jl^>C6H3Me  [O  :  N  :  N  :  O  = 

1  :  2  :  3  :  4;  Me  :  N  :  N  :  =  4  :  5  :  6],  is  prepared  by  the  action  of 
alcoholic  ammonium  sulphide  on  nitrotoluidoquinone  at  100°  ;  it  forms 
a  bronze-coloured,  crystalline  powder  soluble  in  alcohol  with  a  violet 
colour;  the  glacial  acetic  acid  solution  is  greenish-blue,  and  on 
addin<r  dilute  sulphuric  acid,  it  acquires  a  faint  red  fluorescence. 

Nitranilidotoluquinone,  CsHjMeOyNILCsHi’NOs  [O  :  Nil  :  O  :  hie 
=  1:2:4:  G],  is  obtained  from  toluquinone  and  orthonitraniline  ; 
it  is  deposited  from  alcohol  in  red  crystals,  which  decompose  at  200 J. 
By  the  action  of  alcoholic  ammonium  sulphide  on  this  compound, 

N 

quinonephenotolazine ,  C6HMeOj<^^.^>C6Hi  [N  :  N  :  Me  =  2  :  3  :  5],  is 

produced,  crystallising  in  small,  red  plates,  soluble  in  glacial  acetic 
acid  with  a  green  colour;  the  solution  exhibits  a  red  fluorescence  on 
the  addition  of  dilute  sulphuric  acid. 

Nitroioluidotoluqninove ,  CsILMeCVNILCsILMcNC^  [NH  :  Me  = 

2  :  G],  obtained  from  toluquinone  and  nitroparatoluidine 

[Me  :  NO,  :  NH,  =  1:3:4], 

crystallises  in  brown  plates.  On  reduction,  this  compound  yields 

quinonetolazine ,  C6IIMe02<[.^.]>C6H;,Me  [N  :  N  :  Me  =  2:3:  5], 

which  crystallises  from  alcohol  in  small  plates  with  a  dark-red 
sheen;  it  is  soluble  in  glacial  acetic  acid,  the  colour  of  the  solution 
being  green  ;  the  addition  of  dilute  sulphuric  acid  causes  a  faint  red 
fluorescence. 

Ortlionitranilidonaplithaquinone  is  prepared  from  a-naphthaquinone 
and  orthonitraniline ;  it  is  deposited  from  alcohol  in  straw-coloured 
crystals,  which  appear  carmine-red  in  a  finely-divided  state  ;  by  the 
reduction  of  this  compound,  the  corresponding  naphthaquinouephen- 
N 

azine ,  CioHi02<^>C6H4,  is  obtained,  crystallising  from  alcohol  in 
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green  plates;  the  solution  is  brown,  and  has  a  faint  green 
fluorescence.  Nitrotoluidonaphthaqninone  is  formed  from  a-naphtlia- 
qninone  and  nitroparatoluidine,  [iMe  :  N02  :  NH  =1:3:4";  it 
crystallises  in  lustrous,  orange-red  needles;  the  alcoholic  solution  is 
brownish-yellow.  On  reduction,  a-nnphthaquimnetolazine , 

C,oHA<S>C6H3Me, 

jN 

is  obtained,  crystallising  from  alcohol  in  steely  bluish-green  plates. 
The  alcoholic  and  glacial  acetic  acid  solutions  are  greenish-yellow, 
and  exhibit  a  faint  green  fluorescence.  The  compound  dissolves  in 
concentrated  sulphuric  acid  with  a  green  colour.  J.  B.  T. 

Attempts  to  Synthesise  Conhydrine.  By  H.  Alexander  ( Her ., 
23,  2714 — 2715). — From  the  resemblance  between  a-pipeeolyhnethyl- 
alkine,  CsNHw'CHVCHMc-OH,  and  the  isomeric  conhydrine,  Laden- 
burg  has  expressed  the  belief  that  the  latter  compound  is  likewise  an 
alkine.  In  that  case  it  would  probably  be  an  a-lupetidyl  alkiue, 
CsNHio-CHcCHs-CHs'OH,  or  an  a-piperidylctlivlalkine, 

|C5NlI|0*CHEt-OH. 

The  author  has  endeavoured  to  prepare  the  lutidyl  compound  corre¬ 
sponding  with  the  first-named  alkine  by  acting  on  a-picoline  with 
ethylene  chlorhydrin.  A  base  was  thus  obtained  th e  platinnchloridr 
of  which  forms  well-developed  yellowish-red  crystals  melting 
at  200°  with  decomposition,  and  has  the  expected  composition 
(C8HuNO)2,H2PtCls.  The  free  base  could,  however,  only  be  prepared 
in  aqueous  solution,  all  attempts  to  prepare  the  anhydrous  compound 
resulting  in  the  formation  of  resinous  matter.  The  uurorhloride  of 
the  base,  C8HnNO,HAnCl4,  has  also  been  obtained,  and  forms  small, 
lustrous,  yellow  crystals  which  melt  at  99 — 100°. 

An  attempt  was  also  made  to  prepare  lupetidylalkine  by  acting  on 
a-pipecoline  with  ethylene  chlorhydrin,  but  without  success. 

II.  G.  G. 

Strychnine.  By  J.  Tafel  ( Tier .,  23,  2731 — 2739).-  -Strychnine 
was  suspended  in  methyl  alcohol  and  boiled  with  methyl  iodide  in  ii 
reflux  apparatus.  It  was  thus  converted  into  the  niethiodide.  which 
was  separated  and  decomposed  with  silver  sulphate.  T  he  clear 
solution  was  then  treated  with  barium  hydroxide,  the  excess  of  the 
latter  removed  by  sulphuric  acid,  and  the  solution  filtered,  and  evapo¬ 
rated  in  a  vacuum.  Methy hirychniue  then  separated  out  in  colourless 
or  faintly  yellow  crystals  with  the  composition  ( L  y  these, 
.when  dried  in  a  vacuum  and  finally  at  10S  ,  lost  water,  yielding  the 
colourless  compound  CjjILgNjO^,  which  is  very  hygioseopie  nnd 
readily  takes  up  2  mols.  of  water,  forming  the  compound  I l-r N-O,, 

+  2il  o.  _ 

IVfethylstrychniue,  when  treated  with  methyl  alcohol  and  metli\l 
iodide,  readily  yields  a  methiodide,  C^Il^NAI,  which  is  insoluble  in 
ether,  sparingly  soluble  in  hot  alcohol,  and  more  so  in  boiling  water. 
It  decomposes  above  280a  without  melting,  and  gives  a  blood-red 
coloration  with  strong  nitric  acid.  By  treatment  with  silver  sulphate 
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and  barium  hydroxide  as  above,  it  is  converted  into  dim»thyl$trych- 
nine,  which  crystallises  from  water  in  brilliant  prisms  with  the  com¬ 
position  C-^TImNiOa.  These  lose  water  in  a  vacuum,  yielding  the 
compound  C23H3SN0OJ.  It  dissolves  easily  in  methyl  and  ethyl  alcohol 
and  liot  water,  very  sparingly  in  ether;  the  aqueous  solution  is 
neutral,  and  is  coloured  blood-red  by  oxidising'  agents.  The 
hydriodide  dissolves  in  15  parts  of  hot  water,  and  crystallises  from  it 
in  small  plates.  Its  methiodide,  prepared  as  above  described,  crystal¬ 
lises  from  water  in  colourless  needles  of  the  composition  C24H31N2O.J. 
but  when  treated  with  silver  sulphate  and  barium  hydroxide,  it  yields, 
not  a  tri methyl-,  but  a  dimethyl-strychnine  derivative.  C21H2SN2O3I. 

By  heating  strychnine  (15  grains)  with  crystallised  barimn  hydr¬ 
oxide  (o0  grams),  and  water  (40  c.c.)  for  12  hours  at  140°  in  a 
tube,  strychnine  dihydroxide  was  formed,  and  precipitated  by  acidifying 
the  solution  with  acetic  acid  ;  on  dissolving  the  product  in  dilute 
aqueous  soda  and  precipitating  with  carbonic  anhydride,  it  is  obtained 
in  colourless  needles  of  the  composition  C2iH2eX20j. 

By  heating  strychnine  dihydrate  with  sodium  methoxide  and 
methyl  iodide  in  a  closed  tube  in  the  water-bath,  the  methiodide 
of  tetramethylstrychnine  dihydroxide,  CV  HVlNLCfil,'.! H20,  was  obtained  ; 
it  crystallises  from  water  in  long,  tbiu  needles  which  lose  their  water 
in  a  vacuum. 

When  working  in  the  manner  described  by  Loebisch  and  Sfihoop 
(Abstr.,  1886,  814),  for  the  preparation  of  “  strychnol,”  a  substance 
is  obtained  which  is  really  strychnine  monhydroxide ,  CbiH^NsCL^ILjO  ; 
this  crystallises  from  water  in  colourless  needles,  and  loses  its  water 
in  a  vacuum.  C.  F.  B. 

Crystalline  Veratrine.  ByF.  B.  Aurlxs  (Her.,  23,  2700 — 2707). 
—  E11  addition  to  the  crystalline  aurochloride  described  by  Bossetti 
(Arch.  Phann.,  1883,  81),  veratrine  also  forms  a  crystalline  mercuro- 
cldoride,  C32H49N09,HHgCl;,,  and  pier  ate,  C^HjaNO^CsHaNgO,.  The 
former  crystallises  in  small,  silvery  plates  which  melt  at  172°  with 
decomposition,  whilst  the  latter  forms  stable  crystals  wdiieh  blacken 
at  225°,  but  may  be  heated  still  higher  without  undergoing  further 
alteration.  Both  are  very  slightly  soluble  in  water,  but  dissolve 
readily  in  alcohol. 

Veratrine  unites  with  bromine  forming  a  tetrabromide ,  C^ILgNOgB^, 
which  is  an  amorphous,  yellow'  powder  insoluble  in  water,  but  readily 
soluble  in  alcohol,  ether,  and  chloroform.  It  readily  loses  2  atoms  of 
bromine,  passing  into  the  dibromide,  C32HwN09Br2,  also  a  pale-yellow, 
amorphous  powder. 

The  action  of  alcoholic  potash  on  veratrine  has  been  examined  by 
Wright  and  Luff  (Trans.,  1878,  328),  and  that  of  alcoholic  baryta  solu¬ 
tion  by  Bossetti  ( loc .  cit.).  The  former  investigators  oblained  tiglic 
acid  and  a  new' base  “cevine”  C21H4lXOSi,  whilst  the  latter  found  angelic 
acid  and  u  ccvidine,”  C27H15N09.  The  author  has  confirmed  these 
results  w'ith  the  exception  that  in  Wright  and  Luff’s  reaction  lie  finds 
that  angelic  acid  is  first  formed,  and  is  converted  by  later  reactions 
into  tiglic  acid.  This  decomposition  takes  place  very  readily,  being 
brought  about  by  cold  aqueous  potash,  and  also,  though  more  slowly, 
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by  cold  dilate  ammonia.  It  also  takes  place  when  veratrine  is  heated 
with  water  at  200°,  a  large  quantity  of  resin  being  simultaneously 
formed. 

When  the  alkaloid  is  boiled  with  concentrated  hydrochloric  acid, 
it  yields  tiglic  acid,  CsH.,02,  and  a  lustrous,  ruby-red,  crystalline  mass, 
which  is  probably  the  hydrochloride  of  a  new  base.  On  treatment 
with  nitric  acid,  veratrine  is  totally  oxidised  ;  with  potassium  per¬ 
manganate,  it  yields  acetic  and  oxalic  acids,  and  with  chromic  acid, 
acetaldehyde  and  carbonic  anhydride.  On  dry  distillation,  it  yields 
tiglic  acid  and  /l-picoline,  the  properties  of  which  correspond  with 
that  obtained  from  strychnine,  and  differ  in  several  points  from  the 
synthetical  2-methylpyridine.  When  distilled  with  quicklime,  vera¬ 
trine  yields  /3-picolinc,  /l-pipccoline,  isobutylene,  and  a  combustible 
gas  not  absorbed  by  bromine.  H.  G.  C. 

Oxidation  of  Ecgonine.  By  C.  Liebekmann  ( Ber .,  23,  2518 — 
2522). —  It  has  been  shown  by  Einhorn  (this  vol.,  p.  1010)  that  when 
anhydroecgonine  is  heated  with  hydrochloric  acid  it  yields  tropidine; 
it  seemed  probable,  therefore,  that  ecgonine  and  tropine  would  give 
the  same  oxidation  products  under  the  same  conditions,  an  assump¬ 
tion  which  is  shown  to  be  correct  by  the  author’s  experiments. 

When  ecgonine  (100  grams'*  is  oxidised  with  chromic  acid  and 
sulphuric  acid  in  the  manner  described  by  Merling  (Annalcn,  216, 
329),  a  brown,  syrupy  acid  is  obtained;  on  boiling  this  product 
with  alcohol,  there  remains  a  considerable  quantity  (about  18  grams) 
of  tropinic  acid,  identical  with  the  compound  obtained  by  Merling  by 
the  oxidation  of  tropine,  and  the  alcoholic  filtrate,  on  evaporation, 
yields  a  brown,  semi-crvstalline  mass,  from  which  an  acid  of  the  com¬ 
position  CtHuNOs  can  be  isolated  without  difficulty. 

Tropinic  acid,  C&H,.,X04,  melts  at  253°  with  decomposition  (Merling 
gives  220 — 210°  as  the  melting  point),  and  is  very  readily  soluble  in 
water,  but  very  sparingly  in  alcohol,  and  insoluble  in  ether  and 
benzene  ;  it  decomposes  carbonates,  and  seems  to  be  a  monoearboxylic 
acid.  The  barium  salt,  (CaII12N04)2Ba,  and  the  calcium  salt, 
(CsH12N04)2Ca,  are  very  hygroscopic;  the  zinc  salt  crystallises  in 
colourless  needles,  and  the  lead  salt  is  soluble  in  water.  The  silver 
salt  is  very  readily  soluble  in  water,  and  is  unstable.  Tropinic  acid 
is  immediately  oxidised  by  potassium  permanganate,  even  in  the  cold. 
The  hydrochloride,  CkH13N04,1IC1  +  H20,  is  crystalline,  and  melts 
below  100°  with  decomposition;  the  aurocldoride ,  C  „ir|3NO|,lIAi]t  l(, 
crystallises  in  golden  prisms,  and  the  plat iuochloride  is  very  readily 
soluble.  The  formation  of  tropinic  acid  from  ecgonine  allords  fresh 
evidence  of  the  close  relationship  existing  between  ecgonine  and 
tropine. 

The  acid,  of  the  composition  C7IInNO,),  referred  to  aho\e,  separates 
from  water  or  alcohol  in  well-defined  crystals,  melts  at  11/  J  ^ s  > 
and  is  readily  soluble  in  alcohol  ;  it  decomposes  carbonates  and  forms 
soluble  salts,  but  it  does  not  reduce  potassium  permanganale  like 
tropinic  acid.  The  silver  salt,  C7I l,(lNO:tAg,  is  very  readily  soluble  m 
water.  The  calcium,  salt,  (C7I fn)X03)2Ca,  and  the  human  salt, 
(C7Hl0NO;S)2Ba,  crystallise  in  needles.  The  hydrochloride  is  u  crystal- 
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line,  deliquescent  compound.  About  14  grams  of  this  substance  are 
obtained  by  tbe  oxidation  of  100  grams  of  ecgonine.  E.  S.  K. 

Compounds  of  Haemoglobin  and  Oxygen.  By  C.  Bohr 
( Compt .  rend.,  Ill,  195 — 197). — Haemoglobin  seems  to  form,  with 
oxygen,  four  compounds,  which  have  the  same  spectrum,  and  similar 
curves  of  dissociation,  but  differ  in  the  proportion  of  oxygen  which 
they  contain,  namely,  0‘4,  0‘S,  1'7,  and  2‘7  c.c.  of  dissociable  oxygen 
per  gram.  The  details  of  the  investigation  will  be  published  sub¬ 
sequently.  C.  H.  B. 


Physiological  Chemistry. 


Influence  of  Cooking  on  the  Digestion  of  Beef  and  Fish. 

By  M.  Popoff  ( Zeit .  physiol.  Chem..  14,  5*24 — 532). — The  foods 
investigated  were  the  fresh  and  smoked  flesh  of  the  ox,  and  of  the  eel 
and  sole.  Quantities  of  these,  both  raw  and  boiled,  were  submitted 
to  artificial  gastric  digestion  ;  the  soluble  products  were,  after  a 
fixed  time,  estimated,  and  the  undigested  residue  was  also  weighed. 
The  general  results  obtained  ai*e  as  follows  : — 

1.  Raw  flesh  is  more  easily  digested  than  that  which  has  been 
boiled ;  this  difference  is  more  apparent  with  beef  than  fish. 

2.  The.  length  of  time  that  the  boiling  lasts  has  also  an  effect ; 
iudigestibility  and  prolonged  boiling,  especially  in  the  case  of  beef, 
going  together. 

3.  After  the  two  varieties  of  flesh  have  been  cooked  equallv,  beef 
is  more  digestible  than  fish. 

4.  The  smoking  of  fish  favours  its  peptonisation ;  this  is  true  for 
both  raw  and  cooked  smoked  fish.  In  the  case  of  beef,  smoking  has 
just  the  opposite  effect. 

5.  Admixture  of  fat  with  fish  does  not  hinder  its  digestion,  as  is 
the  ease  with  mammalian  meat,  but  rather  assists  it. 

The  following  table  gives  the  relative  digestibility,  with  artificial 
gastric  juice,  of  the  various  meats  used  : — 


Raw.  Boiled.  Smolted.  Smoked  and  boiled. 

Beef  .  100*0  83*4  71*0  GO  G 

Eel .  71*1  GS‘9  91*3  — 

Sole .......  66*8  GO  G  10G*1  — 

W.  D.  H. 


Effect  of  “  Saccharin  ”  on  the  Digestion  of  Albuminoids. 

By  A.  Stutzek  (. Laadw .  Yersuchs-Stat.,  38,  G3 — 68).—  Commercial  sac¬ 
charin  is  a  mixture  of  benzoic  sulpliinide  and  about  40  per  cent,  of 
benzoic  parasnlphonamide.  Experiments  made  by  the  author  in  1884 
indicated  a  very  slight  hut  immaterial  diminution  in  the  amount  of 
albuminoids  digested  by  gastric  juice.  The  following  experiments 
were  made  with  earth-nut  cake,  the  albuminoids  of  which  are  very 
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quickly  d’gested : — (a)  experiments  with  saccharin  without  gastric 
juice  or  hydrochloric  acid;  (h)  action  of  varying  amounts  of  sac¬ 
charin  on  100  milligrams  of  nitrogen,  in  the  form  of  digestible  albumin, 
in  presence  of  0  05  per  cent,  of  hydrogen  chloride;  (c)  same  as  (b), 
but  with  gastric  juice  also;  (d)  same  as  (e),.but  10  per  cent,  and 
lb  per  cent,  hydrogen  chloride  were  employed. 

The  results  of  experiments  (a)  show  that  the  solubility  of  albu¬ 
minoids  in  water  is  considerably  diminished  by  the  presence  of 
saccharin.  The  experiments  with  gastric  juice  and  acid  show  dis¬ 
tinctly  the  disturbing  influence  of  saccharin,  although  the  action  is 
less  marked  in  the  experiments  in  which  the  stronger  acid  was  used. 
With  regard  to  the  practical  use  of  saccharin,  the  author  does  not 
diaw  any  conclusions  from  the  above  experiments,  inasmuch  as  the 
amount  taken  by  different  persons  has  to  bo  considered,  and  indi¬ 
vidual  characters  play  an  important  part  in  digestion.  It  would  be 
of  interest  to  determine  whether  both  constituents  of  saccharin  have 
the  same  action  in  retarding  digestion,  or,  if  not,  which  of  them  has 
the  greater  effect  (compare  Strolnner  and  Stiff,  Otsti  rr.-Vngar.  Zcitsch. 
f.  Zuckeriml.  n.  Laiuh.v.,  1  Heft,  1880).  X  .  Iff.  J.  j\I. 

Artificial  Digestion  of  Agricultural  Feeding  Stuffs.  1  ?y  K. 
Xieblixo  (Clnrit.  Ci'i-tr 1890,  ii,  lib — 117;  from  Lamhc.  Jahrb 19, 
149 — 188). — From  the  results  of  a  series  of  comparative  experiments 
which  the  author  has  made  between  the  actual  digestion  of  a  feeding 
stuff  by  the  animal  and  the  artificial  digestion  by  means  of  Stiuzers 
method,  be  concludes  that  the  latter  gives  too  high  results,  the  excess 
depending  on  the  concentration  of  the  acid  in  the  pepsin.  As  a 
simpler  method  than  that  of  Stutzer,  the  following  is  recommended: 
the  substance  is  heated  just  ro  boiling  with  0'2  )  t  cent,  of  hydro¬ 
chloric  acid,  it  is  then  neutralised  with  a  few  e.e.  of  aqueous  soda, 
and  finally  treated  with  pancreas  extract.  The  latter  redissolvcs  Hn 
albumin,  which  is  precipitated  when  the  solution  is  neutralised. 

J.  W.  L 

Formation  of  Carbamide  in  the  Dog-fish,  IV  W.v.  Fan;  s  o  ; 
( Zcit .  physiol.  Chen}.,  14.  57b — 598}.-  Htiidchr  and  Frericlis  mm.c 
the  statement  originally  that  the  organs  of  the  selacli  an  lislu  s  contact 
a  great  amount  of  carbamide  (J.  pr.  Client.,  73,48).  In  the  presort 
research,  two  varieties  of  V •yllium  wort  investigated  (.8. 
and  S\  catidlus),  but  the  latter,  being  the  larger  fish,  gave  more  sat  s 
factory  results. 

The  urea  was  estimated  iti  the  blood,  muscle,  and  liver,  with  Lie 
following  results :  — 

The  blood  is  richer  in  carbamide  than  cither  the  muscles  or  <  ie 
liver ;  the  percentage  is  higher  even  than  in  normal  human  ur>.fi 
The  blood,  moreover,  coagulates  very  slowly.  In  mammals,  muscuh  r 
tissue  contains  little  or  no  carbamide.  Five  experiment*  w-  r<  Cm 
performed,  in  which  the  liver  was  extirpated;  tin*  carbamide  way  ,s. 
periods  varying  from  fid  to  7t)  hours  alter  this  operation,  estimated  in 
the  muscles;  the  mean  percentage  found  was  then  1  "K  or  piarG- 
cally  the  same  as  in  the  previous  e,xpcr"m*uts.  I  he  ivsu.tx  ol  tho 
experiments  on  normal  tissues  arc  giver  in  tin  followin':  table; 
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Tissue. 

No.  of 
estimations. 

Percentages  of  carbamide. 

Minimum. 

Maximum. 

Mean. 

Blood  . 

4 

2-36 

2-71 

2-61 

Muscle . 

5 

1  -82 

2  -lfi 

1  95 

Liver  . . . 

7 

1-01 

1  ’89 

1 -3G 

How  to  explain  the  occnrrence  of  so  great  an  amount  of  carbamide 
in  the  body  of  these  animals  is  a  difficult  matter:  the  most  probable 
reason,  however,  appears  to  be  sluggishness  of  the  kidneys  in 
excreting  the  carbamide  which  is  formed.  TV.  D.  H. 

Colouring  Matter  of  Purpura  lapillus.  By  A.  Letellier 
( Gompt .  rend.,  Ill,  307 — 3o9). — The  appearance  of  the  colouring 
matter  (Abstr.,  1889,  1207)  is  accompanied  by  the  development  of  a 
penetrating  odour  closely  resembling  that  of  ally!  sulphide.  Mur  ex 
brandaris  and  Jf.  irnnndiis  develop  a  very  similar  odour.  The  smell 
is  also  perceived  when  the  crystallised  photogenic  compounds  ( loc .  cit.) 
are  exposed  to  light,  and  it  is,  therefore,  not  due  to  putrefaction  of 
the  fascia.  No  ally  1  sulphide  could  be  definitely  isolated  from 
lj,009  fascim,  but  ether  extracted  a  substance  which  contained  sulphur, 
evolved  ammonia  when  heated  with  alcoholic  potash,  and  gave  the 
cyanide  reaction  with  ammonium  sulphide  and  a  ferric  salt.  Allyl 
sulphide  is  usually  accompanied  by  the  thiocyanate  in  the  juices  of 
plants,  and  probably  this  is  also  the  case  in  the  fascife  of  Purpura 
lapillus.  Some  evidence  was  also  obtained  of  the  presence  of  carb- 
amides  or  thiocarbamides  in  the  water  which  had  contained  the 
fascim,  but  this  fact  was  not  definitely  established.  C.  H.  B. 

Animal  Melanins  and  Hsemosiderin.  By  J.  J.  Arel  (Che m. 
Centr.,  1890,  i,  1007 — 1008;  from  Arch.  path.  Anat.,  120,  204 — 217). 
Besides  egg-albumin  and  bilirubin,  which  are  formed  from  the  haemo¬ 
globin  as  the  blood  issues  from  the  surrounding  cartilage,  dark-brown 
or  black  and  colourless  substances  are  formed,  in  which  iron  may  be 
detected  by  means  of  ammonium  sulphide  and  potassium  ferrocyanide. 
The  author  concludes  from  this  that  the  blue  coloration  observed  ou 
mixing  blood  with  hydrochloric  acid  and  potassium  ferrocyanide  is 
due  to  the  presence  of  iron  albuminate. 

The  composition  of  the  black  substances,  the  so-called  pigments,  is 
still  unknown.  The  alkaline  solutions  of  the  animal  carbohydrates 
give,  with  solutions  of  ferric  salts,  precipitates,  from  which  the  iron 
cannot  be  again  separated,  and  the  author,  therefore,  concludes  that, 
because  iron  may  be  found  present  with  the  black  pigments,  it  does 
not  follow  that  it  is  contained  in  them.  J.  W.  L. 

Physiological  Action  of  Thallium  Salts.  By  J.  Blake  (Compt. 
rend..  Ill,  57 — 59). — Thallous  salts  injected  into  the  veins  act  only 
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on  one  nervous  centre,  namely,  that  controlling  the  pulmonary 
ganglions,  whilst  the  thallic  salts,  under  the  same  conditions,  affect 
all  the  nervous  centres.  The  author  considers  that  this  difference  in 
behaviour,  and  the  poisonous  action  of  metallic  salts  generally,  is 
connected  with  the  vibratory  movements  of  the  metals  as  shown  by 
the  spectroscope.  In  thallons  salts  the  metal  is  univalent,  and  its 
atoms  have  only  one  set  of  harmonic  vibrations,  whereas  in  thallic 
salts  the  metal  is  trivalent,  and  its  atoms  or  molecules  are  the  locus:  of 
several  sets  of  harmonic  vibrations.  C.  H.  B. 


Chemistry  ol  Vegetable  Physiology  and  Agriculture. 


Reducing  Power  of  Micro-organisms.  By  L.  de  Blasi  and  G. 
It.  Trayali  ((? azzetta,  20,  18 — 24). — The  authors,  in  reply  to  some 
strictures  of  Leone’s  ( Gazzetta ,  19,  504)  on  a  former  paper  of  theirs 
( Gazzetta ,  19,  440),  maintain  that  ammonia  is  the  only  ultimate 
product  of  the  decomposition  of  albumin  by  the  micro-organisms 
which  they  examined.  They  consider  the  action  of  the  germs  to  be 
throughout  reducing,  nitrification  being  a  purely  chemical  pheno¬ 
menon. 

To  ascertain  whether  any  oxidising  germs  exist  in  the  atmosphere, 
the  authors  have  repeated  Leone  s  experiments  (Abstr.,  1887,  615): 
two  flasks  each  containing  a  litre  of  spring  water  and  6  drops  of 
nutritive  gelatin,  and  two  similar  flasks  containing  only  1  drop  of 
gelatin,  were  exposed  to  the  air  for  80  days.  Nitrous  acid  was 
detected  in  the  liquids  on  the  second  day,  and  increased  in  quantity 
up  to  the  18th  day,  when  it  commenced  to  diminish,  and  finally  dis¬ 
appeared  on  the  22nd,  or  in  one  or  two  cases  on  the  41st  day.  Traces 
of  nitric  acid  were  present  in  the  water  when  taken  ;  the  amount 
gradually  increased  and  diminished  concurrently  with  the  nitrons 
acid,  only  the  original  traces  eventually  remaining.  Ammonia  was 
found  on  the  second  or  third  day,  increasing  in  quantity  with  the 
diminution  of  the  nitric  and  nitrous  acids;  the  amount  ceased  to 
vary  after  the  60th  day. 

Determinations  of  the  nitrogen  in  the  gelatin  taken,  and  in  the 
ammonia  finally  obtained,  gave  almost  exactly  tlm  same  results, 
showing  that  the  conversion  of  the  nitrogen  into  ammonia  is  quanti¬ 
tative.  8.  B.  A.  A. 

Reduction  of  Nitrates  by  Micro-organisms.  My  T.  Leonk 
( Gazzetta ,  20,  08—104). — The  author  has  previously  shown  fAhstr., 
1887,  615)  that  the  power  of  reducing  nitrides  is  common  to  a  great 
number  of  germs  when  placed  in  conditions  favourable  to  their 
development;  in  a  solution  of  nutritive  gelatin,  for  instance,  the 
nitrates  arc  at  first  destroyed  either  directly  or  with  the  intermediate 
production  of  nitrites;  when,  however,  the  nutriment  is  exhausted, 


1454 


ABSTRACTS  OF  CHEMICAL  PAPERS. 


nitrification  of  the  ammoniacal  compounds  in  the  solution  com¬ 
mences. 

The  quantitative  determinations  now  made  by  the  author  prove 
that  the  nitric  acid  in  nitrates  is  reduced  to  nitrogen  gas,  and  is  not 
converted  into  ammonia  as  generally  -supposed  ;  a  definite  amount  of 
ammonia  is  always  produced  b}’  the  growth  of  the  gei'ms,  but  this  is 
the  same  whether  the  menstruum  contains  nitrates  or  not,  the  only 
difference  being  that,  in  the  former  ease,  the  total  formation  of 
ammonia  is  more  speedily  effected.  The  nitrogen  in  nitrates  is  not 
absorbed  by  the  germs,  but  is  quantitatively  evolved  from  the  solu¬ 
tions  in  the  free  state. 

The  author  has  also  observed  that  putrefaction  is  accelerated  by 
the  addition  of  a  small  quantity  of  a  nitrate,  but  when  more  is  added 
than  is  sufficient  for  the  decomposition  of  the  organic  matter  present, 
the  excess  is  not  acted  on.  It  would,  therefore,  seem  that  nitrates 
are  utilised  by  micro-organisms  as  sources  from,  which  they  can  draw 
a  supply  of  oxygen  for  the  decomposition  of  their  organic  nutri¬ 
ment  more  conveniently  than  from  the  atmosphere. 

S.  B.  A.  A. 

Action  of  the  Bacillus  of  Malignant  (Edema  on  Carbo¬ 
hydrates.  By  R.  Kerry  and  S.  Fraxkei.  (Mouatrh.,  11,  268 — 271; 
compare  this  vol.,  p.  -542). — The  bacillus  was  cultivated  in  flasks 
containing  grape  sugar  (150  grams),  peptone  (7’5  grams),  Kem- 
merich’s  meat  extract  (15  grams),  and  feebly  ignited  calcium 
carbonate  (75  grams)  in  3  litres  of  water;  the  air  in  the  flasks  was 
displaced  by  carbonic  anhydride. 

The  products  obtained  by  adding  oxalic  acid  and  distilling  were 
alcohol  and  butyric  acid,  whilst  fermentation  lactic  acid  and  a  little 
sarcolactic  acid  (from  the  meat  extract)  were  left  in  the  residue  in 
the  retort. 

Nencki  and  Sieber  (this  vol.,  p.  78)  obtained  only  butyl  alcohol 
during  the  fermentation  of  sugar,  while  the  authors  obtain  only 
ethyl  alcohol,  a  difference  to  be  accounted  for  by  the  individual 
nature  of  the  bacillus  employed.  A.  G.  B. 

The  Formation  of  Hydrogen  Sulphide  during  the  Alcoholic 
Fermentation.  By  L.  Sostegxi  and  A.  Saxnino  ( Chem .  Centr., 
1SU0,  ii,  112 ;  from  Slaz.  sperhu.  agric.  ital.,  4,  434 — 447). — The 
authors  fermented  a  sugar  solution  with  a  pure  yeast  culture. 
Flowers  of  sulphur  were  added,  and  hydrogen  sulphide  (which  has 
frequently  been  observed  during  the  fermentation  of  such  solutions) 
was  formed.  The  presence  of  air  retarded  the  formation  of  hydrogen 
sulphide,  but  assisted  the  formation  of  alcohol.  Since  the  yeast  used 
was  from  a  pure  culture,  the  possibility  of  other  ferments,  causing 
the  formation  of  sulphur,  is  excluded.  J.  W.  L. 

Production  of  Ethereal  Salts  by  Fermentation.  By  G. 

Jacqukmi.v  ( Compt .  rend.,  Ill,  56 — 57). — Two  equal  quantities  of 
sterilised  barlev  wort  were  inoculated  with  a  liquid  which  contained 
the  lactic  ferment,  Sacdutronnjcen,  and  the  butyric  vi Irion,  and  one  part 


VEGETABLE  PHYSIOLOGY  AND  AGRICULTURE. 


1455 


was  allowed  to  ferment  with  free  access  of  air,  whilst  the  other  was 
kept  out  of  contact  with  air,  although  the  gases  produced  could  escape. 

In  the  first  case,  the  lactic  fermentation  took  place;  in  the  second, 
the  liquid  contained  only  traces  of  lactic  acid,  but  yielded  a  somewhat 
high  proportion  of  ethyl  butyrate  and  of  etliyl  alcohol  and  its  higher 
homologates.  When  the  air  is  excluded  the  butyric  vibrion,  which  is 
anaerobic,  flourishes,  but  the  lactic  ferment,  which  is  aerobic,  loses  its 
activity.  The  butyric  acid  produced  by'  the  vibrion,  and  the  alcohol 
produced  by  the  Soccha romyccs,  react  at  the  moment  of  their  forma¬ 
tion,  and  y'ield  ethyl  butyrate. 

In  a  similar  manner,  if  pure  Saccharomyces  ollipsoideus  is  added  to 
barley  wort  undergoing  active  lactic  fermentation,  ethyl  lactate  is 
formed.  C.  II.  B. 

Fat-decomposing  Ferments  in  Plants.  By  W.  Sigmund 
( Monatsh .,  11,  272 — 270). — It  was  found  that  when  oily  seeds  were 
macerated  and  shaken  with  water,  the  emulsion  which  was  obtained 
contained  more  free  fatty  acid  after  some  hours  than  it  did  at  first, 
and  from  this  it  was  concluded  that  some  fat-decomposing  ferment 
must  have  been  present. 

To  isolate  the  ferment,  the  seeds  (rape  and  castor-oil)  were  mace¬ 
rated  with  glycerol  or  water,  and  the  extract  precipitated  with 
alcohol ;  the  precipitate  was  washed  with  alcohol,  dried  at  30°,  and 
finely'  powdered  ;  a  weighed  quantity"  (0”2 — 0‘5  gram)  of  it  was  then 
shaken  with  water  and  a  weighed  quantity  (5 — Lu  grams)  of  an  oil 
(rape-,  olive-,  and  castor-oils),  ami  the  emulsion  allowed  to  stand 
for  24  hours,  after  which  time  the  free  fatty  acids  were  titrated 
with  decinormal  soda  and  turmeric.  The  acidity'  of  the  oil  was 
determined  before  the  experiment,  and  a  blank  determination  made 
at  the  same  time  as  the  other.  In  this  way  it  was  found  that  free 
acid  was  always  produced  by'  the  alcohol  precipitate;  the  results 
are  tabulated  in  the  paper,  and,  as  an  example,  it  may'  be  quoted 
that  0‘20  gram  of  alcohol  precipitate  from  summer  rape  seed,  acting 
on  5  grams  of  colza  oil,  produced  acid  equivalent  to  51  milligrams  of 
oleic  acid. 

As  the  alcohol  precipitate  might  be  pure  albumin,  and  as  albumin 
is  known  to  more  or  less  accelerate  the  decomposition  of  fats,  experi¬ 
ments  were  performed,  exactly'  as  above,  with  pure  egg  albumin,  but 
the  amount  of  free  acid  found,  after  24  hours,  was  very  small. 

A.  (r,  1), 

Fermentation  and  Composition  of  Cranberry  Juice.  By  K. 
Macii  and  K.  Porte lg  (Lundic.  Versuchs-hta! .,  38,  — Cran¬ 

berry  juice  was  allowed  to  ferment  with  yeast-  for  nine  days,  either 
without  further  addition  or  with  addition  of  grape  must,  and  the 
alcohol  determined.  The  results  show  that  the  juice  will  not  ferment, 
and  that  this  is  caused  hy' a  substance  present  in  t  lie  juice,  and  not 
in  the  skin,  Ac.,  of  the  berries.  Similar  results  were  obtained  when 
a  mixture  of  cranberry  juice  and  must  (equal  vols.)  was  lilt  to 
ferment;  after  14  days,  there  was  no  sign  of  fermentation.  With 
cranberry'  juice  (1  part)  and  must  (2  parts),  fermentation  began  in 
!)  days,  and  in  14  day's  3‘88  per  cent,  of  alcohol  was  lonned.  bow 
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(J.  pr.  Chevi .  [2],  19,  312)  showed  that  cranberries  contain  benzoic 
acid,  and  pointed  out  that  this  might  be  the  reason  that  they  do  not 
decay  for  so  long,  and  the  author’s  experiments  confirm  this  view. 
Neither  oxalic,  succinic,  tartaric,  nor  salicylic  acid  is  present. 

The  sp.  gr.  of  cranberry  juice  from  Bozen  and  from  Hall  varied 
between  T0521  and  T0661. 

The  following  numbers  show  the  amounts  of  different  constituents 
in  grams  per  litre  of  juice  of  cranberries,  examined  in  1888,  from 
(A)  Bozen,  and  (B)  Hall : — 


Invert- 

sugar. 

Total 
acid  as 
malic 
acid. 

Benzoic 

acid. 

Tannic 

acid. 

Nitrogen. 

Ash. 

A.  Freeh  berries — 

(a),  26th  Sept.  .. 

92-00 

19-11 

2-24 

0-12 

2-98 

(4),  Gth  Oct . 

70-20 

18-01 

0-SG2 

o-ii 

Soft  berries — 

(e),  13th  Nov.  . . . 

118-00 

19-92 

_ 

■ 

■ 

B.  (<7),  healthy,  fresh, 
and  hard,  14th  Nov. 

;  90  -20 

18-84 

0-G38 

o-ioi 

(e),  soft  and  dried  up, 
14tli  Nov . 

11C -70 

20  '55 

;  — 

■ 

Juice  from  (d),  examined  later  (21st  March,  1889),  contained  : 
invert-sugar  73'80,  total  acid  22  23,  volatile  acid  (as  acetic  acid)  3'25, 
alcohol  T04,  and  ash  3'G4  grams  per  litre.  Juice  from  (e)  contained, 
on  10th  December,  1SS9,  invert-sugar  41  TO,  acid  34' IS,  benzoic  acid 
0-759,  volatile  acid  15'20,  and  alcohol  3’42  grams  per  litre.  The  ash 
of  (a)  contained  phosphoric  acid  3’H,  and  potash  47'64  per  cent. 

Malic  and  citric  acid  may  be  present  in  considerable  quantities. 

Classen  found  that  the  bitter  substance  present  in  cranberries  was 
identical  with  arbutin  ( Jalnesber .  Agr.  Chem.,  1S85,  362) ;  in  a  subse¬ 
quent  examination  of  American  cranberries,  he  could  not  detect 
arbutin,  but  found  a  substance  (oxj-coccin)  which  gave  similar  re¬ 
actions  to  arbutin  (Tiled.  Centr .,  16,  70). 

The  fruit  and  leaves  of  Arctostaphylos  uva  ursi  do  not  contain 
benzoic  acid.  The  arbutin  which  is  present  has  no  preservative 
action.  Cranberry  leaves  contain  no  benzoic  acid.  N.  H.  J.  M. 

Chemical  Composition  of  Vegetable  Cell-membrane.  By 

E.  Schulze  ( Ber .,  23,  2579- — 2583). — The  investigations  of  Steiger, 
Maxwell,  Tteiss,  and  the  author  have  shown  that  many  cell-walls 
contain  not  only  a  substance  which  is  insoluble  in  dilute  acids,  and 
which,  from  its  behaviour,  is  considered  to  be  cellulose,  but  also 
certain  carbohydrates  which  are  quickly  dissolved  and  decomposed 
by  hot  dilute  acids,  yielding  galactose,  mannose,  and  peutaglucoses. 

The  author  has  examined  the  insoluble  cellulose  of  various  vege- 


VEGETABLE  PHYSIOLOGY  AND  AGRICULTURE. 


1457 


tal'le  products  in  order  to  determine  whether  it  gives  any  other 
sugar  than  glucose  on  hydrolysis.  The  cellulose  examined  was 
obtained  from  skinned  peas  and  lupine  seeds,  from  cottee  berries, 
wheat-bran,  cocoa-nut,  and  the  skins  of  lupine  seeds  ;  afrer  removing 
the  fat,  albuminoids,  S; c.,  the  residual  cellulose  was  treated  with 
strong  sulphuric  acid,  as  described  by  Fleseliig.  The  syrupy  sugar 
prepared  in  this  way,  on  oxidation  with  dilute  niti’ic  acid,  gave 
saccharic  acid  in  all  cases,  proving  the  presence  of  glucose  ;  this 
result  is  in  accordance  with  the  view  that  cellulose  is  a  polymerised 
anhydride  of  glucose.  Further  experiments  proved  that  in  some 
cases,  at  least,  cellulose  coos  not  consist  entirely  of  such  an  an¬ 
hydride  of  glucose;  the  pure  cellulose  obtained  from  the  seed- 
skins  of  lupines  is  coloured  an  intense  violet-red  when  it  is  boiled  with 
phloroglucinol  and  hydrochloric  acid,  and  when  the  coloured  sub¬ 
stance  is  placed  in  a  50  per  cent,  solution  of  chloral,  the  latter  also 
became  coloured  violet-red;  cellulose  from  cotton-wool  does  not  show 
this  behaviour. 

The  cellulose  from  the  seed-skins  of  lupines  gives  considerable 
quantities  of  furfuraldehyde  on  distillation  with  sulphuric  acid,  a  fact 
which  indicates  the  presence  of  a  pentaglucose,  but  on  hydrolysis 
with  strong  sulphuric  acid,  glucose  is  the  only  sugar  that  is  produced. 

The  cellulose  from  coffee  berries  does  not  consist  entirely  of  a 
polymerised  anhydride  of  glucose,  as,  on  hydrolysis  with  strong  sul¬ 
phuric  acid,  it  yields  a  considerable  quantity  of  mannose  ns  well  as 
glucose.  Cocoa-nut  cellulose  seems  to  give  the  same  two  sugars  under 
the  same  conditions,  but  the  quantity  of  mannose  produced  is  very 
small.  F.  S.  K. 

Cholesterin  in  Plants.  By  E.  Schulze  (Zeit.  physiol.  Ghem.,  14, 
491 — 521). — The  author,  with  J.  Barbieri  (Abstr.,  1882,  1202),  pre¬ 
viously  stated  that  lupine  seeds  and  etiolated  lupine  seedlings 
contain  cholesterin ;  the  cholesterin  was  isolated,  and  weighed  in  a 
crystalline  condition ;  further,  it  was  shown  that  the  percentage  and 
total  amount  of  cholesterin  was  greater  in  the  seedlings  than  in  the 
seeds,  and  the  conclusion  was  therefore  drawn  that  cholesterin  is  not 
one  of  the  substances  used  up  in  the  dark  during  the  process  of 
germination.  Bure  hard  (Dissert.,  Rostock,  1889)  has,  however, 
challenged  this  assertion;  for,  experimenting  with  grnss  seeds,  he 
found  that  the  proportion  of  cholesterin  in  the  seeds  was  greater  than 
in  the  seedlings,  lie  considers  that  in  the  experiments  of  Jschiil/.e 
and  Barbieri  the  cholesterin  was  contaminated  with  impurities.  J  he 
method  by  which  he  estimated  cholesterin  was  the  intensity  of  the 
colour  reaction,  described  by  Lieberinann  ns  the  eholestol  reaction  ; 
this  is  a  green,  11  n orescent  colour  produced  bv  the  addition  ol 
acetic  anhydride  and  concentrated  sulphuric  acid  to  a  solution  ol 
cholesterin. 

The  present  paper  is  largely  polemical;  it  points  out  that  Hurehnrd 
experimented  with  grass  and  linseed,  and  not  with  lupines;  that  any 
evidence  of  the  presence  of  impurities  in  the  cholesterin  obtained  b\ 
Schulze  and  Barbieri  is  not  only  wanting,  but  that  the  evidence  is  all 
the  other  way;  that  the  colorimetric  method  adopted  by  Burchmd  is 
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rough  and  misleading,  especially  when  used,  as  Burehard  did  use  it, 
with  impure  extracts,  that  is,  extracts  containing  fats  and  other  sub¬ 
stances  which  give  tints  with  the  reagents  employed  ;  that  new  experi¬ 
ments,  details  of  which  are  given,  confirm  the  older  statements 
originally  made;  and  lastly,  that  this  is  true  not  only  for  lupines,  but 
also  for  the  grasses  and  other  plants  used  by  Burehard. 

W.  D.  II. 

Poison  of  Corn  Cockle  Seeds  (Agrostemma  githago,  Githago 
segetum).  By  Lehmann  and  Mom  (.-i/m.  Ayronom.,  16,  .‘181 — 382). 
— Corn  cockle  seed  has  been  long  recognised  as  poisonous.  It  con¬ 
tains,  albuminoids,  14‘4G  ;  fat,  7'09  ;  starch,  47‘87  ;  saponin,  6‘5G ; 
cellulose,  8‘23 ;  ash,  3‘97  ;  water,  11'50  =  99'G8.  The  saponin  is 
the  poisonous  ingredient;  apart  from  this,  the  seed  is  very  nutritious. 
Fowls,  pigeons,  ducks,  &c.,  die  after  eating  these  seeds  ;  large  doses 
are  dangerous  to  cats,  dogs,  and  pigs.  Calves  die  after  18 — 20  hours 
when  given  6 — 7  grains  per  kilo,  of  live  weight ;  they  recover  after 
4  grams  per  kilo.  3  to  5  grams  of  the  flour  produced  symptoms  of 
poisoning  in  the  authors.  The  poisonous  property  is  destroyed  by 
baking  or  grilling  the  seed  or  flour  in  a  stove;  an  aromatic  odour  is 
given  off,  and  in  the  heated  substance  no  saponin  can  be  detected. 
One  of  the  authors  consumed  100  grains,  the  other  140  grams,  of  the 
cooked  flour  in  17  days,  once  as  much  as  35  grams  in  two  days, 
without  feeling  the  least  ill  effect.  J.  M.  H.  M. 

Combustibility  of  Tobacco.  By  A.  Mayer  (Lnndtc.  Versuchs- 
Stat .,  38,  127 — 139). — In  order  to  observe  the  effect  of  different 
snbstances,  organic  and  inorganic,  on  the  combustibility  of  paper, 
ordinary  filter  paper  was  soaked  in  0'5  per  cent,  solutions.  Paper 
soaked  in  tannin,  peptone,  resin,  oxalic  acid,  sugar,  glycerol,  starch, 
dextrin,  olive  oil,  calcium  nitrate,  and  potassium  hydrogen  phosphate, 
burnt  with  Game,  and  offered  resistance  in  putting  out  the  flame. 
When  paper  was  treated  with  potassium  and  sodium  chloride,  carb¬ 
onate,  and  sulphate,  potassium  nitrate  and  citrate,  sodium  acetate 
and  phosphate,  and  burnt,  the  flame  was  readily  extinguished.  On  the 
other  hand,  the  papers  which  burn  well  with  a  flame  generally  cease 
to  g’low  within  10  seconds  after  the  flame  was  put  out,  and  those 
which  burn  badly  (with  a  flame)  will  glow  for  over  100  seconds. 

Organic  substances  of  the  .most  different  kinds  are  favourable  to 
combustion  with  flame  and  diminish  the  power  of  glowing,  whilst 
inorganic  substances  generally  have  the  opposite  effect.  The  salts 
which  are  most  favourable  for  glowing  are  :  alkaline  nitrates, 
sulphates,  and  carbonates,  alkaline  organic  salts,  and  potassium 
chloride.  Sodium  salts  have  less  effect  than  potassium  salts,  and 
calcium  and  magnesium  salts  much  less  still. 

Dark  ashes,  containing  carbon,  were  produced  with  paper  treated 
with  sodium  nitrate,  sulphate,  phosphate,  aud  borate,  and  with 
potassium  phosphate  and  calcium  chloride.  Paper  treated  with 
potassium  salts,  magnesium  sulphate,  and  sodium  carbonate  gave 
white  ashes.  With  reirard  to  the  favourable  effect  sometimes 
produced  by  chloiides,  it  is  suggested  that  this  may  be  caused  by  a 
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reduction  of  the  salt,  and  the  decomposition  of  water  by  the  chlorine 
with  liberation  of  oxygen.  The  fact  that  chlorides  are  favourable 
rather  than  unfavourable  for  the  glowing  of  paper  is  of  importance, 
and  it  may  be  assumed  that  this  also  holds  good  with  tobacco.  The 
more  ash  constituents  tobacco  contains,  and  the  more  potash  present 
in  the  ash,  and  the  less  potash  combined  with  fixed  acids,  the  better 
the  tobacco  will  burn.  On  the  other  hand,  tobacco  will  burn  badly 
when  much  phosphoric  acid  and  lime  are  present  ;  and  the  presence 
of  much  calcium  chloride  and  sulphate  is  also  unfavourable.  The 
following  table  shows  the  percentage  of  some  constituents  in  tobacco, 
of  diflerent  qualities,  from  Sumatra: — 


Chlorine. 

Potash. 

Free  alkali 
as  K2C03. 

Ash. 

Nitrogen. 

G  ood . . 

.  1-5 

5-0  ! 

4-9  j 

20-5 

2^7 

Sufficiently  j;ood 
asli) . 

(light 

...A.  0-5 

,.8  i 

G-S 

20  S 

3*2 

Sufficiently  good  . 

.  07 

6’6 

5  *3 

22  A 

a-  o 

ash) . . 

(grer 

1*2 

7-0 

4  1 

17-7 

3%3 

Bad . 

.  3-3 

4  -<» 

0*5 

■2-G 

The  amount 

of  free  alkali 

is  a  better 

measure  of  com 

bustibility 

than  the  amount  of  chlorine. 

Tobacco  which  burns  badly  can  be  readily  made  to  burn  well  by 
keeping  for  24  hours  in  0*5  per  cent,  potassium  acetate  or  nitrate,  and 
then  drying.  In  this  way  soluble  organic  matter  anti  the  soluble 
chlorides  are  extracted,  whilst  the  salts  favourable  to  glowing  are 
taken  up.  By  using  05  per  cent,  solution  of  calcium  acetate,  the 
most  incombustible  tobacco,  which  can  otherwise  only  hr  used  tor 
snuff,  can  be  made  to  burn  well  and  yield  a  quite  white  ash. 

N.  II.  J.  M. 

Exhaustion  of  Cultivated  but  Unmanured  Soils:  Drainage 
Waters.  By  P.  P.  Dehleiaix  ( Ccmpt.  rend..  111,25.4-  2nd).  -  Com¬ 
parison  of  the  volume  of  the  drainage  water  with  the  volume  <4  the 
rain,  and  analysis  of  the  former,  show  that  the  sterility  of  unmanured 
soil  (this  vol.,  p.  40b)  cannot  be  attributed  to  any  alteration  in  its 
power  of  retaining  moisture,  or  in  its  capacity  to  furnish  nitrates. 

In  order  to  avoid  the  great  loss  of  nitrates  in  the  drainage  water 
which  takes  place  in  the  late  summer  and  aulumn,  the  u n t hoi 
suggests  planting  colza,  rape,  or  some  other  rapidly  growing  crop, 
which,  at  the  end  of  autumn  or  in  the  spring,  is  worked  into  the  soil, 
and  not  only  returns  to  it  the  nitrogen  which  would  otherwise  have 
been  lost,  but  also  furnishes  a  very  beneficial  organic  manure.^  ^ 

Composition  of  Straw.  By  A.  HfmrcuT  (Ann.  „b/r<  .»/>»*.,  16, 

358— 371).— The  author  quot<s”ihc  following  analysis,  made  after 
methods  long  in  use,  to  show  the  indeterminate  state  of  our  know- 
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ledge  of  the  actual  composition  of  straw  : — Water,  14'05  ;  ash,  6'9S  ; 
nitrogenous  substances,  3"12;  crude  fatty  matters  (ether  extract), 
0'99 ;  sugars,  02’;  pectic  substances,  0'70  ;  crude  cellulose,  31*40 ; 
starch  and  similar  substances,  17‘36;  undetermined  substances, 
25T3 — 10000.  The  weakness  lies  in  the  last  two  items.  “  Starch,  &c.,” 
is  usually  calculated  from  the  quantity  of  reducing  sugar  produced 
by  heating  with  an  acid.  The  sugar  produced  in  this  way  is  a  very 
indefinite  quantity,  varying  with  the  treatment  adopted  ;  it  may  be, 
and  is,  produced  from  many  substances  other  than  starch;  and,  more¬ 
over,  starch  cannot  be  detected  by  the  microscrope  in  the  tissues  of 
straw.  Guided  by  Wheeler  aud  Tollcns’  recent  discovery  of  wood- 
gnm,  a  substance  which  yields  a  special  sugar,  xylose,  on  hydrolysis 
with  acids,  the  author  has  applied  their  process  to  straw,  and  has  suc¬ 
ceeded  in  extracting  the  same  or  a  similar  substance,  namely,  straw- 
gum,  also  yielding  xylose  on  hydrolysis.  The  gum  is  obtained  by 
extracting  the  straw  for  48  hours  with  5  per  cent,  soda  in  the  cold, 
precipitating  with  alcohol,  treating  the  precipitate  with  hydrochloric 
acid,  repeatedly  washing  with  alcohol,  and  drying. 

The  xylose  produced  from  this  gum  by  the  action  of  dilute  acids 
has  the  formula  C5Hhi05,  melts  at  153 — 154°  (the  xylose  of  Wheelm¬ 
an  d  Tollens  melts  at  144 — 145°),  is  very  soluble  in  water,  soluble 
also  in  alcohol,  reduces  Fekling’s  solution,  crystallises  in  prismatic 
needles,  has  a  rotatory  power  of  4-18  63°,  and  a  molecular  weight  of 
146,  determined  by  Raoult's  eryoscopic  method.  On  treating  this 
sugar  with  phenyl  hydrazine  hydrochloride  and  sodium  acetate, 
crystalline  needles  are  formed  melting  at  152 — 155°,  very  soluble  in 
alcohol,  less  soluble  in  acetone,  slightly  soluble  in  water,  characters 
identical  with  those  of  the  xylosazone  of  Wheeler  and  Tollens  formed 
in  a  similar  manner,  in  accordance  with  this  discovery  of  straw- 
gum,  the  author  finds  that,  on  distillation  with  diluted  sulphuric 
acid,  straw  yields  furfuraldehyde  identified  by  conversion  into  furfur- 
amide.  Wheat  straw  and  oat  straw  both,  yield  these  products. 

As  regards  the  “  undetermined  substances,”  Muutz  lias  concluded 
that  amongst  them  must  be  a  substance  richer  in  carbon  than  the 
carbohydrates;  this  substance  is,  according  to  Deherain,  the  vasculose 
studied  by  Fremy.  If  from  the  total  carbon,  hydrogen,  oxygen,  and 
nitrogen  found  in  straw  are  deducted  the  quantities  of  these  elements 
contained  in  the  known  constituents,  the  residue  has  the  percentage 
composition  C  50'13,  H  6T9,  O  43-08.  The  constituent  yielded  by 
straw  to  the  action  of  alkalis,  and  preeipitable  by  hydrochloric  acid, 
has  for  every  50- 13  C,  4‘>s6  of  hydrogen,  and  31‘88  of  oxygen  = 
S6'87.  Supposing  the  difference  between  100  and  S6'87,  namely, 
13*13,  to  consist  of  water  (F46  H  4-  1167  O),  and  adding  this  to  the 
previous  figures,  we  get  C  50T3,  H  6'32,  O  43‘55  ~  100"00,  agreeing 
almost  exactly  with  those  of  the  undetermined  straw  residue,  which, 
therefore,  is  concluded  to  consist  of  hydrated  vasculose.  The  author 
lias  devised  the  following  method  of  analysis  to  take  account  of  the 
vasculose  and  straw-gum.  After  determining  by  old  methods  the 
moisture,  ash,  nitrogenous  substances,  and  substances  soluble  in  water 
and  in  ether,  2  grams  of  the  straw  exhausted  by  ether  and  by  water 
are  placed  in  a  tube,  70  to  80  c.c.  of  10  per  cent,  sodium  hydrate 
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solution  is  added,  the  tube  sealed  before  the  blowpipe,  and  heated  in  a 
paraffin-  or  oil-bath  at  120°  for  three  hours.  During  this  treatment, 
the  cellulose  remains  intact,  the  gum  and  vascnlose  dissolve.  After 
cooling,  the  tube  is  opened,  and  its  contents  diluted  to  150 — 200  c.c., 
filtered,  the  cellulose  washed  until  free  from  alkali,  dried  at  110°. 
weighed,  calcined,  and  the  ash  deducted.  The  filtrate  is  neutralised 
exactly  by  hydrochloric  acid  (turning  from  brown  to  light-yellow  at 
the  moment  of  neutralisation),  evaporated  to  dryness  on  a  water- 
bath.  together  with  any  precipitate  which  forms,  and  the  residue 
treated  with  distilled  water.  The  vasculosc,  which  has  been  reudered 
insoluble  by  the  drying,  is  left  as  a  dense,  granular  icsidue,  which  is 
filtered,  washed,  dried  at  110°,  weighed,  calcined,  and  the  ash  deducted. 
The  straw-gum  remains  in  the  filtrate,  to  which,  after  concentration, 
5  per  cent,  of  hydrochloric  acid  is  added,  and  the  liquid  heated 
iu  a  closed  vessel  at  108°  for  two  hours,  or  on  a  water-bath  for  five 
hours.  The  sugar  in  the  filtered  liquid  is  estimated  by  Fehling’s 
solution,  10  c.c.  of  which  =  45'4  milligrams  of  xylose  =  48  milligrams 
of  invert  sugar.  As  the  composition  of  the  pure  gum  is  unknown,  it 
is  reckoned  as  xylose  in  the  analysis,  and  as  xylose  is  a  product  of 
hydro  lysis,  the  total  obtained  in  this  way  is  often  a  little  over  100. 
The  following  analyses  were  made  by  this  method  : — 

Wheat  straw.  Oat  straw. 


Water .  1040  S‘05 

Nitrogenous  sub¬ 
stances  .  2'42  (N  =  O'OSS  p.  c.)  3‘57  (N  =  0  571  p.  c.) 

Ether  extract ....  ITS  2*08 

Water  extract,  less 
ash  (sugars,  gum, 

tannin)  .  3'37  o' 70 

Cellulose .  33-60  2715 

Vasculose .  24‘00  14'20 

Straw-gum,  reck¬ 
oned  as  xylose. .  19'71  27‘70 

Ash .  6*34  9S5 


10102  f)9'20 

J.  if.  II.  if. 


V  Analytical  Chemistry. 

J  New  Method  of  Colour  Analysis  by  Means  of  the  Tinto- 
f  meter.  By  J.  W.  Lovibonu  (J.  8V.  Cham,  hid .,  9,  10  -15).  The 
I  instrument  and  method  referred  to  in  the  paper  is  a  new  means  nl 
1  impartially  judging  the  various  colours,  for  recording  the  factors  ol 
j  colour  which  combine  to  form  any  given  colour;  and  a  system  lor 
|  registering  the  same,  even  in  the  most  complicated  combinations,  and 
tli o  most  delicate  shades,  as  well  as  in  the  deepest  tints,  which  exist, 
in  nature.  The  instrument  consists  of  two  tubes,  side  by  side, 
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divided  by  a  central  partition  terminating  at  the  centre  of  the  eye¬ 
piece  in  a  knife  edge,  which,  being  inside  the  range  of  vision,  is  not 
noticed,  so  that  light  entering  the  openings  at  the  opposite  end, 
passes  in  equal  quantities  up  each  tube  to  the  eve  of  the  observer, 
giving  a  clear  view  of  any  opaque  substances  which  may  be  placed 
outside  or  of  transparent  substances  inside  the  tubes.  The  sides  and 
central  partition  are  grooved,  in  order  to  hide  the  edges  of  the  mea¬ 
suring  glasses,  and  of  the  gauged  vessels  for  containing  the  liquids. 
Stops  are  placed  at  convenient  distances  to  cut  off  light  reflected 
from  the  sides,  and  the  size  and  shape  of  the  apertures  introducing 
the  light  can  be  altered  by  means  of  diaphragms  to  suit  small  or 
irregularlv  shaped  samples.  The  standard  scale  in  conuection  with 
the  apparatus  consists  of  sets  of  coloured  gla*s  slips,  all  the  glasses 
of  each  set  being  of  the  same  colour,  but  each  glass  differing  in 
depth  of  colour,  the  difference  being  in  degrees  of  equal  value 
throughout  the  scale.  In  all  comparisons  of  a  single  colour,  the 
starting  point  has  been  taken  as  a  pure  white.  The  standard  used  as 
a  background  for  the  glasses  is  pure  calcium  sulphate  for  small 
surfaces,  and  for  large  surfaces,  as  for  the  reflectors,  the  smooth  side 
of  Chance’s  opal  glass.  The  new  method  is  founded  on  the  fact  that 
neutral  grey  under  certain  conditions  is  always  made  by  a  combina¬ 
tion  of  1  red,  1‘2  yellow,  and  2'4  blue  in  the  original  scales,  and  these 
proportions  hold  good  at  all  depths.  Then,  by  assuming  these  com¬ 
bining  values  of  red,  yellow,  and  blue  to  be  units  of  their  respective 
colours,  a  simple  relationship  of  equality  between*  these  three  primary 
colours  is  established,  at  least  sr>  far  as  the  production  of  neutral 
grey  is  concerned.  Having  established  this  common  equivalent  as  a 
unit  of  colonr  in  reference  to  neutral  grey,  by  removing  the  yellow 
equivalent  a  normal  purple  is  left,  by  removing  the  blue  a  normal 
orange,  and  by  removing  the  red  a  normal  green,  each  being  made 
up  of  equivalents  of  the  two  remaining  primaries.  If  binary  colour 
is  taken  to  be  the  sum  of  any  two  colours  composiug  it,  then  any 
departure  from  the  normal  towards  either  primary  can  be  accu¬ 
rately  measured  and  described.  When  a  colour  is  composed  of  the 
three  primaries,  the  units  of  neutral  grey  may  be  deducted  as  such, 
and  the  balance  looked  ou  as  free  colour.  It  also  follows  that  by 
constant  addition  of  neutral  grey  tints,  a  scale  of  equal  degrees 
ranging  from  white  to  black  may  be  established,  and  made  available 
for  measuring  the  penetrating  power  of  light.  The  proportion  of 
primary  colours  for  the  neutral  grey  standard  the  author  has  been 
dealing  with  is  the  result  of  observations  taken  in  the*  open  air, 
under  a  dull  grey  sky  with  light  as  nearly  perpendicular  as  possible 
reflected  from  Chauce’s  opal  glass,  and  is  the  average  of  324  observa¬ 
tions  made  by  nine  persons.  It  was  also  found  that  all  kinds  of 
ordinary  daylight  between  the  first  approach*  of  twilight  and  direct 
ravs  from  the  sun  are  available  for  ordinary  work,  so  that  variations 
in  the  colour  of  daylight  within  wide  limits  do  not  alter  the  readings 
where  the  same  light  is  used  for  both  sides.  D.  B. 

Oxidation  of  the  Sulphur  in  Carbon  Compounds.  By  Beh- 
tiielot,  Amde<e,  and  Ma'j  iGNQX  (Cornet,  rend.,  lllr  6- — 9). — The  sub- 
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stance  is  burnt,  in  presence  of  water  (10  to  15  c.e.).  in  a  calorimetric 
bomb  containing  oxygen  under  a  pressure  of  25  atmos.  All  the 
sulphur  is  converted  into  sulphuric  acid,  and  it  is  only  in  the  case  of 
compounds  containing  very  little  hydrogen  that  any  sulphurous  acid 
is  found  in  the  bomb.  In  order  to  ensure  complete  combustion,  sub¬ 
stances  of  this  character  are  mixed  with  a  known  weight  of  pure 
cam  phor. 

The  following  determinations  of  sulphur  were  obtained  by  this 
method:  egg  albumin.  I'65,  l‘f>9,  and  1*59  per  cent.;  gluten,  0  90; 
wheat  fibrin,  0  97;  vitellin,  1*26";  fibrin  from  calf’s  blood,  T17; 
purified  wool,  3' 71  and  3*59.  As  examples  of  the  applicability  of 
the  process  to  compounds  rich  in  sulphur,  the  following  results  are 
given  :  thiophen,  38*06  and  38'0?  (cale.,  38*09)  ;  taurine,  25*4  and 
25*3  (calc.,  25*6)  ;  carbon  bisulphide,  84*05  (calc.,  84'2). 

C.  II.  B. 

Wiborgh’s  Method  for  the  Estimation  of  Sulphur  in  Iron 
and  Steel.  By  J.  B.  Cohfx  (./.  Soc-.  ('hem.  Ind.,  9,  16).— Tin* 
apparatus  consists  of  a  wide-necked  flask,  holding  from  250  to  300  c.c., 
to  which  is  fitted  a  double-bored  cork.  Through  one  hole,  a  tap 
funnel  is  passed  which  terminates  just  below  the  cork,  and  through 
the  other  a  cylindrical  glass  tube  about  21  cm.  long,  open  at  both  ends  ; 
the  upper  end  of  the  latter  is  about  6  cm.  in  diameter,  and  the  lower 
end  is  drawn  out  so-  as  to  pass  through  the  hole  in  the  cork.  The 
amount  of  sulphur  is  determined  by  the  depth  of  the  yellow  stain  pro¬ 
duced  by  hydrogen  sulphide  on  the  surface  of  a  piece  of  calico  pre¬ 
viously  soaked  in  a  5  per  cent,  solution  of  cadmium  acetate  and  dried, 
the  calico  being  stretched  across  the  wide  open  end  of  the  glass  tube. 
The  flask  is  first  half-filled  with  water,  and  boiled  on  a  sand-bath  to 
expel  air,  the  iron  or  steel  (0T  to  0*8  gram,  according  to  the  amount 
of  sulphur)  is  qnicklv  introduced,  and  the  water  again  boiled  for  a 
few  minutes,  dilute  sulphuric  acid  (I  in  5)  is  added  gradually  from 
the  tap  funnel,  without  interrupting  the  heating,  until  the  iron  is 
dissolved.  Hydrogen  sulphide  is  evolved,  and  this  stains  the  calico. 
When  the  iron  is  completely  dissolved,  the  boiling  is  continued  for 
about  10  minutes,  after  which  the  calico  is  removed,  well  rinsed,  and 
dried.  The  stain  is  then  compared  with  a  set  of  standards  mounted 
on  white  cardboard,  and  kept  for  comparison.  The  weight  of  sulphur 
is  determined  by  the  following  formula: — If  w  is  the  weight  of  the 
standard  corresponding  with  the  standard  shade  containing  .s’  ol 
sulphur,  and  it>,  the  weight  of  the  sample  taken,  then  the  weight  ol 

sulphur  Si  in  the  sample  is  =  ~°'S.  u  ij 

1C  i 

Determination  of  Sulphur  in  Iron  and  Steel.  B\  B,  Aiamtn  1 1 
(J.  Soc.  Chem.  Lul.,  9,  25-27).— 5  grams  of  steel  or  iron  is  added  to 
a  previously  heated  mixture  of  40  c.c.  hydrochloric  acnl  (I  10)  and 
20  c.c.  nitric  acid  (1*42)  contained  in  a  large,  lipped  beaker;  when 
the  effervescence  has  ceased,  a  lew  crystals  ol  potassium  chlorate  are 
added,  and  the  solution  is  evaporated  to  oomph  to  dryness,  and 
heated  on  the  hot  plate  for  at  least  half  an  hour,  turning  the  bcakei 
round  occasionally  so  as  to  dry  every  part  equally.  When  cold, 
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the  residue  is  heated  with  20  c.c.  more  hydrochloric  acid  and  again 
thoroughly  dried  ;  40  c.c.  of  hydrochloric  acid  are  then  added  and 
heated  until  a  clear  solution  is  obtained.  The  liquid  is  now  cautiously 
evaporated  until  a  skin  begins  to  form,  when  the  beaker  is  removed 
from  the  plate,  5  c.c.  of  hydrochloric  acid  is  added,  and  boiling  hot 
water  is  blown  in  from  a  wash-bottle  until  the  solution  is  about 
double  in  volume.  It  is  then  at  once  poured  on  to  a  10-cm.  filter, 
which  it  just  about  fills,  the  beaker  is  rinsed  two  or  three  times 
with  a  very  little  more  hot  water,  and  the  filter  is  covered  up  and 
allowed  to  drain.  It  is  now  washed,  say  twice,  with  cold  water,  and 
removed  to  another  glass,  where  the  rest  of  the  silica  remaining  in  the 
beaker  is  rinsed  on  to  it  and  washed  for  the  silicon  estimation.  The 
dark-coloured  filtrate  containing  the  sulphur  as  sulphuric  acid,  which 
should  be  less  than  70  c.c.  in  bulk,  is  treated  with  5  c.c.  of  a  10  per 
cent,  solution  of  barium  chloride,  and  left  over  night  in  the  cold,  or 
it  is  heated  and  filtered  as  soon  as  the  preeinitate  has  completely 
subsided.  The  solution  is  filtered,  with  or  without  suction,  through 
a  paper  which  has  been  previously  washed  with  hydrochloric  acid 
(which  greatly  hastens  filtration)  and  the  precipitate  washed  with 
cold  water,  dried,  ignited,  and  weighed.  From  the  weight  is  de¬ 
ducted  that  of  the  barium  sulphate  obtained  in  a  blank  experiment 
with  the  same  quantities  of  hydrochloric  and  nitric  acids.  The  pre¬ 
cipitate  is  seldom,  if  ever,  contaminated  with  iron,  although  the  ash 
of  the  paper  is  generally  pink.  If  there  is  any  excess  of  iron  present, 
it  is  easily  estimated  by  heating  the  precipitate  with  hydrochloric 
acid,  diluting,  and  making  a  colour  titration  with  potassium  thio- 
cvanate.  Some  experiments  were  made  for  the  purpose  of  comparing 
the  results  obtained  by  this  method  with  those  yielded  by  the  evolu¬ 
tion  process,  and  it  was  found  that  whether  the  iron  or  steel  is 
oxidised  directly  with  aqua  regia,  or  whether  the  snlphur  is  evolved 
as  hydrogen  sulphide,  practically  the  same  results  are  obtained ; 
this  supports  the  conclusion  that  a  concentrated  solution  of  ferric 
chloride,  whether  nearly  neutral  or  strongly  acid,  has  no  appreciable 
solvent  action  on  barium  sulphate  in  the  presence  of  barium  chloride. 

D.  B. 

Rapid  Gravimetric  Determination  of  Sulphur  in  Iron  and 
Steel.  By  C.  Reinhardt  ( Chem .  Geutr.,  1890,  ii,  79 — 80). — The 
author  recommends  the  use  of  the  following  method  as  being  much 
more  rapid  for  the  determination  of  sulphur  in  iron  and  steel  than 
those  usually  employed. 

The  apparatus  cousists  of  the  following  parts :  a  modified  Kipp’s 
hydrogen  generator,  A,  a  Dreohsel’s  washing  flask,  B,  an  Erlenmeyer 
flask,  C,  an  absorption  flask,  D,  and  a  flask,  E,  used  to  test  the  gas  as 
it  issues  for  any  traces  of  hydrogen  sulphide  which  may  have  escaped 
absorption  in  D.  The  Kipp’s  generator  has  a  three-way  cock,  b ,  to 
which  is  attached  the  tube  f,  by  means  of  which  the  acid  may  be 
siphoned  off  when  too  far  neutralised  to  be  of  further  use.  The 
Erlenmeyer  flask  has  an  acid-funnel,  i. 

The  reagents  required  are  :  (1)  soda  containing  a  certain  amount 
of  sulphate,  500  grams  of  pure  sodium  hydroxide  purified  by  alcohol, 
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is  dissolved  in  2,000  c.c.  of  water,  and  after  standing  for  several  days, 
the  clear  solution  is  siphoned  off  into  a  well  closed  flask,  carrying 
through  its  stopper  a  100-c.e.  pipette  which  reaches  nearly  to  the 
bottom.  Sulphuric  acid  (1  :  4)  is  added  until  100  c.c.  of  the  "mixture 


contains  sulphate  equal  to  about  OTOOO  gram  of  barium  sulphate; 
(2)  alkaline  arsenious  acid  solution  10  grams  is  dissolved  in  25  c.c. 
of  ammonia  (10  per  cent,),  and  175  c.c.  of  water  by  the  aid  of  a  gentle 
heat;  (3)  potassium  permanganate,  6  grams  in  1000  c.c.  of  water, 
used  in  11  to  purify  the  hydrogen.  Before  making  a  determination 
of  the  sulphur  in  iron,  the  exact  amount  of  the  sulphuric  acid  which 
100  c.c.  of  the  soda  solution  contains  is  determined  in  the  same 
manner  as  the  actual  determination  of  the  sulphur  in  the  iron  is 
carried  out. 

Of  pig  iron,  5  grams  with  60  c.c.  of  hydrochloric  acid,  of  cast  iron 
or  wrought  iron,  10  grams  with  100  c.c.  of  hydrochloric  acid,  is  em¬ 
ployed.  The  iron  is  placed  in  the  flask  C  with  10  c.c.  of  water. 
The  acid  is  put  into  the  funnel  above.  100  c.c.  of  the  soda  solution 
is  put  into  the  absorption  flask  D.  Acid  is  now  run  in  carefully  from 
the  funnel,  and  a  slow  current  of  hydrogen  is  passed  through  the 
apparatus  from  the  generator  A.  After  all  the  acid  lias  been  run 
into  C,  the  liquid  is  brought  to  boiling.  The  hydrogen  sulphide 
evolved  from  the  iron  is  thus  carried  over  into  D,  being  (here 
absorbed  by  the  soda.  At  the  conclusion  of  the  reaction,  this  is  trans¬ 
ferred  to  a  500  c  c.  flask,  the  sulphide  oxidised  with  20  c.c.  ol  bro¬ 
mine-water,  and  after  rendering  acid  with  hydrochloric  acid 
(sp.  gr.  =  T1H),  it  is  heated  to  boiling,  precipitated  with  10  c.c.  ol 
barium  chloride  solution,  the  excess  of  bromine  reduced  with 
arsenious  acid,  allowed  to  remain  for  two  hours,  and  the  barium 
sulphate  and  the  precipitate  collected,  washed,  dried,  and  weighed. 

The  author  recommends  the  employment  ol  soda  containing  sul¬ 
phate,  because  of  the  difficulty  frequently  experienced  in  Idtering 
small  quantities  of  barium  sulphate  perleetly.  4.  A\  .  L. 
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Comparison  of  the  Methods  in  Use  for  Estimating  Organic 
Nitrogen.  By  R.  W.  Oddy  and  J.  B.  Cohen  (/.  Soc.  Ohem.  Ind.,  9, 
17). — The  methods  compared  were  those  of  Kjeldahl,  Wanklyn,  and 
Dumas.  Colourless  isinglass  was  selected  as  a  typical  albuminoid 
substance.  The  analysis  by  Dumas’  method  gave  the  following  per¬ 
centages  of  nitrogen  : — 15*28,  15“29,  15'93,  15  22,  and  15-74.  As  this 
method  always  gives  too  high  a  result,  due  to  the  difficulty  of  com¬ 
pletely  expelling  all  air  from  the  tube,  15'2  per  cent,  may  be  taken 
as  a  close  approximation  to  the  truth.  A  portion  of  the  same 
sample  of  isinglass  was  dissolved  in  water,  and  the  amount  of  albu¬ 
minoid  ammonia  determined  exactly  as  described  by  Wanklyn  in  his 
hook  on  water  analysis.  The  authors  found  12'75  per  cent,  of 
ammonia;  Wanklyn  gives  1 2* 7  per  cent,  equivalent  to  10'5  per  cent, 
of  nitrogen.  As  might  have  been  anticipated,  the  percentage  is  much 
too  low.  KjeldahTs  process  gave  the  following  results:  (1)  With 
pure  sulphuric  acid,  13*50,  13*50,  and  1359  per  cent,  of  nitrogen  ; 

(2)  with  a  sample  of  commercial  sulphuric  acid,  14T2,  14  25,  and 
1444;  and  (3)  with  another  sample  of  commercial  sulphuric  acid, 
15'S  and  15*2.  Taking  13‘5  per  cent,  as  nearest  to  the  truth,  the 
result  is  very  much  too  low-  in  comparison  w-ith  Dumas’  process, 
which  has  stood  the  test  of  time.  Although  the  majority  of  authors 
have  obtained  satisfactory  results  by  Kjeldahl’s  process,  and  it  is 
undoubtedly  to  be  recommended  iu  the  case  of  the  more  readily  de¬ 
composed  organic  compounds,  as  shewn  b}r  the  authors  in  the  case  of 
acetanilide,  they  arc  of  opinion  that  in  the  case  of  the  less  easily 
decomposed  compounds,  the  results  have  a  tendency  to  be  much  too 
low.  D.  B. 

Kjeldahl’s  Method,  for  the  Estimation  of  Nitric  and  Total  i! 
Nitrogen.  By  0.  Forster  (Landw.  Versuchs-StaL,  38,  165—  194 ; 
compare  Abstr..  18S9,  547  and  74G). — Estimation  of  Nitric  Nitrogen. —  . 
A  weighed  amount  of  a  solution  of  potassium  nitrate  of  known  strength  | 
was  evaporated  to  dryness  in  the  flask  used  for  the  decomposition  ;  in  i1 
some  eases  the  salt  was  weighed.  When  phenolsulphonic  acid  is  used 
alone,  the  results  are  low-,  especially  when  an  excess  of  phenol  is  em¬ 
ployed.  Very  good  results  were  obtained  with  phenolsulphonic  acid 
and  zinc-dust,  but  it  was  found  that  the  addition  of  platinic  chloride 
is  not  only  unnecessary,  but  may  readily  give  rise  to  a  loss  of 
nitrogen.  The  emploj-ment  of  zinc-dust  requires  great  care  owing  to 
the  violence  of  the  reaction,  and  it  is  necessaiy  to  cool  the  flask 
(Marcker  aud  Kuhn,  Landic.  Versuchs-Stat .,  35,  445).  It  was  found 
preferable  to  use  sodium  thiosulphate.  The  potassium  nitrate  is 
treated  with  sulphuric  acid  containing  6  per  cent,  of  phenol  and 
shaken  until  the  nitre  is  dissolved.  The  amount  of  acid  used  is  30  c.c. 
for  1  gram  of  the  salt.  When  the  solution  is  complete,  pure  crystal¬ 
lised  sodium  thiosulphate  (3 — 5  grams)  is  added,  and  after  the 
reaction  is  over,  mercury  (O' 5  gram)  and  sulphuric  acid  (20  c.c.  for 
1  gram  of  substance)  are  added.  The  addition  of  phosphoric  an¬ 
hydride  and  of  potassium  permanganate  is  unnecessary.  The  decom¬ 
position  is  effected  in  an  egg-shaped  flask  of  150 — 2U0  c.c.  capacity, 
with  a  neck  about  IS  cm.  long.  The  author  considers  the  open  receiver 
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usually  oiu ployed  for-  absorbing  the  ammonia  to-  be  unsafe,  and  re¬ 
tro  in  m  ends  a  wide  u  -tube  of  500 — 000  c.c.  capacity  with  bulbs.  The 
reagents  employed  were  examined  for  nitric  acid,  but  were  found  not  to 
contain  sullieient  to  affect  the  results.  It  is  not  advisable  to  purify  the 
sulphuric  acid  as  recommended  by  Meldola  and  Moritz  ( J.  Soc .  Ghev). 
/ nil.,  7,  03),  as  the  excess  of  nitrous  acid  cannot  be  entirely  got  rid  of, 
and  may  give  rise  to  a  loss  of  nitrogen. 

Experiments  in  which  sulpbosalicylic  acid  and  sodium  thiosulphate 
were  used  show  that  sulpbosalicylic  acid  is  preferable  to  phenol- 
sulphonic  acid  (Scovell,  Abstr.,  1889,  308),  one  advantage  being  that 
the  results  are  not  affected  by  the  presence  of  chlorine,  which  is  of 
importance  in  the  analysis  of  Chili  saltpetre.  The  low  results  ob¬ 
tained  when  phenolsulphonic  acid  is  used  in  presence  of  chlorides  is 
attributed  to  the  formation,  and  volatilisation,  of  ehloropicrin  ;  but 
this  difficulty  may  be  overcome  by  adding  10  c.c.  of  a  0  6  per  ceut. 
solution  of  silver  sulphate- to  the  nitrate  solution  before  evaporating 
to  dryness. 

j Estimation  of  Total  Nitrogen. — Known  amounts  of  potassium  nitrate 
were  added  to  various  organic  substances,  such  as  starch,  paper,  oxalic 
acid,  &c-.T  and  the  nitrogen  determined,  using  phenolsulphonic  acid 
and  sodium-  thiosulphate..  The  results  were  all  very  satisfactory  with 
the  exception  of  those  obtained  when- olive  oil  was  used,  which  were 
too  low. 

A  very  good  indicator  for  use  in  nitrogen  estimations  can  be  made 
5y  extracting  commercial  litmus  (80  parts)  with  20  per-  cent, 
alcohol  (1000  parts),  and  adding  malachite-green.  Most  indicators 
are  influenced  by  carbonic  anhydride  and  by  ammonium  salts..  Phenol- 
phthalein  cannot  be  used.  N".  H.  J.  M. 

Quantitative  Estimation  of  Nitric  Acid  by  Electrolysis. 

By  G.  Vortmann  ( Ber .,  23,  2798—2801). —  A  solution  of  the  nitrate 
is  placed  in  a  platinum  dish,  together  with  crystallised  cupric  sul¬ 
phate  and  dilute  sulphuric  acid,  a  feeble  current  of  electricity  is 
passed  through  the  liquid  until  all  the  copper  is  deposited,  and  the  solu¬ 
tion  is  concentrated  and  distilled  with  excess  of  sodium  hydroxide, 
the  ammonia  which  is  evolved  being  collected  and  determined  in  the 
usual  manner..  In  the  case  of  potassium  nitrate,  at  least  half  i.is  weight 
of  crystallised  copper  sulphate  should  be  employed;  if  less  be  taken, 
the  current  must  be  proportionately  reduced.  A  salt  of  platinum 
or  of  mercury  may  be  substituted  for  the  cupric  salt,  or  the  positive 
electrode  may  be  covered  with  copper.  If  relatively  large  quantities  of 
nitrate  are  present,  the  direction  of  the  current  should  be  changed  when 
all  the  copper  has  been  deposited  on  the  negative  electrode  ;  in  these 
circumstances,  a  known  quantity  of  sulphuric  acid  is  added,  and  tin1 
excess  remaining  after  the  completion  of  the  operation  is  titrated 
with  one-fifth  normal  ammonia.  The  experiments  were  made  in  all 
cases  with  potassium  nitrate,  and  the  results  obtained  agree  closely 
with  the  theory. 

Estimation  of  Carbon  ini  Organic  Substances  by  a  Wet 
Method.  By  J.  Messlygeh  {Ber.,  23,  2756— 2760;  compare  Abstr., 
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1889,  80). — The  substance  is  weighed  in  a  small  tube  and  placed  in  a 
flask  of  some  200  c.c.  capacity  containing  6 — 8  grams  of  chromic  acid, 
so  as  not  to  touch  the  latter.  The  flask  is  fitted  with  a  tap  funnel, 
and  is  connected  with  a  condenser  inclined  upwards.  This  is  con¬ 
nected  with  a  small  combustion  tube  some  15  cm.  long,  drawn  out  at 
both  ends,  and  containing  copper  oxide  and  lead  chromate.  This  is 
joined  to  adryiug  apparatus  containing  both  sulphuric  acid  and  phos¬ 
phoric  anhydride,  which  is  connected  consecutively  with  a  weighed 
potash-bulb  apparatus,  the  ground  tube  of  which  is  filled  with  soda- 
lime,  with  a  weighed  U‘^u^e  which  contains  the  same  substances,  and 
lastly  with  an  unweighed  calcium  chloride  tube.  A  slow'  stream  of 
air  freed  from  carbotiic  anhydride  is  drawn  through  the  apparatus, 
50  c.c.  of  concentrated  sulphuric  acid  is  run  on  to  the  chromic  an¬ 
hydride,  and  the  flask  gently  warmed  until  the  anhydride  dissolves. 
The  decomposition  of  the  substance  then  commences,  and  the  flame 
is  removed,  but  is  replaced  after  20  minutes,  and  the  operation  then 
continued  for  two  hours.  The  gain  in  weight  of  the  potash  bulbs 
atid  soda-liinc  tube  corresponds  with  the  weight  of  carbonic  an¬ 
hydride  derived  from  the  combustion  of  the  carbon  in  the  substance 
examined.  Good  results  were  obtained  with  substances  of  varied 
chemical  character.  The  small  combustion  tube  must  not  be  omitted, 
or  the  carbon  will,  in  some  cases,  come  out  too  low'.  C.  F.  B. 

Method  for  Determining  Alkalis  in  Presence  of  Sulphites. 

By  J.  Grant  and  J.  B.  Cohen  ( J .  Soc.  Chcm.  Ind.,  9,  19—20). — A 
measured  volume  of  hydrogen  peroxide  is  run  into  a  beaker,  together 
with  three  or  four  drops  of  methyl-orange.  As  hydrogen  peroxide  is 
always  slightly  acid,  a  small  quantity  of  a  very  dilute  solution  of 
sodium  hydroxide  (1  :  100)  is  added  by  means  of  a  1  c.c.  pipette 
until  the  neutral  point  is  reached.  The  requisite  quantity  of  alkaline 
sulphite  solution  is  next  added,  and  boiled  up  at  once,  but  gently. 
During  the  latter  part  of  the  boiling,  the  methyl-orange  is  bleached. 
The  solution  is  cooled,  a  few'  more  drops  of  methyl  orange  added,  and 
the  solution  titrated  wiih  normal  hydrochloric  acid.  From  a  series 
of  experiments,  the  authors  conclude  (1)  that  the  quantity  of  ordinary 
10  per  cent,  hydrogen  peroxide  required  depends  on  the  percentage 
of  sulphide  present  in  the  alkaline  solution.  The  “caustic  salts  ”  of 
commerce  contain  about  50  per  cent,  of  sulphite,  hence  it  is  sufficient 
to  take  10  c.c.  of  commercial  hydrogen  peroxide  for  every  0T  gram  of 
the  “salts”  solution,  although  this  gives  twice  the  theoretical  quantity 
of  oxygen  required  to  oxidise  the  sulphite  to  sulphate.  For  salts  con¬ 
taining  above  50  per  cent,  of  sulphite,  it  is  better  to  take  double  the 
volume  of  hydrogen  peroxide.  (2.)  It  is  unnecessary  to  leave  the 
mixture  of  alkaline  sulphite  solution  and  hydrogen  peroxide  for  half 
an  hour  before  boiling  up,  seeing  that  t lie  increase  in  quantity  of 
acid  required  for  neutralisation  is  almost  inappreciable.  D.  B. 

Gas-Volumetric  Analyses  of  Potassium  Permanganate, 
Bleaching  Powder,  and  Manganese  Dioxide.  By  G.  Lunge 
{J  Soc.  Chcm.  bid.,  9,  21—24). — The  author,  iu  this  paper,  only  treats 
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of  those  of  the  numerous  uses  of  the  nitrometer  in  which  hydrogen 
peroxide  is  employed  as  the  principal  reagent,  and  although  the 
methods  he  refers  to  have  been  previously  mentioned,  the  paper  in 
question  gives  such  data  as  amount  to  a  conclusive  proof  of  the  cor¬ 
rectness  of  the  results  to  be  obtained  by  this  analytical  method. 

1.  Standardising  Potassium  Permanganate  with  Hydrogen  Peroxide 
m  the  Nitrometer. — In  this  case  it  is  necessary  to  work  with  acid 
solutions  containing  a  large  excess  of  sulphuric  acid.  The  per¬ 
manganate  employed  was  made  from  pure  crystals, and  was  as  nearly 
as  possible  semi-normal,  namely,  1  c.c.  ==  0  004  gram  of  oxygen,  ft 
was  standardised  with  iron  wire;  with  crystallised  oxalic  acid,  puri¬ 
fied  according  to  Winkler's  process,  and  dried  to  constant  weight 
in  a  Victor  Meyer’s  air-bath  at  56°  ;  and  with  ordinary  commercial 
hydrogen  peroxide.  The  results  were  as  follows  : — • 

With  iron  wire  . .  1  c.c.  =  0  003999  gram  oxygen. 

With  oxalic  acid . .  1  c.c.  =  0*003997  ,,  ,, 

With  hydrogen  peroxide.  1  c.c.  =  0-004U02  „  ,, 

For  10  c.c.  of  permanganate,  30  c.c.  of  dilute  sulphuric  acid  (1  :  5)  and 

10  c.c.  of  hydrogen  peroxide  should  be  used.  The  above  numbers 
show  that  the  standardising  with  hydrogen  peroxide  in  the  nitro¬ 
meter  is  one  of  the  most  accurate  methods,  having  the  great 
advantage  that  it  is  carried  out  within  an  extremely  short  time 
without  requiring  a  standard  substance  of  accurately  known  com¬ 
position. 

2.  Estimation  of  Pleaching  Powder  or  Bleach  Liquor  by  means  of 
Hydrogen  Peroxide  in  the  Nitrometer. — The  reaction  which  takes  place 
is  as  follows: — CaOCl2  4-  H202  =  CaCl2  +  H20  +  02.  It  is  not 
necessary  to  know  the  exact  composition  of  the  reagent,  but,  as  it  is 
desirable  not  to  employ  too  large  an  excess,  it  is  best  to  make  a 
rough  preliminary  test  by  titrating  the  hydrogen  peroxide  with  an 
excess  of  bleach  solution.  For  analysis,  the  reagent  should  he 
diluted  before  use,  so  as  not  to  give  out  more  than  7  c.c.  of  oxygen  per 
c.c.,  and  it  must  be  made  distinctly  alkaline  with  sodium  hydroxide 
up  to  the  point  at  which  a  llocenlent  precipitate  appears.  4  he 
reading  should  be  effected  quickly,  say,  five  minutes  after  mixing  the 
liquids,  otherwise  the  results  will  be  too  high  owing  to  the  gradual 
evolution  of  more  oxygen  from  the  alkaline  liquid.  In  order  to  find 
the  percentage  of  available  chlorine  by  weight,  it.  is  necessary  to 
remember  that  every'  c.c.  of  gas  evolved,  reduced  to  0  and  7t*U  mm., 
represents  0*003167  gram  of  chlorine.  In  practice  it  is  best  to 
dissolve  7*917  grams  of  bleach  in  250  c.c.  ol  water,  and  use  10  c.c.  ol 
the  solution  for  each  test,  when  every  c.c.  ol  oxygen  evolved  "  ill 
directly  indicate  1  per  cent,  of  available  chlorine.  4  his  involves  the 
use  of  a  50  c.c.  nitrometer.  It  is  shown  that,  the  estimations  are  just 
as  accurate  when  water  is  employed  in  the  nitrometer  us  when  using 
mercury.  From  the  results  of  a  large  series  of  comparative  tests,  tin* 
author  infers  that  the  nitromotric  method  yields  quite  as  concordant 
results  in  the  testing  of  bleach  as  1’enot’s  melbod,  although  by  tin1 
former  process  there  is  about  0*2  per  cent,  more  chlorine  found,  and 
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this  amount  might  be  deducted  as  a  constant  from  the  nitrometric 
results  to  bring  them  into  entire  concordance  with  those  obtained  by 
Penot’s  method. 

3.  Analysis  of  Manganese  Ore  or  IT  'el  don  Mud  hij  means  of  the  Nitro¬ 
meter. — 4u  this  case  the  reaction  must  take  place  in  an  acid  solution. 
The  finely-powdered  ore  is  put  into  the  outside  space  of  the  flask, 
and  first  treated  with  dilute  sulphuric  acid  in  order  to  decompose  any 
carbonates  present.  The  hydrogen  peroxide  is  then  introduced  into 
the  inner  tube,  the  flask  attached  to  the  nitrometer,  and  the  contents 
shaken  up  until  the  colour  of  the  residue  indicates  the  end  of  the 
decomposition.  With  Weldon  mud  the  change  is  instantaneous.  The 
reaction  is  illustrated  by  the  equation  Mn02  -+-  H202  +  StfiHa  = 
MnSO*  +  2H..0  -f-  Oi.  Every  c.c.  of  gas  evolved  corresponds  with 
0003897  gram  MuO>.  Results  are  quoted  showing  that  this  method 
gives  as  accurate  results  as  the  ordinary  iron  sulphate  process;  and 
although  for  commercial  purposes  the  latter  will  doubtlessly  retain 
its  supremacy,  the  nitrometric  process  offers  the  great  advantage  of  a 
saving  of  time  as  well  as  dispensing  with  all  standard  solutions. 

D.  B. 

Volumetric  Estimation  of  Manganese.  By  G.  Vo rt Manx  (Be?*., 
23,  2801 — 2803). — The  manganous  salt,  together  with  2 — 3  parts  of 
potassium  alum,  is  dissolved  in  water  and  treated  with  excess  of  one- 
tenth  normal  iodine  solution  and  pure  sodium  hydroxide  ;  after 
warming  for  5 — 10  minutes  on  the  water-bath,  the  -solution  is  cooled, 
diluted  to  a  known  volume,  an  aliquot  part  filtered,  acidified,  and  the 
excess  of  iodine  titrated  with  sodium  thiosulphate  solution. 

Ferric  sulphate  may  be  employed  in  place  of  the  aluminium  salt  ; 
with  the  manganese  alone,  the  results  obtained  are  considerably  too 
low.  Potassium  manganous  sulphate  was  used  for  the  determina¬ 
tions,  and  the  results  obtained  agree  closely  with  the  theory. 

J.  B.  T. 

Estimation  of  Cobalt  and  Nickel.  By  J.  Hope  (J.  Soc.  Chew, 
bid.,  9,  375- — 377). — The  process  consists  of  two  operations: — (1) 
separation  and  determination  of  the  cobalt  by  the  “  phosphate  ” 
method;  (2)  determination  of  the  nickel  bv  electrolysis.  The 
phosphate  method  was  originally  devised  by  Dirvell  (Abstr.,  1880,  287), 
but  it  was  not  until  modified  by  Clark  (Abatr.,  1884,  498)  that  its 
value  as  a  means  of  separation  was  appreciated.  The  cobalt  having 
been  separated  and  weighed  as  pyrophosphate,  the  nickel  is  deter¬ 
mined  in  the  clear  blue  filtrate  contained  in  a  tall  form  of  beaker, 
and  measuring  about  200  cc.,  in  the  following  manner: — 10  c.c.  of 
strong  aqueous  ammonia  is  added,  and  the  solution,  after  heating  to 
about  70°,  is  immediately  ready  for  electrolysis.  For  this  purpose  a 
battery  of  two  14-pint  size  Bunsen  cells  is  found  to  give  the  requisite 
strength  of  current,  and  is  capable  of  depositing  about  0T5  to 
0*20  gram  of  uickel  per  hour.  The  electrodes  consist  of  a  sheet  of 
platinum,  shaped  in  the  form  of  a  cone,  to  the  side  of  which  a  piece  of 
thick  platinum  wire  is  rivetted.  and  a  spiral  formed  of  the  same  kind 
of  wire,  terminating  in  a  straight  piece.  The  spiral  is  then  inserted 
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in  the  solution,  the  cone  is  also  suspended  to  cover,  without  touching 
the  spiral,  taking  care  to  have  it  wholly  immersed  in  the  solution’ 
The  battery  is  now  connected,  the  cone  with  the  zinc  pole,  and  the 
spiral  Avitk  the  carbon  pole,  and  the  beaker  covered  with  two  halves 
of  a  watch-glass.  The  complete  deposition  of  the  nickel  may  be 
ascertained  by  drawing  off  a  small  quantity  of  the  solution,  which 
should  not  give  the  slightest  coloration  on  addition  of  a  drop  of 
colourless  ammonium  sulphide.  As  soon  as  this  is  the  case,  the  cone 
is  removed,  thoroughly  washed  in  distilled  water,  then  in  alcohol, 
dried  in  a  water-bath,  and  weighed.  The  weight  of  the  coue  having 
been  previously  noted,  the  increase  found  represents  the  weight  of 
metallic  nickel.  [y  g 

Analysis  of  Ferro- Aluminium  and  Aluminium  Steel.  By  A. 

Ziegler  (Dimjl.  polyt.  /.,  275,  526— 528).— The  analysis  of  ferro- 
aluminium  may  be  effected  by  means  of  the  process  given  by  the 
author  for  ferro-chromium.  Ferro-aluminium  is  composed  of  iron, 
aluminium,  manganese,  silicon,  and  carbon,  and  resembles  ferro- 
tungsten  in  appearance.  For  analysis,  0'5  to  1  gram  of  the  finely 
powdered  and  sifted  sample  is  fused  in  a  platinum  crucible,  half 
tilled  with  freshly  ignited  hydrogen  sodium  sulphate.  The  melt  is 
then  extracted  with  hot  water,  aud  the  residue  containing  silica 
filtered  and  washed  with  a  1  per  cent,  solution  of  hydrochloric  acid. 
It  is  then  tested  with  sulphuric  and  hydrofluoric  acids  as  to  the  pre¬ 
sence  of  any  original  substance  not  fully  attacked.  Any  tangible 
residue  left  after  this  treatment  is  re-fused  with  the  above  flux,  and 
the  aqueous  extract  added  to  the  above  solution.  The  mixture  is 
now  deoxidised  with  sodium  hypophosphite  (10  c.c.  of  a  solution 
containing  1  part  of  XaILP03  in  2  of  water),  the  alumina  precipitated 
by  the  addition  of  pure  zinc  oxide  (suspended  in  water),  and  sepa¬ 
rated  from  the  ferrous  salt  by  filtration.  The  precipitate  is  dissolved 
in  hydrochloric  acid,  and  reprecipitated.  It  is  then  redissolved  in 
hydrochloric  acid,  and  the  alumina  precipitated  with  ammonia,  re- 
dissolved  in  hydrochloric,  acid  and  reprecipitated.  To  ensure  the 
absence  of  zinc  and  iron,  it  is  recommended  to  fuse  the  precipitate 
(after  ignition)  with  sodium  carbonate,  extract  with  water,  repre- 
cipitate  the  aluminium  with  carbonic  anhydride,  and  filler  The 
filtrate  is  acidified  with  hydrochloric  acid,  and  any  alumina  contained 
therein  precipitated  with  ammonia.  The  precipitates  are  dissolved  on 
their  respective  filters  with  hydrochloric  acid.  The  alumina  in  the 
joint  solutions  is  then  precipitated  with  ammonia  and  ammonium 
chloride. 

The  analysis  of  aluminium  steel  may  be  effect  d  in  n  similar 
manner,  5  to  10  grams  of  substance  being  used.  \s  lusiin  with 
hydrogen  sodium  sulphate  docs  not,  however,  invariably  decompose 
the  steel  completely,  especially  when  the  substance  to  be  analysed  is 
in  the  form  of  borings,  flic  author  prefers  to  dissolve  the  *teel  in 
hydrochloric  acid,  separate  the  silica  in  the  usual  wav,  ami  submit, 
the  clear  solution  to  the  above  treatment.  Hydrochloric  acid  mn\ 
also  be  employed  for  dissolving  ferro-aluminium.  B.  B. 
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Rapid  Estimation  of  the  Principal  Constituents  of  Cow’s 

Milk.  By  Ballakio  and  Revelli  (Hied.  Gentr.,  1800,  540 — 541). — 
A  comparison  instituted  between  the  results  obtained  by  Soxhlet’s 
araeometer  and  those  obtained  by  the  use  of  Marchand’s  lactobutyro- 
meter,  with  the  assistance  of  the  tables  corrected  by  the  subtraction 
of  3‘5  from  every  number,  and  the  tables  of  Schmidt  and  Tollens, 
induces  the  authors  to  recommend  the  lactobntyrometer  for  all 
general  purposes,  so  long  as  the  percentage  of  fat  lies  between  1‘3 
and  4*5  per  cent.  The  estimates  of  dry  matter,  as  obtained  by  direct 
evaporation  and  by  the  use  of  Fleischmann  and  'Morgen’s  formula 
as  applied  to  the  specific  gravity,  do  not  vary  much  the  one  from  the 
other.  For  example,  with  a  percentage  of  fat  of  4"2,  the  range  of 
differences  found  amounted  to  —  0‘07  to  +  0'33,  when  4G samples  were 
examined.  Fleisclimann’s  new  formula  (Abstr.,  1885,  533)  does  not 
give  such  accurate  results,  the  range  of  differences  being  +  0-22  to 

-0-2G.  E.  W.  P. 

Estimation  of  Ash  in  Sugars.  By  E.  Boyer  ( Compt .  rend., 
Ill,  190 — 192). — 5  grams  of  the  sugar  is  mixed  with  1  c.c.  of  water 
and  heated  gently,  in  order  to  convert  it  into  caramel  without  carb¬ 
onising  it.  It  is  then  mixed  with  2  c.c.  of  a  solution  of  25  grams  of 
benzoic  acid  in  100  c.c.  of  alcohol  of  90°,  and  is  carefully  heated  until 
the  alcohol  is  expelled.  By  gradually  raisiug  the  temperature  the 
sugar  is  carbonised,  and  the  evolution  of  vapours  of  benzoic  acid 
keeps  the  carbon  in  a  very  porous  condition,  so  that  it  is  readily 
burnt  off  in  a  muffle  at  a  dull-red  heat.  This  method  removes  the 
necessity  for  the  uncertain  corrections  involved  in  the  usual  process. 

C.  H.  B. 

Detection  of  Impurities  in  Alcohol.  By  E.  Mohler  (Compt. 
rend.,  Ill,  187 — 190). — The  reagents  which  gave  the  best  results  are 
sulphuric  acid,  magenta  acid  sulphite,  aniline  acetate,  and  potassium 
permanganate. 

Sulphuric  acid  should  be  added  in  a  volume  equal  to  that  of  the 
alcohol  ;  with  a  larger  proportion  pure  alcohol  gives  a  coloration, 
with  a  lower  proportion  the  reaction  is  less  sensitive.  The  following 
are  the  minimum  proportions  per  litre  which  can  be  detected  : — 
furfuraldehyde,  0'010  gram ;  capryl  alcohol,  0‘050  gram  ;  isobutyl 
aldehyde,  paraldehyde,  acetaldehyde,  and  isobutyl  alcohol,  0'125;  pro- 
pionaldehyde,  oenantliylaldehyde,  valeraldehyde,  and  amyl  acetate. 
0’250 ;  formylcarbiuol,  acetylcarbinol,  heptyl  alcohol,  and  amyl 
alcohol,  0'500  gram.  Alcohol  containing  0'1  per  cent,  of  butaldehyde. 
acetone,  propyl,  isopropyl,  butyl,  and  methyl  alcohols,  and  ethyl 
acetate,  propionate,  butyrate,  isobutyrate,  valerate,  caproate,  oen- 
anthylate,  sebate,  benzoate,  and  salicylate  give  no  coloration. 

Magenta  bisulphite  varies  in  its  action,  according  to  the  proportion 
of  acid  which  it  contains;  the  following  solution  gives  good  results  : — 
Magenta  solution  (1  :  1000)  30  c.c.,  sodium  hydrogen  sulphite  34°  B. 
20  c.c.,  sulphuric  acid  3  c.c.,  water  200  c.c.  10  c.c.  of  the  alcohol 
under  examination  is  mixed  with  4  c.c.  of  this  solution  and  allowed 
to  remain  for  half  an  hour;  it  will  detect  in  alcohol  of  50°  the  follow¬ 
ing  minimum  quantities  of  impurities  per  litre  :  acetaldehyde  and 
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renaiithylaldehvdo.  O'Ol  gram;  valeraldehyde,  0’02  ;  propionaldehyde 
and  isobutaldehyde,  0  05 ;  paraldehyde,  furfuraldehyde,  butaldehyde. 
and  acetone,  0'50.  Alcohols  and  ethers  have  no  effect  on  the  reagent  • 
the  colour  developed  is  not  proportional  to  the  quantity  of  aldehyde 
present. 

Aniline  acetate  is  the  special  reagent  for  furfuraldehyde,  and  is  not 
affected  hy  other  aldehydes,  or  by  alcohols  or  ethers.  Within  some¬ 
what  wide  limits  the  colour  is  independent  of  the  proportions  of 
aniline  and  acetic  acid,  but  the  best  results  are  obtained  by  adding 
10  drops  of  aniline  and  2  c.c.  of  glacial  acetic  acid  to  10  c.c.  of  the 
alcohol,  allowing  the  mixture  to  remain  for  half  an  hour.  The  re¬ 
action  will  detect  1  part  of  furfuraldehyde  in  1,000.000,  and  even  in 
10,000,000,  and  it  may  be  applied  in  quantitative  estimations. 

Potassium  permanganate  in  acid  solution  is  immediately  decolorised 
by  paraldehyde,  isobutaldehyde,  aud  isobutyl  alcohol.  The  reduc¬ 
tion  is  very  distinct,  and  is  proportional  to  the  quantity  of  these  com¬ 
pounds  present  ;  it  may,  therefore,  be  applied  in  a  quantitative 
manner.  Acetaldehyde  in  the  proportion  of  1  in  1000  has  no  imme¬ 
diate  reducing  action  on  the  permanganate.  C1.  11.  15. 

Qualitative  Test  for  Glycerol.  By  C.  A.  Kohn  (J.  S><c.  Chew. 
Tnd.,  9,  148). — Advantage  is  taken  of  two  characteristic  reactions:-- 
(1)  the  formation  of  aerahlohyde  by  the  distillation  of  ghee  mi  with 
hydrogen  potassium  sulphate ;  (2)  the  red  coloration  produced  with 
a  solution  of  rosaniline,  decolorised  by  sulphurous  anhydride,  by 
acraldebyde,  as  by  all  aldehydes.  The  delicacy  of  the  reaction  has 
been  tested,  with  the  result  that  it  is  possible  to  detect  0*i>l;>  gram 
of  glycerol.  The  reaction  is  not  given  by  any  of  the  following  sub¬ 
stances  : — Manitol,  cane-,  grape-,  or  milk-sugar,  starch,  dextrin, 
albumin,  gelatin,  stearic  acid,  and  oleic  acid,  bA  the  carbohydrates 
interfere  with  the  delicacy  of  the  test,  owing  to  h  fact  that  the!1 
distillation  products  with  hydrogen  potassium  sulphate  hinder  th 
formation  of  the  red  colour  with  rosaniline  solution.  1).  B. 


Volumetric  Estimation  of  Phenols.  By  J.  M'A^xa’u  ami 
G.  Vortmann  ( Ber 23,  27o3 — 275b). — A  known  quantity  »4  the 

phenol  is  dissolved  in  such  a  quantity  of  soda  solution  that  at  least 
4  mols.  of  soda  are  present  for  every  1  mol.  ot  the  pin  no!  Lu  soda 
should  be  free  from  nitrite.  The  solution  is  then  warmed  m  nbeiu 
00°,  aud  deci normal  iodine  solution  added  until  a  trr  r  >•.  w  v‘  ra¬ 
tion  is  produced.  The  solution  is  then  shaken,  and  warmed  d  i  qn.rvd. 
when  a  precipitate  forms.  The  solution  is  then 
with  dilute  sulphuric  acid,  and  diluted  to  2o*>  or  A:  1  e  > ■■.  An  mq. 
part,  say  100  c.c.,  is  filtered  off,  and  the  excess  ol  ^ 
mined  by  titration  with  decinormal  thiosulphate  soliit. 
of  iodine  used  iu  forming  the  precipitate,  multiple 
factor,  gives  the  weight  of  phenol  in  tins  sample  :  ?  =n.  n< :  .  ^  •• 

value  of  the  factor  is:  for  phenol,  Ol23.»]8;  th\ os  I,  J* „ 
/5-naphthol,  0’378 13100  \  and  for  saliev  lie:  acid,  <•  |sl.i_n  <>,  ^  u 
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case  of  these  four  phenols  fairly  jurcuraic  rCMtltr  wore  •(  *-''c 
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A  Quantitative  Reaction  of  Lignin.  By  R.  Benedict  and 
M.  BAMBERGER  ( Monatsh .,  11,  260 — 267). — When  wood  is  submitted 
to  the  action  of  hydriodic  acid,  as  in  Zeisel’s  process  for  determining 
methoxyl  (Abstr.,  1S86,  493),  it  yields  methyl  iodide.  Since  pure 
cellulose  gives  no  methyl  iodide,  and  various  woods  give  just  the 
same  amount  after  thorough  extraction  with  water,  alcohol,  and  ether 
as  before,  the  authors  regard  those  portions  of  the  wood  known  col¬ 
lectively  as  lignin,  as  furnishing  the  methyl  iodide.  Coniferin, 
coniferyl  alcohol,  and  vanillin  ooeur  in  quantities  too  small  to  yield 
any  considerable  amount -of  methyl  iodide. 

The  methyl-number  of  wood  thus  becomes  an  approximate  indica¬ 
tion  of  its  lignin  contents.  Taking  Schulze’s  number,  54T  per  cent., 
as  the  amount  of  lignin  in  oak-wood,  and  calculating  from  the  methyl- 
number,  28‘6,  given  by  oak-wood,  the  methyl-number  of  pure  lignin 
becomes  f>2'9.  On  this  basis  the  authors  ha  ve  calculated  the  amount 
of  lignin  in  the  woods  tabulated  below,  the  results  being  compared 
with  those  of  Schulze: — 

Lignin  contents. 


Mean  Beneriikt 

Sample.  methyl-number,  and  Bamberger.  Schulze. 

Nutshells . .  37  4  70  0  65  9 

Oak  .  2S-6  54 T  54T 

Alder .  28-9  54  "6  52'0 

White  beech .  26'4  49‘9  5T6 

Acacia . .  24‘2  45'9  47"0 

Pine .  21-3  4t>3  42'0 


The  methyl-numbers  of  a  variety  of  woods  have  been  determined 
by  treating  0'3 — 0'6  gram  of  the  finely-divided  wood,  both  air-dried 
and  dried  at  100°  in  Bcnedikt  and  Griissner’s  apparatus  (this  vol., 
299).  Tlie  numbers  vary  between  20  and  3L,  and  are  approximately 
the  same  in  different  samples  of  the  same  wood.  A  table  of  the 
numbers  is  given  in  the  original  paper. 

It  is  interesting  to  note  that  the  methyl- number  of  lignite  is  22T  ; 
that  of  brown  coal,  2'6  ;  and  that  of  true  coal,  0.. 

The  method  may  be  useful  in  analysing  paper.  A.  G.  B. 

Isocholesterin.  By  E.  Schulze  ( Zeit .  physiol.  Chem.,  14,  522 — 
523). — The  cholestol  reaction  referred  to  in  another  paper  is  given, 
not  only  by  cholesterin,  pbytosterin,  and  eaulosterin,  but  also  by  the 
isocholesterin  of  sheep’s  wool,  and  the  benzoyl  compound  of  iso¬ 
cholesterin.  W.  D.  H, 

A  New  Method  of  Saponification,  By  A.  Kossel  and  K.  Ober- 

MULLER  (Zeit.  physiol.  Chem.,  14,  599 — 601). —  Sodium  ethoxide  is 
recommended  as  the  most  convenient  reagent  for  the  saponification  of 
ethereal  salts  of  the  fatty  acid  series.  In  place  of  using  sodium 
ethoxide  as  such,  sodium  wire  may  be  added  to  tlie  ethereal  alcoholic 
solution  of  the  fat  with  equally  favourable  results.  W.  D.  H. 
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Determination  of  the  Patty  Acids  in  Soap.  By  M.  Saupe 
(Ghent.  Centr .,  1690,  ii,  120;  from  Pharm.  Centralhalle,  31*  314—315). 
— For  the  determination  of  the  fatly  acids  in  soap,  the  author  recom¬ 
mends  the  following  method,  which  is  substantially  the  same  as  that 
employed  by  Liebermann  and  Wolff  for  the  determination  of  fat  in 
milk.  2  grams  of  the  finely  cut  up  soap  is  dissolved  in  a  separating 
cylinder  with  50  c.c.  of  water,  5  c.c.  of  hydrochloric  acid  is  then 
added,  and  the  free  fatty  acid  is  extracted  with  54  c.c.  of  ether 
saturated  with  water.  After  the  ether  has  separated,  20  c.c.  is 
measured  off  inf.o  a  beaker,  the  ether  evaporated,  and  the  residual 
fatty  acids  weighed.  J.  W.  L. 

Detection  of  Salicylic  Acid  in  Wine.  By  Metkcfs  ( Chem . 
Centr.,  1690,  ii,  26 — 29;  from  Pharm.  Centralhalle ,  31.  321). — The 
author  has  observed  the  ferric  chloride  reaction  in  wines  which  have 
been  undoubtedly  free  from  salicylic  acid.  He  has  feund  that 
this  is  due  to  the  presence  of  a  yellowish  oil,  volatile  with  steam, 
sparingly  soluble  in  water,  readily  so  in  ether,  which  was  obtained 
from  a  large  quantity  of  grape  juice.  He  recommends  that  only 
50  c.c.  of  wine  shall  be  extracted  for  salicylic  acid,  instead  of  100  c.c. 
(as  recommended  bv  Rose),  and  that  the  residue  of  the  extract  shall 
be  treated  with  at  least  10  c.c.  of  water,  instead  of  5, c.c. 

J.  \V.  l. 


Analysis  of  Diuretin.  By  G.  VrLPirs  (Chem.  (Pntr.,  1S9U,  ii, 
27 — 28,  from  Pharm.  Centralhalle,  31,311  -31  lb-  1  uder  ' lie  name 
diuretin,  a  diuretic  has  lately  been  introduced,  consisting  of  a  double 
salt  of  sodium  theobromine  and  sodium  salicylate.  It  is  prepared  by 
dissolving  180  parts  (1  mol.)  of  theobromine  m  a  solution  cl  40  parts 
(1  mol.)  of  sodium  hydroxide,  and  adding  lb;  Marts  (1  ui> >1 . _J  of 
sodium  salicylate,  after  which  the  double  salt  is  obtained  by  concen¬ 
trating  the  solution,  362  parts  being  obtained, 

Diuretin,  C7H7^02Na,0HAYH4’C()0Xa,  is  colourless,  odourless, 
and  readily  soluble  in  water;  its  physiological  action  unaccom¬ 
panied  by  other  adverse  influences,  and  is  quite  distinct  from  cnUe-yru~ 
sodium  salicyliciim.  It  should  contain  4'97  per  cent,  of  theobromine. 
The  analysis  consists  in  the  estimation  of  the  thesbror/.ine  and 


salicylic  acid. 

The  theobromine  is  determined  thus:  2  gram.-,  of  dieret 
solved  in  10  c.c.  of  water  in  a  porcelain  cl i*iht.  the  solution  n, 
with  5  c.c.  of  normal  hydrochloric  acid,  and  thru  roodr 
alkaline  with  one  drop  of  dilute  ammonia  It  is  freq".  uti 
for  threo  hours  at  the  ordinary  tempo, rat  lire,  m-.c.  the  tir 
may  then  be  transferred  to  a  tail’d  fill,  r,  the  filty:  h'y-y 

wash  into  the  filter  what  remains  in  the  dish;  yctia 
will  remove  the  last  portions  of  the  filtrate,  and  tin  iyr  d; 
finallv  washed  with  2  portions  of  10  c.c.  of  cold  »\.st<  .  oi.j  ' 
and  weighed.  The  author  has  found  that  tin  w.-Hit  v-~.:v-r 
0  82  and  0'83  gram  of  theobromine  in  the  >iy  pate 
O’  13  gram  remaining  in  the  filtrate  and  warning  r  J 
represent  48  per  cent.,  and  be  eousu.ers  t-luu  at  1  *(l  rl 
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should  be  found.  The  theobromine  should  melt  when  carefully 
heated,  should  sublime,  should  leave  no  residue  when  burnt,  and 
should  dissolve  readily  in  sodium  hydroxide. 

To  determine  the  salicylic  acid,  the  filtrate  from  the  theobromine, 
together  with  the  washings,  is  shaken  in  the  separating  funnel  with 
30  c.c.  of  ether,  2  grams  of  Zb  per  cent,  hydrochloric  acid  is  added, 
again  shaken,  separated,  and  the  ether  distilled  off  ;  the  salicylic  acid 
remaining  should  weigh  0v7  gram. 

To  prove  the  absence  of  a  caffeine  preparation,  1  gram  of  the 
suspected  diuretin  is  dissolved  in  5  c.c.  of  water,  and  neutralised  with 
hydrochloric  acid,  when  theobromine  should  cause  a  milky  precipita¬ 
tion,  which  should  redissolve  readily  in  aqueous  soda,  and  if  the 
mixture  be  shaken  with  its  volume  of  chloroform,  not  more  than 
0  00.5  gram  of  residue  should  remain  on  evaporation  of  the  latter. 

J.  W.  L. 

Quantitative  Estimation  of  Colouring  Matters  by  means  of 
their  Absorption  Spectra.  By  T.  L.  Patterson  ( J .  Soc.  Chem. 
hid.,  9,36 — 41). — In  ld?3  the  author  dcvi-ed  a  method  for  estimating 
the  amount  of  colouring  matter  in  solutions  which  gave  band  spectra, 
by  adapting  a  glass  tube  to  tbc  low  power  objective  of  a  microscope, 
which  worked  vertically  in  a  larger  tube  fitted  to  the  sub-stage.  On 
examining  the  light  transmitted  through  a  coloured  solution  placed 
in  the  lower  tube  by  means  of  a  spectrum  eye-piece,  having  a  com¬ 
parison  prism,  over  which  was  adjusted  a  sealed  tube  containing  the 
standard  solution,  lie  was  able  to  determine  the  height  of  a  column 
of  liquid  of  known  strength  which  gave  the  same  band  absorption  as 
the  tube  over  the  comparison  prism.  The  height  of  the  column  of 
liquid  was  adjusted  by  means  of  the  sub-stage  pinion,  the  head  of 
which  was  graduated  for  the  purpose.  On  placing  another  solution 
of  unknown  percentage,  but  known  strength,  in  the  sub-stage  tube, 
and  adjusting  the  height  of  the  column  to  give  the  same  absorption 
as  befure,  the  two  spectra  being  viewed  alongside  each  other  in  the 
eye-pieec,  it  was  easy  to  calculate  the  value  of  the  unknown  one. 
The  author  used  this  apparatus  occasionally,  but.  the  method  is  tedious 
and  requires  very  careful  adjustment  of  the  light  and  all  the  parts  of 
the  instrument,  in  addition  to  which  the  separate  comparison  of  two 
columns  of  liquid  against  a  standard  necessitates  two  readings,  and 
consequently  doubles  the  errors.  In  order  to  avoid  these,  he  tried  to 
adapt  a  slit  and  spectrum  eye-piece  to  Laurent’s  colorimeter,  and 
after  some  difficulty  succeeded  in  fitting  an  adjustable  slit  jnst  over 
the  reflecting  prisms,  and  by  adapting  the  prismatic  eye-piece  of  a 
microspectroscope,  obtained  an  instrument  which  worked  perfectly. 
The  slit  opens  out  wide,  and,  as  now  designed,  the  instrument  may  be 
used  with  the  eye-piece  suited  for  each,  either  for  colorimetrical  or 
spectroscopic  work,  qualitative  or  quantitative.  Tn  using  the  instru¬ 
ment,  light  reflected  from  the  mirror  beneath  passes  axially  np 
through  the  solutions  in  the  two  tubes  and  movable  columns,  where 
it  is  received  on  the  plane  faces  cf  two  prisms,  cut  so  as  to  totally 
reflect  the  light  twice  at  right  angles.  Both  beams  now  pass  the  slit 
in  a  divided  “  slice  ”  of  light,  which  is  analysed  by'  a  direct- vision 
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spectrum  eye-piece,  in  which  two  spectra  of  equal  intensity  are  seen. 
Gas  or  lamp  light  is  better  for  this  work  than  daylight,  as  it  has  no 
absorption  lines  to  interfere  with  the  bands;  and  the  less  refrangible 
end  of  the  spectrum  is  brighter  than  with  any  but  direct  solar  light. 
It  is  best  to  use  a  screen  to  shade  extraneous  light  from  the  eyes.  A 
little  micrometer  is  adapted  to  the  eye-piece  by  which  the  bands  or 
lines  can  be  measured  or  mapped,  the  Fraunhofer  and  bright  line 
spectra  can  of  course  be  examined  as  well  with  this  instrument  as 
with  any  other,  but  the  dispersion  being  necessarily  small,  it  is  not 
possible  to  measure  the  lines  with  any  degree  of  accuracy.  This 
spectroscope  is  properly  adjusted  for  work  and  ready  for  use.  when 
the  slit  has  a  proper  width,  and  the  two  spectra  are  seen  in  the  eye¬ 
piece  to  have  an  equal  intensity,  and  when  the  index  of  each 
cylindrical  column  points  to  zero  on  the  scales,  with  the  base  of  the 
column  just  touching  the  bottoms  of  the  glass  tubes.  If  now  a  solu¬ 
tion  of  any  colouring  matter  which  absorbs  light  selectively,  say,  a 
dilute  alkaline  alcoholic  solution  of  alizarine  of  known  strength,  be 
run  gently  into  one  tube  from  a  pipette,  the  two  characteristic  bands 
which  this  body  displays  will  be  seen  to  come  gradually  into  view  on 
turning  up  the  milled  head  of  the  glass  cylinder  and  allowing  the 
liquid  to  How  in  between  the  base  and  the  bottom  of  the  glass  tube. 
By  raising  or  lowering  the  cylinder  it  is  easy  to  get  the  exact  thick¬ 
ness  of  liquid  at  which  the  bands  are  seen  to  the  best  advantage.  If 
another  solution  of  alizarine  of  unknown  strength--- it  may  be  more  or 
less  concentrated — be  run  into  the  other  tube,  and  the  mil  led  lit  a  I 
turned  so  as  to  raise  the  glass  column,  a  point  is  easily  reached  at 
which  the  two  spectra  viewed  in  the  eye-piece  are  seen  to  be  equal. 
On  reading  off  the  heights  of  the  two  columns,  the  strength  of  the 
unknown  one  is  found  to  be  inversely  proportional  to  tlm  height  of 
the  column  and  the  strength  of  the  known  n.  Assuming  the 

height  of  the  standard  column  to  be  a,  and  its  sie<  roll  l>,  the  lie  ght 
of  the  unknown  column  c,  auel  its  strength  x,  tin  u  -  is  found  by  the 


formula 


B.  B 


Gantler’s  Method  of  Estimating  Tannin.  B\  11.  Ik  Pro<- ”'y it 

(/.  Sor.  C-hem.  Ltd,  9,  Referring  to  < iantl;  '-' 1  nmivs,--i 

of  estimating  tannin,  in  which  the  determination  is  mud;-  w  i.lr  per¬ 
manganate  in  a  boiling  solution  (compare  (his  v;d.«  p,  -!•>  ,  I  hr 

anchor  finds  that  the  amount  of  permanganate-  <  ors.in.cd  hi  inis 

influenced  by  the  excess  of  permanganate  added  »■::»  hryrm  :ir'  <»' 
boiling  to  which  it  is  submitted.  The  author  r-msim  r-  H  \.  oils 
that  by  adherence  to  a  rigid  scheme  oi  operation;  <•;)  a.-a’Io  1  r.  i; 
might  be  obtained,  but  such  results  could  have  ;d  ■  • -  «  hi:?  a  con: 
parativc  value,  and  no  greater  claims  to  accuracy  tbur  «  !  i<  e  ;  i  <  <« . 
by  the  Lowentlial  method.  ^ 

Analysis  of  Straw.  By  A.  Hubert  t  !«■-.  Iq?  ,  lb,  doR 

871). — See  this  vol.,  p.  I  TAG. 

Examination  of  Acid  and  Compressed  Fod  <  n  ,  and  the 
Estimation  of  Total  Nitrogen  in  them.  By  .1.  K  ;  <  »  {him 
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Yersuchs-Stat .,  38,  227 — 234).  —  According  to  Kellner  ( Lamlw . 
Ver s ticks -S tat.,  32,  56)  tliere  is  a  considerable  loss  of  nitrogen  in  acid 
fodder  if  the  ammoniacal  nitrogen  is  not  taken  into  account,  and 
he  suggests  treatment  with  hydrochloric  acid  to  prevent  it.  Woll 
(Abstr.,  1889,  1030)  found  that  the  treatment  with  acid  had  no 
appreciable  effect  on  the  results.  The  following  method  is  recom¬ 
mended  : — The  substance  is  cut  up  and  mixed,  and  100  or  200  grams 
or  more,  according  to  whether  it  is  a  material  with  fine  or  coarse 
stalks,  weighed  out,  and  gradually  mixed  with  a  mixture  of  3  vols.  of 
strong  and  2  vols.  of  fuming  sulphuric  acid  (TOO — 150  c.c.)  in  a 
porcelain  dish,  which,  with  the  pestle,  was  previously  weighed.  The 
solution  of  the  substance  may  be  aided  by  heating  on  a  sand-bath. 
When  a  uniform  paste  is  obtained,  the  whole  is  covered  with  a  large 
watch-glass  and  left  to  cool  in  air  free  from  ammonia.  It  is  then  weighed, 
and  30 — GO  grams  (corresponding  with  2 — 4  grams  of  dry  matter) 
transferred  to  a  flask  of  500 — 600  c.c.  capacity,  for  determination  of 
nitrogen  by  Kjeldalil’s  method;  10 — 15  c.c.  of  sulphuric  acid  is  added, 
and  the  whole  heated  over  a  small  flame  to  drive  off  the  water.  The 
rest  of  the  process  is  carried  on  in  the  usual  manner:  Very  concord¬ 
ant  results  are  obtained. 

Farmyard  manure  may  be  analysed  in  a  similar- manner  if  it  does 
not  contain  too  coarse  stalks.  A  small  cube  is  first;  cut  out  with  a 
sharp  spade,  well  mixed  in  a  dry  barrel,  a  smaller  sample  taken  from 
it,  and  200 — 400  grams  of  this  weighed  and  treated  with  acid. 

Direct  nitrogen  determinations  may  also  be  made  in  liquids  such  as 
milk,  urine,  Ac.,  by  evaporating  off  the  water  in  hard  flasks  after  the 
acid  has  been1  added. 

In  estimating  the  free  acids  in  acid  and  compressed  fodder  (sweet 
ensilage),  100  or  200  grams  of  five  very  finely-cut  substance  is  kept  for 
5  to  6  hours  in  a  1  or  2  litre  flask  with  700  or  1500  c:c.  of  water.  The 
flask  is  filled  to  the  mark,  the  contents  mixed,  and  filtered.  100  or 
200  c.c.  of  the  solution  is  titrated  with  {or-^  normal  soda,  with  phenol- 
phthalein  as  indicator;  with  strongly-coloured  solutions  litmus  paper 
may  be  used.  The  volatile  acid  is  determined  by  distilling  200  c.c. 
until  50  c.c.  remain,  and  titrating.  The  method  is  not  exact,  but 
the  results  are  relatively  correct. 

To  estimate  fat,  the  substance  extracted  by  ether  should  be  shaken 
with  water  at  50 — 60°,  filtered,  and  washed  with  warm  water  ;  it  is 
then  washed  with  absolute  alcohol  and  finally  with  ether.  The 
alcoholic  ethereal  solution  is  then  evaporated  down,  and  the  residue 
dried  at  100°,  and  weighed.  N..  H.  J.  M. 

Analysis  of  Bootblacking.  By  F.  II.  Hoax  ( Ghem .  Centr.,  1890, 
i,  950;  from  Zeit.  2\ahrung.  uml  Hygiene ,  4.  60). — The  blacking  is 
treated  with  boiling  water,  which  dissolves  out  the  portions  soluble  ; 
the  residue  is  then  extracted  with  chloroform,  which  dissolves  out  the 
fat,  and,  finally,  the  residue  is  ignited,  the  mineral  matter  being  thus 
determined,  the  difference  being  organic  matters  or  carbon.  In  the 
aqueous  extract  any  glucose  may  be  determined  according  to  Herz- 
feld’s  method,  the  glycerol  by  Benedikt  and  Cantor’s  method,  and  the 
free  acid,  if  volatile,  distilled  and  estimated  by  titration,  any  free 
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sulphuric  acid  remaining  in  the  retort.  A  sample  had  the  following 
composition: — Calcium  phosphate,  21'06  per  cent.;  gypsum,  3'02 ; 
sand,  307 ;  carbon,  241 ;  fats  and  fatty  acids,  G'08  ;  invert-sugar. 
347 ;  glycerol,  0'75 ;  acetic  acid,  2'10;  free  sulphuric  acid,  101; 
water,  5t>'40  ;  from  which  the  author  calculates  the  blacking  to  bo 
made  up  from  80  grams  of  molasses  mixed  with  14  grams  of  sulphuric 
acid  and  10  grams  of  acetic  acid,  and  then  added  to  2^0  grams  of  tine 
bone-black  and  GO  grams  of  whale  oil,  water  being  finally  added  to 
the  desired  consistence.  j.  W.  L. 
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ERRATA. 

Vol.  XLVIII  (1885). 

Page  Line 

1080  19  from  bottom,  for  “ papaveric  acid”  read  “papaverinic  acid.” 

Vol.  LYI  (1889). 

758  7  from  top,  for  “  degrees  ”  read  “  degree.” 

950  14  „  „  „  “nitrate”  ,,  “nitrite.” 

953  2  „  bottom,  „  “  isopropylcarbamide  ”  read  “  isoprop jlcarb- 

amine.” 

954  18  „  top,  „  “NH^PrP-NOa”  read  “  JHHzPrtf'NOz” 

963  8  „  ,,  „  “  NH2*CO*NPr2a  ”  read  w  NILpCO-NPr^.” 

981  16  „  „  ,,  “  benzenemetadisulphontetrabromamide  ”  read 

“  benzenemetadiaulphotetrabromamide.” 

985  9  „  bottom,  before  “  The  6  : 2  : 1-acid  ”  insert  “(3)”. 

1016  4  „  „  for  “  papaveronic  acid  ”  read  “  papayerinic  acid.” 

1071  3  „  ,,  „  “  Terpine  ”  read  “  Terpene  ” 

1072  21  „  „  ,.  “  dextro-  ”  ,,  “lsevo-.” 


ERRATA. 


Page 

Line 

53 

9  from 

bottom,  for 

113 

17  „ 

top,  \ 

122 

2  „ 

bottom,  j  ” 

21  „ 

top,  „ 

170 

4  „ 

bottom,  „ 

357 

5  „ 

» 

402 

11 1 

414 

9/  ” 

”  ” 

6  „ 

„  before 

492 

21  „ 

top,  for 

721 

8  „ 

bottom  „ 

873 

bottom,  „ 

884 

17  from  bottom,  „ 

893 

17  „ 

top,  ,, 

898 

20  „ 

top,  delete 

901 

21  „ 

bottom,  for 

907 

7  „ 

top,  „ 

929 

2  „ 

bottom  „ 

947 

9  „ 

1090 

12  „ 

top,  after 

1131 

10  „ 

„  for 

1136 

22  „ 

bottom,  delete 

1150 

5  „ 

1156 

3  „ 

top,  for 

61 

1178 

17/  ” 

”  »> 

2  „ 

„  „ 

1190 

10  „ 

bottom,  „ 

1195 

7  „ 

,,  ,, 

1203 

2  „ 

»  ,, 

1477 

141 

„ 

15/  ” 

”  ” 

Vol.  LVIII  (1890). 

«p  TT  ^COCl  ”  ,  ((pTT  /COC1  „ 

^iQ^^opoa,  read  °6H4<-opoci2- 

“  Egebmann  ”  read  “  Eyebmann.” 

“  oxalenediazoximedibenzyl  ”  read  “oxalenedi- 
azoximedi  benzenyl.” 

“  camphor  ”  read  “  quinine.” 

“  propionylpropionaldehyde”  read  “  propionyl- 
propaldehyde.” 

“  Scopola  ”  read  “  Scopolia.” 

“now  added”  insert  “is.” 

“Hoffmann’s”  read  “Hofmann’s.” 

“  Nflj'NMe.”  read  “  NH3  NHMe.” 

“  (H-diterpolactone  acid  ”  read  “  (3-diterpolactonic 
acid 

“  chloroxythymoquinone  ”  read  “clilorohydroxy- 
thymoquinone.” 

“  Din  itrodiphenylsalicylic  acid  ”  read  “  Dinitro - 
phenylsalicylic  acid.” 

“  O.  Doebner  and.” 

“  Pyrrolene  ”  read  “  Pvrroline.” 

“  C.  W.  Zaxetti  ”  reacZ  “  C.  XT.  Zanetti.” 

“  E.  Walls  ”  read  “  F.  Watts.” 

“unstable”  read  “stable.” 

“  disulphide”  insert  “  hydrochloride .” 

“  dihydroterephthalic  acid  ”  read  “  dihydrotere- 
phthalate.” 

“  0-phenylmale'ic”  “  0-pbenylmalic.” 

“  J.  Wislicexus  and.” 

“  pyrroyl  ”  read  "  pyrryl.” 

“pyrroylpyrotartaric”  read  “  pyrroylpyruric.” 

“1896”  read  “  1890.” 

“301”  „  “301.” 

“spurting”  read  “  spirting.” 

“  Aslanoglon  ”  “  Aslanoglotj.” 

“  G-antler  ”  read  “  Gantter.” 
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